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Abstract—The dependence of bias current density through a junction on the velocity of a uniformly moving
vortex carrying two magnetic flux quanta is established in the approximation of weakly nonlocal Josephson
electrodynamics. It is shown that the vel ocity quantization of free motion of the vortex, which isinduced by the
Cherenkov interaction with Swihart waves, |eads to the emergence of a discrete family of curves on the veloc-
ity—current plane. © 2001 MAIK “ Nauka/Interperiodica” .

The experimenta work by Dueholm et al. [1] neces-
sitated the formulation of an approach in Josephson
vortex electrodynamics to construct a description of
coherent structures in long Josephson junctions, which
could move uniformly in the absence of dissipation,
carrying several magnetic flux quanta. Such coherent
vortex structures were called 2m kinks, since an ordi-
nary Josephson vortex carrying only one magnetic flux
guantum corresponds to a 21t change in the phase dif-
ference ¢(z, t) upon a change in the coordinate z from
—oo t0 +co, Thefirst analytic solution describing such a
coherent structure in a nondissipative Josephson junc-
tion between two bulk superconductors was obtained in
1993 [2, 3] and corresponded to a 4t kink. This solu-
tion was obtained in the framework of nonlocal e ectro-
dynamics corresponding to very high critical densities
of the Josephson current, for which the Josephson
length A; is smaller than the London length A. An ana-
lytic description of a4rtkink was obtained in [4] under
similar conditions, but for a junction with sandwich
geometry. This solution finally made it possible to con-
struct a description of a 4rtkink [5], corresponding to
junctions with alow Josephson critical current density,
for which

A <A, 1)

Along with analytic approaches [2-5], a numerical
approach to the study of nonlocal generalizations of the
sine—Gordon equation was also developed. This gener-
alization corresponding to nonlocal electrodynamics
was used to construct a numerical description of a 41t
kink [6, 7]. An important step made in [6] was the
application of the weakly nonlocal approximation in
which fourth-order derivatives, along with second-
order derivatives, were also taken into account in an
equation generalizing the sine-Gordon equation. It is
clear now that such an approximation is realized when
inequality (1) is satisfied and when the velocity of a
vortex is close to the Swihart velocity v, which isthe
maximum possible for the free motion of an ordinary

21t kink in the sine-Gordon equation. This approxima-
tion was used for abtaining an analytic description of a
4rtkink [5]. All numerical and analytic descriptions of
4mt kinks obtained in this approximation moved freely
with a velocity characteristic for a given model. An
important numerical result was obtained by Alfimov et
al. [7], who observed a 4t kink with a nonmonotonic
dependence on the coordinate in addition to a 41t kink
with amonotonic spatial dependence. It was found that
the monotonic and nonmonatonic 4rtkinks move at dif-
ferent velocities. It should be emphasized that this is
similar to a certain extent to the known numerical
results obtained by Peyrard and Kruskal [8] using adis-
crete model of Josephson junctions.

The results of the description of 4rtkinks mentioned
above were obtained for an ordinary sine nonlinear
dependence of the superconducting current through the
junction on the phase difference ¢ of the wave func-
tions of Cooper pairs. There exists another model pro-
posed by Aubry and Le Daeron [9, 10] for describing
didocations and by Volkov [11, 12] for describing
Josephson junctions. The Aubry—\Volkov model [9-12]
envisages a periodic saw-tooth dependence of the
superconducting current density on the phase differ-
ence ¢, which leads to a large number of anaytical
results for nonlinear running waves. This model was
used in[13] to obtain a countabl e set of 41tkinks. It was
proved that owing to the resonant Cherenkov interac-
tion with Swihart waves, 41t kinks trap waves in the
gaps between 21 kinks. In the coherent structures
formed as aresult, the waves play the role of an adhe-
sive which glues vortices together [14]. As aresult of
Cherenkov trapping of waves by vortices, the coherent
structures of 41t kinks are characterized by discrete
numbers corresponding to the number of waves accom-
modated in the region of vortex gluing. The velocities
of free motion of different vorticesin this case are dis-
crete (quantized).

It should be noted that apart from the Aubry—\Volkov
model, there is one more exactly solvable model [15],
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in which the sineis simulated by a sequence of isosce-
les triangles. Dissipation is taken into account in this
model conventionally by supplementing D’ Alembert’s
differential operator with two differential terms. The
term with the first-order time derivative describes the
ohmic losses in the material separating the supercon-
ductor, while the term with a mixed third-order deriva-
tive of the phase difference for wave functions of Coo-
per pairs (the first-order derivative is with respect to
time and the second-order derivative is with respect to
the coordinates) describes the so-called surface losses
associated with normal electrons in the superconduc-
tors. Sakai [15] proved that, in the case of considerable
surface losses, a 4mt kink driven by a bias current may
exist in such amodel. It should be emphasized that the
free motion of such a 4t kink, which exists owing to
strong dissipation, isruled out. This distinguishes qual-
itatively the 4rt kinks considered in [15] from those in
[13, 14].

In the present paper, the Aubry—Volkov model is
used to analyze the induced motion of a 4rtkink under
the action of abias current density j. The dependence of
j onthevelocity v of a4rtkink derived by usisan ana
log of the current—voltage characteristic (IVC). It is
proved that each eigenvalue v,, of the velocity of free
motion of a 4t kink is the origin for a pair of j(v)
curves. Thisleads to the formation of the IVC band on
the (v, j) plane.

1. BASIC EQUATIONS

Asthe starting equation in our analysis, we will use
[6, 16]

_—r _ .___________+|:
oojzat2 Yo7 2 o7 ]
Bao . A; Xy @
NAj
= —TJ-—-+—=
26t W’ 0tdZ

Here, oy is the Josephson frequency, . is the critical
density of the Josephson current, J = j/j., B character-
izesthe dissipation in the junction separating the super-
conductors, and n characterizes the so-called surface
dissipation determined by the normal electrons in the
superconductors. The operator on the left-hand side of
Eq. (2) differsfrom the operator used usualy, in the so-
caled local theory, in the third term containing a
fourth-order derivative with respect to the coordinates.
Such an approximation of the equation is associated
with the approximation of weak spatial nonlocality. Itis
productive, for example, when the velocity of vortices
is close to Swihart velocity v = A;wy. The last term on
the left-hand side of Eg.(2) in the Aubry-Volkov
model is given by

F[6] = ¢—2m[%+%} ©)
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where I[X] istheintegra part of the number x. In accor-
dance with Eg. (3) and following [4], we will use the
following notation:

w =4./ldjdihe, N\ =c(JhIN])/4,

where eisthe electron charge, c isthe velocity of light,
2d isthe thickness of the layer separating the supercon-
ductors, and € is the dielectric constant of this layer.

Subsequent analysis is devoted to vortices moving
at a constant velocity v, for which

¢ = ¢(0),

and Eq. (2) assumes the following form:

(=z-vt,

0 20 A2\
mdd’ NATd'0

F
0 vm "dz? 2dZ o]

4
g Bvdd nA; Vd¢
de ] dg®

In the range of the parameters under investigation, the
characteristic scale of the spatia variation of a4rtkink is

A =AJ1-(vivys (5)

Accordingly, using the dimensionlessvariable & = {/ )\}

for the function Y(&) = (A, &), we can write, in accor-
dance with Eq. (4),

LRI S I L
TS [W] = m [3 dE (6)
Here and below, we use the following notation:
2
€2=€2(V = A _,
2N [1—=(vivy)]
= = _ B vivg
B—B=———-——————, (7)
O 1 (vivy)?
lv
A=fA(v)=L—"e
i1~ (viv)*™

In order to make our calculations less cumbersome,
we will henceforth confine our analysis to the case
when

NN <€f <1, )
In this case, Eq. (6) is adifferential equation in which

the coefficient of the highest order derivative is a small
parameter.
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ON THE VELOCITY OF A 41t KINK 3

2. PHASE DIFFERENCE IN A JUNCTION
WITHOUT OHMIC LOSSES

In this section, we consider the limiting case of
Eq. (6), in which ordinary dissipative effects are
neglected, B = n = 0, and the only dissipative effect is
associated with losses associated with Cherenkov radi-
ation. In this case, we have

4 2

20y dY _
e—+—=—-F[y] = J. 9
dg*  dg?
We construct a continuous solution of this equation, sat-
isfying the conditions—Tt< Y < mtfor & <—¢;; Y(=<;) =18
<Y < 3mfor—§ <& <&; Y(§;) =3 and 3m< P <51
for & > &;.

The process of solving the equation begins at the
leading edge of avortex, where & > &;. Considering that
there are no waves in front of the vortex, we assume
that al the derivatives of the function | are equal to
zero for § —= +co. In accordance with Eq. (9) and
under the assumption that

J<1, (20
we obtain the following expression for the phase differ-
ence of a4mtkink for & —» +oo:

P(+0) = 4m—T0J.

For the leading edge of the vortex, we obtain from
Egs. (3) and (9)

d d
zdgﬂ+a§9—¢:=—4n+rw, £>8. (1)
Since Y(§;) = 31, the solution of Eq. (11) isgiven by
W(E) = Wn(§) = 4m—1J —1i(1 - J) exp[—Ky(& —¢&;)]

= 3m+ (1 - J){ 1— exp[—ky (E—E )]}, (12

where the size of the region where the solution attains
the constant value 41— 11J is determined, in units of the
guantity defined in Eq. (5), by the number

2

L ivao1-1-&

k, =
1 ,\/ZC: 2

(13)

For the central region of the vortex, where i< () < 3T,
we obtain the following equation from Egs. (3) and (9):

4 2
20, &'y

-y = =21+ 1d,
dg*  deg?

_Ej<E<Ej-

A solution to this equation satisfying the joining
condition for the solution itself and its first three deriv-
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atives with the solution in Eq. (12) and its derivatives,
respectively, is given by

W(E) = Wp(€) = 2m—mI[1—e 7]

+ ZLZ{ 2k’ cos[ ko (& &)l

ko + K3
+k§ k(E-E)) kf —ky (€ - z)}, (14)
where the wave number
1 1 ¢
Kg—=—=n/A/1 + 4€° +1~— = (15)
0,\/2_8 2

defines the wavelength Ay = 217k, of Swihart waves
emitted by a moving vortex. Equating the function in
Eq. (14) to mat the point & = —¢;, we obtain the condi-
tion

1-3(1— ™) + (R + k&) "{ 2Kk} cos(2keE )
+koexp(—2k, &) —k;exp(2k.E )} = 0,

which connects the quantities J, &;, and v. This condi-
tion will be subsequently used for deriving the depen-
dence J(v).

Let us now describe the tail part of the vortex, for
which | < 1t Equation (9) assumes the form

d d'y , d’ llJ
T
A solution to this equation can be presented in the
form

W(E) = W(&) = —TJ + Acoskog
+ Bisinkog + Ciexplky (& + &j)].

Here, C, describes the spatially monotonic dependence
of the vortex, while A, and B, characterize the field of
the Cherenkov radiation of Swihart wavesin the tail of
the vortex, which is associated with the accelerating
action of the current on the vortex. The joining of solu-
tions in Egs. (14) and (18) and their first three deriva-
tives gives

(16)

—P =T, &< 17

(18)

4TI
. = ——5C0sKo ), B, = 0,
ko 1
(:t (ko —2k; E]+k2 2k1£|)_ JeZl(lEj
ko +K

and another relation between the quantities J, &, and v,
which supplements condition (16):

= (ko + KO (K = KGe ). (19)

Thus, the distribution of the phase difference of a 41t
kink in the entire space is described by the functions
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W(€) in Eq. (12), Yy(€) in Eq.(14), and (&) in
Eqg. (18). The phase difference in the leading edge of
the vortex decreases exponentially from 41— 11 to 31
At the middle of the vortex, there appear periodic trig-
onometric functions corresponding to Swihart wavesin
addition to the terms describing the monotonic depen-
dence of . Thetail part of the vortex is described by a
trigonometric function corresponding to Swihart waves
emitted by the vortex and contains a monotonic term
decreasingto—1J, J< 1.

The description of the vortex structure becomes
even more clear if we present the solutionsin Egs. (12),
(14), and (18) in aform which appears naturally when
we construct a solution with the help of the Fourier
transformation on the entire & axis. Indeed, using rela-
tion (19) and introducing the notation

C= KK+ KD,

f(8) =k (K3 + ko) exp(—kyJ]),
War o(8) =0+ T 1 — f (£)] SONE,
War o(E) = 2TICH(—E) cos(KoE),

where 6(¢) is a Heaviside step function and sgné =
20(&) — 1 isthe signum function, we obtain the follow-
ing expression for the phase difference of a4rtkink:

W) = =T+ Worm(& +&)) + Worm(&—¢;)
+ Yo (& + &) + War o(§—§)).

In accordance with Eq. (21), in the limit of small cur-
rents defined by Eq. (10), a 4t kink is the sum of two
2rtkinks localized near the points —¢; and §;. Each of
the 2t kinks emits Swihart waves [see Eq. (20)] which
interfere with one another for & < —¢;. In the absence of
current (J = 0), the waves emitted by the 2rtkinks are
absent inthetail part of the vortex. We areleft only with
oscillationslocalized in theinterior region of the vortex
and ensuring the gluing of two 2rtkinksinto asingle 41t
kink. If, however, the current differsfrom zero, thefield
of Cherenkov radiation isinduced in thetail of the vor-
tex. In other words, when a 4t kink is accelerated by
the current, Swihart waves are not trapped in the region
confined between two kinks and form an oscillating
trace in the tail part of the vortex. Thus, the tail of the
4rtkink is periodically modulated by the Swihart waves
emitted by the vortex.

(20)

(21)

3. RELATION BETWEEN THE CURRENT
AND THE VORTEX VELOCITY

Relations (16) and (19) connecting the current J, the
coordinate ¢;, and the vortex velocity v alow us to
establish the form of the function J(v). We write these
relationsin the form

(1+38%)J = 28°cos’(kof)), (22)

(1+3%)J3 = & —exp(=2kyE)), (23)
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where we denote & = k;/k, and the numbers k; in
Eqg. (15) and k; in Eq. (13) depend on the vortex velocity
through the small parameter e in Eq. (7). Sincee < 1, we
have

d=g—g < 1. (24)

Taking into account the smallness of the parameter
€, we obtain the size of the interior part of the vortex
from Egs. (23) and (24):

28, = |an =
A solution to Eq. (25) has meaning only if the cur-

rent density for a given vortex velocity does not exceed
the quantity

(25

Jo(v) =€(v). (26)

Taking into account relation (25), we obtain from
Egs. (22) and (24) the following equation for J(v):

1 D]

J = 2¢%cos’ [—In (27)

Oz_
In order to determine the function J(v), we write
Eq. (27) intheform

%L - j‘]ggexp[%arccosgl - J%E}

= exp[ZIn%—ns(Zn + 1)]

(28)

In this equation, the integer quantity n numbers the
discrete set of the functions J(v) connecting the vortex
velocity with the current. The functions J(v) corre-
sponding to different values of n describe the current-
induced motion of vorticeswith different internal struc-
tures characterized by the number of Swihart wave-
lengths fitting into them.

In the absence of current, we find from Eq. (28) that
the parameter €, and hence the velocity of afreely mov-
ing 41t kink, assumes discrete values labeled by the

number n:
1, 1 10
=ln= = + =
€ &, H% 20

Taking into account inequalities (8), wefind that the
number n must liein the interval

zﬁlld\

m A D)\D

(29)

1<n< (30

For such values of n, we find from Eq. (29)
_ 1™ 1m) _ In(m)
€, = [T[E’] + ED] In[n%l + ED} = < 1. (3D

In the presence of a bias current, the situation becomes
different. Now, Eq. (28) describes the relation between

No.1 2001



ON THE VELOCITY OF A 41t KINK 5

the current J and the vortex velocity v for each number
n from the interval defined in Eq. (30). Each number n
corresponds to two J(v) curvesin view of the presence
of two signs of arccos in the exponential on the left-
hand side of Eq. (28). On the current—velocity plane,
such curves originate at the point v = v,,, J = 0, where
Vi L A

~1- _q___TmA
Vs 2.2\, 2./2\In(rm)
corresponds to solution (31) of Eq. (29).

When the vortex velocity v iscloseto v, to such an
extent that

1 gmnf Av—v, 1
— Uy d-___ s _=
g2 HnmlU 4“/§Tm)\ Vs (32)

the solution of Eq. (28) has the form

(33)

For an insignificant difference between v and v, when
vovd o _1 )
Vs 8./2mA
we abtain from Eq. (33)

(34)

2

A -V
J,=2¢r, J = Hﬁlnnx'% %}/ - “gsﬁ.
S

The function J_ vanishes for v = v,. In the interva
defined in Eq. (34), the function J_ increases monoton-
ically with the difference between v and v,, both for
increasing and decreasing velocities. The velocity
range in which dJ_/dv < 0 is an analog of an unstable
IV C characterized by a negative differential resistance.

At the point
A
8.4/2TnA, °

__A gm AD}
2. /2zHnmn - 4rnt)’

v = vi(n) = v,-

= vs[l

the functions J_ and J, have equal values and their
derivatives have infinitely large values. For v < v,(n),
Eq. (28) has no solution for agiven n.

As the value of v increases so that the difference
between v and v,, satisfies the condition

AV —v
12 > 4.2tn<l—— > 1,
€ A Vs
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we obtain from Eq. (33)

Av—v, O 1 A vy O
J, = 4.2mne = "1+ J 2" (39
* AV 0 zﬁnn)\jV—VnD

In accordance with relations (30) and (35), the differ-
ence between the functions J_and J, isrelatively small.

Finally, we will write the solution of Eq. (28) for
v > v, lying outside the interval in Eq. (32) when the
valuesof J, areexponentially closeto thelimiting value

Jo(V):

J, =&’ —exp{-me[4n + 2 % 1]/2}2 )
= Jo(v) = (A\I2A))[1=(vIv)T] .

Consequently, the curves J(v) and J.(v) asymptoti-
cally approach each other according to an exponential
law as we move away from the point v,

The J(v) curves corresponding to different values of
n begin at points v,, separated from one another by the
interval

™
2./2\;InTin s

Under the conditions in question, this difference is
smaller than the interval

= A v, = 2 |dvi 5 |dV,
4.2\ g InTn ° 27€q[ dn| | dn

on which the curves J_(v) and J,(v) corresponding to a
given n approach each other. Thus, the curves corre-
sponding to smaller numbers n are generated prior to
the convergence of the curves J(v) and J.(v) corre-
sponding to a number n on a scale of the order of the
value given by Eq. (37). Inthe region of convergence of
the curveswith different values of n, all thesecurvesare
exponentially close to the limiting curve Jy(v) in
Eqg. (36). A set of curveswith numbersn=3, 4, ..., 10,
illustrating these regularities, is presented in Fig. 1. The
existence of adiscrete set of closely spaced J(v) curves
corresponding to a certain value v,, of the velocity of a
freely moving vortex allows us to speak of the line-
width of a certain unified dependence J(v). It follows
from what has been said above that the physical reason
behind thislinewidth is the possible existence of differ-
ent states of a 4t kink with different structures of the
field of Swihart waves both in the interior region of
width 2¢; and inthetail region & <—¢; of thevortex. The
number of such vortex structures increases with the
velocity of a4rtkink.

The inset to Fig. 1 shows the dependence of J on v
inthevicinity of v = vs. This dependence resembles, to
a considerable extent, the one describing the so-called
stringent conditions of excitation of a new steady state
when the main state of a hydrodynamic flow loses its

, (37)

n
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J(v)
0.04

0.03

0.02

0.01F

| 1 1
0.970 0.975 0.980

N

1 1
0.955 0.960 0.965

v/v

Fig. 1. Relation between the current and the velocity of a4rkink for A/A; = 1072 Pairs of curves emerging on the abscissa axis
correspond ton =3, 4, ..., 10. The dashed curve corresponds to the limiting dependence Jy(v). The inset shows the segment of the
J(v) curvein the vicinity of v = vs.

stability [17]. A similar dependence is also typical of  dependence Y(&) for auniformly moving 4rtkink:
hard excitation of a radio-frequency generator. As

usual, the ssgment on the curveintheinset to Fig. 1, on W (§) = 3n+m(1-J)

which dJ/dv < 0, turns out to be unstable. On the other

hand, such a curve corresponds to a hysteresis depen-

dence for which a transition from the lower branch of x{1—exp[—~(k, +Ak)(E—-EPIY, &>&,
the curve to the upper branch can occur jumpwise for

various values of v. Wo(E) = 2n—nJ—T[(1—A1)(1+62)_1

4. RELATION BETWEEN THE CURRENT x exp[—(k, + Ak, (€ +€)]
AND THE VORTEX VELOCITY WHEN OHMIC :
LOSSES ARE TAKEN INTO CONSIDERATION

In this section, we describe the results of an analysis
based on Eq. (6), taking into account not only the Cher-
enkov interaction of a Josephson vortex with Swihart + 2107 (1 + 62)_lexp[Ako(E —&;)]{ cosky(§ —¢,)
waves but also ordinary ohmic loses occurring in the . .
substance separating the superconductors and in the )
superconductors, owing to the presence of normal elec- —Agsinky(E—&))}, —§;<&<g;,
trons in them. For the motion of 41t kinks we are inter-
ested in, we confine our analysis to the case when the _ 21
bias current density j is not high. We assume that ohmic Pi(§) = T +21(1+4,)(1+05)
dissipation is comparatively weak so that

+T(L+AL)(1+8) " expl (K, — Aky) (€ —E;)]

x cosh[ (k; — Ak, )& ] exp[ (ky —Ak;)E]

1 = 2_
Aky= ———=(B + kyN) < Ko,
2 _ .
2“1* ae +21(1 + &%) [ cosko(€ — &;) — Bgsinko(€ — )]
Ak, = —=——(B-K:R) < k,.
2.1+ 4¢’ x exp[Ako(€ —&;)] + 218°(L + 87) [ cosko(& + &)
Inthiscase, in analogy with Section 2, we can write the )
following expressions characterizing the coordinate —Dgsinky(§ + &)1 exp[Aky(& +&))], & <.

PHYSICS OF THE SOLID STATE Vol. 43 No.1 2001
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J(v)

0.35

0.30

0.25

0.204

| | |
0.970 0.975 0.980

N

1
0.965
v/iv

| |
0.955 0.960

Fig. 2. Dependence of the current on the vortex velocity in ajunction with ohmic lossesfor /ey = 0.1, n/mey = 0.002, and A/A; = 0.01.
The band contains pairs of curves correspondington =3, 4, ..., 10.

Here, we have used the following notation:

A, = ;[(&/1 +4g”+ 2)B
2kon/1 + 4€”

+(J1+4e*+2)kR] < 1,
— L [(3/1+46°-2)B
2k, /1 + 4€”
+(2-1+489K3A] < 1.

Finally, the relations generalizing Egs. (22) and (23) to
the case when ohmic dissipation is taken into account
have the form

Ay

(1+8°)J = 8+ A, + (1+4,)exp[-2(k, — Ak, )E ]
+28°[ cOS2koE | + Ao SiN2Kk,E ] exp[—2AKoE ],

Egs. (38) and (39) give, first, the relation
1
£-J+(B+0n)/2

characterizing the size of the interior region of the vor-
tex filled with Swihart waves, and, second, the equation

+N _ ,2..2[1,.0 1

= 2g°cos [—In —
2 2P - x (B2
relating the current to the vortex velocity. It obviously
followsfrom Eq. (40) that in the approximation applied
here, we have

J = Jorm(V) + Ien(V), (41)
where the ohmic current Jo,,, iS given by the relation

ZEJ-: In ~ 2TINE,

J-—

5. @0

Jom = 5(B+1)

(42)
(38) - vlve HB,n_ 1 "
(1+8)3=8"+A 21— (viv)? D T@iL1=(viv)“D
+ =& +
. (39)  and the Cherenkov current Jan isdefined by the solution

—(1-4;)exp[-2(k, + Aky)E;].

In the limit defined by Eg.(8) and under the
assumption that the damping of Swihart waves in the
interior region of the vortex issmall, i.e.,

28,0k, = Bg + S_J-Zr_]%J <1
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of Eq.(27). Figure 2 illustrates relation (41). The
curves in this figure correspond to the following rela
tions characterizing the Josephson junction from [18]:
B/wy = 0.1, n/mty = 0.002, and A/A; = 0.01. The dashed
curve corresponds to the dependence in Eq. (42), while
the upper solid curve corresponds to the relation

‘Jmax(v) = ‘]Ohm(v) + ‘]O(V)!
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inwhich, in accordance with Egs. (7) and (26), we have

)\2
Jo(v) = > "1
2N[1-=(v/ivy)]
The above analysis, which is a description of the
motion of a4rtkink (coherent pair of 2rkinks) induced
by the bias current, allows usto derive asimple analyt-
ical relation between the velocity of uniform motion of
such a vortex and the current inducing this motion.
Simple anaytic formulas have been abtained in the
limit defined by Eqg. (8), when

NI2A] < Jo(v) < 1.

The set of J(v) dependences emerging in our analysis
due to the Cherenkov rearrangement of the vortex
structure can be distinguished experimentally for com-
paratively low ohmic lossesin the region

Jorm(V) £ I(V) € Jpax(V) = Jom(V) + Jo(V).

This manifestation is simplified considerably at low
temperatures, when we can neglect ohmic losses at the
surface owing to freezing out of hormal electrons. In
this case, Cherenkov losses become comparable to
ohmic losses or even exceed them for

2 g0 207 2
)\—2>EEB.——V—2D > EDA%W .
Aown v @by

The last inequality can be satisfied in junctions with
small ohmic losses for which 2w, < A/A;.
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Abstract—A model of self-synchronization in the process of second-harmonic generation in a quadratic
medium with a small coherence length is verified by investigations of the dependences of the output intensity
on the intensity and the repetition frequency of excitative pulses. © 2001 MAIK “ Nauka/Interperiodica” .

In the process of second-harmonic generation, the
phase difference of secondary waves with a frequency
of 2w generated at the 0 and x points equals x(Ky, —
2k,,). The phase difference of 1 is reached at the dis-
tance of the coherence length, |, = T/(k,, — 2k,,). Back
pumping of the energy from |, to |, begins at distances
X > l.. Commonly, due to dispersion, the inequality
Ko, > 2k, takes place and | is small. However, account-
ing for birefringence (N, 24, < No, ,), We can obtain Ky, =
2k, and |, —» oo in some crystals. This phenomenonis
known as ordinary wave synchronism. It is absent in
barium titanate, and |, does not exceed 10 um. Miller
[1] explained the appreciable generation of the 2w har-
monic inthick BaTiO; crystals by the presence of areg-
ular structure with the wave vector q = k,, — 2k, pro-
viding the momentum conservation (quasi-synchro-
nism, or quasi phase matching). Such a structure could
also be created artificially using external effects [2].
This finds wide use now mainly in devices based on
LiNbO; crystalsin which the appropriate micro domain
structure is created.

Investigations of the angular distribution of the gen-
erated 2w wave (the maxima are observed at angles of
+7°) [3] suggest that the quasi-regular 90° domain
structure in BaTiO5 at room temperature could be such
astructure.

However, this scattering of the 2w waves is
observed not in al crystals and completely disappears
close to the phase transition. Neverthel ess, the intensity
I, Of thewave going out of the crystal isnot decreased,
but can even be increased by severa times. It was
shown in [4] that in the process of the propagation of an
intense light wave of the w frequency and the genera-
tion of a wave of the 2w frequency in a quadratic
medium with no ordinary wave synchronism (due to
birefringence) and no quasi-synchronism (due to the
appropriate structure), the following three-step process
can occur and result in the energy accumulation of the
20 wave despite the small coherence length.

(1) The I, intensity maxima occur at the distances
that are multiples of A = 2, = 217/(k,,, — 2k,,). The quan-
tity |, falls down to zero between these points in the
absence of synchronism. A layered structure is created
[4] in the medium, 1,,(X) ~ (4/¢?)sin?(gx/2), where g =
217A.

(2) Thefield of the 2w wave changes the properties
of the medium at each x point, changing not only the
refractive index, or the first-order electric susceptibility
XD (photo refractive effect), but also the second-order
susceptibility x@ (second-order photo refractive
effect). An induced structure x(x) is formed with the
same period of A = 2I...

(3) The induced structure has turned out to be
exactly that required for quasi-synchronism: q = Ky, —
2k,,. That is, it provides the second-harmonic accumu-
lation despite the absence of synchronism in the origi-
nal crystal. Thus, the appearing 2w wave creates the
X(X) relief in aquadratic medium which isnecessary for
its generation. This process was called self-synchro-
nism (auto quasi-phase matching, or AQPM).

We verify the AQPM model in thiswork by the mea-
surement of the I, intensity of the second harmonic as
afunction of the I, intensity of the pumping wave and
the repetition frequency of the pumping pulses. The
installation consisted of a pulse IR-laser (A = 1.06 pm,
pulse duration 18 ns), a stepped calibrated beam split-
ter, abeam coupler, aheated cell with acrystal, agreen
optical filter, aflexible optical guide, and a monochro-
mator with a photo multiplier at the output registering
the intensity |,,,. The I, intensity was recorded by a
high-frequency photodiode installed for measuring the
light reflected from the beam splitter. Scattering of the
signal was used to provide photodiode operation in a
linear regime. The signals from the recorders were dis-
played on storage oscillographs and measured with an
accuracy of about 5%.

The laser instability caused some difficulties, espe-
cialy at the beginning of its operation before the estab-
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lishment of the stationary regime, in particular when
using single pulses. At the same time, we should avoid
illumination of the crystal by alarge number of pulses
to prevent the crystal from heating. Therefore, we used
a special gate, selecting one or several pulses from a
serieswith the required relative pul se duration given by
the laser switched on ahead. The overall operation con-
sisting of the laser switching on with a required pulse
frequency, the gate operation, synchronization of the
oscillographs, and processing of the data obtained was
provided by a computer in accordance with the
assigned program.

A specified irradiation exposure is necessary for the
X(X) structure to be created. Consequently, the depen-
dence of I, on |, squared must not be linear, asit used
to be for the mechanisms of second-harmonic genera-
tion involving stationary structures or ordinary syn-

chronism. The experimental dependence of the .1 f))

dependenceispresented in Fig. 1 by dots. It can be seen
that there is no resulting outward 2w intensity at small
pumping intensities. There is an increase in the I,
intensity at some threshold value of 1, (and, conse-
guently, the I, threshold value), following which the
dotsfit the straight line passing through the origin of the
coordinates. In our opinion, thisis evidence in favor of
the proposal about the structure induced by the 2w
wave itself.

On the other hand, when the pumping pulses follow
each other rather rarely, the induced structure can relax
to zero each time. If the pulse-repetition period T is
small, the following pulse will utilize the x(x) structure
induced by the preceding pulse. This is supported by
the experimental dependence presented by the pointsin
Fig. 2.

At a frequency higher than 10 Hz, the S-shaped

region disappears in the IZw(Ii,) dependence and the
dotsfall on astraight line (line2in Fig. 1).

Thevariation of x produced by astrong field isvery
small in aperfect crystal. The proposed mechanism can
be realized in aferroelectric crystal with impurities, as
the variation of x associated with a change of the
valence state of impurity atoms or with processes of
nonlinear ferroelectric polarization (domain-wall dis-
placements) should be adequate. In this case, it can be
suggested that, first, the creation of the x(x) profile due
to the photorefractive effect, aswell asitsdisappearing,
needs time (Fig. 3). Second, the saturation associated
with a limited value of ¥, should occur. Then, the x
value at the point x corresponding to a maximum
increases in time during the pulse in accordance with
the law

Pl At(Xiim—X),

Xiim— X2 @)
S22 = exp(—plagAt),
Xiim — X1 P(=PlzAD
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Fig. 1. Dependence of the intensity of the generated wave
going out of the crystal on the squared intensity of the excit-
ingwave calculated for (1) t=0.5sandv=1Hzand (2) T =
0.5sandv =80 Hz.
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Fig. 2. Dependence of theintensity of the generated wave on
the repetition frequency of the exciting pulses.
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Fig. 3. The creation and relaxation of the x relief.

where X, and X, are the electric susceptibility values at
the end of the illumination and at the end of the time
lapse between the pulses, respectively; At is the pulse
duration (Fig. 3); and p is a parameter characterizing
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the illumination efficiency. The x vaue relaxes
between the pulses, tending to avalue x,

X1=Xo _ _
Xo—Xo exp(=1/(v1)), )

where v is the pulse-repetition frequency and T is the
relaxation time. If we put

|20 = Xo(l 200 V)1 (3)
then a solution of these two equations by numerical

methods leads to the [, (| i,) dependences presented in
Fig. 1 by solid curves. These curves can be in reason-
able agreement with the experimental dataat a success-
ful choice of the parameters. The agreement will be bet-

ter if the avalanche-like increase of IZw(Ii) is
accounted for, but the equations will be more compli-
cated.

Drawing afamily of such curves for the different v
and a given |, we can plot the graph of I,,(v), which
reproduces the experimental S-shaped curve (solid line
in Fig. 2) for asuccessful choice of the parameters.

PHYSICS OF THE SOLID STATE \Vol. 43

BURSIAN, RY CHGORSK IT

Thus, the analysis undertaken confirms at least the
gualitative validity of the model considering the
induced and relaxed structure that provides the AQPM
effect.
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Abstract—Crystalline potassium dideuterophosphate subjected to a lowly varying or a dc electric field has
been found to exhibit polarization features which indicate the presence of a structural disorder characteristic of
inhomogeneous systems. Continuous distribution spectra of the rel axation time are drawn from the experimen-
tal data and a phenomenological analysis of the depolarization of the crystal. It is shown that the spectra have
an anomal ous width and vary with temperature in away suggesting the transformation of domain-wall potential

barriers. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

KD,PO, (DKDP) has been attracting considerable
interest for many decades dueto its clearly pronounced
anomalous physical properties and application poten-
tial [1]. This crystal undergoes a first-order phase tran-
sition whose T increases with an increase in the deute-
rium concentration. In the vicinity of T, its physical
properties are described by the Landau—Ginzburg—
Devonshire theory, so that the experimental data on
polarization are even in a satisfactory quantitative
agreement with calculations. It is essential that al the
polarization features characteristic of ferroelectrics, in
which the polarization isan order parameter, are clearly
pronounced only in slowly varying (quasi-static) elec-
tricfields[2].

This paper reports experimental dataindicating that
the polar phase of DKDP crystalsis characterized by a
structural disorder which manifests itself in specific
features of the polarization and depolarization kinetics
and that, at atemperature far from the phase transition,
the infralow-frequency spectra of the relaxation time
distribution exhibit an anomaly.

2. EXPERIMENTAL TECHNIQUE

A DKDP crystal of good optica quality was
obtained by the high-growth-rate method [3]. X-ray
topography of such crystals indicates a fairly good
structural homogeneity [4]. The deuterium content is
96.5%, and the phase transition temperature T is
2185K.

The polarization P of the crystal was measured
automatically by the electrometric compensation
method on a setup described in considerable detail €l se-
where [5]. The dielectric hysteresis loop of the depen-
dence of P on the electric field E was obtained by vary-
ing E in steps of 12 V with a duration of 40 s and a

period of ~1 h. The relaxation of P was measured by
rapidly turning E on and off for 190 min. The permit-
tivity was measured by the standard technique on a
capacitance bridge at afrequency of 1 kHz.

The crystal sample was a rectangular platelet (3 x
4 x 0.3 mm in size) cut perpendicularly to the polar
axis. The major faces of the platelet were ground and
coated with a conductive silver paste. The error in sta-
bilizing the cryostat temperature did not exceed 0.03 K.

3. RESULTS AND DISCUSSION

Figure la shows quasi-static dielectric hysteresis
loops P(E) for three compl ete cycles of variationsin the
E field, Fig. 1b showsthe permittivity € asafunction of
E, and Fig. 1c shows the relaxation of the polarization
P in the E field whose magnitude is less than the hys-
teresis loop halfwidth. The loops are not rectangular in
shape, the saturation of P (and €) in thefield range cov-
ered isweakly pronounced, and only a slight deviation
is observed in the P traces between thefirst two cycles,
which reproduce themsel ves subsequently with a satis-
factory accuracy. The relaxation of P in an arbitrarily
low field E passes through two stages, namely, a jump
of P followed by its smooth variation. The first stage
reflects the fast over-barrier motion of domain walls.
The second stage is aslow, thermally activated process.
A similar evolution of P with time is observed in the
polar phase for any E and for al temperatures, down to
150 K. The latter observation suggests that in the
DKDP crystal under study, unlike the TGS crysta [6],
the coercive field E, has a continuous distribution,
rather than a discrete value. As a result, when E is
turned on, only the part of the crystal whose volume
increaseswith anincreasein E becomesinvolved in the
process of fast polarization. A similar situation was
observed earlier in the Rb,ZnCl, crystal, whose inho-
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Fig. 1. Dielectric hysteresisloops for (a) polarization P and
(b) permittivity € as functions of the electric field E and
(c) Prelaxationin field E = 0.8 kV/cm for a DKDP crystal.
T=217.9 K. The numerals 1, 2, and 3 specify the order of
the successive cycles of variationsin P.

mogeneous structure is apparently due to a random
internal electric field distorting the local symmetric
two-minimum functions of the free energy of P [6].
Note also that the absence of a definite E, in the crystal
affects the shape of the hysteresis loops in the depen-
dences of P and € on E. Indeed, the former loop has a
rising and a decaying P branch with a noticeable slope
(with afinite dP/dE derivative) instead of ajump in P,
and the latter loop exhibits broad plateaus instead of
sharp maxima of € within the same range of the field E
(Figs. 1a, 1b). In other words, the region of the
relatively fast crystal polarization switching is fairly
diffuse within a rather wide range of the quasi-static
field E.

The slow, thermally activated stage in the DKDP
polarization relaxation follows a universal power law

p = (Pe—P()/(Pe—Pg) = 1/(1 + /a)", 1

where P, and P, arethe equilibrium and initial polariza-
tions, respectively; P(t) isthe polarization at the instant
of timet; and a and n are the fitting parameters. Rela-
tionship (1) corresponds to the normalized distribution
function of the relaxation time t

f(t) = [Var (n)](a/1)* * "exp(-al), )

where I'(n) is the gamma function and F f(t)dt = 1.

Function (2) passes through a maximum 1, (t) at T, =
a/(1+n)[6].

The function f(t) can, in principle, provide informa-
tion on the distribution of potential barriers for the
relaxation centers (domain walls). We present below
the results of measurements of the depolarization and
recovery kinetics of the f(t) functions derived from
these experimental datain the range of the temperature
T, of the polar phase of the crystal in which € has a
weakly pronounced anomaly, more specifically, an
inflection point. Figure 2 displays the temperature
dependence of €, in which the maximum correspondsto
the phase transition point T = 218.5 K, the region of
interest is confined within a box, and the anomalous
point Ty isidentified by an arrow. The open circlesrefer
to the € data obtained in a cooling run, and the filled
ones, to those measured under heating. The procedure
used in polarization and subsequent depolarization is
explained in the inset showing the variation in P with
time. At points 1 and 3, voltages of 100 and 200V are
switched on, respectively. Between points 2, 3and 4, 5,
the polarization builds up slowly. At point 5, the voltage
(E = 3.3 kV/cm) applied to the crystal is switched off
and depolarization starts stepwise to point 6 and then
slowly proceeds by the thermal activation mechanism,
which is analyzed using relationships (1) and (2). The
P jumps in the plot are one more illustration of the
aforementioned absence of a definite coercive field in
the crystal under study.

Figure 3 exemplifies the process of slow depolariza-
tion at three temperatures. The initial points (filled cir-

PHYSICS OF THE SOLID STATE Vol. 43 No.1 2001
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Fig. 2. Temperature dependence of the permittivity € of a
DKDP crystal. Open and filled circles refer to the cooling
and heating runs, respectively. Theinset showsvariationsin
polarization P with time t upon switching on (points 1, 3)
and off (point 5) the electric field E = 3.3 kV/cm before the

depolarization measurement.

cles) correspond to point 6 in the inset to Fig. 2. The

Fig. 3. Depolarization of aDKDP crystal at various temper-
atures T (K): (1) 153.25, (2) 164.91, and (3) 167.58. Circles
areexperimental data, and solid lines correspond to calcula-

tions.
p(t) in expression (1) can be approximately represented
asp(t) = 1—niIn(1 + t/a) and the f(T) distribution can be

represented in the form of afunction which differsfrom
zero only within aregion bounded by finite values of t.

open circles refer to experimental data. The solid lines
correspond to the cal culations according to formula (1).
The jumps preceding the slow process are AP =
0.6 uC/cm?for al curves, and the equilibrium values of
the polarization are P, = 0. Figure 4 displays the f(1)
spectra, which are plotted using formula (2) with the
a and n parameters obtained by fitting the experimental
datawith the power function (1). Thevaluesof a, n, the
most probable time 1, = a/(1 + n), and the area S =

ﬁif(T)dT’ where 1, and 1, are the minimum and maxi-
relaxation times corresponding to f(t) =

mum
0.1f (1), are given in the table.
The errors of the parameters, which were deter-

mined in the sameway asin[6], are |da/al = |0P/P,|(1 +
t/a)nt/a) = (Un)|dP/Py] = 0.05, [o/n| =
[Ynin(t,/a)]|oP/Py| = 0.01, and [T/t = |da/al +
[&(1 + n)/(1 + n)| = 0.06. Here, t,, = 190 min is the
maximum time of the P(t) measurement, 6P = 3.2 x
10 uClcm?, P, = 0.16 puC/cm?, and |dP/Py| = 0.002.
The low values S= 0.1 given in the table indicate that
the greater part (=0.9) of the relaxing regions should
have very short and long times 1. The long times T are
not measured directly in the experiment and are
obtained by extrapolating the experimental data.
It can readily be shown that the small magnitude of
the exponent n in expression (1) (see table) permits a

satisfactory fit of the experimental data within afairly
large time interval with a logarithmic dependence as
well. Indeed, for n < 1, the dimensionless polarization
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Fig. 4. Distribution spectraf(t) of therelaxation time T upon
depolarization of a DKDP crystal at various temperatures
T(K): (1) 192.09, (2) 182.07, (3) 175.07, (4) 167.58,
(5) 164.91, (6) 163.56, (7) 160.24, and (8) 153.25. Theinset
shows the temperature dependence of the most probable
time t,,, at a maximum of the f(t) function, tg = 1 min.
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Parameters of the depolarization time distribution spectra of the DKDP crystal

TK 1921 182.1 175.1 167.6 164.9 163.6 160.2 153.2
a, mn 0.52 0.32 0.17 0.3 0.48 0.19 0.15 0.06
n 0.038 0.049 0.046 0.043 0.037 0.048 0.032 0.044
Tm, MIN 05 0.303 0.165 0.287 0.46 0.183 0.144 0.053
S 0.09 0.12 0.12 0.07 0.09 0.12 0.08 0.11

The possibility of approximating p(t) by a logarithmic
dependence is apparently characteristic of many inho-
mogeneous systems with slow relaxation (see, e.g., [7]).

The f(1) distribution in the vicinity of the T, point
varies nonmonotonically with the temperature. As a
crystal is cooled, the distribution shifts first toward
small t, then in the opposite direction, and, finally,
again to small values of 1. The temperature dependence
of the most probable relaxation time 1, (the inset to
Fig. 4) provides an insight into the anomalous variation
in f(T). It is seen that 1,,, has a distinct maximum at the
same point T, where the temperature dependence of €
undergoes an inflection. The bar shows the maximum
error in the determination of 1, at T = T,. At other tem-
peratures, the error is several times smaller. Obviously,
the f(1) distribution is related, in accordance with the
Arrhenius law [5], to the potential barrier distribution
for the relaxation centers (specifically for domain
walls). However, the mechanism underlying the anom-
alous temperature behavior of such a distribution
remains unclear.

Thus, the study of polarization kinetics over abroad
temperature range, unlike the methods based on mea-
surements at relatively high frequencies, alowed us to
reveal specific features in the properties of the macro-
scopic structure of a polar material with long-lived
metastable states. For the DKDP crystals studied, the
most essential features are the lack of reproducibility of
the dielectric hysteresis loops obtained in the first
cycles, the absence of a distinct coercive field, and a
very broad spectrum of polarization relaxation times.
Similar (but more clearly pronounced) indications of a
structural disorder were observed earlier in the SBN
relaxor, a substantially more inhomogeneous material

PHYSICS OF THE SOLID STATE \Vol. 43

[8]. Thisfeature of the structureis possibly common for
many rea crystals.
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Abstract—The (NH4)3H(SO4), and [(NH,4)o.62Rbg.1813H(SO,), crystals are investigated by dielectric spectros-
copy, inelasticincoherent neutron scattering (1INS), and neutron powder diffraction. A comparative analysis of the

data obtained is given. It is shown that the phase transitions 11

I, v v V,and V~—= VIl

in the (NH,)3H(SO,), crystal are accompanied by changesin the orientation ordering of the NH, ions. In the
[(NH,)o.82RIg 18] 3H(SO,), crystal, these phase transitions are completely suppressed and the long-range order
inherent in the Il phaseis retained over the entire temperature range covered (6-300 K). It is revealed that this
crystal at thetemperature Ty =70 K undergoes atransition to the dipole glass phase, which is attended by “freez-
ing” the orientation disordering of the ammonium ions. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Crystals of triammonium hydrogen disulfate
(NH,)sH(SO,), (TAHS) belong to a large family of
M3H(AO,), (M = Na, K, Rb, and Sc; A = S and Se)
crystals with ferroelectric, ferroelastic, and superionic
properties. These crystals are of specia interest,
because they can undergo a diversity of phase transi-
tions [1-10]

|« 413K <~ || < 265 K = |1l —— 139 K
<[V 133K~ V<> 63K~ VII
R3m[4] A2a[6,7] P2b[7] 2 2 2
P2/n[8]

R3 [3] incommensurate [9].

The high-temperature paraelastic phase | has atrig-

onal structure (space group R3m, Z=1[4] or R3 [5]).
The monoclinic ferroelastic phase |1 (space group A2/a,
Z =416, 7]) has been studied most extensively. In the
crystal structure of this phase, there are two nonequiv-
aent ammonium groups. One of them, NH,(1), occu-
pies the special positions on a twofold axis, and the
other group, NH,(I1), occupies the general positions.
This structure is characterized by three types of hydro-

gen bonds [6]: (i) the N(I)—H:--O bonds in which the
hydrogen atom links the N(I) atom to an oxygen atom
of the SOZ2 ion, (ii) bifurcational bonds of the N(I1)—

H---20 type in which the hydrogen atom links the N(I1)
atom to two oxygen atoms, and (iii) the short symmet-
ric bonds O-H---O (R,..o = 2.54 A) in which each two

neighboring SO, ionsare linked viathe acid proton to
form individual dimers (SO,HSO,)=.

The NH,(1) tetrahedron is dlightly distorted and,
hence, has a dipole moment. Suzuki and Makita [6]
assumed that, in the Il phase at room temperature, the
NH4(I) groups both can be ordered and can execute
slow reorientations, whereas the NH,(I1) ammonium

ions are most probably ordered. The S.O;2 tetrahedron

isalso somewhat distorted, which manifestsitself in the
fact that the length of the S-O(2) bond (1.518 A)
directed toward the acid proton islarger than that of the
other three bonds (1.450 A). This distortion of the

SO, ion resultsin the formation of the dipole moment
paralel to the S-O(2) bond.

As follows from x-ray structure analysis, the
I11 phase also has amonoclinic symmetry (space group

1063-7834/01/4301-0117$21.00 © 2001 MAIK “Nauka/ Interperiodica’
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P2/b [7] or P2/n [8]). It should be noted that crystal
structures of the IV, V, and VIl phases have not been
determined to date.

According to Baranov et al. [10], crystals of triru-
bidium hydrogen disulfate RbsH(SO,), (TRHS)
undergo only one high-temperature structural phase
transition at T,,_; = 476 K from the monoclinic phase 1
(space group C2/c[11]) to the cubic phase | ' withahigh
protonic conductivity. It should be remarked that the
occurrence of two irreversible transitions reveaed in
TRHS at temperatures of 329 and 399 K in the earlier
works[11, 12] was not confirmed in [10]. A deuterated
analog of TRHS, namely, TRDS, also undergoes alow-
temperature antiferroelectric transition at T = 71 K,
which isdueto the ordering of deuteronsin the double-
well potential of the acid deuterium bond [11]. The
ionic radius of rubidium is virtually identical to that of
ammonium, and, at room temperature, Rb;H(SO,),
(hereafter, TRHS) and TAHS have identical crystal
structures (with insignificantly different unit cell
parameters) [13]. It is important that the length of the
acid hydrogen bond in TRHS (R,..o = 2.484 A [13)) is
only dlightly less than that in TAHS.

It is clear that the radical difference between the
sequences of phase transitionsin TAHS and TRHS, in
which the unit cell parameters of crystals at room tem-
perature differ insignificantly, can be associated with
the ammonium ion, because it has the orientational
degrees of freedom and forms the aforementioned
hydrogen bonds. However, the role of acid protons
responsible for the | < Il phase transition in TRDS
remains unclear. In our opinion, investigations into the
phase transitions and lattice dynamics in mixed
[(NHp); _.Rb];H(SO,), crystals can provide answers
to this problem.

In the present work, we studied the TAHS and
[(NH4)0.62Rb5,16]3H(SO,), (TARHS) crystals by dielec-

tric spectroscopy, neutron powder diffraction, and
inelastic incoherent neutron scattering (IINS) over a
wide range of temperatures with the aim of elucidating
the behavior of ammonium ionsand acid protonsin dif-
ferent phases of TAHS and TARHS.

2. EXPERIMENTAL TECHNIQUE

Single crystals of the (NH,)sH(SO,), and
[(NH ) s2Rbg 18] 3H(SO,), compounds were grown
from aqueous solutions by slow cooling. The dielectric
spectra of these crystals were recorded in the tempera-
ture range 6-300 K at frequencies from 10 Hz to
1 MHz.

The inelastic incoherent neutron scattering (1INS)
spectra and neutron powder diffraction were measured
on a NERA-PR inverted-geometry neutron spectrome-
ter installed on an IBR-2 pulsed neutron source (Frank
Laboratory of Neutron Physics, Joint Institute for
Nuclear Research, Dubna) by using the time-of-flight
techniquein thetemperature range 10-300 K. The [INS
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spectrawere measured with aberyllium filter and crys-
tal analyzers from pyrolytic graphite (the elastic line of
the spectra was observed at E; = 4.65 meV or A =
4.15 A [14]) with aresolution from 2 to 4% in the trans-
fer energy range 5-2000 cm . The total densities of
phonon states G(E) were calculated from the experi-
mental 1INS intensities within the single-phonon inco-
herent approximation according to the program
described in[15]. The neutron powder diffraction spec-
tra measured on the NERA-PR spectrometer made it
possible to determine a set of experimental interplanar
distances d, which were used in calculations of the unit
cell parameters with the AUTOX autoindexing pro-
gram [16].

3. RESULTS

3.1. Dielectric properties. For the most part, the
results obtained in the investigation into the dielectric
properties of TAHS arein good agreement with the data
available in the literature [1-3, 17, 18]. It is worth not-
ing that the energies of the ll, 111, IV, and V phases are
close to the energy of the state with a parallel ordering
of dipoles. As can be seen from Fig. 1, the temperature
dependences of the permittivity €. aong the pseudo-
trigonal axis ¢ in these phases are described by the
Curie-Weiss law

_ C
€ = sw+_|___|_0, o

where g, ischosen to be 5.7 in al the phases. It should
be emphasized that the Curie constantsin thell, I11, IV,
and V phases (2800, 1350, 750, and 550 K, respec-
tively) are characteristic of intrinsic ferroelectrics and
antiferroelectrics with phase transitions of the order—
disorder type [19]. On the other hand, according to [1,
3, 17, 18], these phases exhibit no ferroelectric proper-
ties and a smeared maximum in the dependences €.(T)

a T, = 240 K disagrees with the aforementioned

phase transition. Therefore, the large Curie constants
indicate only that the free energies of thell, I11, IV, and
V phases in TAHS are close to the energy of the ferro-
electric state. This inference is aso supported by the
evolution of the above maximum of ¢, in the mixed
[(NH4)3H(SO4)2l1 - y{(ND4)sD(SO,).ly crystals with
anincrease in the concentration, which finally resultsin
itssplitting into two peaks at y = 0.8 and the appearance
of the intermediate ferroelectric phase VI [17, 18].

The phase transitions Il <— Il and Il ~— IV are
second-order phase transformations, whereas the phase
trangitions IV <—— V and V ~—— VII are first-order
phase transformations. The above features of the
dielectric properties and the second-order phase transi-
tion Il < IV in the absence of macroscopic sponta-
neous polarization allow us to assume that the I11 and
IV phases are antiferroelectric. Then, the V —— VI
transition should be the transition between the ordered

No.1 2001



LOW-TEMPERATURE PHASE TRANSITIONS AND DYNAMICS OF AMMONIUM

119

T T T T T T T T -
0.25F 0% 0.109% Ty 1 0.04- (0’0/_
: €max ;8
i R _ o
%%) o8 %%J 0.03F . ;;.o' i
0.20f- % 0.06f N | e
K 0.0250 |
_ S 0.04F ‘O‘N«l i T
2%2 0.02} i 0000 | 0.01F /7 |
0.15F ) S
0

1/(8 - 8oo)

I I I NN
130 140 150 160

% Ty
0.10F N . o
1 |
5 - S —— 2 T
B Hni-1v ;
S L 3
0.05[- , , o
: .O \\ : wﬂ s 0-- [aY el
L TV,V]] : x@mﬂ)'lp.m‘mjoo.o‘o_ am 'E‘-SM -:
1 N T e 1
1 A : _______ 1 ° 1
1 1 1 1 | LY | 1 e 1 1 1 Fl
0 50 100 150 200 250 300
T,K

Fig. 1. Temperature dependences of the reciprocal of the permittivity 1/, for the (NH4)3H(SO,), crystal: (1) the experimental data
obtained at a frequency of 1 MHz, (2) the 1/g( values obtained by the extrapolation of the frequency dependences of 1/¢. to zero
frequency, and (3) approximation by the Curie-Weiss law [relationship (1)].

antiferroelectric and ferroelectric phases. Since the
symmetry groups of both phases in this case are not
related by the group—subgroup relationship, the phase
transition must necessarily be thefirst-order phasetran-
sition [19]. Actually, asthe V —— VII phase transition
point is approached from high temperatures, the per-
mittivity falls short of large values, which are charac-
teristic of the proper ferroelectric second-order transi-
tion or the first-order transition close to the second-
order transition. Upon transition to the ferroelectric
phase VI, the permittivity €, of a single-domain sam-
ple jumpwise decreases and remains constant with a
further decrease in the temperature [10]. Moreover, the
V- VII phasetransition exhibits a considerable tem-
perature hysteresis (AT = 10 K) and is often attended by
cracking of samples. Despite a pronounced first-order
character and the low temperature of the V~— VI
phasetransition, the domain structure formed in thefer-
roelectric phase is very labile, which manifestsitself in
a strong low-frequency dispersion of the quasi-Debye
type. It should aso be noted that the temperature
dependence of the static permittivity €, (which was cal-
culated from the frequency dependences of €.) in the
VII phase radically differs from the dependence €., (T)
and jumpwise increases upon thetransition to the ferro-
electric phase. With allowance made for the fact that the
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dielectric dispersion associated with the domain struc-
ture is observed only in the directions lying in the m
symmetry plane, it can be concluded that the polar axis
lies in this plane, its direction is close to that of the
pseudotrigonal axis c, and the point symmetry group of
the ferroelectric phase VIl ism.

The substitution of the rubidium ion for the ammo-
nium ion leads to a substantial change in the tempera-
ture dependences of the permittivity, specifically in the
low-temperature range. As was shown in [10], even at
small concentrations (x = 0.03) of rubidium in the
[(NH,),_,Rb]5H(SO,), crystals, the structural phase
transitions 1| <— 1l and IV ~—— V and aso the ferro-
electric transition V ~—— VII are virtually suppressed,
and the Il —— 1V phase transition becomes smeared.
It can be seen from Fig. 2 that, for the TARHS compo-
sition studied in the present work, with the rubidium
concentration x = 0.18, the Curie-Weiss law [relation-
ship (1)] isfulfilled only in the temperature range that
corresponds to the 1l phase in TAHS, and the values of
the Curie constant and €, are identical to thosein thell
phase of TAHS. However, the Curie-Weiss tempera-
ture Ty in a mixed TARHS crystal is 90 K lower than
that in TAHS (Fig. 1). Furthermore, the dependence
1/e(T) for TARHS has neither a kink typical of the
Il <— 1l phase transition nor jumps at the IV ~— V
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Fig. 2. Temperature dependences of the reciprocal of the permittivity 1/€. for the [(NH4)g goRbg 18]13H(SO4)- crystal, measured at
frequencies of (1) 1 MHz and (2) 1 kHz, (3) approximated by the Curie-Weisslaw [relationship (1)], and (4) the 1/eg values calcu-

lated from the frequency dependences of ...

and V —— VII transition points, which suggests the
suppression of these phase transformations. A strongly
smeared anomaly is only retained in the range of the
[l <— IV phase transition. At the same time, a fre-
guency-dependent dielectric anomaly, which is typical
of transitionsto adipole glass phase, isobserved in this
dependencein thevicinity of T= 20 K. A detailed anal-
ysis of the dielectric dispersion in this crystal is beyond
the scope of this work and will be presented in a sepa-
rate paper.

3.2. Neutron diffraction. The neutron powder dif-
fraction spectra of TAHS at different temperatures are
displayed in Fig. 3a. A visual examination of these
spectra revealed that they differ from each other and
can be identified asthe spectraof the VIl phaseat 10K,
the V phase at 80 K, the Ill phase at 241 K, and the
Il phase at 290 K. The unit cell parameters of TAHS at
room temperature (phase I1) are determined from the
experimental interplanar distancesd and are asfollows:
a=10167 A, b=5863 A, c=15421 A, and B =
101.8°. These values are in reasonable agreement with
the data available in the literature [6].

The neutron powder diffraction spectra of TARHS
a different temperatures are depicted in Fig. 3b. It is
seen that a variation in the temperature virtually does
not affect the set of reflections located in the range of
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interplanar distancesd from 2.8t0 3.7 A, except for the
change in the reflection location due to the thermal
expansion of the crystal. At each temperature, the mea-
sured interplanar distances are adequately described by
amonoclinic unit cell. The temperature dependences of
the monaclinic unit cell parameters for TARHS are
shown in Fig. 4. A monotonic behavior of these depen-
dences indicates that the crystal symmetry of TARHS
remains unchanged in the studied temperature range
10K <T<290K.

Thisisin good agreement with the inference made
from the dielectric data for TARHS (Fig. 2) that the
structural phase transitions are absent in this tempera-
ture range.

The neutron powder diffraction dataobtained in this
work for TARHS also agree with the data of x-ray sin-
gle-crystal diffraction of the [(NH,);_,Rb]3;H(SO,),
crystal with x = 0.57 [20], according to which no phase
transitions occur in the temperature range 180 K < T <
290 K, and the Il phase is retained, at least, down to
180 K.

3.3. Inelastic incoherent neutron scattering. The
differences between the IINS spectra [the scattering
intensity I(A) as a function of the wavelength of inci-
dent neutrong] of the TAHS and TARHS crystals at dif-
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ferent temperatures are no less radical (Fig. 5). These
spectra involve three components: the elastic line at
Ao = 4.15 A, the temperature-dependent wings of this
elastic line [which are determined by the quasi-elastic
incoherent neutron scattering (QINS)], and regions of
indlastic incoherent neutron scattering from internal
and external lattice modes of the TAHS and TARHS
crystalsin the wavelength range 0.5 < A < 3.9 A.

The changes observed in the IINS spectra of TAHS
with an increase in temperature reflect the changes in
neutron scattering due to structural phase transitions.
In particular, at temperatures of 10 (phase VII), 80

(NH,);H(SO,), (@)

11
290 K

m
241K

80K
Vil

10K

[(NHy)o.82Rby 1813H(SO4), (b)

1, arb. units

290K

1 1 1
2.4 2.8 3.2 3.6 4.0
d A

Fig. 3. Dependences of the neutron powder diffraction spec-
traon d at different temperatures: (a) (NH4)3H(SO,), and

(b) [(NH4)0.82Rbg 18]3H(SO4)>.
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(phase V), and 120K (phase V), the QINS does not con-
tribute to the total I1INSintensity. This suggests that the
ammonium ions in these phases are orientationally
ordered. It should be noted that the fine structures of the
[INS spectra in the range of lattice modes at 10 and
80 K differ considerably, which indicates a change in
the vibrational spectrum of TAHS upon the VIl ~—V
phase transition. Therefore, the VIl < V ferroelectric
phase transition at 68 K can be considered a transition
between two phases with the ordered ammonium ions
at which the phonon spectrum substantially changes
owing to the transformation of the crystal structure.
This conclusion agrees with the above results of dielec-
tric measurements.

For the 1V phase, the IINS spectrum was not mea-
sured for technical reasons associated with the narrow
temperature range of this phase AT = 6 K. However,
already at T=152K, i.e., somewhat abovethe [V ~—II
phase transition temperature, the IINS spectrum
includes a contribution of QINS, which indicates the
dynamic orientation disordering of ammonium ionsin
the 1ll phase. Therefore, it can be assumed that the
IV <—— |1l phase transition (characterized as antiferro-
electric according to the dielectric data) can be dueto a
disordering of the ammonium ions. The dynamic orien-
tation disordering of ammonium ions, which arises
with an increase in the temperature as a result of the
transitions from the V phase (at T = 120 K) to the Ill
phase (at T = 152 K), leads to a noticeable smearing in
the fine structure of the IINS spectrum in the range of
lattice modes. A further increase in the temperature is
accompanied by an increase in the QINS contribution
and a rise in the anharmonicity of ammonium ions,

880 . .
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Fig. 4. Temperature dependences of the unit cell parameters
for the monoclinic 11 phase of [(NH4)qg2Rbg 18]3H(SO4)-

crystals.
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which manifestsitself in aline broadening of the G(E)
spectrum. The IINS spectrum of the Il phase at 290 K
contains one broad maximum that characterizes the
contributions from both neutron scattering by lattice
modes and the strong QINS (on the wings of the elastic
scattering line) by dynamically orientationally disor-
dered ammonium ions (Fig. 5a).

Therefore, the IINS spectra of TAHS demonstrate
that the dynamic disordering of ammonium ions occurs
in the sequence of phase transitionsV ~— IV ~—IlI.
However, judging only from these spectra, we cannot
reveal the specific role of the NH,(I) and NH,(II)
ammonium ions in the observed sequence of phase
transitions.
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Fig. 6. Total densities of phonon states G(E) for (@)
(NHZ)3H(SOy), and (b) [(NH4),82Rbp.1813H(SOy), crys-
tals at different temperatures.

The temperature variation in the IINS spectra of
TARHS considerably differs from that observed for
TAHS. At T = 10 K, the main difference in the IINS
spectra of TARHS and TAHS is observed in the wave-
length range 0.5 A <\ <2 A, which corresponds to the
neutron scattering by lattice modes. As follows from
Fig. 5b, at 10 K, theline width in the IINS spectrum of
TARHS slarger than that in the spectrum of TAHS. An
increase in the temperature up to 80 K is attended by
the broadening of spectral lines for TARHS without
their noticeable transformation. At 150 K, the IINS
spectrum in the range of lattice modes consists of two
overlapping broad maxima, which arise as the result of
a further broadening of spectral lines and the appear-
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ance of the QINS contribution (at about 150 K) on the
wings of the elastic scattering line. A further increasein
the temperature to 250 and 290 K leads to the appear-
ance of one broad maximum in the IINS spectrum in
the range of lattice modes and an increase in the QINS
contribution.

The 1INS spectra obtained substantiate the above
conclusion (reasoning from the data of dielectric mea-
surements and neutron powder diffraction) that TARHS
does not undergo structural phase transitions in the
temperature range 10290 K. The QINS contribution to
the 1INS spectra measured at temperatures of 150 K
and above indicates that the transition to the orienta-
tiona glass state most likely occurs in the temperature
range between 80 and 150 K.

Figures 6aand 6b show the generalized phonon den-
sities of states G(E) for TAHS and TARHS crystals,
respectively. It is seen that the G(E) spectraof TAHSin
the VI (T = 10 K) and V (T = 80 K) phases differ sub-
stantially. This means that an increase in the tempera-
ture leads to a substantial transformation of the crystal
structure in the course of the VII ~—— V phase transi-
tion. A comparison between the G(E) spectrum of the
V phase at atemperature of 120 K and the spectrum of
the Il phase at a temperature of 152 K shows that the
sequence of phasetransitionsV~—= IV and IV <~— 1|
resultsin changesin the vibrational spectra of the crys-
tal lattice. Thisisreflected in the difference between the
G(E) spectraof theV and |11 phasesin the energy range
from 240 to 380 cm. Moreover, an increase in the
temperature leads to a smearing in the fine structure of
the G(E) spectraof theVV and 111 phases due to a broad-
ening of peaks of the lattice modes as a consequence of
an increase in the anharmonicity of ammonium ions.

Analysis of the G(E) spectra of the TARHS crystal
shows that their main characteristics remain unchanged
in the temperature range 10-290 K. This once more
supports the inference that no phase transitions in this
compound occur below room temperature. Note that
the G(E) spectrum of the TAHS crystal in the |l phase
is smeared owing to the anharmonicity of the ammo-
nium ions. Hence, by comparing this spectrum with the
G(E) spectrum of the mixed TARHS crystal, we cannot
elucidate how the replacement of ammonium ions by
rubidium ions affects the vibrational spectrum. By vir-
tue of the anharmonicity, the G(E) spectra of both crys-
tals at 150 K are virtually identical, even though the
phases at this temperature are different (the 11 phasein
TAHS and the Il phasein TARHS). This gives grounds
to assume that the Il < 1l phase transition is not
accompanied by a considerable change in the orienta-
tional dynamics of ammonium ions, and the replace-
ment of ammonium by rubidium up to the concentra-
tions x < 0.18 insignificantly affects the librational
modes of ammonium. Since the IINS intensity is pre-
dominantly determined by neutron scattering from
hydrogen atoms, our attemptsto reveal the contribution

PHYSICS OF THE SOLID STATE Vol. 43 No. 1

123

of the other atoms of the studied compounds to the
change in the G(E) spectra have failed.

4. DISCUSSION

Reasoning from the IINS results and the available
data on infrared and Raman light scattering [21-24],
the lattice part of the G(E) spectra of the TAHS and
TARHS crystals can be divided into three regions:

trandational and librational modes of the soi‘ ionin
the energy range 0 < E < 150 cm™, trandlational modes
of the NHj ion in the energy range 150 < E < 250 cm?,

and librational modes of the NH} ion in the energy

range 250 < E < 400 cm[21]. The spectraof the V and
VII phases in the region of librational modes are char-
acterized by afiner structure compared to the spectra of
these phases in the region of tranglational modes and
can be deconvoluted into individual modes by approxi-
mating the contribution of each mode in the form of a
Gaussian line. The librational modes separated in the
G(E) spectra of the TAHS crysta in the V and VII
phases and their energies determined in such a manner
arelisted in Table 1.

A comparison of the librational modes determined

by the IINS technique for the NH; ion in the TAHS
crystal with the infrared and Raman data taken from

Table 1. Comparison between the excitation energies deter-
mined by the IINS technique for TAHS and the Raman data
taken from [23] (energies are given in cm™)

Phase V Phase VII Assignment
B scattRerainr]]grE 23] | 10V scatf{eramgri 23]
120K 50K
243 243 Ve
255 255 260 257 Ve
281 275 288 286 Ve
316 310 305 308 Ve
345 332 331 Ve
351 351 Ve
371 Ve
390 Ve
410 Ve
436 432 v5(S0%)
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[(NHy), - ,Rb,]3H(SO,),

G(E), arb. units
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1000 1500 2000

E,cm™
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Fig. 7. Spectra G(E) of the (NHg)3H(SO4), and
[(NH4)g.82Rbg 18]13H(SO,), crystals at 10 K with locations

of the internal modes for NHZ and soi‘ ions.

[21-24] shows their reasonable agreement. The excep-
tion is provided by the librational modes with energies
of 345 and 410 cm™ for the V phase and 371 and
390 cm™ for the VII phase. As follows from compari-

son between the librational modes of the NH; ionsin

the V and VII phases, the energies of certain modes in
both phases coincide to within the error of their deter-
mination or the shift due to the crystal lattice transfor-
mation. At the same time, there are modes observed
only in one of these phases. For example, thelibrational
mode with an energy of 410 cm™ manifests itself only
in the V phase and the librational modes with energies

SMIRNOV et al.

of 351, 371, and 390 cm* are observed only in the VI
phase. A simple correlation between the librational

modes of the NH; ions in the VII and V phases can

present difficulties in the case when the possible split-
ting of particular librational modes of the V phase upon
phasetransition to the VII phaseisdisregarded, because
this phase transition is accompanied by a lowering in
the symmetry. Since the energies of the librational
modes are most sensitive to the nearest environment,
the change observed in the librational spectrum upon
the V ~— VII phase transition reflects the changes in
the interatomic distances and the site symmetry of
ammonium ions.

Of special note is the mode whaose energy remains
virtually unchanged upon the VII < V phase transi-
tion (288 and 281 cm™, respectively). This mode
clearly manifests itself in the Raman spectra of both
phases (see Table 1) and is close in energy to the O---O
mode (279 cm™?) in K3H(SO,), [25].

The main difference between the G(E) spectraof the
TARHS and TAHS crystalsis observed in the region of
librational modes in which the G(E) spectrum of
TARHS at 11 K has no fine structure and involves a
broad band (Fig. 6b). This shape of the G(E) spectrum
can be explained by the fact that the TARHS crystal at
low temperatures is in the state of the orientational
glass. In the earlier work [26], we observed a similar
effect for the mixed Rb,_,(NH,),SO, crystals in the
concentration range 0.4 < x < 1.2, which corresponds to
the state of orientational glass. The changesin the spec-
trum with an increase in temperature are caused by the
transition from the state of orientational glass with a
“frozen” local structural disordering to the state with a
dynamic disordering of structural units, specifically
ammonium ions. In thisrespect, we should note that the
temperature of this transition was not specially deter-
mined by the neutron scattering techniquein our exper-
iments.

The G(E) spectraof the[(NH,), _,Rb]sH(SO,), (x=
0.0 and 0.18) samples in the energy range 0—2000 cn?

Table2. Comparison between the energies of internal modesin tetrahedral structural unitsand acid hydrogen bonds (energies

aregivenin cm)

Complex vy Vi VoH-out Vs VOH-out Ve * Vi
NagH(SOy) [29] 947 947
K3H(SO,), [25] 1140 1550
RbsH(SO,), [25] 1140 1550
(NH2)3H(SO,), 610 952 1478 1725, 1857
[(NH4)0.82Rbg 18]3H(SO4), 612 1485 1739, 1826
SO; [27, 28] 613 981
N HZ [28] 1397 1685
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aredisplayed in Fig. 7. The results obtained in analysis
of the observed modes are presented in Table 2. The

v5~ and vZ~ modes of the SO;~ ion and the v; mode
of the ammonium ion can be separated in the above

energy range. The energies determined for the vf{ and
v5~ modes are close to those reported in [27] for the

sof; ion. The energy of the v, mode is close to the
experimental and calculated energies given in [27, 28].
By analogy with the interpretation of optical spectra,
the mode at energies of 1725 and 1857 cmr™ for the
crystal with x = 0.0 and a energies of 1739 and
1826 cm for the crystal with x = 0.18 can betreated as

the vg + v, Raman mode. By using the observed ener-

gies of the v, mode, it is possible to determine the

energies of the librational modes and to verify the
validity of the mode assignment givenin Table 1. These
results lend support to the view that the ammonium ion
in the studied systems can be considered arigid rotator.

Thus, the characteristic features of the low-temper-
ature phase transitions in the [(NH,); _,Rb,]sH(SO,),
(x=0.0 and 0.18) crystals were determined by a com-
bined method (dielectric and neutron spectroscopy). It
was demonstrated that the phase transitions || <~ 111,
<1V, IV~—V,and V~— VIl in TAHS are gov-
erned by the behavior of ammonium ions, because the
substitution of rubidium ions for ammonium ions even
at small Rb* concentrations brings about the stabiliza-
tion of thell phasein TARHS. This phase transformsto
the phase of orientational glass with a decrease in the
temperature. It can be assumed that the NH,—NH,, inter-
action between ammonium ions provides away of real-
izing the segquence of phase transitions in TAHS,
because no phase transitions occur in TRHS. However,
even an insignificant amount of rubidium ions replac-
ing ammonium ions in TAHS considerably affects the
internal energy of the TARHS crystal and brings it
closer to the internal energy of TRHS. The cooperative
interaction between ammonium ions ceases to play the
decisive role but continues to make its contribution,
since a decrease in the temperature of the mixed
TARHS crystal leadsto the transition to the state of ori-
entational glass.

5. CONCLUSION

The results obtained in this work demonstrated
that the orientational dynamics of ammonium ionsis
of fundamental importance in cooperative phe-
nomena observed in (NH,);H(SO,), and mixed
[(NHp),_-,Rb]JsH(SO,), crystals. The combination of
dielectric and neutron spectroscopy made it possible to
reveal the specific features of the phase transitions in
TAHS. It was shown that the 11 IV, and
IV ~—=V phase transitions are accompanied by the ori-

PHYSICS OF THE SOLID STATE Vol. 43 No. 1

2001

125

entation ordering of ammonium ions and can be
described asthe order—disorder transitions, whereasthe
V- VII phase transition can be treated as the displa-
cive first-order transition between crystal structures
with orientationally ordered ammonium ions. How-
ever, the particular role of the NH,(I) and NH,4(II)
ammonium groups in the sequence of phase transitions
[[<—III, 1l <— 1V, and |V <— V can be determined
only with the use of single-crystal neutron diffraction.
At present, this problem remains unsolved.

Thedecisiverole of ammoniumionsin the sequence
of phasetransitions|| Il v V VII
was clearly demonstrated using the substitution of
rubidium ions for ammonium ions. Upon doping the
TAHS crystal by rubidium even in asmall amount, the
internal energy of the mixed TARHS crystal radically
changes and approaches the internal energy of the
TRHScrystal inwhich thell phaseis observed down to
liquid-helium temperatures. However, the cooperative
interaction between ammonium ions is retained in the
TARHS crystal, which manifestsitself in the transition
from the |l phaseto the state of orientational glasswith
a decrease in temperature.
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Abstract—The phase transitionsin series of crystalswith the general formulasA,BB'X¢ (X = F, Cl, Br, or CN)

and Pb,BB'Og that belong to the elpasolite family (space group Fm3m) are analyzed. The influence of the
size and the shape of cations and anions on the entropy and the mechanism of structural distortionsis discussed.

© 2001 MAIK “ Nauka/lnterperiodica” .

1. INTRODUCTION

Among perovskite-like compounds, the elpasolite
family is the most representative owing to the great
diversity of possible substitutions for atomsin crystals
of the general formula A,BB'X¢. According to [1],
more than 350 compounds with asimilar structure were
known until recently, and, as follows from crystal
chemical analysis, more than 1500 new elpasolites can
be obtained based on halides alone. In the initial phase,
crystals of this family have a cubic symmetry with the
space group Fm3 m—Oﬁ (z=4). Unlike the smple per-
ovskites ABX; in which all octahedra are equivalent,
elpasolites (also referred to as ordered perovskites)
contain two types of ionic groups (BXg and B'X) alter-
nating along three fourfold axes. Therefore, an €l paso-
lite cubic cell can be treated as a perovskite cell with
twice the unit cell parameter. The crysta structure of
the cryolite A;B'Xg in which the A and B atoms are
chemically equivalent is a special case of the elpasolite
structure.

Aswas noted in [2], the most pronounced feature of
the perovskite structure is that its topology (i.e., an
ideal atomic arrangement) is thermodynamically
extremely stable, whereas a real crystal structure (i.e.,
an actual atomic arrangement) appears very unstable.
Thisstatement islikely truefor al perovskite-like crys-
talsor, at least, for those with athree-dimensional crys-
tal framework. It is because of the instability of real
crystal structures that these crystals can undergo struc-
tural phase transitions.

Crystal lattice distortions caused by structural phase
transitions are often considered in the framework of
two limiting mechanisms, namely, the displacive-type
and order—disorder mechanisms. These mechanisms
can be most adequately defined as follows. In the case
of displacements, the instability arises from long-range
cooperative interactions and brings about local distor-
tions, and, in the case of order—disorder, the local dis-
tortions stem from local instabilities [3]. As arule, the

features characteristic of both mechanisms can mani-
fest themselves in one form or another in the behavior
of different physical properties of the same crystal. In
this respect, the question as to which mechanism plays
a leading part in each specia case is of particular
importance.

Before proceeding to phasetransitionsin el pasolites
(cryolites), we discuss the results obtained for ferro-
electrics [3] and ferroelastics [4, 5] with a perovskite

structure (Pm3m). The interpretation of phase transi-
tions in these groups of crystals as the displacive-type
transitions was supported by the following experimen-
tal results. Compounds of the first group were charac-
terized by the soft modes in the initial and distorted
phases and large Curie constants. Compounds of the
second group, apart from the soft modes, exhibited
insignificant changes in the entropy. At the same time,
the experimental data obtained for many compounds of
both groups were interpreted as the evidence for the
existence of local structural distortions above the phase
transition temperature: diffuse x-ray scattering, the
central peak in the light scattering spectra, the birefrin-
gence, and the excess heat capacity. These findings
gave impetus to the development of different theoreti-
cal models. For example, according to [6], the cooper-
ative motion of ions in the structure is associated with
the possible transition (“crossover”) from the displa-
cive-type mechanism to the order—disorder mechanism
at acertain temperature above the phase transition point
To. Thisis caused by a critical increase in the correla
tion length as the T, temperature is approached, result-
ing in the formation and growth of dynamic clusters—
small groups of bound atoms, which are displaced from
high-symmetry equilibrium positions in the same
direction.

Theresults of structure refinement within the cluster
and (or) anharmonic phonon models were compared
for a number of ferroelastic perovskites SrTiO;,
KMnF;, RbCaF;, CsPbCl,;, and CsPbBr;. Hutton et al.

1063-7834/01/4301-0127$21.00 © 2001 MAIK “Nauka/ Interperiodica’
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[4, 5] andyzed the precision structural data in the
framework of different models and made the following
conclusions.

(1) A ssimple model with a multiple-well potential
for X atomsinadequately describestheinitial structure:
the Rfactor (15%) isvery large even as compared to the
harmonic model (R = 7%).

(2) Allowance made for the anharmonicity of
atomic vibrations leads to a substantial decrease in the
R factor (4%).

(3) It is difficult to decide between two models,
namely, the cluster and anharmonic phonon models,
when the predicted cluster distribution function does
not exhibit a pronounced behavior inherent in the
order—disorder systems.

Armstrong [7] analyzed the NMR and NQR data
obtained for certain of the aforementioned perovskites
and arrived at rather contradictory results. On the one
hand, the author believed that these data confirm the
crossover above T, from the behavior that corresponds
to the displacive-type mechanism to the behavior asso-
ciated with the formation of dynamic clusters in the
structure. On the other hand, it was noted that the
experimental response of the system is very complex
dueto the presence of defectsin the crystals, so that the
experimental data cannot provide asufficiently reliable
corroboration of the crossover phenomenon theory.

Unfortunately, the data on changes in the entropy
upon phase transitions were not used in analyzing the
resultsobtained in[4, 5, 7]. It should be mentioned that
this change in the entropy is rather small for many per-
ovskite-like crystals studied in these works.

In the present work, we analyzed the data on the
structure, phonon spectra, and physical properties of
elpasolites (cryolites) and discussed the possible mech-
anisms of structural phase transitions. Consideration
was given to several series of compounds whose com-
position involves different X atoms (F, Cl, Br, O, and
CN). The change in the entropy upon phase transition
was used as amajor characteristic. Since the entropy is
a fundamental quantity and can be determined experi-
mentally, the study of the interrelation between the
entropy and specific disordering phenomenais of cru-
cial importance.

2. HALOID ELPASOLITES WITH ATOMIC IONS

According to crystal chemical analysis[1], the elpa-
solite structure can be realized in halides containing
fluorine, chlorine, and bromine.

As arule, the refinement of the initial cubic struc-
ture of halogen-containing crystalsis performed within
one or, in the best case, two approximations without
consideration of dternative models and, rather fre-
guently, under the assumption that halogen atoms
occupy the 24e position (on the edge of acubic cell). As
can be seen from Table 1, the therma parameters sub-
stantiadly differ for different elpasolites and the same
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crystal studied by different authors. Of specia interest
are the results obtained in the theoretical treatment of
structural models that account for the anisotropy and
the anharmonicity of vibrations of halogen atoms and
their possible arrangement in other crystallographic
positions. The inclusion of anisotropic thermal vibra-
tions led to adecrease in the R factor in K,NaCrF, and
K,NaFeF; crystals [12]. The anisotropy parameter
B44/B,; for the Rb,KFeF; crystal, which undergoes a
phase transition at T, = 170 K, appears to be two or
three times larger than that for the Rb,NaFeF; crystal
[10, 11], in which, according to the analysis of inter-
atomic bond strengths [8], no phase transition occurs
downto OK.

Makarova et al. [9] thoroughly examined the tem-
perature dependence of the thermal vibration ampli-
tudes for the Cs,NaNdCl elpasolite. It was shown that
the thermal ellipsoids for Cs, Na, and Nd atoms are
spherical, and only the vibrations of chlorine atoms are
characterized by an appreciable anisotropy and anhar-
monicity. Note that both the anisotropy and the anhar-
monicity for elpasolite structures turned out to be more
pronounced than those for perovskites [8]. These
results indicate that only halogen ions are crucid; i.e.,
they are responsible for the lattice instability which
leads to the phase transition.

Attempts were made to refine the structure of the
Rb,KScFg elpasolite in the isotropic approximation
when fluorine atoms occupy one of the crystallographic
positions 24e, 96j, and 192| [8]. It followsfrom Table 1
that the disordering of fluorine atoms over four (96j) or
eight (1921) positions results in a substantial decrease
in the thermal parameter B, compared to that for the
24e position. Since the thermal parameters and the reli-
ability factors are very close for both variants of disor-
dering, it is rather difficult to choose a particular vari-
ant. In our opinion, these findings suggest that aconsid-
erable anharmonicity of vibrations is more likely to be
characteristic of fluorine atoms than the disordering
over several positions.

A substantial number of haloid elpasolites either
undergo structural phase transitions (whose nature is
usually ferroelastic) or exist in a distorted phase up to
the melting temperature. According to the group-theo-

retic analysis [14], diverse distortions of the Fm3m
structure become possible due to octahedron rotations
and (or) polar displacements of atoms.

Among chlorides and bromides, series of crystals
with the general formula Cs,NaM3ClI(Br), that
undergo one phase transition to the tetragonal phase
[4/m have been studied most extensively [8]. In terms
of the model proposed in [14], the corresponding struc-
tural distortions can be attributed to the (00¢) rotations
of octahedraabout one of the fourfold axes of the cubic
cell.

Fluoro-elpasolites exhibit a greater diversity of the
A,B combinations of atoms. As a result, these com-
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Table 1. Thermal parameters for halogen atoms in different crystallographic positions of the cubic phase in the isotropic

(Bis,) and anisotropic (B14/Bg3) approximations

24e 96j 192|
Compound T, K Reference
Bisos A? (B11/B3a)n | (B11/Bss)ann Bisos A? Biso, A
Cs,NaPrClg 22 153 [8]
(R=4.4%)
Cs,NaNdClg 4.3 6.5 132 [9]
(2.9%) (2.8%)
Rb,NaHoFg 12 172 [8]
(5.8%)
Rb,NaFeFg 26 <0 [10]
(4%)
13 <0 [11]
(1.3%)
Rb,K FeFg 5.3 170 [10]
(4%)
4.4 170 [11]
(1.9%)
K,NaCrFg 3.2 ? [11]
(2.1%)
1.95 5.6 ? [12]
(13%) (12.5%)
K,NaFeFg 184 16 ? [12]
(5.9%) (4.6%)
Rb,K ScFg 6.2 18 18 252 [8]
(6.4%) (5.0%) (5.5%)
(Nby)sGaFg 18 250 [13]
(12%)

Note: Thereliability factors R are given in parentheses. T, is the temperature of the phase transition from the cubic phase. The subscripts
“h” and “anh” refer to the harmonic and anharmonic models, respectively.

pounds can undergo the single Fm3m-l4/m (Rb,Na
and Cs,K), successive Fm3 m-l4/m-P2,/n (Rb,K) and
Fm3m-4/m-C2/m-P2,/n (Cs,Rb), and flip-flop
Fm3 m-P2,/n (Rb,K) phase transitions [8].

Asfollowsfrom the group-theoretic analysis of pos-
sible distortions of the elpasolite structure [14], the

Fm3 m-14/m phase transition is associated with the soft
mode at the center of the Brillouin zone. Actualy, the
soft mode belonging to the " point wasfound in studies
of inglastic neutron scattering in the cubic phase of
Cs,NaBiClg [15] and Cs,NaTmBrg [16] crystals. Let us
now dwell on the characteristic features of the cubic
phase in the aforementioned elpasolites. First, we note
the quasi-two-dimensiona motion of octahedra, which
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can be explained by the fact that arotation of one octa-
hedron about a particular cubic axis results in the dis-
tortion of the whole octahedron layer orthogonal to this
axis. Second, a substantial damping of phonons was
revealed at temperatures 10-20 K below the T, temper-
ature, which made unambiguous determination of the
soft mode frequency impossible in this temperature
range. The temperature determined by the extrapola-
tion of the linear dependence w?(T) to w? = 0 turned out
to be considerably below the phase transition tempera-
ture obtained in other experiments. According to
Buhrer and Gudel [16], this discrepancy is caused by
the deviation of the w?(T) function from the linear
behavior in the vicinity of T, due to the interaction
between acoustic and optical modes with the same
symmetry. However, it should be noted that the afore-
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Table 2. Thermodynamic characteristics of phase transitions in haloid elpasolites with atomic cations [8]

Type of distorted

A,B*B**Xg tructure SR T, K T-'dT/dp, GPat ASR
Cs,NaBiClg [4/m 00¢ 100 0.28 0.20
Cs,NaNdClg [4/m 00¢ 132 0.33 0.23
Cs,NaPrClg [4/m 00¢ 153 0.32 0.21
Cs,NalLaClg [4/m 00¢ 210 0.26 0.26
Cs,NaTmBrg [4/m 00¢ 102 0.32 0.21
Cs,NaY Brg [4/m 00¢ 139 031 0.18
Rb,NaDyFg [4/m 00¢ 166 0.20
Cs,KDyFg [4/m 00¢ 160 0.20
Cs,RbDyFg [4/m 00¢ 251 0.06 0.20

C2/m O0dpd 205 —-0.05 } 0.47
P2,/n wod 196 —-0.09
Rb,K FeFg ? ? 170 0.78 1.88
Rb,K GaFg ? ? 123 0.90 173
Rb,K ScFg [4/m 00¢ 252 0.07 0.20
P2,/n wod 223 0.01 0.51
Rb,KInFg [4/m 00¢ 283 0.07 0.18
P2,/n wod 264 0.03 0.59
Rb,K LuFg [4/m 00¢ 370 0.06 } 105
P2,/n wod 366 0.05
Rb,KErFg P2,/n wod 395 0.06 0.95
Rb,KHoFg P2,/n wod 400 0.05 113
Rb,K ThFg P2,/n wod 412 0.06

Note: SR denotes the system of octahedron rotations, and R is the gas constant.

mentioned elpasolites undergo the first-order phase
transition, and this is primarily the reason why the T,
temperature (at which «w?(T) = 0) does not coincide with
the phase transition temperature T,. At the same time,
the T, — T, values determined from the neutron scatter-
ing [16] and calorimetric [17, 18] data differ signifi-
cantly and, hence, the assumption that the «?(T) func-
tion deviates from the linearity near the T, temperature
holds some validity.

The phonon spectra of fluoro-elpasolites were stud-
ied in the tetragona phase of Rb,KScF; by Raman
spectroscopy and in the cubic phase of Rb,KHoF; by
neutron scattering [8]. However, the soft vibrational
modes were found in none of the crystals. Furthermore,
a diffuse scattering peak was observed for the cubic
phase of Rb,KHOFs. These data, together with the
above results of the structural investigations of
Rb,K ScF; (in which the best results were obtained in
the case when fluorine atoms in the cubic phase were
disordered over four or eight positions), allowed us to
assume that the mechanism of phase transitions in flu-
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orine-containing crystals has specific features as com-
pared to chloride and bromide crystals.

Now, we consider how the phase transitionsin haloid
elpasolites can be characterized according to the calori-
metric data. As follows from the heat capacity measure-
ments in bromides (M3 =Y and Tm) [18] and chlorides

(M3 =Bi, Nd, Pr, and La) [17], the Fm3 m-4/mtransi-
tion is the first-order phase transformation close to the
tricritical point. An increase in the size of the M3* ion
from crystal to crystal leads to an increase in the tem-
perature of the phase transition and the degree of its
closeness to the tricritical point. It was also found that
the entropy change upon the phase transition does not
depend on the size of M3 and X~ ions and has arela
tively small value: AS= (0.18-0.26)R (Table 2).

Unlike chlorides and bromides, the Fm3 m-4/m
transitionin all the fluorides studied is the second-order
phase transformation close to the tricritical point. One
of the possible reasons for the difference in the type of
phase transitions in these groups of elpasolites is the
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different scale of effects caused by the coupling
between the order parameter and the deformation,
which is determined by the reduced shift in the phase
transition temperature under the hydrostatic pressure

(dTo/dp) T, [8]. This quantity in crystals with X = Cl
and Br is almost five times larger than that in fluoride
crystals (Table 2). It should be mentioned that the
reduced shift in the temperature of the 14/m-P2,/n
phase transition increases with an increase in the size of
the M3* ion and, for the compound with M3 = Lu®*,

becomes aslarge as the shift typical of the Fm3m-P2,/n
flipflop transition. At the same time, the entropy

changes upon the Fm3 m4m phase transition in fluo-
ridesfall in the range of entropy changes that are char-
acteristic of chlorides and bromides (Table 2). Conse-
guently, the entropy AS = (0.22 + 0.04)R (which can
more likely betreated astypical of the displacive phase
transition) could be considered as corresponding to one
vibrational degree of freedom due to rotations of octa-
hedral ionic groups in the elpasolite structure. Indeed,
even in the case when three phase transitions associated
with the successive rotations of octahedra about three
axes of the cubic phase occur in Cs,RbDyF; (Table 2),
the total entropy change is equal to the sum of the
entropies corresponding to the ssimple rotations ZAS =
0.67R=3x 0.22R[§].

However, the“ universality” of the entropy changeis
not necessarily observed in haloid elpasolites. Exam-
ples are provided by a number of Rb,KM3F; crystals
(Table 2) [8]. Unfortunately, the space group of thedis-
torted phase is unknown, and, hence, it is difficult to
assign the considerable entropy change AS = RIn6 =
1.79R to particular critical ions in compounds with
M3* = Gaand Fe (Table 2). It can only be stated that this
value with a high probability corresponds to ordering
processesin the structure. Thisassumption is supported
by the data obtained by Massa et al. [11], who did not

rule out that fluorine ions in the FM3m phase can
occupy four positions. An increase in the size of M3*
ions (and, correspondingly, the unit cell parameter a)
leads to the successive (000)—00d)~ydd) (M3 = Sc,
In, and Lu) and, then, flip—flop (000)—(Wdd) (M3* = Er,
Ho, and Th) phase transitions with the resulting mono-
clinic distortion owing to a superposition of octahedra
rotations. An increase in the a, parameter in a series of
Rb,K M3 F, crystals is accompanied by achangein the
bond strength which causes an increase in the anisot-
ropy (and anharmonicity) of atomic vibrations of fluo-
rine [8]. In turn, this should bring about an increase in
the entropy of the corresponding phase transitions[19].
Actually, the quantity XAS= AS, + AS, increases from
crystal to crystal according to theincrease in the anhar-

monicity parameter (X[ a; of atomic vibrations of flu-

orine, where X[is the mean displacement of critical
atoms [8]. However, even the maximum experimental

PHYSICS OF THE SOLID STATE Vol. 43 No. 1

2001

131

value ZAS= 1.13R (for Rb,KHoF;) appeared to be less
than the entropy ZAS = 1.39R = RIn4 which would be
observed for the phase transition associated with a par-
tial ordering of fluorine ions occupying eight and two

positions in the FmM3m and P12,/nl phases, respec-
tively [8]. At the sametime, it isnot improbablethat the
last phase transition can take place in Rb,KM3*F; elpa-
solites with a further increase in the size of M3* ions
and, correspondingly, in the anharmonicity parameter
(for example, at M3 = La*"). Thus, the series of crystals
under consideration can likely provide an example of
the possibl e change in the mechanism of the phase tran-
sition from the displacive type to the order—disorder
type due to an increase in the anharmonicity of the
vibrations of critical ions.

3. HALOID ELPASOLITES AND CRYOLITES
WITH MOLECULAR CATIONS

There is another way to affect the vibrations of crit-
ical fluorineions and (or) their position in the structure
of the initial cubic phase and, hence, the phase transi-
tion mechanism. The elpasolite (cryolite) structure is
retained when the spherical atomic cations of potas-
sium and (or) rubidium in Rb,KM3F, crystals are
replaced by the tetrahedral anmoniumions[8]. A num-
ber of substituted compounds, such as (NH,);M3"F
(M3 = Al, Ga, Cr, V, Fe, Sc, and In), (NH,);KM3Fg
(M3 = Al and Fe), and Cs,(NH,)FeF;, undergo phase
transitions (Table 3) [20—22]. Unfortunately, the data
on ammonium elpasolites are insufficient for detailed

Table 3. Thermodynamic characteristics of phase transi-
tions in fluorine-containing cryolites and elpasolites with
ammonium cations [8, 20-23]

Compound toI%/e%e;:u%Itire Ti. K ASR
(NH,),KAIFg ? 250
? 186
(NH,),KFeFg ? 290
Cs,(NH,)FeFg ? 190
(NH,):AIFg ? 220 2.23
? 190 0.51
(NH,)3CrFg Tr 270 2.33
(NH,),GaF Tr 250 2.77
(NH,)3VFg Tr 280 2.99
(NH,)3FeFs Tr 267 2.98
(NH,)sScFg P2,/n1 330 1.61
112/m1 290 0.81
P1 243 0.08

Note: Tr denotes the triclinic symmetry, and R is the gas constant.
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consideration. In the (NH,);M3*F; cryolites, asin flu-
oro-elpasolites with atomic cations, an increase in the
M3* ion size (the a, parameter) leads to an increase in
the temperature of the stable initial cubic phase. How-
ever, there are considerable differences in the proper-
ties of these compounds. First, the triclinic symmetry
of the low-temperature phase and the absence of the
intermediate tetragonal phase 14/m upon successive
phase transitions are characteristic of ammonium cryo-
lites[23]. Second, the total entropy change upon transi-
tion from the cubic phase to thetriclinic phase variesin
the narrow range ZAS = (2.33-2.99)R from crystal to
crystal and does not depend on the sequence of phase
transitions (Table 3). A large entropy clearly indicates
that certain processes of structural ordering proceed in
ammonium cryolites asaresult of successive (M3 =Al,
Sc, and In) or single (M3 = Cr, Ga, V, and Fe) phase
transitions. The model proposed by Tressaud et al. [21]

for the possible ordering of ions upon the FmM3m-P1
phase transition was also successfully applied to the
description of the successive phase transitions [22].
The orientational disordering of (M3*Fg)%- octahedrain
the cubic phase is due to the distribution of fluorine
atoms over eight positions (1921) [13] [see the data for
(NH,);GaFg in Table 1]. In the triclinic low-tempera-
ture phase, the octahedra (fluorine atoms) are com-
pletely ordered and occupy one position. To put it dif-
ferently, the contribution of octahedron ordering to the
entropy change is equal to RIn8 = 2.08R. Out of two
ammonium ions that occupy different crystallographic
positions (8c and 4b), only the latter ion in the cubic
phase is disordered over two orientations according to
the symmetry of its position. Consequently, the entropy
change that corresponds to the ordering of ammonium
ionsis equal to RIn2 = 0.69R. Thus, the ordering pro-
cessesin ammonium cryolites cannot be attended by an
entropy change of larger than ZAS = R(In8 + In2) =
2.77R. This value is in reasonable agreement with the
experimental data (Table 3). In the crystals character-
ized by successive phase transitions, the ordering pro-
cesses occur in two steps [22]. The phase transition
from the cubic phase is associated with a partial order-
ing of octahedra (AS= RIn4), which resultsin aforced
ordering of ammonium tetrahedra (AS = RIn2). The
octahedra are completely ordered upon transition
between two monoclinic modifications (AS, = RIn2).
The third phase transition (AS; = 0.08R) is unrelated to
the order—disorder processes. The model under consid-
eration is consistent with the NMR data obtained by
Sasaki et al. [24]. For cryolites with successive phase
transitions, an anomalous behavior is observed at the
temperature T, for the spin-lattice relaxation times of
protons (T;) and fluorine nuclel (T,g). At the tempera-
tureT,, considerable changes are observed only for T;e.

It was found that the structure of ammonium cryo-
lites strongly depends on the external pressure [22].
The investigation of the pressure-temperature phase
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diagram for a cryolite with M3+ = Sc that underwent
three phase transitions demonstrated that both interme-
diate monoclinic phases disappear with a decrease in
the volume of the unit cell under the pressure. At p 2

1.2 GPa, the direct Fm3m-P1 phase transition is
observed, as is the case in compounds with a smaller
size of the M3* ion (Cr, Ga, V, and Fe) at atmospheric
pressure. This is the reason why the total entropy
change upon successive phase transitions in
(NH,);ScF4 corresponds to the entropy of the phase
transitionin (NH,);GaFs. Inturn, at relatively low pres-
sures p = 0.045 GPa, the (NH,);GakFg cryolite under-
goes two phase transitions, asisthe casein (NH,) AIF;

which has the least volume of the Fm3m unit cell
among ammonium cryolites. Three phase transitions
are observed in the gallium compound at p = 0.25 GPa.
Therefore, it is not improbable that the third transition
can occur in aluminum cryolite under the pressure.

In order to elucidate in greater detail the role played
by particular ionic groupsin the phase transition within
the above model, it is desirable to perform the foll ow-
ing investigations.

(i) It isexpedient to refine the positions of atoms and
their thermal parameters in the cubic and distorted
phases not only for cryolites, but also for elpasolites
with ammonium ions, because spherical and tetrahedral
cations can occupy different crystallographic positions
in the latter compounds. In this case, several aternative
structural models should be taken into consideration.

(ii) Reliable information on the entropy of phase
transitions in ammonium elpasolites should be
obtained by calorimetric techniques.

(iii) The effect of the pressure on the phase transi-
tionsin (NH,);AlF; and ammonium el pasolites should
be studied with the aim of constructing the generalized
p—T phase diagram.

4. ELPASOLITES WITH MOLECULAR ANIONS

Let us analyze how the elpasolite structure in crys-
tals with atomic cations is affected by replacing spher-
ical halogen ionswith molecular ions (CN)~. The space

group Fm3m is retained in Cs,LiM3*(CN)g com-
pounds. The structure of these compounds was investi-
gated by Swanson and Lucas [25]. In their work, the
authors considered a model in which Cs, Li, and M
atoms occupy specia positions (with the coordinates
1/4,1/4,1/4; 1/2,1/2, 1/2; and 0, 0, O, respectively), and
the C and N atoms are located on the cell edge (24€). A
pronounced anisotropy of vibrationsis characteristic of
the (CN)~molecular anion. The vibration amplitudes of
the C and N atoms along the z axis (cell edge) are vir-
tually identical. The displacementsin the direction per-
pendicular to the cell edge are substantially larger,
especialy for the nitrogen atom. The motion of the Cs
atom is also characterized by an anomalously large
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root-mean-sguare amplitude of vibrations. For all the
studied Cs,LiM3*(CN)s compounds, the Cs—N inter-
atomic distances are appreciably larger than the sum of
their ionic radii. On the other hand, the Li-N bond
length is comparable to this sum. According to [25],
these are the reasons for the weak interaction between
Cs' and (CN)~ ions and the considerable thermal dis-
placements of cesium and nitrogen atoms.

A large volume of holes occupied by cesium atoms
between octahedra plays a decisive role in the instabil -
ity of the cubic phase: as the unit cell parameter
increases, the cubic lattice becomesincreasingly unsta:
ble with respect to the displacements of Cs atoms and
the rotations of M3*(CN)3- octahedra. In this respect, it
is interesting to note the correlation between a mono-
tonic increase in the vibration amplitudes of Cs, N, and
C atoms and an increase in the cell size. Since the bond
lengths remain unchanged to within the error of their
determination in al the Cs,LiM3*(CN)s compounds,
the changesin the unit cell parameter a, and the size of
the hole occupied by cesium atoms between octahedra
are determined by the change in the M3—C bond
length. Some characteristics of the phase transitions in
Cs,LiM3*(CN), elpasolites are listed in Table 4. It is
seen that the stability loss temperature of the cubic
phase increases with an increase in the unit cell param-
eter a,. The sole exception is provided by the elpasolite
with M3* = Ir. As was shown in [25], the phase transi-
tion to the tetragonal phase P4/nmc belongsto the first-
order transformations and is associated with the con-

densation of the X, soft mode at a point of the Bril-

louin zone boundary. The structural distortions can be
explained by the antiferrodistorsion rotations of
M?3*(CN); octahedra. Note that this type of tetragonal
distortion of the elpasolite structure differs from that
observed in the haloid crystals (see Section 2). The next
phase transition (to the monoclinic phase P2,/n) is the
second-order transformation associated with the con-

densation of the X; mode that corresponds to the octa-

hedron rotations and the displacements of Cs atoms. It
is worth noting that investigations of the monoclinic
phase structure and the Raman spectra did not revedl
noticeabl e distortion of the octahedrain Cs,LiCr(CN)g
[25] and Cs,KFe(CN)g [26] crystals.

Thus, on the one hand, the sequence of phases
(cubic—etragonal—-monoclinic), which is realized upon
replacement of the atomic cation by the molecular cat-
ioninthe elpasolite structure, issimilar to that observed
in fluoro-elpasolites. On the other hand, the phase tran-
sition between the cubic and tetragonal phasesin cya
nidesis associated with the soft mode at the point of the
Brillouin zone boundary.

Unfortunately, since the data on the entropy of
phase transitions in the Cs,LiM3*(CN), crystals are
unavailable, it isimpossible to trace the effect of acon-
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Table 4. Characteristics of successive phase transitions in
Cs,LiM3*(CN); elpasolites [25]

M | ag A | TLK nggg T, K ngﬁs
Co | 10495 | 183 |P4nmc| 168 | P2yn
Fe | 10571 | 221 170

Mn | 10677 | 273

Cr | 10780 | 348 |P4nmc| 310 | P2yn
Ir 10.720 | 418 | P4/nmc| 335 P2,/n

siderable anisotropy of atomic vibrations of nitrogen
and cesium on the entropy change.

5. OXYGEN-CONTAINING ELPASOLITES
(ORDERED PEROVSKITES)

Many oxides A,B'B"O; crystalize in a perovskite-
like structure and can undergo phase transitions of dif-
ferent types. Theratios between theionicradii of B' and
B" cations and also between their charges affect the
character of ordering and, correspondingly, the struc-
tural characteristics and physical properties. Partly or
completely disordered compounds exhibit diffuse
phase transitions and relaxor phenomena. The ordered
compounds (elpasolites) undergo “sharp” (hon-
smeared) transformations whose sequence consider-
ably depends on the cation type. Among these com-
pounds are lead-containing elpasolites such as
Pb,MgWOg, Pb,CoWOs, and Pb,MgTeO.

Baldinozzi et al. [27-29] carried out the precision

structural investigation of the cubic phase Fm3m in
these compounds. The composition disorder in the
arrangement of the B' and B" cationswas found in none
of the elpasolites. At the same time, it turned out that
the thermal parameters (or the root-mean-square dis-
placements u?) and the reliability factors R have the
least valuesfor the structural model according to which
the oxygen atoms occupy the positions 24e and execute
pronounced anisotropic vibrations in the plane perpen-
dicular to the B—O-B" bond and thelead atoms are dis-
ordered over 6, 12, or 4 local positions in accord with
the possible displacements along the [100], [110], and
[111] directions. Asfollowsfrom [27, 28], the model in
which the lead atoms occupy 12 equivalent positionsis
most preferential. The u? displacements and the R fac-
tors for the isotropic and disordering models are pre-
sented in Table 5. Thus, the structure of oxide com-
pounds, unlike haloid elpasolites (cryolites), involves
two types of critical ions, which, in principle, are
responsible for the displacive phase transitions (rota-
tions of oxygen octahedra) and the order—disorder
phase transitions (the ordering of lead atoms).

Different sequences of phase transitions are
observed in Pb,MgWQO;, Pb,CoWQ, and Pb,MgTeO,
elpasolites (Table 6). Incommensurate phases with the
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Table 5. Root-mean-square displacements u” of oxygen and lead atomsfor the isotropic model (O and Pb atoms occupy the

24e and 8c positions, respectively) and disordering model

a2, A2
Compound o Pb 0 Pb T, K Reference
24e 8c Displaced Model [110]
0.018 0.036 0.005 0.011
Pb,MgWOy 313 [27]
(5.6%) (4.5%)
0.034 | 0.045 0.005 | 0.005
Pb,CoWOy 303 [28]
(5.9%) (5.3%)
0.016 | 0.020 |
Pb,MgTeOq 159 190 [29]
. 0

Note: T, isthe stability loss temperature of the cubic phase. The reliability factor Ris given in parentheses.

same symmetry were found in the last two compounds.
The incommensurate structure in Pb,MgTeOq is
retained, at least, down to 6 K. The existence of the
intermediate phase in Ph,MgWOg was not established
unambiguously. The structure of the low-temperature
phases was refined only for Pb,MgWO; and
Pb,MgTeOq [27, 29]. It was demonstrated that, in the
orthorhombic phase of Pb,MgWOQ;, the lead atoms are
displaced along the [010] , direction of the pseudocubic
cell and the octahedraare slightly rotated and distorted.
The modulated displacements of oxygen and lead
atoms are observed in the rhombohedral phase of
Pb,MgTeOs. Moreover, the lead atoms remain disor-
dered. The space group of the orthorhombic phase in
Pb,CoWQO,; was determined ambiguously: Pmcn or
P2,cn [28].

Analysis of the Raman spectra of the low-tempera-
ture phases in Pb,MgWOQOg [31] and Pb,MgTeOq [32]

Table 6. Characteristics of phase transitions in oxygen-con-
taining el pasolites

Compound | EF T cture| T K | AR | [E2S
Pb,MgWOg| Pmen 313 17 [27, 30]
Pb,CoWOg | IM 303 115 | [28,30]
Eg‘cl; } 2| 256 | 018
Pb,MgTeOs| R3m 188 [29]
(659
R3 142
(659
Note: 1M denotes the incommensurate monoclinic phase, and Ris
the gas constant.
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revealed soft modes in the low-frequency range. It was
assumed that the phase transition in Pb,MgWO; is
associated with the condensation of two modes X, and
>, a the boundary and within the Brillouin zone,
respectively. In Pb,MgTeO,, the soft mode is con-
densed at an incommensurate point of the Brillouin
zone.

The study of inelastic neutron scattering in the cubic
phase of Pb,CoWOy aso revealed the soft mode that
belongs to the X point of the Brillouin zone and corre-
sponds to rotations of the oxygen octahedra [33]. The
condensation of this mode leads to a lowering in the
crystal symmetry to tetragonal [14]. However, the low-
temperature phase in Ph,CoWOQOg has a lower symme-
try. This seeming contradiction can be explained by the
fact that the phase transitions in this compound, as in
other oxygen-containing elpasolites, are governed by
two mechanisms and two order parameters. Apparently,
the primary parameter corresponds to displacements of
oxygen atoms (octahedron rotations) that lead to adis-
tortion of holes between octahedra and a lowering of
their symmetry, which gives rise to the secondary order
parameter associated with the ordering of lead atoms.

Therefore, in oxygen-containing elpasolites, the
structural distortions upon phase transitions can be
caused by the simultaneously occurring processes of
ordering and displacement of different ions
(Pb,MgWOg4 and Pb,CoWOg) and only by the displace-
ment processes (Pb,MgTeOg).

The question arises: How do these models of struc-
tural distortions correlate with the data of calorimetric
measurements?

Although ordered oxygen-containing perovskites
have been thoroughly investigated for many years, the
data on the heat capacity of Pb,MgWOg and
Pb,CoWQOq have been obtained by adiabatic calorime-
try only recently. This made it possible to determine
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reliably the entropy changes upon phase transitions
(Table 6) [30Q]. In order to separate the contributions
from the displacement and ordering processes to the
entropy, it would be expedient to obtain the data on the
excess entropy of Pb,MgTeO; in which the phase tran-
sitions result only in the displacement of oxygen ions.
Unfortunately, at present, detailed information on the
heat capacity of Pb,MgTeO; is unavailable. We intend
to perform these investigationsin theimmediate future.
However, it is known (see Section 2) that, in haloid
elpasolites, the displacive phase transitions associated
with small rotations of octahedra are usually accompa-
nied by relatively small entropy changesAS'R=0.2. By
assuming that this quantity for oxide compounds dif-
fersinsignificantly, the main contribution to the entropy
of structura transformations in Pb,MgWOg; and
Pb,CoWOj, should be determined by the secondary order
parameter of phase transitions, i.e., by the ordering of
lead atoms. On the other hand, the experimental entro-
pies for these elpasolites fal in the range RIn4-RInG.
In the framework of the model considered above, this
means that lead atoms in the orthorhombic phase are
incompletely ordered, because, otherwise, the entropy
change should be equal to RIn12. Thisassumptionisin
good agreement with the structural data, according to
which lead atoms that occupy 12 local disordered posi-
tions in the cubic phase are displaced along the [010],,
direction of the pseudocubic cell in the orthorhombic
phase [27]. This implies that lead atoms in the partly
ordered |ow-temperature phase occupy two or four dis-
ordered positions, which resultsin the entropy changes
RIn12/2 = RIn6 and RIN12/4 = RIn3, respectively.

6. CONCLUSION

The main results obtained in the above analysis of
the phase transitions in the crystals with an elpasolite
(cryalite) structure can be summarized as follows.

(2) For the most part, the structural and calorimetric
data are in agreement, provided that they are consid-
ered within the model concepts of phase transitions.

(2) The mechanism of structural transformations
essentially depends on the size and the shape of cations
and anions. Changes in the size and the shape of ions
can lead to substantial changesin the anharmonicity of
vibrations of atomic ions and (or) the appearance of an
orientational ordering of nonspherical (molecular)
ions. In turn, this affects the magnitude and the behav-
ior of the excess entropy.

(3) Inhaoid crystals, the entropy of the cubic-to-tet-
ragonal phase transition is constant.

(4) In oxygen-containing compounds, there occur
phase transitions associated with two order parameters
which arise from the displacement of atoms of onetype
and the ordering of atoms of another type in the struc-
ture. In order to separate the contributions from differ-
ent mechanisms of transformations to the entropy, it is
advisable to carry out the calorimetric investigations of
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crystals in which the phase transitions are associated
only with displacements of oxygen atoms (for example,
Pb,MgTeOy).
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Abstract—A study is reported on the Raman spectra of nanoporous carbon prepared in a chemical reaction
from polycrystalline a-SiC and TiC. The spectra are shown to be of a multicomponent nature, which distin-
guishes this group of materials from graphites and disordered carbon structures. A series of low-frequency
modes are detected. Anisotropy and dispersion effectsare revealed. Theresults obtained arguein favor of aclus-
ter structure of nanoporous carbon and size quantization of the electronic and vibrational spectrain carbon nan-
oclusters. The main structural elements of the nanoclustersin the porous framework are small fragments of bent
or broken graphene sheets. The presence of fragments closein structure to strained cubic or hexagonal diamond
is observed in a number of cases. © 2001 MAIK “ Nauka/Interperiodica” .

Raman scattering (RS) spectroscopy of light pro-
duces a wealth of information on the vibrational prop-
erties and short-range order of carbon materials [1-4].
RS spectroscopy has been used to study a rich variety
of forms of solid carbon, from the various crystalline
modifications and nanocluster systems (fullerenes,
nanotubes, nanocapsules, etc.) to amorphous, glassy, or
fiber structures. By comparing the vibrational modes
observed in RS spectra of the nanoporous carbon (npor-
C) studied in thiswork with data available for other car-
bon forms, one can draw conclusions on the character
of the valence bonds and structure of the material.

The RS spectrum of ordered graphite consists of
narrow bands near 1581 (the so-called G band) and
42 cm, which correspond to two types of lattice vibra-
tions of E,; symmetry in graphene sheets with

sp?-hybridized valence bonds[1]. Slight disordering of
the graphite lattice is capable of dightly shifting the
G band to either side.

The RS spectrum of microcrystalline or disordered
graphites exhibits one more peak usually called the
D band. The D-band Raman shift in samples excited by
argon laser radiation with A, = 488 nm is 1355 cm
[1]. The D band is usually associated with the small
size of the ordered regions and the existence of distinct
boundaries of crystallites, which result in aviolation of
the RS wave-vector selection rules. The ratio of inte-
grated intensities of the D and G bands (15/15) in graph-
ite powders grows linearly with decreasing grain size
[1], whilein disordered graphite structures, it decreases
with increasing anneal temperature as the degree of
ordering (graphitization) increases[3]; this can be used
to estimate the linear dimensions of crystallites in
graphene sheets [1, 2]. The G band in graphite grains
crushed to ~25 A in size broadens and shifts to higher

frequencies, up to 1590 cm [1]. The shift is accompa-
nied by the splitting off of a 1620 cm™ band.

It has recently been shown [5] that the D band in
polycrystalline graphite shifts linearly in frequency as
the exciting photon energy 7%w,,. changes (the shift
coefficient is 50 cmY/eV). Note that the G band at
1581 cm does not shift significantly; however, at low
i, an additional band appears nearby, at ~1620 cm.

The Raman spectra of hollow nanocluster carbon
systems, such as nanotubes of various modifications,
are considerably more complex. As follows from theo-
retical calculations [6] and experiments [7], these sys-
tems can exhibit alarge number of Raman bandsin the
low- (below 300 cm™?), medium-, and high-frequency
(1200-1800 cm™) spectra ranges. The last range
includes the regions of the G and D bands observed in
graphites. In particular, in spectra of nanotubes, one
may expect severa discrete modes near the G band
(1571, 1585, 1586, 1587, 1591 cm™). Nanotubes, as
well as microcrystalline graphite, exhibit a dependence
of the D-band position and of the Ip/lg ratio on the
exciting photon energy [8]. Thelow-frequency (includ-
ing the so-called breathing) and medium-frequency
modes observed on single-wall [7] and, in still larger
numbers, on multiwall nanotubes, raw graphite rods,
and single graphene sheets [9] are typical of carbon
nanoclusters.

This paper reports the first results of a Raman spec-
troscopy study of nanoporous carbon (npor-C), which
is prepared from polycrystaline carbides of silicon
(SiC) and titanium (TiC) by reacting away the carbide-
forming elements (Si, Ti) with chlorine. The npor-C
obtained in this way represents a poorly studied group
of nanocluster carbon materials, which have neverthe-
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less dready found application in technology (elec-
trodes in superhigh-capacity capacitors, high-effi-
ciency molecular filters, cold emitters). Extending the
application areas of npor-C farther requires a compre-
hensive investigation of its structure and properties. As
shown by the first results obtained in x-ray diffraction
studies[10, 11], aswell as by x-ray photoel ectron spec-
troscopy (XPS) [12], whilethe materials prepared from
different starting carbides exhibit certain similarities,
they also reveal noticeable differences, which relate, in
particular, to the character of carbon atom stacking,
valence-electron hybridization, and nanocluster size
and morphology. The comparative studies of the
Raman spectra of different kinds of npor-C performed
in thiswork provide additional information on the nan-
ocluster structure.

1. SAMPLE PREPARATION

Bulk samples of npor-C in the form of plane wafers
about 1 mm thick were prepared from powdered silicon
(a-SiC) or titanium (TiC) carbides subjected to a pre-
liminary heat treatment in amethane environment. The
starting carbides are known to have different crystallo-
graphic symmetry; indeed, a-SiC crystallites have a
hexagonal structure with alternating Si and C atomic
planes, whereas TiC is characterized by a NaCl-type
cubic structure. Compact carbide stocks were placed in
areactor, where they reacted with chlorine at atemper-
ature of ~900°C. In this process, the carbide-forming
elements, i.e., Si or Ti, which form volatile compounds
with chlorine, were removed. The residues of possible
adsorbates were eliminated by placing the samples in
an argon flow. The final product was high-porosity
npor-C samples with a carbon framework and a total
porosity of ~70 vol %. It should be noted that the npor-
C samples thus prepared contained a small amount (7—
8 wt %) of pyrocarbon produced in the course of the
heat treatment of the carbidesin methane. The pyrocar-
bon plays the part of a binder, conferring the desired
mechanical strength to the samples.

Part of the npor-C samples abtained from a-SiC
were prepared without pyrocarbon. In this case, before
chlorination, the starting carbide material with pyrocar-
bon inclusions was subjected to high-temperature sili-
cidation to transform the pyrocarbon to inclusions of
the B-SiC cubic phase. The subsequent chlorination
removed silicon from both the starting and newly
formed carbide, so that the nanoporous carbon frame-
work extended throughout the bulk of the sample. The
material of thistype will be referred to in what follows
as npor-C[ISi C[A. The npor-CI[Si CB and npor-CITiC[B
notation with symbol B will identify the samples con-
taining pyrocarbon.

According to XPS data, the carbon content in sam-
ples of all typeswasin excess of 98 at. %. Asis shown
by adsorption measurements, the materials of this
group are characterized by highly uniform nanopore
sizes, an extremely developed surface of the carbon
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framework, and a high adsorption capacity [13, 14].
Estimates made by the crack-pore model yield ~8 A for
the pore size in npor-C[& CL

2. MEASUREMENT TECHNIQUE

The Raman intensity from the npor-C samples was
measured with a DFS-52 double-grating spectrometer
under excitation with linearly polarized radiation of an
argon (Ao = 488.0 or 514.5 nm) and a krypton (Ag. =
647.1 nm) laser operating at a power density of (5—
10) x 10> W/cm?. The measurements were made in a
90° scattering geometry under oblique exciting-light
incidence (the angle of incidence ~55°). As arule, the
light was polarized in the plane of incidence. Scattered
radiation with polarization parallel and perpendicular
to the plane of incidence was detected. Thus, the
Raman spectra obtained corresponded to two polariza-
tion configurations denoted usually by HH and HV,
where the first symbols relate to the incident; the sec-
ond, to the scattered light. The type-A material was sub-
jected to additional measurements in the VV configura-
tion, where both the incident and the scattered light
were polarized perpendicular to the plane of incidence.
All measurements were carried out at room tempera-
ture. For convenience of comparison, the spectra are
presented in arbitrary units for the scattered intensity,
without taking into account the background compo-
nents.

3. RESULTS AND DISCUSSION

Figures 1 and 2 display Raman spectra of the npor-
C samples studied in the HH and HV polarization con-
figurations at the pump wavelength A, . = 488.0 nm
(npor-CL&i CB and npor-CLTiCB) or 514.5 nm (npor-
CSiCIA). While the spectra observed differ noticeably
from one another, they can be divided in all cases into
two main, fairly broad regions. By analogy with micro-
crystalline graphite, it appears natural to refer to the
higher-energy region as the G* band and the lower-
energy region as the D* band. Note that in the spectra
of npor-C samples, both bands, G* and D*, were very
weak. Therefore, in what follows, we are going to dis-
cuss only the spectral componentsthat were found to be
the strongest (reproducible) and/or coinciding or simi-
lar in the magnitude of the Raman shift in different
spectra.

One can readily see that, irrespective of the type of
material, none of the G* and D* bands can be described
by asingle Lorentzian in either polarization configura-
tion and, moreover, these bands are strongly asymmet-
ric with respect to the maximum, which implies that
their broadening is inhomogeneous. Against the back-
ground of the G* and D* bands, one clearly sees more
narrow peaks or shoulders. In some spectra, one actu-
aly observes a split of the G* and D* bandsinto com-
ponents. When the polarization configuration changes,
these features generally shift in frequency, which also
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Fig. 1. HH Raman spectra of npor-C: (1) npor-C[SiCA,
(2) npor-CIEICB, and (3) npor-COiCHB;  Ag(nm):
(1) 514.5 and (2, 3) 488.0.

occurs in the absence of distinct splitting. This is
accompanied by a change in the intensity ratio in the
region of the features, which makes the shape of the
broad G* and D* bands substantially dependent on the
scattered polarization. These observations argue for a
multicomponent character of the vibrational spectrum
of the materials under study and anisotropy of the cor-
responding vibrational modes.

Consider the specific features of the HH spectra of
the npor-C samples prepared from different carbidesin
more detail (Fig. 1). One sees immediately that the
absolute maximum of the broad G* band is shifted rel-
ative to the above-mentioned narrow G band of graph-
ite at 1581 cm™ toward higher frequencies and lies at
1588, 1600, and 1602 cm for the npor-CLTiCB, npor-
CLEiCIB, and npor-CLEiCLA, respectively. At the same
time, the spectra of both type-B samples also exhibit
noticeable features near 1581 cn, while the spectrum
of the type-A sample does not have the 1581 cm™ fea-
ture at al. The samples of type B reveal a shoulder in
the interval from 1620 to 1625 cm. All the samples
also have weak featuresin the vicinity of 1670 cm.

On the low-frequency side of the G* band, near
1550-1560 cm, the spectra of both type-B samples
exhibit clearly pronounced features, which are practi-
cally indistinguishable in the spectrum of the npor-
CSiCIA sample. In the samples of types A and B pre-
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Fig. 2. HV Raman spectra of npor-C: (1) npor-CLEiCIA,
(2) npor-CIEICB, and (3) npor-COiCB; Ag(nm):
(1) 514.5and (2, 3) 488.0.

pared from SiC, one aso observes a feature near
1534 cm™,

The broad D* band seen in the HH spectraof all the
three samples studied splits into several components.
For the npor-C[SiC[A sample, these are the main peak
at 1351 cm and an additional one at 1326 cm™. There
are also two shoulders with inflections near 1301 and
1380 cm™. In the case of npor-C[SiCB, the main peak
is located near 1348 cm?, but it is also, most likely, a
superposition of several components. In particular, one
can clearly see a shoulder at 1333 cm™, a frequency
close to the well-known Raman mode at 1331 cm for
a tetrahedrally coordinated carbon of diamond struc-
ture. In addition, one observes a low-frequency asym-
metric peak near 1300 cm and a high-frequency peak
inthevicinity of 1382 cm, which arevery closein fre-
guency to the aready mentioned inflections in the
HH spectrum of npor-CLSICIA. The splitting of the D*
band manifests itself most clearly in the HH spectrum
of npor-CLTiC[B. Near the maximum, one observes
three peaks of nearly the same intensity, with two of
them (at 1348 and 1382 cm™) coinciding in position
with the features in the npor-CLSi C[B spectrum.

The broad G* band in the Raman spectra of npor-
CISiC[A obtained in the HV polarization configuration
(Fig. 2) reaches an absolute maximum at 1602 cm?, as
in the HH spectrum of this sample. The same Raman
shift corresponds to the side maximum of the G* band
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Fig. 3. Raman spectra of an npor-C[SiC[A sample excited
by different laser radiation lines (nm): (1) 514.5 and
(2) 647.1.

in the HV spectrum of npor-CLSi CIB. The main peak of
the G* band of npor-CLTiCB (1599 cm™) also lies
close to this frequency. At the same time, in npor-
C[ECB, the absolute maximum of the G* band is
shifted relative to the 1581-cm graphite line toward
lower frequencies and lies at 1576 cm. The spectra of
npor-CLEICIA and npor-CLTiCIB aso have features
near 1583 cm.

The D* band in the HV spectrum of npor-CLEi C[A
is split into two main components lying at 1333 and
1369 cm. The first, which is close to the Raman line
of diamond at 1331 cm?, was already mentioned as a
shoulder in the D* band of the HH spectrum of npor-
CISiC[B, and the second line is located close to one of
the three strong components (1367 cm™) in the HH
spectrum of npor-CITiC[B (Fig. 1). Splitting is aso
seen in the HV spectrum of npor-CLTiCIB, but the peak
positions here are different, 1356 and 1377 cm . A fea-
ture near 1379 cm, afrequency close to the latter fre-
guency, is also observed in the spectrum of npor-
CISiCIB. Recall that features near 1380-1382 cm
were also detected in the HH spectra of both types of
samples prepared from SiC (Fig. 1). In npor-C[SiCB,
one likewise observes a splitting of the D* band in the
HV spectrum into two components, 1348 and 1362 cn,
with the first of them coinciding in position with the
absol ute maximum of the D* band in the HH spectra of
both type-B samples. At a frequency near 1333 cm™,
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Fig. 4. Raman spectra of an npor-C[SiCIB sample excited
by different laser radiation lines (nm): (1) 488.0 and
(2) 647.1.

corresponding to the peak in the npor-CLEi CLA spec-
trum, one can also see a shoulder in the spectrum of
npor-CLTiC[B. Note that in al the npor-C samples, the
D* band also reveds severd features on its low-fre-
guency side.

The variation of Raman spectrawith exciting wave-
length A, is a characteristic feature of all the npor-C
samples studied. Figures 3 and 4 compare the spectra of
npor-CIEICIA and npor-CISICIB obtained at Ay =
647.1 nm with those measured a A, = 514.5 and
488.0 nm discussed above. One readily sees that the
whole D*-band region in both spectra obtained at the
longer wavelength excitation is shifted toward lower
frequencies, as observed in the case of polycrystaline
graphite [5] and nanotubes [8]. Note that here, asin [5,
8], the D* band is higher in intensity than the G* band.

A comparison of the shapes of the D* band in the
HH spectra of npor-C[Si CIA (Fig. 3) reveals that some
spectral features are retained under variation of A, but
the intensity ratio of the individua components
changes. For instance, the 1351 cm component,
which is strongest at Ao = 514.5 nm, isseen only as a
shoulder at A, = 647.1 nm, but, in the latter case, adis-
tinct peak appears at 1331 cm2, which matches exactly
the diamond Raman peak. In addition, at lower fre-
guencies, new features become noticeable near 1292
and 1311 cm.
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In npor-CLSICIB (Fig. 4), the low-frequency shift
and the relative growth of the D*-band intensity in the
HV spectra observed to occur with increasing A, are
pronounced even more clearly. At A, . = 647.1 nm, the
absolute maximum of the D* band liesat 1276 cm™. A
number of features, at 1222, 1236, 1297, and 1329 cm,
were detected on both sides of this maximum. It should
be pointed out that, while identical or similar features
are also seen at A, = 488.0 nm, they are considerably
weaker than the strong components at 1348 and
1362 cmL. It is significant that these components are
practically unobservable at A, = 647.1 nm. Note also
that the 1276-cm~ mode detected in the HV spectrum
of npor-C[EICB is seen in the HH spectra of npor-
CIBICIA (Fig. 3).

As A increases, the G* band also undergoes a
change in the relative scattered intensities of its various
modes. I n particular, the HH spectrum of npor-CLS CIA
(Fig. 3) exhibits, in addition to the 1602-cm compo-
nent, a stronger 1582-cm mode close to the graphite
mode, which determines the absolute maximum of the
G* band at A = 647.1 nm. By contrast, the intensity
redistribution in the G* band of the HV spectrum of the
npor-CLSICB sample (Fig. 4) occurs in favor of the
higher-frequency components; indeed, the 1576-cm
mode becomes relatively weaker in order to transform
into ashoulder, a spike appears near 1586 cm, and the
main maximum in this spectral region is displaced to a
position near 1598 cm .

The changes in the Raman spectra of npor-C
observed to occur under variation of the exciting pho-
ton energy %w,,. argue for a strong frequency disper-
sion of the Raman susceptibility tensor in the Ay,
region under study and for the resonant nature of scat-
tering, which involves practically al the observed
vibrational modes. An explanation of the shift of the
D band with variation of #w,. in microcrystalline
graphite was proposed in [5]. It was assumed that the
D band originates from resonant scattering with the
emission of aphonon whose (nonzero) momentum cor-
respondsto the resonant excitation of an indirect virtual
electron-hole pair in the Brillouin zone, which
becomes possible because of the interaction of this pair
with a structural defect. The D* band of npor-C con-
sists of several spectral components, and the above
interpretation requires invoking additional assump-
tions, for instance, on the splitting of the electronic
spectrum in carbon nanoclusters into size quantization
subbands or sublevels. Size quantization effectsin nan-
oclusters are apparently also responsible for the
observed change in the relative intensity of the spectral
components in the G* band induced by the variation of
e The quantity s, actually selectsthe electronic
states in the cluster spectrum that satisfy the resonance
condition and provide the largest contribution to the
Raman susceptibility for a given fiw,.. However, the
intensity of a Raman component depends on the prob-
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ing.

ability of the corresponding virtual electronic and
vibrational transitions and, hence, on the symmetry of
the states involved. As aresult, different modes can be
excited by different electronic states and the relation
between the intensities of individual components in a
Raman spectrum can vary with varying energy 7.
and polarization of the exciting and scattered radiation.
Note that such dispersion effects in Raman spectros-
copy are characteristic of discrete molecular spectra
[15]. Resonant scattering associated with splitting of
the electronic spectrum was observed to occur on sin-
gle-wall nanotubes[7].

The vibrational properties of the npor-C and carbon
nanoclusters of other types, including nanotubes [7],
raw graphiterods, and single graphene sheets[9], allow
for a certain qualitative analogy in the low-frequency
range. Figure 5 presents a scattering spectrum of the
npor-CLSi C[A sample excited in the 40-320-cm inter-
val by radiation with A . = 647.1 nm. Because the sam-
ple surface was fairly rough, the Raman spectrum was
observed against a background of intense Rayleigh
scattering. As can be seen from Fig. 5, one can isolate a
number of features in the Raman spectrum: at 46.7,
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56.4, 84, and 133 cm, aswell asat 198, 218, 237, 280,
and 309 cm. Note that this range includes the Raman
molecular rotational spectra of water, nitrogen, and
oxygen (see, e.g., [16]), which could be adsorbed by
npor-C from air and, generally speaking, contribute to
the observed scattering. However, only one of these
modes (133 cm™) coincides with one of the weak
modes in the Raman rotational spectrum of water,
whereas the strongest water lines are not seen in the
spectrum observed. In addition, the spectra of the npor-
C samples do not exhibit any known relations charac-
teristic of the Raman rotational spectra of the above
molecules. The series of low-frequency modes found
for npor-CI[SiCIA do not coincide with similar modes
observed in the spectra of other types of npor-C studied
by us. One of the modes observed, namely, that at
56.4 cm, coincides with a band found in carbon nan-
oclusters [9]. This permits one to assign the above-
mentioned modes to vibrations in the carbon clusters.

Asfollowsfrom an analysis of the Raman spectrain
Figs. 1 and 2, many features observed in the same (and,
sometimes, even different) polarization configurations
are very similar or coincide in the npor-C samples of
different types studied here, although the amplitudes of
the corresponding modes differ substantially in some
cases. For instance, the spectrarevealing adistinct peak
in one case may exhibit only arelatively weak shoulder
in another and vice versa. It should be taken into
account that a porous system can always have consid-
erable stresses, which are certainly different in materi-
als prepared of carbide polycrystals of different sym-
metry and composition. Therefore, there is nothing
strange in the slight frequency shifts and Raman-mode
amplitude redistribution observed in different samples.
Of real significance is the close similarities between
many featuresin the spectra considered. These similar-
ities imply that the carbon framework in npor-C con-
sists primarily of fragments of the same type (although,
possibly, not of them only) with acomplex structure of
the valence bonds, as well as of the electronic and
vibrational spectra. It is the presence in the density of
electronic and vibrational states of clearly pronounced
features, which is characteristic of small clusterswith a
discrete spectrum of localized states, that accounts for
the resonant excitation of Raman modes discussed
above.

In addition to the similarity, the Raman spectra
exhibit differences in the cluster structure between the
varioustypes of npor-C samples. Type-B materials con-
tain, in addition to a system of nanoclusters forming
from the grains of the starting carbides, the pyrocarbon
binder. Pyrocarbon does not have nanopores and repre-
sents a strongly disordered graphitelike material char-
acterized by Raman modesin the interval from 1565 to
1585 cm [17]. Such features are indeed observed in
the spectra presented here: the main peak of the G*
band at 1576 and the 1583-cm ™ peak inthe HV spectra
of npor-CI8ICIB and npor-CTiCB, respectively
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(Fig. 2), aswell asanumber of features on the low-fre-
guency side of the G* band in the HH spectra of these
samples (Fig. 1).

The main component of the G* band in the npor-
CSICIA samples (without pyrocarbon) is shifted
strongly to higher frequencies (1602 cm™) compared
with graphite, so that the Raman shift turns out to be
substantialy larger than that for the finest graphite
powder in [1]. Assuming the trend to a G band shift
with decreasing grain size [1] to persist at such large
shifts, one may conclude that the carbon clustersin the
type-A material are so small asto maketheideaof them
as graphitelike fragments no more than a matter of con-
vention. Graphitelike clusters in npor-CLSiCIA can be
revealed only under resonant excitation with a wave-
length Ay = 647.1 nm, i.e., in conditions where the

main peak of the G* band shiftsto 1582 cm™. It is pos-
sible that carbon nanoclusters in npor-CLSi C[A are pri-
marily small fragments of strongly bent or “broken”
graphene layers, as is assumed in the case of the so-
caled “rigid” carbon, i.e., carbon that does not trans-
form to graphite under high-temperature carbon
annealing [18].

The spectra of type-B materials also exhibit similar
high-frequency maxima, namely at 1600 cm™ in the
HH spectrum of npor-CISiCIB and at 1599 cm™ in the
HV spectrum of npor-C[TiC[B. We believe that they are
produced by very small carbon particles, identical or
similar in structure, which are created when the car-
bide-forming elementsin the grains of the starting car-
bides are removed. The stronger polarization of the
above spectral modes in type-B materials compared
with npor-CISICIA is possibly due to the internal
stresses being of a different nature.

The above-mentioned presence in the HV D* band
of npor-CISiC[A of the 1333-cm peak and of features
at the same frequency in the HH spectrum of npor-
CSCB and in the HV spectrum of npor-CLTiCB
(Figs. 1, 2) suggests that the npor-C structure contains
small diamond-like fragments. Because the HH spec-
trum of npor-CLSi C[A excited at A, . = 514.5 nm clearly
does not have this mode (i.e., the scattered radiation is
polarized), one might conjecture that thismode is asso-
ciated with clusters of ahexagonal or strongly distorted
(strained) cubic diamond. The VV spectrum of the D*
band of npor-CLEICIA, which was obtained at Ao =
514.5 nm specifically in this connection (Fig. 6), pro-
vides support for this conjecture. In this case, the nar-
row peak at 1331 cm can be identified with the main
maximum of the D* band and can be reliably assigned
to the diamond component of the Raman spectrum. We
may recall that the 1331-cm diamond mode is also
seen in the HH spectrum of npor-CISICIA at Ay, =
647.1 nm (Fig. 3).

The above results are in good accord with earlier
data obtained in x-ray diffraction and XPS studies of
these samples [10-12]. The diffraction patterns mea-
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sured on the samples of type B exhibited fairly broad
reflections of a complex shape in the region of reflec-
tion (0002) of graphite (at diffraction angles 20 = 20°—
26.5°) and reflections (100) and (101) of graphite or
(111) of diamond (26 = 41°-48°). The strong inhomo-
geneous broadening of the reflections suggests that the
carbon framework is made up of a set of clusters of dif-
ferent types, which apparently includes graphitelike
fragments containing turbostratically disordered graph-
ite and defected or bent graphene layers. The (0002)
reflection observed in npor-CIEIC[A samples is still
more diffuse and is barely seen against the background
in the 206 = 16°-27° interval [19]. These x-ray diffrac-
tion data also suggest that the graphitelike fragments
are so small or so strongly distorted that there is hardly
any sense in considering them as distinct structural ele-
ments. At the same time, the reflection at 26 = 41°-48°
remains practically asdistinct asthe one seen intype-B
samples. This may mean that the structure of the mate-
rial of typeA (and, possibly, of type B aswell) likewise
has distorted diamond-like fragments, which is in
agreement with the above results obtained by Raman
Spectroscopy.

The conclusion that the graphene layers are bent
was also drawn from the XPS measurement of 1s and
valence electrons in type-B npor-C samples [12]. The
binding energy of the 1s electron in npor-C, E, =
284.6-284.7 eV (for graphite, E, = 284.3 eV), as well
as the shape of the valence-band spectrum, argue con-
vincingly for the hybridization having an intermediate
character between sp? (graphite) and sp* (diamond) for
most (>60%) of the valence C-C bonds. Moreover,
XPS data have established the curvature of the
graphene layers in npor-CLEiCIB to be larger than in
npor-CLTiCIB. Asfor Raman spectra, they havethusfar
only revealed thefact that these materials have different
structures. It is also worthwhile to note that the XPS
data[12] are not inconsistent with the conclusion that
diamond-like fragments exist in type-B materias,
while not providing unambiguous evidence for its sup-
port.

Thus an analysis of Raman spectra of npor-C sam-
ples showed that the microstructure of the porous car-
bon framework in materials of this class consists
mostly of fragments of the same type, which, neverthe-
less, does not rule out the possibility of their structural
parameters (the character of the valence bonding, size,
and shape) depending on the starting carbide and the
preparation technology. All the materials considered
are not amorphous. The substantially larger number of
the first-order Raman modes compared with graphites
argues for npor-C having a cluster structure with the
internal organization of the nanoclusters differing
strongly from that of graphite. In this connection, the
observation of a series of low-frequency modes, which
are characteristic of nanotubes and some other nanocar-
bon modifications, appears particularly significant [6].
The strong polarization dependence of the Raman sus-
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Fig. 6. The D* region in the Raman spectra of an npor-
CISiC[A sample obtained in different polarization configu-
rations: (1) HV and (2) VV.

ceptibility is connected with the anisotropy in the nan-
ocluster sizes and structure. The electronic and vibra-
tional spectra of npor-C are apparently determined by
the superposition of discrete levels of the anisotropic
states localized in the nanoclusters. In this case, the
guasi-momentum selection rules are no longer valid for
electronic and vibrational transitions within a cluster,
as a result of which multicomponent Raman spectra
should exhibit, in addition to anisotropy, clearly pro-
nounced dispersion and resonance effects as the excit-
ing photon energy is varied.
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Abstract—Thin ultradisperse diamond (UDD) layers deposited from awater suspension are studied by optical
and x-ray photoelectron spectroscopy (XPS). The effective band gap determined by the 10%-cm™ criterion for
ozone-cleaned UDD is 3.5 eV. The broad structureless photoluminescence band (380-520 nm) is associated
with radiative recombination through a system of continuously distributed energy levelsin the band gap of dia-
mond nanoclusters. The optical absorption of the material at 250-1000 nm originates from absorption on the
disordered nanocluster surface containing threefol d-coordinated carbon. The surface of UDD clusters subjected
to acid cleaning contains nitrogen—oxygen complexes adsorbed in the form of NOj nitrateions. Annealing in
a hydrogen atmosphere results in desorption of the nitrate ions from the cluster surface. The evolution of the
oxygen (O1s) and nitrogen (N1s) lines in the X PS spectra under annealing of a UDD layer is studied compre-

hensively. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

The structure and phase transitions in ultradisperse
diamond (UDD) clusters have been intensively studied
during the past threeto four years[1-4]. However, very
little attention was paid to the investigation of com-
plexes adsorbed on the surface of such clusters. At the
same time, the large specific surface areain UDDs, as
in other ultradisperse materials (measured in hundreds
of sguare meters per gram), stresses the importance of
thisissue. The first attempts at analyzing atomic com-
plexes on the surface of UDD clusters were apparently
an investigation into the adsorption and desorption of
water molecules on the UDD cluster surface upon
annealing in various atmospheres, which was per-
formed by IR spectroscopy [5], and detection by x-ray
photoel ectron spectroscopy (XPS) of nitrogen and oxy-
gen in UDD layers deposited onto silicon substrates by
electrophoresis [6].

Thiswork wasintended to expand our knowledge of
the optical properties of UDD layers as a model object
with a characteristic cluster size of about 50 A, in
which various quantum-confinement effects may man-
ifest themselves[7].

In this work, we used visible and IR spectroscopy,
photoluminescence, Raman scattering spectroscopy,
and XPS. The XPS method, except in the already men-
tioned work [6], is widely employed in investigating
the evolution and reconstruction of the surface of sin-
gle-crystal diamonds and CVD-prepared diamond
films, aswell as the adsorption and desorption of atoms
from these surfaces[8, 9].

2. SAMPLES AND EXPERIMENTAL TECHNIQUE

We studied UDD layers deposited from water sus-
pensions. The starting product for the suspension was
carbon prepared by detonation synthesis from a60 : 40
mixture of trinitrotoluene with hexagen [10]. The UDD
suspensions used to prepare the UDD layers were of
two types: in the first, the ultradisperse diamond was
isolated by removing non-diamond phases with nitric
acid at an elevated temperature (200-230°C) and, inthe
second, ozone treatment was used [11]. It isknown that
ozonetreatment ensures a better cleaning of amorphous
carbon (the sp2 phase) from the diamond nanocluster
surface [11]. The material obtained after acid cleaning
was a suspension of ultradisperse diamond in a30-40%
water solution of nitric acid with an UDD concentration
of about 3wt %. Suspension sedimentation lasted afew
hours, with aboundary appearing between the clarified
and thickened layers. The further process of obtaining
the water suspension used in subsequent studies con-
sisted in multiple dilution with distilled water, mixing,
and removal of the thickened layer. In both cases, when
the diamond fraction was isolated with nitric acid or by
ozone cleaning, the UDD concentration in water at the
final stage of dilution was 0.04 wt % and the suspension
sedimentation time was no less than 20 days.

As is known, clusters of UDD, like those of other
ultradisperse materials, coal esce to form aggregates. In
the UDD used to prepare the suspension, the clusters
were about 45 A in size. The average diameter of the
aggregates in the suspension was determined from the
sedimentation characteristics in the Stokes approxima-
tion and was approximately equal to 410 A.

Thelayers were prepared by the deposition of UDD
aggregates from the water suspension onto substrates

1063-7834/01/4301-0145%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 1. Transmission spectra of two UDD layersdifferingin
cleaning method: (1) acid cleaning with alayer thickness of
1870 + 60 A; (2) ozone cleaning with a layer thickness of
1890 + 100 A; and (3) transmission spectrum of the quartz
substrate. T = 300 K.

of quartz, silicon, CaF,, or BaF, via water evaporation
[12]. Thelayer thicknesses measured by the ellipsomet-
ric technique at the wavelength A = 632.8 nm ranged
from 1200 to 3500 A.

To remove clusters of volatile adsorbed components
from the surface and to passivate the surface electronic
states, the layers were annealed in a hydrogen atmo-
sphere at 450-820°C.

The chemical composition of the samples was stud-
ied by x-ray photoel ectron spectroscopy on a PHI 5500
electron spectrometer equipped with a hemispherical
energy analyzer. The photoemission spectra were
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excited by monochromatized AlIK, (1486.5 eV) radia-
tion. We studied the regions of the photoel ectron peaks
of carbon (C1s), nitrogen (N1s), and oxygen (O1s). The
sample charging was suppressed by irradiation with a
low-energy electron beam. The photoelectron peaks
were deconvolved into components after background
subtraction by the Shearley algorithm, with subsequent
approximation of the peak shape by Gaussians. The
elemental composition of the samples was estimated
from the relative peak areas after background subtrac-
tion by means of the element sensitivity factors given
in[13].

3. RESULTS AND DISCUSSION

Figure 1 shows transmission spectra of two UDD
layers, which were practically equal in thickness but
were prepared from differently cleaned suspensions. It
is seen that, unlike the acid-treated UDD layer, the
layer prepared by ozone cleaning is practicaly trans-
parent in the range from 600 to 1000 nm. The effective
band gap, derived from the energy at which the absorp-
tion coefficient takes on the value of 10* cm™[12, 14],
is3.5 eV for the ozone-cleaned UDD, which is substan-
tialy less than that for a single-crystal diamond (E, =
5.5eV). Thisdoes not appear strange, because the pres-
ence of sp?-hybridized carbon even in small amounts
can appreciably reduce E,. For instance, it was reported
that the fourfol d-coordinated amorphous carbon (ta-C),
in which 85% of the atoms form sp® bonds and 15%
form sp? bonds, has a band gap E; ~ 2.4 eV and that a
decrease in the fraction of sp? bonds results in an
increase in Ey [14]. At the same time, the E; value we

500

600 700

Wavelength, nm

Fig. 2. Luminescence spectraof UDD layerson quartzat T =300 K: (1, 2) ozone cleaning and (3, 4) acid cleaning. Excitation wave-

length (nm): (1, 2) 210 and (3, 4) 254.
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found is in good agreement with the data obtained in
[15], where the value E4 = 3.3 eV for ananocrystalline
diamond was determined by electron energy 10ss spec-
troscopy (EELS).

According to our model proposed earlier, the UDD
cluster consists of an sp3-hybridized crystalline dia-
mond core 45 A in diameter, which is surrounded by a
layer of amorphous carbon with sp?-hybridized bonds
[3, 11, 16]. The optical absorption spectraof UDD lay-
ers are not at variance with this model. It can be
assumed that the optical absorption of the material in
the range 250-1000 nm is due to the presence of the sp?
phase [12]. The smaller fraction of sp?-hybridized
bonds in the ozone-cleaned UDD accounts for the
larger optical transparency of the layers.

Figure 2 displays photoluminescence (PL) spectra
of the UDD layers. The exciting-photon wavelength
was 210-254 nm. The spectra of both types of layers
are practically identical and actually represent a broad
“blue” luminescence band with a maximum near
450 nm and a full width at a half-maximum (FWHM)
of about 130 nm. It can be conjectured that this struc-
tureless PL band is associated with radiative recombi-
nation via a system of continuously distributed energy
levelsin the band gap of the diamond nanoclusters. The
validity of this assumption is borne out by the findings
of [17, 18], according to which the structural disorder
on the nanodiamond surface and the presence of carbon
in the threefold-coordinated state and of dangling
bonds on the surface of the nanoclusters areresponsible
for the high density of surface states in the diamond
band gap. Some features of the density of statesin the
band gap of nanocrystalline diamond, which are con-
nected with the disordered carbon layer surrounding
the crystalline core of the diamond nanocluster, were
pointed out in [15]. Note that a broad band with a
weakly pronounced structure was observed earlier in
the PL spectrum of nanodiamonds within the wave-
length range 380-550 nm [19]. However, Kompan et
al. [19] interpreted the nature of the observed PL band
by identifying it with the corresponding intrinsic
defects of asingle-crystal diamond, which contribute to
the structureless PL in the same spectral range.

As s seen from Fig. 3, the Raman spectrum of the
UDD layer exhibits, besides the narrow band at
1324 cm™ associated with the crystalline diamond
phase, broad bands at 1240 and 1600 cm™ due to the
maximain the phonon density of states of the sp2-coor-
dinated carbon [20]. It is known that the shift of the
maximum in the Raman spectrum is due to phonon
confinement effects in nanosized samples[2, 3, 21]. In
this case, the shift 8 is 6 cm™, whereas in the UDD
powders used in the preparation of the suspension, it
reached 10 cm [3].

The data [3] calculated within the phonon-confine-
ment model under the assumption that the UDD cluster
has a spherical shape can be used to estimate the mean
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Fig. 3. Raman spectra of (b) an UDD layer (acid cleaning)
3000 A thick on silicon and (a) a microcrystalline HPHT
diamond. The spectra are excited by the 488-nm argon laser
line. Theradiation power is 25 mW. Top panel (a) showsfor
comparison the &-shaped Raman line of microcrystalline

HPHT diamond at 1330 cm™L. The mean size of the HPHT
diamond grains is approximately 200 um.

size of diamond nanocrystals. For & = 6 cm™, the
nanocrystal size is 50 A. As is seen from Fig. 3b, the
Raman line corresponding to the diamond phaseis cor-
rupted by noiseinterference and is about 30 cm wide.
The latter two factors account for the error of £1 cm™
in the determination of the shift d and, correspondingly,
the error of +4 A in the determination of the nanocrystal
size.

The XPS results show that the unannealed samples
contain 70 at. % C, 8 at. % N, and 22 at. % O. Sincethe
samples have a disperse structure and the chemical
composition of a grain is nonuniform over the grain
thickness, quantitative analysis cannot provide any-
thing but an estimate. Carbon in these samples resides
in two chemicaly different states, namely, the
sp?-hybridized state with a binding energy of 284.4 eV
and the sp3-hybridized state with a binding energy of
285.8 eV (Fig. 4a). The relatively high intensity of the
Cls peak that corresponds to the sp?-hybridized carbon
can be associated with the aforementioned structure of
the carbon cluster containing an outer shell of
sp?-hybridized carbon. The complex shape of the nitro-
gen N1s peak (Fig. 4b) also implies the existence of
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Fig. 4. XPS spectraof UDD layers (acid cleaning, thicknessd 013000 A) on silicon (a—c) before and (d—) after annealing in ahydro-
gen atmosphere at 810°C. XPS spectra: (a, d) Cls carbon, (b, €) N1s nitrogen, and (c, f) O1s oxygen.

nitrogen atoms with different chemical environmentsin
the sample. The available data on the binding energies
of the N1slevel in carbon and oxygen compounds with
different chemical bonds are fairly contradictory
(see, e.0., [22, 23]). However, it can be assumed that a
sample contains the N—C(sp®) (397.6 eV), N-C(sp?)
(400.1 V), and N-O (404.0 eV) bonds. The photoe-
mission peak O1s represents a triplet (Fig. 4¢) whose
strongest components with binding energies of 531.7
and 533.4 eV correspond to different oxygen—carbon
bonding types.

PHYSICS OF THE SOLID STATE \Vol. 43

The elemental composition of the samples subjected
to annealing in a hydrogen atmosphere at 810°C for 1 h
can be estimated as87 at. % C, 7 at. % N, and 6 at. % O.
Note that practicaly al carbon atoms are in the
sp3-hybridized state with a C1s-level binding energy of
285.8 eV (Fig. 4d). Thetriplet structure of the N1s peak
(Fig. 4e) again suggests that the sample contains nitro-
gen atoms with N-C(sp®) (397.6 V), N-C(sp?)
(400.1 eV), and N-O (403.4 eV) bonds. It isworth not-
ing that, compared to the unannealed samples, the
intensity of the N—C(sp®) (397.6 eV) peak decreased
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Fig. 5. A fragment of an IR transmission spectrum of aUDD
layer on a BaF, substrate in the range 1600-1000 cm?
(curve 1). Acid cleaning. Layer thicknessis 2200 A. Curve 2
represents the transmission spectrum of the Bal, substrate
in the same spectral range. T = 300 K.

and the intensity of the N—C(sp?) (400.1 eV) peak
increased. The O1s triplet (Fig. 4f) is similar to that
observed in the sample before annealing and contains
peaks with binding energies of 531.5 and 533.4 eV.

Note that before the annealing, the amounts of oxy-
gen and nitrogen were in the ratio of about O/N =
22/8 =3, whereas dafter the annealing, this ratio
decreased (O/N = 6/7 = 1). Thetotal amount of nitrogen
and oxygen in the material of alayer decreased from 30
to 13 at. %. Thisimplies that the annealing resulted in
desorption of the nitrogen—oxygen groups from the sur-
face of the diamond nanoclusters. The XPS data should
be analyzed with due regard for the fact that nitrogenis
one of the components of detonating explosives and,
therefore, the nitrogen content in the interior of the
forming UDD particles can be high [6].

The above data can be explained by assuming that
the surface of unannealed UDD clusters contains nitro-

gen—oxygen complexes adsorbed in the form of NO;
nitrate ions. Thisis argued for by the following consid-
eration. The UDD water suspension contains, in some
cases, a small amount of NO; nitrate ions, which
remains after cleaning of the detonation products in
aqueous nitric acid and subsegquent washing with dis-
tilled water. Part of the nitrate ions present in the sus-
pension is already adsorbed on the surface of the UDD
aggregates.

In some cases, the IR transmission spectra of the
unannealed samples of acid-cleaned UDD layers,
which were deposited onto BaF, substrates, exhibited a
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strong absorption band with two maxima at 1350 and
1420 cm™ (Fig. 5). The absolute magnitude of the
absorption coefficient in thisrange was in excess of 5 x
10% cm. In our opinion, this strong absorption could
be explained as follows. In the course of deposition of
an UDD layer, the interaction of the nitric acid remain-
ing in the suspension with the substrate materia pro-
duces Ba(NOj),, because the features observed in the

IR transmission spectrum at 1300-1470 cm™ coincide
precisely with those of the transmission spectrum of the
Ba(NO;), sdt in the same spectral range [24]. After
annealing for 1 h in a hydrogen atmosphere at 600°C,
the specific absorption in this range disappeared com-
pletely, which is easily explained by the decomposition
of the barium nitrate and the desorption of the volatiles.

Thus, the data obtained from IR spectroscopy and
XPS measurements confirm the presence of UDD
aggregates with adsorbed nitrate ions in the UDD sus-
pension which was used to prepare the nanodiamond
layers.
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Abstract—The GaN columnar crystals of nanometric sizes have been grown by molecular beam epitaxy with
high-frequency plasmainitiation of nitrogen discharge. Thetypes and distribution of defectsin these nanostruc-
tures on the (0001) sapphire substrates are studied by transmission electron microscopy (TEM). It is revealed
that inversion domains begin to form almost at the interface irrespective of the presence of an initial low-tem-
perature buffer layer. The critical diameter of dislocation-free columns, their density, and mean sizes are deter-
mined. It is shown that the low-temperature buffer layer affects the density of dislocations, their spatial distri-
bution, and the mean sizes of columns. The nanosizes of grown crystals suggest a further use of these crystals
and the growth method for producing mol ecul ar-beam epitaxial quantum-size objects (quantum dots and wires)
inapromising AlGalnN system. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

In recent years, wide-band-gap semiconductors in
the AlGalnN system have been the most extensively
investigated and promising materialsfor the creation of
emitters operating in the visible (from green to ultravi-
olet) wavelength range and power high-temperature
electronic devices [1-3]. The low-dimensiona quan-
tum confinement effects in quantum wires, disks, and
dots are considered the most promising for improving
the quality of optical devices (light-emitting diodes,
lasers, and light-sensitive detectors) and nanostructures
[4]. Different-type low-dimensional structures are pro-
duced by various methods such as etching, growth on
profile-etched substrates, over-growth of lithographi-
cally formed nanostructures, and growth on substrates
misoriented at small angles. All these methods are
rather complicated and require multistage technologi-
cal operations. Moreover, nitrides (GaN) possessahigh
chemical durability to liquid etchants, whereas dry
(plasma) etching has a tendency toward the introduc-
tion of defects and distortion of the surface. On the
other hand, selective epitaxy presents difficulties asso-
ciated with the preparation of nanostructures with a
high density. However, the possibility exists of growing
low-dimensional structures with the use of self-organi-
zation effects without pregrowth and postgrowth treat-
ment [5, 6]. Many works dealt with self-organization
processes in the AlGalnN system used for producing
guantum-size objects. For example, Yoshizawa et al.
[7] obtained GaN nanocolumns with a mean diameter
of ~53 nm on an Al,O5(0001) substrate.

It should be noted that self-organization processes
in various systems have been investigated in many
recent works [5-7]. However, the studies concerned

with the oriented growth of low-dimensional crystals
(for example, whiskers) “remained somewhat in the
shade” after the elucidation of its mechanism [8], even
though the characteristic sizes (nanometers) of the
objects under investigation were close to those obtai ned
in recent years (for example, quantum dots) by different
methods, for example, by molecular beam epitaxy. Up
to now, there have been only a few works dealing with
the growth of low-dimensiona crystals under condi-
tions of molecular beam epitaxy (see, for example, [9,
10]). Their growth proceeds through the so-called
vapor-liquid—solid (VLS) mechanism, which was pro-
posed and experimentally confirmed by Wagner and
Ellis [8]. This process should be carried out in the
ranges of temperatures and saturations in which the
thermodynamically possible reaction is hindered by
kinetic limitations. In practice, this means that the tem-
perature can be 100200 K below the temperature usu-
ally used in the epitaxial growth [9], which offers new
possibilities for growing compounds with a high vola-
tility of the components involved (specifically, indium)
and for forming solid solutions (GalnN and AlInN)
with these components. In early works on the growth of
A3B5 compounds from vapor, whiskers and dendritic
crystals were obtained by accident and treated asa curi-
ous phenomenon or an undesirable crystallization
product. After the discovery of the vapor—iquid-solid
mechanism, there appeared a number of publications
devoted to the purposeful growth of A3B® whiskers[11,
12]. However, information on the oriented growth of
these crystals is very limited. It is these data that can
provide a better insight into the growth mechanism and
open up the way for practical use of whisker structures.
Furthermore, the data on the growth of quantum-size
objects by the vapor—iquid-solid mechanism are virtu-
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aly unavailable in the literature on self-organization
Pprocesses.

Themain defectsin GaN are threading dislocations,
stacking faults, and, to a smaller extent, dislocation
loops. The majority of the threading dislocations are
generated at the substrate-growing layer interface and
grow along the ¢ axis. The threading dislocations with
opposite Burgers vectors do not meet with each other
and cannot annihilate. Therefore, the problem of
decreasing the defect density should be solved begin-
ning with theinitial stages of the growth. By decreasing
the defect density in GaN buffer layers, it is possible to
avoid many difficulties associated with the application
of the so-called epitaxial lateral over-growth method
[13], whichinvolves the over-growth of astreaky struc-
ture preliminarily formed on the substrate in order to
decrease the dislocation density. In this respect, it was
of interest to investigate and elucidate the mechanism
of defect formation at the earliest stages of growth at
the heteroboundary with a substrate and to decrease the
defect density by using low-temperature buffer layers
or other techniques.

In this work, we demonstrated that self-organizing
nanometer-sized objects—the GaN columns oriented
aong the c axis—can be obtained in situ on
Al,05(0001) substrates by molecular beam epitaxy
with high-frequency initiation of plasma nitrogen dis-
charge [14] without postgrowth treatment. Moreover,
we studied their structural properties. It was shown that
these objects can be grown with the use of a compact
coaxial magnetron source with high-frequency-capaci-
tance initiation of the discharge. The structure of GaN
columnar (whisker) nanocrystals, the formation of
defects in transition layers below nanocrystals at the
heteroboundary between GaN and the (0001) sapphire
substrate, and the propagation of defects and disloca
tions from the interface deep into the GaN columns
were investigated for the first time by transmission
€lectron microscopy (TEM).

2. EXPERIMENTAL TECHNIQUE

The GaN layerswere grown on (0001) sapphire sub-
strates with the use of an EP-1203 molecular epitaxy
apparatus (devised at the Research Ingtitute of Analyti-
cal Instrument Making, Chernogolovka, Russia) under
avacuum of ~1071° Torr. A chamber was equipped with
a Turbovac-560 thurbomolecular pump (Leybold-Her-
aeus) with an effective evacuation rate of ~350 I/s. A
coaxial magnetron source of activated nitrogen had an
original design with high-frequency-capacitance initia-
tion of the discharge (13.56 MHZz), which provided a
growth rate as high as 2 um/h at a high-frequency
power of ~150 W [9, 14]. As far as we know, until
recently, there was no information (except for [14]) on
the use of activated nitrogen sources with such a dis-
charge in molecular beam epitaxial processes with
plasma activation. In a series of experiments, metallic
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gallium wasfed from astandard effusion cell at temper-
atures from 1100 to 1300°C, and the flow rate of nitro-
gen was equal to 1-5 sccm/min (standard cubic centi-
meter per minute). The reverse sides of substrates were
coated with titanium. The substrates were secured on a
molybdenum clamping holder with awindow for direct
radiation heating from the reverse side. In the course of
growth, the surface of a growing layer was monitored
using a high-energy electron diffraction (HEED) sys-
tem. The substrate temperature was calibrated against
the known melting points of metals (indium, tin, alumi-
num, and silver) and InSb and was checked against the
dependence of the temperature on the heater power.
The temperature was determined accurate to within
~10 K. Gallium nitride was grown at the temperature
T,= 750-800°C. The sapphire substrates were not
chemically etched. They were only degreased prior to
the growth and then were annealed under vacuum at
1000°C for 30 min until the appearance of the charac-
teristic HEED pattern (fringes), which corresponded to
aclean atomically smooth surface. Thereafter, the nitri-
dation was carried out at the substrate temperature T, =
900-1000°C for 20-30 min.

The grown samplesto be studied were of two types:
(1) samples with a ~20- to 30-nm-thick low-tempera-
ture GaN buffer layer grown at a temperature of
~300°C and (2) samples without low-temperature
buffer layer. The growth of the GaN base layer was car-
ried out at temperature T, ~ 770°C for 1.5-2 h at arate
of 0.8 um/h for samples of the first type (with a low-
temperature buffer layer) and 1.0 um/h for samples of
the second type (without a low-temperature buffer
layer). The growth rates were determined from the col-
umn heights in images obtai ned with a CamScan S4-90
FE, fiedld emission scanning electron microscope
(SEM). The column height was equa to 1-2 pum
(Figs. 1a, 1b). The column diameter determined from
the SEM micrographs varied in the ranges 2070 nm
for structures with a buffer layer and 40-80 nm for
structures without buffer layer. The growth was per-
formed in a gallium-enriched medium. This was evi-
denced from the appearance of gallium drops at consid-
erably lower temperatures of the gallium cell and lower
temperatures of the substrate at the same flow rates of
nitrogen and the same high-frequency power, and also
from the characteristic HEED pattern that corre-
sponded to these conditions (narrow thin lines without
dashes and broadenings which are typical of nitrogen-
rich conditions). Upon the growth of columnar struc-
tures, no gallium drops were observed owing to high
growth temperatures (above ~700°C) at which excess
galium actively reevaporated from the substrate sur-
face [15]. Under these conditions, the growth most
likely proceeds through the vapor—iquid-solid mecha-
nism, because the absence of dropsis not an argument
against this mechanism [9]. In the earlier experiments
with a high-frequency discharge on sapphire and GaAs
substrates [10], we obtained regularly arranged GaN
and InN nanocolumns with somewhat larger mean
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diameters ranging from 100 to 300 nm. Moreover, we
studied the growth mechanism, compared the results
with the theory [16], and showed that the growth pro-
ceeded through the vapor—iquid—solid mechanism [9].

In addition to the control over geometric sizes of
nanometer-sized objects, the TEM technique was used
to visualize defects typical of GaN, such as disloca
tions, extended domain boundaries, and stacking faults
[17-20]. In the present work, the samples were exam-
ined using a Philips EM-420 el ectron microscope oper-
ating at an accelerating voltage of 100 kV. The standard
technique was applied to the sampl e preparation, which
involved the mechanical treatment (grinding and pol-
ishing) and sputtering of the material by Ar* ions with
an energy of 4 keV at an angle of 14° with respect to the
sample surface. The samples were obtained in a cross-

sectional (21 10) geometry.

3. RESULTS AND DISCUSSION

Analysis of the SEM images demonstrated that the
growth of aGaN layer in the first-type (with alow-tem-
perature buffer layer) and second-type (without buffer
layer) samples was accompanied by the formation of
columnar structures (Figs. 1a, 1b). The main types of
defects observed in these structures were threading dis-
locations, stacking faults in the (0001) basal plane, and
inversion domains. It turned out that the growth of the
GaN base layer on a low-temperature thin GaN buffer
and without it (only with nitridation of the substrate)
resulted in amost the same interface—a 20- to 30-nm-
thick thin defect transition layer (seen in the TEM
image) at the heteroboundary with the substrate. These
data are in agreement with the results obtained by Byun
et al. [17], according to which a thin amorphous buffer
layer is directly formed by plasma treatment of sap-
phire, which issimilar to our conditions of the substrate
nitridation with nitrogen plasma prior to the growth. In
our structures, the mean thicknesses of the transition
layer in the first- and second-type samples were esti-
mated at 28 and 23 nm, respectively. The column
lengths in these samples were equal to 1 and 2 pm,
respectively.

As can be seen from the TEM images of samples of
both types, the formation of a GaN columnar structure
does not imply that columns necessarily grow starting
fromthe buffer layer (Figs. 2, 4). In addition to columns
emanating from the interface, there are inversion
domains adjacent to these columns, which, taken
together, form a unity. During the growth of a GaN
layer, broad columns with diameters of the order of
100-300 nm are separated into narrower columns. This
separation is observed on the surface of aparticular col-
umn beginning with aheight of approximately 200 nm.
The mean column diameters measured at the surface
and the mean distances between columns are listed in
the table. We failed to achieve a clear visualization of
the distance between the columns in the second-type
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Fig. 1. SEM micrographs of columnar structures on cleav-
ages of (a) the first-type sample grown with alow-tempera-
ture buffer layer and (b) the second-type sample without
buffer layer.

Fig. 2. A cross-section (21 10) TEM weak-beam (g, 3g)
image of the first-type sample with a 28-nm-thick buffer
layer for the operating reflection (0002).
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Results of analyzing the electron microscope images for GaN/Al,05(0001) samples of two types

Dislocation density, 10° cm Column density, Mean distance | ,, ean column
Sample no. : 10° cm2 between thickness, nm
screw edge mixed columns, nm
377(1) 57+05 6.4+ 0.6 6.4+0.6 12+3 14+3 50+ 18
376(11) 14+3 6+2 6+2 10+1 60+ 4

samples with a thinner transition layer because of the
certainlocality of the TEM technique. It isworth noting
that the first-type samples with a low-temperature
buffer and a 28-nm-thick transition layer exhibit a sub-
stantial scatter in column diameters, whereas the distri-
bution of distances between columns remains uniform
throughout the film (see table).

In order to elucidate the origin of the inversion
domain formation, we examined the interface between
the Al,O; substrate, the GaN transition layer, and the

GaN base layer. Asis seen from the (21 1 0) cross-sec-
tion dark-field images obtained with the operating

Fig. 3. Cross-section (21 1 0) TEM dark-field images of the
first-type sample with a 28-nm-thick buffer layer for the

operating reflections (a) (0002) and (b) (011 0).

PHYSICS OF THE SOLID STATE Vol. 43 No. 1

reflections (0002) and (0110) for the first- and second-
type samples (Figs. 3a, 3b and 5a, 5b, respectively), the
transition layer isnot uniformly crystallized and homo-
geneous throughout the thickness. In the transition
layer, there exist regions (about 50 nm thick) displaced

with respect to each other in the [0111] direction,
which form the initial portions of inversion domain
boundaries. Note that these displacements arise from
the stepped substrate surface (Figs. 3, 5). Thetransition
layer, asawhole, consists of the (0001) stacking faults,
which is confirmed by the presence of dark and bright

aternating lines paralel to the interface in the (0110)
image (Figs. 3b, 5b). Asis known [18], the polarity of
this plane can be judged from a specific contrast (bright
or dark) of the last line, which bounds the stacking
fault. It isseen that the contrasts of theselinesfor buffer
regions that correspond to columns and inversion
domains are opposite, which supports different polari-
ties of the matrix columns and the inversion domains
(Figs. 3, 5). Xin et al. [19] showed that, depending on
the operating reflection (0002) or (0110), the contour
contrast perpendicular to the interface at the inversion

domain boundary makes it possible to determine the
type of this boundary. With this technique, we found

that the inversion domains have the (0110) and (1120)
boundaries (Figs. 3, 5).

Threading dislocations of different types were
investigated using a method based on the extinction of
dislocation contrast when the direction of the operating
reflection was perpendicular to the Burgers vector b. In
this case, the images were obtained under weak-beam
(g9, 3g) conditions at which a strong contrast of strain
fields induced by dislocations was suppressed. A clear
contrast observed for threading dislocations under
weak-beam (g, 3g) conditions for the operating reflec-
tion (011 0) and its extinction for the operating reflec-
tion (0002) allowed us to conclude that these are edge
dislocations with the Burgers vector b = [hk10L] Wu

et al. [20] revealed that dislocations of thistype are par-
tial edge dislocations with the Burgers vectors b =

1/3[11200and b = /321 100

The screw dislocations with the Burgers vector b =
[0002[were identified reasoning from the contrast in

the (21 10) cross-section for the operating reflection
(0002) and the extinction of the contrast for the operat-
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Fig. 4. A cross-section (21 10) TEM weak-beam (g, 3g)
image of the second-type sample with a 23-nm-thick buffer
layer for the operating reflection (0002).

ing reflection (011 0). Didlocations that exhibit a con-
trast (or its partial extinction) under al the above con-
ditions have the Burgers vector b = [hk1mCJAccording
to [20], dislocations with a similar contrast are the
mixed dislocations with the Burgers vector b =

1/3[112 3]. The densities of the screw, edge, and
mixed threading dislocations were determined from
analysis of the TEM images of samples of two types
(seetable). The dataon the mean column sizes obtained
by the TEM method are somewhat different from those
obtained by the SEM method because of the locality of
the former method.

It is of interest that the dislocations in the first-type
sample with a 28-nm-thick transition layer (the growth
with alow-temperature GaN buffer) exhibit an inhomo-
geneous spatial distribution over the film. In particular,
the highest dislocation density is observed either in the
region of inversion domains or in the GaN columns
whose thickness exceeds a critical size of ~50 nm. It
should be noted that this critical size coincideswith the
mean thickness of the GaN columns (see table). The
diameter of an inversion domain decreases to 13 nm
with distance away from the interface, but the domain

withthe{0110} and {1120} boundariesintergrowsup
to the surface. In the second-type sample with a23-nm-

thick transition layer (the growth without buffer layer),
the mean column size increases and the distance
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Fig. 5. Cross-section (21 1 0) TEM dark-field images of the
second-type sample with a 23-nm-thick buffer layer for the

operating reflections (a) (0002) and (b) (011 0).

between the columns decreases considerably. No
dependence of the dislocation density on the spatia
arrangement and the size of columnswas found for this
sample.

All the foregoing allow us to draw the following
inferences. The GaN nanocolumns with a mean diame-
ter of 50 nm were grown on the (0001) sapphire sub-
strates by using self-organization processes upon
molecular beam epitaxy with a high-frequency plasma
activation without postgrowth treatment (for example,
plasma etching). In the sample with a low-temperature
buffer layer, the minimum diameter of columns was
equa to ~20 nm and their mean density was ~10%° cm 2.,
Most likely, the higher density of columns and their
smaller mean diameter in the sample with a low-tem-
perature buffer layer can be explained by the higher
density of steps at the low-temperature buffer and (or)
the larger diffusion length of atoms along the surface at
lower rates of growth (lower flow rates of gallium). The
mean dislocation density was equal to ~2 x 10'° cm,
and no dislocations were observed in columns whose
diameter waslessthan 50 nm. In the GaN layer without
the low-temperature buffer, the minimum column size
was equal to ~50 nm. Reasoning from the gallium-rich
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growth conditions and the earlier investigationsinto the
growth mechanism under similar conditions[9], we can
conclude that, in our case, the growth most probably
proceeds through the vapor—liquid-solid mechanism;
however, adetailed elucidation callsfor further investi-
gations.

Summing up the results obtained in TEM observa-
tions, we can note the following. The GaN columnar
structure is formed under the growth conditions
described above. In addition to single columns, there
are regions containing both GaN column and inversion
domains adjacent to this column. The columns can
originate both at the interface and on the surface of ini-
tially wide columns beginning with a certain height.
The examination of the interface showed that the
stepped surface of the substrate leads to displacements

of the buffer regions along the (011 1) direction, which
initiates the formation of inversion domain boundaries.
A further deposition of the material is accompanied by
a decrease in the diameter of inverson domains to

13nm and their intergrowth with the {0110} and

{1120} boundaries up to the surface. In the first-type
sample with a 28-nm-thick transition layer, there exist
dislocation-free columns with diameters less than
50 nm (which coincides with the mean column diame-
ter in this sample), even though the total dislocation
density israther high (1.9 x 10'° cm™). For the second-
type sample with a 23-nm-thick transition layer, the
mean column diameter increases and the distance
between the columns decreases substantially. More-
over, the dislocation density increasesto 2.6 x 10 cm.
Therefore, it can be concluded that the growth of GaN
columnar structuresis governed to alarge extent by the
initial growth conditions (with a low-temperature
buffer layer and without it). Thisis likely explained by
an increase in the step density at the surface of the
buffer layer, even though the defect transition layers
with amost identical thicknesses are formed upon
growth in both cases.

The mechanism of the growth of columnar nano-
structures, the role of low-temperature buffer layersin
the further improvement of the nitride crystal quality
(which is an urgent problem [21]), and the controlled
growth of dislocation-free whiskers with a mean diam-
eter of lessthan thecritical value (~50 nm) and their use
in practice invite further investigation.
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Abstract—An electrostatic model for calculating the band-gap renormalization in a two-dimensiona (2D)
semiconductor layer (quantum well) due to the Coulomb interaction between nonequilibrium charge carriers
has been proposed. Consideration is given only to the first quantum-well energy levels for electrons and heavy
holes. The exchange and correlation energies are calculated for the first time taking into account the charge-
carrier potential energy fluctuations created by electrons and holes along the 2D layer. A relationship for the
screened Coulomb potential along the 2D layer is derived, which, within the extremely narrow quantum-well
approximation, transforms into the known expression. The band-gap renormalization and the photolumines-
cence line shapefor the GaAs 2D layer in an Al,Ga, _,As matrix are computed depending on the concentration
of nonequilibrium electrons and holes. The cal culated band-gap renormalization isin agreement with the avail-
able experimental data at a high photoexcitation of the quantum well when the el ectrons and holes form the 2D

plasma. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

The exchange and correlation interactions between
free charge carriers lead to areduction in the band gap
Eg in both three-dimensional (3D) crystalline semicon-
ductors and two-dimensional (2D) layers [1-5]. For
example, as the concentrations of noneguilibrium elec-
trons n and holes p increase from zeroton = p = 3 x
10%2 cm?, the band gap in a GaAs 2D layer (with the
thickness L = 10 nm in an Aly3Gay,As matrix) at T =
4.2 K decreases by approximately 60 meV [4, 5].
According to Volkov et al. [6], electrons and holes at
concentrations n = p = 5 x 10 cm and more in the
GaAslayer with athickness of 30 nm form an electron—
hole plasma and are not bound into excitons.

Schmitt-Rink et al. [1] explained the band-gap
renormalization AE; > 0 in a quantum-well 2D layer
only by the convergence of the conduction (c) and
valence (v) band edges asaresult of the exchangeinter-
action between charge carriers. In the framework of the
model proposed by Das Sarmacet al. [2], AEy in a 2D
layer was cal cul ated within the random-phase approxi-
mation for the wave functions of electrons and holes
with due regard for their interaction with phonons (in
the Frohlich approximation for 3D crystals). Fluctua-
tions in the potential energy of electrons and holes
along the 2D layer due to their Coulomb interaction
with each other and with impurity ionswere ignored in
[1, 2]. This complicated the analysis of changesin the
band gap E,4 and the spectral distribution of photolumi-

nescence in a 2D layer at different parameters of the
layer and matrix materials and photoexcitation levels.

The aim of the present work was to calculate the
band-gap renormalization in a photoexcited 2D layer
(quantum well) with the inclusion of electrostatic
potential fluctuations (created by the electron—hole
plasma along the layer) on the basis of the model pro-
posed earlier in [7, 8] for adoped 3D crystal.

2. BASIC RELATIONSHIPS

The GaAs quantum wells in an AlL,Ga, _,AS matrix
are usually produced on the crystalographic plane
(200). Let us define the 2D layer (quantum well) by the
XOY plane and the perpendicular 0Z axis. The layer area
is S, and the layer thicknessisL.

The energy of an electron (ahole) E, (Ej,) at thejth
guantum-well level can be estimated within the infi-
nitely deep quantum-well approximation [1, 9]: By, =

(Tif)2I2mi, L2, where my,, is the effective electron

(hole) mass responsible for the energy quantization
acrossthe 2D layer (the subscriptsn and p refer to elec-
trons and holes, respectively).

As in the GaAs 3D crystal, the E, energy and the
density of states for electrons are calculated using the

mass m? = m = 0.0665m, (where my, is the mass of

afree electron). The Ej, energies for holes are deter-

mined using the effective masses [1, 9-11]: mﬁfﬁ =

1063-7834/01/4301-0157$21.00 © 2001 MAIK “Nauka/ Interperiodica’



158

my/(y1 — 2y,) = 0.4m, for a heavy hole and m{y =
my/(y; + 2y,) = 0.087m, for alight hole (wherey, = 6 98
and y, = 2.25 are the Luttinger parameters [10]). The
density of states for holesin the 2D layer in the (100)

plane is computed with my) = my(y; + y,) = 0.11m,

and m\Y” = my(y; —,) = 0.21m,

Since m(z) < m(p?,, the quantum energy level of a

light hole El , islocated in the v band at a greater depth
compared to the level of a heavy hole E,,. Therefore,
E, isequa to the energy gap between the first quantum
levels of electrons and heavy holes E; = Ey + By, +
E1pn Where Ey, is the band gap in the 3D crystal. The
dependences of E; ., on the thickness of the GaAs 2D
layer in an AlAs matrix were obtained by Franceschetti
and Zunger [12].

For simplicity of calculations, hereafter, we will
consider only the first quantum levels (j = 1) of elec-
trons and heavy holes that form a two-dimensional
plasma. Since only heavy holeswill beincluded in fur-
ther calculations, the subscript ph will bereplaced by p.

According to the model proposed earlier [7, 8], the
one-particle energies of the correlation E and

exchange (E{™ and ES™ ) interactions between elec-

trons (n) and heavy holes (ph) additively enter into the
relationship for the band-gap renormalization AE, in
the quantum well, that is,

AE, = E;—Ey = E+EP?+EY9>0, (1)

where E; isthe band gap in the 2D layer upon excita-

tion of an electron-hole gas and E; isthe energy gap in
the 2D layeratn=p=0.

Let us now consider ahigh level of the photoexcita-
tion of the 2D layer, i.e., the case when the concentra-
tion of impurity ions in this layer is negligibly small
compared to the concentration of nonequilibrium elec-
trons and holes and can be ignored. Then, the electro-
neutrality equation has the form n = p. We take into
account that the potential energy U of both an electron
and a holefluctuates along the 2D layer dueto theinter-
action of charge carriers with each other. By generaliz-
ing the results obtained in [1, 4] to the case of electro-
static potential fluctuations[7, 8], the mean two-dimen-
sional concentration of delocalized electrons n (holes
p) at afinite temperature can be written as

mE]Xy)+°° +o0
n = G,duU [ f.dE,
nth " 1[ "
o beo (2
m(xy)
p =

#J’Gpdu{ f ,dE,
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where f,,)(E) = (1 + exp((E — Fy/ksT)) ™ is the Fermi—

Dirac function for electrons (holes), E = (ik)Z2m™ + U
is the energy of the electron (heavy hole) with the
quasi-wave vector k aong the quantum well, F,; isthe
Fermi quasi-level in the c(v) band, kgT is the thermal
energy, and G;;(U) is the density of potential energy
distribution of electrons (holes).

The energy and the Fermi level F;, of the electron
(hole) are reckoned from the first quantum level of the

electron Ey, = (10:)22m{” L2 [for the heavy hole, E,, =

(2)22m” L?] deep into the allowed energy band with-
out photoexcitation of the 2D layer.

We assume that the density of distribution of the
potential energy U of the electron (hole) over the 2D
layer is Gaussian

1 expD UZD
Jomw o Hoowd

where W= W, = W, is the root-mean-square fluctuation
of the energy.

At W > kgT (formally, at temperature T — 0),
from relationships (2) with due regard for expression (3)
within the approximation of the complete degeneracy
of electrons at the first quantum level in the ¢ band
(heavy holesin the v band), we have [13—-15]

Gn(p)(U) = (3)

o i

n = p = p I (Fn(p) U)Gn(p)dU 21_[;2
o (4

0 F. P00

<. [1+erf [F“(p)D} expG—

0 ”“’)[ w20 on O 2w

At W < kgT [formally, in the absence of fluctua-
tions, G, — o(U)], from relationships (2), it follows
that [16]

(xy)

n = p = ﬂ(P)J‘ fn(p)dE
)
(xy)
ke T [F
Mh(p)Ke n(p)[]
- In[l + eXpDkBT D}'

Notethat, a T — O, the concentration of electrons
(heavy holes) at the first quantum level is approxi-
mately equal to the total concentration n = p, provided
that the averaged (over the 2D layer) maximum kinetic

EXN satisfies the condi-

energy of the electron (hole) E,

tion

No.1 2001



ELECTROSTATIC MODEL OF BAND-GAP RENORMALIZATION

Fam

k
Eﬁ('pr;) = f (Fagp) =U) GipydU
(6)
_ nh n
) < E2n(p) - Eln(p)
n(p)

As was shown in [1, 9], the difference between
the energies of the second and first quantum levels can

be estimated as Eyp — Einp = 3(T02)22mio L2
Then, from relationship (6), it follows that our analy-

sis can be restricted only to the first quantum levels
inthe ¢ and v bands of the 2D layer: n < 31/2L2 and
p < 3mm¥ /2L2m? .

2.1. Let us consider models for the charge density
distribution over the two-dimensional electron—hole
plasma. The root-mean-square fluctuation W of the
electrostatic potential energy of an electron and a hole
can be calculated with due regard for the fact that they
are not bound into the excitons; i.e., they should be
spaced apart from each other along the 2D layer.
According to the quasi-classical estimates[17], thedis-
tance between the electron (hole) and the nearest elec-
tron or hole is approximately equal to the diameter of
the 2D region per electron (hole): 2r. = 2(Ti(n + p))~Y2
The charge density distribution for each electron (hole)
in the calculation of W can be expressed in the form

e o(r.-1), )

pn(p) =P = T[I'_gL
where 6(r. —r) is the Heaviside function [B(r, —r) =0
ar>r.and0(r.—r)=1atr<rg.

In the Debye-Huickel calculations of the screening
length and the correlation energy E©, each electron
(hole) can be represented in the form of a“wire” whose
charge density is uniformly distributed across the 2D
layer. At a high concentration of photoexcited charge
carriers (r, << L), it follows from Eq. (7) that

Or(e/L)d(r) at -L/2<z<1/2
n = = 8
Pripy = P2 Ep at z<-L/2; z>L/2, ®)

where (r) is the two-dimensional Dirac function.

The exchange interaction E(%ﬁ) of electrons (holes)
in the 2D layer cannot be calculated by specifying only
the charge density. It is necessary to use the wave func-
tion of the electron (hole) with the quasi-wave vector k
at the first quantum level (j = 1). Within the infinitely
deep quantum-well approximation [9], we have

W(r,2) = DZ 0" costTEexp(ikr) ©)

and the density of charge distribution is p,g = P3 =
F gW (r, 2]? = F (2e/L9cos*(T/L).
PHYSICS OF THE SOLID STATE Vol. 43  No. 1
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2.2. The root-mean-square fluctuation of the poten-
tial energy of an electron (hole) W= W, = W, along the
guantum well can be calculated using the pure Cou-
lomb interaction only between the nearest delocalized
charges[7, 8]. The charge density distribution for each
electron (hole) is given by expression (7). The energy
of the Coulomb interaction between two touching disks
(eachwith radiusr, and thickness L < r.), whose charge
te is uniformly distributed over the volume, virtually
does not differ from the energy of interaction between
the same point charges separated by the distance 2r, =

2((n + p))~Y2 = 2(2rm)~2. Hence, the magnitude of the
interaction energy |U;| for the two nearest electrons
(holes) in the 2D layer is taken to be |U;| = €%/(8Ter,).
For the closest packing of charged particles along the
2D layer, each particle has the six nearest neighborsin
thefirst coordination sphere. Inthis case, in the absence
of correlation between the location and the charge sign
of aparticle, a n = p, we have

6 /2 2
e 1/2
W =0 PUD S (3mn)"*,
= 8mer, 4T, £, (10)

where P; = 1 isthe probability that the nearest neighbor
of a particular electron is the electron or hole and

°_PU=0.

Note that the ratio Y, between the magnitude of the
mean potential energy of the Coulomb interaction for two
particles and the mean kinetic energy of a particle [rela
tionship (6)] in thetwo-dimensiona e ectron-hole plasma
iS Vg = IUVESS = (€mi) /4mer?)(2m) 2. In the
GaAs 2D layer at 10" cm? < n=p < 3 x 10 cm?, the
energy parameter of plasmaimperfection [18, 19] var-
ies in the ranges y, = 1.3-0.07 for electrons and y, =
2.1-0.12 for heavy holes. Consequently, the electron—
hole plasma becomes more perfect with an increase in
the level of photoexcitation of the 2D layer.

2.3. Now, we dwell on the screening of the Coulomb
potential of an electron (hole) in the photoexcited
plasma of the 2D layer. Thetotal electrostatic potential
¢(r, 2 of the charge ¥ e with the density Prp) = P2
according to relationship (8) and its screening cloud
with the density p = e(p(¢) — n(¢)) can be found from
the linearized Poisson equation (in the cylindrical coor-
dinate system)

an)g a¢ _ _(Pnp tPs)
rordar0" 0> €
20,29 . L___L 11
D‘sL5(r)+ La A 35253 (1)
L
%b at z<—§,z> >
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where € = €,&, is the static permittivity of the 2D layer
crystal lattice, €, is the permittivity of free space,
pJr,2) = —2ed(r, 2/LA is the charge density of the
screening cloud, and

AL = e’ ron +@D
28Q9F anD

isthe reciprocal of the screening length in the 2D layer
[16, 20, 21].

At low temperatures (kT < W), from relation-
ships (12) and (4) we obtain [13—15]

(12)

En(xy)%L +erfH
DD
4nsﬁ E{/Vf (13)
p (111
E{N [DD]
At high temperatures (kgT > W), from relation-
ships (12) and (5), we have [16, 20]

+ mfjxy)%l +erfd

ez 0 mg Xy)

omefi 2L+ exp(—F/kgT)

A=
(xy)
+ My’

1+ exp(—F,/ksT)U

The potentia ¢(r, 2) that obeys the Poisson equation
(12) will be sought in the form

_ TFe , d’*k
o(r,2) = z—sIeXp(lkr)qJ(k, Z)(Zn)z

e (14)
= 4—;8 [K3otkr) (k, )k,

where Jo(kr) = (2 Onexp(ikrcosa)da is the zero-
order Bessel function and ®(k, 2) is the Fourier trans-
form of the ¢(k, z) potential.

Substitution of Eq. (14) into expression (11) gives
the equation for determination of ®(k, 2)

R 2 2 _ 2
- +ﬁ%p = - a -L/2<z<L/2,
(15)
a_cb_kq: =0 a z<-L/2,z>L/2,
07
in which we took into account that o(r) =
] d’k kJo(kr)dk
exp(ikr) — = [ ————.
Joo )(211)2 Jo=2n

The combined equations (15) are solved taking into
account that ¢(r, z) becomes zero at [z — o and that
the ¢(r, 2) potential and the electric induction are con-
tinuous a r # 0 and z = £L/2. Inside the 2D layer (at
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-L/2 < z< L/2), the projection of the electric induction
onto the 0Z axisisequal to—,£,00(r, 2)/0z Outside the
2D layer (at z < -L/2 and z > L/2), the projection of
the electric induction onto the 0Z axis is equal to
—€m€000(r, 2)/0z, where €,.&, is the static permittivity
of the matrix. Asaresult, intheinterval -L/2<z< L/2,
we have

Ok 2) = ==
KL
0 ke, cosh(k g {19
o ko)) O
O ke, sinh(kL/2) + ke, ,cosh(kL/2)O

where K = k2 + 2/L\.

Let us average the density of the screening charge
pJ(r, 2) over the thickness of the 2D layer. From rela
tionships (11), (14), and (16), it follows that

L/2
_ 2l
p1) = 557 [ 6(r 2ckz
_ te 28
= = IkJO(kr)CD(k)dk
where
1 L/2
(k) = T [ @k oz
—L/2
20 2 ke, sinh(KL/2) 0
LK?D  Lkke, sinh(KL/2) + ke, ,cosh(KL/2)0

and the net charge screening the electron (hole) is
equal to

00

2nLIr p(r)dr = te.

The averaged (over the thickness of the 2D layer)
screened potentia of the electron (hole) is given by

L/2
00) = { [ o(r,2)dz
-L/2
- 1.L. & =0
- ZspS() 4TterXD\

where x(r/A, L/, g/, isthe dimensionless screening
function of the Coulomb potential in the plane of the
layer (quantum well) [see Eq. (17)].

Inthelimit of athin 2D layer (L < A) when the per-
mittivities of the layer and the matrix are equal to each
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other (g, = €,,), the screening function takes the known
form [16, 20]

dt.

_ ) _ ()
(XA LN = XON) = [
0

2.4. Asfollows from [7, 8, 14], the Debye—-Hickel
energy of the correlation interaction between ahole and
electrons screening the holeis defined as E©) = —(E,,, +
Enn) > 0, where E, is the energy of the Coulomb inter-
action between the hole and the electron cloud screen-
ing the hole and E,, is the interaction energy for elec-
trons of the cloud (with the net charge equal to —€).

The magnitude of the energy of the pure Coulomb
interaction between two electronsand (or) holes, which
are separated by the distance r and whose distribution
over the 2D layer is described by relationship (8), can
be written as

L/2 L/2

2

dz
u)l = e—2 az [ ——
eL —7_[2 —f[;z“/rz"'(z—z)z (18)
2
4T[£r &r. L),
where

&r,L) = Zg[arcsnh["m LE*L /%‘Eﬂlﬂ

IimLE(r, L) = 1.

Then, according to [7, 8, 14], with alowance made for
the fact that the interaction of charge carriers is deter-
mined by relationship (18), we obtain

Ips(r)lﬁ(f L) 2

Epn_ np 4T[8J- dr<0
Enn = Epp = ————LZJ'ps(r)dzr (19)
pLr&(r —r, L) Fr

>0,

Ji

in which the integration is performed over the entire
area S of the quantum well (2D layer), pJr) =
—-2ed(r)/LA is the density of the charge screening the
“central” hole (electron) of the cloud [expression (17)],
and &(r, L) is defined by expression (18).

Ir —r

By using expressions (19), the correlation energy
E© at 0.03 < A/L < 30 (experimentally actual range)
PHYSICS OF THE SOLID STATE  Vol. 43
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can be approximated by the following relationship:
(cor) _
E = _(Epn + Enn)
) 20)
_ [h[? 74D 2 (
13In(L + 0TI i

Since, the screening length A, which is defined by
relationship (12), does not depend on the thickness L of
the 2D layer, it follows from expression (20) that the
energy E increases with adecreasein L.

2.5. Now, we separately calculate the energies of
exchange interactions between degenerate electrons
and holes at temperature T — 0 with inclusion of the
electrostatic potential fluctuations along the 2D layer.

According to [22, 23], the energy of the exchange
interaction between an electron (hole) with the wave
vector k and the other electrons (holes) of the 2D layer
at the first quantum level can be represented in the
form

EC (k) = z .[ dz f dzId erslr —

k' —L/2  -L/2

Wi(r, We(r', 2)P(r', 2)¥(r', 2d°r

2
8 1
- nglk—k'l

e 1

22t |

K <Kn(p)

k—K]|

Here, the wave function of the electron (hole) W,(r, 2)
is defined by formula (9) and

(xy)

1/2
Kngp) = [2ME) (Frpy = U)/A7]

n(p)
is the two-dimensional quasi-wave vector of the Fermi
electron (hole) with the potential energy U and the
maximum kinetic energy F,, — U in the 2D layer
region.

As follows from [22, 23], the expression for the
average [over the two-dimensional wave vector k of
electron (hole)] energy of the exchange interaction per
electron (hole) at T— 0 can berearranged to theform
(cf. [24])

2

(exc) _ 1 1 (exc) €
= KKk = ———
n(p) 2 kﬁ(p)k;[() n(p) 2(2ﬂ)38kﬁ(p)
21)
2 d’k’ e (
x J' d’k J’ KK ~O424n£kn(p)

k<Knepy K <kn(p)

The averaging of the energy defined by relation-
ship (21) over the 2D layer at W > kgT gives the aver-
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age energy of the eectron—electron (hole—hole)
exchange interaction per charge carrier, which is inde-
pendent of the layer thicknessL, that is,

(exc)
n(p)

2 (xy)
e",/2m
I E(nixp?en(p)du =~ 042
4meh
(22)

)

1/2
X [ (Fa=U)"GudU >0,

—00

where the Fermi quasi-level F,, is determined from
Eqg. (4) taking into account Eq. (3).

Thus, relationships (1), (20), and (22) describe the
energy-gap renormalization AE, > 0ina2D layer upon
photoexcitation of the electron-hole plasma in the
layer.

2.6. Let us now determine the luminescence line
shape upon recombination of electrons and holes in a
2D layer as a function of their concentration and tem-
perature.

Since the nonequilibrium charge carriers them-
selves produce the electrostatic potential relief along
the 2D layer, the “vertical” and “nonvertical” events of
recombination of an electron with aholein the energy—
coordinate space (the r space) can be considered
eguiprobable. This assumption distinguishes the pro-
posed model from the model of band-to-band recom-
bination, which accounts for the fluctuation potential
of impurity ionsin a 3D compensated semiconductor
[25-27].

The probability of the recombination between the
electron with the kinetic energy E. — U, and the hole
with the energy E, — U, in the energy—quasi-momen-
tum space (the k space) will be designated as P,. Let
us consider two limiting cases: (i) the electron transi-
tions from the ¢ band to the v band are allowed without
observance of the guasi-momentum selection rules
when P, =1 at all theenergiesE,—U.andE,—-U,, and
(i) only vertical transitions (the quasi-momenta of the
electron and the hole are equal to each other) are
allowed when

Pe = 8(ML”(Ec—U.) -mp™(E, - U,)).

Without regard for the quasi-wave vector selection
rulesfor electrons and holes, the spectral distribution of
the photoluminescence intensity |(Aw) with the photon
energy #w is described by the relationship

+o0o

(16 D [ 1,(EQ T (oo~ B~ Eo)E,
(23

E fo—Ey—E,

J' Gy(U,)du,,

C

x IGn(Uc)dUc
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where E; = Ey + Ey,, + Eyp— AE  isthe band gap in the
photoexcited 2D layer. The Fermi quasi-level F,, in
the function f,,; is determined by relationships (2).

Note that expr ion (23) specifies the known rela-
tionship for the intensity 1(2w) of the band-to-band
recombination radiation [4, 5] for the case of Gaussian
fluctuationsin the potential energy of an electron (hole)
along the 2D layer. The photoluminescence without
observance of the quasi-wave vector selection rulesand
in the absence of fluctuations in the potential energy of
electrons and holes along the 2D layer [at G
o(U)] was considered by Afonenko et al. [28].

In the case when only vertical eectron transitions
from the ¢ band to the v band of the 2D layer in the k
space are taken into account, formula (23) can be rear-
ranged to the form

n(p) 7

+o00

(i) O [ Gy(U)dU,
(24)

fiw-Ey-U,

x J' Gp(Uy) Fr(Ecd fo(Eyy)dU,,

where the total energies of the electron E,. and the hole
E,, with the same quasi-wave vectors at the first quan-
tum level in the c and v bands are as follows:

mify)(ﬁco— Ey,—U,)+ mu,

Bee = 0+ !

my” (ho—Ey—Ug) + mg”U,

(Xy) (xy)
P

Evv -

+m,

3. COMPARISON BETWEEN RESULTS
OF CALCULATIONS AND EXPERIMENTAL
DATA

First, we evaluate the ratios between the energies W,

EC© and Eﬁff);‘):) which, according to formulas (10),

(20), and (22), characterize the el ectron-hole plasmain
the GaAs 2D layer (L = 10 nm and €, = 12.4). For this
guantum well, an increase in the concentration of non-
equilibrium charge carriers from n = p = 10" to 3 x

103 cmr? leads to an increase in the ratio (EX9 +

E(pexc) YE®© from 0.4 to 8 and the ratio W/E®™ from
0.7to7.

Figure 1 displays the dependences of the band-gap
renormalization AE, = E@ + E{X? + E(*? > 0 onthe

concentration of nonequilibrium electrons (holes) for
the GaAs quantum well in an Al,Ga, _,As matrix. The

caculation of AE; = E; — E; > 0 was performed
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according to relationships (1), (20), and (22) at L = 10
(curve 1) and 2 nm (curves 2, 3). The parameters used

in the calculations were as follows: m{® = 0.0665m,

mﬁ,xhy’ - mﬁ)xw = 0.11my, and g, = ,,, = 12.4. The exper-

imental data shown by open triangles and circles (a and
b) were taken from the review [4], and those designated
by closed sguares () were taken from [5]. The latter
data for L = 2.3 nm correspond to the case when the
bottom of the ¢ band in an Al,Ga, _,As matrix which
containsthe GaAs 2D layer lies below the bottom of the
c bandin thislayer [12]. Therelative permittivity of the
GaAs 2D layer a liquid-helium temperatures is
g, =124 (asin the 3D crystal [29]), and the relative
permittivity of the matrix AlAsisg,,, = 10.1.

As the concentration of nonequilibrium electrons
and holes increases fromn = p = 10* to 3 x 10% cm™,
the screening length A calculated by formula (13)
decreasesfrom 5.4 to 2 nm, so that the condition for the
applicability of approximation (20) for the correlation
energy EC isfulfilled for the data shownin Fig. 1.

At a weak photoexcitation of the GaAs 2D layers
with thickness L < 3 nm, the indirect electron-hole
radiative transitions are observed both in the coordinate
and quasi-momentum spaces (X transitions). However,
at a strong excitation, owing to the band-gap renormal-
ization, the number of thedirect I' transitions typical of
thicker 2D layers [12] becomes considerable and even
predominant. Since the electrons are partly distributed
outside the GaAs 2D layer, their contribution to the
screening of the electron—hole interaction is smaller
than the contribution of the heavy holes located inside
the 2D layer. Consequently, the electrons distributed
outside the 2D layer serve as the background which
provides the electroneutrality of the system and affects
the root-mean-square fluctuations W, = W,,. In this
respect, the calcul ations of AE, were performed for two
limiting cases: (i) the nonequilibrium electrons are dis-
tributed outside the 2D layer (Fig. 1, curve 2), and (ii)
the nonequilibrium electrons reside within the 2D layer
(Fig. 1, curve 3).

The AEy values cal cul ated under the assumption that
the fluctuation potential is absent (W < F) in the
two-dimensional degenerate eectron—hole plasma
(ks T < Fp) are also shown in Fig. 1 (curves 4, 5). In
this case, relationship (13) for the distance of the elec-
trostatic field screening in the (100) plane of a*“ perfect”
GaAs 2D layer at n = p gives

21E, €411

= 1.85 nm. (25)

ez(mgXY) + m(pxy))

Taking into account this result, the correlation energy
E© defined by expression (20) does not depend on the
concentration of electrons and holes.
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Fig. 1. Dependences of the band-gap renormalization AE

on the concentration of nonequilibrium electrons (holes) for
the GaAs quantum well in an Al,Gay _,As matrix at T =

4.2 K. Points are the experimental datataken from (a, b) the
review [4] at L =10 nmand (c) [5] at x=1and L =2.3 nm.
Solid lines correspond to the calculations of AEy from
expressions (1), (19), and (22) at L = (1) 10 and (2, 3) 2 nm.
The screening lengths are calculated taking into account
(1, 3) electrons and holes (n = p) and (2) only holes (n < p).
Dashed lines represent the results of calculations without
regard for the fluctuation potential (W < Fy;)) at L =(4) 10

and (5) 2 nm.

At W < F), the Fermi level F,, = h2/m() is
determined by the electroneutrality equation (4). Then,
by using relationship (22) and taking into consideration
that G, — 0(U), we obtain the exchange energy per

electron (hole)

2 (xy) 2
EC<9) - 0428 V2w _ 40 € 15

~ ™,
n(p) 4meh 4TiE

which is identical for the degenerate electrons and
holes.

Note that the experimental data on the band-gap
renormalization AE, > O taken from different works
(see review [4]) are not entirely consistent with each
other. Most likely, such an inconsistency can be associ-
ated with different methods used in these works for
estimating the concentration of nonequilibrium elec-
tronsand holesin the 2D layer. However, as was shown
in[4, 5], AE, increases with adecrease in the thickness
L of the quantum well (2D layer). Thisis confirmed by
our calculations (Fig. 1).

The photoluminescence spectra calculated from
expression (24) for the GaAs quantum well with thick-
ness L = 10 nm in an AlAs matrix at temperature T =
4.2 K and concentrationsn = p = 10 and 3 x 10* cm?
aredepicted in Fig. 2 (solid curves 1, 3). For this quan-

(26)
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Fig. 2. Calculated photoluminescence spectra of the GaAs
quantum well with the thicknessL = 10 nmat T=4.2K for
concentrations of nonequilibrium electrons and holes n =

p=(1,2) 10" and (3, 4) 3 x 1012 cm2. Curves 1 and 3 cor-
respond to the calculations according to formula (24).
Curves 2 and 4 represent the data calculated from expres-
sion (23).

tum well, according to [12], the energy gap in the
absence of photoexcitation is Ey = Eg + Ejy + Ejp =
1564 meV (where E4 = 1519 meV, E;, = 38.2 meV, and
E;,= 6.6 meV), AE; = 18.7 meV at n = p = 10" cm,
and AE; = 43.1 meV at n = p = 3 x 10" cm2. The pho-
toluminescence spectra computed by formula (23)
without regard for the wave vector selection rules are
displayed by dashed curves 2 and 4. As can be seen, the
difference between the photol uminescence spectra cal-
culated in the framework of the proposed model with
and without regard for the quasi-momentum selection
rulesisinsignificant.

4. CONCLUSION

Thus, the electrostatic model for calculating the
band-gap renormalization AE; > 0 upon strong photo-
excitation of the 2D crystal layer was proposed. The
fluctuation electrostatic potential produced by the pho-
toexcited electron—hole plasma along the 2D layer was
taken into consideration for thefirst time. The exchange
and correlation energies of interactions between elec-
trons and holes were calculated. The photolumines-
cence line shape for the GaAs 2D layer in an AlGaAs
matrix was computed with due regard for only the first
guantum levels in the ¢ and v bands. The calculated
values of the band-gap renormalization are in agree-
ment with the available experimental data.
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Abstract—Theradiation emitted by sodium filmsin the 2.5-5 eV photon energy range as aresult of bombard-
ment by 300-eV electronsis measured. It is shown that the feature observed in the region of 4 eV is associated
with the radiative decay of surface plasmons, while the radiation emitted at 4.6 and 4.68 €V is due to the radi-
ative decay of multipole plasmons. © 2001 MAIK “ Nauka/Interperiodica” .

The advances made as a result of theoretical and
experimental investigations of the dynamic screening
of afield by a metal surface [1-6] provided additional
information on the dispersion of surface plasmons and
led to the prediction of a new branch of surface waves
(multipole plasmons) interacting with the bulk optical
waves at afrequency w = 0.8wy,, where wy, isthe plasma
frequency.

We present below the results of investigations of
multipole plasmons emerging in sodium films as a
result of bombardment of the surface by low-energy
electrons.

1. EXPERIMENTAL TECHNIQUE

Thefilmsstudied by uswere prepared by depositing
99.99% pure sodium metal on a tantalum ribbon by
thermal vaporization at arate of 10 nm/s. The residual
gas pressure in the experimental tube was 1071° Torr. A
copper source was used for sputtering. The thickness of
the film under investigation was measured by a quartz
balance. The tantalum ribbon could be cooled to the
nitrogen temperature and heated to the melting point of
sodium or even higher temperatures. Photographs
obtained in a scanning electron microscope showed
that the ribbon had a statistically uneven surface with a
predominant period of 100200 nm. The choice of the
materials used for vaporization and for the substrate
made it possible to obtain high-purity sodium films on
account of the mutual insolubility of metals. Films of
thickness varying between 20 and 2000 nm were stud-
ied, each film being deposited on a substrate cleaned
preliminarily by heating.

The emission of sodium radiation was stimulated by
a 300-eV electron beam having a cross section of
1 mm? on the sample and a current 3 x 10°A. Such a
choice of parameters rules out thermal heating of the
film being studied or any other kind of variation under
the action of the electron beam. The angle of incidence
of electrons was 45°. The electron beam was extracted
from the source through a sapphire window and was

focused ontheinlet dlit of amonochromator. The emis-
sion spectra were registered by a photoelectric multi-
plier (PEM) counting single-electron pulses in the
interval 2.5-5 eV. The spectral response of the PEM
was measured by the technique described in [7]. The
transmission band width of the quartz monochromator
varied in the range of measurements from 0.04 eV (at
aphoton energy of 5 eV) to 0.09 eV (at a photon
energy of 2.5eV). The peak intensity of the monochro-
matic radiation emitted by sodium films was 200-
300 photons/s.

We recorded the spectrum of radiation emitted at
right angles to the sample surface in a solid angle 7°.
Such an aperture minimized the intensity of the tran-
sient radiation. The observed radiation was associated
with the radiative decay of surface plasmons with a
wave vector equal to the reciprocal of the roughness
periodq;i.e, q + kspz 0, where kspisthe surface plas-
mon momentum [8, 9].

2. DISCUSSION OF RESULTS

The emission spectra measured in sodium films
sputtered on asubstrate at 77 K areshowninFig. 1. The
peak of the spectra was displaced towards lower quan-
tum energies with increasing film thickness, while the
intensity of the radiation at the peak decreased. A split-
ting of the spectra was observed for films with a thick-
nessin the interval 40-200 nm.

As afilm of thickness 1700 nm deposited on a sub-
strateat 77 K (Fig. 1) was heated to 369 K (the melting
point of sodium is 370.8 K under a pressure of
760 Torr), the emission spectrum recorded at this tem-
perature revealed not only the principal peak associated
with the radiative decay of surface plasmons, but also a
peak at a quantum energy of 4.6 eV (curve 1in Fig. 2).
Upon a subsequent decrease in the temperature of the
substrate to room temperature, the amplitude of the
subsidiary high-frequency peak decreases, while the
position of the peak corresponds to a higher energy of
the quanta, viz., 4.68 eV (curve 2in Fig. 2). This peak

1063-7834/01/4301-0166%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 1. Emission spectraof sodium films deposited on asub-
strate cooled to 77 K (the film thickness is indicated in the
figure). Measurements were made at this temperature.

disappears asthefilmis cooled further to 77 K (curve 3
in Fig. 2). The spectrum isreproduced upon arepetition
of the heating—cooling cycle.

Among the emission spectra presented in this work,
the high-frequency peaks at 4.6 and 4.68 eV formed as
aresult of heating of the sodium film are the most inter-
esting ones. These peaks are in close proximity to the
multipole plasmon frequency 0.8w, = 4.58 eV [5]. Such
peaks, which are associated with multipole plasmons,
were first detected in characteristic energy loss spectra
for electronsin sodium films[4, 5]. The coincidence of
frequencies in our case with the presented data unam-
biguoudly indicates that the radiative decay of multi-
pole plasmons was observed in our experiment. Such a
radiation was not detected in experiments on electron—

PHYSICS OF THE SOLID STATE Vol. 43 No. 1

2001

167

/\\
&l

E,eV

Intensity, arb. units

2.5 3.0 3.5 4.0 4.5 5.0
E, eV

Fig. 2. Emission spectra of a sodium film of thickness
1700 nm deposited on asubstrate cooled to 77 K. Spectra 1,
2, and 3 were recorded at afilm temperature of 369 K, upon
cooling to 293 K, and upon further cooling to 77 K, respec-
tively. Theinset showsthe energy distribution of photoelec-
trons for different photon energies (€V): (a) 4.25, (b) 4.5,
and (c) 5[12].

phonon emission involving sodium films deposited on
mirror surfaces of substrates [10], nor in the spectra
presented in Fig. 1. This is even more astonishing in
view of the fact that the effect of multipole phonons on
the quantum yield has been proved convincingly in
experiments on the photoelectric effect [2, 6, 11]. An
increasein the quantum yield of the photoel ectric effect
for a photon energy close to the energy of a multipole
plasmon was aso observed in our experiment on the
photoelectric effect in sodium films deposited on a
highly polished mirror surface [12] (seeinset to Fig. 2).
The quantum yield of photoelectrons from sodium
films of 1000 nm thickness increases at a frequency of
45 ¢V, i.e, at afreguency close to that of a multipole
plasmon (see curve b in the inset to Fig. 2). The
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increase in the quantum yield of the photoel ectric effect
at the multipole plasmon frequency is due to an
increase in the optical wave field at the surface occur-
ring as a result of the interaction of the bulk eectro-
magnetic wave inducing the photoelectric effect with
the surface. Such an interaction is possibleif the law of
conservation of the momentum component parallel to
the surface is obeyed. This condition does not contra-
dict the dispersion of multipole plasmons [5]. Hence,
the radiation associated with the radiative decay of
these plasmons must be observed. The fact that it has
not been detected so far is probably because the phase
volume occupied by apart of the dispersion curveky,, <
w/cissmall (k, isthe multipole plasmon momentum).
The electrons bombarding the surface mainly generate

w .
——— [8]. Since
c/mc’/2E
we bombarded the surface with electrons having an
energy of 300 eV, ky, ~ 30w/c. This means that since
Kmp < @/c, interaction with bulk waves is forbidden for
most of the surface waves occupying amajor part of the
phase volume. Such an interaction can occur only if the
surface contains inhomogeneities with a “period”
(kmp/2M) 7 [8, 9]. Apparently, heating of the sodium film
nearly to melting point in our case “roughens’ the film
surfaceto thescaleq® ~ 10-100 A. In thiscase, the law
of momentum conservation is obeyed, i.e., g + Ky, =0,
leading to an interaction of the surface waves with the
bulk waves. According to another possible mechanism,
multipole plasmons are scattered at roughnesses and
aretransformed into plasmonswith asmall wave vector
Kmp < w/c [9]. If thisis so, the mean free path of multi-
pole plasmons must be of the order of the wavelength
of light in a vacuum, i.e., 400 nm. The emergence of
roughnesses upon heating of the film is due to the fact
that itstemperature is higher than the surface “ roughen-
ing” temperature Ty a which the surface loses its
smoothness and undergoes a phase transition (called
the roughening transition) [13]. According to the exper-
imental data presented in [13], Tg = (0.6-0.7)T,, (T, is
themelting point). Thisgivesthevalue 230K for the T
of sodium. Hence the “roughening” conditions are sat-
isfied for the film under investigation at room tempera-
ture and above.

waveswith awave vector K, =

The roughness of the surface of sodium films of var-
ious thicknesses changes even at 77 K as can be seen
from the spectra of surface plasmons (Fig. 1). For a
small thickness (26 nm) of the deposited layer, the
sodium film profile is ailmost identical to the profile of
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the substrate [9]. It can be seen from Fig. 1 that, as the
film thicknessincreases, the principal peak is displaced
towards lower quantum energies and splits into three
peaks and the peak profile changes. All this qualita-
tively indicates a change in the spectrum of the surface
roughnesses [14]. Thus, the displacement of the peak
towards lower energies indicates that the roughnesses
change the dispersion relation for surface plasmons,
which leads to the emergence of roughnesses with a
finer structure. It is quite possible that the displacement
is mainly due to a broadening of the spectrum of the
surface roughnesses toward shorter periods, sinceafre-
guency shift also entails a decrease in the intensity of
the emitted radiation [14].

Thus, we have observed for the first time the radia-
tion stimulated by the radiative decay of multipole plas-
mons in sodium films heated above the surface “rough-
ening” temperature (roughening transition).
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Abstract—Corrosion precursors in the form of microgrooves appearing on the elastically compressed surface
of a silicon plate under etching are investigated. No corrosion precursors are observed on the elastically
stretched surface. This distinguishes the observed effect from corrosion cracking of metals, during which cor-
rosion usually takes place on stretched surfaces. The general dynamic model proposed for the evolution of sur-
face microgrooves during etching, corrosion, and growth of elastically stressed solids is based on the concept
of two local etching (growth) rates which are linear functions of the local stress tensor. The model describesthe
kinetics of the process, and the asymmetry of corrosion evolution to the deformation sign. Therole of stacking
faults, dislocations, and artificially created surface stepsin the evolution of corrosion in stressed silicon crystals

is studied. © 2001 MAIK “ Nauka/Interperiodica” .

Corrosion-induced cracking of metals and aloysis
usually manifested in the formation of corrosion micro-
grooves on a stretched surface under the action of an
aggressive medium [1]. The formation of corrosive
microgrooves during the etching of the surface of sili-
con microcrystals under elastic compression of the sur-
face was observed by us earlier [2]. The surface relief
formed as a result of etching was analyzed by Asaro
and Tiller [3], Grinfeld [4], and Srolovitz [5] on the
basis of a thermodynamic equilibrium model of insta-
bility of asolid surface. The kinetics of relief evolution
was not analyzed, and the role of the deformation
(extension or compression) mode in this effect
remained unclear.

This paper is devoted to the surface instability of a
stressed solid subjected to etching, i.e., to an analysis of
corrosion-induced cracking of the surface of a brittle
body, e.g., monocrystalline silicon, under stress. Sev-
eral experiments were made on polycrystalline ribbons
of Fe-3wt % Si alloy in theform of rolled and polished
strips. It was found that deformation affects the effi-
ciency of chemical reactions, but a detailed analysis of
microscopic relief as a function of strain is hampered
by the structural imperfection of the alloys under inves-
tigation.

We propose a general dynamic model of relief evo-
lution and formation of microgrooves during etching,
which is based on the concept of two (normal and tan-

1 Ji3

h

) 8] \

3

Fig. 1. (2, 3) Setup for deforming the sample and (1) sample geometry. The sample thickness d; before etching is usually equal to
ds, d, isthethickness of the sample region under investigation, |, isthe distance between the fixation point and the beginning of the
region under investigation, |, is the length of the active region, |5 is the distance from the point of application of the force through

the screw 3 to the end of the region under investigation, and h is the sag of the sample being measured. The relation between the
dastic strain € varying along the investigated region and the sample parametersd, |, and h is presented in [2].

1063-7834/01/4301-0169$21.00 © 2001 MAIK “Nauka/ Interperiodica’



Fig. 2. Scanning electron micrograph of the surface of dis-
location-free silicon after etching under elastic compression
(e = 0.5%).

gential) local etching rateswhich are linear functions of
the local stress tensor. This model explains the
observed asymmetry of the effect to the deformation
sign. In addition, we investigate the influence of struc-
tural defects (dislocations and oxidation-induced stack-
ing faults), as well as inhomogeneities in the form of
grooves, strips, and mesascopic structures, which are
created artificially on the surface, on the form of the
surface relief.

1. EXPERIMENTAL TECHNIQUE

The experiments on corrosion-induced cracking of
silicon were made on a setup which was specially
designed and made of teflon; this made it possible to
bend a plate of the material under investigation elasti-
cally and to attain compressive and tensile strains up to
0.6% at room temperature (Fig. 1).

The sample size was 18 x 3 x 0.3 mm, and the spe-
cial shape of the samplesisshownin Fig. 1. The central
part of the samples under investigation had a thickness
d, =0.1-0.175 mmand alength |, = 2 or 8 mm and was
etched by using the chemical etchant HNO; :
CH;COOH : HFinaratioof 5: 3: 3.

The thicker part of the sample was fastened to the
setup (see Fig. 1). The sample was loaded from below
with the help of a gauged fluoroplastic screw (3) and
could be controlled. The following two features of the
setup used are worth noting:

(1) The proposed geometry of the sample, itsfasten-
ing, and the point of application of theload madeit pos-
sibleto trace (“scan”) the linear variation of stress over
the length of the thinner part of the sample.

(2) Simultaneoudly, the effect of the strain sign
could be verified, since one of the surfaces of the sam-
ple was subjected to compression and the other to
extension.
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The experiments were made at room temperature on
Si samplesin the elastic strain region. This allowed us
to prevent the emergence of dislocations or any phase
transformations which would complicate the interpre-
tation of the effect [6, 7].

Main experiments were made on the samples of dis-
location-free p type silicon with p =10 Q cm, grown by
the Czochral ski technique. The sampleswere cut in the
form of ribbons oriented along the [1120and 1100
directions from awasher with a(111) orientation of the
surface. The sample was mechanically polished and
chemically etched in order to reduce the influence of
surface defects. Didocation-free silicon with a perfect
structure was used to eliminate the influence of struc-
tural defects in the bulk on the phenomenon under
investigation. We also studied dislocation-free Si sam-
ples with oxidation-induced stacking faults grown on
the surface or with an artificially created surface relief.
Some experiments were made on silicon samples con-
taining grown-in dislocations. A number of experi-
ments were carried out on rolled and polished ribbons
made of Fe-3 wt % Si alloys and on samples of poly-
crystalline Si strips grown by the Stepanov method.

Corrosion effects on the surface of silicon under
loading were studied using CP-4 as a polishing etchant
and the Secco etching agent [8]. The choice of these
etchants was dictated by their basically different
response to structural defects. In contrast to CP-4, the
etching rate in the Secco selective etchant increases
abruptly in the region of structural defects, which is
apparently associated with local deformations intro-
duced by them. The entire construction (2) with the
sample (1) (see Fig. 1) could be immersed directly in
the etchant. The etching timewasusually 15 sat 300 K.

2. DISCUSSION OF RESULTS

Etching of elastically stressed surfaces of silicon in
the polishing etchant CP-4 left the surface smooth,
while the Secco selective etchant reveal ed surface etch-
ing-induced defects on the compressed surface, which
resembled microcracks. A typical pattern of a silicon
surface obtained by using scanning electron micros-
copy after etching in Secco under elastic compression
(strain € = 0.5%) is shown in Fig. 2. Etching-induced
surface defects have astructure extended at right angles
to the compression axis with a typical size of 1 um
along the compression axis and up to 10 um at right
anglesto this axisif etching is carried out in Secco for
15 s. A typical cross-sectional profile of the defects
obtained by atomic-force microscopy is shown in
Fig. 3.

The distribution of etching-induced defects on sur-
faces with artificially created steps having a height of
~2 pm, obtained by using scanning electron micros-
copy, are presented in Figs. 4a and 4b. It can be seen
that the step oriented along the compression axis does
not affect the distribution of defects (see Fig. 4a), while
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Fig. 3. Atomic-force micrograph of the surface etching-induced defect. The depth of the relief in nanometersislaid along the ordi-
nate axis, and the distance on the sample surface across the surface defect is laid on the abscissa axis.

a defect-free zone is formed at the top of the step ori-
ented at right angles or any other angle to the compres-
sion axis (see Fig. 4b). It should be noted that the size
of the defect-free zone increases with the height of the
artificially created step. Such a behavior reflects the
redistribution of elastic stresses on profiled surfaces.

The patterns of distribution of etching-induced
defects over a surface with specially created oxidation-
induced stacking faults, which were obtained by using
atomic-force microscopy, are presented in Figs. 5a and
5h. It can be seen that the point of emergence of a par-
tial Frank dislocation bounding an oxidation-induced
stacking fault at the surface is a source of nucleation of
etching-induced surface defects. This effect can be
explained by the concentration of elastic stressesin the
regions where partial Frank dislocations emerge on the
surface.

Figures 6a and 6b show patterns illustrating the
etching of the compressed (111) surface of silicon with
60° grown-in dislocations, which were obtained by
using scanning electron microscopy. It can be seen that
the regions where 60° grown-in dislocations emerge on
the surface serve as sources of nucleation of etching-
induced surface defects. For low €lastic stresses, a
small fraction of didocations initiates the growth of
etching-induced surface defects. The number of such
dislocationsincreases with the stress, attains saturation,
and at still higher stresses defects can also be formed
between dislocations. As in the case of oxidation-
induced stacking faults and artificially created steps,
the effect of grown-in dislocations on the formation of
etching-induced defects can be explained by the con-
centration of elastic stresses in the regions of emer-
gence of 60° dislocations at the surface.

All the above-mentioned defects do not affect the
stress dependence of the density of etching-induced
surface defects [2]; they only reflect the redistribution
of elastic stresses. Analysis of etching-induced defects
in elastically stressed polycrystalline silicon strips
obtained by the Stepanov method reveaed a pattern of
etching-induced defect distribution on individua
grains similar to that in monocrystalline silicon. Quan-
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titative analysis of the defect density distribution as a
function of strain is complicated by the ambiguity
encountered in estimating thislevel dueto the presence
of grain boundaries, regions with avery high density of

20kV 00000

(a)

Fig. 4. Effect of surface relief and direction of compression
on the distribution of etching-induced defects. Scanning
electron micrograph of the surface with artificially created
steps having aheight of ~2 um: (@) direct step oriented along
the compression axis and (b) bent step oriented mainly at
right angles to the direction of compression.
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Fig. 5. Atomic-force micrograph of the etching-induced
defect and specially created oxidation-induced stacking
faults: (a) oxidation-induced stacking faults oriented at right
angles to the compression axis and (b) oxidation-induced
stacking faults oriented along the compression axis.

dislocations, and built-in elastic stresses. Similar diffi-
culties complicate the observation of etching-induced
defectsin more complex objects, such as aloys of iron
with silicon.

The experiments aimed at the observation of etch-
ing-induced defects in silicon with a very high density
of dislocations (>10® cm) and a high boron doping
level (p = 0.005 Q cm) revealed the absence of a char-
acterigtic relief of etching-induced defects even at
strain levels up to 8 x 1073, which exceed the break-
down strain of (5-6) x 10~ for ordinary monocrystal-
line silicon.

Study of etching kinetics on dislocation-free crys-
tals under various stresses proved that the rate of etch-
ing out of surface defects is proportional to the elastic
strain. The corresponding dependence of the reciprocal
etching time to a depth of ~0.2 um, which was deter-
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Fig. 6. Etching patterns of acompressed (111) surfaceof sil-
icon with grown-in 60° dislocations obtained by scanning
electron microscopy: (&) compression along [112(1and
(b) compression along [1100J

mined from the instant at which the etched surface
starts scattering white light, on the distance to the point
of fixation of the cantilever is shown by dashed stepsin
Fig. 7. The solid curve shows the corresponding depen-
dence of elastic strain € on the distance x to the cantile-
ver fixation point, which was calculated by formula (4)
in [2]. The experimental dependence of the reciprocal
etching time t= on the elastic strain € can be described
by the formula

t = Ale—g), @)

where A= 10 + 2 s and g, = 0.0002 + 0.0002.

We propose a general model of etching for theoreti-
cally describing the kinetics of surface relief evolution
on the elastically compressed surface of a solid. The
model is based on the concept of two local etching
rates, i.e., thenormal v,, and tangential v,, which arelin-
ear functions of theisotropic part of thelocal stressten-
sor a(r) = Tr(oy(r)). The advantage of this model isits
applicability to all solids, including amorphous, micro-
crystalling, and crystalline materias. The correspond-

2001



KINETIC MECHANISM OF SURFACE INSTABILITY EVOLUTION

Fig. 7. Dependence of reciprocal etching time (to adepth of
~0.2 um) on the distance to the cantilever fixation point
(dashed steps). The etching depth was determined from the
onset of scattering of white light by the etched surface. The
solid line describes the theoretical dependence of elastic
strain € on the distance to the cantilever fixation point.

ing kinetic equation describing the time evolution of
the surface relief profile h(r, t) has the form

dh(r, t)/dt = —{v,+ o(r)(dv,/do)]
—[v,+a(r)(dv,/do)]|Oh(r, t)|,
wherev,, v, dv,/do, and dv,/do are the experimentally
determined empirical parameters. For |Ch(r, t)| < 1, the
relation between a(r) and h(r, t) islinear and the corre-

sponding functional can be determined with the help of
Green’'sfunction for the elastic isotropic half-space [9]:

)

0 0 0 0
G(r) = 0-xx-}-o-yy = O-xx-}-o-yy-l-(o-yy_o-xx)

el(qxrx+ ayry) @)

2
1+v Ox
X|— dqxdq
{ 2t | o2+
x J’dr'xdr;,e_i(q*r'”qyr'y)h(r')}.

The exact solution of the integro-differential equa-
tions (2) and (3) cannot be presented analytically; con-
sequently, analysis of the kinetics of evolution of the
surface relief involves numerical simulation on a com-
puter.

However, neglecting the off-diagonal component of
functiona (3) in quasi-momentum, we can obtain an
approximate analytic solution of Egs. (2) and (3),
which has the following form for oy, = O:

h(x,t) = Zl Tqueiqr*hq(r), 4)
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Fig. 8. Experimental dependence of the quantity A 2asa
function of the distance x to thefixation point, aswell asthe
theoretical curves 1 and 2 calculated on the basis of formu-
las (8) and (9), respectively.

where
he(t) = exp{t/T4(t)} he(0),
Ut,(t) = 2(v+1)o’q (5)
x (dv,/do —gh,(t)dv,/do) —qv,.

Equation (5) implies that the reciprocal characteristic
time 1/t,(t) of evolution of arelief with a preset wave
vector q is a linear function of the applied stress a®,
whichisin accord with the experimental data presented
inFig. 7.

Moreover, Eq. (5) shows that the evolution of a
relief with a preset wave vector g terminates at acertain
instant t, when it reaches the depth h(t,) defined as

hy(to) = {(dv,/da)/(dv,/do)

0 (6)

-v/[2(v +1)o (dv/do)]}/q.
The approximate solution (5) implies the independent
evolution of modeswith different wave vectorsg. How-
ever, the inclusion in Eqg. (3) of the off-diagonal terms
in q leads to suppression of modes with large values of
g by modes with small values of g for comparable
depths of the relief. Consequently, by transforming
Eqg. (6), we can derive arelation between the character-
istic depth hy, of the relief obtained asaresult of etching
and its characteristic wave vector qQ:

g = {(dv,/do)/(dv,/do)

—v/[2(v + 1)a°(dv,/da)]} /h,, @
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Fig. 9. Smulation of the kinetics of relief evolution on the
basis of Egs. (1) and (2). The depth of the etching profilein
relative unitsislaid along the ordinate axis, and the distance
along the direction of compression in relative unitsis laid
aong the abscissaaxis. The sequence of curves (from top to
bottom) reflects the variation of the relief in equa time
intervals.

It can easily be seen that the characteristic wave vec-
tor g of therdlief (whichisinversely proportional to the
characteristic wavelength A = 217q), obtained asaresult
of etching, isinversely proportional to its depth h,. For
agiven depth of therelief, its characteristic local wave-
length A is connected with the local deformation u;
through the relation

A O1/(A-Bluy) )

and not through the relation following from the theory
developed by Asaro and Tiller [3] and Grinfeld [4]:

A O1/(uy)?. (9)

Figure 8 shows the experimental dependence of the
quantity A=Y2 as a function of the distance to the fixa-
tion point x, as well as the corresponding theoretical
curves 1 and 2 calculated by formulas (8) and (9),
respectively, taking into account the dependence u;; (X)
presented in [2]. It can be seen that theoretical curve 1
describes the experimental data more accurately than
curve 2. Moreover, u; to the first power appears in
Eqg. (8) and, hence, the evolution of instability is sensi-
tive to the sign of strain in accordance with the
observed experimental data[2] and contradicts the the-
ory developed by Asaro and Tiller [3] and Grinfeld [4].

Equation (5) showsthat theinstahility of the etching
front evolves under the condition

gh,dv,/do >dv,/do (10)
in the case of compression and
dv,/do > gh,dv,/do (11)

in the case of extension.
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Inequalities (10) and (11) show that the instability
evolves without a threshold (i.e.,, for gh, = 0) for
dv,/do < 0 on acompressed surface and for dv,/do >0
on a stretched surface. Thus, the sign of the derivative
dv,/do for a given combination of the material and the
aggressive medium determines the surface (com-
pressed or stretched) on which the etching relief will
develop. The experimental data presented above prove
that the sign of the derivative dv,/do is negative for a
pair formed by silicon and the Secco etchant since the
relief is observed on the compressed surface, while the
magnitude of the derivative dv,/do is close to zero for
the silicon—CP-4 pair since no relief is observed on
either surface of the sample. For a pair formed by a
metal and an aggressive medium, the sign of the deriv-
ative dv,/do must be positive since the corrosion-
induced cracking isusually observed on astretched sur-
face of ametal [1].

Numerical simulation of the kinetics of relief evolu-
tion on the basis of Egs. (2) and (3) is illustrated in
Fig. 9. It can be seen that the characteristic of the relief
obtained by numerical simulation correctly reflects the
main features of the experimentally observed relief (see
Fig. 3).

Thus, the facts presented above lead to the conclu-
sion that the general model of etching based on the con-
cepts of two local etching rates which are linear func-
tionsof thelocal stresstensor isin good agreement with
the experimentally observed data.

It isinteresting to note that for negative values of v,
and v,,, the model developed here describes the growth
of anisotropically stressed crystalline films rather than
of etching. Such a situation takes place, for example,
for epitaxial films growing from the liquid or gaseous
phase on asymmetric crystalline surfaces.

Equation (5) shows that the front instability of the
surface evolvesindependently of the sign of the rates v,
and v, under the conditions (10) or (11); i.e., the growth
instability evolves without athreshold for dv,/do <0in
the case of an axialy compressed surface and for
dv,/do > 0in the case of an axially stretched surface.

Thus, the sign of the derivative dv,/do, which is
determined by the type of the surface, as well as by
technological parameters such as temperature, pres-
sure, and the chemical composition of the surrounding
gaseous or liquid medium, determines the sample sur-
face (compressed or stretched) on which growth insta-
bility will develop.

Thus, we have experimentally studied the kinetics
of the formation of microgrooves during etching of
elastically stressed surfaces of solids. It was found that
stacking faults and disl ocations can be centers of nucle-
ation of microgrooves but do not affect the genera
form of their distribution as a function of surface
stresses. The effect of the artificial surface relief is
reduced exclusively to a redistribution of surface
stresses and the change in the distribution of micro-
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grooves associated with it. A general model of etching
based on the concept of two local etching rates which
are linear functions of the local stress tensor is pro-
posed. The moddl provides a correct description of the
dependence of the average separation between micro-
grooves on the magnitude and sign of the strain and
makes it possible to simulate the kinetics of the forma-
tion of microgrooves. This model can also be applied
for describing the instability of growth processes under
uniaxial stresses.
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Abstract—The influence of an external magnetic field on the optical characteristics of the exciton spectra of a
semiconductor is studied. It is shown that the diamagnetic shift of the exciton level essentially changes the
dynamics of the exciton absorption. The combination of the excitonic and magnetic properties of a crystal in
the range of excitonic frequencies gives new opportunities to control the bistable behavior of the crystal. It is
revea ed that the magnetooptical response of the semiconductor to the laser field givesriseto bistableloopswith
respect to both the intensity of the incident light and the magnitude of the magnetic field. © 2001 MAIK

“Nauka/Interperiodica” .

The most applicable possibilities of the creation of
new optical information systems based on optical-
bistability principles concern the way in which a laser
field interacts with a nonlinear medium [1]. Optical
studies of semiconductor materials in the visible and
ultraviolet spectral ranges are particularly interesting. It
isin the range of excitonic frequencies that the appear-
ance of two and more stable optical states of a crystal
provides new possibilities to record and store optical
information and to control the evolution of nonlinear
phenomena with the determination of their specific
characteristic parameters when the external factors are
changed [2]. Optical bistability can be realized by dif-
ferent mechanismsin which the appearance of ahyster-
esisloop in light transmission is associated either with
achange in the laser-radiation parameters, such as fre-
guency, intensity [3], and polarization [4], or with a
change in external factors, such as pressure, tempera-
ture [5], the magnetic field, etc.

The am of this paper is to investigate the depen-
dence of the exciton absorption of the laser radiation on
the magnetic field. If the externa magnetic field is
weak, the position of the excitonic level is determined
by the squared magnitude of the magnetic field H [6]:

2
- 2, kag
E(k) = Eo+8H + L5, 1)
e’a’ 2
whered= —= and L = > are the parameter of

4p* 2m*a
the diamagnetic shift and the width of the exciton band,
respectively; E, is the bottom of the exciton band; a,,,
m*, and p* are the radius and the effective and reduced
exciton masses, respectively; e and m are the electron
charge and mass, respectively; and a is the lattice con-
stant of the crystal. A large number of articles have
been devoted to the experimental investigations of the
diamagnetic shift of exciton bands (see, e.g., [7]).

Investigation of the exciton spectral characteristics
is connected with calculation of the system’s mass
operator M = A + il", which determines the coefficient
of the excitonic absorption

21D} r(x, h)
L [x—h-A(x, h)]*+T%x h)

Here, D, is the matrix element of the exciton—photon
interaction; x = (Aw— Ey)L isthe excitation frequency
w normalized to the width of the exciton band; and h =
OH 2L is the normalized magnitude of the magnetic
field. The mass operator M is calculated by a standard
method [8].

According to Egs. (1) and (2), a shift of the exciton
band to higher energies occurs as the magnetic field is
increased. If the frequency of the incident light isfixed,
for example, at the maximum of the absorption band
Xmax» then the crystal can be switched into the transpar-
ent regime by changing the magnitude of the magnetic
field. Obvioudly, the extent of the crystal blooming
depends on the ratio between the magnitude of the dia-
magnetic shift and the half-width of the band of exciton
absorption. The larger their ratio, the broader the
switching range.

The interaction between the crystal and the laser
field leads to the generation of exciton gas of controlled
density inthe crystal. In this case, the coefficient of the
excitonic absorption also depends on the filling num-
bers of the exciton states N, which are determined by
the intensity of the external radiation | and (according
to Eq. (1)) the magnitude of the magnetic field [8]:

N = IK(w, H). 3

At zero magnetic field (H = 0), the solution of Eq. (3)
describes the standard optical bistability Ig(l), since it
accounts for the hysteresis loop in the dependence N(1)
at the fixed frequency of the input signal [3]. The

K(w,H) =

)
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Dependence of the absorption coefficient on the magnitude
of the magnetic field for the frequency of the input signal
Xg=—0.0021.

switching-on of the magnetic field results in a shift of
the exciton band and, hence, in a change in the fre-
guency at which the optical bistability occurs. In this
case, the condition

Xg = Xg+h @)

should be fulfilled.

Thereisno optical bistability at any other frequency
of the input signal. This means that the frequency xg =
x_—h, at which the bistable states I 5(I) occur at the out-
put in the crystal, can be achieved by varying the mag-
netic field H and using a laser with a given frequency
XL > Xmax-

On the other hand, the density of the exciton gasin
the semiconductor is a complicated function of the
magnetic field N(H). The form of this dependence is
determined by the balance equation (3). If the laser fre-
guency wy, and intensity |, arefixed, the number of exci-
tons can be calculated from the formula K(N) = N/l for
different magnitudes of the magnetic field and the

PHYSICS OF THE SOLID STATE Vol. 43

dependence N(h) can be determined. The calculations
carried out reveal that the number of excitons in the
crystal isanonmonotonic function of thefield and, ina
certain range of magnetic fields, N(h) exhibits an
S-shaped dependence on the magnetic field. This indi-
cates that the appearance of magnetooptical bistability
is possible in these semiconductors. The calculated
absorption coefficient K(H) leading to the magneto-
optical bistability is shown in the figure. The calcula-
tion was performed for a CdS-type semiconductor with
the parameterstaken from [3] and for afixed frequency
Xg=—0.0021. Asis seen from the figure, there are two
stable values of the absorption coefficient (portions 1
and 2 of the curve) in a certain range of values of the
magnetic field AH = H, —H,. The calculationsindicate
that the width of the range of the magnetooptical bista-
bility does not depend on the frequency of theinput sig-
nal. Increasing the frequency, for example, by Ax,, we
obtain an identical magnetooptical bistability but for
another value of the magnetic field H' = H +Ax, . Thus,
the shift from the absorption maximum to higher ener-
gies of the spectrum requires larger fields to realize the
magnetooptical bistability.
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Abstract—The most general (nonrelativistic) formulasfor the force of attraction to the surface and for the drag
of anonrelativistic atom moving parallel to it, as well as for the lateral and normal forces acting on a moving
dipole molecule and on a charged particle (in the case of parallel and perpendicular motion), are derived for the
first time in the framework of the fluctuational electromagnetic theory. The dependences of these forces on the
vel ocity, temperature, separation, and dielectric properties of the atom and the surface are derived. The effect
of the nondissipative resonance interaction between a moving neutral atom and the field of surface plasmons,
aswell as the possible emergence of a positive (accel erating) force acting on the atom (nanoprobe), is substan-
tiated theoretically. Therole of dynamic fluctuational forcesand their possible experimental measurement when
using the quartz microbal ance technique and an atomic-force microscope (in the dynamic mode), aswell asdur-
ing deceleration of atomic beams in open nanotubes, are considered. The correctness of the obtained resultsis
confirmed by their agreement with most of the available theoretical relations derived by other authors. © 2001

MAIK “ Nauka/Interperiodica” .

The study of the dynamic fluctuation-induced elec-
tromagnetic interaction of atoms and molecules with
flat or bent surfacesisinteresting for an analysis of the
results of experiments involving various operational
conditions of scanning electron probe microscopes
[1, 2], aswell as of the quartz microbalance technique
[3-5], and in connection with the possible control of
particle beams with the help of nanotubes [6].

To our knowledge, the first publicationsin thisfield
appeared at the beginning of the 1980s [7-9]. It was
proved that, along with the Van der Waals force of
attraction to the surface, which is generally also afunc-
tion of the particle velocity V, a drag force of the type
defined in Eq. (1) also appears. In view of the apparent
analogy with hydrodynamics, this force was called the
“frictional force” and the proportionality factor n was
called the “friction coefficient”:

F=-nV. (1)

Schaich and Harris [7] obtained the dependence
N(2) ~ z° for the interaction of neutral particles with a
metal surface, where z is the distance to the surface. A
completely different dependence (n(z2) ~ z° was
derived by Mahanti [8], in our earlier publications [2,
10], and by Tomassone and Widom [11]. In particular,
the following expression was obtained in [11] for the
interaction of a dipole molecule with a metal surface
for the dipole axis d oriented along the normal

to the surface
3d?
8noz’

(o isthe electrical conductivity of the metal), while the
corresponding expression for the interaction of a spher-
ical atom with the surface has the form

n(@ = (22)

3% d
n(z) = ——[a"(w)A" (W)
4"25{ d (2b)
x 1 dw
(exp(wh/kgT)=1)

where a"(w) istheimaginary part of the dynamic polar-
g(w)-1
&(w)+1
imaginary component of this quantity, €5(w) is the
dielectric constant of the medium, # is Planck’s con-
stant, T is the temperature, and kg is Boltzmann's con-
stant.

It should be noted that, in accordance with Eq. (2b),
n =0for T =0. Inour opinion, this conclusion is basi-
cally incorrect. On the contrary, according to Mahanti
[8] and the results obtained by us earlier [2, 10], the
coefficient n does not vanish at zero temperature either.
It should be noted that the authors of the above-men-
tioned publications used different computational meth-
ods: the methods of quantum perturbation theory [7, 8],

izability of the atom, A(w) = A"(w) is the

1063-7834/01/4301-0176%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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the formalism of Green's and Kubo's functions [11],
and the fluctuational electromagnetic theory [2, 10].

A similar problem was studied recently by Pendry
[12] and later by Volokitin and Persson [13], who con-
sidered the fluctuation-induced friction between two
half-spaces separated by a plane gap of width z. These
authors also found that the friction coefficient is equal
to zero for T = 0 and the nonzero component of thefric-
tiona force was found to be proportional to the third
power of the velocity.

Such a serious discrepancy in the obtained results
necessitates a more detailed analysis of the scope of a
related problem in the consistent theory of electromag-
netic fluctuations [14]. The corresponding (nonrelativ-
istic) analysisat T=0was carried out by us[10, 15] for
aplane [10] and a cylindrical [15] surface. We derived
general formulas for the dynamic attraction potentia
and the drag force acting on an atom moving parallel to
the surface. The present work aims at a generalization
of the results obtained in [2, 10] to the case of arbitrary
temperatures and velocities for moving neutral atoms,
polar molecules, and ions (in the case of a plane sur-
face). We failed to derive final formulas for an atom
moving along the normal to the surface since we could
not separate the space and time variables while solving
Poisson’s equations.

1. AN ATOM MOVING PARALLEL TO A PLANE
SURFACE: GENERAL RELATIONS

We consider a spherically symmetric atomic parti-
cle having a polarizability a(w) and moving at a non-
relativistic velocity V < ¢ pardlel to a plane surface
with a given dielectric constant €(w) (see figure). We
assume that the distance h between the particle and the
surface is much larger than the characteristic sizer, of
atoms: h > r,. Thetime lag can be neglected if the fol-
lowing condition is observed: wyh/c < 1, where wy is
the characteristic frequency of the motion of electrons
in the atoms. This condition implies that the time it
takesfor light to propagate from an atom to the surface
is much shorter than the characteristic period of oscil-
lations of atomic electrons. Spatial dispersion is disre-
garded here. In this case, in the range of distancesr, <
h < c/wy, the particle can be regarded as a pointlike
fluctuating dipole with zero average value of the dipole
moment d¥ and a nonzero average value of the square
of this quantity.

In order to calculate the dynamic potentia of attrac-
tion of the atom to the surface and the frictional force
in Eq. (1), we use the general equations of the nonrela-
tivistic electromagnetic theory for amedium, aswell as
fluctuation—dissipation relations. We write the follow-
ing expression for the polarization vector created in the
medium by spontaneous fluctuations of the dipole
moment d=:

PP(r, 1) = 8(x—Vt)3(y)(z—h)d™. 3)
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It should be noted that al the vector quantities in the
theory of electromagnetic fluctuations are considered
as quantum-mechanical operators in the Heisenberg
representation. In order to calculate the electric field
created by the polarization given by Eq. (3), we write
the Poisson equation for the scalar potential [16]

A® = AmdivP*® (4)

and represent the quantities appearing in Eq. (4) in the
form of Fourier integrals asfunctions of the variablesx,
y, and t:

dk,dk, du)

RN (e

dk,dk dw

R || ey

In this case, Eq. (4) for the Fourier components
assumes the form

(2 explikx + kyy —wt)],

Pak(@) expli(k,x + kyy —oot)].

KHD i (2) = 4m3(z-h){ ik d;P (w0 —k,V)

md® K2 _
2 X y| - - Xy X
%Z (5)
+ik,dP(w—kV)} + 418 (z— h)dP(w—k,V).

A solution of this equation that satisfies the boundary
conditions of continuity for the potential and the nor-
mal component of the electric induction on the surface
z=0hastheform[10]

2T

Su(2) = T AW ik (w—kV)

+ik, AP (w—kV) + kdP(w—kV)}

(6)
¥ 2?"e‘k‘z‘“‘{ —ik,dP(w—k,V)

—ik,d;’(w=kV) + sgn(z—h)kd(w—-k,V)},

Geometry of the interaction of a particle with a plane sur-
face.
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wherek = ,/K; + k? and A(c) has the same meaning as
in EQ. (3). Thefirst term in EQ. (6) describes the polar-
ization potential of the medium that is associated with
the fluctuation-induced electromagnetic field of the
atom (this follows from the fact that A(w) = O for
€(w) = 1), while the second term is the field produced
by the fluctuating dipole.

For T # 0, the free energy (interaction potential) of a
particle with the surface in the dipole approximation is
defined as [17]

U, = —%EEDz

1 . 1 ()
— _é mSpEIﬂD: _émlﬂESpD: Ul+ U2,

where the angle brackets denote complete quantum-
mechanical and statistical averaging, the first term
being determined by spontaneous fluctuations of the
dipole moment d*(t) of the atom, while the second is
determined by fluctuations of the electromagnetic field
E(r, t) of the surface at the point (r, t) where the par-
ticleislocated.

In order to find U,, we write the operators d¥®(t) and

E"(r, t) in the form of Fourier integrals taking into
account that the particle position vector isr = (i, O, h)

and express the Fourier component ELTk (h) through the

induced potential @), (h) with the help of Eq. (6). Then
we substitute the Fourier component of the operators
d%(t) and E'"(r, t) into Eq. (7) and expand the emerging
correlators of the dipole moment by using the fluctua-
tion—dissipation theorem [18]

(67" (w)dy(w')0
= 2119, 0(w + w)Aa"(w) coth(wh/2kgT).

Finally, taking into account the analytic properties of
the functions a(w) and &(w) associated with the even-
ness of the real parts and the oddness of the imaginary
parts[16] and carrying out simplifying algebraic trans-
formations, we reduce the expressions for U, to the
form

(8)

Ui(h,V)

wh

=2 J’J’J’dwdk dk kexp( 2kh)coth2k T 0O

xa"(wW[A(w-k V) +A(w+kV)].

The quantitieswith one or two primes correspond to the
real and imaginary parts of the relevant functions. Here
and below, we assume that integration is carried out
over positive frequencies and wave vector components.

Similarly, in order to calculate U,, we write d" and
E* in the form of Fourier integrals and substitute them

DEDKOV, KYASOV

into Eq. (7). Taking into account the linear relation
between the induced dipole moment di" of the particle
and the fluctuational electromagnetic field E* of a sur-
face atom, we obtain an expression for U, in the form
of amultiple integral of the spectral density of the elec-
tric field fluctuations E®. In accordance with the gen-
eral results of the theory of electromagnetic fluctua-
tions, this spectral density can be expressed in terms of
the imaginary part of the retarded Green function for a
photon in the medium that satisfies the equation [14]

%:url,kcurlkI IIss(oo r)Ebm,(oo r—

= —4nﬁ6im(r -r").

In the nonrdativistic limit (¢ — ), the solution of
Eqg. (10) leads to the following expression for the spec-
tral density of the fluctuational electromagnetic field of
the surface at the point of the location of the particle
(z=nh):

(10)

a(MEZ(h)D

= 2(2m)*kexp(=2kh)7 coth (12)

2kTA()

x d(w+ w')d(k, + k) d(ky +ki).

Using this expression, integrating with respect to the
variables ', ki, and k|, and taking into account the

analytical properties of the functions a(w) and e(w), we
obtain the potential U,:

wh
2Ky T
(12)

U,y(h V) = -% LUdoodk ,dk kexp(—2kh) coth

xA"(w)[a'(w—-k,V) +a'(w+kV)].

Summing up Egs. (9) and (12), we obtain the final for-
mulafor the potential of theinteraction between amov-
ing atom and a plane surface [2]:

Uin(h, V) = ——J’J’J’dwdk dk kexp(—2kh) cothz(l*()hT
x{a"(W)[A(w—k\V) +A(w+kV)] (13)

+ A" (w)[a'(w—k,V) + o' (@+KkV)}

This formula is a generdization of a well-known
expression for the energy of the Van der Waals interac-
tion of a neutral spherically symmetric particle with a
plane surface to the case of afinite velocity and afinite
temperature of the surface. In order to prove this, we
putV=0and T=0inEq. (13). Thisgives

Uin(h) = —% J'J'J'dwdkxdkykexp(—Zkh)
x[a"(w)A'(w) + a'(w)A"(w) ] (14)
PHYSICS OF THE SOLID STATE Vol. 43 No.1 2001
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[

_ 2h _
= HZJ'J'J'dwdedkykexp( 2kh)|m{dma(m)A(co).

Thentheintegral over the wave vectorsk, and k, can be
evaluated through an elementary transition to polar
coordinates (the result is Tv8h3), while the integral over
frequencies can be transformed by rotating the integra-
tion contour through 90° to make it coincide with the
upper imaginary half-axis. This gives

00 00

ImJ'dwa(w)A(oo) = Idwa(iw)A(iw). (a5)

Ultimately, we obtain the well-known result for the
static attractive potential of the atom to the surface[17]:

Uin(h) = - (16)

In Eqg. (14), we can additionally carry out integration
with respect to the variable k, using the Sommerfeld
integral representation for the MacDonald function [19]

[

K,(2) = Iexp(—zcoshu)cosh(vu)du, Rez>0, (17)

which leads to a simpler expression for the potential:

0 00

Uin(h, V) = _é‘[dwjdkxkf(KO(kah) + Ky(2keh))

X coth2k—_|_{ a"(wW)[A'(w-k, V) +A'(w+k, V)] (18)

+A"(wW[a'(w-kV) +a'(w+kV)]}.

Let us now calculate the frictional force F. For a steady
motion of the particle, this force is connected with the
energy dissipation of the fluctuational electromagnetic
field per unit time through the well-known relation

_dW _
dt

The energy dissipation rate, as well as the interaction
potential, can also be presented as a sum of two inde-
pendent components

dwW _

dt

which are associated with the contributions from the

fluctuating dipole moment of the atom and the fluctua-

tional electromagnetic field of the surface, respectively,
Sp

ot
can be expressed in terms of E*® through a linear inte-

=FV =0 Ed’r. (19)

= FV = J'E]SpE'”[djr+J'E]'nESijr (20)

wherej® = , P® is defined by formula (3), and j"
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gra relation. Carrying out calculations similar to those
made above and taking into account the fluctuation—
dissipation relations (8) and (11), we find [2]

= 2h _ (1w
F(h,V) = T[ZVIde’J'dedkykexp( 2kh) COthEQkTD

x{(0+kV)[A"(w)a"(w+k,V)

(21)
—A"(w+kV)a"(w)] + (w—kV)

x[A"(w)a"(w—k, V) -A"(w-kV)a"(w)]}.

After evaluation of theintegral over k;, formula(21)
can be reduced to the double integral

00 00

F(hV) = & [ dkdTKo(2k,h) + Ko(2k,)]
nV0 5

COth-Z-k—'l—'{ (w+kWV)[a"(w+ k,V)A"(w) 22)

-A"(w+k,V)a"(w)] + (w-kV)
x [A"(w)a" (w—k, V) —a" (@) A" (0—k,V)]}.

Formulas (21) and (22) generdize the results
obtained by us earlier [10] to the case of finite temper-
atures and make it possible to determine the frictional
force for any nonrelativistic velocities without confin-
ing the analysisto thelinear approximation. In the limit
V — 0, EQ. (22) can be ssimplified even further. After
integrating over the wave vectors, we can write the con-
tribution to thefrictional force, whichislinear in veloc-
ity, intheform [2]

3ﬁv A"(oo)

F_

[ () =

da da" () N ()
A (0) 280 } [a @@= @

d’a’ (w) [wh
) } PoNEpTD
In spite of the obvious similarity to formula (2b),
this relation differs basically from it. The main differ-
enceisthat theintegrand in Eq. (23) containsthe deriv-
atives of the dielectric component instead of Planck’s
distribution, and hence the friction coefficient differs
from zero for T = 0. In the latter case, after simplifica-
tions connected with the integration by parts, formula
(23) can be written in a still more compact form [2]

3ﬁV dA (co)

(24)
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2. NONDISSIPATIVE (RESONANCE)
INTERACTION OF A MOVING ATOM
WITH A SURFACE WAVE

In contrast to the potential (and force) of attraction
to the surface, which contain cross products of the real
and imaginary parts of the functions a(w) and A(w), the
drag force defined by formulas (22)—«24) contains
products of only the imaginary parts of these functions
and is ultimately determined by the overlap integral of
the absorption spectra of the atom and the surface,
which are shifted relative to each other by Aw = £k,V
due to the Doppler effect. Thus, the structure of the
expression for the frictional force clearly demonstrates
its dissipative nature. However, the obtained results
also permit the existence of nondissipative latera
forces. We will carry out the analysis using the well-
known formula for the polarizability of an atom in the
ground state [20]:

2
e fon
a(w) = ,
2 m[ won — 00 — i 00Yp]

n

(25)

where fy, is the oscillator strength for atransition from
the ground state (0) of the atom to a state (n) of the dis-
crete spectrum and wy, and Yy, are the transition fre-
guency and the absorption line width, respectively. We
assume that, for V = 0, the atom and the surface are
characterized by two narrow absorption lines with fre-
guencies wy, and w (the latter is equal to the frequency
of a surface plasmon, which satisfies the dispersion
equation g(wy) + 1 =0, [21]) and the conditions Y, <
Won, Vs < Wy, @nd MaX(Yon, Ys) < |udy — | are satisfied.
The last inequality indicates that the overlap integral
for the absorption linesis negligibly small. Inthis case,
the imaginary parts of the functions a(w) and A(w) can
be written in the form

2
e f o,
o (@) = 5 28(00= op), (26)
(@) = =T 5(w-aw). (27)
5elns

Substituting Egs. (25)—27) into Eq. (24) and inte-
grating with respect to the frequencies, we obtain [11]
het,,
i3
ow

F(h,V) =
Vmowy,

W= Wy
0

XJ’deki(Ko(kah) + K,(2k,h)) (28)
0

[l W5 — Won[] Ws— (*)On[ID
*Drh- =y 0t Ty
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According to this equation, the contribution to the
lateral forcefor ws > wy, comesonly from thefirst delta
function in the braces; hence, F < 0 and the particle is
decelerated, its kinetic energy being spent for exciting
asurface wave. In the opposite case, when w < wy,, the
contribution to the integral in Eq. (28) comes from the
second delta function and the particle is accelerated,
receiving energy from the surface wave, while the lat-
eral force becomes nondissipative. Subsequent integra-
tion of Eqg. (28) with respect to the wave vector leadsto
aformulataking into account both cases, i.e.,

ﬁezf()n%n(ws_ (A)On) |:A_(o|j%
Vmwy, 9¢ bvb
0w

RAwh RAwWh(]
X[KOD v 0 Keg D}’

F(h,V) =

W= Wy

(29)

where Aw = |wy, — Wy,|. An analysis of formula (29)
proves that the force F(h, V) as afunction of the veloc-
ity has a peak which is the sharper, the smaller the dif-
ference Aw. For low velocities, when #‘ > 1, we

can use the asymptotic expression for the MacDonald
functions for large values of the argument [19]:

Kn(X) — J;E)(ap(—x). In this case, it follows from

Eq. (29) that the frictional force is exponentially small
for 2Awh

> 1. Asthe velocity increases, the quantity

F(h, V) increases rapidly, attaining its maximum value
for V = 0.95Awh. Upon afurther increase in the veloc-
ity, the function F(h, V) tends asymptotically to zero,
but thistransition occurs more smoothly. Thus, the non-
dissipative interaction of a moving atom with a surface
wave, which is described by Eq. (29), is of aresonance
nature and the equality V = 0.95Awh can be regarded as
the resonance condition. In this case, we must require
that the condition 2Awh < ¢ under which a nonrelativ-
istic analysisis possible be satisfied. Consequently, the
difference in the frequencies must satisfy the relation
Yo, s < Aw < c/2h.

It is interesting to note that the effect considered
above is similar to a certain extent to the Landau colli-
sionless damping in a plasma, but in our case the role
of spatial dispersion and the velocity distribution of
particlesareinsignificant. In addition, aswas proved in
[2], the effect of the accelerating force (in the approxi-
mation linear in velocity) may also be observed in the
case when the dielectric functions have a more genera
form. This aspect will be considered in Section 4.

No.1 2001
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3. INTERACTION OF POLAR MOLECULES
AND IONS WITH THE SURFACE

The generality of the method used by us here makes
it possible to calculate easily the attractive potentials
and frictional forces for polar molecules and ions.
Moreover, this can also be done for a motion along the
normal to the surface. Some of the results presented
here were obtained by other authors who used alterna-
tive methods [6, 11, 22-25], which provides another
opportunity to verify our theory.

In the case of aneutral particle (polar molecule), we
assume that it possesses a permanent time-independent
dipole moment d = (d, d,, d,). Irrespective of the direc-
tion of motion of thedipole, it isconvenient to calculate
theforce acting onit by using the formulaF = (d0J)E™™,
where the Fourier component of the induced field can
be expressed in terms of the Fourier component of the
potential in Eg. (6). Calculations give the following
expressions for the normal and lateral components of
the force:

(1) lateral motion:

F,(h V) = —%JJ’dkxdkyA'(ka) exp(—2kh)

(30a)
x (kzdy + kods + K°d?),
—_ 2 kX n
F(h V) = —F[J’J’dkxdkykA (k, V) exp(—2kh) (o)

x (kidy + kody + Kod?).

(2) Normal motion (in this case, both conservative
and nonconservative interaction forces are perpendicu-
lar to the surface):

2 2 2%

_m;zdz [AEA(KY) exp(-2k2),
0 (30c)

F(z1t) =

z = Vit.

Formula (30a) describesthe interaction of amoving
dipole with its image. For V = 0, after the integration
over the wave vectors, this formula leads to an expres-
sion well known in electrostatics for the force of attrac-
tion of a stationary dipoleto itsimage [16]:

3(d2+d+2d%) e — 1]
16h*  LE+1U

where € isthe static dielectric constant of the medium.

The integration of Eq. (30b) in the linear approxi-
mation in velocity givesthe frictional force in the form

F.(h) =

(31)

3(3d + 2 + 4d2)V dA" (w)
32hn° do

which has the same dependence on distance as in
Eq. (24). In the case of a conducting surface, we can

F =

. (32

w=0
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use the low-frequency approximation for the dielectric
constant [16]

.4mno

g(w) = 1+ = (33

(o is the static electrical conductivity) to easily trans-
form Eq. (32) to

3(3d + d’ + 4d2)V

F = -
641toh

(34)

3d°V
161oh
tion of the dipole moment at right anglesto the surface,

which agrees completely with the result obtained by
Tomassone and Widom [11] [see formula (2a)].

Similarly, taking into account Eq. (33) in the linear
approximation inthevelocity from Eq. (30c), we obtain

In this case, we have F = — : for the orienta-

3(di+di+2d)) 3(dy+dy+2d)
16h* 16moh’

FAh, V) = V.(35)

Consequently, in analogy with the result obtained in
[10], the friction coefficient for the motion along the
normal to the surface is twice as large as for the lateral
motion. The first term in Eq. (35) describes the conser-
vative attraction of the dipole to the surface.

Formulas similar to Egs. (30a), (30b), and (30c),
which describe the interaction of particles having a
charge Z,e with a plane surface, have the following
form [2]:

(2) Lateral motion:

F.z V)
M2
36a)
_ _2Z,9) Id(pfdkkeXp(—ZkZ)A'(kVCOS‘P)' (369
s
0 0
2(z e)znlz
- _f\41s)
Fx(z V) = ———— [ docose
0 (36b)

00

XIdkexp(—Zkz)A"(kV COSQ).
0

(2) Motion along the normal:

00

F(z V) = —(Zle)z-[dkk(—i kV)exp(—2kz). (360)

Introducing the variable w = kVcosg, we can easily
reduce Egs. (36a) and (36b) to a simpler form coincid-
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ing with the result obtained in [23]:

2(Zle)

F(z V) = — J’dwle(ZooﬂV)A (w), (37)

(Zl

F.(z, V) = - J’d wWwKy(2wz/V)A"(w). (38)

2

In the plasma limit g(w) = 1 — — for the
w(w+i0)
dielectric constant of the medium, formula (38) leadsto
another well-known result [22, 25]:

F(2V) = (Zle) W KZngSzD

v O

(39)

where w = oopﬁ is the frequency of a surface plas-
mon. In the case of a conducting surface described by a
dielectric constant of the form (33) in the linear approx-
imation in velocity from (36b) we abtain

(Z,€)°

3

F.(z V) = —
o ) 1610Z

V, (40)

accordingly, for the motion along the normal, we have
(Zle)
8noz

Formulas (40) and (41) are in perfect accord with the
results obtained in [11, 25]; in analogy with the drag of
adipole molecule [cf. Egs. (34) and (35)], the friction
coefficient for the motion along the normal to the sur-
faceisalso twice as large as for the lateral motion.

Thus, the formulas obtained in this section agree
with all analogous results obtained by other authors. To
our knowledge, formulas (30) and (36) have not been
presented before and are the most general relation in
the given form since they can be used for calculations
with dielectric functions of an arbitrary type.

Fiz V) = —2= (41)

4. ESTIMATION OF THE ROLE

OF FLUCTUATION-INDUCED

ELECTROMAGNETIC FORCES
IN EXPERIMENTS

It would be interesting to estimate the drag forces
acting on an adsorbate atom moving near a conducting
surface in connection with the interpretation of the
experiments carried out by using the quartz microbal-
ance technique [3-5]. Let us suppose that the most
intense line in the absorption spectrum of the atom has
the frequency wy,. Assuming that the damping factor
for thelineis equal to zero, we can use Eq. (26) for the
imaginary part of the atomic polarizability and write
the dielectric function of the conducting mediumin the
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Drude approximation (c, is the plasma frequency, T is
the relaxation time, and €(0) = 1 for metals):

(wp1)°
1+ (w1)°

Substituting Egs. (26) and (42) into Eq. (24) and carry-
ing out elementary integration, we obtain

i(w,1)

g(w) = £(0) - wT[l+(00T)2].

(42)

3he’ fol Vyz(l2x4
amz° x(4x4

o —4x2y2+4x2—y4)

, (43)
—4x2y2+4x2+ y4)2

where x = wy,T and y = wy1. An analysis of formula (43)
shows that the sign of the force F depends on the rela-
tion between the absorption frequency of the atom and
the plasmafrequency. Theforceisdecelerating for wy, >

J2 wy,. This condition is satisfied for the parameters

1=10"-10%sand ), =5-15 eV, whicharetypical of
metals, but the opposite situation is aso possible for
high-frequency absorption lines and the latera force
becomes accelerating. It should be noted, however, that
the absolute values of the overlap integral for the spec-
tra, which is determined by the factor in Eqg. (43)
depending on x and y, decrease rapidly with increasing
Wyn, and hence a detailed analysis of the absorption
spectrum of the atom in the narrow frequency range in

the vicinity of c,/ /2 is required to obtain a correct
estimate of the resultant force F. According to calcula-
tions, the value of the overlap integral in typical exper-
iments [3-5] involving the adsorption of a krypton
atom on gold is close to —0.1 and the damping time of
motionfor z=0.4 nmisequal to At=MV/F =0.6 ns(M
is the mass of the krypton atom), which is close to the
experimentally observed value [26].

In the case when an atomic force microscope with a
parabolic probe having a radius of curvature R and the
equation of the surface z= (x* + y?)/ 2R is used, the fric-
tion coefficient in the case of lateral motion can be
obtained by using formula (23) and the additive
approximation, as well as the Clausius-Mossotti equa-
tion for expressing the polarizability in terms of the
dielectric constant motion [2]:

3 hRJ

M = g (44)

where the frequency integral J is similar to the fre-
guency integral in Eq. (23), in which o"(w) is replaced

g (w)-1 . . . .

by Imsl(oo) ot €,(w) isthe dielectric function of the
probe material, and h is the distance from the probe
apex and the surface. A more correct evaluation of the
frictiona force involves the determination of the spec-
trum of electromagnetic wavesin the given geometry (a
parabolic probe and a plane surface) and may lead to a
change in the numerical factor in EqQ. (44).
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FLUCTUATION-INDUCED ELECTROMAGNETIC INTERACTION

For typical scanning velocities of 10107 cm/s,
the value of the fluctuational electromagnetic forcesis
from 3 to 6 orders of magnitude lower than the value of
the static adhesive frictional forces[1, 2, 26] but these
forces can make a significant contribution to the damp-
ing coefficients in the dynamic mode for vibrational
frequencies of nanoprobes of the order of 1 to 10 MHz
and for amplitudes from 1 to 10 nm. Hence, for diag-
nostics of the surface and for testing the theory of fluc-
tuational forces, it would be interesting to make corre-
sponding measurements for various combinations of
materials of the probe and the sample, for various tem-
peratures, and for other physical parameters. The first
experimental results in this field have aready been
obtained [27, 28].

It was proved in [6] that nanotubes with open ends
can be effectively used as a micromanipulator for vari-
ous types of radiation, including transporting and
focusing of neutral atomic beams. When a beam enters
a nanotube at a small angle to its axis, a channeling
mode similar to that in acrystal can berealized. A con-
siderable advantage of nanotubes is the existence of a
radial symmetry of the continuous potential with a
small range (0.1 to 0.2 nm) in theimmediate vicinity of
the walls. Consequently, the main part of the beam will
move away from the walls of nanotubes with a radius
of several nanometers without being scattered. If we
take the above estimate of the drag time (1 ns) for an
individual atom (due to fluctuational forces) as the
starting point, 80 and 90% of the beam of atoms having
aninitial velocity of 1000 m/sand trapped in acylindri-
cal channel are capable of traversing nanotubes of
length 100 pm having radii of 5 and 10 nm, respec-
tively. Thus, nanotubes can be used for modifying the
surface of solids by low-energy (thermal) atomic
beams. This can be done in the scanning mode of a
probe microscope by attaching nanotubesto its cantile-
ver [6].

Thus, the theory of dynamic fluctuational electro-
magnetic forces makesit possible to calculate the | atter
for a wide range of applied problems associated with
the motion of neutral atomic, ionic, and molecular
beams, as well as nanoprobes, near a flat surface. The
obvious evidence of the correctness of the theory isthe
possible reproduction of its main results for the static
and dynamic fluctuational interaction with the surface.
However, the formulas obtained (for the drag forces
acting on neutral atoms) differ considerably from the
available formulas [11-13] since they predict the pres-
ence of finite frictional forces (that are linear in veloc-
ity) at zero temperature. This conclusion reflects the
natural features of the electromagnetic forces of afluc-
tuational origin.

For thefirst time, we have substantiated the possible
sign reversal for lateral forces acting on an atom (nan-
oprobe) moving near the surface which lead to its
acceleration by the field of surface plasmons. The nec-
essary conditions for such behavior are analyzed. Inthe
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case of a moving atom, this effect is of a resonance
nature.

It has been proved that dynamic fluctuational elec-
tromagnetic forces can ensure the damping time for
adsorbed particles, which is observed in experiments
using a quartz microbalance. The measurement of such
forces, as well as damping decrements for nanoprobes
in the dynamic mode of scanning probe microscopes,
may form the basis of diagnostic methods of studying
the dielectric properties of thin surface layers and can
also be used for verifying the dynamic mechanisms of
friction. The experimenta measurement of the
dynamic frictional forces can also be used for studying
the passage of atomic beams through open carbon nan-
otubes.
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Abstract—The process of rearrangement of the magnetic structure of the low-spin cluster V45 in superhigh
magnetic fieldsisinvestigated. At low temperatures, this process is shown to manifest itself as three quantum
jumps, each of which is a transition causing the spin of the complex to increase by two unities. The nature
of these quantum jumps is discussed. The magnetization curve and the magnetic susceptibility are calculated.

© 2001 MAIK “ Nauka/lnterperiodica” .

INTRODUCTION

At the present time, magnetic mesoscopic systems
atract considerable interest. These systems exhibit
both specific quantum features characteristic of indi-
vidual atoms and classical features typical of bulk sin-
gle crystals. Among these systems are clusters contain-
ing d or f ions (Mn,,Ac, Fe;, Fe;, Fey, etc) [1-11].
Advancesin high-molecular chemistry have made pos-
sible the synthesis of magnetic clusters representing
metal-organic molecules with a gigantic spin. Exam-
plesare Mn;,Ac, Feg, Fe 7, andV,, [1-11]. These clus-
ters form molecular crystals, in which they keep their
individuality because the bonds between the clusters
are fairly weak. A unique property of such systemsis
molecular bistability [12]. This means that they behave
as molecular magnets at sufficiently low temperatures
and, in principle, can be used for information record-
ing. It has recently been discovered that these clusters
show macroscopic quantum magnetization tunneling
[5, 8, 12], a property which is of great importance. A
theoretical study of quantum coherence in magnetic
clusters was aso made [13]. These phenomena,
undoubtedly, give some insight into the fundamental
problems of magnetism and open up fresh interesting
opportunities for quantum mechanical calculations.
Until recently, only clusters with an integer spin, such
as Mn;,Ac (S= 10in the ground state), Fe; (S=10in
the ground state), and MngR; (S = 12 in the ground
state) were investigated. However, a study of clusters
with a half-integer spin, such as the magnetic cluster
Vs, IS Of prime interest for understanding the physics
of magnetic nanoclusters, because, according to Kram-
ers theorem, the properties of systemswith a half-inte-
ger spin may differ qualitatively from those of systems
with aninteger spin. Thisiswhy this cluster is of inter-
est to investigators.

When studying mesoscopic properties, a cluster is
usually considered in the ground-state multiplet

approximation. However, in order to gain a better
understanding of the physics of a cluster, one should
investigate its internal structure, i.e., in our case, the
exchange interactions between magnetic ions compos-
ing the cluster. The most direct method for studying
these interactions isto investigate the compl ete magne-
tization curve in megagauss magnetic fields. Thisisthe
only objective of the present paper, which is devoted to
astudy of the behavior of crystals formed by V ;=-poly-

oxyvanadate molecules (K¢ V 1 As:O4,(H,0)] - 8H,0).
These crystals possess trigonal symmetry (space
group R3) with a = 14.029 A, a =79.26°, and V =
2632 A3 [11, 14]. The unit cell contains two V5 clus-
ters. TheV 5 cluster comprisesfifteen V'V ions, each of

which hasaspin of S=1/2. lonsV'V are situated at the
apexes of two planar hexagons and one triangle
between them. The structure of the cluster is depicted
schematically in Fig. 1. The exchange interaction
between V'V ions is antiferromagnetic in nature [14].
Because of this, in contrast to most organic clusters
such as Mn,,Ac, which are high-spin systems, the V5
cluster has alow spin S= 1/2 in the ground state. The
magnetic (dipole) interaction between the spins of
neighboring clusters is negligible (severa mil-
likelvins). Each hexagon of the cluster (Fig. 1) has
three pairs of strongly coupled spins (J = —-800 K). The
spin of eachion of thetriangleis coupled with two pairs
of spins, one of which belongs to the upper hexagon;
the other, to the lower hexagon (J' = J; =-150,J"= J, =
—300 K). The exchange interaction between the spins
situated at the apexes of the triangle is very weak (J, =
—2.5K [15]). The spin of the cluster in the ground state
S = 1/2 is due to the antiferromagnetic interaction
between V!V ions; therefore, the cluster can be thought
of as a multi-sublattice ferromagnet at the molecular
level. The fundamental parameters of such amolecular
ferrimagnet are exchange integral swhich determine the

1063-7834/01/4301-0185%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 1. Structure and exchange interactions of theV 45 clus-
ter (schematic).

magnetic structure of the cluster and its transformation
under an external magnetic field. Using the magnetic
Mnp,Ac cluster as an example, it has been shown
recently that the transition from the ferrimagnetic to a
ferromagnetic state in magnetic clusters with antiferro-
magnetic exchange interaction between magnetic ions
has a number of specific features qualitatively different
from those in the case of a classical Néel ferrimagnet
[9]. In this paper, we investigate this transformation of
the spin structure of the V5 cluster, which comes to a
close in ultrastrong magnetic fields. The magnetization
and magnetic susceptibility of the cluster are calculated
asafunction of exchange constants, magnetic field, and
temperature.

1. THE HAMILTONIAN, BASIC FUNCTIONS,
AND ENERGY LEVELS

The Hamiltonian of the cluster is written in the
form [1]

= Z Hn1
H; =SS, + S5, + S5S + (-..)), ()
Hy =SS+ SS+ S5, +(-..)), ()
Hs = =J"(S,S,+ 5,55 + S¢S, + S:S;
+ 5,55+ S5, +(...)").
Hy=-0i(SS1+ S$S:+ SS+ S.S; + S8 +5:.55).(4)
Hs=—0)(S:S+ S5, + S5+ S.S1 + $S; + S:S5).(5)
He = -Jo(SS + S + SS, (6)
H;,=Hz= ZUBBZ S. (7)

Here, summation is performed over all fifteen V'V ions.
The symbol (...)' designates an analogous expression
involving the spins of the upper hexagon; and S,, S,

©)
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and S are the spins at the apexes of the triangle.
According to [14], J=-800,J'=J, =-150,J"=J, =
-300, and J, =—2.5 K. However, it should be noted that
these values of the exchange constants are rough esti-
mates.

In[15], it was shown that at B < 3 T, the spin of the
cluster in the ground state is S= /2. At B = 3 T, the
magnetic structure of the cluster is changed with the
result that the spin becomes equal to 3/2. In this case,

S =S,=S = V2(E=5,-0i=1,..., 6). Fur-
ther transformation of the magnetic cl uster structure
occurs in the range of ultrastrong magnetic fields, to a
consideration of which we now proceed. Anaysis
shows that the arientation of spinsS,, S,, and S, remain
unchanged in this case.

Inthecaseof S, = §,, = §,=-1/2, we have

Hy+ Hs=Hg+ Hg (8)
6
1 A
=30+ 3) Y (5:-8), ©
i=1
1 o A - n
= =(J,=Id)(S2—S1z+ Si2— Sz
23— 1)( W
+S5 =S+ (0.))).

When studying the energy spectrum of the system, we
take into account the hierarchy of the exchange interac-
tions in the Hamiltonian H [see Eq. (8)]. We represent
H intheform

H=Hy+H,
where
Ho=H; +Hz, (11)
while the Hamiltonian
H'=H-H,

includes the remaining exchange interactions charac-
terized by J,, J', J,, and J". The energy levels corre-
sponding to the Hamiltonian H, are

EAS) = 5[ Sl + D + SulSu+ D)

+356(356+1)_1-X§X3+( )]"’2 sBMsg

= —JS+2ugBMg+ congt,

(12)

where S= z? (G+T), 1,1 =01S=01,..,6

T3= S 1= S, 13= S5, Ty = Spp, T = S, Ts—s'sea
andMg=S S-1, ...,-S
When studying the behavior of the magnetization

and magnetic susceptibility of the cluster in strong
magnetic fields and at low temperatures (KT < 2ugB), it
is sufficient to consider the states with Mg = —S. In this
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case, Eq. (12) for the energy levels can be written as
Eo(S) = —JS—25BMs, (13)
The corresponding eigenfunctions are

- L5 iyl
5 (1)
zmm§\%mm§g

3
n Z B: ml(n) mz(')
It follows from Eq. (13) that all energy levels with S=
0, 1, ..., 6 cross simultaneously when B = =J/(2ug) =
560 T. In this situation, it is quite important to takeinto
account the corrections to the energy levels due to the
perturbations described by the Hamiltonians H,, Hs,
Hg, and Hy. The effect of the perturbation Hg reducesto

renormalization of the exchangeintegral J: J — J=

- %1 (J; + Jy). Itisof prime importance that the pertur-

bation V(H,, Hs, Hg) isadditive and given by the sum of
two independent contributions from the upper and
lower hexagons.

Let us consider the contribution from the lower
hexagon. In this case, naturally, the quantum number S
corresponds only to the subsystem under consideration
(S=0, 1, 2, 3). Using the basis wave functions given by
Eqg. (14) and the perturbation Hamiltonian V = H, +
H; + Hg [see Egs. (2), (3), (10)], we calculate the cor-
rections OE to the energy levels defined in Eq. (13) for
S=0,1,2,3.

Inthe case of S=0, wehave dE(S=0) =0. TheS=1
state is threefold degenerate and the corresponding
basis wave functions Wy(14, T,, T3) given by Eq. (14) are
W, =Wy(1,0,0), W, =Wy(0, 1,0), and W; = Wy(0, O, 1).
In this case, the perturbation Hamiltonian matrix has
the form

1 011
IVI = 33 +23) 101 . (15)
110
The lowest energy isfound from Eqg. (15) to be
OEin(S=1) = (J'+2J")/4. (16)

The ground state with S= 1 is doubly degenerate. The
excited state is separated from the ground state by A =
—J'+23")/2. For J' = -150 and J" = —300 K, we have
A = 400 K. Therefore, the population of the excited
state can be neglected up to room temperature.

Similarly, for the S= 2 state, we obtain

8E,;(S=2) = 0. (17)

PHYSICS OF THE SOLID STATE Vol. 43 No. 1

2001

187

This level is aso doubly degenerate, and the higher
level is separated from it by A = 400 K. In the case of
S=3, we have

O, (S=3) = -;3’1 (3" +23%). (18)

It follows from Egs. (13) and (16)—(18) that, as the
magnetic field increases, the lowest energy levels cor-
responding to different values of S

E(S = Eo(9 + OEqin(9

cross successively. Theintersection of the energy levels
E(S=0) and E(S= 1) occurs at

(19)

1 J+23'

_ 0 3
B, = ZTMER J+ YRR, (20)
The energy levels E(S= 1) and E(S= 2) cross at
_ 1, J+23n
B:= 50t~ 0o (21)

Finally, the energy levelsE(S= 2) and E(S= 3) intersect
when thefield is equal to

-1 3.3y 0m0
B; = —-Z-H—BD] +21(J +2J )D (22

Now, we determine the contributions from both hexa-
gons:

S =0, 3y, =0,

S =1, dEy, = (J+2J")/4,

S =2, 8E,, = (J+23)/2,

S =3, BE,, = 3(J+2J3")/4, (23)
S =4, 3y, =0,

S =5, OEy, = -3(J+2J3")/4,

S =6, OEy, = —3(J+2J3")/2.

Thebehavior of thelowest energy levelsof theV 5 clus-
ter E(S) = Eo(S) + 0Ein(S) [see Eq. (23)] in superhigh
magnetic fieldsis shownin Fig. 2.

2. MAGNETIZATION AND MAGNETIC
SUSCEPTIBILITY OF THE V.5 CLUSTER

The cluster magnetization in the approximation
used is additive and given by the sum of the contribu-
tions from the two hexagons composed of V ions and
from the triangle between them.
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-4 1 1 1
0.8 1.2 1.6
b

Fig. 2. Dependence of the lowest energy levels of the V5

cluster (in rel ative unlts 9= E(S/J) onthemagneticfield
b= 2uBB/|J| where J J- -(J'+23' -3 -4

The dependence of the cluster magnetization on the
magnetic induction and the temperature is given by

M(B) = 4ug

> Su(S exp[(E(S) 21 BS)/KT]

S=0
X
3

> 9IS exp[~(E(S) —2pBS)/KT]

S=0
where E(S) is determined by Egs. (16)—(19), g(0) = 1,
g(1) = g(2), and g(3) = 1. In Eq. (24), the first term is
the contribution from both hexagons, while the second
isthe contribution from the triangle. In order to analyze
the magnetic properties of the V5 cluster, it is conve-
nient to introduce dimensionless variables

(24)

+ 3“’8!

b= 2ugB/|J],

t=T/3, &9 =E9/J,

where

M = M/2pg,

_v J+2J"
=J+ 7

Then, Eq. (24) takes the form
u(b, 1) = 2u(b, 1) + 3/2,

=7z XSg(S)expDE(S) 2

<

h(h, 1)
(25)

= Z o(9 epFE2=0

ZVEZDIN et al.

(a)

121

2.0

500 - ®)
400
300 -

200

100 -

0 04 0.8 2.0

b

Fig. 3. Dependence of (@) the relative magnetization and (b,
¢) the magnetic susceptl bility of theV 15 cluster on the mag-

neticfieldb= 2uBB/|J| whereJ J- —(J'+23'-J31-J))/4,
J=-800K, J = J; =-150K, and J" = J, = -300 K [15] at

various temperatures T = KT/|JJ|: (1) 0.005 (T = 4.2K),
(2) 0.089 (T = 78 K), and (3) 0.343 (T = 300 K).

1.2 1.6
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With Eqg. (25), the dimensionless magnetic suscepti-
bility is easily found to be

X(b,7) = (b, 1)/ab), = 2r*Fz (b, )
0
(26)

3
— ~ 0
<y So9ewdtL i b0 o
S=0
Figure 3 shows the dependences of the magnetiza-
tion (Fig. 3a) and magnetic susceptibility of the V5
cluster (Figs. 3b, 3c) on the external magnetic field cal-
culated for J = -800, J' = J; = 150, and J" = J, =
-300K inthe cases of alow T =4.2 K (1 = 0.005), a
high T = 300 K (1 = 0.343), and the nitrogen boiling
temperature T = 78 K (t = 0.089).

3. CONCLUSION

Thus, we theoretically investigated the rearrange-
ment of the spin structure of the magnetic V45 cluster
induced by an ultrastrong magnetic field. It is found
that the changeover from the ferrimagnetic (spin S =
3/2) to a ferromagnetic (S = 15/2) magnetic structure
occurs in three jumps equa to 2ug each. All three
jumps occur in the range of megagauss magnetic fields.
For the values of the exchange integrals presented in
[14], Eq. (8), we have, according to Egs. (20)<22), B,
=350, B, =612, and B; =875 T. All these jumps can be
measured experimentally by a modern MK -1 oscillator
[16], which is of great importance to the refinement of
the exchange constants J, J,, J', J,, and J".
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Abstract—Experimental absorption spectra were obtained near the absorption K edge of Rb in RbCl and
Rb,ZnCl,in the solid state and in a melt. Detailed analysis of the electronic structure of RbCl was conducted
by means of the total multiple scattering method, and good agreement with the experimental spectrum was
obtained. The fine structure of the unoccupied electronic states was determined in the conduction band of the
compound studied. The unoccupied p states of rubidium were shown to be hybridized, for the most part, with
the Cl p states in the conduction band. It was proved that the RbCl melts can be described in good approxima-
tion on the basis of the cluster model with the Debye-Waller parameter 02 = 0.3 A2 © 2001 MAIK

“Nauka/Interperiodica” .

Solid-state to liquid phase transitions are accompa-
nied by considerable changes both in thelocal structure
and in the electronic subsystem. Understanding the
transition mechanism and the reasons for the induced
changes serves to improve methods for growing ideal
crystals. As a conseguence, interest in the solid-state to
liquid phase transitions is not only diminishing but is,
actually, growing. Investigations of local structure
changes are made by different methods, including neu-
tron scattering [1, 2] and EXAFS spectroscopy [3-6].
The choice of these methods was determined by the
fact that traditional x-ray diffraction methodsfor inves-
tigating crystal structure failed because of strong disor-
dering of the crystals during the melting process.

To date, investigations of glasslike alloys[2], semi-
conducting Ga—Ge [7], GaSe, [1], and GeSe, aloys
[3,5] and ionic crystals [4, 6] have been completed.
Thelast-named crystal s are the objects most often used
in studies dueto their quite simple crystalline structure,
which allows for the testing of new methods for inves-
tigating these substances. Moreover, ionic crystals are
of independent interest themselves.

Rubidium tetrachlorzincanate Rb,ZnCl, is an inter-
esting object to study. This compound exhibits three
phase transitions as the temperature is changed. At tem-
peratures higher than 302 K, it has a structure of the
B-K,SO, type. Cooling to temperatures lower than
303K leads to a transition into an incommensurate
structure, which transforms at 189 K into aferroelectric
superstructure. On further cooling, rubidium tetrachlo-
rzincanate is transformed into a monoclinic structure,
whose symmetry has not yet been studied. The com-
mensurate-incommensurate structural transition has

been well investigated both theoretically and experi-
mentally [8-11]. However, the transition into the liquid
state has not yet attracted the attention of researchersit
deserves. In order to study such a transition, we have
experimentally measured the absorption spectra of
rubidium in Rb,ZnCl, and RbCI in the vicinity of the
x-ray absorption edge (XANES spectra). The measured
spectra have been analyzed theoretically by means of
the total multiple scattering method.

The experiments were carried out as a joint project
in the Japanese Photon Factory synchrotron center on
the 10B lines[two-crystal monochromator with two flat
Si(311) crystals] and on the 7C line (where atwo-crys-
tal monochromator with Si(111) crystals was also
used). The electron flux energy inside the synchrotron
ring attained 2.5 GeV, and the electron current was of
the order of 150-300 mA. Some of the experiments
were carried out in the Beijing synchrotron center
(China) at the 4W1B line, where two flat Si(111) crys-
tals were used as a monochromator. The current
strength of the electron beam was 30 mA for an energy
of 2.2 GeV. A detailed description of the experimental
setup used for measuring XANES spectrafor theliquid
state was published earlier [3].

To obtain information from experimental Xx-ray
absorption spectra of rubidium, one needs to carry out
atheoretical analysisof theresults[12]. It ispossible to
make such an analysis on the basis of different theoret-
ical approaches: atight-binding method [13], band cal-
culations [14], etc. However, the multiple scattering
method in the direct space [15, 16] has been applied
with the most success. The use of the quasi-molecular
approach [17] in similar cases (for interpretation of the

1063-7834/01/4301-0019$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 1. Absorption spectrum of rubidiumin RbCl inthesolid
state cal culated for clustersof different size by thetotal mul-
tiple scattering method. Zero of the energetic scale corre-
sponds to zero of the muffin-tin potential.

spectrum structure in the vicinity of the x-ray absorp-
tion K edge) does not give results as satisfactory as
those given for the absorption L spectra associated with
transitions between localized states.

An algorithm of thetotal multiple scattering method
and the program complex G4XANES were described
previously in [18]. The parameters and structure of the
NaCl crystalline lattice with lattice constant 6.581 A
[19] were used in the calculations. To estimate phase
shifts, we utilized the crystalline muffin-tin potential
constructed by means of the Mattheiss scheme with
mutually touching spheres. The exchange part of this
potential was calculated in the Slater model with the
exchange constant equal to 1.0. The atomic charge
planes were found by the Dirac-Slater method. Phase

Structure of a cluster describing the RbCl crystal

Coordination Atom Number of atoms | Shell radius,
shell in the shell A
1 Cl 6 3.29
2 Rb 12 4.65
3 Cl 8 5.7
4 Rb 6 6.58
5 Cl 24 7.36
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shifts with the orbital angular momentum up to 3 were
taken into account in our calculations. In order to com-
pare the theoretical spectrum with an experimental one,
wetook into account some factors leading to the broad-
ening of the spectrum (the finite lifetime of the core
vacancy [20], the mean free path of the photoelectron
[21], and the spectral resolution). All these factors con-
tribute to the imaginary part of the complex potential
used. We represent the theoretical spectrain a normal-
ized form (i.e., the absorption coefficient in relative
units of the atomic absorption coefficient at high ener-
gies) in all figures except Fig. 1. To obtain the absolute
values of the absorption coefficient, these normalized
values should be multiplied by the corresponding value
of the atomic absorption coefficient.

In order to clarify the factors that influence the
XANES Rb K spectrain Rb,ZnCl, and to elaborate a
method for studying the phase transition, analysis of
the Rb spectrum was carried out on arelatively simple
RbCl compound by using the total multiple scattering
method. First, it was necessary to determine the mini-
mum cluster size that would reproduce all the peculiar-
ities of the experimental XANES spectrum. The results
of the total multiple scattering calculation of the
XANES Rb K spectrain the solid RbCl for clusters of
different sizes are shown in Fig. 1. For simplicity, al
spectra are shifted along the ordinate axis. The cluster
parameters (their size and the number of atomsin each
coordination shell) are shown in thetable. The XANES
spectrum consists of a single broad maximum and dif-
fers considerably from the experimental spectrum in
the case of the cluster consisting of a single coordina
tion shell, where the central rubidium atom is sur-
rounded by six chlorine atoms. The calcul ated structure
of the spectrum broadens when the next two coordina-
tion shells are added. The structure of the theoretical
spectrum agrees with the experiment only when the
number of coordination shells in the cluster reaches
five. Further increase in the cluster size does not lead to
any changes in the spectrum shape. Therefore, the
XANES spectrum for the Rb K edge results from the
multiple scattering of an excited photoelectron inside a
cluster of large size (more than 33 atoms, including al
types of atoms).

Figure 2 compares the experimental XANES data
obtained for thefirst time for the K spectra of rubidium
in the solid and liquid state. Zero of the scale used cor-
responds to 15189 eV in absolute energy units. This
scale is utilized for convenience in comparing the
experimental data with the calculated spectra, where
the zero value of the muffin-tin energy is chosen asthe
origin of the coordinates [18]. In the obtained spectra,
the same tendency is observed as in the earlier studied
spectra [4]. After phase transition into the solid state
takes place, al spectral peculiarities broaden consider-
ably. As aresult, the roll in the longwave region in the
vicinity of 9 eV and the maximum in the region of
25 eV disappear, while the principle maximum in the
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Fig. 2. Experimental XANESK spectraof rubidiumin RbCl
for (1) the solid state at 295 K and (2) amelt at 1023 K.
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Fig. 3. Theoretically calculated rubidium spectrum in RbCl
in a melt: (1) the Debye-Waller factor is not taken into
account; theoretical approximation taking into account the
Debye-Waller factor for (2) 62 =0.1 and (3) 0.3 A% and
(4) experimental spectrum of the compound considered.
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vicinity of 13 eV decreasesin intensity and increasesin
width.

Calculationsfor the RbCl melt were carried out in the
Debye-Waller approximation [4]. The 02 parameter was
chosen in such away asto guarantee the best correspon-
dence with the experiment. The consecutive changes in
the spectrum structure that occur with increasing o2 are
shown in Fig. 3. Good agreement with the experimental
melt spectra is attained for 62 = 0.3 A2 (Fig. 3). The
same value of o2 for a melt was obtained in [4] by
means of EXAFS analysis.

Comparing Figs. 1 and 2, one can conclude that the
calculation method used gives results consistent with
the experimental data. The square of the dipole matrix
element of the transition probability is a monotonic
smooth function. Taking into account that, in the dipole
approximation, the absorption coefficient above the
K edge is the product of the square of the matrix ele-
ment of thetransition probability and the partial density
of p states of rubidium, one can conclude that the
experimental spectrum gives precise information onthe
peculiarities of the amplitude energy distribution of the
density of unoccupied p states of rubidium in the con-
duction band of the compound studied. The accuracy in
this case is to within the matrix element. For this rea-
son, we calculated the partial density of the p states of
rubidium in the conduction band of RbClI in the ground
state (Fig. 4). Analysis of the results obtained will be
useful for investigating the peculiarities of the electron
subsystems of the described compound and of the
changes appearing in this compound in the course of
the phase transition. The partial density of the unoccu-
pied p states of Cl is shown in the same figure. A com-
parison of these two curves allows one to make a con-
clusion that the main peculiarities of the Rb and RbCl
absorption spectra have a hybridized character.

8 —
w 6 B
k=
-
B4t
1)
2
2+
0 1 1 1 1 1 1 J
5 10 15 20 25 30 35 40
Energy, eV

Fig. 4. Partial densities of states calculated for acluster with
five coordination shells, which approximates the RbCl crys-
tal: (1) partial density of p states of Rb and (2) partial den-
sity of p statesof Cl. Zero of the energetic scale corresponds
to zero of the theoretical muffin-tin potential.
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Fig. 5. Experimental XANES K spectra of rubidium in
Rb,ZnCl, for (1) the solid state at 300 K and (2) a melt at
823 K.

The experimental XANES K spectrum of rubidium
in Rb,ZnCl, in the solid and melted states, measured
herefor thefirst time, isrepresented in Fig. 5. Zero cor-
respondsto an energy of 15171 eV. The peculiarities of
the RbCl compound found above remain unchanged
even for the more complex Rb,ZnCl, compound. For
the latter compound, similarly to RbCl, al the details of
the spectrum broaden when the transition from the
solid into the liquid state takes place. It is obvious that
the a2 parameter will have the same order of magnitude
both for this substance and for RbCl. Due to the com-
plexity of the structure of the considered compound [8],
theoretical calculations demand alarge amount of com-
puter time and will be presented el sewhere.
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Abstract—The heat capacity at constant pressure (in the range 3-50 K) and the | attice heat conductivity (from
5to 75 K) of asingle-crystal synthetic opal are measured. It is shown that the heat capacity of the opal behaves
at thesetemperaturesin away similar to porous amorphous materials. The dataon the heat conductivity suggest
that single-crystal opals can berelated to aclass of semicrystalline (partially crystallized amorphous) materials.
However, because of specific features of their crystal structure, the opals form a nonstandard type of semicrys-
talline material which we termed semiamorphous. © 2001 MAIK “ Nauka/Interperiodica” .

Studies of the heat capacity k of opals and related
nanocomposites are dealt with in a large number of
publications [1-6]. The opals studied were of varying
degrees of perfection [1, 2]. The heat capacity (C) of
opals has not been investigated before.

Opals are very interesting subjects for various phys-
ica experimentations. They exhibit a unique crystal
structure of the fractal type [1, 7, 8]. Opals consist of
closely packed spheres of amorphous SIO, ~2000—
2500 A in diameter (first-order spheres). These spheres
contain an array of closely packed spheres of smaller
sizes, ~300-400 A (second-order spheres), which, in
turn, are formed of closely packed particles ~100 A in
size (third-order spheres). The lattice of closely packed
spheres has voids of the octahedral and tetrahedral
types. Depending on the order of the spheres, the voids
can aso be divided into voids of the first, second, and
third orders.

The octahedral and tetrahedral voids of thefirst, sec-
ond, and third orders measure 800, 140, and 30 A and
400, 70, and 15 A, respectively. Their contributions to
the total porosity of the opal are 26, 19, and 14%. Thus,
the total porosity of the opal is ~59%. However, the
actual total porosity, even of fairly perfect opa sam-
ples, is only 46-50% [2, 9]. This is due to a possible
sintering of the second- and third-order SiO, spheres.
The porosity of the first-order sphere array remains
equal to the theoretical estimate, which is, as was men-
tioned above, 26% [1-6].

The voids in the opal are connected to one another
through channels. The first-order amorphous SO,

spheres form a regular face-centered lattice with a lat-
tice constant of ~3000-4000 A. Thus, the opal can be

considered an amorphous medium (the first-order
amorphous SiO, spheres) with spatially modulated
properties (the regular arrangement of the amorphous
SiO, spheres making up a cubic lattice).

In this work, we measured the heat capacity at con-
stant pressure (C,) inthe temperature range 3-50 K and
the heat conductivity in the range 5-75 K for perfect
synthetic opal single crystals.

The technique of sample preparation was described
briefly in[1]. X-ray diffraction analysis showed that the
opalsare purely amorphous materials[2, 3, 5]. No trace
of the crystalline SIO, phase was found in the samples
studied. Optical structural analysis[2, 10] was used to
determine the parameter of the cubic lattice formed by
the first-order amorphous SO, spheres. The SO,
sphere dimensions were comparabl e to the wavelength
of visible light, which served in this case as an analog
of x-raysin x-ray diffraction measurements. The SO,
amorphous spheresin the sampl e studied were~2350 A
ins ze,Aand the crystal lattice constant was found to be
~3300 A.

The heat capacity was determined by the adiabatic
technique, and the heat conductivity was measured by
atechnique similar to that employed in [11].

The objective of thiswork was (i) to study the effect
exerted on the heat capacity and heat conductivity of
the opal by the spatial modulation of its properties (the
regular arrangement of the first-order SIO, amorphous
spheres) and by the corresponding “ crystallinity” of the
object under study and (ii) to determine the effect of the
large opal porosity on C(T).

1063-7834/01/4301-0190$21.00 © 2001 MAIK “Nauka/ Interperiodica’
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Figure 1 shows our data on the heat capacity C(T)
for the opal. For comparison, this figure also displays
the available data on the heat capacity C,(T) for crystal-
line and amorphous SiO, [12] and on C,(T) for SO,
aerogels[13].

Figures 2 and 3 display our datafor the opal sample
inthe C/T3-T coordinates, to be compared with the cor-
responding data for amorphous and crystalline SO,
[12].

Asis seen from Figs. 1-3, C,(T) of the opal sample
behaves in a similar fashion to that of classical amor-
phous materials:

C,J/gK

10—1 -

10721

10—5 —

r SiO,(crystal)

10°%F 1

T T I | | TR

2 5 10 2 50
T,K

Fig. 1. Temperature dependences of the heat capacity for a
number of amorphous and crystalline materials. Points are
the results of our experiment for Cy, of an opal sample (den-

Sity is~1.1-1.3 g/cm3). The data for C,, of crystalline and
amorphous SiO, (density of the amorphous materia is

~2.2 g/em®) aretaken from [12]; for C,, of two SiO, aerogel
sampleswith densities of 0.275 and 0.145 g/cm?®, from [13].
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(1) The heat capacity of the opa substantially
exceedsthat of crystalline SiO, and, insignificantly, that
of amorphous SiO,; however, starting from T > 6 K, it
practically coincides with the heat capacity of highly
porous SiO, aerogel (Fig. 1).

(2) The magnitude of Cy/T? increases with a
decrease in temperature, passes through a bell-shaped
maximum and afairly sharp minimum, and rises again
as the temperature decreases still more (Figs. 2, 3).

Asfollows from the classical model of the behavior
of C(T) in amorphous solids, at low temperatures (T <
1K) inglasses, C ~ T (rather than C ~ T3, asisthe case
in crystalline solids) and there is an excess of the heat
capacity compared to crystals and to the Debye contri-
bution to C, which can be calculated, for instance, from
the sound velocity (Fig. 3) [12].

This behavior of C(T) in amorphous solids is inter-
preted in terms of the phenomenological two-level-sys-
tem tunneling model [14, 15]. As the temperature rises
above 1 K, this model becomes progressively inappli-
cable. The heat capacity does not begin to increase as
~T, but in amorphous solids, it is still higher than in
crystals up to approximately ~100 K [12]. Unfortu-
nately, thereis still no universally accepted explanation
of the above effect. The heat capacities of amorphous
and crystalline solids most frequently coincide at T >
100K [12].

C,/T%,107° J/g K*
T

1+ -
| |

1
30 40 50

1
3 5 10 20
T,K

Fig. 2. Dependence of Cp/T3 on T for the opal sample stud-
ied.
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Fig. 3. Comparison of the behavior of cImé= f(T) for C,, of
crystalline and amorphous SiO, [12] and for C,, of the opal

sample studied. Dashed lines represent the heat capacity
calculated from data on the elastic constants within the
Debye model [12].

Thus, analysis of our data on the heat capacity of
opals and comparison with the available data on the
heat capacity of amorphous solids permit one to con-
clude that the behavior of C(T) in opals does not exhibit
any specific features associated with the regular
arrangement of the first-order amorphous SiO, spheres
(i.e., with the crystalinity). The heat capacity of opals
behaves in a similar fashion to that of conventional
porous amorphous materials.

Analysis of the data on the heat conductivity of the
opal single crystal studied led us to the following new
and interesting considerations.

Kph’ W/mK
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0.06
0.04

0.02
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The opal is an insulator, and, therefore, the experi-
mentally measured heat conductivity isthat of the crys-
tal lattice Ky,

Earlier [1, 2], we studied the heat conductivity of
synthetic opals with varying degrees of perfection.
According to these measurements, the heat conductiv-
ity Kpn(T) of moderately perfect opal samples (not sin-
gle crystals) showed a behavior typical of classica
amorphous solids[1, 2]. At low temperatures (425 K),
Kon ~ T2, in the range 25-60 K, the heat conductivity
exhibited a plateau, after which, aa T > 60 K, it
increased directly with ~T. In more perfect samples
(close in quality to single crystals), Ky, behaved in a
manner characteristic of a “semicrystalling’” material
[16, 17]. For these samples, k,,, ~ T throughout the tem-
perature range covered (4-300 K). What is a classical
“semicrystalling’ material? It is an amorphous solid
containing crystallized regions (i.e., the crystaline
phase is embedded in an “amorphous sea’ [16, 17]).
These materials exhibit no plateau in Ky(T), and the
low-temperature heat conductivity can increase with
temperature by alaw from K, ~ T to K, ~ T3, depend-
ing on the actual amount of crystallized phase involved.
Thevariationsin K, (adecreasein K, at very low tem-
peratures in semicrystalline materials compared to the
amorphous matrix) and its temperature dependence are
accounted for by the appearance of athermal resistance
at the amorphous-solid—crystal interfaces in semicrys-
talline materials [16, 17].

The experimental results on K,,,(T) obtained in this
work for aperfect single-crystal opal sample are shown
in Fig. 4a. We readily see that this graph has no plateau
and that K, ~ T throughout the temperature range cov-
ered (Fig. 4b); i.e,, in thisexperiment, too, the heat con-

Kph’ W/m K|

(b)

0.050f

0.020( .

0.010

0.005

5 10 20 50

T,K

Fig. 4. Temperature dependence of Ky, of the single-crystal synthetic opal: (a) in the K,,—T coordinates and (b) in the logkp, =
f(logT) coordinates. The pointsin Fig. 4b are the averaged data taken from Fig. 4a.
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ductivity Ky,(T) exhibits propertles characteristic of
semwrystalllnesollds[l 2,16,17].1

Let ustry to find an explanation to the above results.
Below, we consider several possible versions.

(1) The dependence of K, ~ T could correspond in
our caseto atemperature reglon above the plateau char-
acteristic of amorphous solids, while the real plateau
and the temperature dependence K, ~ T2 should be
expected at lower temperatures (T < 4 K). Thisassump-
tionisin conflict with

(i) our previous studies on the heat conductivity K,
of opals [1, 2], according to which the plateau |s
observed for amorphous opals in the range 25-60 K,
whereas at 4-25 K, Ky, ~ T4 and

(ii) our present data on C,(T). The plateau in Ky (T)
and the bell-shaped hump in the dependence C/T® =
f(T) of amorphous solids approximately coincide in
temperature (see, e.9., [12, 18]). For our opal, the hump
in the graph C/T3 = {(T) lies near 10 K (rather than
below 4 K).

(2) Amorphous opals contain regions of crystallized
SiO,, which account for the behavior of K,,(T) charac-
teristic of semicrystalline materials. This assumption
should also be ruled out, because, as was aready men-
tioned, x-ray diffraction measurements did not reveal
any trace of crystalline SiO, in the sample under study.

(3) As was pointed out earlier, the opal possesses a
unique crystal structure, which makesit simultaneously
an amorphous solid and acrystal. The “amorphicity” is
accounted for by the second- and third-order spheres,
which do not form a regular substructure throughout
the opal crystal. Theregular cubic lattice formed by the
first-order SiIO, amorphous spheres is responsible for
the crystallinity. Thus, in the case of the opal, we
encountered a new type of semicrystalline materia in
which the amorphous phase (the first-order SiO, amor-
phous spheres) acts as “atomic masses’ making up a
cubic lattice with a giant lattice constant. Such a semi-
crystal, unlike the standard classical case [16, 17]
(which wewill call “asemicrystal of the 1st kind”), can
betermed “asemicrystal of the 2nd kind.” One can also
introduce a new term by calling the latter a semiamor-
phous material.

The nature of the semicrystallinity (semiamorphic-
ity), which manifests itself in the behavior of K (T) in
single-crystal opals, will be treated in a separate paper.

This study can be summed up as follows:

(1) The heat capacity of opals at low temperatures
(3-50 K) behavesin a manner characteristic of porous
amorphous materials.

(2) Analysis of experimental data on the lattice heat
conductivity of single-crystal opalsallowed usto relate

1 The semicrystal model proposed for asingle-crystal opal isnot at
variance with our data on the heat capacity of opals, because the
heat capacity C of amorphous and partialy crystallized amor-
phous materials at low temperatures always exceeds that calcu-
lated by the Debye model [17].
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them to a new unusual class of semicrystalline (semi-
amorphous) solids.
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Abstract—The [111] longitudina sound velocity (v, ) in asingle-crystal synthetic opal has been measured at
a frequency of 10 MHz in the temperature range 4.2-300 K. At 300 K, v, = 2.1 x 10° cm/s. The quantity
dv/vaeok(T) (Wheredv = vy« — Vi) in the ranges 4.2-200 and 200-300 K behaves in the way typical of
amorphous and crystalline solids, respectively. © 2001 MAIK “ Nauka/Interperiodica” .

Recent years have witnessed a considerable interest
expressed by researchers in the properties of synthetic
opals. Opals possessavery unusua crystal structure[1,
2], which accounts for a number of the unique physical
properties they exhibit. Opals have turned out to be the
only solid-state materials with a photonic band gap for
visible light (photonic crystals). This has aroused the
intense interest of experimenters and, accordingly, has
stimulated an avalanche of papers dealing with this
effect (see, e.g., the pioneering works [3-5]).

Opals represent a porous material with a regular
arrangement of pores making up aregular lattice[1, 2].
This made it possible to construct a three-dimensional
opal-based nanocomposite with a cubic lattice of a
filler material (“matrix quasicrystals’), which is char-
acterized by a giant lattice constant (~3000-4000 A)
and “heavy atomic masses’ (see [6] and references
therein).

Nanocomposites based on an opa with semicon-
ductorsintroduced in its pores are promising materials
for the development of large-density arrays of elec-
tronic devices (see, e.g., [7, 8]).

In what respect isthe opal crystal structure unusual?
Opals possess a fractal structure [9]. They consist of
closely packed spheres of amorphous SiO,, ~2000—
2500 A in diameter (first-order spheres). These spheres
are made up of an array of SiO, spheres of a smaller
diameter, ~300-400 A (second-order spheres), which,
inturn, areformed of SIO, particlesabout 100 A insize
(third-order spheres). The lattice of the closely packed
spheres has octahedral and tetrahedral voids, which can
also be subdivided into voids of the first, second, and
third orders. In our analysis of the sound velocity data,
we will be interested in the first-order structure of
amorphous SiO, spheres and the total fraction of the
opal porosity, which is 59% (the first-order pores add
up to 26%). The voidsin the opal are connected to one
another through channels. The first-order amorphous
SiO, spheres (and first-order octahedral, ~800 A, and

tetrahedral, ~400 A, voids)1 make up a regular face-
centered cubic lattice with agiant spacing parameter of
~3000-4000 A. The opal density is~1.1-1.3 g/cm3[9].

Thus, opals can be considered an amorphous
medium (first-order amorphous SiO, spheres) with spa-
tially modulated properties (the regular arrangement of
the amorphous SiO, spheres making up the cubic lat-
tice).

Earlier, we studied the heat conductivity [1, 13, 14]
and heat capacity [14] of single-crystal synthetic opals.
It was shown that the heat capacity of these materials at
constant pressure in the temperature range 3-50 K
behaves similarly to porous amorphous solids. It could
be expected that, at high temperatures, the heat capacity
of opals would coincide with that of crystalline SiO,.
(At T > 100 K, the heat capacities of amorphous and
crystalline solids, asarule, coincide [15].)

The behavior of the lattice heat conductivity of sin-
gle-crystal opalsissimilar to that of classical semicrys-
talline materias, which represent an amorphous solid
with embedded crystallized regions. However, in the
case of opals, we encountered a new kind of semicrys-
talline material, in which the amorphous phase (the
first-order amorphous SiO, spheres) acts as “atomic
masses’ making up a cubic face-centered lattice. Such
a “semicrystalline” material, unlike the classical case
[16], was termed semiamorphous [14].

To gain a better understanding of the heat transport
processes in opals, it was of interest to elucidate how
the sound velocity would behave in these materials,
specifically whether it would be affected by the spatial
modulation of their properties (the regular arrangement
of the first-order amorphous spheres and the ensuing

LIn the course of the formation of opal-based nanocomposites, the
first-order voids and channels are filled by various methods [6,
10-12] with metals, semiconductors, and insulators, which form,
as already mentioned, matrix quasicrystals with a giant lattice
constant and heavy atomic masses (i.e., voids ~800 A in size
filled with various materials).

1063-7834/01/4301-0194%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Behavior of various physical parametersin asingle-crystal opal at low and high temperatures

Behavior
Parameter -
low temperatures high temperatures
Sound velocity Typical of amorphous materials, T =4-200 K | Typical of crystalline materials, T = 200-300 K
Heat capacity Typical of amorphous materials, T < 50 K Typical of crystalline materials, T > 100 K
Lattice heat conductivity | Typical of semicrystalline (semiamorphous) solids, T = 4-300 K

“crystallinity” of the medium) and how the “amorphic-
ity” of the opal associated with the presence of embed-
ded first-order amorphous SiO, sphereswould manifest
itself. Unfortunately, no studies of the sound velocity in
opals have been carried out thus far.

In this work, the longitudinal sound velocity (v,) in
a single-crystal opal sample used in a previous work
[14] was measured in the temperature range 4-300 K.
The sample to be studied consisted of first-order amor-
phous SiO, spheres ~2350 A in diameter, which made
up acubic face-centered | attice with the spacing param-
eter a ~ 3300 A [14].

The sound velocity v, was measured at a frequency
of 10 MHz along the [111] axis of the opal single crys-
tal. The technigue employed in the measurements was
described in [17].

The samplemeasured 2.4 x 2.5 x 6 mm (Fig. 1). The
sound was launched along the 2.4-mm face, which
coincided with the [111] crystallographic direction.
The scheme of the v measurement is presented in
Fig. 1. The quartz sensors were attached with Thiokol
32 cement. Special precautions were taken to prevent
cement penetration into the bulk of the sample (the
cement penetrated to a depth of no more than a few
tenths of amillimeter, which did not introduce a signif-
icant error into the v, measurement). The measure-
ments were conducted under vacuum.? It was found
that at 300K, v, =2.1 x 10° cm/s (the accuracy of deter-
mination was ~10%). The experimenta results
obtained for dv| /vy =f(T) (dv = Vrx — Vapk) @€
shown in Fig. 1a. The quantity dv,/vsy exhibits a
nonstandard temperature dependence. Within the range
300200 K, it increases with a decrease in temperature,
as anticipated for crystalline solids, whereas in the
range from 200 to 4 K, its temperature dependence is
typical of amorphous materials (cf. Fig. 1b) [18-20].
The results obtained on dv /vy «(T) correlate well
with the experimental data on the lattice heat capacity
and the heat conductivity of single-crystal opals[14].

Aswith the heat capacity and heat conductivity, we
encounter here the dual nature of opals in that they
behave simultaneoudly as a crystal and as an amor-
phous solid.

2 To speed up the onset of thermal equilibrium, “He was admitted
into the chamber at a pressure of afew mbar. We believe that this
should not affect the measured velocity v .
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Asin the case of the heat capacity, the data obtained
on dv, /v« (T) at low temperatures can be interpreted
in terms of atwo-level system tunneling model. Asthe

10% x dv;/vse0

L5r
—~— (a)
1.0r
3 15 LAmorphours SiO
3 [-Amorphours SiO,
2 10f (b)
05-3 5[
X0
> A Ge crystal  Quart”’ —
IS—O\ Transdl.lcg{z'4
00 - N T T Top view
| 0I I(I)O 2|00 I300I T,II( | 3
0 50 100 150 200 250 300
T,K

Fig. 1. Temperature dependences of (&) dv, /v4gg « for asin-
gle-crystal synthetic opal and (b) dv| /v, , « for amorphous
SO, and crystalline Ge [18]. Shown in the lower right cor-
ner are the scheme of the measurements and the sample
dimensions.

v, X 1073, cm/s
8_

o | | | | | | |

0 04 08 12 1.6 20 24 28

d, g/cm?
Fig. 2. The dependence of v|_ on the density at 300 K for
some materials based on amorphous SiO,: (1) silica gels
[21], (2) silica gels [22], (3) our data on the single-crystal
synthetic opal, (4) amorphous SiO, [23, 24], and (5) amor-
phous SiO, after uniaxial compression up to 16 GPa at
300K [25, 26].
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temperature increases, this model becomes gradually
invalid, so that at high temperatures, the behavior of
dv /vy k(T) is fully governed by the “crystalling”
nature of the material.

The present experimental dataand our earlier results
obtained in a study of the heat capacity and heat con-
ductivity of a single-crystal opal [14] are summarized
in the table illustrating the behavior of v, kK ,and Cin
various temperature ranges.

We note with interest the dependence of v, on the
density d of anumber of materials based on amorphous
quartz (amorphous quartz, amorphous SiO, subjected
to uniaxial pressure, silica gels, and opals). This is
shown in Fig. 2. One observes a linear dependence of
v, ond.
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Abstract—Photoluminescence (PL) and temporal variation of optical absorption and radioluminescence (RL)
of LiF crystals after irradiation with an electron impulse are investigated by pulse spectrometry methods using
different irradiation regimes and different degrees of initial radiation damage. The differencein the RL and PL
characteristicsof ionized F, and F5 centersisrevealed. Several mechanismsfor inducing these centersby irra-
diation, which differ in energy and kinetic parameters and in temperature dependence, are proposed. It is estab-
lished that the ionized centers in the radiation active state are created due to the interaction of the respective
neutral centerswith holes of different thermalization extent. A mechanism for the excitation of these radiation-
active centersis proposed. © 2001 MAIK “ Nauka/Interperiodica” .

Color-center accumulation with a gain in the inte-
gral absorbed radiation dosein amaterial influencesthe
character and efficiency of the primary interaction of
radiation with a substance. Application of pulsed mea-
surement techniques allows one to investigate the inter-
action of electronic excitations with irradiation-
induced defects by direct methods. For example, it was
established that the energy yield of Frenkel pairs and
self-trapped excitonsin aregular lattice decreases with
again of the absorbed radiation dose. At the sametime,
the efficiency of the radiative channel of dissipation of
the absorbed energy increases [1]. The elucidation of
the mechanisms of excitation of irradiation-induced
radiation-active defects is of undoubted interest for a
description of the processes of defect creation.

The present work is aimed at investigating the radi-

oluminescence of F, and F ionized electron color cen-
ters.

1. EXPERIMENTAL TECHNIQUE

Different types of electron centers (F, F,, Fas, Fo,

and F3) were preliminarily created in a crystal. The
required ratio between them was attained by variation
of the temperature at which the crystal was irradiated,
by the integral exposure dose, and by the temperature
and duration of keeping the crystal after itsirradiation.
Then, the crystal was exposed to a single electron
impulse (El) with the following characteristics: an El
duration of 20 ns, an average electron energy of 200 keV,
and afluence of 10t cm.

The absorption relaxation kinetic curves were mea-
sured at the maxima of the absorption bands of color
centers, and the radioluminescence (RL) decay kinetics
of these centers was investigated in the time interval

108-10° s after the termination of electron impulse
exposure. The investigations were carried out for dif-
ferent temperatures, in the interval 80-300 K, at which
the crystal was irradiated, and for various initia
degrees of radiation damage of the material.

The change in the center concentration was esti-
mated by the change in the absorption at the maxima of
the absorption bands or by the changein the photolumi-
nescence (PL) intensity of these centers. Since the cen-
ters are created not only during the El exposure, but
also after the irradiation, the absorption and PL of the
irradiated crystal were measured in the specified time
interval after the El exposure.

M easurements of the absolute values of the F;-center
concentrationsin LiF crystals are complicated dueto the
overlap of the absorption bands of these centers (460 and
420 nm [2]) and the band at 450 nm associated with F,
centers. Therefore, only relative concentration changes
were estimated from the PL intensity for these centers.

The dependences of the RL and PL intensities of
color centers on the exposure dose at 300 K wereinves-
tigated by the following method. The crystal was irra-
diated with an El series having arepetition frequency of
1 x 102 Hz. The RL intensity of the centers was mea-
sured 10 ns after the termination of each El of the
series, while the PL intensity was measured just before
the onset of the next EI. At aconstant El repetition fre-
guency, the PL intensity is proportional to the number
of centers created during the El exposure and for the
timeinterval between two sequential Els.

The PL of the centers was investigated by exciting
it in the corresponding absorption bands. The PL of

F§ centers was excited in a 650-nm band, that of F,

centers, in a 450-nm band, and that of F§ centers, in a
460-nm band.

1063-7834/01/4301-0023%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 1. Kinetics (a) of the absorption relaxation at the

F;-band maximum and (b) of the luminescence in the
910-nm band initiated by the exposure of the crystal to elec-
tron impulses at 300 K with F and F,, centers present in the

crystal prior to irradiation.

2. EXPERIMENTAL RESULTS

2.1. Irradiation-Induced F, Centers

Three stages of the absorption increase at the maxi-

mum of the F, absorption band at 650 nm (Fig. 1) were
shown earlier to be stimulated by electron impulseirra
diation [3]. These stages can be recognized by their dif-
ferent characteristic times of responseto El duration. In
the first of them, the response is inertialess, while the
other two go on after irradiation. In the latter stages, the
characteristic times of the absorption increase depend
on the temperature at which the crystal was irradiated.
These stages are associated with the corresponding
mechanisms of center creation, which have different
time and energy characteristics and lead to different
temperature dependences of the processes.

It has been established that the first two stages of the
absorption increase are due to the creation of the cen-
ters resulting from the interaction of F, centers with
holes of different thermalization extent, whereas the

third stage is due to the creation of F, centersresulting
from the interaction of F centers and anion vacancies.

The RL appears as a result of El irradiation of the
crystal, and its spectrum consists of several bands. The
spectral position of one band (910 nm) and its half-
width and temperature dependence coincide with the

corresponding characteristics of the PL of F, centers
excited in the F; absorption band (650 nm).

The RL pulse at 910 nm reveals two components
(Fig. 1). The short-term component is comparable in

duration to the electron impulse and observable at any
temperature in the interval 80-300 K. The long-term
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Fig. 2. Exposure-dose dependence of the absorption at the
band maximaof (1a, 1b) F», (c) F; ,and (1d, 1f) F5 centers;
of the RL intensity at (2a, 2b) 910 and (2d, 2f) 530 nm; and
(e) of the PL intensity of F centers, The EI repetition fre-

quency is f=1x 102 Hz and the temperature is (a, c—€)
300 and (b, f) 80 K.

component appears at T = T, where T, is the tempera-
ture of the delocalization of V, centersin an LiF crystal
(140 K).

Comparative analysis of the PL and RL characteris-
ticsof F, centers shows the following:

(1) TheRL intensity of F, centersis proportional to
the concentration of F, centersin the crystal at both 300
and 80K (curvesa, binFig. 2). At 300K, the exposure-
dose dependence of the number of F, centers accumu-
lated in the crystal coincides with that of the RL inten-

sity of F, centers excited in this case, as is seen from
Fig. 2 (curve a). At 80 K, the experiment (curve b in
Fig. 2) was carried out in the following way. The F, F,,

and F, centers were created in a crystal irradiated at
300 K. Then, the crystal was exposed to an El series at
80 K. This extra radiation exposure led to the destruc-
tion of the accumulated centers, and luminescence at
910 nm was excited. In response to the exposure to the

first El of the series, all preliminarily accumulated F,
centers were compl etely destroyed. However, the lumi-
nescence at 910 nm was observed not only after the
exposure to the first El of the series, but also after al
subsequent Els. In this case, the luminescenceintensity
was varied with the EI number (the extra exposure
dose) and its change was proportional to the change in
absorption at the F,-band maximum.

In contrast to the RL, the PL intensity of F, centers
does not depend on the concentration of F, centersin
the crystal. This conclusion follows from the results of

direct experiments on the excitation of the PL of F,
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centers in crystals with different concentrations of F,
centers, but with the same concentration of FE centers.

(2) The RL intensity of F, centers excited by asin-

gle El does not depend on the concentration of F, cen-
ters present in the crystal prior to irradiation. This can
be concluded from the different exposure-dose depen-
dences of the F-center RL excited after exposure to

each successive El and of the number of F, centers cre-
ated for the time interval between two sequential Els
(curves 2a, ¢, respectively, in Fig. 2).

In contrast to the RL, the PL intensity of F, centers
is proportional to the concentration of F,, centersin the
concentration range investigated (<2 x 10*” cm ).

(3) The temperature dependences of the short-dura
tion component of the RL intensity and the PL intensity
of F, centers are identical. Therefore, the activation

energies for the processes of the RL and PL tempera-
ture quenching are coincident at T = 130 K (Fig. 3).

(4) The creation of F, centers is accompanied by
the RL of these centers only at the first and the second

stage (Fig. 1). At the third stage, F, centers are created
in the ground state at 300 K, within atime interval of a
second after the El termination.

2.2. Irradiation-Induced F; Centers

In the RL spectrum of an LiF crystal excited by an
El, thereis aband at 530 nm whose spectral position,
half-width, and temperature dependence are coincident

with the corresponding characteristics of the PL of Fj
centers.

TheRL pulseat 530 nm, likethe RL pulseat 910 nm
described above, has a short-term component compara-
ble with the El in duration, and along-term component
appearing at the delocalization temperature of V, cen-
tersin the crystal.

In contrast to the PL at 530 nm, the RL intensity in
this spectral region does not depend on the concentra-

tion of F; centers present in the crystal prior to irradi-
ation. This follows from the dissimilarity of the expo-

sure-dose dependences of the F3-center RL intensity
excited under the El exposure and of the F;-center PL
intensity proportional to the concentration of these cen-
ters created during the El exposure and for the time
interval between two sequential Els (curves 2d, e in
Fig. 2).

The RL intensity at 530 nm is proportional to the
concentration of neutral F; centerspresent inthecrystal
prior to irradiation. Thisis evident from alinear corre-
lation, discovered by us, between the RL intensity and
the optical absorption at the absorption band maximum
(375 nm) of F5 centers at 300 and 80 K (curvesf, din
Fig. 2). The experiment, the results of which are pre-
sented in Fig. 2 by curve f, was carried out in the fol-
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Fig. 3. Temperature dependence (1a) of the PL intensity at
910 nm excited in the 650-nm band and of the RL intensity
at (2a) 910 and (b) 670 nm stimulated by a single EI expo-
sure of an LiF crystal with F and F, centers.

lowingway. TheF, F,, F5, F5, and F5 centerswere cre-
ated in the crystal under irradiation at 300 K. Then, the
crystal was exposed to an El seriesat 80 K. The band at
530 nm in the RL spectrum appeared not only as a

result of the exposure of the crystal, with F; centers
having already been present iniit, to thefirst El, but also
because of the action of all subsequent Els of the series.
Asthe extraEl exposure doseisincreased, acorrelation
is observed between the decrease in the luminescence
intensity in the 530-nm band and the optical absorption
at the F5-band maximum at 375 nm.

The following conclusions can be drawn from the

investigations into the irradiation-induced F; centers
described above:

(1) Thecreation of F5 centersin the radiation active
state due to irradiation occurs in two time intervals:
during El exposure and after El termination, with the
delay time being determined by the V,-center lifetime
at a corresponding temperature. Only the long-term
stages of the creation of these centers, observed after
irradiation, were known previous to our investigations.
The centers were created in the ground state as a result
of two processes: the interaction of F, centers with

anion vacancies and the interaction of F, centers with
F centers[4-6].

(2) The number of F3 centersin the radiation active
state created under El exposure correlates with the con-
centration of neutral F5 centers preliminarily created in
the crystal, but does not dependent on the concentration

of F; centers preliminarily created in the crystal.
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3. DISCUSSION

In the RL spectrum induced by the exposure of an
LiF crysta to Els, there are bands which coincide in
spectral and kinetic parameters with the luminescence
bands observed in the optically excited crystal. In par-
ticular, the RL at 910 and 530 nm can also be optically

excited in the absorption bands of F, and Fj centers,
respectively.

The following general features were established
through comparative analysis of the RL characteristics
at 910 and 530 nm:

(1) The RL pulse at 910 nm, as well as at 530 nm,
has a short-term and a long-term component, the | atter
appearing above the delocalization temperature of V
centers.

(2) The RL intensities at 910 and 530 nm are

independent of the concentrations of F, and F5 cen-
ters, respectively, present in the crystal prior to irradi-
ation.

(3) The RL intensities at 910 and 530 nm correlate

with the concentrations of F, and F; centers, respec-
tively, present in the crystal prior to irradiation.

The similarity between the features of F,- and

F3-centers RL indicates the general mechanism of the
luminescence excitation of these centers under El
exposure.

A sat of experimental data on the irradiation-
induced luminescence of color centers, obtained by us,
indicates the identity of the PL and RL spectral and
kinetic characteristics of the ionized centers. However,
the presence of theseionized centersin the crystal prior
to irradiation does not affect the El-excited lumines-
cence yield. To reconcile these, at first glance, contra-
dictory results, we suggest that the ionized centers cre-
ated during the El exposure, but not those present in the
crystal prior to irradiation, change to the radiation
active state. Actually, direct quantitative measurements

show that, in the crystal free of F ionized centersprior
to irradiation, their creation, as well as luminescence
excitation at 910 nm in nanosecond and microsecond
time intervals, takes place as a result of El exposure
(see, eg., Fig. 1).

The ionized centers present in the crystal prior to
irradiation are completely destroyed during asingle El
at high excitation densities, such as those used in the
present work. In this case, the capture of one electron
by F, centersresultsin the creation of F, centersin the
singlet and triplet radiation-active states [2], while the
sequential capture of two electronsleadsto the creation
of F, centersinthe ground state [7]. The destruction of
F centers under El exposure as a consequence of the
capture of one or two electrons is followed by the cre-

ation of F; or F3 centers, respectively.
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Thus, two alternative processestake place asaresult
of the exposure to each electron impulse: the destruc-
tion of all ionized centers present prior to irradiation
and the creation of an additional number of ionized
centers. The intensity of the arising RL, as well as the
efficiency of the creation of ionized centers, is deter-
mined by the concentration of the corresponding neu-
tral centerspreliminary created. Thisindicatesthat only

newly created F, and F3 ionized centersarein the radi-
ation-active state.

The following mechanisms of the luminescence
excitation of the centers created are possible: (a) one
dueto the reabsorption of the radiation of the other cen-
ters and (b) one due to the transfer of the electronic
excitation energy to the center created.

Asisknown, the absorptive transition in F§ centers
and the radiative transition in F, centers are coincident
in position in the LiF spectrum [8]. The appearance of

F-center luminescence during optical excitation in the
F,-center absorption band results from the reabsorption

of F,-center luminescence by F, centers:
Fo - (Fp)* —~F,+ho(Fy),
F3+h9(F,)— (F))H - F} + ha (F3).

The luminescence bands of both F, and F, centers are
present simultaneously in the RL spectrum of a crystal
exposed to El irradiation. Therefore, thereis no reason

to exclude the reabsorption mechanism of F,-center
luminescence excitation. However, this mechanism
cannot be considered as dominant in an irradiated crys-
tal. Indeed, if the reabsorption mechanism were domi-
nant, correlation between the RL intensities of F, and

F, centers would be observed. However, there is no
correlation observed either with atemperature variation
during irradiation or with an additional creation of dif-

ferent F,-center concentrations in the crystal at a con-
stant F, concentration. For example, as has been estab-
lished here, the F,-center RL undergoes strong quench-

ing a T = 80 K, whereas the F,-center RL intensity
remains unchanged until a temperature of 130 K is
reached, above which quenching occurs (Fig. 3). It was
shown in [9, 10] that the efficiency of the thermally
activated intercombination transition within the F, cen-
ter, which isthe cause of F,-center RL quenching, does

not depend on the presence of F,, centersin the crystal.

Thus, the following facts have been established: the
coincidence of the kinetic parameters of the RL relax-
ation with thelifetime of band and self-trapped holesin
the crystal; the correlation of the luminescence yield
with the concentration of the corresponding charge
neutral centers preliminary introduced into the crystal;
and the independence of the luminescence yield from
the corresponding ionized center present in the crystal.
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All these factstogether indicate, first, that the centersin
the radiation-active state are created in the process of
irradiation; second, that the corresponding neutral cen-
ters participate in the creation of the ionized centers;
and, third, that the creation process involves both the
band and self-trapped holes.

The following mechanism of creation of ionized
centers in the radiation-active state is proposed. At the
first stage, aband hole or aself-trapped holeis captured
in the vicinity of the corresponding neutral center. At
the second stage, tunneling of an electron from the neu-
tral center to the hole results in the creation of an ion-
ized center and a near-defect exciton. At the third stage,
the energy transfer occurs from the near-defect exciton
to the adjacent ionized center, followed by radiation
from it. According to the mechanism proposed, the cre-

ation processes of F, centers, for example, can be rep-
resented by the following reactions: (a) the fast process

FoS)+p——F+€

+[] T + + (1)
— (F2)=—+ (F2) +hd(Fy)
and (b) the dow process determined by the V,-center
mobility,

Fo(So) + V- Fy+¢€

H T + + (2)
—(F2)——~(F2) + h3(F),
where 1, isthe radiative lifetime of the center; 1, isthe
V-center lifetime; €”is a near-defect electron excita-
tion; p and V, are a band hole and a self-trapped hole,
respectively; and F4(S) are F, centers in the ground
singlet state.

The creation of F3 centers in the radiation-active
state is described by similar processes, starting with F;
centers in both reactions.

If the center radiative lifetime and the EI duration
are comparable, both products of thereaction in Eq. (1)
can be detected after the termination of the El exposure.
One is detected by the absorption increase at the band
maximum, while the other is determined from the
appearance of the short-term component of the lumi-
nescence of the centers. Actually, in accordance with

[11, 12], T, of F, centers depends on temperature and

equals 30 nsat 80 K and 15 nsat 300 K, while 1, of Fj
centers equals 8 ns and does not depend on tempera-
ture.

According to Eg. (2), the creation time of the ion-
ized centers is determined by the V,-center mobility,
which is known to be dependent on the temperature at
which the crystal is irradiated. The kinetic and energy
parameters of this reaction coincide with the respective
characteristics determined from the kinetic curves of
absorption decrease in the V,-absorption band.
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In accordance with Egs. (1) and (2), the relaxation
kinetics of the absorption a the maximum of the
absorption band of theionized centers and the RL exci-
tation kinetics for these centers must exhibit both a
nanosecond and a slow component. This finds experi-
mental evidence (see, e.g., Fig. 1).

The localization of aholeis suggested in the region
of the neutral radiation defect, in accordance with
Egs. (1) and (2). One of the reasons for localization
could be the lattice distortion in the defect region,
which leads to a change in the migration conditions for
electronic excitationsin the crystal.

The lattice relaxation in the defect region resultsin
potentia profile distortion as compared to the perfect
crystal. This distortion has an oscillatory character and
spreads over adistance of several lattice constants. The
occurrence of abarrier or a potential well very close to
the defect depends on the relative size of the substitu-
tional defect. Our estimates[1] suggest apotential well,
appearing very close to the F-center region, for a posi-
tive charge in akali halide crystals. A hole being sepa-
rated from the defect by a certain distance can be
trapped in the potential profile distortion region by one
of its minima. It is likely that this situation occurs not
only in the F-center region, for which estimates have
been made, but also in the region of neutral defects,
such as F, and F5 centers.

Evidently, the localization of acharge of onesignin
the lattice (holes in the case considered) initiates the
attraction of acharge of the opposite sign to thisregion
with the creation of a near-defect exciton (NDE). If a
hole captures a band electron, an NDE is created near a
neutral center. If an electron of a neighboring defect
tunnels to the hole, an NDE is created near the ionized
center asaresult of this tunneling.

The fast creation of ionized centers (with respect to
the El exposure) with efficiency dependent on the con-
centration of the corresponding neutral centers and
independent of temperature is evidence in favor of the
tunneling creation process.
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Abstract—Atomic collision cascadesinitiated by Ar and Xeions (with energies of 25, 40, and 50 eV) normally
incident on the AI(100) crystal surface at a crystal temperature of 300 K have been simulated by the molecular
dynamics technique. The formation of vacancies and radiation-adsorbed and interstitial atomsin a cascade is
discussed. It is demonstrated that the numbers of surface and bulk vacancies formed in cascades under bom-
bardment of the Al(100) surface by Xeions reach two maximawithin 0.2-0.3 and 0.7-1.0 ps after the cascade
initiation, whereas the number of vacancies generated under bombardment by Ar ions reaches one maximum
within 0.2-0.3 ps after the cascade initiation. © 2001 MAIK “ Nauka/Interperiodica’ .

1. INTRODUCTION

The molecular dynamics technique [1, 2] with the
use of many-body atom-atom potentials [3] makes it
possible to describe correctly the formation of lattice
defects at al stages, including the recombination of
unstable defects in a low-energy atomic collision cas-
cade under ion bombardment. Considerable interest is
currently being expressed by researchers in the mecha
nisms of defect formation in the near-surface region of
light crystalline targets upon their bombardment by
heavy ions when nonlinear collisional effects (for
example, the “clearing-the-way” effect [4]), which can
be simulated using only the molecular dynamics tech-
nique, are accompanied by surface effects such as the
formation of radiation-adsorbed atoms (adatoms) and
surface vacancies [5-9]. In the present work, we dis-
cussed the elastic energy loss distribution of bombard-
ing ions over the target depth, the formation of surface
and bulk vacancies, as well as of radiation-adsorbed
and interstitial atoms, and changes in the mean sguare
displacements of atoms in the course of cascade evolu-
tion under normal bombardment of the Al(100) crystal
surface by Ar and Xe ions with energies of 25, 40, and
50 eV at acrystal temperature of 300 K.

2. MOLECULAR DYNAMICS MODEL

Calculations were performed with amodel Al crys-
tal composed of 4032 atoms with a lattice constant of
405 A. The periodic boundary conditions were
imposed on the lateral faces [2]. All atoms were
arranged in fourteen layers. The atom—atom interac-
tions were described by the many-body potential,

which, at high energies, was sewed together with the
Ziegler—Biersack—Littmark potential [10]. The latter
potential was also used to describe the ion—atom inter-
actions. The equations of particle motion were solved
by the Verlet method [2]. The integration was per-
formed with a time step of no longer than 4.5 fs. The
temperature was simulated by specifying a constant
temperature in alayer on the lateral faces and the bot-
tom of the crystal. Thislayer also dissipated the energy
introduced by ions into the crystal [11]. Variations in
the temperature in the crystal stabilized without inter-
action with ions were no more than 4% of the mean
temperature. The interstitial atoms and vacancies were
identified using an algorithm proposed by Karetta and
Urbassek [6]. When the crystal defects were identified
after the cascade evolution for 1 ps, the law of conser-
vation of matter held good to better than 94%. The ini-
tial coordinates of ions incident on a given surface
region [12] were cal culated according to the law of ran-
dom numbers. In all cases, we carried out 200 compu-
tations of collisional cascades and traced each cascade
in theinitial crystal for 4 ps.

3. RESULTS AND DISCUSSION
3.1. Elastic Energy Losses by lons

The elastic energy loss distributions of ions over the
depth of an Al crystal are shown in Fig. 1. In what fol-
lows, the data averaged over the number of simulated
experiments for a particular quantity will be displayed
in the figures. The reflected Ar and Xeions carry away,
on the average, an energy of 1-3 eV per bombarding
ion from the crystal. Astheinitial energy increases, the

1063-7834/01/4301-0029$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Fig. 1. Elastic energy loss distributions of (1, 3, 5) Ar and
(2, 4, 6) Xeions over the crystal depth at different energies
E (eV): (1, 2) 25, (3, 4) 40, and (5, 6) 50. Layers: —1 (energy
carried away by reflected ions), 0 (adatom layer), and 1 (sur-
face layer of the crystal).
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Fig. 2. Dependences of the number of (a) adatoms and (b)
interstitial atoms on the cascade time upon bombardment by
(1, 3, 5) Ar and (2, 4, 6) Xe ions with different energies
E (eV): (1, 2) 25, (3, 4) 40, and (5, 6) 50.

reflection coefficient of Ar ions remains equal to unity,
whereas the reflection coefficient of Xe ions decreases
from0.96at 25eV t00.73at 40 eV andto 0.44 at 50 eV.
This explains the small increase in the energy carried
away by thereflected Ar ions and the opposite tendency
observed for the Xe ions. Moreover, the energy losses
of both ions in an adatom layer above the crystal sur-
face also decrease. As can be seen from Fig. 1, the Xe
ions penetrate deeper into the crystal as compared to
the Ar ions, which, at initial energies of 40 and 50 eV,
lose ~90% of the energy in the first and second atomic
layers (including the adatom layer), whereas the Xe
ions at the same energies lose ~60% of the initia
energy in the third and fourth layers.

For Xe ions, the velocity component normal to the
surface changesits sign within 0.2-0.4 ps after the ini-
tiation of the cascade as a result of simultaneous inter-
action between the Xe ion and two or three atoms
knocked from equilibrium positions. Note that these
atoms also interact with atoms of deeper layers. Coop-
erative retardation with subsequent simultaneous
reflection of the heavy ion by a large number of light
atoms of the lattice can be treated as the completion of
processes in which light atoms of the target “clear the
way” ahead of the moving heavy ion. These processes
at higher energies were simulated by Shulga et al. [4].
The reflection of Ar ions proceeds through the same
mechanism but is observed somewhat earlier, in the
range 0.1-0.2 ps, and closer to the surface.

3.2. Radiation-Adsorbed and Interstitial Atoms

It is seen from Fig. 2athat, in all cases, the number
of stable adatoms formed under bombardment by Xe
ions (hereafter, the data for the Xe ions are shown by
the curves with closed symbols) islarger than that pro-
duced under bombardment by Ar ions (the data for the
Ar ions are displayed by the curves with open sym-
bols). The number of adatoms (N,;) produced under Xe
ion bombardment reaches a maximum more sowly
(~0.8-1.0 ps) compared to Ar ions (~0.2-0.6 ps). For
both ions, anincreasein theinitial energy leadsto a shift
in the maximum toward longer times by 0.1-0.2 ps. In
the case of Ar ions, the number of stable adatomsinsig-
nificantly increases with an increase in the ion energy.
At the same time, the number of adatoms formed under
Xe ion bombardment sharply increases as the ion
energy increases from 25 to 40 eV. The number N,
reaches astationary valuewithin 1.1 and 1.5 ps after the
initiation of cascades by Ar and Xe ions, respectively.

In the case of Xeions, the values of N, for al the
initial energies increases more smoothly in the range
0.2-0.4 ps. This is caused by interactions of the inci-
dent ion and primary recoil atoms with the surface
atoms and also, possibly, by the fact that curvilinear
atomic collision sequencesinduced at the surface attain
the same crystal surface[13]. Note that the atomic sub-
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stitution collision sequences aong the [(110[directions
can be induced in the Al crystal even at an ion energy
of 25 eV, because, according to [14], the threshold gen-
eration energy for the atomic substitution collision
sequences along these directionsin the Al crystal with an
interaction potential proposedin [10] isequal to 6 €V. In
the same time range, these mechanisms of the adatom
formation are also efficient in the case of Ar ions (see
Fig. 2a), since Ar ion bombardment, as a rule, brings
about the formation of the Al primary recoil atoms with
higher energies and larger velocity components in the
(100) plane as compared to their normal components.
For example, after the 0.1-ps evolution of cascades at an
initial energy of 25 eV for Ar and Xe ions, the ratio
between the mean-square displacement components nor-
mal and parallel to the (100) plane was equd to 2.9 and
8.45 for Ar and Xe, respectively. It is seen from Fig. 2a
that the formation of adatoms under Ar ion bombard-
ment is limited by the above mechanisms.

The number N of adatoms formed under bombard-
ment by Xe ions reaches a maximum in the range 0.8—
1.0 ps due to the interaction of the surface atoms with
the ion reflected from deeper atomic layers and the
recoil atoms. In this case, the momentum can be trans-
ferred to the surface atoms by generating two or three
steps of the atomic substitution collision sequences in
the range 0.4-0.6 ps, which are directed from the bulk
of the crystal toward the surface and result in adatom
formation. Note that the Xeion can remain in the crys-
tal. In turn, the mean energy of the Xe ions leaving the
crystal isequal to 2.5-5.5 eV, whereas the mean energy
of the Ar ions is 1.5-2.0 eV, depending on the initial
energy. Therefore, the probability of the adatom forma-
tion by the Xe ion upon leaving the crystal is higher
than that by the Ar ion. The mean residence time of Ar
ionsin the crystal is~0.5 pswithout regard to their ini-
tial energies. The mean residence time of Xe ionsis
equal to ~1.2 ps at ion energies of 40 and 50 eV and
~0.7 psat an ion energy of 25 eV. This agrees with the
times that correspond to the largest values of N.

As can be seen from Fig. 2b, the number of intersti-
tial atoms formed under ion bombardment reaches a
stationary value within 1.0-1.6 ps after the cascade ini-
tiation for Ar ions and within 1.7-2.5 ps for Xe ions.
The bombardment by Xe ions generates a larger num-
ber of interstitial atoms in the range ~0.2-1.5 ps. After
cascade evolution for 2 ps, the number of intertitial
atoms retained in the crystal in the case of Ar ionsis
somewhat larger than that in the case of Xe ions. This
can be explained by the higher probability that the
atomic substitution collision sequences along the (1100
direction is formed by the Ar ions at the collisional
stage of the cascade. Another mechanism of the forma-
tion of interdtitial atomsin the Al crystal can consist in
relocating the Al recoil atoms deep into the crystal by a
distance equal to 1.5-2 lattice constants [15-17]. For
Ar and Xeionswith an energy of 50 eV, the number of
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Fig. 3. Dependences of the number of (a) surface and
(b) bulk vacancies on the cascade time upon bombardment
by (1, 3,5) Ar and (2, 4, 6) Xeionswith different energies
E (eV): (1, 2) 25, (3, 4) 40, and (5, 6) 50.

these relocations is equal to ~0.35 relocations per ion.
Thetimeit takesfor the number of interstitial atoms N,
to reach the maximum value (~0.2-0.3 ps) does not
depend on the energy and the type of ionsand coincides
with the characteristic time of the adatom formation at
the collisional stage of the cascade. This suggests an
identical mechanism of the formation of these defects
in the range 0.2-0.5 ps.

3.3. Surface and Bulk Vacancies

As is seen from Fig. 3a, the number of surface
vacancies N, ¢ (vacancies in the first atomic layer)
attains a maximum in the range 0.2—0.3 ps irrespective
of the initial energy of Ar ions. The number N, ¢
reaches a stationary value within 1.2—1.6 ps after the
cascade initiation. In the case of Xeions, N, ¢ has two
maxima. The first maximum is observed for al initial
energies of the Xeion in the same time range as for the
Arions. Thetimethat corresponds to the second maxi-
mum depends on the initial ion energy: its value is
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Fig. 4. Dependences of the number of atoms leaving their
Wigner—Seitz cells (Nys) on the cascade time upon bom-
bardment by (1, 3, 5) Ar and (2, 4, 6) Xeionswith different
energies E (eV): (1, 2) 25, (3, 4) 40, and (5, 6) 50.

Mean square displacements per ion, A2

120
(a)

100 ,,‘,oo.,,.ooo..oooO‘o“000

&
OO0
OROOR

80

60 =] =2 =3 o4 -5

40

Mean square displacements per ion, A2

(b)

180
160
140
120
100
80
60
40
201

-] =2 «3 o4 x5

o 1 2 3 4
Time, ps
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placements on the cascade time upon bombardment by (a)

Ar and (b) Xeionswith an energy of 50 eV: (1) R, (2) Ri ,
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equal to 0.6-0.7 psat an energy of 25eV and 1.0-1.1 ps
at energies of 40 and 50 eV. As arule, the second max-
imum of N, sis attained upon bombardment by the Xe
ions which penetrate into the crystal at a rather small
depth (1-3 atomic layers) and have a sufficiently high
energy to form the adatom and the surface vacancy
upon leaving the target. For Xeions, the number of sur-
face vacancies reaches a stationary value within 1.7—
2.5 ps after the cascade initiation. The number of stable
surface vacancies at ion energies of 25 and 40 eV is
larger in the case of Xeions, whereas a an ion energy
of 50 eV after 2.3 ps, this number for Ar ions only
slightly exceeds that for Xeions.

It can be seen from Fig. 3b that the number of bulk
vacancies N, ,, (the vacancies are located deeper in the
first atomic layer) at different energies of Ar and Xe
ions attains maxima in the same time ranges as the
number of surface vacancies N, s, because vacancies of
both types are generated through the same mechanism.
The bombardment by Xeions generates a considerably
larger number of stable bulk vacancies due to a deeper
penetration of heavy ionsinto the crystal and the atten-
dant relocations of atoms from the bulk toward the sur-
face. As for surface vacancies, the number of stable
bulk vacancies drastically increases with an increasein
theion energy from 25 to 40 eV. At aninitial energy of
25 eV, the cascade evolution for 4 psresultsin a spatia
separation of vacancies (located in thefirst three atomic
layers) and interstitial atoms (located in the fourth to
twelve atomic layers). At initial energies of 40 and
50 eV, the profiles of vacancies and interstitial atoms
overlap in the fourth to sixth layers.

3.4. Cascade Relocations of Atoms

The dependences of the number of atoms leaving
their Wigner—Seitz cells N5 on the cascade time are
depicted in Fig. 4. The number of atomic relocations at
the relaxation stage of the cascade islarger for Xeions
a all bombarding ion energies. The number of atoms
Nys attains a stationary value within 0.9-1.3 and 1.5~
2.0 ps after the cascade initiation for Ar and Xe ions,
respectively. The time dependence of Ny, exhibits two
maxima for the cascades initiated by Xe ions and one
maximum for the cascades induced by Ar ions. Note
that the largest values of N,y are observed at the same
times asthose of N, ;and N, , in Fig. 3. The first max-
imum of Nys isdetermined by atomic relocations at the
collisional stage of the cascade when the ion penetrates
into the crystal. The second maximum is associated
with the backward motion of the Xeion and its related
collective movement of atoms toward the surface. For
Ar ions, both stages of theion motion in the crystal dif-
fer intime by ~0.1 ps, which leads to the appearance of
one maximum in the dependence of N,ys. In this case,
the probability of atomic relocations associated with
the motion of the Arionfromthe crystal islessthan that
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of asimilar process with the participation of the Xeion
for the energy reasons considered in Section 3.2 and
also because the Ar ionsvirtually do not penetrate deep
into the crystal. In particular, at anion energy of 50 eV,
the number of atomic relocations from layer to layer in
the [100] direction deep into the Al crystal is equal to
~3.2 relocations per ion for ions of both types, whereas
the number of relocations toward the surface is 5.85
and 1.82 relocations per ion for Xe and Ar ions, respec-
tively.

The mean sguare atomic displacements per cascade
(R?) were calculated from the relationship

NWS
R= 5 1060=%0)" + (i =Ya) + (2= 20)’],
i=1
where X, Yoi, and z; and x;, y;, and z are the initial and
current coordinates (i = 1, ..., Nyg) of atoms leaving
their Wigner-Seitz cells. The above inferences con-
cerning the atomic relocations are illustrated by the
dependences of the components of mean square dis-
placements on the cascade time upon bombardment by

Ar and Xe ions with an energy of 50 eV (Figs. 5a, 5h).
In the case of Ar ions, the mean sguare displacement

components R§ in the [100] direction (theinitial direc-
tion of the ions) and R§Z in the (100) plane within the
crystal drastically increase for the first 0.2 ps. The dis-

placements of adatoms Riz,ad on the (100) surface

increase within 0.1 ps after the cascade initiation and
attain a maximum for ~0.5 ps. At the same time, the

adatom displacements Ri - Normal to the surfaceinsig-
nificantly affect R?. For the Xeions, weak maximain the
dependences of R; and RZ, in the range 0.3-0.4 psin
Fig. 5b correspond in time to the first maxima of N, ¢
and N,, (Figs. 3a 3b) and the maximum of N,

(Fig. 2b). The contribution of adatomsto R? for the first
0.5 ps of the cascade evolution is insignificant, even
though it increases beginning with 0.1 ps. The second
sharp increase in R? (Fig. 5b) in the range 0.5-1.0 psis

primarily due to an increase in R; 4 and RZ, 4, even
though R: and R?, also increasein this range.

Upon bombardment by Xe ions with an energy of
25 eV, the mean square displacement components Rﬁ
and Rf,z predominantly contribute to R? for the first

0.3 ps, whereas the contribution from atomsissmall. In
the range 0.5-1.0 ps, the main contribution to R? is

made by the adatoms (R} 4 + R}, .« ~ 17 A?), whereas

R: and R}, areequal to 2 and 4 A2, respectively. In the

case of Ar ions with an energy of 25 eV, the mean
square displacement attains a sole maximum for
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~0.5 ps. For Ar and Xeionswith an energy of 40 eV, the
dependences of the mean square displacement compo-
nents are in qualitative agreement with those obtained
at aninitia energy of 50 eV.

4. CONCLUSION

Therefore, upon bombardment of the Al crystal by
Xe ions with energies of 25, 40, and 50 eV, the time
dependencesof N, sand N, , exhibit two maximain the
ranges 0.2-0.3 and 0.8-1.0 ps. It was demonstrated that
the first maximum appears upon penetration of the Xe
ion into the crystal and stems from the atom—atom and
ion—atom interactions which bring about the formation
of adatoms and interstitial atoms. The second maxi-
mum is associated with the motion of the reflected ion
and the accompanying atoms away from the bulk of the
crystal toward the surface. In turn, this process is
attended by the formation of adatoms, even though the
maximum in the time dependence of N, isnot resolved
into two separate peaks. In the case of Ar ions, only one
maximum at 0.2—-0.3 psis observed in the time depen-
dences of N, s and N, ,,, irrespective of the ion energy.
In the simulation of collision cascades in Cu and Ni
crystals under the same bombardment conditions and
with the potential s proposed in [18] and [10], one max-
imum of the number N, sand one or two maximaof N
are usually observed in the course of the cascade evolu-
tion.
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Abstract—The effect of grain-boundary dislocation transformations on diffusion in nanocrystalline solids is
discussed. A theoretical model describing the enhancement of diffusion processes associated with the climb of
grain-boundary dislocations in nanocrystalline solids is devel oped. © 2001 MAIK “ Nauka/Interperiodica” .

The physical properties of nanocrystalline solids
differ substantially from those of polycrystals of the
same chemical composition (see, e.g., [1-10]). In par-
ticular, the nanocrystaline solids synthesized in
strongly nonequilibrium conditions exhibit anoma-
lously enhanced diffusion for at least a certain time
after preparation [2, 9, 10]. For instance, the self-diffu-
sion coefficient in nanocrystalline fcc materias
exceeds by two to four orders of magnitude the grain-
boundary diffusion coefficient in polycrystaline fcc
materials of the same chemical composition [2, 9, 10].

According to [2], there are three factors that account
for the enhanced diffusion in nanocrystalline solids: (1)
Relaxation of grain-boundary structures, which occurs
through relative grain displacements and reduces the
free volume of grain-boundary structures, isimpeded in
nanocrystalline solids (this is due to the fact that the
geometric conditions of relaxation of adjacent grain
boundaries are usualy poorly compatible because of
the small nanocrystallite size). (2) In nanocrystaline
solids, the volume fraction of triple grain-boundary
junctions, where diffusion proceeds faster than in the
“usual” grain boundaries, is extremely large. (3) The
concentration of impurities which interfere frequently
with grain-boundary diffusion is lower in nanocrystal-
line solids than in polycrystals.

However, the explanation put forward in [2] for the
enhanced-diffusion phenomenon in nanocrystaline
solids does not take into account the part played by
grain-boundary dislocations in diffusion processes. At
the same time, ensembles of grain-boundary disloca-
tions are characterized by an extremely high density in
nanocrystalline materials and strongly affect many
physical properties of these materials (see, e.g., [11,
12]). The main objective of this work was to develop a
theoretical model that would describe the effect of
grain-boundary dislocation climb on diffusion pro-
cesses in hanocrystalline solids.

1. GRAIN-BOUNDARY DISLOCATION
TRANSFORMATIONS
IN NANOCRY STALLINE SOLIDS

Nanocrystalline solids are usually prepared under
strongly nonequilibrium conditions (see, e.g., [1-5]). A
nonequilibrium defect structure forms in the grain-
boundary phase. In particular, the grain boundaries
contain “excess’ grain-boundary dislocations and, in
addition, the geometrically necessary conditioned
grain-boundary didocations (i.e., dislocations that
account for the misorientation of boundaries and which
are associated with the structural geometry of the
boundaries) are randomly displaced relative to their
equilibrium spatial positions [11-13] (Fig. 1a). During
a certain relaxation period after the synthesis of a
nanocrystalline sample, the ensemble of grain-bound-
ary dislocations undergoes transformations, which are
accompanied by a decrease in its energy. The excess
dislocations annihilate, and the geometrically neces-

(a) (b)
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Fig. 1. Didocation structure of (a) nonequilibrium and (b)
equilibrium grain boundaries.
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Fig. 2. Grain-boundary dislocation climb.

sary dislocations move to their “equilibrium” positions
(Fig. 1b).

In our opinion, the grain-boundary dislocation
transformations under study considerably affect the dif-
fusion processes in nanocrystalline solids. Indeed, dis-
placements of grain-boundary dislocations are accom-
panied by changesin their dilatation fields, which exert
a noticeable effect on the migration of point defects,
i.e., diffusion carriers, while the dislocation climb in
grain boundaries is accompanied by the emission and
absorption of point defects. The effect of the dilatation
fields of grain-boundary dislocations on diffusion was
studied in detail [14] for the case of transformation of
such dislocations in the course of grain-boundary
amorphization in nanocrystaline and polycrystalline
solids. In the subsequent sections of this paper, we con-
sider the effect of grain-boundary didlocation climb (as
relaxation processes characteristic of grain-boundary
structures) on vacancy emission and the corresponding
diffusion enhancement in nanocrystalline solids.

2. VACANCY EMISSION IN THE CLIMB
OF GRAIN-BOUNDARY DISLOCATIONS

The climb of grain-boundary dislocationsis accom-
panied by the emission and absorption of vacancies and
interstitials (Fig. 2). Note that because the mobility of
vacancies is substantially higher than that of the inter-
dtitials [15], the emission of vacancies (the “detach-
ment” of vacancies from the dislocation core and their
subsequent migration into the adjacent grain-boundary
phase, see Fig. 2a) is more intense than that of intersti-
tial atoms (Fig. 2b). It should aso be pointed out that
the absorption of vacancies occurring in the course of
the climb of a grain-boundary dislocation (Fig. 2c)
requires a continuous vacancy supply from the sur-
rounding material, whereas the emission of vacancies
(Fig. 2a) is not impeded by such a restrictive require-
ment. Therefore, the emission of vacancies (Fig. 2d)
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Fig. 3. Transformation of the grain-boundary dislocation
dipole.

proceeds at a higher rate than their absorption, Fig. 2c
(the more so than that of the interstitials, Fig. 2d). In
view of this, we restrict our subsequent analysis of the
factors affecting diffusion to the grain-boundary dislo-
cation climb processes that involve vacancy emission
(Fig. 2a).

The major contribution to the energy of nonequilib-
rium defect structuresin grain boundaries (Fig. 1a) usu-
ally results from the existence of excess grain-bound-
ary dislocations. Therefore, the processes of climb and
annihilation of such dislocations accompanied by
vacancy emission are characteristic of the relaxation of
grain-boundary structures in nanocrystalline solids. As
anillustration, let us consider the climb and subsequent
annihilation of two grain-boundary dislocations mak-
ing up avacancy-type dipole (Fig. 3).

Because the stress fields of the dislocations making
up a dipole are screened efficiently with a screening
radius A (where A is the dipole arm, see Fig. 3a), the
energy W of this dislocation dipoleis given in terms of
the linear theory of dislocation elasticity [15, 16] by the
approximate expression

WOy = 2w,00) = ~2Pd [nEM

21(1-v) ! GOD+ Z}' D)
Here, W,(A) isthe energy of adislocation characterized
by the screening radius A of itsstressfields, d isthedis-
location length, b are the Burgers vectors of the dislo-
cations, G is the shear modulus, v is the Poisson ratio,
roisthe dislocation coreradius, and Z is afactor taking
into account the contribution of the dislocation core to
the didlocation energy. The climb of a grain-boundary
dislocation to an average interatomic distance a in the
grain boundary (Figs. 3a, 3b) reduces the dipole energy
by an amount AW = W(A) — W(A — a) and is accompa:
nied by the emission of d/a vacancies. Therefore, the
energy of formation of one vacancy involved in the
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climb of the dislocations making up the dipole
(Figs. 3a, 3b) can be written as

Ev = E) -W,(A), 2

where E‘f, isthe energy of the vacancy formation in the
dislocation-free grain-boundary phase and W, (A) isthe

decrease in the dislocation dipole energy (Fig. 3a)
caused by the emission of one vacancy:

Gb’a OA O
2Tr(1—v)|nD\—aD 3

Equation (3) isvalid for A > 2a. For A < 2a, the stress
fields of the dislocations making up the dipole are local-
ized near the did ocation cores and the did ocation energy
is determined by the factor Z. The climb of disocations
toward one another within the region of A < 2ais essen-
tially the process of didocation annihilation, in which
2(d/a) vacancies are emitted and the dipole energy
Gh’*dz
WA = 23) 211(1—-V)
guence, for A < 2a, the energy of the dipole of annihi-
lating dislocations decreases on the emission of one
vacancy by an amount

W, (A) = gAW(;\) ~

decreases to zero. As a conse-

Gb’az
m(l-v) “)

The dependence of W, on A/a given by Egs. (3) and (4)
is plotted in Fig. 4 within the region of A from O to 15a
for the following characteristic values of the parame-
terss G=50GPa,a=0.3n€m,b=a/3,Z=1, andv =
1/3. The shape of this relation shows that the vacancy
emission isfacilitated when the didl ocations making up
the dipole approach each other.

W, (\) = %wo\ = 2a) =

3. EFFECT OF GRAIN-BOUNDARY
DISLOCATION CLIMB
ON THE DIFFUSION COEFFICIENT

The coefficient of diffusion occurring via the
vacancy mechanism (which isusually the most efficient
mechanism) is given by the relation (seeg, e.g., [15])

D = Dyexp(—E/KT)exp(-E}/KT), (5)

where k is the Boltzmann constant, T is the absolute

temperature, D, is a constant, and Ervn is the activation

energy for the vacancy migration. The factor
@(p(—EL/kT) in Eq. (5) characterizes the equilibrium
concentration of vacancies (as the main diffusion carri-
ers) in asolid when the influence of defect transforma-
tions and dilatation fields on diffusion isignored. In the
vicinity of climbing disocations (Fig. 3), the vacancy
concentration exceeds the equilibrium concentration,
because the vacancies are produced herein more favor-
able conditions. This effect is characterized quantita-
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tively by the change in energy for the vacancy forma-

tion E‘f, — I~E£ = Ef, — W, and by the corresponding
local change in the diffusion coefficient D —» D*,
where D* in the vicinity of climbing grain-boundary
didocations (Fig. 3) can be written as

D* = Dyexp(-EN/KT)exp(—(E! —W,)/KT)
= Dexp(W,/KT).

Using the W, (A) relation (Fig. 4) and averaging the fac-
tor exp(W,/KT) over A within the A interval from 0 to
15a, we find that in the vicinity of climbing disloca
tions (Fig. 3), the diffusion coefficientisD* = 3 x 10°D.

The average diffusion coefficient in a solid with
climbing grain-boundary dislocations is D = fD*,
where f is the fraction of the regions with the climb. In
nanocrystalline solids, during the relaxation period
(after their preparation in strongly nonequilibrium con-
ditions), practically all grain boundaries contain non-
equilibrium defect structures, in particular, excess dis-
locations, whose climb enhances diffusion. In this case,
the coefficient f is approximately equal to the volume
fraction of the grain-boundary phasg; i.e., f = 0.1-0.5,
depending on the average grain size in the nanocrystal-

linesolid. Therefore, wehave D =fD* = (3-15) x 10°D.
Thus, during the relaxation of grain-boundary struc-
tures, the climb of grain-boundary dislocations (Fig. 3)
substantially enhancesthe diffusion processes, whichis
manifest in the average diffusion coefficient changing
by four to five orders of magnitude.

To sum up, the macroscopic properties of nanocrys-
talline solids depend noticeably on the properties of
grain boundaries. In particular, grain-boundary disloca
tion transformations are capable of appreciably affect-
ing the diffusion characteristics of nanocrystalline sol-
ids. The theoretical analysis carried out in this work
suggests that the climb of grain-boundary dislocations

(6)
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making up dipoles (Fig. 3) is accompanied by intense
emission of vacancies, which enhances the diffusionin
nanocrystalline solids by several orders of magnitude.
The theoretical estimates obtained are in satisfactory
agreement with experimental data on the diffusion
properties of fcc nanocrystalline materials[2, 9, 10].
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Abstract—Twinning of bismuth crystals under a concentrated load is found to be partly suppressed by a con-
stant magnetic field. The main mechanisms of the influence of a constant homogeneous magnetic field on the
twinning of bismuth single crystals subjected to long-term concentrated loading is studied. It is revealed that
the length and the number of wedge twins at an indentation decrease in the magnetic field. This suggests a
decrease in the mobility of partial twinning dislocations and in the intensity of the nucleation of wedge twin
interlayers in a constant magnetic field. Application of the magnetic field increases the width of twins at the
mouth. No anisotropy of the magnetoplastic effect is observed upon twinning. © 2001 MAIK “ Nauka/ I nter pe-

riodica” .

1. INTRODUCTION

Over the last decade, the magnetoplastic effect in
metals has been intensively investigated by several
groups of researchersin Russia and other countries [1—
4]. In spite of the significant achievementsin this area,
the effect of amagnetic field on twinning, an important
kind of crystallographic form change, remains practi-
cally unexplored.

According to the modern concepts of the nature of
the magnetoplastic effect, the external magnetic field
brings about depinning of perfect dislocations from
paramagnetic impurities (due to spin-dependent transi-
tions in the system formed by a disocation and an
impurity center) and their subsequent motion in the
elastic stress field. Since the cores of partial twinning
didlocations contain no dangling interatomic bonds [5],
they can have a smaller number of paramagnetic cen-
ters as compared to perfect dislocations. In thisrespect,
experimental study of the magnetoplastic effect in met-
as in which plastic deformation proceeds through
motion of both perfect and partial dislocations, i.e.,
through glide and twinning simultaneously, can pro-
vide better insight into the physical mechanisms of the
magnetoplastic effect.

2. SPECIMENS AND EXPERIMENTAL
TECHNIQUE

Bismuth single crystals grown by the Bridgman
method from a 99.97% pure raw material (with a lead
impurity) were used in the measurements. A smooth
surface, suitable for investigations without additional
processing, was prepared by cleaving a bismuth single
crystal along the (111) cleavage plane. The specimens
had the shape of arectangular prism 10 x 5 x 5 mm in
size. Aswas shown earlier [6], the duration of the spec-

imen exposure to air does not significantly affect the
micromechanical characteristics of bismuth crystals.
M easurements were carried out using a PME-3 micro-
hardness tester with a diamond pyramid applying a
concentrated load. A special device was used to place a
specimen in the magnetic field in such away asto elim-
inate instrumental effects, namely, distortion of the
magnetic flux by ferromagnetic parts of the equipment
and the Maxwell pressure forces. The components of
the experimental equipment, the diamond-point chuck,
and the loads on the indenter rod were prepared from
nonferromagnetic materials (copper and brass). Special
control tests showed that the action of the magnetic
field on the elements of the measuring equipment did
not cause instrumental effects. The dimensions of the
diamond pyramid indentation in the absence of a load
on the indenter rod neither increased nor decreased
with an increase in the magnetic induction. The exper-
imental setup was described in detail in [7].

In order to avoid magnetic flux distortion by the
steel rotary table of the PMT-3 microhardness tester,
the specimen was placed at a height of 10 cm from the
rotary table, in the geometric center of the gap of the
electromagnet limb. Measurements performed with a
Hall probe showed that the relative change in the field
along the specimen did not exceed 2—-3%.

The indenter was pressed into the (111) cleavage
plane of the bismuth crystals. The exposure of a speci-
men to a magnetic field was synchronous with the
microindentation. We studied the wedge twins belong-
ing to the { 110} [0010system. In this case, three twin-
ning planes were symmetric about the load and settled
at an angle of 120°. The magnetic induction B was con-
stant in the gap of the electromagnet limb, where the
specimen was enclosed, and amounted to 0.2 T. The
timest of the specimen exposure to the magnetic field
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Fig. 1. Dependences of the mean length L of twins on the
timet of concentrated |oading (1) in the absence of a mag-
netic field and (2) in amagnetic field.
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Fig. 2. The mean number of wedge twins N near the inden-
tation as afunction of thetimet of concentrated loading (1)
without a magnetic field and (2) in amagnetic field.
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Fig. 3. Dependences of the mean width h of twins at the
mouth asafunction of thetimet of concentrated loading (1)
without a magnetic field and (2) in amagnetic field.

wereb5, 15, 30, 60, and 120 min. The gravitational force
acting on the indenter rod was P = 0.14 N. The length
L of wedgetwins, thewidth h of twinsat the mouth, and
the number N of twin interlayers were directly mea-
sured with an eyepiece micrometer of the PMT-3
instrument. The results of the measurements were aver-
aged over the twin interlayers wedged about 20 inden-
tations. The measurement error did not exceed 3%.

3. RESULTS AND DISCUSSION

We found that turning the magnetic field on and off
before applying aload did not change the plastic defor-
mation pattern. The magnetoplastic effect was
observed in bismuth crystals when the magnetic field
and the concentrated load were simultaneously applied
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to the specimen. The reversal of the field sign did not
affect the plastic deformation.

The experiments reveadled that the length of the
wedge twins in the magnetic field is considerably
smaller than that without it (curves 2, 1 in Fig. 1,
respectively). This indicates that the twinning disloca-
tion path is reduced when the magnetic field is applied
to the specimen. As can be seen from Fig. 1, the con-
centrated loading for t = 5-120 min does not change the
length L of the twins either in the magnetic field or
without it. The experimental dependencesare plottedin
semilogarithmic coordinates (the logarithm of the load-
ing timelIntisplotted along the horizontal axisin all the
graphs). Open symbols in the experimental depen-
dences correspond to measurements in the absence of
the field, and the filled symbols represent the data
obtained upon applying the magnetic field to bismuth
crystals.

Asisseenfrom Fig. 2, the mean number N of wedge
twins increases with t, but this process is partly sup-
pressed in the magnetic field. A possible reason for this
is that the magnetic field impedes the translation of
twinning dislocations in the twinning plane and, there-
fore, increasesthe backward locking stressesthat act on
the twinning dislocation sources in the twin mouth [8].

Application of the magnetic field to the specimen
stimulates multiplication of twinning dislocations at
the existing twin—matrix interfaces, because the twin
width h at the mouth in the magnetic field (curve 2 in
Fig. 3) islarger than that in the absence of the magnetic
field (curve 1 in Fig. 3). The physical reason for this
phenomenon is not yet clear, since the backward lock-
ing stresses, which act on the twinning dislocation
sources in the twin mouth, should increase with a
decrease in the twin length.

Al'shits et al. [9] reported that the magnetoplastic
effect depends on the mutual orientation of the disloca-
tion L, its Burgers vector b, and the magnetic induction
B. The anisotropy of the magnetic field effect on twin-
ning, if it occurs, can be found in the following way.
The wedge mechanical twins observed at the indenta-
tion can be considered segments. Then, we can statis-
tically calculate the sum of the absolute values of all the
segments projected onto the positive L* and negative
L~ directions of the axis. The axis was aligned parallel
to the magnetic inductance vector in the former case
and perpendicular to it in the latter case. The experi-
ment reveal ed that, in both cases, theratio L*/L-isinde-
pendent of the time of concentrated loading. The quan-
tity L*/L~ behaves likewise in the absence of the mag-
netic field. The numerical values of L*/L~ are the same
in the magnetic field and without it, providing that t is
the same. Thus, no anisotropy of the magnetoplastic
effect is found in the case of the twinning of bismuth
crystals. The difference between the numerical values
of L*/L~for curves 1 and 2 in Fig. 4 is determined by
the indenter orientation relative to the twinning planes.
Each point in the graphs was obtained at the same ori-
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Fig. 4. Dependences of theratio L*/L~onInt: (1) the axisis
parallel to the magnetic inductance vector and (2) the axisis
perpendicular to the magnetic inductance vector.
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Fig. 5. Dependences of the microhardness H on the time of
concentrated loading (1) in amagnetic field and (2) without
afield.

entation of the diamond indenter with respect to the
{110} planes.

The physical phenomena observed in this work can
be interpreted in the following way. Twinning is an
energy-consuming process. The work of gravity acting
with the load on the indenter rod is spent for the nucle-
ation and growth of twins. At the same time, twinning
proceeds much faster than glide (hundreds of meters
per second) [10, 11]. For this reason, twins rapidly
drive the elastic energy away from the stress concentra-
tors. Considerably smaller cleavage stresses are neces-
sary for the glide to be realized through the motion of

perfect dislocations in the {111} planes [12], but this
process is relatively slow. The force effect of the mag-
netic field on dislocations was excluded from our con-
sideration due to the homogeneity of the magnetic field.
Since the magnetic field was constant, the heating of
the specimen by eddy currents and the pinching of the
electron-hole plasma were also excluded. Earlier
investigations [13-16] showed that the magnetic field
enhances the mobility of perfect dislocations due to
their depinning from paramagnetic obstacles or the
decay of these obstacles into smaller ones. This can
lead to a partial suppression of twinning. The experi-
ments conducted by the authors revealed that the
dimensions of dislocation rosettes, which consist of
arraysof perfect dislocations, are considerably larger in
the case when the magnetic field is applied to bismuth
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crystals. The effect of the magnetic field on the partial
twinning dislocations is apparently less substantial,
because their cores possess a smaller number of para
magnetic centers. Certainly, these interferences call for
further experimental and theoretical investigations.

The microhardness H was found to be sensitive to
the magnetic field (Fig. 5). At small t, the microhard-
ness is larger in the magnetic field. This can be
explained by a partial suppression of twinning by the
magnetic field. As the glide evolves with time t, the
microhardness H diminishes and becomes comparable
to the microhardness obtained in the absence of the
magnetic field.
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Abstract—An analysis is made of the specific features in the generation and evolution of partial misfit dislo-
cations at the vertices of V-shaped configurations of stacking fault bands, which terminate in the bulk of the
growing film at 90° partial Shockley dislocations. The critical thicknesses h, of an epitaxial film, at which gen-
eration of such defect configurations becomes energetically favorable, are calculated. It is shown that at small
misfits, the first to be generated are perfect misfit dislocations and at large misfits, partial ones, which are
located at the vertices of V-shaped stacking-fault band configurations emerging onto the film surface. Possible
further evolution of stacking-fault band configurationswith increasing film thickness are studied. © 2001 MAIK

“ Nauka/Interperiodica” .

The generation and evolution of various defect
structures in the course of growth of thin-film hete-
roepitaxial systems has been for many years a subject
of numerous experimental and theoretical studies (see,
e.g., [1-16]). In particular, one is presently witness to
intense development of the concept of misfit disloca
tions (MDs) whose formation at the interphase bound-
ary between the substrate and the growing epitaxial
film serves as an efficient channel of removing misfit
stresses caused by differences in the crystalline struc-
ture and properties between the substrate and film
materials [1-6]. The role of MDs may actualy be
played by both perfect lattice dislocations (“perfect
misfit dislocations’) and partial dislocations (“partial
misfit dislocations’), which are associated with stack-
ing faults. However, nearly all of the theoretical models
proposed relate to the formation and behavior of perfect
MDs, although a comparative consideration of the per-
fect and partidl MDs suggests the existence of such
parameters for a heterosystem at which the formation
of partial MDs is found to be energetically preferable
[7, 8]. In particular, as follows from the results of athe-
oretical analysis from [8], if the lattice misfit between
the film and the substrate is large enough (>1%), the
critical thickness for the formation of partial MDs con-
nected with V-shaped stacking fault defects becomes
less than that for the appearance of perfect MDs; i.e.,
such partial MDsform in a heterosystem before perfect
MDs do. This conclusion is of considerable interest in
view of the present demand in technol ogy for the use of
heterostructures with large misfits.

However, the case considered in [8] relatesto fairly
simple partial MD configurations, namely, to partia
MDs located at the interphase boundary at the vertices
of V-shaped stacking faults. The main objective of this

work isto analyze theoretically the conditions favoring
generation of experimentally observed [13] partial-MD
configurations of a more complex type, more specifi-
caly, of configurations made up of three partial MDs
located at the interphase boundary and in the bulk of the
film and connected with V-shaped stacking faults.

1. GENERATION MECHANISMS
OF PARTIAL MISFIT DISLOCATIONS

Consider the possible mechanisms of formation of
partial MDs at the interphase boundary between an epi-
taxial film and a substrate. Formation of semiloops of
split dislocations at the free surface of a growing epi-
taxial film, followed by their dlide to the interphase
boundary, is one of the major mechanisms of MD gen-
eration which appearsto be best studied experimentally
[9-13]. For instance, the splitting of diding perfect 60°
didocationsinto partial 30° and 90° Shockley disloca-
tions (Fig. 1a) with a subsequent slide of this already
split configuration to the interphase boundary, brings
about the formation of a partial MD, which is con-
nected through a stacking fault to the second partial dis-
location remaining in the bulk of the film [9, 10]. A
reaction between two such partial MDs near the inter-
phase boundary gives rise to the formation of sessile
partial MDslocated at the vertices of V-shaped stacking
faults[12], at the ends of which Shockley partia dislo-
cations are located (Fig. 1b). Such defect configura-
tions are similar to the Lomer—Cottrell barriers in fcc
metals [17], the only difference being that, here, a par-
tial MD acts as the stair-rod sessile dislocation. If par-
tial MDs form even at small film thicknesses (in sys-
tems with large misfits), the formation of the second
Shockley partial dislocations becomes delayed and
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stacking fault bands extend from the partial MD to the
free film surface. As the film continues to grow, these
partial dislocationswill be generated on the surface and
they will dide toward the vertex partiadl MD, after
which this V-shaped defect configuration transforms
(collapses) into a sessile Lomer perfect dislocation.

In [8], we considered the first case in detail, where
stacking fault bands always reached the surface of the
film as the film grew. When applied to the
GaAg/Si(001) heterosystem, where such partiad MDs
were observed to exist at the vertices of V-shaped
stacking faults [12], it is implied that each sessile 90°
partial MD is formed of two partial 30° dislocations
dliding toward each other to merge at the interphase
boundary and that the 90° partial MDs, which should
terminate the stacking fault bands, had no time to
nucleate.

The present work considers the second, more gen-
eral case, where partial 90° dislocations also dide from
the film surface after the 30° partials, but stop at a cer-
tain distance from the surface (Fig. 1b). Thus, the V-
shaped stacking fault is now bounded from below by a
90° partial MD at its vertex and from above by two 90°
partial dislocationsresiding inthe bulk of thefilm. Note
that such defect configurations were observed experi-
mentally [13], but have not been treated theoretically.

I n the subsequent sections, we are going to calculate
the critical parametersfor the formation of partial MDs
connected through V-shaped stacking faultswith partial
dislocationsin the bulk of the growing film and analyze
the further evolution of such defect configurations in
the course of epitaxial growth. The anaysis will be
illustrated by GaAs/Si heteroepitaxial structures.

2. CRITICAL PARAMETERS
OF THIN-FILM HETEROSTRUCTURES
WITH PARTIAL MISFIT DISLOCATIONS

One of the important parameters characterizing a
heteroepitaxial system is the critical film thickness h,,
above which the formation of MDs becomes energeti-
cally favorable [1-6]. The appearance of the first MDs
alone determines the magnitude of h.; therefore, it is
sufficient in itself for study of a system consisting of
one partial MD connected through aV-shaped stacking
fault with two partial 90° dislocationsin the bulk of the
film (Fig. 1b).

Consider amodel heteroepitaxial systemintheform
of athin elastically isotropic film of thickness h, which
is grown epitaxially on a semi-infinite elastically iso-
tropic substrate (Fig. 2). The elastic constants, the shear
modulus G, and the Poisson ratio v will be considered
the same for the materials of the film and of the sub-
strate. The original coherent state of the system is char-
acterized by the elastic strain of the film € = —f, where
f =(a,—ay)/a; > O istheorigina two-dimensional lat-
tice misfit between the substrate and film whose lattice
parameters are a; and a,, respectively. We place a par-
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Fig. 1. Formation of partial misfit dislocations. (a) Slide of
60° dislocations split into Shockley partial 30° and 90° dis-
locations. (b) Formation of a sessile partial 90° MD con-
nected through stacking fault bands with Shockley partial
90° dislocations in the bulk of the film.
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Fig. 2. Model of aV-shaped configuration of stacking fault
bands with apartial 90° MD at the vertex and two Shockley
partial 90° dislocations at the band ends.

tial MD with the Burgers vector b at the point (h, 0) at
the interface and partial 90° dislocations with Burgers
vectors b, =-b,—b, and b, = b, —by at points (d, +s)
in the bulk of the film. The partial MD connects with
these dislocations through the stacking fault bands
making up a V-shaped configuration with an opening
angle 2a. For convenience, we present each of these
partial 90° dislocations as a superposition of two edge
dislocations with Burgers vectors +b, and by (Fig. 2).
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Fig. 3. f-h diagram (1) for a perfect MD, (2) for a partial
MD with stacking fault bands and Shockley partial 90° dis-
locations at the band ends, and (3) for a partial MD with
stacking fault bands reaching the surface of the growing
film.

The total energy of the system per unit dislocation
length, W, can be presented as

W= W+ W+ W W+ W 1)

where W' is the elastic energy of the origina misfit,
W = G(b? + be, )/[41(1 — V)] isthe tota energy of the

dislocation cores, b, = by, = bZ,, W4 = 2Gf(bh +
2b,d)(1 + v)/(1 — v) is the total interaction energy
between didocations and the elastic original-misfit
stress field, WY = 2y(h — d)/cosa is the stacking-fault
band energy, yisthe stacking fault energy, and Wd isthe
elastic energy of the dislocation subsystem including
the interaction of dislocationswith the free film surface
and with one another. The last term is calculated using
the relations for the stress fields of an edge dislocation
located near afree surface [18], which finally yields (in
units of G/[41(1 —V)])
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Tofind the critical film thickness h, at which the forma-
tion of even thefirst partial MD a one becomes energet-
ically favorable, we equate the change in energy that is
associated with the formation of a partiadd MD con-
nected through aV-shaped stacking fault with two par-
tial 90° dislocations to zero,

AW = W -W' = 0, (3)
and obtain a transcendental equation for h:
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Using Eq. (4),we consider the dependence of h, on the
original misfit f for the case where the partial disloca-
tions are located at adepth d. We use, as before[8], the
parameters characteristic of the GaAs/Si(001) hetero-
system [7, 19]: G=32.5GPa, v =0.31, b=0.133 nm,
b, =0.231 nm, b, = 0.19 nm, b, = 0.133 nm, 2a = 70°,
andy=0.06 Jm,

Figure 3 presentsthe h,(f) dependencesfor a perfect
MD (curve 1, b=0.398 nm, y = 0), for apartial MD at
the vertex of aV-shaped configuration of stacking-fault
bands terminated by two partial 90° dislocationsin the
bulk of the film at a minimal depth d = b, = 0.19 nm
(curve 2), and for apartial MD at the vertex of the same
configuration for the case where the stacking-fault bands
reach the free surface (curve 3,d = 0, b = 0.133 nm). As
seen from the plots, perfect MDs can be generated at
any misfits f (provided the film is thick enough),
whereas for a partial MD, in both cases, there exists a
limiting minimal misfit f, below which their generation
isenergetically unfavorable. Thevaues of f, inthelatter
two cases are approximately equal, f, = 0.009. It wasa so
found that the formation of a partiadl MD withd =0 is
always more probable than that with d = b, (curve 3
passes below curve 2). Consider now what happens as
d increases. Figure 4 presents the dependence of h. on
dfor afixed misfit f = 0.02. As seen from the figure, for
small d, the critical film thickness h, increases with d to
reach amaximum at d = 4b, = 0.76 nm, after which it
falls off while remaining substantially larger than the
critical thicknessesfor perfect MDs (=0.14 nm) and par-
tial MDswith d = 0 (=0.12 nm). Thus, one can conclude
that for small misfits (f < 0.01), the first to be generated
areperfect MDs, whereasfor large misfits (f > 0.01), par-
tial MDs are generated first, with the stacking-fault
bands reaching the surface of the growing film.

3. EVOLUTION OF PARTIAL
MISFIT-DISLOCATION CONFIGURATIONS
IN THE COURSE OF FILM GROWTH

Consider the development of the situation as the
film continues to grow in the case of large misfits (f >
0.01). We calculate the equilibrium position of the par-
tial 90° didlocations terminating the stacking-fault
bandsin the bulk of the film (Fig. 2) using Egs. (1) and
(2). One can determine the change in the equilibrium
distance p (i.e., corresponding to the maximum gainin
energy AW) as the film thickness h increases with the
misfit f kept fixed. The results of the calculation are
plotted in Fig. 5 as p(h) functions for f = 0.02, 0.04,
0.07, and 0.10 (curves 14, respectively). It is readily
seen that, aslong asthe thicknesshissmall (h <1 nm),
we have p(h) = h—b, for any of these mifits; i.e., the
stacking-fault bands grow as the film grows to finally
reach (to within b)) the free surface. At the instant h

reaches a critical value h;, p exhibits a sharp drop,
which can be treated as afast displacement of 90° par-
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Fig. 4. Dependence of the critical thickness h, on depth d of
Shockley partial 90° dislocations, calculated for a misfit
f=0.02.

h, nm

Fig. 5. Variation of the equilibrium distance p between
Shockley partial 90° dislocations and the interphase bound-
ary with increasing film thickness, calculated for the misfits
(1) 0.02, (2) 0.04, (3) 0.07, and (4) 0.10.

tial dislocations to the interface separating the film
from the substrate; the drop is accompanied by a short-
ening of the stacking-fault bands until they disappear
altogether and the V-shaped configuration collapses,
with the partias transforming to perfect MDs. For
instance, to the misfits f = 0.02, 0.04, 0.07, and 0.10

correspond now “new” critical thicknesses, h;, = 5.7,
3.1, 1.9, and 1.3 nm, at which the partials become per-
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fect MDs. The collapse of the V-shaped configurations
of stacking-fault bands with partial MDs at their verti-
ces, resulting in the formation of perfect MDs, confirms
the conclusion [8] that adecreasein partial MD density
and an increase in perfect MD density in the course of
film growth inevitably occur and suggests that a natural
mechanism is involved in the transformation of partial
to perfect MDs. A decrease in the partial MD density
and an increase in the perfect MD density with increas-
ing thickness of the growing film were observed in the
experimentsin [13].

Thus, our theoretical consideration of partial MDs
located at the vertices of V-shaped configurations of
stacking-fault bands, which terminate at Shockley par-
tial 90° dislocationsin the bulk of the film, permits the
following conclusions. At small misfits, the first to be
generated are perfect MDs, while at large ones, partial
MDs are generated at the vertices of the V-shaped con-
figurations of stacking-fault bands emerging onto the
film surface. In the latter case, as the film grows in
thickness, the stacking-fault bands first grow longer
and reach, as before, the film surface, but after the
thickness has attained a critical value hg, which
decreases with increasing misfit, they shorten rapidly
through the generation of Shockley partial 90° disloca-
tions and their dide to the interphase boundary. As
these didlocations approach the interface, the V-shaped
configuration collapses and the partial MDs transform
into perfect MDs. This mechanism of transformation of
partial to perfect MDs accounts for the decrease in par-
tial MD density and the increase in perfect MD density
during the growth of nanolayer heterosystems, whichis
well known from experiments (see, for instance, [13]).
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DEFECTS, DISLOCATIONS,
AND PHYSICS OF STRENGTH

Dynamic Properties of Dislocationsin Silicon Wafers
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Abstract—The specific features of the dislocation motion in dislocation-free silicon wafers (single crystalsare
grown by the Czochralski method) heat-treated at 450 and 650°C have been investigated. It is found that the
low-temperature treatment of silicon wafers with an oxygen content of (7-8) x 10" cm3 substantially affects
the dynamic properties of dislocations generated into silicon wafers during their four-point bending and brings
about an increase in the starting stresses of the onset of the dislocation motion. A characteristic spatial inhomo-
geneity is observed in the generation and propagation of dislocations from indentations upon the bending of
heat-treated wafers. The reasons for the regularities revealed are discussed. © 2001 MAIK “ Nauka/Inter peri-

odica” .

1. INTRODUCTION

During the formation of active integrated-circuit
elements, dislocation-free silicon wafers of large diam-
eters are subjected to various mechanical and thermal
actions, which can lead to undesirable generation of
didocations in these wafers. In this respect, the prob-
lem of the mechanical strength of silicon wafers, espe-
cialy the problem concerning the nature of heteroge-
neous nucleation of dislocations and the factors respon-
siblefor their dynamic properties (see, for example, [1,
2]), is a prime consideration. The mechanical proper-
ties of Czochralski grown dislocation-free silicon sin-
gle crystals, specificaly their plasticity, are determined
to alarge extent by the content and the form of oxygen
involved in these wafers. In the course of crysta
growth, oxygen isincorporated into the crystal at suffi-
cient concentrations to form supersaturated solid solu-
tions over a wide range of temperatures. These solu-
tions undergo decomposition both during postcrystalli-
zation cooling of an ingot (partialy) and upon
subsequent heat treatment of wafers cut from thisingot.
Depending on their nature and size, the oxygen-con-
taining precipitates formed during the crystal growth
can play the role of heterogeneous nucleation sites of
disocations and act as stoppers against dislocation
motion, thus hindering dislocation propagation and
multiplication. The nature and size of the precipitatesin
a crystal matrix are governed by the oxygen content,
thermal conditions of single-crystal growth, and heat
treatment of silicon wafers. The purpose of this work
was to investigate the dynamic properties of disloca
tions at different low-temperature treatments of silicon
wafers during which the oxygen supersaturated solid
solution undergoes decomposition with the formation
of extremely small oxygen clusters[3].

2. SAMPLES AND EXPERIMENTAL TECHNIQUE

The experimentswere carried out with wafers 150 mm
in diameter (resigtivity, 5 Q cm; p-type conductivity;
oxygen content, ~(7-8) x 10*" cm3), which were cut
from didocation-freesilicon single crystalsgrown by the
Czochral ski method in a*“vacancy” mode[4] inthe[001]
direction. Thewaferswere heat-treated under the foll ow-
ing conditions; 1000°C/15 min + 450°C/16 h (wafer 1)
and 1000°C/15 min + 650°C/16 h (wafer 2). The high-
temperature treatment was performed with the aim of
dissolving oxygen-containing precipitates of the
“growth” origininthe crystal matrix. The heat treatment
of the samples at 450°C was accompanied by the vigor-
ous formation of oxygen clusters with donor properties
(thermodonors). The heat treatment at 650°C brought
about the formation of wafers containing larger-sized
(compared to the heat treatment at 450°C) oxygen clus-
ters, the greater part of which possesses no electrical
activity [3].

Samples for mechanical testing were cut from
wafersin the form of paralelepipeds 25 x 4 x 0.7 mm
in size with the {100} large faces. The long side of the
sample was oriented along the [1100direction. All
samples were chemically polished in an acid mixture
HF : HNO; = 1: 6 for 5 min. In the process, a layer
~40 um thick was removed from the surface. Then,
several indentations were made on the sample surface
with the use of aKnoopp indenter (theindenter loading
was 0.25 N, and the loading time was 15 s). After the
indentation, the sample was subjected to four-point
bending in a special setup according to the procedure
described in [5] at temperatures of 600 and 800°C. The
sample side containing indentations was subjected to
tensile deformation. The indentation of the sample sur-
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Fig. 1. Dependence of the velocity of dislocation motion in
silicon wafers a 600°C on the applied stress (vertical
dashed lines correspond to the starting stresses of the onset
of dislocation motion in the samples under investigation).

face and the subsequent loading at atesting temperature
gave rise to dislocation loops in the near-surface layer,
which consisted of two 60° segments and one fragment
of a screw disdocation aligned parallel to the sasmple
surface. In the experiments performed, we examined
the mobility of 60° dislocation-loop segments.

The structural transformations in the silicon wafers
were controlled by x-ray topography and optical
microscopy. For comparison, we studied the samples
cut from a single-crystal wafer immediately after the
growth (wafer 3).

3. INVESTIGATION
OF DISLOCATION DYNAMICS

Figure 1 displays the dependence of the velocity of
dislocation motion in heat-treated silicon wafers at
600°C on the applied shear stress. For comparison,
Fig. 1 also depicts similar dependences for samples cut
from wafer 3 (the postgrowth state). As follows from
comparison of the results obtained, the velocities of
dislocation mation in samples after the low-tempera-
ture treatment are higher than those in the samples
immediately after the growth. Noteworthy are the sub-
stantialy larger values of the starting stresses of the
onset of dislocation motion in heat-treated samples. For
example, in samples cut from wafers 1 and 2, the start-
ing stresses were equal to 58 and 63 MPa, respectively
(for samples of wafer 3, the starting stress was
22 MPa). It should be mentioned that, at stresses of
~80-90 MPa, the bulk generation of dislocation dlip
bands from external sources was observed in al the

PHYSICS OF THE SOLID STATE \Vol. 43

samples, which brought about their macrodeformation
and made the observation of indentation-induced dislo-
cations difficult. At atesting temperature of 800°C, the
starting stresses in samples of wafers 1 and 2 were
equal to 25 and 43 M Pa, respectively; the plastic bend-
ing in the samples was observed aready at stresses of
45 and 50 MPa, respectively. The critical stress of the
onset of dislocation motion in samples of wafer 3 at a
temperature of 800°C was equal to 12 MPa, whereas
the stress giving rise to plastic bending was 25 MPa. It
is worth noting that, upon the four-point bending at
800°C, the samples are characterized by alarge spread
inthecritical stresses of the onset of dislocation motion
and the stresses responsible for the bulk generation of
dislocation dlip bands from external sources, which
resulted in plastic bending of the samples. This inho-
mogeneity and the narrow stress range of observation
of the motion of individual indentation-induced dislo-
cations made correct determination of the dislocation
motion velocity at 800°C impossible.

Thus, we can state that the velocities of dislocation
motion in al the samples studied are close to each
other. However, after the low-temperature annealings at
450 and 650°C, the starting stresses of the onset of dis-
location motion considerably increase. The above reg-
ularities can be explained by the fact that the oxygen-
containing clusters formed upon the low-temperature
treatment are effective stoppers against the onset of dis-
location mation, but they are not serious obstacles to
moving dislocations.

4. INVESTIGATION OF SPATIAL
INHOMOGENEITY IN GENERATION
AND MOTION OF DISLOCATIONS

A characteristic feature of all the samples after the
low-temperature treatment is a pronounced spatial
inhomogeneity in the generation and propagation of
dislocations from indentations at the same shear
stresses. In the case when identical indentations are
closely located at almost equal intervals (~50 um) on
the sample surface, the dislocation slip bands do not
necessarily emanate from all indentations and the linear
density of didocations in the slip bands can consider-
ably differ even for neighboring indentations. Such an
unusual inhomogeneity most clearly manifestsitself in
the course of mechanical testing at 800°C. As an exam-
ple, Fig. 2a shows typical patterns of the dislocation
propagation from closely spaced indentations upon
bending at 800°C. It can be seen that no dislocation dlip
bands are observed around certain indentations, but,
where these bands are formed, the linear density of dis-
locations in them can differ by almost two orders of
magnitude for individual closely located indentations.
Figure 2b demonstrates the histogram of thelinear den-
sity of dislocations in dip bands emanating from
equally spaced indentations. Asis clearly seen, thereis
a pronounced periodic inhomogeneity in the distribu-
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Fig. 2. A spatial inhomogeneity in the generation and prop-
agation of dislocations from indentations: (a) the pattern of
the selective etching of samples after their bending and (b)
the histogram of the linear dislocation density in slip bands
formed around individual indentations.

tion of the linear dislocation density in the dip bands
formed around individual indentations.

The heat-treated samples were subjected to anodic
etching (electrolyte HF : CH;COOH = 1 : 1; current
density, 10 mA/cm?; etching time, ~5 min [6]) with
subsequent treatment in the solution HF : HNO;=1: 4
for 10-15 s. The anodic etching revealed a characteris-
tic layered inhomogeneity (growth bands) in samples,
which, most likely, stems from the inhomogeneous dis-
tribution of oxygen in the wafers under investigation.
Figure 3 shows atypical pattern of the layered inhomo-
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Fig. 3. A layered inhomogeneity revealed on the surface of
wafer 1 by anodic etching.
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Fig. 4. Distribution of the spreading resistance aong the
radius of wafer 1in (a) central and (b) middle regions.

geneity, which was revealed by anodic etching in the
samples heat-treated at 450°C.

The spreading resistance was measured in a wafer
heat-treated at 450°C in order to confirm the inference
that the layered inhomogeneity reflects the character of
the oxygen distribution in the samples studied. As
noted above, heat treatment of silicon single crystals at
450°C is accompanied by intensive generation of ther-
modonors—clusters consisting of several oxygen
atoms. The concentration of thermodonors formed in
the course of heat treatment at 450°C strongly depends
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on the oxygen content in the sample under investiga-
tion. The spreading resistance is aunique characteristic
of thermodonor concentration (and, correspondingly,
the oxygen content).

The results of measurements of the spreading resis-
tance in a silicon wafer after the heat treatment at
450°C are displayed in Fig. 4. These results convinc-
ingly indicate aperiodic (layered) inhomogeneity inthe
oxygen distribution in the samples studied. This gives
groundsto believe that the spatial inhomogeneity in the
generation and propagation of dislocations from inden-
tationsin the heat-treated samplesis primarily dueto an
inhomogeneous (layered) distribution of oxygen. Dur-
ing the low-temperature treatment of silicon wafers, the
oxygen supersaturated solid solution undergoes
decomposition with the formation of oxygen clusters.
Thevolume density of the clustersthusformedisavery
sensitive function of the oxygen concentration in the
crystal. In the presence of alayered inhomogeneity in
the oxygen distribution, the volume concentrations of
oxygen clusters formed in adjacent regions upon heat
treatment differ considerably. This can induce an elas-
tic stress field modulated by a nonuniform distribution
of clustersin which alternating regions experience elas-
tic compressive and tensile deformation. In this case,
the oxygen-rich regions with the maximum content of
oxygen clusters should undergo compressive deforma-
tion and the generation and motion of dislocations in
these regions should be hampered. The latter can be

PHYSICS OF THE SOLID STATE Vol. 43

explained by the fact that the oxygen clusters, as was
shown above, are effective stoppers against the onset of
dislocation motion, because they bring about an
increase in the starting stresses.

ACKNOWLEDGMENTS

We are grateful to |.M. Yur'evaand A.V. Kartavykh
for measurements of the spreading resistance in the
samples under investigation.

REFERENCES

1. K. Sumino, in Proceedings of the 1st International
Autumn School on Gettering and Defect Engineering in
Semiconductor Technology, Garzau, 1985, Ed. by
H. Richter (Garzau, 1985) p. 41.

2. |. E. Bondarenko, V. G. Eremenko, V. |. Nikitenko, and

E. B. Yakimov, Phys. Status Solidi A 60, 341 (1980).

V. V. Voronkov, Semicond. Sci. Technol. 8, 2037 (1993).

4. R. Faster and V. V. Voronkov, J. Cryst. Growth 194 (1),
76 (1998).

5. Yu. A. Kontsevoi, Yu. M. Litvinov, and E. A. Fattakhov,

Plasticity and Srength of Semiconducting Materialsand
Sructures (Radio i Svyaz', Moscow, 1982).

6. M. G. Mil'vidskii andA. V. Berkova, Zavod. Lab. 27 (5),
557 (1961).

w

Trandated by O. Borovik-Romanova

No.1 2001



Physics of the Solid State, Vol. 43, No. 1, 2001, pp. 51-53. Translated from Fizika Tverdogo Tela, \Vol. 43, No. 1, 2001, pp. 51-53.

Original Russian Text Copyright © 2001 by Avdeenko, KuZz ko.
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Gauge-Invariant Self-organization of Strain Field Fluctuations
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Abstract—The method of laser range scanning profilometry is used to study the evolution of mesoscopic per-
turbations of strain fieldsin aluminum, copper, and iron polycrystals during loading. Thefractal nature of meso-
scopic perturbations of the flow fields with a power-flow increase of the correlation interval & = {07~ (B isthe
dimensionl ess strain-hardening modulus) during loading is established. The fundamental structural scale &y and
theindex v lieintheintervals = 30—150 pm and v = 0.27-0.70. The dimensionality of the deformation relief
increases in the course of loading from ~1.05-1.25 at the initial stage to ~1.35-1.65 for strains from ~0.30 to
0.35for al the materials. The results indicate an essentially multilevel nature of plastic deformation and argue
for the applicability of renormalization group methods for its description. © 2001 MAIK “ Nauka/ I nter period-

ica”.

The self-organization of mesoscopic perturbations
of plastic flow wasdiscussed in several publications[1—
3]. A theoretical description based on the renormaliza-
tion group approach was proposed in [3, 4], and fluctu-
ation-induced corrections for the synthesis of an effec-
tive diagram describing the deformation of heteroge-
neous media were taken into account in [5]. In this
respect, complex experimenta investigations into the
dynamics of mesoscopic perturbations of strain fields
during loading of plastic materias with the help of a
specialy developed technique of laser range scanning
profilometry [6] is of special interest.

A light beam is used as the measuring instrument in
this case. An optoelectronic detecting system deter-
mines the sign of deviation of the height of a specific
point on the surface being measured from the focal
plane of the objective, and then the point is brought to
the focal plane by displacing the sample relative to the
optical system. The measuring process is controlled
entirely by a PC through an interface operating a spe-
cific program.

Since three-dimensional positioning systems nor-
mally use step motors, determining coordinates boils
down to simply counting the number of steps within a
known step. The displacement step along two horizon-
tal directions has a length of 1.667 um, while the step
in the vertical direction (which is the quantity being
measured) is 1.25 pm.

We experimentally studied the scaling of the relief of
plastic flow during the evolution of instability under
uniaxial extension. Planar samples made of annealed
low-carbon steel (0.08% C) and of polycrystalline cop-
per and aluminum were preliminarily polished. The ten-
silestress—strain diagram withastrainrate of 1 x 10°s?
at 293 K in the real coordinates Svs. ¢ (Fig. 1) was

approximated by the method of least squares using the
expression

S = S9", (D)

where Sis the stress normalized to Young's modulus E
and ¢ isthe strain.

The parameter S, the exponent n, and the homoge-
neous strain ¢,,,,, measured away from the neck region
after the fracture (i.e., in the region where the sample
thickness does not change) are presented in Table 1.
Formula (1) is aso used to calculate the dimensionless
strain-hardening modulus 6(¢) = dS/d¢.

The inhomogeneity of elastic strain was measured
from the surface profile of the deformed sample with
the help of alaser range profilometer. The error in the
measurement of the relief of a smooth surface can be

s %103

3 —

2_
'S o Cu#3
d * Al#4

1
0 0.05 0.10 0.15 %20 0.25 0.30 0.35 0.4

Fig. 1. Stress—strain diagram for the tested samplesin real
coordinates.
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Table 1. Parameters of the stress—strain diagram

Young's
Sample| modulus S n ®rom
E, GPa
Fettl 205 |(3.58+0.03)x10°|0.28+0.01|0.34
Fet2 205 |(2.34+0.07)x10°|0.16+0.02|0.19
Cu#3 128 | (3.53+0.07) x 10| 0.33+0.01|0.37
Al#4 71 | (1.76+0.03) x 10| 0.27+ 0.01 | 0.29

reduced by using an objective with a shorter focal
length; in our case, the error was & = +1.25 um. The
scanning areawas a square mesh with astep |, sidelL =
(N = 1)I, and total number of counting points N2. The
same region of the sample was scanned in the initia
state and after each of 5 to 8 deformation steps ¢;. Sam-
ple fracture occurred after the formation of a macro-
scopic neck, and control measurements were made
after the fracture.

In order to compensate for the deviation from “hor-
izontality” of the sample during the measurements, an
experimentally determined relief was used to determine
the macroscopic inclination of the area in the form
Z(x, y) = Ax + By + C by the least squares method; this
value was subsequently subtracted. The parameters of
the relief measurements are given in Table 2.

The modulus of the Fourier transform of the two-
dimensional profile of the relief

C(k) = (2m)7? J’h(r)expikrdr‘, )

wherek = 2rm/L and n = (ny, ny) with—-N/2 < (ny, ny) <
N/2, was calculated from the two-dimensional array of
relative heights h(r) in the wavelength range from 2 to
L by using atraditional method.

Since h(r) is areal-valued function and C(n,, n,) is
symmetric relative to the (0, 0) point, the subsequent
spectral analysis was carried out for 0 < n; < N/2 and
N/2 < n, < N/2, except for C(0, 0), since this is the
average value of the height and carries no information
about the relief. Our subsequent calculations were

Table 2. Parameters of relief measurements

based on an anal og for the spectral function of the one-
dimensional profile, namely, the power function

C*(kl) = (2mk))™ | IC(v)[%av, |
[v| =1k
0<|k| <T/2/l = Ky

averaged over directions, and the radial correlation
interval

1 E[Ikl‘z m(lkl)dlklm

: 4
~ 2 [CrlkDdlK a

An increase in strain is accompanied by a decrease in
the dimensionless strain-hardening modulus 6(¢) =
dSd¢. The radial correlation interval for the relief is
connected with this modulus through the relation

§ =80 ()

The linear regression of the dependence logé (log0)
led to the values v = 0.27-0.7 for the samples of Fet#l,
Fe#2, Cu, and Al. The peak of the entropy of fluctua-
tions corresponds to v = 0.5. The fundamental struc-
tural scale &, was &, = 3080 umin all cases.

The approximation of the integral (cumulative)
spectrum in the logarithmic coordinates

Qk) = [ C*(v)dv Olk|™ (6)

vk

makes it possible, according to [7, 8], to calculate the
fractal dimensionality of the surface D = 3 —p/2, which
isacharacteristic of the self-similar behavior of plastic
flow fluctuations. Such an approximation was carried
out by using the least squares method in the interval [k;,
k;] on which the measured dependence logQ (log|k|)
is linear (Fig. 2). The lower boundary corresponds to
the wavelength A, = (21k;)~* = 3 mm, while the upper
boundary corresponds to the wavelength A, = 0.3 mm.
The variation of the spectrum Q(|k|) and of the fractal
dimensionality in the course of deformation is illus-
trated in Figs. 2 and 3. The sharp decrease in the cumu-
lative spectrum for wavelengths A <A, isaconsequence
of the finite sensitivity & of the profilograph, because
the amplitude of short wavesissmall, |C(A <A,)| < 0.

saple| Mehsze | Ares | Tod e Swainso, o U1
max
Fefl 150 89.3 4096 0.06; 0.12; 0.20; 0.26; 0.32 80 105
Fe#2 100 41.0 4225 0.058; 0.071; 0.078; 0.095; 0.147; 0.175 35 67
Cu#3 150 92.2 4225 0.01; 0.03; 0.06; 0.10; 0.14; 0.22; 0.37 42 80
Al#4 75 92.2 16641 0.04; 0.08; 0.17; 0.21; 0.23; 0.27 22 78
PHYSICS OF THE SOLID STATE Vol. 43 No.1 2001
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Fig. 2. Cumulative spectrum for the Fe#2 samplefor various
strains.

Anincreaseinthestrainin al materialsis accompa-
nied by a statistically significant increase in the dimen-
sionality of the relief from ~1.05 (Al), 1.18 (Cu), and
1.25-1.30 (Fe) in the initial state (s = 0.02-0.06) to
~1.65 (Al), ~1.32 (Cu), and ~1.60-1.62 (Fe) in the
region of the formation of a macroscopic neck.

Thus, measurements of the surface relief reveal
early stages of the evolution of instability in plastic
flow. A transition from random inhomogeneities upon
an increase in their correlation radius culminatesin the
formation of a macroscopic neck when the neck radius
becomes comparable to half the sample thickness [1].
The deformation relief, and hence mesoscopic pertur-
bations of theflow in awideinterval, are self-similar and
have a dimensionality increasing in the course of load-
ing. Theresults speak in favor of the hypothesis of amul-
tilevel deformation (see, e.g., [9]) wherein anonuniform
rotation of the scale level (n — 1) generates flow distor-
tion of the nth level, which in turn determines the non-
uniform rotation of the (n + 1)th level, and so on [1-3].

The obtained results indicate that renormalization
group methods can be used for describing the self-orga-
nization of mesoscopically induced deformation [4, 6].
The current scale of the deforming process, viz., the
fluctuation correlation interval for flow fields, can be
parametrized during loading by the strain-hardening
modulus 8 (for aknown o(s)—average-strain-sdiagram)
and can therefore be used as a universal variable in the
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Fig. 3. Dependence of the fractal dimensionality on the real
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construction of a system of equations relating the run-
ning dynamic parameters of the system (e.g., correla
tion functions of various orders for mesoscopic pertur-
bations of the flow) to the process of |oading.
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Abstract—The states of single- and double-charge donorsin an antiferromagnetic crystal are investigated tak-
ing into account the formation of magnetized regions (localized ferrons) around them. Double-charge donors
should be in a state of the (1s)(2s) type, which is energetically favored over the (1s)? state. In doped antiferro-
magnetic semiconductors, the usual Mott transition isimpossible because the single-charge donorsin them are
ferrons. Instead, the donor electrons are delocalized through the transition of the crystal to the single-electron
state. It is unlikely that a ferromagneti c—antiferromagnetic (FM—AFM) mixed state will occur in this case. In
the case of double-charge donors, transition to an FM—-AFM mixed state should occur. © 2001 MAIK

“ Nauka/Interperiodica” .

INTRODUCTION

In this paper, we investigate antiferromagnetic
(AFM) semiconductors moderately doped with donors
or acceptors. It is well known that in nonmagnetic
semiconductors, the Mott delocalization of electrons
(or holes) occurs and the crystal passes from the insu-
lating state to a highly conducting state as the concen-
tration of donors (acceptors) increases. It will be shown
inthis paper that the usual Mott del ocalization does not
occur in AFM semiconductors if the s—d exchange is
fairly strong. In this case, when the donor concentration
n becomes equal to a certain critical value, the crystal
passes from the state in which there is no ionized
donors to a ferromagnetic (FM) state with delocalized
electrons or to an AFM—FM mixed state in which all
delocalized electrons are within the FM region of the
crystal. The former aternativeismost likely to occur in
the case of single-charge donors, whilethelatter occurs
in the case of double-charge donors. It isunlikely that a
mixed AFM—FM state will arise in the case where the
single donors are fixed in their positions.

Thereason for thisunusual behavior isthat each sin-
gle-charge donor isin fact alocalized ferron (magnetic
polaron) and, hence, thereisan FM microregion around
each donor. (The concept of a ferron was first intro-
duced in[1, 2].) This region acts on the donor electron
as a potential well, which is added to the Coulomb
potential. For this reason, the radius of the electron
orbit becomes much smaller than the effective Bohr
radius corresponding to the Coulomb potential alone.
This prevents the donor electrons from being delocal-
ized, and the crystal remains in the AFM state. In the
FM state, by contrast, the electron orbit radius equals
the Bohr radius, which is favorable to electron delocal -
ization. Therefore, the concentration phase transition
can occur from theinsulating AFM state with localized

electronsto ahighly conducting FM state with delocal-
ized electrons. This transition can be thought of as
going viaavirtual insulating FM state.

The behavior of double donors, e.g., Sevacanciesin
EuSe (as well as acceptors, e.g., excess oxygen in
LaMnO;. ), is essentially different. If the AFM order-
ing in a crystal were not perturbed, such a donor in it
would be in the (1s)? state with antiparallel electron
spins and the total exchange energy between these
spins and magnetic atomswould be close to zero. How-
ever, if the donor transfersto the (1s)(2s) state with par-
alel spinsand an FM region arises in the vicinity of it,
this state will be energetically favored over the non-
magnetic (1s)? state, because the exchange energy
between the donor electrons and magnetic atoms will
be large in magnitude. Such localized ferrons have not
yet been considered in the literature; their theory is,
thus, first presented here.

Since the ionization energy of the 2s electrons is
small, their delocalization can occur viathe mixed FM—
AFM state first considered in [2, 3]. Two scenarios are
possible. In the first, FM droplets containing several
electronsareformed in the AFM matrix when the donor
concentration is close to the critical value for phase
trangition. This partial delocalization, where electrons
are locked in a droplet, occurs instead of the complete
Mott delocalization, and the state of the crystal as a
whole is insulating. Further increase in the donor con-
centration causes the FM droplets to increase in size,
and, at a certain concentration, they come in contact
with one another, which means that percolation for FM
ordering and for the electron liquid occurs. When the
donor concentration is higher than its threshold value
for percolation, the bulk of the crystal will bein an FM
and highly conducting state and only AFM droplets
will remaininthecrystal. Therefore, the Mott transition
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LOCALIZED FERRONS AND THE MOTT TRANSITION 55

comesto an end and the delocalized el ectrons cause the
crystal as a whole to be highly conducting only above
this percolation threshold.

In the other possible scenario, the crystal immedi-
ately undergoes a crossover from the state with local-
ized donor electrons to a highly conducting FM—AFM
state. In general, the transition to a mixed FM-AFM
state can also occur in the case of single donors and the
transition to a FM state can take place in the case of
double donors. However, these transitions are unlikely
to occur for realistic values of the parameters. Itisinter-
esting to note that both the insulating and highly con-
ducting FM—-AFM states have been observed in EuSe
with double donors[4].

1. IMPOSSIBILITY OF THE CONVENTIONAL
MOTT TRANSITION IN ANTIFERROMAGNETS

First, we prove that the Mott transition isimpossible
in AFM semiconductorsif the s—d exchangeis not very
weak. For this purpose, the well-known Mott calcula-
tion is generalized to the case of electrons strongly
interacting with another subsystem (magnetic in the
case under study). Asis usually done, we consider the
conditionsfor the existence of adiscrete energy level in
the potential well produced by the donor Coulomb
potential screened by conduction electrons. The AFM
ordering is caused by the direct d—d exchange between
magnetic atoms, which models the superexchange
between them. This interaction involves conduction
electrons and thereby competes with the indirect
exchange that favors the FM ordering. There is a criti-
cal donor concentration below which the AFM ordering
is relatively stable [2]. For the sake of simplicity, the
indirect exchange via charge carriers is assumed to be
weak when compared to the direct d—d exchange. We
show that the indirect exchange does nothing but
enhance the effect under study.

The corresponding calculation is conducted includ-
ing the local magnetization produced by an electron
that occupies a discrete level and has its spin unpaired.
For the sake of definiteness, the AFM ordering is
assumed to be in staggered rows. The s—d model is
used. The Hamiltonian of the system in the coordinate
representation is given by

H = Hg(r) + Hgy(r) + Hyq,

1
Hsd = _AZ (SgS)D(r _g)1
g

1
Hdd = _éz (SgSg+A)l
g A
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where S is the d spin of atom g, sisthe spin of acon-
duction electron, D(r — g) equals unity within the unit
cell gand zero outsideiit, A isthe vector connecting two
nearest neighbors, mis the effective electron mass, € is
the permittivity, and # = 1. The screening radiusrg can
be written as

o= = 02 agn )
61Ee’n

ag = — (©)

_ @n)”

2m

m 4)

(In the case of double exchange, the band width for a
“dressed” electron due to the s-d exchange interaction
is (2S + 1)¥2 times smaller and its effective mass is
(2S+ 1)V2 larger than the respective values for a“bare”
electron [5].)

We use a variational procedure in which the varia-
tional parameters are the angles 6, between the spin of
atom g and the local magnetization induced in the AFM
crystal by the localized electron and the parameter x
that defines the orbital radius of a localized electron
ag/X. The latter parameter is involved in the trial elec-
tron wave function

2

g
_ [ XI] 5
w(r) = B_B ep2H (5)

We consider the limiting case of ASW < 1 and the
opposite limit (double exchange), where Sisthe d-spin
magnitude and W is the conduction band width for a
bare s electron. Assuming that the angles 6, vary
smoothly, one can write

o [Xz_mingx)z}

- ua3z W(g)*cosb, + \E)Z cos28,,
g g

(6)

where a isthe lattice parameter, the energy is measured
in units of

B 2¢ag’
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and the following notation is also used:

_u s _ag
U= —, v=—— p=—
=

Eg ’ re’

u =—A2—S (AS < W),

H (As>w).

w 1
U=— —_
2% J2S+1

In deriving Eqg. (6), the FM ordering is assumed to be
unsaturated in the region of the electron localization.
Strictly speaking, the expression for U presented above
is an approximation in the double-exchange limit (it is
exact only in the case of large spins [2]). Minimizing
the energy in Eq. (6) with respect to 8, we find that the
value of 6, corresponding to an energy minimum is
given by

3.,.2
cosf, = 2@_24_1\7&9_)_ (7)

Using this expression, one can find the energy as a
function of the single parameter x (in units of Eg):

E = |:)(2_8—X3i|_k)(3
(p+2x)° ’
) . (8)
K = [u_} b= 8
321vb? a

A discrete level appears when E(x) = 0 and dE(X)/dx =
0, which, in combination with Eq. (7), reduces to

x(1-kx)® = 0. 9)

Solving Eq. (9) yieldsthecritical value of parameter
x for the appearance of a discrete level and, hence, the
critical concentration (involved in the expression for
the screening radius):

=% _ [ 8 _
P = s Tokx X

Asfollowsfrom Egs. (5), (7), and (8), this approach
is adequate if

(10)

(11)

For inequality (11) to befulfilled, the coupling between
electrons and the magnetic subsystem should not be
strong because k [1 u. On the other hand, Eq. (11) gives
the upper limit for the values of x for which Eq. (9) is
valid (formally, the absolute minimum of the energy E
is attained as x — oo, but thisis an artifact).

Equation (9) has two positive roots up to k. =
0.210937 (the other two roots are imaginary and,
hence, physically meaningless). However, the largest of
the positive roots, x,, corresponds to negative val ues of
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p in Eg. (10) for k < 0.12. Clearly, negative p and the
corresponding values of x have no physical meaning.
Furthermore, the larger root isalso physically meaning-
less for p > 0, because the value of p corresponding to
it is smaller than that corresponding to the other posi-
tive root x (e.g., for k= 0.13, we have X, = 1.083, x, =
0.652, py = 0.151, and p, = 1.083). Indeed, according to
Eq. (4), pisproportional to n'8, Since we are consider-
ing the metal—insulator transition, which occurs as the
concentration n decreases, only the transition corre-
sponding to the larger value of n has physical meaning.

Asfor the smaller root, the value of p corresponding
toit increases with k and, at k, = 0.21, the constant C =
(p/2)? in Mott's expression nY3a; = C is as large as
0.348 instead of the value 0.25 obtained by Maott (the
corresponding x is 1.185). Therefore, as the s—d
exchange energy AS increases, the Mott value of the
concentration increases; that is, the AFM ordering hin-
ders the metallization of the system.

At k = k,, the two positive roots become equal and,
as x increases still further, al the four roots of Eq. (9)
become imaginary. This means that the potential well
has no discrete level near the bottom of the conduction
band and Mott’s scenario for the insulator-metal tran-
sition isimpossible. In order to understand the physics
of this phenomenon, let us consider the insulating state
of the system. In this state, the nonionized donors are
localized ferrons; that is, the electron of each donor
produces the FM order in the vicinity of the donor. The
stronger the s—d exchange, the lower the energy of a
localized ferron. If u > 1 > v, this energy is close to
(-u) irrespective of the screening radius, because the
s—d exchange is not screened by free carriers. There-
fore, the discrete level exists for any concentration of
carriers and, if u is large enough, the metal—nsulator
transition isimpossible.

This is especialy true where the coupling between
the electrons and the magnetic subsystem is so strong
that inequality (11) isnot valid. Therefore, thisinequal-
ity is not a necessary condition for the Mott transition
to not occur in AFM semiconductors. Thisis supported
by a direct calculation based on Eq. (14), in which the
first parenthetical termisreplaced by theterm in square
bracketsin Eqg. (8).

Now, let us return to the problem of indirect
exchange. Its rigorous consideration is made difficult
by thefact that at AS< W, the RKKY exchangeislong-
range, in contrast to the d—d exchange. In the case of
AS > W, only the ground state of an AFM system has
been investigated [2]. However, for qualitative treat-
ment, it will sufficeto notethat theindirect exchangeis
opposite in sign to the d—-d exchange and, hence, it
decreases the effective value of the parameter v,
thereby increasing the parameter k in Eq. (8). For this
reason, Mott’s scenario for the insulator—metal transi-
tion becomes impossible for an s—d coupling weaker
than that in the case where there is no indirect
exchange.
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2. SINGLE-ELECTRON FERRONS

Even when the Mott transition is impossible in an
AFM semiconductor, some other cooperative phenom-
ena can occur in the system of donors (or acceptors)
with increasing donor concentration. In order to inves-
tigate them, we first consider the state of an individual
single-electron donor (localized ferron). Earlier, this
problem was investigated only in the case of AS < Eg
and of very small D = |zIS?|[1] and it was assumed that
aregion of the saturated FM ordering occurs around the
donor atom. Moreredlistic isthe case where only a par-
tially magnetized noncollinear-AFM region arises and
thereis, perhaps, a saturated FM core in it. This model
isinvestigated in what follows.

First we consider the case of a region with nonsat-
urated magnetization and with no FM corein it, where
we can use Eq. (8). Putting p = 0 (no screening) and
minimizing the energy in Eq. (8) with respect to x, we
obtain for the optimal value of x the expression

- 3—1k(1- JI=6K). (12)

It follows from Eqg. (12) that the ferron with a noncol-
linear AFM ordering is stable only for k < 1/6. At k =
1/6, the energy in Eq. (8) equals (—4/3), which ismuch
lower than in the case where the magnetic moments of
the sublattices are not canted.

Now, we consider the case wherethereisaregion of
saturated FM ordering. Taking again atrial functionin
the form of Eq. (5), the radius R of this region can be
determined from Eq. (7) by putting cosBg = 1. The
result is

_R_ 1, rpu’y __
r_aB_lenDcD c = 4mwvb.

(13)
Using Egs. (1), (5), and (13), the energy of the sys-
tem can be found to be

/rx 150

E = (X —2x)+——+—%3“+———+ u.(14)

With Egs. (5) and (7), we calcul ate the total moment
of the localized ferron:

°p° r 10
M =4 SU—+—+—+—
N> 2x® axd

(15)
Minimization of the energy in Eq. (14) with respect to
x can be performed numerically.

In order to get insight into the properties of the
localized ferron, we present some results of the numer-
ical minimization. If u=5and b = 1, then E and M/S
are found to be, respectively, —3.81 and 12.453 for
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v =0.1,-5.164 and 52.748 for v = 0.01, and —5.748 and
181.483 for v = 0.001. For the same value of u and
b = 2, the quantities E and M/Sare, respectively, —1.837
and 6.23 for v = 0.1, —3.983 and 58.709 for v = 0.01,
and —5.248 and 298.543 for v = 0.001. It is seen that the
ferron moment M is gigantic even for a sufficiently
large v. For small values of v, the moment increases
with the Bohr orbit radius b (for afixed value of a), but
the situation is reversed for large v. This is because a
large localized ferron with b = 2 is more similar to a
free ferron (first considered in [1]), which can exist
only when the d-d exchange is sufficiently weak.

3. LOCALIZED DOUBLE-ELECTRON FERRONS

Now, we investigate localized double-electron fer-
rons, corresponding, for example, to Se vacancies or
excess Se atoms in EuSe, which are donors and accep-
tors, respectively, with acharge of 2e. The Hamiltonian
of the system is

H = Hs(rl) + Hsd(rl) + Hs(rl)

eZ
+Hsd(rl)+m Had (16)
H :__é__z_ez
s 2m &r

where Hy, and Hyy are given by Eq. (1). If the sd
exchange is weak, the system is analogous to the He
atom: its electronic configuration corresponds to the
(1s)? state when the spins of the electrons are antiparal-
lel and the electrons do not induce local magnetization.
In this case, the donor energy is equal to E;; = —5.695
(in units of Eg) [6]. However, when the s—d exchangeis
fairly strong, the (1s)(2s) state with parallel electron
spins is energetically favorable. For a crystal with FM
ordering and favorabl e orientation of the electron spins,
the corresponding energy isE;, = —4.29 — 2u (the factor
2 in the last term occurs because there isa gain in the
s—d-exchange energy for both electrons). Therefore, for
u > 0.7, the (19)(2s) state is energetically favored over
the (1s)? state. In a crystal with AFM ordering, the
(1s)(29) stateisenergetically favorableif thereisan FM
order in the vicinity of the donor, which requires a cer-
tain expense of the d-d-exchange energy. Therefore,
the donor energy in this state is higher than that in an
FM crystal.

In order to calculate this energy, we again make use
of the variational procedure. The orbital part of thetria
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double-electron function is taken to be

P(ry, ry)

=:%nm4nm%ua—wmugw%uoL (17)
_ B0 oy
b, = B0 exp(20), s
Wys(r) = K(L—yr)exp(—xr),
2+X 2 3x°
=—, K= —— 19
3 (X = 2x + 4) 19

wherer is measured in units of ag. The function Y is
orthogonal to Y,.. The magnetic ordering is completely
FM for r < R and noncollinear AFM for r > R. It is
assumed that the radius of the 1s state (equal to 1/2) is
much smaller than the radius of the completely FM
region R. For thisreason, ;. istaken inthe form corre-
sponding to the FM ordering and involves no varia
tional parameter. However, the function i, depends on
the radius of the FM region through the variational
parameter X.

With Egs. (16)—(19), the ferron energy can be found
to be

CAF

E = Ejg+ Es+ Ege+ B+ Efg +Ege . (20)

where Ej, = -4 — u is the total energy of the 1s elec-
tron; E'§s is the kinetic energy of the 2s electron,

x2(7x2 —2X+4),
3(C—2x+4)

Ejs = (22)

Egs is the Coulomb interaction energy of the 2s elec-
tron with the ionized donor and with the 1s electron,
c _ x(3X —4x+4)
EZS - 2
X —2x+4
~ x°(10 + 3) _
(C=2x+4) (X +6X° + 12x +8)

(22)

E.. is the energy of the 2s electron within the FM

region and Ezd is the energy for the formation of this
region,
R

Ej = —4T[K2uJ‘r2(1—yr)zexp(—2xr)dr, (23)
0
4AmR’b’y
Bl = —5 (24)
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and Es." consists of the 2s-electron energy and the

d-d-exchange energy in the noncollinear (canted) AFM
phase, which are calculated by minimizing the energy
with respect to the angles of the d spinsin the same way
asin the case of EQs. (6)—8). Theresult is

00

2,,4
S ljfrz(l—yr)‘lexp(—4xr).
vb

R
Although theintegralsin Egs. (23) and (25) are eas-

ily calculated analytically, the final expressions are too
cumbersome to be written out here.

The radius of the FM region is determined from an
equation that includes the effective field exerted on the
d spins by the 1s electron:

(25)

1.0 K*(1-yR)’u O

R = ZIng 0
2X" pvb’[1-4uexp(—4R)/(Tvb)’] O

(26)

When calculating numericaly, we first find the
radius R as afunction of x from Eq. (26) and then min-
imizethe energy in Egs. (20)—25) with respect to x. For
example, for u=5,v =0.02, and b = 1, we thus obtain
R(X) 01.75 — 0.3x and the optimal energy —10.908 for
x=1.52 and R= 1.254. In the case of the FM ordering,
the energy is significantly lower. Using the expression
for the energy of the He atom in the (1s)(2s) state pre-
sented in [6], the energy of the (1s)(2s) state isfound to
be —14.35. Thus, the energy of the double-electron
donor inan FM crystal islower by 3.442E; than that in
an AFM crystal.

4. THE ENERGY OF THE FERROMAGNETIC
METAL OF IMPURITIES

For further investigation of donor-electron delocal-
ization, we compare the energies of individual nonion-
ized donors and of the FM metal composed of ionized
donors. In general, the energy of the FM—AFM mixed
state may be lower than the energy of the pure FM state
for some donor concentrations. In both cases, one
should calculate the energy of the FM metal of the
impurities. To do this, one has to go beyond the jelly
model and to calculate the energy of this FM—AFM
state by treating the ionized donors as an array of point
charges.

First we derive an expression for the energy of the
metal of donorsin an FM crystal with completely spin-
polarized conduction electrons. According to [6], the
energy per electron is given by the expression

3(61%n)>°
Eun = Eg+ 2000

+ Ee(n), (27)
where E; is the bottom of the conduction band and E,,
is the exchange energy between the conduction elec-
trons. For completely spin-polarized electrons, this
energy can readily be obtained by generalizing the cor-
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responding Bloch expression for a completely depolar-
ized electron gas (presented, e.g., in [6]) and has the
form

_ _3eng”
Eedn) = —277 - (28)
For calculating the energy E,, we use the Wigner—Seitz
procedure (see, e.g., [7]). Namely, a sphere of radius

L -03d”
CArmnC

is constructed around each ionized donor and it is
assumed that within this Wigner—Seitz sphere the elec-
tron wave function ¢ with k = 0 satisfies the equation

04_¢€_ =
T 5~ = —Eqp(r) = 0 (29)
with boundary condition
do. y =
OIIr(L) = 0. (30

According to the theory of cohesive forces in metals,
the wave function @ is roughly constant under the
boundary condition given by Eq. (30). The problem is
solved by avariational method. Within the cell, thetrial
wave function is taken to be

o(r) = K[1+y%r {E}

where K is the normalization factor and y is a varia-
tional parameter. Cal culations show that the energy dif-
fers from that corresponding to the function ¢ = const
by less than 1% for the relative donor concentration
ranging from 0.001 to 0.01. Therefore, we have

mﬁmnm”g
D 30 Ee.

Equations (27), (28), and (32) can be generalized to the
case of an FM-AFM state where the number of elec-
tronsn,inthe FM part of the crystal does not exceed the
number of electrons ny. Without the Coulomb energy,
according to Egs. (28) and (32), the energy in Eq. (27)
takes the following form in this case (in units of Eg):

(31)

Eo = (32)

E o = 26760”0367 b~ S b, (33

td
where {, = n.a%, {4 = n4a3 b = ag/a, and aisthe lattice
parameter.

5. THE ENERGY OF THE FM-AFM STATE

The existence of the FM-AFM state was first indi-
cated and investigated in [3], where the jelly model was
employed, which alows one to determine the geometry
of the mixed FM-AFM state. However, this model
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overestimates the energy. In this paper, we consider this
state more accurately on the basis of the results
obtained in the preceding section. First we discuss the
case of single donors.

Asin|[2, 3], the variational method isused. Asavari-
ational parameter, we take the ratio x = V./Vr between
the volumes of the AFM and FM phasesinthe crystdl. If
the AFM phase is dominant (x < 1), the FM phase con-
ssts of geometrically identical droplets. In addition to
Eqg. (33), we aso take into account the s—d-exchange
energy, Coulomb energy, and electronic surface energy
in the sameway asin [2, 3] and find the total energy of
the mixed FM—AFM state to be

_ 361+ )], 9Bt® . 220
Em = S + 3600 (6m)
L@ +0]"0  AngbRAE v

R 5 (1+x)¢ 3
4.8360"°b  1.4770"b
1+x (1+x)%° '

45B[6T2(1 + x)] b
R(X)z[ . 125§f1+2/;()] }

wheref=1forx>1andB =xforx<1:
f(x) = 2x+3=-3(1L+x)*°, (x>1),
f(x) = 2+3x=3x"(1+x)*%, (x<1).

Here, we have used the same notation asin Eq. (6) and
the fact that the FM phase makes up the /(1 + X) vol-
ume fraction of the crystal. In other words, the relative
donor concentration in the FM phase (. is (1 + X) times
higher than the average concentration { = na®.

Minimizing the total energy in Eq. (34) with respect
to x, onefinds the optimal energy and the conditionsfor
the existence of the mixed FM-AFM state. The equal-
ity of the optimized energy in Eq. (34) to the energy of
an individual localized ferron in Eg. (14) or in Eqg. (20)
can be considered as the condition for the transition
from the insulating state to a partialy or totally highly
conducting state. The partialy highly conducting state
is a state with x > 1, in which the crystal consists pre-
dominantly of the insulating AFM phase, with highly
conducting FM droplets embedded init. Since the elec-
trons are locked in these dropl ets, the crystal asawhole
is an insulator, even though there are local highly con-
ducting regions in it. The totally highly conducting
state corresponds either to amixed FM—AFM statewith
x <1, inwhichthe bulk of the crystal is highly conduct-
ing, or to the totally FM state.

Now, we present some numerical results for single-
electron donors. Calculations show that, for realistic val-
ues of the parameters (U [0 0.1-0.5, E; 0 0.05-0.1 eV,

Z|l|S? O 0.0001-0.1 eV), only transitions to the FM
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state are possible. For example, at u=5and b = 1, the
energies of the localized ferrons and the metal become
equal in the totally FM state for v in the range from
0.001 to 0.1. When v = 0.001, the crystal becomes FM
for {r = 0.0012 (E,; = —4.735) and the energies are
equal for {+ =0.007 (E,; =—5.731), which corresponds

to n¥®ag = 0.199. If v = 0.01, the crystal becomes FM
for {r =0.006 (E,; =—4.179) and the energies are equal
for ¢t = 0.013 (E,4 = —5.211), which corresponds to

naz = 0.229. At v = 0.1, the crystal becomes FM
when ¢ = 0.03 (E,; = —2.748) and the energies are
equal for ¢y = 0.045 (E,,; = —3.87), which corresponds

to n¥> ag = 0.359.

It should be noted that, if the number of nonionized
donorsis fairly large, the crystal cannot be considered
antiferromagnetic, because the bulk of the crysta
exhibits a short-range FM order (in the regions around
the donors). The transition to the FM state implies the
change over from the short-range FM to the long-range
FM order. In weak magnetic fields causing the local
magnetic moments of all nonionized donors to be par-
ald to one another, the transition to the highly con-
ducting state is accompanied by a sharp increase in the
magnetization of the crystal. For example, the magne-
tization is doubled for v = 0.1 and is half as large for
v =10.01.

In general, there exist such values of the parameters
for which, according to the criterion used in this paper,
the system immediately passes to the mixed FM-AFM
state (e.g., foru=15,b=35andv = 0.01 and for u=
20, b =1and v = 1). In the latter case, the transition
occurs to the state with x = 0 and {; = 0.13. However,
these parameter values are not typical of the systems
with single-electron donors.

Now, we consider the mixed FM-AFM state of a
crystal with double donors. Only 2s electrons are
assumed to be delocalized, because their orbital radius
is far larger than that of the 1s orbital. In the AFM
phase, the ionized donors of the He" type create FM
regionsin their neighborhood, which are surrounded by
the canted AFM phase. Using 1s wave functionsin the
form of Eqg. (5) and Hamiltonian (1), one can find the
energy Eyg

2 3
cr
B = 20 -2 g
(35)
C 2.2, (rx 150
+ BB+ =+ =
0 T e

wheretheradiusr of the FM regionisgiven by Eq. (13)
and the ferron moment is given by Eq. (15). Foru=5
and b = 1, we obtain from Eq. (35) E;; = 846, x =
2.193, and M/S= 18.46.
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The energy E,. is higher than the energy of the ion-
ized donor in the FM phase (equal to —9) by a value of
L = 0.54. This can easily be taken into account by add-
ing the term L(1 + X) to the energy of the FM-AFM
state in Eq. (34). As aresult, we find that the energies
of the localized ferrons and of the FM-AFM state
become equal when the relative carrier concentrationis
¢ =0.0045. The corresponding value of xis2.12, which
corresponds to the FM—AFM state with FM droplets
withinthe AFM matrix. At the critical concentration for
the transition, each droplet contains five electrons,
which justifies the multielectron approach employed in
this paper. The conditions for the validity of this
approach are even better fulfilled for the percolation
concentration equal to 0.006, where each droplet con-
tains eleven electrons.

There are sets of parameters for which the transition
immediately occurs to the highly conducting mixed
state or even to the FM state. However, in this case, the
parameter values are not typical of the systems at hand.
Therefore, for typical parameter values, the insulator—
metal transition occursto the FM state in the system of
single-electron donors and to the mixed FM-AFM state
in the system of double-electron donors.
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Abstract—Calculations of the K-edge x-ray absorption near-edge structure (XANES) in a pure metal and in
monoferrites of stoichiometric compositions MgFe,O,4, MnFe,O,, NiFe,0,, and ZnFe,O, are carried out using
aFEFF8 program. It was confirmed that the Fe K-edge energy shift found experimentally occurs upon the tran-
sition from pure iron to monoferrites. It is demonstrated that this shift isidentically directed for ferrites with a
structure of norma (MnFe,O,, ZnFe,0O,) and inverted (MgFe,O,, NiFe,0,) spinels, but numerical values of
theoretical Fe K-edge shifts agree well with experimental data only for normal spinels. © 2001 MAIK

“ Nauka/Interperiodica” .

1. INTRODUCTION

This paper is devoted to the investigation of the
influence of ametal ion type and the arrangement in tet-
rahedral and octahedral |attice sites of the Me(Mg, Mn,
Ni, Zn)Fe,O, spinels on the shape and energy of the
iron K absorption edge. Specific features of the x-ray
absorption near-edge structure (XANES) spectra were
calculated using the FEFF8 program [1, 2]. Compared
to previous versions, the application of this program
opens up hew opportunities for band-structure calcula-
tions. (1) smulation of the self-consistent crystal
potentialsfor all atomsinvolved in each compound, (2)
inclusion of the full multiple-scattering paths within a
cluster of the chosen size, and (3) calculation of K
absorption edges with various spin orientations for the
absorbing iron atom. Additional applications of the
FEFF8 program lead to a manifold increase in the time
required for calculations even on modern workstations.
For thisreason, the cluster size waslimited by the num-
ber of atoms which provided satisfactory agreement
with the experimental results.

2. CALCULATION PROCEDURE
The crystal structure of spinelswith the space group

OZ-F3dm represents a closely packed face-centered
cubic lattice of anions with tetrahedral and octahedral
holes partially occupied by cations [3, 4].

The MnFe, O, and ZnFe,O, ferrites belong to the
structure type of normal spinels in which manganese
and zinc cations occupy tetrahedral sites and iron cat-
ions occupy octahedral sites. Thus, the AB,O, for-
mula unit should involve one Me(Mn, Zn) cation
occupying the A tetrahedral site and two iron cations
located in the B octahedral site. However, in the
MnFe,O, ferrite, eight tetrahedral sites are occupied by

both Mn?* and Fe** cationsintheratio 0.8Mn?* + 0.2Fe**
per A site [5]. Similarly, 16 octahedral sites are
occupied by both Fe** and Mn?* ions in the ratio
0.2Mn?* + 1.8Fe* per two B sites. Hence, in our cal-
culations, instead of the formula MnFe,O,, we used
theformulaFeMn, _,[FeMn,_,]O,, wherexandy are
the concentrations of cations in the A and B sites,
respectively.

The MgFe, O, and NiFe,O, ferrites belong to the
structure type of inverted spinels in which one-half the
iron ions occupy tetrahedral sites and the other half of
theironionsand all the Me(Mg, Ni) ions are located in
octahedral sites. Since the Me(Mn, Mg, Ni)Fe,O, fer-
rites are antiferromagnets, the magnetic moments of
metal ions located in the A sites were assumed to be
paralel to one another and antiparallel to the magnetic
moments of atoms occupying the B sites. The exception
was the ZnFe,O, spinel. This compound exhibits no
magnetic properties due to the presence of a nonmag-
netic zinc ion, which favors antiparallel spin orienta-
tions of iron ionslocated in the same octahedral sublat-
tice. The lattice parameters a and the anionic parame-
ters u, which account for the displacement of oxygen
atoms from ideal sites toward the [111] direction, are
given in the table. Thus, when calculating the iron K
absorption edges for Me(Mn, Ni)Fe,O,, we used the
clusters containing atoms of six types: (1) the central
absorbing iron atom with a certain orientation of the
spin magnetic moment; (2, 3) the iron ions with two
antiparallel spin orientations, which werelocated in the
corresponding coordination spheres; (4, 5) Me(Mn, Ni)
ions with alowance made for the orientation of the
magnetic moments; and (6) oxygen ions. In the
Me(Mg, Zn)Fe,O, spinels, the cluster involved atoms
of only five types, because magnesium and zinc are not
magnets.

1063-7834/01/4301-0061$21.00 © 2001 MAIK “Nauka/Interperiodica’
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Unit cell parameters (a), anionic parameters (u), Fe K-edge shifts (AE), charges of Feions (gg/€), and parameters of the com-
putation model for pure iron and Me(Mn, Zn, Mg, Ni)Fe,O, ferrites

Material a-Fe MnFe,O, ZnFe,0O, MgFe,O, NiFe,O,
a, A [5] 2.86 8512 8.442 8.364 8.340
uf4] - 0.385 0.385 0.381 0.381
[5] 0 83+05 73+£06 6.310.3 6.0+ 04
AE, eV Thiswork 0 ~8 ~7 ~9 ~9
GeJe=n n1 0.009 0.203 0.231 0.234 0.263
© ni* 0.004 0.042 0.009 0.034 0.04
Fe - - - 984 984
Ninax Fe, - 981 981 974 974
a-Fe 965
Fe - - - 13.62 13.58
RPATH, A Fe, - 13.78 13.66 13.48 13.44
a-Fe 14.02
Fe - - - 29 29
Nems Fe, - 27 27 27 27
a-Fe 27
Fe, - - - 3.49 3.48
Rems A Fe, - 3.74 371 3.66 3.65
a-Fe 401
Lre o, A - - - 1.90 1.89
Lreo0: A - 2.05 2.03 2.04 2.04
6-O 6-O 6-O 6-O
Coordination number  Fe, - 6-Fe 6+Fe 2-Fe, 4-Mg 2—Fe, 4Ni
6-Mn 6-Zn 6-Fe 6-Fe
40 40
Coordination number  Fe, - - - 6—+Fe 6-Fe
6-Mg 6—Ni
[5] 235 12.1 175 15.2 16.5
ab, ev Thiswork 24.1 118 18.8 16.8 16.0

* The “up” spinis marked with the arrow 1, and the “down” spin is marked with the arrow | .

The XANES calculations of the Fe K spectrafor all
the ferrites under investigation were carried out within
aunified calculation model:

(1) Thelargest cluster size (N,,,) Was no more than
1000 atoms.

(2) The procedure of full multiple scattering was
carried out for a fairly small cluster containing up to
30 atoms (Ngys)-

(3) Within the longest scattering path (RPATH),
whose length was limited by the largest cluster size,
only the meaningful scattering pathswith amultiplicity
of eight were taken into account.

(4) The Hedin—Lundqvist exchange potential was
included in our computations:. the self-consistent-field
(SCF) potential was calculated for afairly small cluster

containing up to 30 atoms and the number of iterations
(loops) was as much as ten.

The longest scattering paths, the interatomic dis-
tances (Lreo and Lyeo), the cluster sizes (N, and
News), the coordination numbers, and the types of near-

est-neighbor atoms are given in the table.

3. RESULTS AND DISCUSSION

Figure 1 shows the Fe K absorption edges for pure

PHYSICS OF THE SOLID STATE \Vol. 43

iron and Me(Mn, Mg, Zn, Ni)Fe,O, ferrites, which
were calculated using the FEFF8 code. The absorption
edgefor pureiron on therelative energy scalein Fig. 1a
is taken as zero (Ey). The choice of this scae was
caused by the necessity of comparing the theoretical Fe
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Fig. 1. Iron K absorption edges for monoferriteswith aspinel structure: (a) theoretical K edges computed using the FEFF8 code and
(b) experimental K edges [5]. The energy locations of the absorption edges are marked with arrows.

K spectra with the experimental curves shown in
Fig. 1b, in which the shifts of theiron K edges upon the
transition to ferrites are given with respect to pureiron.
The experimental Fe K edges were taken from [5]. The
energy location of the theoretical K edges (E;) was
defined as the inflection point of the arc tangent curve,
which was used to approximate the theoretical Fe K
edgesfor all the ferrites under investigation. In order to
compare the theoretical K edges with the experiment, it
is necessary to take into account that spinels contain
two different iron ions with different charges and spin
orientations. The experimental Fe K edges [5], which
aredisplayed in Fig. 1b, represent the averaged absorp-
tion spectrafor iron ions. For this reason, the theoreti-
cal Fe K edges shown in Fig. 1a also represent a super-
position of Fe K edges for iron ions of different types.

Analysis of the Fe K spectra upon transition from
pure iron to monoferrites reveaed that the absorption
edge shift to the high-energy range did not exceed
~9 eV. Thistrend existsfor all the aforementioned com-
pounds and is independent of the cation distribution in
the unit cell, which is in good agreement with the
experiment [5]. However, the analysis of the experi-
mental and cal culated numerical values of iron K edge
shifts (see table) demonstrated that a reasonable agree-
ment with the experiment was achieved only for the
normal spinels MnFe,O, and ZnFe,O,. The largest dif-
ference in the numerical value of the Fe K edge shift
relative to pure metal (~3 €V) is observed in the theo-
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retical curvesfor MgFe,O, and NiFe,O,, which belong
to inverted spinels. For these compounds, the intense
shoulders in the pre-edge region were not reveaed
experimentaly (a").

The pre-edge region can beinterpreted astransitions
of 1selectronsto unoccupied 3d states by analogy with
the assignment of the main peak to the transition of 1s
electrons to 4p states [5]. This conclusion is confirmed
by our calculations, in which the local density of states
for iron 3d electrons with the main peak located in the
same energy range as the a' shoulders for al the afore-
mentioned ferrites Me(Mg, Mn, Ni, Zn)Fe,0, was
computed using the LDOS code of the FEFF8 program.
Since the main features of XANES, including the pre-
edge region, are associated with the photoelectron
wave scattering in a complex potential relief of the
nearest-neighbor atoms, the a" shoulders in the pre-
edge region of the Fe K spectra for MgFe, O, and
NiFe,0, can be dueto the existence of two typesof iron
atoms occupying tetrahedral (Fe) and octahedral (Fe,)
holes in inverted spinels. By contrast, iron atomsin the
MnFe,O, and ZnFe,O, normal spinels are located only
in the octahedral sites. As was mentioned above, the
theoretical Fe K spectrarepresent a superposition of the
Fe K spectra for iron ions, which have different spin
orientations and occupy nonequivalent crystallographic
sites. Because of this, the appearance of a" shoulders
can be due to the different interatomic distances FeO
and Fe,0 and the variation in the nearest-neighbor
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relief of the absorbing atom (see table). The absence of
asimilar complicated pattern in the pre-edge region of
the Fe K spectrum of Mny gFe,,[Fe, sMny,] O, can be
explained by the small number of Fe, atoms compared
to Fe, atoms. Actualy, Fe, = 0 and Fe, = 2 per formula
unit AB,C, for normal spinelsand Fe =1and Fe, =1
for inverted spinels. Thus, the appearance of additional
features a" should be associated with the atomic
arrangement in the crystal lattice rather than with the
type of atoms (other than iron) involved in ferrites.

An additional complication of the pre-edge region
of the Fe K edge brings about ambiguity in determining
the edge location, since the approximating arc tangent
curve transforms into a multimodal curve. This can
partly explain the discrepancy between the experiment
and theory. However, the difference between the exper-
imental and theoretical shifts for inverted spinels can-
not be explained by problems in the determination of
the edge location (its midpoint). As was noted in [5],
the Fe K-edge shift should increase with an increase in
the iron valence. An increase in the iron ion charge
(gee/€, Where e is the electron charge) upon the transi-
tion from normal to inverted spinels, which was cal cu-
lated using the FEFF8 program, correlateswell with the
increasing Fe K-edge shift (see table). Further calcula
tions for other inverted spinels should show whether or
not theresult obtained isagenerality in thetrends of the
absorption edge shift in normal and inverted spinels. As

PHYSICS OF THE SOLID STATE \Vol. 43

for now, we can state that the calculated Fe K-edge
shape and the energy gap (a—b) from the main absorp-
tion edge a to the clearly defined features b, which are
observed in a fine structure of the spectra, agree well
with the experiment (see table). This fact and the exhi-
bition of the general trend of the Fe K-edge shift to a
high-energy range for both normal and inverted spinels
demonstrate the adequate efficiency of the FEFF8 code
for computations of absorption spectra.
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Abstract—The stabl e states of magnetic inhomogeneities of the“ static” -soliton typein a(111) plate of agarnet
ferrite with combined anisotropy are investigated theoretically, and the conditions for their occurrence are
established. A model of static solitonsis considered, and its fundamental properties are determined by solving
the corresponding variational problem numerically. It is shown that these inhomogeneities originate at crystal
defects and can significantly affect the kinetics of a phase transition of the spin-reorientational type. © 2001

MAIK “ Nauka/Interperiodica” .

INTRODUCTION

The properties of magnetic materials are known to
depend heavily on the presence of adomain structurein
them. The magnetization distribution in the crystal and
in domain walls (DWSs) is determined by the geometry
of the crystal, the symmetry of the crystal lattice, the
higher order anisotropies, etc. [1-3]. However, evenin
the smplest cases, e.g., in auniaxial ferromagnet, one-
dimensional magnetic inhomogeneities with a nontriv-
ial topology can exist. Investigations of the phase tra-
jectories of the magnetization vector M in these crys-
tals show that, in addition to 180° DWs that separate
two domains with opposite directions of the vector M,
there occur magnetic inhomogeneities of the 0°-DW
type, static solitons (SSs) [4]. These inhomogeneities
are sandwiched between two domains with the same M
direction and have a bell-shaped magnetization distri-
bution.

On the other hand, a number of magnetic materials,
such as epitaxial garnet ferrite films[5], possess a com-
bined anisotropy consisting of two components of dif-
ferent natures: induced uniaxial (IUA) and intrinsic
cubic anisotropy (CA). Calculations show [6] that such
a combined anisotropy is also favorable to the occur-
rence of SSs in magnets under certain conditions. It
should be noted that localized solutions of this type
have already been discussed in the literature (see, e.g.,
[7]), but they did not attracted considerable interest
because of their topological instability. At the same
time, DWs with such a structure were observed experi-
mentally [2, 8, 9]; they occur in different materials,
including garnet ferrites. Therefore, there is consider-
able current interest in studying the properties of these
inhomogeneities and the conditions for their occur-
rence in plates with combined anisotropy.

1. STATIC SOLITONS IN AN IDEALIZED MODEL

Let us consider a ferromagnetic crystal in the form
of an infinite plane-parallel plate of thickness D with
combined lUA and CA. For the sake of definiteness, the
plate is taken to be of the (111) type and the lUA easy
axis is assumed to be parald to the normal n to the
plate, n ||z || [111]. The magnetization varies along the
y axis, which liesin the (111) plane and makes an angle

¢, with the [ 110] axis. With allowance made for the
exchangeinteraction, the CA and IUA energies, and the
demagnetizing field of space charges in the Winter
approximation [10], the energy of magnetic inhomoge-
neitiesin the (111) plate has the form

E = J'dVDA[[a(j] +dn OE%?E}+ K,sin §e)

. 2 4
+Kl[sr11@+ cos ©

3
+ izgns‘ecosecosS(d) —¢o)}

D
3

. . . . O
+2mM2(sin@sing — sin®,,sind..)’
0

where A is the exchange parameter; K, and K, are the
IUA and CA constants, respectively; Mg is the satura-
tion magnetization; © and ¢ are the polar and azimuth
angles of the vector M, respectively; ©,, and ¢, char-
acterize the M direction in the domains; and V is the
volume of the plate. The plate is assumed to be thick
enough for the contribution from the demagnetizing
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&

Fig. 1. Phase portrait of Egs. (2) for ¢ =0and 1t ¢o=0; and
K=14.

field of surface charges to the energy in Eqg. (1) to be
negligible (idealized modd).

The Euler equations minimizing the energy in
Eg. (1) have theform

BE _
00
with the proviso that

OE _ OE

0, 55 =0 =0 )

5. -

5°E>0. (3)

Solving these equations, one can find both the possible
magnetic phases and the structure of the magnetic inho-
mogeneities in the (111) plate. Analysis shows that
Bloch 180° DWs (¢ = 0, ) exist for domainswith M ||
[111] and ¢o=Tk/3 (kO 2) if K,>0and kK < 4/3 (k =
K/K,). When 1.314 < k < 4/3, the structure of a 180°
DW exhibits cross ties (with additional inflection
points in the M distribution), which are due to the
emergence of metastable axesin the DW plane, causing
the spin rotation to be slower near them. In the phase
diagram for the (111) plate [6], these M directions cor-
respond to a canted phase of the [uuw] type, which is
metastable in thisk range, in contrast to the symmetric
phase with M || [111], which is stable. At k = 4/3, a
spin-reorientational ([uuw] ——= [111]) phasetransition
of thefirst order occurs. Intheregion 4/3 <k < 3/2, the
[111] magnetic phase is metastable, whereas the [uuw]
phase is stable. Accordingly, the domain structure of
the plate is rearranged at K = 4/3 and the 180° DW
between M ||[111] domainstransformsinto a180° DW
between M || [uuw] domains. The latter DW aso has
crossties due to the metastable [111] easy axislyingin
the DW plane. It iswell known [11] that crosstiesaris-
ing in the vicinity of a first-order spin-reorientational
phase transition are nucleation centers for the new
phase and are aso favorable to domain structure rear-
rangement. In this case, the original 180° DW deforms
and finaly splits into two DWs; these are 70.5° and
109.5° DWSsinthe particular case of K —= oo (K, —= 0)
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[6]. At the sametime, analysis of the phase portrait of
the set of equations (2) shows that in the region
4/3 <k < 3/2, some trgjectories of the vector M have
the shape of closed loops (Fig. 1), which correspond to
the solutions

1 .
acosh(by/A,) —c’

tan@©(y) =

¢ =01, ¢y = TK/3,

= N )
a—m, b = 1—2K/3,

kO Z,

_ 2K cos3(¢ — by)
€T Te(1—2«3)

where Ay = ,/A/K,. These solutions describe magnetic
inhomogeneities of the SStype, for which M ||[111] in
the domains. As follows from Eq. (4), the SS in the
(111) plate can be of two types: large-angle (LAS) and
small-angle soliton (SAS), which differ in energy E,
width A, and the maximum angle ©, (amplitude) of the
deflection of the magnetization vector M fromitsdirec-
tion in the homogeneous state. The width and ampli-
tude of the SS, which characterize its dimensions, are
given by

tan®, = 1/(a—c); A, = 2(3/b—0(3)/O'(3)), (5)

whered=In(k + N 1) and k (k> 1) isthe maximum
root of the cubic equation

3 — _ 1+C2D
k’+pk+q = 0, __%+_2
(6)

= oC
q-=2-.

For the LAS, we have E/E, = 1.4, where E; = 3,/AK,,,

and ©,= 140°-160°, whilefor the SAS, E/E,< 102 and
O, < 20°; ask — 3/2, the SAS width increases indef-
initely and ©;, — 0, which leads to spreading of the
soliton; for the LASin thislimit, we have A, —= 8.54A,
and ©, — 141.6° [6]. Analysis of inequality (3) for the
solution given by Eq. (4) reveals that the SSis not sta-
ble, becauseit is aone-dimensional solution of the ide-
alized model [12]. The point is that this model allows
for no factors (e.g., thefiniteness of the sample) that are
responsible for the formation of a domain structure. In
this case, account must be taken of the demagnetizing

No.1 2001



ON A MECHANISM OF NUCLEATION IN CRYSTALS 67

fields of the plate, the contribution of which to the
energy in Eq. (1) for the Bloch DWs can be written as

0

E,. = ML IJ’(cosG)(y)cosG)(y) 1)

X In%l yl)zgiydy',

where L, isthe dimension of the plate along the x axis.
We note that the energy E, (minus the energy of the
homogeneous state) makes a negative contribution to
thetotal energy in Eq. (1). At the sametime, analysis of
Eqg. (7) shows that the larger the SS dimensions, the
larger |E.s|- Nonetheless, with the magnetostatic
energy included, the SS state does not become stable,
aswill be shown later.

(7)

2. MODEL OF NUCLEATION
IN REAL CRYSTALS

In order to investigate the stability of the SS, we
consider the thermodynamics of its formation. The
point is that the structure of these inhomogeneities and
the conditions for their existence suggest that these
magnetization inhomogeneities arise in the process of
nucleation of the new phase. Owing to fluctuations, the
nuclei always appear in the original phasein the vicin-
ity of the first-order phase transition (in the region of
coexistence of the phases). When the new phase is
metastable and the original phase is stable (energeti-
cally favorable), the nuclei of the former phase are
unstable and quickly decay [13]. However, they
become stable if there are so-called condensation cen-
tersin the thermodynamic system. In magnetic materi-
als, such centers are various defects: structural, chemi-
cal, thermic, etc. [14]. Their presence breaks the trans-
lationa symmetry of crystas and leads to
nonuniformities of the material parameters of the sam-
ple[15, 16].

As an example of a defect that stabilizes the SS, we
consider a magnetic inclusion in the form of a platelet
[17] inwhich the parameters A, K, and K, are different
fromtheir valuesinthe host crystal; that is, the y depen-
dence of these parametersis taken to be

K, +AK,, |y|s L/2
Ku(y) = _
o IYI>L/2;
|j<1 + AKl! |Y| < L
Ki(y) = _ (8)
1 |y| > L/Z!
OA+AA, |ysL/2
Aly) = O ,
0A, Iyl>L/2;
where L is the thickness of the defect.
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To describe the process of nucleation at the defect
guantitatively, we apply the variational method and
take the SS magnetization variation in Eq. (4) asatrial
function, with a, b, and ¢ being variational parameters.
Their values are determined by minimizing the energy
in Eq. (1) with allowance madefor Egs. (7) and (8); that
is, the energy of the static soliton E; is taken to be

E. = E+E4+E. 9)
where E4 is given by
L/2
E, = L,D I [AA@?)DZ+AK sn‘o®

—L/2

(10)

smG) cos'@ ﬁ
2

+AK[ 3 3

29n’0 cos@} rdy.

This approach is based on the assumption that the
defect virtually does not affect the structure of the mag-
netic solitonlike inhomogeneities, but merely changes
the structure parameters. Indeed, the magnetostatic
field can significantly affect the structure of the DW
(for example, the Bloch wall can be transformed into a
Néel wall) only in the case of afairly thin plate (with a
thickness comparable to Ay) and of the quality factor of
plate Q = K /2nM? satisfying the condition Q < 1. In
this paper, however, we assumethat D > Ajand Q > 1.
On the other hand, anumerical study of the topology of
the magnetic inhomogeneities (without regard for the
magnetostatic field) that arise near defects [16, 18]
revealsthat the SSwith a structure similar to that given
by Eq. (4) can form in crystals with a combined anisot-

ropy. Therefore, the approximation used in this paper is
justified.

3. STATIC PROPERTIES OF STATIC SOLITONS

In order to find the stabl e states of the SSin acrystal
with the defects described by Eq. (8), one should solve
the corresponding variational problem. Because the
equations obtained by minimizing the energy E, with
respect to the parameters a, b, and ¢ are cumbersome
and their solution cannot be expressed in terms of
known functions, we solve the variational problem by

minimizing the reduced energy &, = EJ/MZL,DA,
numerically. It istaken into account that the centers of

the SS and the defect can differ in position and be sep-
arated by adistance&.

The results abtained are presented in Figs. 2-6,
where all quantitieswith dimensions of length are mea-
sured in unitsof A,. Itisseen from Fig. 2 that the depen-
dences of the SS parameters on the shift & have some
specific features which are associated with the corre-
sponding dependence of the interaction forces between
the SS and the defect. Thefirst featureto noteisthat the
equilibrium position of the SS is determined by the
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Fig. 2. Dependences of the SS parameters (a) O, (b) A, and
(c) egon the shift & for k = 1.42, AA=0, AK; = 0.5, AK, =
—-1.5,L =5, D = 35, and various values of Q: (1) 5, (2) 8,
(3) 15, and (4) 25.

Fig. 3. Dependences of the different components of thetotal
SS energy on the shift € for Q equal to (a) 5 and (b) 8. The
other material parameters are the same asin Fig. 2.

defect center. A shift of the SS relative to the center
givesriseto aquasi-elastic force, which obeys Hooke's
law for small €. This SS-defect interaction force is
determined fundamentally by the contribution
described by Eg. (10) (curve g4 in Fig. 3). As &
increases, part of the spins in the SS find themselves
outside the defect, which causes E, to increase. How-
ever, this effect is reduced by the SS portions that dis-
place and find themselves inside the defect, thereby
being involved in the interaction with the defect
(because of the short-range character of this interac-
tion). As aresult, the SS width and amplitude (dictated
by the exchange forces) are increased and in turn cause
a decrease in E .. At K; > 0, the CA easy axes are
directed along [100C] while the CA hard axes are paral-
lel to the [(1110axes. Therefore, any deflection of the
spinsfrom the[111] direction causesthe CA energy E.,
to decrease, as can be seen from Fig. 3. Theincreasein
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Fig. 4. Dependences of the SS parameters (a) ©5and (b) Ag
onthedefect width L for Q =5, & = 0, and various val ues of
K: (1) 0.83, (2) 1.0, and (3) 1.42. The other material param-
etersarethe sameasin Fig. 2.

the ITUA energy E, with an increase in the SS dimen-
sionsis explained in the same way.

As ¢ is increased further, the & dependence of the
resultant force becomes nonlinear (Fig. 2) and its mag-
nitude reaches a maximum at & = &, corresponding to
the inflection point of the function &, = £4&). Then, as
the shift increases still further, the force decreases in
magnitude and becomes equal to zero. At this point
(&), the energy €4&) is maximal and the interaction
changes sign; at ¢ > &, the SS is repelled from the
defect. Analysis of this process in the quasi-static
approximation shows that the plate becomes uniformly
magnetized with M ||[uuw], because, for the parameter
& tending to infinity, we have g, —» —0, A, — o0, and
O, — O,

Thus, the stabilization of the SS structure, which is
determined by the balance of the forces taken into
account, is established in acertain range of the material
parameters bounded by their limiting values. For exam-
ple, if Q is decreased, i.e., the contribution E, to the
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Fig. 5. Dependences of the SS parameters (a) O, (b) A, and
(c) &sonk for L = 5 and different values of AK;: (1) -0.9,
(2) -1.2, (3) —1.5, and (4) —1.8. The other material parame-
tersarethe same asin Fig. 4.
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Fig. 6. Dependences of (1) theLAS and (2) the SAS param-
etersonk for AK,, =-0.9 and AK, = 0.5. The other parame-
tersarethe same asin Fig. 5.

energy in Eq. (9) isincreased, thereisacritical value of
& at which the magnetostatic field, which isfavorableto
the spin tilt to the plane of the plate, breaks the balance
of the forces and the SS spreads out (curve 1in Fig. 2):
g€, — —00, A, —» o0, and ©, — TL It should be noted
that the ranges of the material parameters in which the
SSisstable are considerably wider in the absence of the
stray demagnetizing fields (Q — o) than in the pres-
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ence of them. Thereisawaysa(lower) critical value of
Q at which the SS becomes unstable.

The stable SS states, as was shown above (Fig. 3),
are determined fundamentally by the presence of the
defect in the crystal structure. For example, it is seen
from Fig. 4 that the SSwidth increasesin proportion to
the width of the defect, so that the SS spreads out in the
limitasL —» 0. Inthislimit, the plate is homogeneous
(but its material parameters are changed) and the fac-
torsthat can stabilize the SS disappear. It isworth not-
ing that the limiting values of ©, coincide with the val-
ues of the polar angle of M in the uniformly magnetized
plate [6]. We aso note that the SS has a growing ten-
dency to adapt to the profile of the defect with increas-
ing L. At the same time, it follows from Fig. 4 that the
process of nucleation on the defect has a threshold
character; namely, there is a minimal defect size at
which the SS becomes unstable and collapses. This
agrees with the corresponding general result of the ther-
modynamic theory of the“condensation” of anew phase
[13] and correlates with the anaogous dependences of
the SS parameters on AA, AK,, and AK,, (Figs. 5, 6). It
follows from these dependences that there is a mini-
mum defect energy at which the SS has a stable struc-
ture. This energy depends on the size and other param-
eters of the defect (AA, AK;, AK,). Calculations show
that the SS width increases, but its amplitude decreases
with increasing AA. Thisisdueto the fact that the mag-
netization distribution in the SS becomes smoother
when the exchange interaction in the defect is stronger.
The dependence of the SS dimensions on AK;, charac-
terizing thejump in CA dueto the defect, is more com-
plicated; asAK; increases, the value of ©,increasessig-
nificantly for k > 0 and decreases moderately for k < 0.
This behavior is due to the nature of CA. Indeed, the
[0010axes increase in importance with increasing K;:
the plane of spin rotation in the 0° DW contains the
[001] axis, which makes the angle © = 35° with the
[111] axis. At K; > O, the greater part of spins tend to
tilt to this axis, so that Ag and hence O (by virtue of the
exchange interaction) increase. At K; < 0, in contrast,
the spinsin the 0° DW tend to tilt to the [111] axis. This
explains the dependence of the 0°-DW dimensions on
AK; mentioned above.

Calculations (some of which are presented in
Figs. 5, 6) show that the SS dimensionsincrease with K,
which agrees with Eq. (5) derived in the idealized
model. There is a Kk range (Ak) over which the SS
dimensions increase so significantly that it can be said
that the changeover from the SAS stateto an LAS state
occurs. This changeover proceeds continuously in the
range Ak, whose position shifts to higher or lower
values depending on the defect parameters AA and AK,
(but not on AK ). The opposite situation occurswith the
value of Ak, which is determined fundamentally by the
parameter AK,, but virtually does not depend on AA and
AK;,. At a certain, critical value of AK,, Ak vanishes
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(Ak = 0); that is, the changeover from the SAS to an
LAS (and vice versa) occurs suddenly (Fig. 6), which
is indicative of the possible rearrangement of the
domain structure associated with the defect. With afur-
ther decrease in K, the SAS decreases in size and col-
lapses finally at a certain value of k after the SS col-
lapse, the plate becomes uniformly magnetized with
M || [111]. It should be noted that this state can also
appear a alarger value of K, because ;> 0 in this case
and the SS state is metastable. At the other, upper, bound
of thek range over which the SSis stable, the SS spreads
out, because A, — o and © — O, In this case, the
plate is also uniformly magnetized with M || [uuw].
Therefore, the plate is remagnetized; that is, it under-
goesthe[111] <— [uuw] phasetransition. The point of
this spin-reorientational phase transition corresponds
to the upper k limit of the SS stability at which the SS
spreads out.

It is seen from the results presented above that the k
range over which the SSis stable is fairly wide; it is
wider than that predicted by the idealized model. The
SSexistsevenat Kk =0, i.e., in the absence of CA. This
is a nontrivial result, because it is the presence of the
combined anisotropy that is the condition for SS-like
solutionsin theideaized model . We note, however, that
the effect of defects on the DW structure was shown
[16, 19] to be similar to the effect produced by higher
order anisotropies. This is the reason why the com-
bined-anisotropy effect is observed.

4. DISCUSSION OF RESULTS

The results obtained in this paper allow one to
model the magnetization reversal in a crystal as fol-
lows: Let a magnet be in a uniformly magnetized state
with M |[[111] under given external conditions defined
by the temperature, external stresses, etc. Asthe param-
eter K isincreased, an SS will nucleste on the defect at
a certain value of K, which can be different from the
critical value K, for the SS collapse (because of possi-
ble hysteresis). With a further increase in k, the SS
dimensions increase and the SS spreads out finally at
another critical value K,; the magnet again becomes
uniformly magnetized but with M || [uuw]; that is, a
spin-reorientational phase transition occurs. A similar
magnetization reversal of a crystal was reported in [3,
20], where it was of fundamental importance that, in
the process of the spin-reorientational phase transition,
a new phase (canted phase with M roughly parallel to

the [111] axis) nucleated on a dislocation, grew, and,
finally, occupied the bulk of the crystal, so that the
remainder of the origina phase with M || [111] was
located in a microregion around the dislocation. This
microregion can be considered as an SS characterized
by the canted phase with M || [uuw]. Clearly, thisinter-
pretation of the data presented in [3, 20] is qualitative,
because the model of the crystal with a defect we con-
sider here is one-dimensional, whereas the dislocations
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and magnetic inhomogeneities observed in [3, 20] are
at least two-dimensional. (The explanation proposed in
this paper is not the only one possible. In [21], the M
distribution around a dislocation was cal culated numer-
icaly and the results are in qualitative agreement with
[20]. However, only the case of an infinite crystal was
considered in [21] and the kinetics of the process was
not investigated.) However, our interpretation is sup-
ported by the fact that the dimensions of the defect and
the SS are comparable and A, > L, which was observed
in the experiment [20]. Furthermore, the k dependence
of the SS dimensions correlates with the temperature
dependence of the dimensions of the magnetized
microregion localized on adislocation, especially inthe
vicinity of the spin-reorientational phase transition. As
the temperature isincreased by AT = 1°K, the microre-
gion expands rapidly and occupies the entire crystal;
the SS also increasesinfinitely in sizeask isincreased
by Ak = 0.1 inthevicinity of K = K.,. Finaly, asfollows
from the analysis given above, the SS tends to adapt to
the defect profile; therefore, our model qualitatively
explains the shape of magnetic inhomogeneities local-
ized on dislocations.

5. CONCLUSION

Thus, the static soliton is shown to be stablein a cer-
tain range of the parameters of the crystal and of defects
of acertain type. It hasanumber of interesting features,
which allows one to consider the SS as a nucleus of a
new phase localized on a defect and arises in a spin-
reorientational phasetransition. Inthiscase, the SSsare
an intermediate structure through which magnetization
reversal of the crystal occurs. The anaysis of these
magnetic inhomogeneities can be used in interpreting
the experimental data, in particular, the data on the pro-
cesses of the magnetization reversal in amagnetic field,
where various defects are of considerable importance.
These inhomogeneities also have potential for device
applications.
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Abstract—It is demonstrated that the heat capacity discontinuity for a gas of nuclear spin waves occursin fer-
romagnetic materials. The heat capacity discontinuity manifestsitself at ultralow temperatures and stems from
the specific spectrum of these quasiparticles. The effect is observed at the temperature Ty [012.377wy,. The heat
capacity discontinuity isfound at this temperature. © 2001 MAIK “ Nauka/Interperiodica” .

Investigations into the properties of magnetic struc-
tures in which the so-called hyperfine interaction plays
an important role [1] are not a novel trend. They were
started 30-35 years ago with investigations of the col-
lective dynamics of novel quasiparticles, which were
called nuclear spin waves (NSWs) and were originally
predicted by de Gennes et al. [2] in 1963. Beginning
with that time, alarge number of papers have been con-
cerned, in one way or ancther, with analysis of the
properties exhibited by these quasiparticles [3-8] at
temperatures sufficiently below the liquid-helium tem-
perature.

In studies of the dynamic properties of magnetic
materials in this temperature range, it is important to
take into account the hyperfine interaction, which
results in the formation of the NSW spectrum in the k
space due to an indirect exchange interaction of neigh-
boring nuclear spins (through the electron spins). This
spectrum is very simple for ferromagnets and is almost
indistinguishable from the frequency of the nuclear
magnetic resonance (NMR). The NMR frequency is
known as w, = AS%, where A is the hyperfine interac-
tion constant and S is the electron spin of the atomic
outer shell. Actualy, the NSW spectrum is as follows:
w(K) = w, — Aw,(kK). Here, the dispersion, or the
dynamic frequency shift, is Aw,(K) = A?S/A%w(K),
where | isthe nuclear spin and wy(K) isthe magnon dis-
persion. The explicit form of the magnon dispersion is
we(K) = W, + we(ak)?, where w, = y(H + H,) isthe fer-
romagnetic resonance frequency, Y, is the gyromag-
netic ratio, H is the externa magnetic field, H, is the
anisotropy field, we is the exchange frequency (wg =
Jo/h, where J,, isthe Dirac exchangeintegral), and ais
the interatomic distance.

By virtue of the specific character of the NSW spec-
trum in ferromagnets, only the processes occurring
with conservation of the number of quasiparticles (the
casein point isthe interaction within the NSW system;
the interaction with phonons and magnons is consid-

ered negligibly weak) are alowed by the laws of con-
servation of energy and momentum. Actually, for three
NSWs, the energy conservation law is as follows:
wh(Ky) = w(ky) + w(ks). It is clear that this law breaks
down for the NSW spectrum at any wavevector due to
small dispersion Aw,(K), which is considerably less
than the NMR freguency. By contrast, the four-particle
interaction, whose Hamiltonian commutes with the

operator for the number of quasiparticles N = a, a, is
allowed by the conservation laws. Hence, for thisinter-
action, the equilibrium function takes the form of a
Bose distribution with the nonzero chemical potential
iz n(k) = [exp(hw(K) — w)/T —1]* (the Boltzmann con-
stant is taken to be unity). However, since the disper-
sion issmall, we can assume that 7w,(k) = A,

Thus, we come now to the solution of the problem
of calculating the heat capacity discontinuity, which
should manifest itself from the above reasoning on the
NSW spectra. This can be proved by rigorous mathe-
matical treatment.

Itisknown that the complete number of nuclear spin
waves is determined by the following integral: N =
(V/(2T[)3)J’d3kn(k) = (nv/6a3)n(fiw, — ). Since V/a® =
N, (where N, is the number of atoms in a substance),
from the equation n(fw, — 1) = (6/T)(N/N,) for i =0,
we determine the required temperature at which this
condition is met:

Ty = Awy/In[(TV6)(No/N,) + 1], (D)

where N, is the number of quasiparticles for p =0 (Tk
should not to be confused with the Bose condensation
temperature [9]).

The order of magnitude of the Ty temperature is
about 102 K. Let us calculate the heat capacity of the
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Fig. 1. Schematic representation of the heat capacity discon-
tinuity in ferromagnets due to nuclear spin waves (a) with-
out the interaction and (b) with inclusion of the interaction.

nuclear spin waves at the temperature found from
Eqg. (1). Since

T/a

N = N, + (V/(217)) J’kzdk[n(ﬁwn—u)—n(ﬁwn)]
0

and the chemical potential is small at temperatures
close to T, after the decomposition of the integrand,
we obtain

N = No — N,(T767%)(0no/00o,)
whereny =n (i1 =0).
As a conseguence,
M = (6A/T)[(Ng — N)/N,] 1/(Ony/0wy,). 2
By virtue of the fact that the derivative 0E/0p = N 0N,

we have E = E; + uN,. Taking into account Eqg. (2), we
obtain

E = Ey + (6A/T)[(Ny — N)/N,] 1/(0ny/0wd,)N,.
Double differentiation of the obtained equation with
respect to temperature gives
AC, = TO°E/OT? = #T EﬁZNO/aTZ[aInnolawn]_l
0

_ 2(No/0T)a[0Inng/003,] /9T I
[dInny/dw,]? 0
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By calculating the derivatives and substituting
Eqg. (1), wefind

AC, = ~(TU6)N,no(fiw,/T)?| _
o ®3)
= —No/In‘[(TU6)(No/N,) + 1].

Ontheother hand, at T < T, the energy of the NSW gas
is determined by the equation

ma

E = (V/(217)) | hon(n(fie)k dk (4)
0

= (TU6)Nghoh w,.
Then, the heat capacity to the left of the T, pointis
lim TO°E/AT? = (TU6)Aw,N,T,0°ny/dT4

T-Te-0
= { No/In°[(TU6)(Ng/N,) + 1]} 5)
x {[(1 + 6N/TtNo) (1 + 12N_/TIN,)/ In[ (TU6)
x (Ng/Ng) + 1] -2]}.

From Egs. (3) and (5), we derive the heat capacity at
T>Ty:

C =

C, = C,+AC,
= {N/IN°[(1U6)(Ny/N,) + 1]} { (1 + 6N_/mN,) (6)
x (1 + 12N,/TtNo)/In[(TU6) (Ny/N,) + 1] — 2}.

Let usdwell briefly on the justification of the above sit-
uation. The condition of the nonzero NSW chemical
potential, which is necessary to realize the case under
consideration, requires estimation of the ratio between
concrete relaxation times. Indeed, a similar situation
occurs only if the relaxation time T,_,_gn_. Of the
NSW temperature is substantially less than the relax-
ation time t,_,,_p, of the chemical potential. The time
Th_n—ph—e ISQoverned by the mechanism of the annihi-
lation interaction of nuclear spin waves with phonons
and magnons (see, for example, [10]) and isdetermined

by multiplying the operators oy, ot yb,Oge, Where
o (ay) is the production (annihilation) operator for
nuclear spin waveswith wavevector k, a, isthe produc-
tion operator for a magnon with wavevector k, and
b; (by) is the production (annihilation) operator for a
phonon with wavevector g. The estimation of the relax-
aion time for this mechanism gives [T,_n_pn_d™ O
B, 0, (w/we)3(wi/w,)?, where B, is a constant. As
regardsthetime t,,_,_p,, it is determined by the mecha-
nism of the interaction of the type ay o b, In this
case, asimple estimation demonstrates that [T, _, _ ] ™ =
B,w,(iw/6p)° in order of magnitude. It follows
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from comparison of these times that the scheme of
relaxation required to realize this situation, which is

represented as a, OO0 ge —= L #0, T, — Tand

Oty O e by —=  —= O can berealized if, for example,
Wr > W, Where w, is the ferromagnetic resonance fre-
guency and wy = 2Awl Sh.

Thus, the inclusion of the adiabatic interaction
between nuclear spin waves and athermostat leadsto a
decrease in the chemical potential |, which becomes
zero after avery long, but finite amount of time. In this
case, the knee shown in Figs. 1laand 1b gradually dis-
appears. By virtue of the specific interaction, this time
should be very long; namely, its characteristic values
fall in the range from several months to centuries. The
reason for this is that the phonon region of the phase
spaceisvery small for thistype of interaction and is of
the order of (Aw,/6p)3. It should be noted that the
instant of time at which all the subsystems attain ther-
modynamic equilibration can be determined rather
exactly from the time of the disappearance of thisknee.

For antiferromagnets, the situation is somewhat
complicated and the above effect does not necessarily
manifest itself. In fact, owing to the large dynamic fre-
guency shift in the NSW spectrum, which is caused by
the exchange interaction, the effect can manifest itself
only in antiferromagnets with a low Néel temperature
and, correspondingly, asmall dynamic frequency shift.
Thisis known as the necessary condition for the prohi-
bition of three-particle scattering with the proviso that
introducing the chemical potential is meaningful.

In conclusion, it should be emphasized once again
that the above-predicted heat capacity discontinuity,
which is due to the presence of the nuclear spin sub-
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system, occurs only at the so-called ultralow tempera-
tures. The specific effects and the results of calculations
for temperatures T < A1y, were considered in detail, for
example, in[10]. Note that the nonstandard NSW spec-
trum, which is characteristic of the ferromagnetswith a
small dynamic frequency shift, is the most important
feature in our consideration. The temperature of the
heat capacity discontinuity can easily be estimated
from Eq. (1). If N, = Ny, we obtain Tx 10.071 K for
AS=0.03K.
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Abstract—Thefield and angular dependences of nonreciprocal birefringence (NB), whichislinear in magnetic
field B and is due to magnetic-field-induced spatial dispersion, have been studied in the cubic (symmetry class
Ty) paraelectric phase of the RyB,0;3X boracites (R = Co, Cu, Ni; X =1, Br) at awavelength A =633 nm. Itis
shown that the NB in crystals with different 3d and halogen ions exhibits the same anisotropy. The relation
between the A and g parameters, A = 2g, which determine the NB anisotropy, suggests that the microscopic
mechanism of the NB isthe manifestation of second-order magnetoel ectric susceptibility at optical frequencies.

© 2001 MAIK “ Nauka/Interperiodica” .

The optical-frequency permittivity tensor ;(w, B, k)
of noncentrosymmetric diamagnets and paramagnets
can have a Hermitian symmetric component bilinear in
the external magnetic field B and the wave vector of
light k: 8g; = V«Byky [1, 2]. This component describes
the phenomena of magnetic-field-induced spatial disper-
sion, one of which isthe nonreciprocal (gyrotropic) bire-
fringence of light. Nonreciprocal birefringence (NB) has
been observed to datein the 3-Li1O; diamagnet (symme-
try class Cg) [3]; Cd,_,Mn,Te and Zn, _ Mn,Te mag-
netic semiconductors[4, 5]; and CdS, CdSe (class Cg,)
[6, 7], CdTe, ZnTe, and GaAs(class Ty) [8, 9] semicon-
ductors. The microscopic mechanisms responsible for
NB in conventional and magnetic semiconductorswere
considered in [4-10]. It was shown that the large NB
observed near the band edge of the semiconductor crys-
tals is primarily due to the contributions, linear and
bilinear in B and k, to the dispersion of the conduction
band and the valence bands between which virtual opti-
cal transitions take place (the interband mechanism) or
to the exciton-branch dispersion (the exciton mecha-
nism). Obviously enough, these mechanisms do not
operate in the cases where the NB originates from local
optical rather than interband or exciton transitions, i.e.,
where the excitation is localized on an ion and cannot
propagate over the crystal. This may be expected to
occur, for instance, with the optical d-d transitions in
transition-metal ions or the f—f transitions in rare-earth
ions. NB has recently been observed [11] in the
Co4B,03l boracite (class T,) in the energy region E ~
2.1 eV (E is the photon energy) corresponding to the
optical transition “A,(*F) — *E(*P) within the 3d shell
of the Co?* ion. In this spectral region, the NB hasares-
onant character with an S-shaped dispersion. In the
case of local optical transitions, the NB microscopic
mechani sms can be associated with (i) the second-order
magnetoelectric susceptibility at optical frequencies

(the magnetoel ectric mechanism) and (ii) the quadru-
pole moment induced by the electric field of light in the
presence of amagnetic field B (the quadrupole mecha-
nism) [11]. The second-order magnetoel ectric suscepti-
bility describes the magnetic moment dM® and the
electrical polarization dP® that are induced by the elec-
tric E® and magnetic H® fields of the light wave,
respectively, and oscillate at the light frequency w in
phase with the respective E® and H fields. The induced
magnetic moment can occur in noncentrosymmetric
crystals placed in an external magnetic field B and is

described by athird-rank polar i-tensor G (w): dM;” =

Gij(w) E‘j*’ B,. Because the magnetic moment is an axial
c vector, it cannot be induced by an electricfield in cen-
trosymmetric crystals in the absence of a magnetic

field. The quadrupole moment Q;; that isinduced by a

field E“ in the presence of an external magnetic field B
and is responsible for the NB oscillates with a 90°-
phase shift relative to the E® field and is described by a
fourth-rank tensor a;;, (): Qi‘}’ = (Vw)ajj (w) Ex B,.
Both mechanisms can contribute to the y; tensor and
determine the magnitude and relation between the A
and g parameters of this tensor in the symmetry class
T4 Asisshown in [11], in this class, the magnetoelec-
tric mechanism results in an exact relation A = 29
between the parameters, while the quadrupole mecha:
nism, which is described by a higher rank tensor, does
not relate these parameters. The experimental value
A/g = 1.9 obtained for Co;B,0;3l suggests that the NB
in this crystal is due primarily to the magnetoelectric
mechanism [11]. Nevertheless, direct evidence for the
operation of this mechanism was lacking, because, in
principle, the A/lg = 2 relation, aswell as any other rela
tion of this kind, is not forbidden for the quadrupole

1063-7834/01/4301-0076%$21.00 © 2001 MAIK “Nauka/Interperiodica’



NONRECIPROCAL LIGHT BIREFRINGENCE 77

Table 1. Ferroelectric phase transition temperature Tc, the
temperature of the transition to the magnetically ordered

state Ty, and the Curie temperature TZ for the boracites
studied [14]

Col CuBr NiBr
Te. K 200 224 398
Ty, K 38 24 40
T¢. K -80 —47 -31

mechanism. A rigorous proof of the magnetoelectric
mechanism being dominant can be based on the fact
that the A = 2g relation (in the T, class) for this mecha-
nism follows from symmetry considerations alone and,
therefore, must hold for any 3d ion and any optical tran-
sition in these ions. The objective of this work was an
experimental investigation of the field and angular
dependences of the NB in boracites with different 3d
ions and the determination of the relation between A
and g.

1. EXPERIMENT

The method used to determine the A and g parame-
ters for class-Ty crystals is described in [4, 5]. The A
and g parameters were found by analyzing the angular
dependences of NB with light propagating along the
[110]-type crystalographic direction and magnetic
field B lying in a (110)-type plane perpendicular to this
direction. We measured the field dependences of the
angle of turn a of the plane of the polarization for light
which has passed through a crystal placed in amagnetic
field and aA/4 plate for different angles 6 between the
magnetic field and the [001]-type crystallographic
direction. The NB accounts for the a(B) dependences
linear in the magnetic field, with the magnitude and
sign of da/dB depending on the 8 angle. The experi-
mentswere carried out in the E || B geometry (the mag-
netic field B is oriented parallel to the incident-light
polarization E) and for E45B, a geometry in which the
angle between E and B was 45°. In both cases, the prin-
cipa direction of the A/4 plate was paralel to E. Asis

shown in [4, 5], in the first case the da/dB(6) relations
have the form acos® + bcos36 and, in the second,
a'sin® + b'sin38. The A and g parameters could be
derived from the da/dB(0) angular relations to within
~10%. In this work, we studied NB in the boracites
Co3B,03l, Cu;B,0;5Br, and NizB,0,3Br at a wave-
length A = 633 nm. The sensitivity to the angle of turn
of the polarization plane was da = 10". The measure-
ments were carried out in fields of up to £1.5 T within
the temperature range of 294470 K.

The boracite family includes crystals with a general
formulaR;B,0;3X, where R stands for theion of adiva
lent metal and X stands for the halogenion. For T > T
(T is the Curie temperature), in the paraelectric state,

their structure is described by the space group Tg and
the point-symmetry class T, [12, 13]. The metal ions
occupy 24 c-positions of point symmetry S, in the unit
cell. The nearest neighbor environment of R?* is adis-
torted octahedron formed by two halogen ions X~ and
four oxygen ions O%. The oxygen ions on the square
diagonals are displaced from the basal plane along the
zaxis by +9, so that the point symmetry of the complex
iSD,y. At T < T, afirst-order phasetransition to thefer-
roelectric state occursin the boracites. The crystal sym-

metry lowersto C5, [12, 13]. At T < Ty, the boracites

undergo a transition to an antiferromagnetic state with
weak ferromagnetism [14]. The Curie temperature T
of the ferroelectric transition, the point of transition to
the magnetically ordered state Ty, and the correspond-

ing Curie magnetic temperature T¢ are given in Table
1for thecrystalsstudied in thiswork. The magnetic and
magnetoel ectric properties of the boracites were inves-
tigated in [14, 15]. Their absorption spectra were stud-
ied in [16, 17]. In the 0.3-3-eV region, these spectra
consist of several bands of different intensities, which
are due to transitions within the 3d shell of the metal
ions. The positions of the strongest absorption bands
lying near E = 1.96 eV (A = 633 nm), the absorption
coefficient at the maximum, a™, and the transition
assignments for the boracites under study are listed in
Table 2.

Table 2. Position of some absorption bands E, the maximum absorption coefficient a™, and the type of transition in the

boracites studied [16, 17]

Boracite Col CuBr NiBr
Transition P(*F) — “E(*P) 2B,(°D) — %E(°D) 3ACF) —> 3Eb(3P)
Ey, eV 2.1 15 29

a™ cmt 1400 3000 2500
Transition P(F) — A(*P) 2B,(°D) — °B,(°D) 3ACF) — E3(%F)
Ey, eV 2.7 1.2 15

a™ cmt 1300 2500 600

PHYSICS OF THE SOLID STATE Vol. 43 No.1 2001
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Fig. 1. Field dependences a(B) obtained for CuzB;0,3Br
in (a) the E || B and (b) the E45B geometries at different
0 angles.

The boracite platelet samples measuring 2 x 2 mm
were cut of boules grown by the method described in
[18]. The platelet thickness was d = 90 um for the Col
boracite, =800 um for the CuBr boracite, and =900 um
for the NiBr boracite. The samples were ground and
polished with a diamond abrasive. The samples were
oriented using x-ray diffraction patterns and boule
faceting. The spontaneous birefringence associated
with the growth-induced strains and defects was An =
6.7 x 106, 7.0 x 1075, and 1.2 x 10> for the Col, CuBr,
and NiBr boracites, respectively, and did not affect the
a(B) relations. For comparison, the Faraday effect was
measured on all samples. The Faraday effect measure-
ments were conducted in alongitudinal magnetic field
of +t0.05T.

2. RESULTS OF THE EXPERIMENT

All the boracites studied exhibited linear a(B)
dependences in the E || B and E45B geometries. The
nonreciprocity of the induced birefringence was veri-
fied by turning the crystal around an axis parallel to B
and an axis perpendicular to B and k. Figure 1 presents
field dependences a(B) obtained in both geometries for
the CuBr boracite. Figures 2 and 3 display angular
dependences da/dB(8) for the Col and CuBr boracites
obtained in the (110)-type planein the E || B and E45B
geometries. In accordance with theory, the angular
dependences are described by first- and third-order har-
monics. The da/dB function exhibitsextremaat 6 = N x
60°(N=0,...,5)intheE || B geometry and at 6 = 30°

PHYSICS OF THE SOLID STATE \Vol. 43
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Fig. 2. Angular dependences of da/dB in the Col boracite
obtained inthe E || B and E45B geometries.

+ N x 60° in the E45B geometry. We may recall that the
da/dB function obtained in the E || B geometry at 6 =
0° is determined by the g parameter alone and, for
E45B at 6 = 90°, by the combination 3A + 29 [4, 5].

In al the Col boracite samples studied in this work,
the NB was found to be in agreement with the results of
[11] both in magnitude and in the character of anisot-
ropy. Asis seen from Figs. 2 and 3, the value of the NB
in CuBr is smaller than that in the Col boracite. In the
Col boracite, the extremum values are da/dB = 2°/cm T,
whilein the CuBr boracite, they areda/dB = 0.6°/cm T.
Nevertheless, the character of anisotropy, i.e., therela
tion between the values of da/dB at the angles 6 = 0°,
180° and 6 = 60°, 120° in the E || B geometry, as well
as at 6=90° 270° and 6 = 30°, 150° in the E45B
geometry, isthe same for the two boracites.

Figure 4 presents the angul ar dependences of da/dB
obtained for the NiBr boracite at T = 450 K. The NB
found for this boracite, da/dB = 0.2°/cm T, is substan-
tially smaller than that for the Col and CuBr boracites.
Nevertheless, as can be seen from Fig. 4, the anisotropy
of NB in the NiBr boracite has the same character.
Thus, the relations shown in Figs. 2—4 indicate that
while the magnitude of the NB depends substantially
on the type of the 3d ion in the boracite structure, the
NB anisotropy in crystalswith different metal and halo-
genionsisthe same.

Note that the a(B) dependences measured in the
E45B geometry are linear in al the crystals studied.
Thisimplies that the NB at the wavelength used is sub-
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Fig. 3. Angular dependences of do/dB in the CuBr boracite
obtained inthe E || B and E45B geometries.

stantialy larger than the birefringence associated with
the Cotton—M outon effect, which is quadratic in amag-
netic field. Thus, the magnetooptic properties of borac-
itesin their transparency region are determined by two
nonreciprocal phenomena, namely, the Faraday effect
and the nonreciprocal birefringence.

3. DISCUSSION OF RESULTS

The NB angular dependences were analyzed to
determine the A and g parameters of the y; tensor. The
refractive index used in the calculations was n = 1.9.
Table 3 lists the maximum values of the NB (obtained
at 0 = 90° in the E45B geometry), the A and g parame-
ters, their ratio, and the Verdet constant for the crystals
studied. As can be seen from Table 3, the values of the
NB and of the Faraday effect do not correlate. Indeed,
the magnitude of NB in the Col boracite is an order of
magnitude larger than that for the NiBr boracite,
whereas the magnitude of the Faraday effect in these
crystals differs by about a factor three. The magnitude
of the Faraday effect in the CuBr boracite is nearly
40 times smaller than that for the Col boracite and an
order of magnitude smaller than that in the NiBr borac-
ite. By contrast, the NB in the CuBr boracite is only
four times smaller than that in the Col boracite and
three times that in the NiBr boracite. The absence of a
correlation is evidence that the microscopic mecha-
nisms of these phenomena are different. The Faraday
effect is known to be due to the magnetic-field-induced
splitting of energy levels and to be associated with opti-
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Fig. 4. Angular dependences of do/dB in the NiBr boracite
obtained inthe E || B and E45B geometriesat T = 450 K.

cal-transition matrix elements of the Im(d}, d.,,) type,

where d is the transition dipole-moment operator and
|alJand |bCare the wave functions of the ground and
excited states[19, 20]. While the NB is also connected
with the level splitting induced by a magnetic field, the
matrix elements involved are of another kind, namely,

Re(d., m.,,) in the case of the magnetoel ectric mecha-

nism and Im(dab ba) for the quadrupole mechanism

[11], where m isthe magnetic-moment operator and Q'
is the quadrupole moment operator. Because the
parameter ratio A/g = 2 (Table 3) holds for different 3d
ions having different el ectronic configurations, namely,
Co?*(3d"), Ni?*(3d®), and Cu?*(3d?), it is the magneto-
€l ectric mechanism that accounts primarily for the NB.

Table 3. Maximum value of da/dB, the A and g parame-
ters, the A/g ratio, and the Verdet constant V at the wave-
length A = 633 nm in the boracites studied

Boracite Col CuBr NiBr
da/dB, deg/cm T 25 0.62 0.2
A, 108 pm/T 16.6 4.2 1.35
g, 108 pm/T 8.7 2.2 0.67
Alg 1.9 1.9 2.0
V, deg/lcm T 8.1 2.3 274
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Asisshownin[11], the NB due to the second-order
magnetoelectric susceptibility at optical frequencies
can be written as

0a/0B = N’} Re(dy, M)
Z - €

x ZabmabuBgt/k(T - Tlg)v

where N is a parameter depending on the number of 3d
ions per unit volume and on the angle f between the X,
Y, and Z crystallographic axes and the local axes X, v,
and z of the oxygen—halogen octahedron, respectively
(~24°); Zp = (003, — 00" [(00Fy — %) + [ 2500°], G0y
isthe resonant frequency of the optical transition, I' ,, is
the damping parameter, and g; isthe ground-state g fac-
tor for the magnetic field B aligned with the octahedron
local axis t(X, Y, 2); |a;0dand |b;,0are the ground- and
excited-state wave functions for B || t; g is the Bohr
magneton; and k is the Boltzmann constant. Because
thelocal environment of the 3dionsin boraciteshas D,y
symmetry, the magnetoelectric tensor G;;(w) has three
independent components and the indicesijk take on the
values yzx, zxy, and xyz. Let us use Eg. (1) to compare

the matrix elements Re(d,, m;,) for different optical
transitions as calculated in the single-oscillator model.
To do this, we assume that the ND at the wavelength
A = 633 nm is determined by the strong absorption
band closest to this wavelength. In the case of the Col
boracite, this is the “A,(*F) — “E(*P) transition at
E,=2.1 eV, while for the CuBr boracite, it is
2B,(°D) — °E(°D) at E, = 1.5 eV, and for the NiBr
boracite, it is 3A,(°F) — °EP(PP) at E, = 2.9 eV
(Table 2). The I, parameter can be estimated from the
absorption spectra[16, 17] to be~0.1 eV. We also neglect
the g-factor anisotropy, i.e., replace g, in Eq. (1) by g =
(9o + g)/2, and introduce the notation Re(dym,,) =
Re(dy, My, + d:lybymtx,ya1y + dy My 5 ). The ground-
state g factor of the Co?* ion is g = 4.2 and that of the
Cu?* and Ni?* ionsisg=2.2[21, 22]. Substituting these
figures, as well as the values of da/dB (Table 3) and of
Te (Table 1), in Eqg. (1) shows that the value of

Re( dgb mﬂ,a) for the transition responsible for the NB in

the CuBr boracite is 1.8 times larger than that for the
Col boracite, while in the Nil boracite it is 0.8 of this
value. The above rough estimation suggests that while

the matrix elements Re(d.,,m},) for different optical

transitions may differ by afew times, they are neverthe-
less of the same order of magnitude. More precise
information on the magnitude and sign of the

Re(d.,m},, ) matrix elements can be derived from spec-

tral measurements of the NB or of the nonreciprocal
linear dichroism.
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Thus, the main mechanism accounting for the NB
magnitude and its anisotropy in the boracites is the
manifestation of the second-order magnetoel ectric sus-
ceptibility at optical frequencies. The magnitude and
sign of the magnetoel ectric susceptibility is determined
by the optical-transition matrix elements Re(dy,mi, ),
which can be derived from spectral measurements of
the NB or the nonreciprocal linear dichroism. The mag-
nitude of the NB in the boracites, ~2°/cm T, is compa-
rable to that observed in conventional and magnetic
semiconductors near the band edge [4, 5, 9] and can
readily be measured by present-day polarimetric tech-
niques. Note that the value of NB obtained in this work
for the CuBr boracite, da/dB = 0.6°/cm T, is only four
times smaller than the magnitude of the Faraday effect
(V=2.4°/cm T). The absence of a correlation between
the values of the NB and of the Faraday effect in differ-
ent boracites indicates that these phenomena have rad-
ically different dispersions. Thisimplies, in turn, a dif-
ferent relation (both in magnitude and sign) between

the Im(d.,d., ) and Re(d,,m}, )-type matrix elements

for different optical transitionsthat occur in the 3d shell
of the metal ions.
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Abstract—The thermodynamics and kinetics of polarization switching in ferroelectrics are studied in the spe-
cific case of switching in intrinsic ferroelectrics with 180° domains. The initia stage of the switching in the
region of weak metastability is analyzed. An expression relating the critical domain size to the switching field
is derived. An equation describing the evolution of the size distribution function of the switched domainsis
obtained. Expressionsfor cal culating the number of polarization switching nuclei asafunction of the switching
field are derived. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Ferroelectric crystals and films are widely
employed as storage cells in integrated electronic
devices and other areas of technology [1]. The most
essential property of these structures is their ability to
reverse the direction of polarization. As a result, a
switching current appears. Multiple switchings caused
by alternating pulses bring about a decrease in the
switched charge in these systems and, as a conse-
quence, a decrease in the switching current [1-6]. The
switching phenomenon in ferroelectrics is intensively
investigated, both theoretically [6-9] and experimen-
tally [2-5]. For instance, the review by Scott [1] con-
tains a generalized analysis of these studies and a
review of microscopic studies of the structural evolu-
tion of domains formed in the course of switching is
givenin[5].

There are presently two main approaches to the
description of switching kinetics. Both approaches are
based on the idea that the switching processes are first-
order phase transitions, which result in the nucleation
of regions (domains) with the polarization opposite to
the previous one in the bulk of the ferroelectric. Within
the first approach [1], the parameters determining the
time dependence of the current represent a set of empir-
ical fitting quantities. In the second approach [2-4, 6],
the corresponding parameters are expressed in terms of
the parameters of the Kolmogorov—Avrami model [10,
11], which is widely used in describing the degree of
volume filling by growing crystals. Attempts are pres-
ently being made to improve the second approach. In
particular, allowances are made for the effects associ-
ated with the ferroel ectric samples being of afinite size
[4], etc.

However, despite al the efforts of the researchers,
progress in understanding the switching process is

presently lacking. In our opinion, thisisassociated with
the fact that the Kolmogorov—Avrami model isa purely
geometric model. The equations used in this model
contain parameters such as the nucleation rate of the
domains and the rate of their growth. These quantities
are not defined within the Kolmogorov—-Avrami model
and should be found from thermodynamics and kinetic
theory. The researchers engaged in the growth of crys-
tals and films from vapor, solutions, or melts were
faced with the same problems [12-14], and the Kol-
mogorov—Avrami model was the first to be used in
describing the growth of crystals and films.

Presently, the rigorous kinetic theory of first-order
phasetransitionsisavailable and its results are summed
upin[12, 14]. It was shown [12, 14] that the first-order
phase transitions are complex multistage processes
accompanied by various nonlinear phenomena. The
theory developed in [12-14] permits one to treat the
rich diversity of the processesinvolved within a unified
approach and to calculate all the most important char-
acteristics of a phase transition (the rate of nucleation
of the new phase, the nucleus growth rate, the evolution
of the nucleus size distribution function, the degree of
filling the sample volume with nuclei, the interface
structure, etc.). It isthe latter approach that we will use
to describe the switching processes in ferroelectrics in
an electric field. The consideration will be exemplified
by anintrinsic ferroelectric crystal with 180° domains.

2. THERMODYNAMICS OF SWITCHING

Let us consider a ferroelectric crystal residing in a
completely ordered state at a temperature below the
Curie point and representing a plate of thickness L
placed between the plates of a capacitor. The polariza-
tion axisisdirected along the z axis. We assume that the
dielectric properties of the crystal along thex andy axes

1063-7834/01/4301-0082%$21.00 © 2001 MAIK “Nauka/ Interperiodica’
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have no anomalies. This means that when considering
the thermodynamic properties of such aferroelectric, it
is sufficient to include only the z component of the
polarization vector P, in the thermodynamic potential.
We impose an external electric field on the ferroelec-
tric. According to [15, 16], the thermodynamic poten-
tial of aferroelectricinan electric field at atemperature
near the Curie point can be represented as

~ 8E2
® = Oy(p, T) +a(T - Tc)P; + bP; —E,P, - ==, (1)

where @, is the part of the thermodynamic potential
which does not depend on the degree of polarization, p
and T are the pressure and temperature of the medium
inwhich the crystal resides, E, isthe zcomponent of the
electric fidld, T is the Curie temperature, a and b are
the coefficients of the thermodynamic potential expan-
sion in powers of P,, and &, is the permittivity of free
space.

We are not interested in the behavior of crystals at
temperatures T > T.. Consider the temperature region
T < T.. Differentiating Eq. (1) at the constant E, yields
the following eguation:

2a(T-To)P,+4bP: = E,, 2

which relatesthefield strength to the pol arization of the
ferroelectric [15, 16]. The form of the function E,(P,)
described by Eg. (2) isshowninFig. 1.

If T<T, thevalue P, =0 cannot correspond to the
stationary state of the ferroelectric. For E, = 0, sponta-
neous polarization of the pyroelectric phase sets in.

Then,
2a(T.-T
P =% —-LZ‘C————), 3

where P, and P,y are the equilibrium values of the
polarization.

Expression (3) allows one to draw a curve describ-
ing equilibrium states in a ferroelectric with the polar-
ization oriented along and opposite to the z axis direc-
tion. The curve describing the equilibrium state of
phases is called the binodal. Figure 2 shows a binodal
bounding the region of the two-phase state of a ferro-
electric with up and down polarizations. To determine
the boundaries of the metastability region, we have to
find the derivative (0E,/0P,); and equate it to zero:

Pra = 2 BERT) @

The curve bounding the metastability region is called
the spinodal; it isshownin Fig. 2.

The most important characteristic of the first-order
phase transitions is the quantity called the supersatura-
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Fig. 1. The E{P,) function [aplot of Eq. (2)].

T

A7 IR
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Fig. 2. (1) The phase equilibrium curve of a ferroelectric
with states at the “up” polarization (P,) and “down” polar-
ization (—P,); P, o arethe equilibrium values of the polar-
ization. (2) The curve (spinodal) bounding the regions
within which the polarization of a ferroelectric cannot be
uniform in any conditions; P, , are the boundaries of the
metastability region.

tion [12-14]. In describing the switching processes, we
can introduce a similar quantity

g =[P4y - IPA=IPad
|P210| |leO|

Wewill call it therelativerepolarization and A = P,— P4,
the repolarization. In rather weak fields, the polariza-
tion P, = P,, + X&oE, [15, 16], where X isthe permittiv-
ity. Substituting the last expression in Eg. (5) and then
in the relationship for AP yields

()

XSOEZ
= —, 6
3 P (6)
AP = xg,E,. @)

Recasting formula (7) as AP/xe, = E,, we obtain the
relationship for the repolarization as a function of an
electric field. Thus, the electric field strength in ferro-
electricsin the switching processesis an analog of the
supersaturation or supercooling in conventional phase
transitions. Because, according to [15, 16], X =
4a(Tc—-T)ta T<Tg from Eq. (7), it follows that at
T— T, the increase in ¥ is accompanied by an
increase in repolarization.

The quantity &5 = |Pasl/|Po| — 1 has the meaning
of the maximum possible repolarization. For & > &,
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the initial orientation of the ferroelectric phase
becomes completely unstable and spontaneous polar-
ization switching of the ferroelectric starts.

3. SWITCHING KINETICS AND NUCLEATION
OF SWITCHED REGIONS

The most general method for studying phase transi-
tions is the field theory [12, 17], which alows one to
describe first-order phase transitions within a unified
approach. In this approach, it isinessential whether the
system undergoing the transition is in the region of
strong or weak metastability. Nevertheless, using this
method requires knowledge of the equation of state of
the system. If the equation of state is unknown, it can
be found in an approximate way by using the Landau
expansion for the thermodynamic potential. This
expansion (and the equation of state) isvalid, asiswell
known, only in the vicinity of the second-order phase
transition, which narrows substantially the region of its
applicability. The classical theory makes use of such a
phenomenological parameter as surface tension, but it
does not permit calculation of theinterface structure. At
the same time, the structure of the interface can be cal-
culated in terms of the field theory. In our study of first-
order phase transitions in ferroelectrics, we will use
both the field approach and the classical theory of
nucleation, because the equation of state (2) is known
only inthevicinity of the Curie point. At the sametime,
we are interested in a description of phase transitions
throughout the region of variations in the thermody-
namic parameters. We consider first the switching pro-
cesses in the region of weak metastability.

4. KINETICS OF THE INITIAL STAGE
OF SWITCHING IN THE REGION
OF WEAK METASTABILITY

Recall that the polarization P, used above is defined
in the following way [16]:

F)z = (%)Zelrziv

where w is the unit cell volume of the crystal, p,; =
. er, is the dipole moment of the unit cell in the

polnt-charge approximation, g is the charge of the ith
ion, and r, isthe zcomponent of theith charge position
vector. From this,

pzi = Pz(’o- (8)

We assume the elementary structural units of domains
to be crystal unit cells with the dipole moment p;,. The
number of unit cellsin adomain of volume V, is

el<

n =
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and for the polarization of this domain, we have
Pzn = pzi n. (9)

We introduce the distribution function f(n, t) of
domainsin the number of unit cellsthey contain, which
is normalized against the number of domains N(t) per
unit volume of the crystal; that is,

N(t) = [F(n et
0

We can change over from f(n, t) to the distribution func-
tion of domainsin the degree of polarization f(P,, t) by
using the relationship f(n, tydn = f(P,, t)dP,, and
Eq. (9).

According to the classical theory of nucleation [12—
14, 18], the kinetic equation describing the process of
new phase nucleation can be cast in the form

of _
ot
where f(n, t) isthe distribution function of the switched
domains in the number of unit cells they contain, I,,_;
is the flux of new phase nuclel transferring from size
n—1tosizen, and I, istheflux of the new phase nuclei

transferring from size nto size n — 1. Hence, it follows
that

In—1 = Wn—l,nf(n_l’ 1:)_\Nn,n—lf(na t)’
In = Wn,n+1f(n! t)_Wn+1,nf(n+l’ t)

Here, W,_1 ,, W, _1, and W, ., are the transition
probabilities of the nuclei moving from the state with a
particular number of unit cells to another. Depending
on the actua size of the switching nuclei, they can be
divided in two classes: nuclel with n < n. and those with
n > n,, where n, characterizes the nucleus of a critical
size which is in equilibrium with the medium. The
nuclei with n < n, decay, because the mediumis* under-
switched” for them, and those with n > n. grow, because
the medium is “overswitched.” Such a size distribution
of the nuclei is due to the existence of the interface
energy between a nucleus with the polarization vector
along the field and the medium with the oppositely
directed polarization vector. In the region between the
nucleus and the medium, the polarization vector turns,
which accounts for the creation of additional energy.

For n > 1, we can change over from the difference
equation (10) to a differential one. In this case, we
obtain

(10)

In—l_ln’

of _ 0 1 0Rui of

ot an ”'””[kBT an (MY +6n}’ (1D
where W, . ; isthe diffusion coefficient of the switch-
ing nuclel in the size space, Ryin(n) is the minimum
work done by the system to create the nuclel, and
OR,/0n is the change in the minimum work due to a
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change in the number of structural unitsin adomain at
n<n..

The quantity (W, ,+ 1/KsT)(ORyi/9N) is the growth
rate of nuclei of sizen, that is,

dn _ 1 ORu
dt T on

and the quantity W, . 1(0f/on) describes a random
walk of anucleusin the size space.

By solving Eqg. (11), we can determine the main
characteristic of the switching process, namely, the dis-
tribution function f(n, t), as well as the dependence of
the number of domains created in the course of the
switching, the variation in the domain mean size, and
many other parameters of this process.

Any first-order phase transformation can be conven-
tionaly divided into a number of characteristic time
stages [12, 13] to facilitate their analysis. In the initia
stage, the system undergoing a phase transition does
not feel that a new phase has aready been formed and
its thermodynamic parameters do not change. In the
subsequent stages of the phase transformation, the ther-
modynamic parameters of the system vary and this
becomes reflected in the nucleation.

In the initial stage of nucleation, it is sufficient to
consider the steady-state equation (11) and to deter-
mine the stationary flux of the polarization switching
nuclei. To find it, we should determine the coefficient
W, 1+1, the minimum work to be done to produce a
nucleus R;(n.), and the critical size of the polarization
switching nucleus n.. These quantities can be found in
two equivalent approaches. Thefirst of themisthe clas-
sical approach [18], which requires knowledge of the
equilibrium distribution function for the determination
of the nucleus flux. The second approach, which was
developed in [19], makes use of certain relationships
between the coefficients of absorption, W, ., and
those of emission, W, ; . They allow oneto derive the
expression for the stationary flux of nuclei without
recourse to the equilibrium distribution functions. Both
approaches yield the same result. We will employ the
latter technique to calculate the polarization switching
nucleus flux.

Thus, for nuclei with n < n,, thedistribution function
f(n) ~ exp(-R(N)/kgT) (T < T¢) makestheleft-hand side
of Eqg. (11) vanish; i.e., of/ot = 0. This means that the
transition probabilities W, ., and W, .1, which
change the nucleus size by one structura unit, are
Fj)éaptly the same asfor heterophase fluctuations at equi-
ibrium.

Using the approach developed in [19], we can
obtain relationships between the absorption and emis-
sion coefficients which would be valid for all values of
n. We consider an auxiliary ferroelectric crystal with a
polarization at which anucleus of sizen > n_ will bein
equilibrium with the crystal. The auxiliary-ferroelec-

(12)
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tric—true ferroelectric system resides in alocal thermo-
dynamic equilibrium. Introduction of such an auxiliary
system permits one to obtain the relationship

D’éminD
W eXpDkBT g n<n
nn+1 - (13)
W10 R
: (3-Rmin[]
P o NN

whichisvalid for al values of n.

L et us calculate the minimum work doneto create a
nucleus of the switched phase with polarization P,, ina
ferroelectric crystal. According to [20], the minimum
work required to form a nucleusin amedium is R, =
AW + AW, where AW isthe total change in the nucleus
energy and A,W is the change in the energy of the
medium as a result of the nucleus formation. The quan-
tities with the subscript zero refer to the medium, and
those without a subscript, to the nucleus. We consider
the quantity A,W. Asfollows from thermodynamics, the
change in the energy upon the reverse transition from
one state to another can be represented in the form

Aow = - pvoV + TOA08+ quOn. (14)

In the case of a ferroelectric in an €electric field, the
work done by the electric forces should also be taken
into account; that is,

AW = AW + E;080D 0
(15

E2

= BoW + EgfigPog + Dot
In expression (14), po, To, and Y, are the pressure, tem-
perature, and chemical potentia of the medium, respec-
tively; AV and A,S are the corresponding changes in
the volume and entropy of the medium; E isthe elec-
tric field strength in the medium; D, is the electric
induction of the medium; and P, is the polarization of

the medium. The quantity &, EZ2 /2 is the work associ-

ated with electric-field generation between the capaci-
tor plates. Because we investigate the internal field of a
ferroelectric, this quantity will be disregarded and all
parameters will be expressed in terms of the polariza-
tion rather than through induction. The minus sign
before the work of the electric forces in Eqg. (14)
appears because the medium doesthe work required for
anucleusto form.

The pressure, volume, and temperature in the sys-
tem remain fixed, and hence, p, =p, To =T, ny = n, and
AV = —AV. For the change in entropy, we can write
AS+ AyS= 0. The polarization and field componentsin
the medium and the nucleus are oppositely directed;
i.e., AP, = -AP, and E, = —E,. Then, for R,,(n), we
obtain

Ruin(n) = AW+ poV —TS—E,P,) —on.  (16)
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Because the electric field in a nucleus of size nisE,,
we can recast Eq. (16) in a more convenient form. In
view of Eg. (15), we come to the relationship

Rmin(n) = A(W+ pOV_TOS_ Eznpz)

17)
+ (Ezn - EZO) I:)z — Hoh.

Now, we consider the nucleus energy W entering into
Eg. (16). It consists of a volume part of the nucleus
energy W, and a surface part W,. To calculate them, we
have to know the nucleus shape. Unlike the nuclei
forming in conventional phase transitions, the shape of
the polarization switching nuclei cannot be arbitrary.
This follows from the solution of Maxwell’s equations
for a dielectric [15, 16]. Indeed, as follows from the
solution of Maxwell’s equations, at the domain inter-
face, the normal component of the electric induction
vector is continuous, as is also the tangential compo-
nent of the electric field E. This means that the inter-
faces separating the domains of the old and new phases
should be parallel to the zaxis. Therefore, the polariza-
tion switching in aferroelectric crystal will giveriseto
domains shaped as planar plates or cylinders, which
with such a shape should extend throughout the crystal
thickness L. However, as will be shown later, the prob-
ability of domain formation for alarge thickness L will
tend to zero. This is associated with the energy
expended by the system to create the interface. This
problem does not arise when analyzing conventional
first-order phase transitions [12], because the nuclei
either have a close-to-spherical shape or represent two-
dimensional cylindrical formations whose height H is
of the order of interatomic distances. In the genera
case, the domain shape is not retained upon switching.
In some cases, the radius of adomain can decrease as it
grows into the crystal, while in others, the domain will
become faceted. For simplicity of the calculations, we
assume that domains of height H, which is equal in
order of magnitude to the size of the crystal unit cell
H ~ w'?, are formed throughout the crystal thickness.
After the growth, they merge instantly to produce one
long bubble domain. The width (or radius) of such
domains will change in the course of their nucleation
and subsequent evolution. In this case, W, =
2(mMHw)Y?2on?, where o is the surface tension of the
domain wall.

Note that the expression under the A signin Eq. (17)
is the thermoadynamic potentia of the nucleus with an
internal field E,; that is,

(p( I:)zn) = A(W+ pOV _TOS_ Ezan) = ﬁn' (18)
Here, |1 is the chemical potential of the new-phase
nucleus of size n with inclusion of the surface tension;
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that is,

0Q(P;n)

on E,pT

= H(Ez, p, T)
(19)

_ (MHw)"o
= W(EmpT)+ T

Now, we can find the quantity Ruin entering into for-
mula (13):

a Rmin

N |g, pT

- - 0
Rmin = = (H - HO) + (Ezn_ Ezo)a_npb (20)

where dP,/dn is the polarization per structural unit in
anucleus, i.e., the quantity p, introduced earlier [see

Eq. (9)]-

Let uswrite i (Ep, P, T) = Ho(Exn P, T) inan explicit
form, taking into account that the equilibrium magni-
tude of the nucleus-medium polarization is given by
the expression

. ~ (MHw) %o
“(Ezm P, T) - “(Ezm P, T) + T

= HO(Ezni p’ T)

(21)

The equilibrium value of the nucleus—medium field E,
(the nucleus of an infinite size n — ) can be found
from the condition

M(Ez) = po(Ed).
By subtracting Eq. (22) from Eqg. (21) and expanding
the left- and right-hand sides of the relationship thus
obtained in the vicinity of the E; point in the small

deviation (E,, — E, ) Ez, we abtain for the main part of
the nucleus distribution spectrum

(22)

. 12
(g, &)+ (HD) 0
O 5 " 23)
= IJO"’ (Ezn - INEZ)
9E,|E;

Since the deviation of E,, from éz is small, we have
retained only the first term in the last expansion.

Because -0l 0E,|E; = p,, and 0/ 0E,|E; = p,i;
(where p,, is the elementary polarization of the
medium and p,;, is the elementary polarization of the
nucleus), these quantities are equal in absolute magni-
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tude and have opposite directions. Denote p,; = Py,
then p,, = 5, and from Eq. (23), we obtain

~ MHw) %o
2(Ezn_EZ) Pz = %1
(24)
2 (MHw)"o

2 P ( Ezn - EZ) .
Asis seen from Fig. 2, the equilibrium state of the fer-

roelectric corresponds to thefield E; = 0. On the other
hand, the critical size of the polarization switching
nucleus, which is in equilibrium with the ferroelectric
in the switching field, is determined by the relationship
E . = Ep.

Taking into account this relationship and E, = 0,
from formula (24), we obtain

v _ (Hw)*o

¢ 2pzi EZO .

Dropping theindex 0, which identifiesthefield with the

medium (i.e., with the part of the ferroelectric that has
not yet switched), we have

(25)

v _ (MHw)"o
¢ 2pziEz .

This relationship determines the number of struc-
tural unitsin the critical switching nucleus. It issimilar
to the expressions describing the number of structural
unitsin the critical nuclel formed in solutions and melts
[12-14, 19]. The electric field plays the part of super-
saturation or supercooling.

We rewrite expression (26) in terms of the radius of
the critical domain R, rather than through the number of
unit cellsng; that is,

(26)

_ oW
RC - 2pziEz.

Now, we can obtain an expression for the work to be
done to create a nucleus of the critical size. Asfollows
from Egs. (17)—(24), it can be written as

Ruin(Ne) = (THw)?ong”. (28)

Using the relationships derived above and Eqg. (21), we
recast expression (20) in the form

a Rmin

(27)

Ruin = = = lo(Ex, P, T) = Ho(E0r P, T)
(B E)Pa = s (E,—E0)  (29)
Zn 20) Mzi 6EZ| EzozEzn Zn z0

- (Ezn - EZO) Pz = _Z(Ezn - EZO) Py
Note that by introducing an auxiliary ferroelectric and
deriving relationships (13), we obtained an expression
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for Rmin Whichisvalid throughout the range of nvalues
near the critical size. Asfollows from Eq. (29), if E,, =
Ec = Ej, the derivative dR,;,/9n for anucleus of crit-
ical sizeis zero.

We are turning now to calculating the polarization
switching nucleus flux in the size space.

5. DETERMINATION OF THE DIFFUSION
COEFFICIENT W, .,
IN THE SIZE SPACE

In order to calculate the diffusion coefficient W, 4 1
in the size space, we revert to Eq. (12). It follows from
this equation that the growth rate on/dt of domains of
size n depends both on W, . ; and on 0R;/on [see
Eq. (29)]. To find W, . 1, we define the growth rate in
adifferent manner, namely, as

dn _
gt = [B(Ex) —B(E0)]S

where B(E,,) is the flux of the switched elementary
regions (cells) attaching to the side surface of adomain,
B(E,) is the reverse cell flux bringing about “domain
dissolution”, E,, is the field in the auxiliary medium
which isin equilibrium with a domain of sizen, E, is
the field in the medium of the ferroelectric under study,
and S = 2(MHw)Y?n'? is the side surface of a bubble
domain. Note that we are considering a domain of size
n>n., which isin equilibrium with the auxiliary ferro-
electric. We assume that the domain grows through the
transfer of atoms in the cells from one state to another
directly at the interface separating the domains. In this
case, we can determine the B(E,,) and B(E,) fluxesin
the following way. If the ferroelectric is in an equilib-
rium state (thereis no external electric field and itstotal
polarization is zero), the unit cell fluxes induced by
thermal fluctuations from domains with polarizations
in the directions along and opposite to the z axis are
egual. In anonequilibrium state, the polarization of the
system will vary. Consider the quantity

o = vexp(=Vy/kgT),
wherev isthevibrational frequency of atomsin the unit
cells on the domain surface and V, is the height of the
energy barrier separating the domains located in two
symmetric positions with oppositely directed polariza-
tions in the absence of the field. By multiplying By by

the number of unit cells Ny on the surface of domains,
we can obtain the equilibrium unit cell flux

Bo = Novexp(=Vy/kgT).

The magnitude of N, can be estimated as Ny ~ /o3,

where w2 isthe area occupied by acell on the domain
surface.

If the ferroelectric is in an external field, the height
of the energy barrier V, changes. For each cdl in a

(30)



88 KUKUSHKIN, OSIPOV

domain with the polarization aligned along the field,
the barrier height decreases to V, — p,E,, and for the
cells residing in domains with the oppositely directed
polarization, it increases to V, + p,E,. In the presence
of afield, the fluxes of cells from the surface of one
domain to another are no longer equal. The cell flux
from the medium is 3(E,,) = Boexp(p;E./ksT), and the
cell flux from a nucleus of the critical sizeis B(E,) =
Boexp(p,Ex ksT). If p,E, < kgT, the exponentias in
the expressions for these fluxes can be expanded in a
series. Limiting ourselves to linear terms of the expan-
sion in formula (30), we obtain the growth rate for the
side surface of adomain of sizen > n.:

P ( Ezn - EZO) n]J2
kBT )

dn
o - 2(THw) "B,

(31)
Now, we can determine the diffusion coefficient W, in
the size space. To do this, we compare Eq. (31) with
Eq. (12) and recall expression (29) to obtain

W, = (mHw)"*p,n">. (32)

Then, for a nucleus of the critical size, we have

W, = (THw)"Bon; . (33)

6. THE FLUX OF POLARIZATION
SWITCHING NUCLEI

Knowing the work needed to create a nucleus of the
critical size and the expression for the diffusion coeffi-
cient in the size space and using the standard technique,
we can calculate the stationary flux of the polarization
switching nuclei passing through the critical barrier.
Accordingto[12, 13, 18, 19], thisflux can bewritten as

1
| = N,W,—
"/
(34)
x 1 azRmin |: Rmin(nc)i|
2kBT6n2|n =n, keT

where N, isthe number of unit cells per unit volume of
the crystal, which can be estimated as N, = 1/w.

Substituting the values of W, from Eq. (33),
Rrin(ne) from Eq. (28), and

_ (MHw)"’o

4n¥?

aszin
an’

Ne

in formula (34), wefinaly cometo

_ N, T 'Bo(Hw)* 0™ 1 (mHw)"’ony?

I exp
2./2n%% fko T O kT

7 (35)
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We now express the critical radius n, in Eqg. (35) in
terms of thefield strength according to Eq. (26); that is,

| = NBo(HO P (PE)" 1 mHwo® [ o
2A/kBT O 2kB-I—Iozi EzEr

Relationship (36) describes the flux of switched
domains as afunction of the applied field. Next wetake
the logarithm of expression (36) to obtain

2
InK—llnE THwoe

Inl = 2" Sk Tp,E,

(37)

where

_ Bo(Hwp,)™

2. /KaT

Because the logarithm is a lowly varying function,
as afirst approximation, we assume the second termin
expression (37) to befield independent. In this case, we
obtain a convenient expression for the estimation of
experimental data

K

MHwo?

Inl :Cong—m,

(39)

where const stands for the first two termsin Eq. (37).

We now estimate the time of the establishment and
existence of a stationary flux of the switching nuclei.
The region with n < n. is determined primarily by het-
erophase fluctuations of polarization switching. Hence,
the existing flux sets in during the time it passes the
region on, in the vicinity of the critical point at which
the hydrodynamic growth rate of the switching nuclei is
zero, i.e., where dn/dt = 0 and dR,,;,(n)/onjn = n, = 0.
The width of thisregionis

12
sn = 5L O Run(mD
° 02T ¢n O

(39)

Hence, it follows that the time required for the sta-
tionary flux to set in can be estimated as

(3no)*

t 0. 40

Wn, n+1 ( )
The time of the persistence of the stationary flux is
determined by the condition that the time required for a
nucleus to cross the region dn, in the size space should
be substantially shorter than that taken for a nucleus of
the critical sizeto emerge from the vicinity of the criti-
cal point (ony):

(3ny)> _ dn,
W, .. dnJdt (41)
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Substitution of the corresponding values of &n, and
W, n+1 inrelationship (40) yields

8kgTn,

t DnHwBOG’

and, taking into account expression (26) for n, we
obtain

2kgTo

Bo(P4E.)*

Thus, the time for the stationary flux to set in, or the
time for the first nucleus to appear (the incubation
period), isinversely proportional to the squared electric
field.

Note that we have found relationship (35) [or (36)]
for the stationary flux of the nucleating domains. There
are presently methods permitting one to solve the Fok-
ker—Planck nonstationary equation (11) and to find the
nonstationary flux of polarization switching domains
[12, 13]. However, the main process of the formation of
the new phase starts in the next stage when the system
contains so many nuclei that they change the supersat-
uration in the system (in our case, the field in the ferro-
electric), which results in the nucleus flux becoming
dependent on time. This stage will be studied in the
future.

t0 (42)
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Abstract—Nonlinear d-dimensional vector o models, such as O(N), SU(N), and CPN, are considered in the
[imit of an infinite number of components N. It is shown that the equation for the two-point correlation function
in these modelsis similar to the Schrédinger equation for a quantum particle moving in a d-function potential
wel (-=T)d(x), where T is the temperature. This equation adequately describes the systems under study both
above and below the Curie point. Within this approach, the critical behavior of the SU(N)-invariant Ginzburg—
Landau model in an external uniform magnetic field is determined in the vicinity of the upper critical magnetic
field. Thecritical indicesin this case are the same asin the spherical model in arandom magnetic field. An exact
equation describing the H,(T) curve of continuous phase transitionsis derived, which alows one to determine
the asymptotes of this curve in strong and weak fields. The relation between the one-particle Schrodinger equa-
tion and critical phenomenaisanalyzed, and applications of this method to various modelsin solid state physics
and statistical mechanics are discussed. © 2001 MAIK * Nauka/Interperiodica” .

INTRODUCTION

The approach based on an expansion in powers of the
small parameter /N, where N is the number of the com-
ponents of an order parameter, is extensively used in
modern gtatistical mechanics and quantum field theory.
It iswell known that statistical models in the limit of an
infinite N are idea theoretica objects, which alow
investigators to elucidate the essential features of sys-
tems belonging to a continuous symmetry group [1-8].

The standard method for investigating field-theoret-
ical models and many-particle systems consistsin solv-
ing an infinite set of the nonlinear Schwinger—Dyson
equations [1-3, 6]. It can easily be shown that the limit
of N — oo is equivalent to the Hartree-Fock approxi-
mation, and, therefore, solving the corresponding equa-
tions presents no problems. In this paper, the two-point
correlation functions [8 (x)S,(0)Uin the nonlinear o

models in this limit are shown to be a solution to the
one-particle Schrédinger equation (SE) for a particle
moving inthe potential (—T)d(x), where T isthe temper-
ature. It should be remarked that thisresult istrue for a
variety of nonlinear vector ¢ models, such as CPV,
O(N), and SU(N).

Itisof interest that this SE was proposed in the con-
text of quantum field theory many years ago as a non-
relativistic “toy” model for field effects such as dimen-
sional transmutation and dynamical generation of mass
[9]. Itisworth noting that some aspects of this problem
were recently discussed in [10], where the behavior of
the energy and radius of abound state of a quantum par-
ticle was analyzed near the threshold value of the

potential-well depth. It was found that the critical
behavior of these quantities is characterized by the
same critical indices as in the spherical model, that is,
by those for an N-component Heisenberg ferromagnet
inthe limit of N — oo [10].

Anaogous renormalization group (RG) equations
arise in studying the properties of a low-density Bose
gaswith short-range interaction [11, 12] and in consid-
ering phase transitionsin systemsthat contain extended
linear components (strings), such as Abrikosov vortex
lines, polymers, didlocations, domain walls (in the two-
dimensional case), etc. [13], which could be considered
to have nothing to do with nonlinear ¢ models with a
large N.

In this paper, we will show that these facts are man-
ifestations of the universal critical behavior of nonlin-
ear vector 0 modelsin the large-N limit. All these mod-
elsturn out to be equivalent to the conventional SE with
a o-function potential. Therefore, the critical phenom-
enain statistical physics possessavery simple and, per-
haps, useful interpretation in terms of one-particle
guantum mechanics.

A basic and very efficient method for investigating
critical phenomena is the RG method [2, 3]. Among
investigators, there is a widespread opinion that this
method works well only in the case of systems with an
infinite number of degrees of freedom, where ultravio-
let divergences take place in perturbation-theory dia-
grams. In quantum mechanics, these divergences are
absent and, therefore, the RG method is inappropriate.
However, it should be remembered that this reasoning
failsin the case of singular quantum mechanical poten-

1063-7834/01/4301-0009$21.00 © 2001 MAIK “Nauka/Interperiodica’
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tids, for example, those of the &-function type, which
require ultraviolet regularization. The RG transforma-
tion in quantum mechanics is a so-called isospectral
deformation, i.e., a transformation of the potential
energy that leaves the spectrum unchanged. The theory
of these transformationsis closely related to the theory
of solitons and is now awell-developed field of mathe-
matical physics, to which a great number of books,
reviews, and articles are devoted (see, e.g., [14, 19]).

The SE method is a'so used in this paper for investi-
gating the SU(N)-invariant Ginzburg—Landau (GL)
mode! in an external uniform magnetic field. This model
describes type-11 superconductors in the vicinity of the
upper critical field H,(T) and is of great importance for
solid state physics and applications. The model was pro-
posed in the early 1950s, and its history is described in
detail in the literature (see reviews[16, 17]).

For theinfinite-N case, the GL model in the vicinity
of H(T) was first calculated by Affleck and Brézin
[18] in 1985 and has been considered repeatedly in the
literature since then (unfortunately, without reference
to[18] in some cases, see[19-21] and the discussionin
[22, 23]). In contrast to the conventional spherical
model, solution of the GL mode! inthislimit isnot triv-
ial and the results obtained by different groups of inves-
tigators were contradictory to each other. The correct
result, first obtained in [24], was unexpected. It was
found that the true ground state of thismodel at N = «
differs essentially from the Abrikosov ground state,
which is unstable (see below), and the previously
derived solutions are erroneous [24]. In this paper, we
show that the SE method gives results that are similar
to those obtained in [24].

This paper is organized asfollows: In Section 1, we
derive the SE for the two-point correlation function in
ad-dimensional SU(N)-symmetrical nonlinear c model
in the infinite-N limit. In Section 2, the RG method is
used to investigate the equation derived and interesting
parallels between quantum mechanics and the theory of
phase transitions are discussed. The critical properties
of the GL model in the vicinity of the upper critical
magnetic field are investigated in Section 3. Findly, the
method developed here is applied to other statistical
models and the results are discussed in the concluding
section.

Some results obtained by the author in [25] are used
in this paper.

1. SCHRODINGER EQUATION
FOR THE TWO-POINT CORRELATION
FUNCTION

Let us consider an SU(N)-symmetric spin model
constructed on a d-dimensional hypercubic lattice. Its
Hamiltonian has the usual form

H = —JZ (SSF +H.c), (@)

4, jo

PHYSICS OF THE SOLID STATE \Vol. 43

where the variable S= (S, ..., §) is an N-component
(complex) unit vector

S(X)S(x) = 1. 2

The angular brackets in 0, jOsignify the summation
over the nearest neighbors, and J is the exchange inte-
gral.

The nonlinear o moddl is the continuum limit of the
lattice model in Eq. (2):

H = % J’ddx|a“Sa|2. 3)

Here, a summation convention over repeated indices
p=1 ...,danda=1, ..., Nisadopted. The partition
function for the system with the Hamiltonian (3) is
written in the form

z = Iﬂosaogexpg—-ﬁ—gs(lsz—l), (4

where the spin coupling constant J is conveniently
included in the temperature T.

L et us now derive an equation for the two-point cor-
relator in the disordered phase (at T > T.) in which the
SU(N) symmetry is not broken:

Gap(X) = [B(X)S,(0)U ©)

Following [5], we represent the correlator in Eq. (5)
in the form of a continual integral:

Gu() = 7[[]DSDSIDAS(0S; (0)

x exp[—Ai(S(x), A(X))],
N 6
Z = I|_| DS,DS, DAexp[—-A,(S(x), A(X))], ©
a=1
AL(S00,A00) = 55 X010, S + (S~ D).
in which A,(S(x), A(X)) is the effective action and A(X)
is the Lagrange multiplier that ensures the fulfillment

of the condition given by Eq. (2). Integrating with
respect to the fields S,(x) yields [5]

Gur(x) = F[DAG(X,y; M) exp[-Ax(AGX)],
Z = J'DAGXD[—Az(A(X))], (7)
A\ (X)) = El_fj'ddx[)\(x)—%Trlog(—A+)\(x))]

where A is the Laplace operator and

G(x, Y \) = <y‘

_A+)\x>. @)
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It should be emphasized that the quantity TN remains
constant asN — oo, and, therefore, the continual inte-
gral in Eq. (7) can be calculated by the saddle-point
method [2, 3, 5]:

(5,(x) S (0) = T,G(X, Y5 Ao), (9)

where A, is the saddle-point value. An equation for the
desired Green's function has asimple form [2-5]

[—A+M]Gap(X) = T3,53(x), (10)

where n? = A,. Using Eq. (2), which can be considered
as the boundary condition at the equal arguments,
G.(0) = 1, the inhomogeneous equation (10) can be
transformed into a homogeneous one. Indeed, inserting
unity into the right-hand side of Eg. (10), namely,
TO,0(X) = TO,0(X)G(X), we obtain

[+ M]Gup(X) = T3:3(X)Gee(X).  (11)

In the symmetrical phase (at T > T,), we conveniently
introduce the “wave function” G,,(x) = d,,W(x). Sub-
stituting it into Eq. (11), we obtain an equation for the
eigenfunctions and eigenval ues:

HW(x) = -ElW(x), (12
where the Hamiltonian H is
A = —A-TN3(x), |El = n. (13)

Equation (12) is the time-independent Schrodinger
equation for a quantum particle moving in ad-function
potential, and the one-particle Green’s function corre-
sponds to the lowest eigenvalue in the spectrum of
Hamiltonian (13). We note that this equation is
obtained asthe result of two limiting processes (contin-
ual and N — o) in the lattice model described by
Eqg. (1). The sign of the coupling constant T corre-
sponds to attraction; that is, the particle moves in a
potential well that has a single discrete energy level.
Geometrically, thisresult is due to the fact that the spin
variable belongs to a compact manifold, namely, the
SN-1 gphere.

As was already noted, the boundary condition for
the wave function is Eq. (2). Since we deal with the
one-particle Schrodinger equation, the energy of the
discrete level is not the energy of a bound state of two
particles belonging to the multiplet with N components
of the model at hand.

2. QUANTUM MECHANICS OF ONE PARTICLE
AND CRITICAL PHENOMENA

In this section, the RG method is applied to the SE
with a &-function potential and the analogies between
phase transitions and threshold phenomenain quantum
mechanics are discussed in detail in the spirit of [9, 10].

L et usfind the eigenfunctions and eigenval ues of the
discrete spectrum of the d-dimensional Schrodinger
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equation (12). This can readily be done using the Fou-
rier transform

(K + m)P(k) = TNW(0), (14)
where
W(k) = J’ddxllJ(x)exp(—ikx),
() = | IX (k) explikx). =
(2m)°
It follows from Eq. (14) that
W(0) = TNW(O)J’%,

(2;‘[) (k" +m°) (16)

d’k

1= TNI—(zn)d(k2+m2)'

The last equation rel ates the bound-state energy and the
coupling constant (temperature) T [9]. The integral in
the right-hand side of Eq. (16) diverges, because d(x) is
asingular potential ind = 2 dimensionsand acutoff A =
a*hasto beintroduced at short distances (aisthewidth
of the well).

The bound-state energy is an observable physical
guantity which does not depend on the choice of cutoff.
Therefore, the dependence of the coupling constant
T(N) on A must be such that E is independent of A. In
fact, thisisthe simplest case of an isospectral deforma-
tion, i.e., atransformation of the potential energy that
leaves the spectrum unchanged. It iswell known that in
the one-dimensional case there is an infinite group of
such deformations which is isomorphic to the symme-
try group of the Korteweg—de Vries (KdV) eguation
[14, 15]. However, in the case at hand, we deal with the
d-dimensional Schrodinger equation (12), rather than
with the KdV equation.

After an elementary calculation of the integral,
Eq. (16) becomes

g d-2 O
1= TNE(B—————————ZSd)/:d 2—Kdmd_2[L
M) d-— O
1
2T[d/2 1 ( 7)
= Fany KT 24sin(md/2)r (d/2)@-2"’

where §; is the area of a unit d-dimensional sphere. In
the spirit of the theory of critical phenomena, it is con-
venient to introduce a dimensionless coupling constant
t = TA?-9, which obeys the equation
dat _ 2
A\ an (d-2)t-t".
From this equation, it follows that there is a critical
value of the coupling constant or the Curie temperature

(18)
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Table 1. Correspondence between quantum mechanics and
statistical physics

Quantum mechanics Statistical physics
Correlator G(x) = [H(x)S*(0)O

Coupling constant T

Wave function y(x)
Quantum well =T[&(x)]

Bound state Dynamical mass generation
Energy gap Ep, Inverse correlation radius &2
Generator of isospectral Beta function 3(T)
deformations

Threshold T, Curie temperature T,

Eps~ (T-To)"; E~(T-T)™;

v=1(d-2) v=1d-2)

T>T, T>T,

W(x) ~ X1~ D2exp(—x/E)
T< T, P(x) ~x2—d

G(x) ~ X'~ V2exp(-x/E)

T < T, spin waves

G(x) ~x2~d

Local order parameter [$(x)]

No analog

(afixed point)

_(d=2)(2m)? 24
= s, N

The equations derived above can be discussed either in
terms of elementary quantum mechanics or in terms of
the modern theory of phase transitions and critical phe-
nomena

T, (29

Let usfirst consider the motion of a quantum parti-
clein asingular potential well.

In the two-dimensional case, the Hamiltonian
involves only dimensionless parameters and is scale-
invariant. Nonetheless, there is a single discrete energy
level in the spectrum, |E,| = n?, whose emergence
implies dynamic mass generation. A bound state
always existsin such awell, no matter how deepitis. If
the space dimension is higher than two, there is a
threshold depth of the well above which thereisa sin-
gle discrete energy level. In a shallow well, i.e., below
the threshold, there is no gap in the spectrum and only
a continuous spectrum exists, which starts from zero. It
is the presence of the threshold that essentially distin-
guishes the two-dimensional case from ahigher dimen-
sional case.

The bound-state energy E, is a continuous function
of the coupling constant and decreases according to the
law |Eys| ~ [T — T, [¥9-2 as the threshold is approached
from above. At the same time, the characteristic size
(extension in space) of the wave function of the bound

state & ~ Eés increasesas ¢ ~ 1, wheret = (T - T)/T..
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The asymptotic form of the wave function of the dis-
crete spectrum for large distances x > & is

exp(—=x/
W(x) O ———————-X?j_ Xe) (20)
Below the threshold, T < T, the energy gap disappears,
Es = 0, and the wave function follows the power law

W(x) Ox* ¢ (21)

Now, we discuss the spin model at hand in terms of sta-
tistical mechanics. For simplicity, let us consider a
d-dimensional Heisenberg ferromagnet with N — oo,
in which a second-order phase transition occurs at the
Curie point, defined by Eg. (19), at d = 2. In the sym-
metrical phase, the pair spin Green’s function is given
by Eq. (20). In the ordered phase, the gap in the spec-
trum disappears and massless Goldstone excitations
(spin waves) arise in the system, with their correlator
being the power function given by Eqg. (21). The beta
functionin Eqg. (18) isthewell-known Gell-Mann-Low
function in the spherical model, whose critical indices
are given by formulas of quantum mechanics:

-1

d-2’
In the two-dimensional case, the continuous symmetry
cannot be broken spontaneously (Mermin—-Wagner the-
orem). For this reason, the Curie temperature [nontriv-
ia fixed point given by Eqg. (19)] vanishes and the crit-
ical index for the correlation radius v becomes infinite.
Dynamical mass generation (asymptotic freedom)
takes place in the system; that is, all excitations have
nonzero masses. In terms of quantum mechanics, this
theorem means that there is no threshold depth for a
two-dimensional potential well.

Clearly, the analogy between quantum mechanics
and critical phenomenaiis not perfect, because sponta-
neous breaking of symmetry does not occur in quantum
mechanics of a finite number of particles. In other
words, the wave function of the ground state always
exhibits the full symmetry of the Hamiltonian. This
means that in quantum mechanicsthereisno analog for
the order parameter. In quantum mechanics, the phase
transition is associated with the energy gap vanishing
according to the power law in the spectrum near the
threshold and with the different behavior of the correla
tion function above and below the threshold; more spe-
cifically, the asymptotic form of Green's function
changes over from an exponentia to apower law (asin
the case of the Berezinskii—Kosterlitz—Thouless transi-
tion[2, 4, 8]).

The results of this section are summarized in Table 1.

In concluding this section, we make a remark with
reference to the critical indices in the spherical model.
In the three-dimensional case, these indices and their
certain combinations coincide with their respective
counterparts for the two-dimensional 1sing model on a

v n =0.
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dynamical planar lattice (DPL) [1, 26]. Furthermore, in
d = 8/3 dimensions, we obtain critica indices that are
identical to those of the three-component Potts model
on the DPL. These critical indices are listed in Table 2.
To avoid misunderstanding, it should be stressed that
we do not assert that all critical indices coincide, which
is impossible for systems with different space dimen-
sionsd. Indeed, some scaling relationsinvolved explic-
itly, for example,dv —2=—aandd=(d+2—-n)(d-2
+1). In particular, the spherical model and the models
on aDPL mentioned above have different indicesv and
n. Thus, thereisan interesting, but incompletely under-
stood, relation between the conventional Schrodinger
equation and statistical models on dynamical planar lat-
tices.

3. SU(N)-INVARIANT GINZBURG-LANDAU
MODEL IN AN EXTERNAL UNIFORM
MAGNETIC FIELD

In this section, the critical behavior of the SU(N)-
symmetric nonlinear GL vector ¢ moddl in an external
magnetic field is investigated in terms of the
Schrodinger equation. Thismodel describesthe proper-
ties of type-Il superconductors in the vicinity of the
H,(T) curve of phase transitions. We consider the case
of large N values. As a preliminary, we make some gen-
eral remarks.

It iswell known that an external magnetic field rad-
ically alters the critical properties of superconductors
[16, 17]. It primarily hindersthe growth of critical fluc-
tuationsin the plane perpendicular to H. The character-
istic scale in this plane is the magnetic length I, =

Jhe/eH, which is much less than the correlation
radius ¢ in the region of strong fields. Therefore, the
critical fluctuations in this plane are frozen and are of
little importance; the effective space dimension
decreases by 2: ds = d — 2 (dimensionality reduction).
In particular, the lower critical dimensionality becomes
equal to 4.

A critical question isthe kind of phase transition. If
critical fluctuations areignored and the phase transition
is treated in the mean-field approximation, one will
arrive at a continuous phase transition to a mixed state,
which consists of a lattice of Abrikosov vortices.
Unfortunately, a straightforward application of the RG
method failsin this case for at least two reasons.

First, the RG equations are written for the (6—€)-
dimensional space (near the upper critical dimensional-
ity) [27, 28] and the applicability of their (one-loop)
solutionsfor d = 3, i.e., below the lower critical dimen-
sionality, is highly questionable.

Second, the application of the RG method to the
standard Y* model in an external magnetic field leadsto
RG equations with an infinite number of invariant
charges; that is, in effect, the theory is unrenormaliz-
able, which involves severe problems[27, 28].
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Table 2. Critical indices of the d-dimensional spherical
model (SM) for d = 3 and 8/3, as well as of the Ising model
(IM) and three-component Potts model (PM) on dynamical
planar lattices (DPLS)

Critical |SM inddimen-|{SM (d=3)and| SM (d =8/3)
index sions IM onDPL |and PM on DPL
a (d=4/(d-2) -1 -2
B 12 12 12
% 2/(d-2) 2 3
o (d+2)/(d-2) 5 7
dv d/(d-2) 3 4

2001

The unrenormalizability can be overcome, for
example, by the 1/N-expansion method [2, 3]. The
characteristic feature of this approximation is the
absence of symmetry between the particle-hole and
particle—particle channels, because the latter channel is
suppressed in the 1/N expansion. For this reason, the
Abrikosov solution is unstable and the lower critical
dimensionality isequal to 4 [29].

An ingenious method was proposed in [29], where
this difficulty was resolved by modification of the
quadric interaction. The SU(N)-symmetric term

(9% @.)* wasreplaced by 2(¢% @.)* — @5 @5 @, Which
possesses the O(N) x U(1) symmetry. This change in
the symmetry of the original system restores the stabil-
ity of the vortex lattice arising as the result of the first-
order phase transition.

In paper [18], as was mentioned in the Introduction,
the /N expansion was used and it was found that the
first-order phase transition occursin the SU(N)-symmet-
ric GL model when d > 4. In later publications [19-21],
however, it was advocated that a continuous phase tran-
sition takes place in the system. Although this question
is of academic interest, because the dimension d = 4 is
unphysical, the correct result obtained recently in [24]
isvery interesting.

In [2, 4], a convenient technique was proposed,
which is commonly combined with the /N expansion.
It is assumed that below T, only one of the N compo-
nents of the order parameter condenses. This compo-
nent can be any component, because the model pos-
sesses continuous symmetry, say, SU(N). Integrating
over the other N — 1 Goldstone modes, one obtains the
effective action for the remaining component and for
the auxiliary field A(x) (the Lagrange multiplier). This
method iscommonly used and it workswell, e.g., inthe
case of aHeisenberg ferromagnet. In this method, how-
ever, the ordered phase isimplicitly assumed to be spa-
tially homogeneous. The homogeneity of the conden-
sate allows one to perform rotations in spin space.
However, the order parameter is not spatially homoge-
neous in the Abrikosov phase. It can be shown that a
true minimum of the free energy is attained when all
N components of the order parameter condense and
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form a complicated structure, which consists of the
interlocked Abrikosov vortex lattices [24]. It is signifi-
cant that the resultant density of the condensate
remains constant in the limit asN — oo,

Let us now consider the nonlinear GL ¢ model,
whose Hamiltonian has the well-known form

= %J’ddx @“ + i%T;A“%Sa 2,

where ®, = hc/2e is the magnetic flux quantum. The
vector potential A, is conveniently taken in the sym-
metrical gauge

(22)

A= %B xr,
and the magnetic field B isapplied along the zaxis. The
partition functionis

(23)

Z = Ia[llDSaDS; opHPB(S*-1). (g

Our primeinterest is in the gauge-noninvariant cor-
relation function

Gap(r, 1) = (1) ()0 (25)
where G,(r, r') is Green's function for the d-dimen-
sional Hamiltonian operator

[ Lia, - E + mS}Gab(r, 1) = T8,u3(r —1').(26)
This function can be written explicitly in an auxil-
iary gauge [30]:

N o_ D.Zﬂrl | (2-d)/2
Gup(r,r') = TéabexpEH adeuAu§4n)

oou?= 972 (Z—Z')2

a -
* [ a2) SPLMU=24 (27)
0

—%)coth%uwa(x—x')z +(y=y)] E;

where w = 2eB/c isthe cyclotron frequency (we usethe
system of unitsinwhich# =1,2m=1) andzand Z are
the (d — 2)-dimensiona longitudinal coordinates. The
integral in Eq. (27) istaken along the straight line con-
necting the pointsr and r'.

Taking into account the restriction imposed by
Eg. (2) on the complex fields, we obtain the SE for the
effective wave function,

[ 10, 2HA Bz+ mg}lv(r, r)

= TN6(r—r)l4J(r,r'),

(28)
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which describes the motion of a quantum particle in a
external uniform magnetic field and a d-function poten-
tial well. Here, o,,W(r, r') = Gyy(r, r').

Thissimple SE is completely equivalent to the orig-
inal SU(N)-symmetric nonlinear GL o model. It should
be stressed that the &-function potential in this equation
is of fundamental importance, because in the absence
of this potential we have a trivial equation describing
Gaussian fluctuations.

According to quantum mechanics, there is always a
bound state for a particle moving in a three-dimen-
siona potential well in a uniform magnetic field, no
matter how deep the well is [31]. This means that, in
our case, the phase transition does not occur if d = 3.

Equation (28) can be readily solved [25]. In what
follows, we derive an exact formula for the upper criti-
cal field H,(T). Using the boundary condition for the
wave function at equal arguments, one can obtain an
equation that relates the temperature and the “ physical”
mass m (the reciprocal of the correlation radius §):

WY(x,x) =

2
TN)(gZI 2exp(uco/2—m u) - 1.(29)

u"??sinh(ucw/2)

When deriving this relation, the mass renormalization

m; + w/2 = m? was performed. Along the curve of the

phase transition, we have m = 0. After ssimple algebra,
we abtain from Eq. (29)

(2-d)/2

T(0) _ d—20H [fd L
T(H) 2 [HO Idt sinht ’ (30)
H/Hq
where
2 4 d/2ad 2 CD
T(0) = 2( T[)N , Ho= =2 (31)
a

Here, T(0) is the superconducting transition tempera-
turein azero magnetic field and H, ~ 10° T isthe mag-
netic field scale in the model at hand. The right-hand
side integral of Eq. (30) is convergent for d > 4 and
divergent for d < 4; that is, if the dimensionality isless
than four, the phase transition does not occur at all
(because of the dimensionality reduction). It is signifi-
cant that, when deriving the exact equation (30), we did
not employ the lowest Landau level (LLL) approxima:
tion [18, 27].

This approximation, sometimes referred to as the
ultraquantum limit, is valid in the range of extremely
strong fields, wherely, <a < €.

Using the exact solution, we will investigate its
asymptotic behavior in the range of weak fields,
where the LLL approximation fails, and in the range
of strong fields, where we will calculate correctionsto
the LLL approximation.

No.1 2001



THE LARGE-N LIMIT IN STATISTICAL PHYSICS 15

In the case of weak fields, s= H/H, < 1, we obtain

T(0) _ d-2 -7z _ d-2 &
TRy - MramattAs T T3Ese)® -
d—2 4 6

*Ba—10)° TOG)
where A, is a constant equal to
t
{(d-2)2 e
2(ol 4) fdt St
(33)
sinht —tsinht

1
d-2 (d-2)r2texpt —

i —
7 Jatt tsinht

Equation (32) describes the vicinity of the critical end
point T =T, H = 0, in which several phases exist. A
characteristic feature of this point is the divergence of
the second derivative of T(H) with respect to H,
T"(H) ~H@-82 asH — 0.

In the range of strong fields s > 1, we have

T(O) _ ,d=2 . d-2
0 - 228t 5 exp(-29) -
(d832) exp(—2s) + O(sexp(-2s)).

The corrections to the LLL approximation are expo-
nentially small, which isnot surprising because thereis
a gap between the lowest Landau level and higher lev-
els. Inthe limit as T — 0, the H,(T) curve goes to
infinity.

Thus, the second-order phase transition occurs in
the model at hand only in the case of the dimensionality
d = 4; the critical indicesarev =1/(d-4) andn =0
[21, 24, 25]. If the dimensionality is less than four, the
phase transition does not occur because of the dimen-
sionality reduction effect.

The critical indices calculated above coincide with
those of the spherical model in a random magnetic
field. In both models, the dimensionality reduction
effect takes place and both belong to the same univer-
sality class. The reason for the latter is still unclear.
This may be an accidental coincidence, because the
GL model differs significantly from the spherica
model: there is no frozen disorder and no hidden super-
symmetry init [2, 32].

4. CONCLUSION

In this paper, we showed that, in the large-N limit,
al d-dimensional nonlinear vector o models, such as
O(N), SU(N), and CPN, are equivaent to the
Schrddinger equation for aparticle moving in ad-func-
tion potential well. This equation, as well as the beta
function, has the same, universal form for all models,
because, asiswell known, all systemsthat possess con-
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tinuous global symmetry are almost identical when N is
large [5]. Mathematically, however, this seems some-
what strange, because SU(w) # SO(0).

More complicated gauge and matrix theories are not
equivalent to the Schrodinger equation. Thisisbecause,
in contrast to these, the vector models in the spherical
limit are systems of free massless Goldstone particles
[2,5].

Initself, solution of the canonical SU(N)-symmetric
GL model in an external magnetic field in the limit of
N — oo is undoubtedly of interest. However, this
model, unfortunately, possesses anumber of nonphysi-
cal features which are not observed in rea type-ll
superconductors. Among these features are primarily
the absence of avortex lattice below the H,(T) curve of
phase transitions; the continuous transition to the
homogeneous condensate state [20], which occurs in
dimensions higher than four; the astronomical values of
the upper critical field H, ~ 10° T; the low-temperature
asymptotic behavior of the upper critical field
[Heo(T) — 0 as T — O] inconsistent with the exper-
iment; etc.

Thus, the GL model, while exactly solvable in the
limit under consideration, is obviously nonrealistic and
needs modification.

At present, there is no one physically reasonable
way of clearing all troubles (see, e.g., [33]). Aninterest-
ing procedure in which the symmetry of the initial
action is modified was proposed in [29] and discussed
in this paper. It isaso well known how to construct the
GL model in physical dimensionsd = 2 in such away
that a phase transition occursin it. An example of such
amodel isamodel of a superconductor onthelatticein
amagnetic field [ 25, 34-36].

The method developed in this paper |leadsto a some-
what surprising interpretation of the SU(N)-symmetric
GL model on the lattice. In this model, the two-point
correlator obeys the discrete Schrodinger equation on
the lattice in an external magnetic field. In terms of
solid state physics, this egquation describes a Bloch
electron moving via sites of a d-dimensional lattice
placed in an externa uniform magnetic field; further-
more, the lattice has a d-function potential well, pro-
duced by an impurity atom. This is the famous Azbel—
Harper—Hofstadter problem [37—39]. The electron can
be captured by the impurity and form a bound state.
Thethreshold depth of the potential well for the forma-
tion of the bound state depends on the magnetic field,
and it is this dependence that describes the T(H) curve
in a superconductor. For the magnetic flux ® through a
plaguette whose magnitude is given by the relation
/D, = 21p/q, where p and g are relatively prime inte-
gers, the T(q) dependence can be calculated numeri-
cally.

The SE method can also be applied to other models
in statistical physics and quantum field theory, e.g., to
the supersymmetric O(N)-symmetric nonlinear Witten
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o model [40, 41]. The universal beta function in
Eqg. (18) wasalso arrived at in the two-particle sector of
the Kadar—Paris—Zhang model [42]. Applications of
the SE method to lattice systems and to models with
disorder will be considered el sewhere.
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Abstract—The switching kineticsin ferroel ectricsin the bulk polarization switching stage and in thefinal stage
of the process are studied. Consideration is given to the specific case of switching of intrinsic ferroelectricswith
180° domains. A complete system of equations describing the switching processes and taking into account the
changein repolarization in the course of aphase transformation is derived. The solution of this system isfound.
All the main characteristics of the switching process are calculated; namely, the evolution of the domain size
distribution function is revealed and the time dependences of the domain density and flux are determined. An
expression describing the variation in repolarization with time is obtained. The mechanisms of domain growth
are studied. An equation for calculating the switching current and its variation with time is derived. A method
is proposed for determining a number of constants for ferroelectric crystals by studying the switching current

evolution. © 2001 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

This study is a continuation of the investigation in
[1] into the switching processesin ferroelectric crystals
in an electric field. In the present work, we will con-
sider the main and final stages in the switching process
and derive analytic expressions for the switching cur-
rent. Earlier [1], we noted that any first-order phase
transition can be conventionaly divided into three
stages. In the first stage, the system does not yet “feel”
the formation of a new phase and its thermodynamic
parameters remain almost unchanged. In the subse-
guent stages of the phase transformation, the thermody-
namic parameters vary and their variations affect the
nucleation process. It turnsout [1] that in thefirst stage
of the phase transformation, it will suffice to determine
the stationary flux of the nuclei, which specifies a
boundary condition to the coupl ed equations describing
the next stage of the phase transition. We turn now to its

study.

2. KINETICS OF BULK POLARIZATION
SWITCHING IN A FERROELECTRIC CRY STAL

According to the general theory of phase transitions
[2-4], after the maximum in the size spectrum of nuclei
hasreached thecritical sizeinitsevolution, fluctuations
no longer affect the growth of nuclel of the new phase
significantly. Therefore, the master kinetic equation for
first-order phase transitions (see Eq. (11) in [1]) can be
recast in the form

o , 0

5 Tapl Va0l =0, )

where V, is the growth rate of a nucleus and f(n, t) is
the size distribution function of the switched domains.
Thus, the term describing the fluctuations is disre-
garded in thisstage. In this stage of the phasetransition,
the repolarization in the system is not a constant quan-
tity: it variesin the course of the phase transformation,
because the formation of polarization switching nuclei
changes the overall polarization of the crystal. Hence,
Eq. (1) for the distribution function should be comple-
mented by an equation describing the conservation of
the total dipole moment in the crystal.

We write this equation in the differential form

Pi
J(EH)—" =
( )leo

glé+ﬁwantdn 2
@ IO @

Here, § istherdative repolarization (the notion of repo-
larization wasintroduced in Section 2 of [1]), P,,pisthe
equilibrium value of the polarization, p; is the dipole

moment of the unit cell volume w, J( Eg)pzi/Pﬂo isthe
polarization switching source generated by the external

field, and p,/P,0, o V,f(n, t)dn istherate of “polariza-
tion consumption” by the new-phase domains. Now, we

determine the source J(ES ). The field applied to a fer-
roelectric will changethe direction of polarizationinits
unit cells. In order to find the number of elementary
polarization vectors formed per unit volume of the
crystal in a unit time, we will proceed as we did when

calculating the domain growth rate in [1]. Let J( ES) be

the number of elementary polarization vectors induced
by the field. Using the results obtained in [1], we can
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immediately write an expression for the number of
switched cells appearing in aunit volume of the crystal
per unit time; that is,

pZI ( E EZ)

AED = B,

where By = Nyvexp(-Vy/ksT), V, isthe energy barrier
height required for an elementary dipoleinacell to turn
from a state with one direction of polarization to
another in the absence of an external field, N, = Jwis
the number of unit cells per unit volume of the crystal,
wisthevolume per unit cell, v isthe frequency of atomic
vibrationsinthecell, E; isthe external field of the source
at the instant of the onset of bulk polarization switching,

and E, isthefield that acted on the system before actu-

ation of the source. Recalling that Py = P, + X&oEs [1],
where X is the permittivity and &, is the permittivity of
free space, we obtain

J(ED) p,T
leO

_ (Py=P)
- leO ’ (3)

& =

where T = kg TXEy/ By pii . In agenera case, the source

(JI( ES )P,/ P,10 can be time dependent. By analogy with
[2-4], the coupled equations (1) and (2) can be solved
numerically for sources of any kind, specificaly of
pulsed action. We rewrite Eq. (2) in the form

5_0 = z'(t)+ﬂwv f(n, t)dn. (4)
T ple-([ " ’

If the time T is short enough to allow neglection of
derivative &'(t) due to the smallness of its changein this
stage, the system of Egs. (1) and (2) has an anaytical
solution. A method of solving such systems was devel-
oped in [2, 4]. Equation (4) can be recast now as

pi00
= 1—(V,f(n, t)dn. 5
poa Vo0 )

Equations (1) and (5) describe the switching kineticsin
ferroelectric crystals. In order to solve them, we need to
know the expression for the domain growth rate V,,. It
was obtained in [1] in the form

pZI(E Ezn) 1/2
et )

where H is the height of the nucleus, which we
accepted approximately equal to w3, and B, is the
equilibrium flux of the unit cells.

As was shown in [2, 3], in this stage of the phase
transition, the supersaturation (in our case, repolariza-
tion) changes insignificantly and is still sufficiently

V, = 2(mHw) *B,
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large, so that the size n of the forming and growing
nuclei is considerably exceeds the critical value; i.e.,
n > n.. In this connection, we recast expression (6) as

V, = 2constE,(t)n%2, (7
where const = B(THw)Y?p,/KsT.

The system of equations is now complete, and we
can find its solutions. To accomplish this, we rewrite
Eqg. (7) intheform

v, = A _ oE0) e

dt to ' ®

wheret, is the characteristic time of the growth

Bo(THw) vz Pzi leoD_l
O KsTX€o o

tg =

Next we introduce the dimensionless radius p of the
nuclei in order to make the growth rate independent of
n; i.e., we transform the variable to p = n*2,

Becausef(n, t)dn=g(p, t)dp, Egs. (1) and (2) can be
rewritten as

2060 202 1ate, 0] = 0. ©)

&
50

with boundary and initial conditions of the form g(0, t) =
IEMON/ED, g, 0 = 0 (p > p) A =
2kg TxEo/(toBo P4P10), and & = (Pz —P10)/ Pao- When
deriving the last equation, we transformed the variable
from &°to &,

The coupled equations (8)—10) fully describe the
switching kinetics in ferroelectrics in the stage when
the maximum in the nucleus size distribution has not
yet reached critical size [2-4] and the rate of change of
supersaturation is small compared to the flux of
switched nuclei entering the system. This system can
be solved by the method developed in [4]. The solution
has the following form:

1(€) exp[-T" ) (T())]

-1=A j pg(p, t)dp (10)

O anroeco
N(t) = 1€t (T(D), (12)
) &

O T unTonco) &)

where I(t) is the flux of the switched domains at the
instant of time t; N(t) is the density of the newly
formed, switched domains at the instant t; and &(t) is
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the relative repolarization at the instant t. Here, I' isa
parameter [4] defined as

Z:Eo

where R, is the minimum work needed to form new-
phase nuclei in aferroelectric, the expression for which
was abtained in [1]. In this case,

THO WX €,
2Ke T P,iP10€0”

The distribution function of the switched regionsin the
magnitude of polarization can be written in the form

r =

(€t top top
Eoo Oexp[—T(t) _ Eﬁ) qu)k[T(t) - tk_E(J
fp,t) =<p< EotkT(t) (14)
0, p> EO—"T(t)

Here, 1(§,) is the flux of nuclei, which is found from
Eq. (36), derived in [1]:

= tl ——Ix 0, () dx,

:|1/(k+1)

t, = to[ €o

EoL(k+ D0l 1(Eg)T
where the auxiliary function ¢,(x) is determined from
the solution to the equation d¢,/dx = exp(—x<$,) subject

to the condition ¢,(0) = 0 [2, 4], k is a coefficient
depending on the mechanism of the nucleus growth [2—

4], and T = (ks Txeo)/ (B p5). Inthiscase, k= 1.

The maximum size of the switched region can be
determined from the relationship

: (15

_ &t T(1)
max — T
Then,
0P max
T = max
1:kEO

This equality can be used as a definition of the renor-
malized time.

We note in conclusion that the solution (11)—(15)
has a meaning only for I > 1. If the converse is true,
the system should be solved numerically.

We turn now to the study of the later stage in the
evolution of an ensemble of switched regions.
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3. OSTWALD RIPENING OF AN ENSEMBLE
OF SWITCHED DOMAINS

Ostwald ripening isthefinal stage of a phase transi-
tion where no new nuclei areformed and the repolariza-
tion tends to zero [2, 3]. In these conditions, a specific
interaction sets in among the switched domains. The
mean size of the polarization switching nuclel in the
ensemble will grow as aresult of “dissolution,” i.e., the
rotation of the polarization vector “against the field”
and the growth of large nuclei dueto aligning a part of
the polarization vectors with the field.

In this process, the average magnitude of repolariza-
tion in the crystal will decrease. This is due to the
decrease in the free energy of the system as aresult of
diminishing the interface and, accordingly, diminishing
stresses at the domain walls. In a general case, large
domains will absorb small ones. A specific interaction
sets in between the polarization switching nucle,
because each domain feels the cooperative polarization
field of the whole domain system. This should be con-
nected with the law of conservation of the total polar-
ization in the system [see Eq. (2)]. We rewrite Egs. (1)
and (2) with the variables Rand t, where Risthe radius
of the switched regions. Since

f(n, tydn=f(R, t)dR,
we have

of
ot
In the stage of Ostwald ripening, domains of different
Sizes compete because of the growth of the critical

nuclel in the system, which become comparable in
radius to domains.

In the case when the domain dimensions become
comparable with the critical size, we should take into
account not only the flux of the cells attaching to a
domain, but the reverse cell flux bringing about disso-
lution of a domain as well. Therefore, in order to
describe the growth rate of domains, weturn to Eq. (6).
Recall that E,, can be expressed through the number of
particles according to expression (24) derived in [1].
After simple manipulations, we obtain the following
equation for the domain growth:

0 _
+=VRf(R D] = 0. (16)

mHwB,ohY? O
T o H )

V, =

This equation was derived taking into account expres-
sion (26) from [1].

Note that expression (17) for domain growth rate
was obtained under the assumption that the domain
wall grows through equiprobable attachment of struc-
tural elementsto any point on its surface. This mecha-
nism of the growth corresponds to the growth of rough
crystal surfaces|[2, 3, 5] and is called the normal mech-
anism. As is well known from the theory of crysta
growth [5], there are two more possible mechanisms of
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crystal face growth, namely, the layer-by-layer process
and the growth through two-dimensional formation of
nuclel with their subsequent coalescence. In the stage
of nucleation and bulk polarization switching, the
domainsare still small in size and their surfaces are not
fully formed. For this reason, we considered only one
mechanism of their growth, the most probable one. In
the later stage of the evolution, the polarization switch-
ing approaches zero and the conditions are close to
equilibrium. In this case, the domain wall surfaces can
be smooth. Asaresult, thedomains can increasein size,
apart from their growth by the norma mechanism,
through the layer-by-layer growth of their faces. In this
connection, we now consider the other growth mecha-
nismsin more detail.

4. MECHANISMS OF DOMAIN GROWTH

We will not study the domain growth by two-dimen-
sional nucleation for two reasons. First, its description
would require more comprehensive knowledge of the
domain-wall surface structure. As arule, the formation
of two-dimensional nuclel is most probable on face
defects which enhance the formation considerably.
Second, after the formation of two-dimensional nuclei,
the wall continues to grow by the layer-by-layer mech-
anism.

In order to calculate the rate of domain growth by
the layer-by-layer mechanism, we reason as follows.
Let a domain consist of N faces and two-dimensional
nuclei are formed on each of the domain faces so that
they completely fill itssurface.! In ageneral case, these
nuclei can be represented in the form of two-dimen-
siona flat plates, for instance, squares with a linear
dimension of face |. The area of each of these two-
dimensional nuclei can be estimated as S. = 11(1/2)?, or

S. = 12, where r, is the radius of a disk-shaped two-
dimensional nucleus inscribed into the square. The
number of nuclei making up the domain face of height
H is N = H/2r.. The volume of the bubble domain thus
faceted is the sum of the volumes of its identical rect-
angular parallelepipeds, whose base is the two-dimen-
siona square. The thickness of these parallelepipedsis
equal to the domain radius R.

The change in the thermodynamic potential of an N-
faced domain can be written as
A® = —AfIN=T_SR+oN S (18)
2r.w 2r,
where AU(R) isthe mean difference of chemical poten-
tials between the medium and the switched domain. In

agenera case, r. isafunction of R. To afirst approxi-
mation, the relation between r (R) and R can be consid-

11t aface is filled incompletely, charges appear at the interface
between the medium with one direction of polarization and the
nucleus polarized in the opposite direction, which violates the
continuity of the normal component of the electric field (see[1]).
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ered linear. The critical radius of a two-dimensional
nucleus on the domain surface is determined by the
mean value of Ap(R) at this surface,

. 04w
r(R) = AR’

where 0y is the surface tension of a step. The chemical
potential difference between the medium and the
switched domain A(R) is found from expression (24)
derived in [1], in which the number of particles n is
expressed in terms of the domain radius R.

In order to determine the critical size of the domain
thus faceted, we differentiate A® with respect to R and
equate the resulting expression to zero. As aresult, we
find (this can be readily shown, and we do not present
here adetailed derivation) that the critical radius of this
domain is determined by expression (26) obtained in
[1]. This means that the critical radius of domains
bounded in this way does not differ from that of unfac-
eted domains. Therefore, we can write an expression
for the rate of layer-by-layer growth of domains. For
this purpose, we invoke the analogy between the
growth of bounded nuclei studied in [6, 7] and that of
domains. This analogy implies that the growth rate of a
domain along the normal to its surface should be pro-
portional to the difference between the fluxes of the unit
cells, which are attached to and detached from the unit
area of the step. In addition, this rate is proportional to
the fraction of the area of the domain side surface to
which switched cells are attached. This area fraction S
isequal to the number of two-dimensional nuclei form-
ing the domain face of height H, i.e., H/2r.. Denoting
the flux of the unit cells which are attached to the unit
area of the step by B4(E) and the flux of detaching cells
by B4(E,), we obtain for the domain growth rate

(19)

= }&[BQ(E)—BQ(EH)]S (20)
Substituting S= 2(mHw)Y?n“? into Eq. (20) gives
_’_[1/2 32 1/2 1/2
v, = (@)"[B4(B) ~Ba(ENIN"%.  (21)

The coefficients B4(E) and B«(E,) depend on the
externa field E. To calculate them, we use the tech-
nique applied in [1] and write the expression for the
domain wall growth rate:

T(1/2 3/2

Vn ( )1/2[35(0 pZ|(E Enz) 1/2.

kg T

In this expression, Byo = NgVgeXp(—Vgo/KsT), Ny is the
number of unit cells at the step, v is the frequency of
atomic vibrationsin cells at the step, v ~ vy, and V4 is
the energy expended on transferring an atom in the cell
from one state to another as a result of polarization
switching at the kink in an equilibrium state and with
no field applied.

(22)
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Thus, we considered two domain growth mecha
nisms, which we believe to be the most probable ones.
We now express Egs. (17) and (22) not in terms of the
number of particles n in a domain but through domain
radius R. As aresult, the rate of domain growth by the
normal mechanism is represented in the form

drR _ Bow” R 1D
dt ZkBTRERc
A similar transformation of Eq. (22) yields the fol-

lowing relationship for the domains growing by the
layer-by-layer mechanism:

(23)

dR _ Hw Bstocr DB_lﬂ
dt ~ 4k s TO4R.RLR,

We turn now to an analysis of the relationships derived.
The balance equation (2) has the form

(24)

t —
PZ(t) - leO
+ [Eo(t)dt' = ———
QO J-EO( ) PZ]_O
(25)
L p'If(R )RR,
le
where
Po—P,0  THP
Qo = 52+ pJ’f (RRAR.
z10 le

Asin|[2, 8], we assumethat the source o &o(t) dt decays

in time and can be approximated by the polynomials
&o(t) = (EJ/T)t" 1, where n = 0 is the field growth index
and &, and T are from the calculations above. For sim-
plicity, we assume that the source is uniformly distrib-
uted in the sample.

The coupled equations (16) and (25), together with
Eqg. (23) or Eq. (19), which describe the growth rate of
nuclei, make up a complete system and formally coin-
Ci defully with the equations describing the late stagein
afirst-order phase transition [8] (the Ostwald ripening
stage).

The solution to such a system was first obtained by
Lifshitz and Slezov (see[2, 3, 8]). However, there aso
exists a different and more rigorous asymptotic treat-
ment [9] (see dso[2]), whose resultswill be used here.
The Ostwald ripening stage can occur only in the case
when the external field either isturned off after the for-
mation of switched domains or varies with time so that
the index nin Eq. (25) becomes smaller than n < 2/p,
where p is the growth index, p = 2 for the growth of
nuclei by the rough process, and p = 3 for the layer-by-
layer growth of nuclei. Then, the mean size of nuclei
will vary with time as aresult of evolution [3, 9] as

R(t) — const' - t1P, (26)
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wherep = 2if thegrowth of nuclel israte-limited by the
boundary kinetics and p = 3 for the layer-by-layer
growth. The density of the nuclei varies with time as
follows:

N(t) — const" - t(—3P), (27)

The nucleus size distribution functions in dimension-
less coordinates have the same form for the late stage of
all phase transitions. Rather than write them out here,
werefer thereader to [2, 3, 8, 9].

We note in conclusion that because both the mean
and critical sizes in the Ostwald ripening stage vary
with time by relationship (26), the repolarization
change with time should be as follows:

&(t) — const™ -tV (28)

In Egs. (26)—<28), const', const", and const™ are con-
stants depending on the actual domain growth mecha-
nism. These constants are readily found in the Lifshitz—
Slezov theory [2, 3, 8, 9]. According to [9], in agenera
case, these constants are not determined theoretically
and can be found only from comparison of the theoret-
ical expressions with experimental data.

The relaxation of repolarization to the equilibrium
state was studied experimentally [10]. The experimen-
tal curves were fitted by damped exponentials. As fol-
lows from our theory, in the late stages, these exponen-
tials should be functions of type (28). In an earlier
stage, as follows from Eq. (13), repolarization decays
exponentially in time.

5. SWITCHING CURRENT IN FERROELECTRICS

The dependence of the switching current density on
time in a ferroelectric capacitor can be written as fol-
lows[11]:

d

3= 2PyS2,
where dQ/dt is the rate of change in the ferroelectric
volume fraction Q which has not yet switched and P,
is the starting value of the spontaneous polarization of
the ferroelectric. In the earliest switching stage, i.e., in
the first stage of the phase transition, which we studied
in[1], the switching current should be zero. Indeed, the
expression for the nucleus flux | derived in [1]
describes the switching process only in the case when
no noti ceable volumefraction of the crystal has become
involved in the phase transition and the rate of change
in the crystal volume fraction is zero. The main switch-
ing current will start to flow when the system entersthe
stage of bulk polarization switching. The time of the
onset and the duration of this stage can be estimated
from formula (15). To calculate the switching current in
this stage, we pursue the following reasoning. The vol-
ume fraction, or the degree of sample volume filling by
the nuclei of the new phase, can be calculated using two
approaches. One of them is based on the well-known
Kolmogorov—-Avrami method [12, 13]. This method

(29)
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was employed in [11] to determine the switching cur-
rent. However, it isknown [2, 3] that quantities such as
the nucleation rate and the growth rate of the nuclei,
which enter into the Kolmogorov—Avrami expression,
are not parameters of this theory. They are calculated
from other considerations. It is these parameters that
we have just found. Now, we can insert them into the
Kolmogorov—Avrami expression and calculate the cur-
rent.

However, the Kolmogorov—Avrami expression is
valid only in the case when the growth rate of nuclei
does not depend on their radius and the repolarization
remains constant throughout the process. As is seen
from Egs. (11)—(13), thisis not so. Therefore, applica-
tion of this theory to the process of transformation is
not justified from the physical standpoint. Note that
attempts at correcting this drawback have recently
appeared [14]. However, we will use another approach,
which makes it possible to describe rigorously the pro-
cess of filling the system volume by growing nuclel
with due regard for the change in the repol arization and
the dependence of the growth rate of nuclei on their
size.

This approach is based on the system of kinetic
equations derived above [Egs. (1)—(10)]. In the general
case, the switching domains, as nuclei of the new phase
[2, 3, 15], can callide with one another and coalesce. If
the system is sufficiently tenuous, we can assume the
collisions to be primarily binary. To take them into
account, we add the collision integral to the right-hand
side of Eq. (1). This procedure was employed in [15] to
take into account the collisions between nuclei in vol-
ume and surface systems. We can write the equation of
evolution for the distribution function of polarization
switching domains with inclusion of their possible col-
lisions and coalescence; that is,

g_lj[er - EJ’B(n_n', n') f(n—n’) f(n)dn’
0 (30)

—f{B(n, n') f(n")dn',

f(not) = 1O[1-Z®OIV,'] _ . f(n.0) =0, (31)

where I(t) is the rate of nucleation, Z =1 — Q isthe
degree of filling of the ferroelectric volume by the
polarization switching domains, and {3 is the coagula-
tion kernel [15] [it isassumed that f(n, t) =0 at n < ny).
Because the functions V,, and I(t) depend on the repo-
larization &(t), Eq. (30) should be complemented by the
law of polarization conservation. We rewrite Eq. (4)
with due regard for the fact that part of the unit volume
of the ferroelectric is aready occupied by switched
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regions. Theregion filled by the polarization switching
nuclei is given by

[

Z(t) = ooJ'nf(n, t)dn. (32

Then, the law of conservation (4), which was writ-
ten taking into account that nucleation occurs only in
empty sites, can be recast as

0P ;0
dg _ é’_é_—tpﬂo Dd_z (33)
d 1 T (1-2) dt’

wheretheratio P,/P,,, accountsfor the differenceinthe
volume fraction occupied by switched cellsin the equi-
librium state and in the compl etely switched statein the
presence of the field.

By solving the set of Egs. (30)—(32) with the use of
Egs. (11)—(13), we can find all the main characteristics
of the switching process. For some kinds of coagulation
kernels, it is possible to obtain anaytic expressions.
Comprehensive analysis of the system requires knowl-
edge of the mechanisms by which polarization switch-
ing domains interact with one another. These coupled
equations were analyzed in the specific case of the
growth of crystalline new-phase nuclel on the substrate
surface [2, 3, 15]. For rigorous calculations of the
switching current, we can use the analogy and invoke
these results. We consider the application of this
method in the smplest case, without inclusion of
domain coalescence; i.e., the integral in the right-hand
side of Eq. (30) is taken equal to zero. We write the
expression for Z(t) in the variables p and t bearing in
mind that p = nV2 and f(n, t)dn = g(p, t)dp. Differenti-
ating Z(t) with respect to time and transforming it with
the use of Egs. (8), (9), and (37) under the condition
that g(p, t)], _ . = 0, we obtain

[E

where t, is the characteristic growth time introduced
earlier [see Eqg. (8)] and N is the number of created
nuclei. In the latter expression, the prime denotes the
time derivative. Differentiating Eq. (34) once more
with respect to time yields

50 = 2w,
0

20 _ 2wg
o= =N

to

(34)

(35

where 1(§(t)) is the flux of the nuclei.

Since the equation for the switching current con-
tainsnot Z' but Q = (1—-2)', the switching current takes
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Thus, Eqg. (36) together with Eg. (33) make up cou-
pled equations for calculating the dependence of the
switching current on time and applied field. We trans-
form Eq. (33) to the form

2P10(&o/T=8'=8&/1)(1-2)
(PZ/PZIO) -1 _E .
Substituting Eq. (37) in EQ. (36) yields

1H&/T -8 ~EM)(1-2)[] _ 2w
[ED ((P/P,0) —1-€)E D} 2 I8).  (38)

(36)

(37)

This equation determines the dependence of the super-
saturation on time. The initial conditions here are that
the switching current, its derivatives with respect to
time, and the supersaturation are zero.

The 1(§) dependence was found earlier in [1]; we
recast it in the form

1(€) = 1,825, (39)
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(1) 10°, (2) 1.5 x 10°, and (3) 10°.

where
| = NVBO/\/ H(")pzi leo_ _ T[H(JL)O'ZXSO
° Zm , 2kg T PP 0

The constants |, t,, and a entering into the expression
for the flux of the nuclei 1(§) can be determined by
comparing the theoretical dependences of the switch-
ing current with the experiment. These data can be used
to obtain a number of the parameters for ferroelectrics
(surface tension g, the kinetic coefficients B, etc.).
Moreover, the equations derived make it possible to
determine the flux and the number of the switched
domains formed in the course of polarization switch-
ing.

Thus, investigation of the polarization current in fer-
roelectrics opens up a unique possibility for studying
some parameters of materials, which are difficult to
determine otherwise.

Note that if the mechanisms of domain coalescence
are known, solving the complete system (36)—(39) will
provide more complete and accurate information on
these constants. It should be remembered that in devel-
oping our theory, we assumed that the ferroelectric
crystal was a perfect dielectric, the leakage current was
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zero, and that there were no pinning centers impeding
domain wall motion. Usually, ferroelectric crystals
contain defects of various types. Nucleation is known
to proceed more intensively at defects. In principle, this
can be taken into account. Such a study was performed
in the specific case of nucleation of a new phase on the
surface of asubstrate [2].

6. DISCUSSION OF THE RESULTS
AND COMPARISON WITH THE EXPERIMENT

Now, we estimate some of the relationships obtained
for TGS crystals with 180° domains. According to
[16, 17], these crystals are characterized by the follow-
ing parameters. the Curie temperature T, ~ 322 K, sur-
facetension o ~0.6 x 103 Jm=2at T ~ 302 K, P, ~
3x10°uCm? x~20,6=88x102Fm? w~
6.7 x 1002 m3, and N, ~ /w. Hence, it followsthat inthe
field E = 10° V m, the critical domain size calculated
from Eq. (27) derived in [1] should be R. ~ 10 um,
which is in good agreement with the data obtained in
[16]. Substituting the datain Eq. (42) of [1] and accept-
ing the estimate B, ~ 10°! m— s yields, for the time of
establishment of a stationary flux, t ~ 102° s for fields
E ~10°V m. Inasimilar way, we can estimate the flux
| of the nucleating domains from Eq. (38) derived in [1].
For instance, if the switching fieldisV ~ 107V m, then,
for the same crystal at the same temperature, we have

| = 10 ,/H exp(-H108) m3 s1.2 For H = 5 x 1010 m,
| ~10®¥ m3s?,

For H ~ 108 m, the constants entering into for-
mula (39) have the following approximate values: |, ~
10%, a ~ 10, and t, ~ 10 s. Figures 1la and 1b show
the time dependences of the polarization switching and
the switching current in different fields for the same
values of the constants (TGS crystals), P,/P,, ~ 1.5,
and the sample area S ~ 10° m?, which were calcu-
lated from Egs. (32)—(39). We readily see that the
switching current curves calculated follow qualita-
tively well the evolution of the switching current in
ferroelectrics [18, 19].

In conclusion, we note that switching processes in
ferroelectric crystals of a broader class [18-20] can be
studied in a similar way to intrinsic ferroelectrics with
180° domains. To do this, one should introduce addi-
tional terms into the Gibbs thermodynamic potential
and take into account the attendant elastic energy com-
ponents. We are planning to further pursue this
approach. Nevertheless, the equations derived in this
work should retain their general form.

2 The reader interested in the dependence of the nucleation rate on
H should refer to [1]. We accepted therein that H ~ Yw™°. In a
genera case, the nucleation rate depends, as this can be seen, on
sample thickness. In thin films, which consist, as arule, of small
crystallites, the probability of nucleation of polarization switch-
ing domains should depend considerably on the crystallite size.
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Abstract—This paper reports on parallel EPR studies of high-temperature superconductors based on the
cuprate perovskites RBa,CuzOg 4 « (R =Y, Gd, Nd) and of KTaO5 : Cu, which aso has a perovskite structure.
EPR measurements performed on copper-doped K TaOj; crystals revealed Cu?*—Cu?* copper pair centers. The
copper ions making up pairs are assumed to occupy adjacent tantalum sites. The pair centers are chains consist-
ing of two equivalent Cu?* ions and three oxygen vacancies aligned in the C100Cdirection. The crucial point in
the model proposed isthe presence of an oxygen vacancy sandwiched between two Cu?* ions, whereasthe outer
vacancies do not necessarily occupy neighboring sites. In this structure, complete charge compensation is
achieved. Ferromagnetic exchange coupling takes place between the two copper ions. An investigation of the
exchange and superhyperfine interactions of copper centersin crystalline potassium tantal ate has permitted the
estimation of the respective interactionsin crystals of the cuprate superconductors which exhibit magnetic res-
onance signals due to exchange-coupled copper clusters in the case of oxygen deficiency. © 2001 MAIK

“Nauka/Interperiodica” .

The discovery of high-temperature superconductors
(HTSCs) based on cuprate perovskites [1] has stimu-
lated an ever-increasing interest in the investigation of
the copper—oxygen-vacancy complexes in these com-
pounds. Electron paramagnetic resonance (EPR) is the
main method used to study the structure of copper com-
plexesin various materials; sufficeit to mention that the
first observation of EPR was made by Zavoisky on cop-
per ions as far back as 1944 [2]. In a number of EPR
studies of HTSC compounds of the RBa,Cu;Og . , type
(where R=Y, Gd, Nb; x varies from 0 to 1), there was
success in observing broad unresolved magnetic reso-
nance (MR) lines[3-5], which could be conventionally
assigned to the copper ions. These MR spectra depend
substantialy on the concentration of oxygen (oxygen
vacancies) inthe HTSCs. It is of interest to find model
objectsthat are structurally close to the cuprate perovs-
kites and in which the copper—oxygen-vacancy com-
plexes can form. The main objective underlying our
studiesis, on the one hand, to provide convincing argu-
ments that the MR lines observed in the HTSCs [3-5]
do belong to copper complexes and, on the other, to
obtain quantitative information on the exchange, hyper-
fine (HF), and superhyperfine (SHF) interactions and
gfactors for the copper complexes in materias
approaching the cuprate perovskitesin their properties.
These studies are assumed to culminate in providing
information on the electronic structure of these com-
plexes and the spatial distribution of the wave func-
tions. It isalso essential to understand which of the cop-

per ions—in chains or in the planes—are responsible
for the observed MR signals. For our studies, we chose
copper-doped KTaO; crystals, in which the oxygen
vacancies play amajor part in the charge compensation
of the copper impurity ions. In this paper, we report on
an EPR observation of copper pair centers in these
crystals. The preliminary results were published in [6].

1. EXPERIMENTAL TECHNIQUES

We used the ceramics and single crystals of the
R-Ba—Cu—O cuprate superconductors (R =Y, Nd, Gd,
Sm) prepared in various laboratories. The starting sam-
pleswere, asarule, pure single-phase superconductors
with T = 90 K, and they exhibited only microwave
absorption in a zero magnetic field (low-field signal)
and the strong mi crowave-absorption fluctuations char-
acteristic of the superconducting phase. The quenching
was done by heating the samples to various tempera-
tures (up to 1050 K) in air and rapidly cooling them
subsequently in water or liquid nitrogen. In the course
of annealing, the samples were heated and maintained
at various temperatures in air or in a vacuum, after
which they were cooled slowly (over 1-5 min).

The Gd-Ba—Cu—O and Nd-Ba—Cu—-O crystalswere
grown by direct RF melting in a cold crucible [3] and
represented actually a sandwich made up of thin plate-
lets about 1 pum thick. The total sample thickness was
approximately 50-100 um. The ¢ axis was normal to
the platelet plane.

1063-7834/01/4301-0098%$21.00 © 2001 MAIK “Nauka/Interperiodica’
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The KTaO; : Cu crystals were grown by spontane-
ous crystallization in a platinum crucible [6]. The cop-
per concentration in the charge varied from 0.05 to
0.5 mol %. The angular dependences were measured by
rotating the sample about the [1000or [110C0xis.

We used the standard JEOL EPR spectrometer oper-
ating in the X and Q ranges at frequencies of 9.3 and
35 GHz, respectively. The sample temperature in the
EPR studies could be varied smoothly within the 3.5- to
300-K range in a helium-flow cryostat. The MR mea-
surementsin the Q range at 1.6 K were carried out in a
laboratory-designed instrument providing microwave
power modulation in the cavity.

2. EXPERIMENTAL RESULTS
2.1. YBa,CuyOg , «

Consider first the results obtained in the MR studies
of the YBa,Cu;Og, , compounds. YBa,Cu;Og .  Crys-
talsare believed to haveionic bonding, with the oxygen
concentration (X) playing a specific part, becauseit rad-
icaly affects the physical properties of this crystal.
Depending on the actual oxygen concentration x, the
YBa,Cu;04 ., compound crystallizes in two phases,
orthorhombic and tetragonal. The orthorhombic phase,
presented conventionally in Fig. 1a, is obtained at oxy-
gen concentrations corresponding to the values of x
lying within the 0.5-1 interval, while at lower oxygen
concentrations the tetragonal phase sets in. Figure la
shows the accepted numbering of the various inequiva-
lent positions of copper and oxygen. The crystal has a
layered perovskite-like structure, which consists of two
"CuO, planesin the unit cell (the figure shows four unit
cells) separated by aY ionlayer. TheY ionsare coupled
with oxygen through the Ba and 'Cu layers. For inter-
mediate values of X, the structure of the crystal depends
on theway in which the oxygenisremoved. Theoretical
calculations of the phase diagram in the x—T plane pre-
dict the formation of more complex phases with peri-
odic filling of the chains, the appearance of chains of a
finite length, etc. (see, e.g., [7]).

There are two inequivalent copper positionsin these
crystals, with the copper ions residing in the CuO,
planes ("'Cu) and in the chains ('Cu); it is assumed that
the charge state of the copper depends on the x param-
eter. The stoichiometric oxygen composition x can be
varied by annealing the crystal in an atmosphere with a
preset partial pressure of oxygen, followed by quench-
ing of the crystal.

At x =0, YBa,Cu;04 is an antiferromagnetic insula-
tor with the "Cu?* ions magnetically ordered on the
CuO, plane. It is assumed that the chain copper ions
('Cu) arein the zero-spin state 'Cu*. It is believed that
when oxygen is added (0 < x < 1), it becomes incorpo-
rated into the copper chains and acts as an acceptor by
capturing electrons from the ''CuO, plane and creating
holesinit. Thus, in the limiting case of Y Ba,Cu;0,, we
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have an intrinsic p-type semiconductor. In these condi-
tions, the hole concentration for x = 1is5 x 102 cm=3
(one hole per unit cell).

The x = 1 structure has layers formed of apex-
joined, square-based oxygen pyramids with the ""Cu
ions inside and chains of planar oxygen squares con-
taining 'Cu ions. The decrease in the oxygen content
from O; to Oy is associated with the breakdown of the
chains up to their total disappearance, and the connec-

BaZCUEOG +X

(0
VO ‘ - IVO
L= )| y
oy “-. IICu2+ .
\m- y > -’-E‘—'-" Cu

,:,

Fig. 1. Comparison of copper-pair center modelsin (a) the
YBayCu30g + w HTSC and (b) the KTaO5 : Cu crystals. The
YBayCu3Og 4  Crystal is represented by four unit cells of
the x ~ 1 structure; it is assumed that the fragment of the
copper pair center highlighted in (a) isrealizedinthex~0.5
structure. X, Y, Z are the axes corresponding to the principal
crystallographic directions specified in parentheses; and x,
y, zare the local axes of a Cu?*—Cu?* copper pair center.
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Fig. 2. MR signals (the absorption derivative), which were
detected at 35 GHz at atemperature of 8K in aGd-Ba-Cu-O
crystal quenched from 1020 K, for two crystal orientations
inthemagneticfield, B ||cand B O ¢c. The EPR spectrawere
obtained by the conventional method, with a 5-G magnetic
field modulated at a frequency of 100 kHz.
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Fig. 3. MR spectra obtained in the Y-Ba—Cu—O ceramic at
5K inthe X range: (1) starting ceramic with Tc = 95 K; (2—
4) after quenching in air at 950, 1030, and 1100 K, respec-
tively; and (5-7) after a 5-min annealing at 500, 550, and
615K, respectively. The observed fluctuations are dueto the
presence of the superconducting phasein the sampleand are
not background noise. The narrow lineis due to the DPPH.

BARANOV et al.

tion of this process with the loss of superconducting
propertiesis usualy interpreted to be due to a decrease
in the hole concentration in the''CuO, planeswhich are
responsible for these properties. As is seen from
Fig. 1a, the YBa,Cu;0; crystal is divided into planar
two-dimensional conducting ""CuO, regions separated
by yttrium ions and the latter can be readily replaced by
practically any rare-earth ion without a substantial
change in the electrophysical (including superconduct-
ing) properties of the crystal. It is believed that the cop-
per in the ""Cu layers resides in the +2 oxidation state
for any value of x, whereasthe state of the chain copper
undergoes achange from 'Cu* at x=1to'Cu* at x=0.

It is known that quenching an R-Ba—Cu—-O cuprate
superconductor from temperatures above 750 K [8]
results in an oxygen deficiency (a decrease in the
X parameter) and, accordingly, in adecreasein T.. The
plot relating the critical temperature T with the oxygen
content x has two plateaus near 90 (x ~ 6.9) and 50 K
(X ~6.5). When ceramics and crystals of the 1-2-3 type
are guenched in air from temperatures above 1000 K,
the superconducting phase in these samples practically
disappears and strong MR signals are observed.

Figure 2 displays MR spectra measured at 35 GHz
on a Gd-Ba—Cu-O crystal quenched in air from atem-
perature of 1020 K. The spectra are given for two crys-
tal orientationsin amagneticfield, B ||[cand B [Jc. The
measurements were performed at 8 K. The EPR spectra
were obtained by the standard technique, with the mag-
netic field modulated at 100 kHz (the modulation
amplitude 5 G), and, therefore, the signal has the shape
of the derivative. The MR absorption signals obtained
at atemperature of 1.6 K (with the microwave power
modulated at afrequency of 200 Hz) were measured on
guenched Gd—Ba—Cu—O and Nd-Ba—Cu-O crystals.

Similar MR signals were also observed on aY-Ba—
Cu-O ceramic after quenching in air from different
temperatures (Fig. 3). Spectrum 1 was obtained on the
starting ceramic with T = 95 K before the quenching.
One readily sees microwave absorption fluctuations
typical of the superconducting state. This sample aso
exhibited a strong low-field signal (not shown in the
figure) characteristic of the superconducting state.
Spectra 2, 3, and 4 were measured on the same ceramic
after quenching in air from the temperatures of 950,
1030, and 1100 K, respectively. The microwave absorp-
tion fluctuations are seen to decrease strongly in ampli-
tude because of the decreasing fraction of the supercon-
ducting phase in the ceramic, and an MR signal with a
g factor of ~2.20 and a linewidth of about 400 G
appears. The narrow line belongs to diphenyl B-picryl
hydrazyl (DPPH). Thus, the MR signal intensity isin
anticorrelation with the fraction of the superconducting
phase in the material under study.

The superconducting properties lost in the quench-
ing of the material can be partially recovered by anneal -
ing the materia in air, after which the MR signal again
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falls practically to zero. Spectra 5, 6, and 7 in Fig. 3
were measured on the same ceramic after annealing in
air for five minutes at 450, 550, and 615 K, respectively.
Annealing results in the recovery of the superconduct-
ing phasewith T = 50 K. To recover the superconduct-
ing phase completely, the annealing should be done in
an oxygen environment. It should be pointed out that
annealing brings about some changes in the MR signal
and causes the g factor to decreaseg; i.e., the MR line
shifts toward higher fields.

Both in crystals and ceramics, the MR signals
appear at temperatures below ~40 K and their intensity
increases strongly with decreasing temperature. Esti-
mates show that the intensity of the MR signals corre-
sponds to spin concentrations of the order of 10°° cmr3,
which impliesthat these signals cannot be due to impu-
rities. The MR signals are anisotropic; in magnetic
fields oriented paralel to the c axis of the crystal, the
resonance is observed in higher magnetic fields; i.e.,
the lines correspond to smaller g factors. The magni-
tude of the g factor depends on the type of the 1-2-3
compound, because, in the Nd-Ba-Cu-O crystal, the
anisotropy is smaller than in Gd—-Cu-Ba-O, but in al
the materials studied g > g, where g and g, are the
g factors for the MR signals measured in an external
magnetic field parallel and perpendicular to the crystal
C axis, respectively. In the case of the ceramic, natu-
rally, we obtain an averaged g factor. As follows from
studies performed in the X and Q ranges, the MR signal
anisotropy increases and the lines broaden substantially
with an increasing microwave frequency [4, 5].

The presence of the superconducting phase in a
crystal appreciably affects the shape and position of the
MR lines. Figure 4a presents the MR signal of a Gd—
Cu-Ba-O crystal quenched from a temperature of
1020 K that contains a small fraction of the supercon-
ducting phase (curve 1) and an MR signal of the start-
ing crystal with T ~ 60 K (curve 2). The spectra were
obtained first in the B [ ¢ orientation and then for B || c,
immediately after a rotation through 90° and five min-
utes after therotation. In thefirst sample, the B || c spec-
trum did not change with time, while in the supercon-
ducting sample, we observed a substantial variation of
the signal with time. Similar relaxation effects in MR
signals were observed when the superconducting crys-
tal was turned rapidly through 360°. Figure 5a displays
an MR signal measured in the B [ ¢ orientation on the
same superconducting crystal asin Fig. 4 (1) immedi-
ately after the cooling (in this magnetic-field orienta-
tion, the crystal was cool ed to the measurement temper-
ature), (2) after arapid turn of the crystal through 360°,
and (3-6) at different instants of time after the start of
thefirst rotation (between the instants corresponding to
curves 4 and 5, the crystal was again turned rapidly
through 360°). Figure 5b shows the variation of the MR
signa in time after two turns through 360° at 18 K
(solid line) and after a 360° turn at 9.5 K (dashed ling).
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Fig. 4. (8) MR signals measured at 10 K for two magnetic-
field orientations in a Gd—Ba—Cu-O crystal (1) quenched
from 1020 K and (2) in the starting superconducting crystal
with T = 60 K. The spectrawerefirst measured inthe B O ¢

orientation and, after this, intheB || c geometry immediately
following a 90° rotation and 5 min thereafter. (b) Low-field
signal measured in the superconducting crystal in which the
MR signal (2) was observed. B, isthe microwave field.

Thefigures at the solid line specify the instants of time
at which the MR measurements of Fig. 5awere made.

2.2.KTaO5: Cu

The KTaO; : Cu crystals were studied in two fre-
guency ranges (X and Q) in the 4- to 300-K interval.
Figure 6 presents the orientational dependences of the
EPR spectra measured on the KTaO; : Cu crystal at a
frequency of 35 GHz and a temperature of 300 K. The
crystal was rotated in a magnetic field in the {100}
plane. Whilethereisalarge number of EPR lines, prac-
tically all of them belong to three types of copper cen-
ters, namely, to two single Cu?* centers and one copper-
pair type, Cu>*—Cu?*, with the spin S= 1. Studiesintwo
frequency ranges were necessary for afinal assignment
of the EPR spectra, because in this case one can sepa-
rate the EPR line shifts due to achangein the electronic
g factor from those originating from the fine, hyperfine,
and superhyperfine structures. The EPR spectra of cop-
per are extremely informative, because they contain
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Fig. 5. (8) MR signals measured in the B [ c orientation in
the superconducting crystal referred to in Fig. 4: (1) imme-
diately after the cooling (the sample was cooled in this mag-
netic-field orientation to the temperature of the measure-
ment), (2) after arapid 360° turn of the crystal, and (3-6) at
different times after the beginning of the first rotation
(between the measurements 4 and 5, the sample was again
turned rapidly through 360°). (b) Variation of the MR signal
amplitude in time after two 360° turns at 18 K (solid line)
and after a 360° turn at 10 K (dashed line). The figures
adjoining the solid line refer to the corresponding MR spec-
train Fig. 5a.

signatures of practically al the interactions detectable
by the EPR technique; more specifically, the g factor
shifts providing information on the character of the
wave functions of the copper ions (single and paired),
the fine structure in the copper pair, the HF interaction
between the unpaired electron and the nuclear magnetic
moment of the copper atom, and the SHF interaction
between the unpaired electron and the ligands. The
temperature dependences of the EPR intensity offered
the possibility of deducing the character of the
exchange interaction in copper pairs, which is very
likely to be ferromagnetic; i.e., the state with the maxi-
mum spin (S= 1) has the lowest energy.

The spectrum in Fig. 6 obtained in the B ||[100] ori-
entation contains the EPR lines (identified by vertical

bars) corresponding to the two types of Cu?* centers
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denoted by Cu?*(1) and Cu?*(2). Both centers were
found (within experimental error) to have a tetragonal
symmetry. Unlike the low-symmetry crysta
RBa&,Cu;05 . ,, in the KTaO; cubic crystal, the tetrago-
nal axis of the Cu?* centers may be aligned with any of
the three equivalent [100Cdirections with equal proba-
bility and, therefore, the EPR spectrum taken in the
B || [100Cgeometry exhibits the EPR lines correspond-
ing to the magnetically inequivalent centers with B || z
(where z is the tetragonal symmetry axis of the center)
and B O z simultaneously. When the orientation devi-
ates from B || (100 the signal corresponding to B [0z
undergoes a further splitting. To simplify the general
pattern and to make a comparison of the copper EPR
spectrain KTaO; : Cu with the MR results obtained in
uniaxia crystals of the 1-2—3-type compounds, Fig. 6
presents the experimental (points) and theoretical
(lines) dependences only for the copper centers ori-
ented along the[001] axis. Additionally, for the B ||[001]
and B || [010] orientations, Fig. 6 contains only the
parts of the EPR spectra that correspond to the angles
© =0° and © = 90° (one cannot naturally separate these
spectra completely). The theoretical orientational
dependences of EPR signals are shown for the copper
pairs by solid lines and for the single copper centers
[for Cu?*(2) only] by dashed lines.

The EPR spectra obtained for each type of the Cu?*
centersin the B || z orientation consist of four relatively
broad lines due to the HF interaction. Copper has two
stable isotopes, Cu® (69.2%) and Cu®® (30.8%); both
isotopes have nuclear spins| = 3/2 and nuclear g factors
close in magnitude, and, therefore, for the ratio of the
individual linewidths to the line separations observed
experimentally in the EPR spectra, it is difficult to
detect the copper isotopic splitting. In some orienta-
tions, each copper HF component reveals an additional
splitting caused by the SHF interaction with the
ligands. This additional structure is not seen in Fig. 6
for © =0° and only affectsthe width of individual lines,
because the spectra are presented over a broad range of
magnetic fields. In Fig. 6, the SHF interaction mani-
festsitself partially inthe B Oz EPR component, which
remains fixed in al magnetic-field orientations when
rotated in the { 100} plane.

The spin Hamiltonian describing the EPR spectra
has the standard form

N
H = ygBHB+SOAQ +ZSEﬁiDi, (1)
i=1

where S= 1/2 for the Cu?* centers; the first term is the
Zeeman interaction; the second and third terms corre-
spond to the HF and SHF interactions, respectively;
Hg isthe Bohr magneton; ¢ isthegtensor; A isthe HF
interaction tensor; and ; is the tensor describing SHF
interaction with the nucleus of theith ligand ion.
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Fig. 6. Orientational dependences of the EPR spectra observed in
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KTaO3: Cu crystalsin the Q range at 300 K. The crystal was

rotated so that the [100Ckaxis was perpendicular to the dc magnetic field. Fragments of the measured EPR spectraare shown only for
the B || [001] and B || [010Q] orientations. The points specify the experimental positions of the EPR lines for single and pair copper

centers oriented only along one of the [001] crystal directions (one-third of all centersin the crystal). The solid (Cu2+—Cu2+ pairs)

and dashed [Cu2+(2)] lines refer to theoretical calculations.

The parameters of the spin Hamiltonian (1) for the
Cu?*(1) and Cu?*(2) centersat 300K are asfollows: for
Cu?(1): gy=2.24,9,02.04, A|= 173 x 10* cm%, and
A; 030 x 10 em™; and for Cu?*(2): g, = 2.20, g5 O
2.04, A; =193 x 10 cm™, and A5 030 x 10~ cm™?,
here, the || and [0 symbols denote the parallel and per-
pendicular magnetic-field orientations with respect to
the local z axis of the center, respectively. These data
are close to the results reported in [9]. The EPR spectra
observed have aresolved SHF structure, and we report
the first observation of two different kinds of SHF inter-
actions which differ in the magnitude and character of
the orientational dependences. The SHF structure with
a small splitting, of the order of 0.3 mT (we call it a
weak SHF interaction), was modulated in the magnetic
field by a structure with a splitting of about 1.5 mT
(accordingly, we call it a strong SHF interaction). The
strong SHF-interaction structure in Fig. 6 is partialy
resolved for © = 90°. For centers whose orientation was
close to B || z, an SHF structure with a splitting of
0.3 mT for Cu?*(1) and of 0.37 mT for Cu?*(2) was
observed. When turned by more than 20° from this ori-
entation, the lines broadened and the structure corre-
sponding to the weak SHF interaction was practically

PHYSICS OF THE SOLID STATE  Vol. 43

No.1 2001

unresolved; the structure due to the strong SHF interac-
tion persisted and comprised at least seven lines with
symmetrically distributed intensities. We believe that
the total resolved SHF structure observed isdue only to
the interaction with the Ta>* ions (the validity of this
statement will be corroborated below). More specifi-
cally, the weak interaction is due to the Ta>* ions on the
tetragonal axis of the center (the local z axis), while the
strong interaction is associated with the four equivalent
Ta* ions located in the equatoria plane perpendicular
tothelocal zaxisof the center. The anomal ousintensity
ratios of the strong SHF interaction components are
apparently due to the existence of a strong quadrupole
interaction (the tantalum nuclei are characterized by
one of the largest known quadrupole moments). The
existence of a strong quadrupole SHF interaction with
tantalum ions was proved by ENDOR for iron nucle in
KTaO;[9]. It appears only natural that the SHF interac-
tion for the oxygen ions sandwiched between the cop-
per and tantalum ions and participating in electron spin
transfer from copper to tantalum could not be detected
in the conditions of this experiment because of the low
natural abundance of the 'O isotope having a nuclear
spin, athough our estimates suggest that this interac-
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tion should be fairly strong; therefore, the EPR spectra
of a KTaO; crystal enriched in the 'O isotope should
be substantially different from the ones in Fig. 6. It
should be pointed out that the rel ative concentrations of
the Cu?*(1) and Cu?*(2) centers depend on the sample
and vary over abroad range.

Besides the EPR spectra of single Cu®* copper ions,
EPR spectra belonging to copper pairs were observed
in KTaO; : Cu crystals with enhanced copper concen-
trations[6], which is apparently the first observation of
copper pairsin perovskite crystals. Figure 6 shows sev-
eral groups of lines of the Cu?*~Cu?* copper pair center
denoted by (Cu—Cu) in the upper spectrum, which was
measured in the B || (I0OCorientation. Asin the case of
the Cu?* centers, there are lineswith the B || z (© = 0°)
and B 0 z (© = 90°) orientations, with z aligned with
[1000and also being the tetragonal axis of the center
symmetry. In contrast to the Cu?* centers, there are two
groups of linesfor the parallel and perpendicular orien-
tations each, with the distance between the centers of
these groups in a parale magnetic-field orientation
being about twice that for the perpendicular orienta
tion, which implies that we have here the EPR spectra
characteristic of the triplet states (S= 1) of axial sym-
metry, with the fine-structure splitting substantially
smaller than the Zeeman splitting. The angular depen-
dence of these groups of linesis also characteristic of a
triplet center. For © = 0°, each (Cu—Cu) group contains
seven HF lines, with awidth of ~2.5 mT and an inten-
sity ratio of approximately 1:2:3:4:3:2: 1, which
isasignature of the interaction of an unpaired electron
with two equivalent nuclel of the spin | = 3/2. The HF
structure constant in the spectrum of the new center is
approximately one-half the sum of the HF constantsfor
the Cu?*(1) and Cu?*(2) centers. All thisarguesin favor
of the new EPR spectrum (in Fig. 6) belonging to an
exchange-coupled pair of equivalent Cu?* ionssitting at
neighboring tantalum sites, with the z axis of the center
directed along the [1000axis of the crystal.

The Hamiltonian of an exchange-coupled pair that
includes theisotropic exchange interaction of two iden-
tical magnetic centers with the spins S, = S, = 1/2 and
the Zeeman interaction (but does not take into account
the HF and SHF interactions) can be written as [10]

H = -.]Sl ESz"'HBB EQ[(51+52)a (2)

where J is the isotropic exchange constant; g is the

Bohr magneton; and § is the copper dimer g tensor,
which wasfound to be equal, within experimental error,
to the average magnitude of the g tensors of thetwo sin-
gle copper centers, Cu?*(1) and Cu?*(2). In the case
where the isotropic exchange constant J > gugB, the
situation realized for the copper pairs in our experi-
ment, the system can conveniently be recast in the rep-
resentation of the total spin equal to zero or unity. Note
that the exchange energy does not have a ssmple scalar
form as the first term in Eq. (2) does but rather is char-
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acterized by an anisotropy (in our case, apparently, a
weak enough one) which can be described by a more

general expression of thetype S; - J - S,. For an axia
system with spin S=1, thisanisotropy can betakeninto
account by adding the fine-structure term to the spin
Hamiltonian (1) which reduces to one-half the HF and
SHF interaction constants:

A = pB B+ D[ﬁ—%S{S+ 1)}
u L @
+SE§E(|1+|2)+I;S[% a,.

The spin Hamiltonian parameters for the Cu**—Cu?*
center in the KTaO, : Cu crystal for 300 K are as fol-
lows: |D| = 420 x 10 cm™, g, = 2.22, g5 = 2.04, A =
90 x 10* cm, and A 015 x 10* cm. It should be
added that in the K, _,Li,TaO; : Cu crysta |D| = 455 x
10 cmr?, which is dlightly larger than in KTaO; : Cu,
so that the D parameter is very sensitive to weak
changesin the crystal structure. In the case of pairs, we
detected only an SHF structure with asmall splitting of
~1.5GintheB ||z orientation.

A study of the temperature dependence of the EPR
signal showed that the amplitude of the copper pair-
center signal increases with the temperature decreasing
to 3.5 K. This observation suggests that the isotropic
exchange most likely has a ferromagnetic character;
i.e., thetriplet spin state has alower energy than thesin-
glet one.

Spectra of the Cu?*—Cu?* pair centers were detected
in potassium tantalate crystals within a broad copper
concentration range, and their relative intensity
increases with the copper concentration. It was found
that the observed spectrum is stronger in the samplesin
which the Cu?*(1)- and Cu?*(2)-center concentrations
are roughly equal in value. The presence of one
vacancy in the nearest environment of Cu?* is not
enough for complete charge compensation. On the
other hand, single Cu?* centers with two nearest neigh-
bor vacancies along [100Cktan form and one cannot rule
out the possibility that one of the oxygen vacanciesis
not in the nearest neighborhood on the [1000axis,
because in this case an excess positive charge would
appear. Two such centers, Cu?*(1) and Cu®*(2), fully
satisfy the charge neutrality condition even if located at
a considerable distance from each other. If two Cu?*
ions occupy adjacent tantalum sites, they form a pair
center, whose model is shown in Fig. 1b and which has
the form of a chain of two equivalent Cu?* ions and
three oxygen vacancies strung out along the [100Caxis.
The crucia point in this model is the presence of an
oxygen vacancy between two Cu?* ions (inner
vacancy); the outer vacancies may be farther away from
the copper. In this structure, complete charge compen-
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sation obtains. Thisis apparently what accounts for the
appearance in the crystals studied of copper pair con-
centrations exceeding by several orders of magnitude
the values obtained from a statistical analysis of the
pair formation. Because g, > g, > 2, the wave functions
of each of the Cu?* ionsin apair have the form 3d(x? —
y?), wherethelocal axiszisdirected along the pair axis
(1000 Therefore, the exchange coupling in the pair can
be mediated by the p, orbital of the oxygen ion, which
also argues for the model proposed, because the ferro-
magnetic exchange following from our experiments
finds anatural explanation in thisway.

This model of the Cu?*—Cu?* pair center can be log-
ically extended to amodel of two single copper centers,
with each of them representing a copper ion with one or
two nearest neighbor oxygen vacancies along the (1000
direction. In other words, single centers are actually
two constituents of the pair center. This conclusion gets
additional support from the fact that only one type of
pair center was observed, with its parameters (the g fac-
tor and the HF and SHF interaction constants) being
equal in magnitude, with a high precision, to the aver-
age values of the corresponding parameters of the two
single Cu?*(1) and Cu®(2) centers. As was aready
mentioned, for the copper pairs there has been success
in detecting only an SHF structure with a small split-
ting, ~1.5 G, in the B || z orientation. This observation
easily finds an explanation in terms of the proposed
model of the pair center; indeed, because the weak SHF
interaction originates from two tantalum ions lying on
the local z axis, this structure changes only insignifi-
cantly as one goes over from single Cu?* ions to their
pairs. The decrease in the splitting to one-half that for
the single Cu?* ions has the same nature as the corre-
sponding decrease in the HF interaction constant [in
accordance with expression (3)]. The structure due to
the strong SHF interaction with the tantalumionslying
in the equatorial plane (equatorial Ta ions), which is
perpendicular to the center z axis, is not resolved,
because the situation for the pair differs radically from
that for single copper ions; indeed, there are eight equa-
torial Taionslocated in the two planes that are perpen-
dicular to the axis of the copper pair center and pass
through each copper ion. Thus, the number of the Ta
ions doubles, whereas the SHF splitting decreases by
one half, and it isthisthat probably resultsin the unre-
solved SHF structure.

Consider the SHF interaction, which is essential for
obtaining information on the spin-density spatial distri-
bution in the Cu?* centers and Cu?*—Cu?* pairs. Aswas
already mentioned, the observed SHF structure sug-
gests the existence of several types of interaction with
inequivalent ligand ions. If we exclude the interaction
with impurities, KTaO; has ligand ions of three types,
namely O, K*, and Ta®. The SHF interaction with
oxygen may be disregarded, because only avery small
fraction of the natural oxygen (0.038% 1’O) has a non-
zero nuclear spin. In contrast to oxygen, the potassium
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and tantalum nuclel have magnetic, |, and quadrupole,
Q, moments: for 3°K (93.26%), | = 3/2 and Q = 0.054;
and for 181Ta (99.99%), | = 7/2 and Q = 3.44. The iso-
tropic HF interaction constant for potassium atoms
(for the 4s electron) is 228 MHz, whereas the corre-
sponding constant for the tantalum ion (6s electron) is
15020 MHz and the anisotropic HF interaction con-
stant (5d electron) is 445.4 MHz (without the angular
coefficient) [11]. The isotropic and anisotropic HF
interaction constants for the inner s and p electrons of
the K* (3s, 3p) and Ta>* (5s, 5p) ions were theoretically
calculated with the use of the wave functions given in
[12]; it is essentia that the constants for tantalum
exceed those for potassium by more than 50 times.
Thus, even if the electron spin density is transferred
equally to the potassium and tantalum nuclei (which, in
actual fact, is not the case, because the spin-density
transfer to the tantalum should be substantially larger
due both to the covalency effects and to the wave-func-
tion overlap), the SHF interaction constant with potas-
sium should be negligible compared to that with tanta-
lum. Therefore, there are solid grounds for believing
that the SHF structure observed in the experiments
originates only from the interaction with the tantalum
ions. There are at |east two major mechanisms capable
of contributing to the electron spin density at the tanta-
lum nuclei. Thefirst of them is due to the overlap of the
wave functions related to the cluster under study,
because the wave functions of differentionsare, in gen-
eral, not orthogona to one another. This mechanism
ensues from the Pauli principle, which brings about a
spin-density redistribution resulting from the redistri-
bution of the electron charge densities in filled shells
having oppositely directed spins. This effect was first
considered for the case of F centers in ionic crystals
[13]. For the Pauli principle to be satisfied, the wave
function of the cluster under study was presented in the
form of adeterminant. It should be stressed that in these
conditions one observes the appearance of a spin den-
sity inside filled electronic shells of the originally dia-
magnetic ligand ions, for instance, in the case of
KTaO,, in the inner shells of K* (3s, 3p, etc.), Ta®* (5s,
5p, etc.), and O> (2s, 3p, €tc.). The covalency is arad-
ically new effect in which an electron is transported
between a magnetic ion and its diamagnetic environ-
ment. The most essential illustration is provided by the
case of an electron with the appropriate spin being
transferred from the filled shell of aligand to the free
energy level of amagneticion [for instance, in the case
of the Cu?*(3d°) ions, an electron with the appropriate
spin is transferred from the O% ion to the only empty
orbital in the copper 3d shell to make the shell filled]. It
should be noted that, considered from the physical
standpoint, both of the above effects provide the same
contribution to the SHF interaction and, therefore,
these contributions are practically indistinguishable
(however, their contributions to the HF interaction for
the magnetic ion are opposite in sign and in this case
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there exists, at least in principle, the possibility of their
separation). Because the tantalum ions are located in
the second coordination shell with respect to the copper
ions, the spin density transport takes place primarily via
the oxygen; i.e., thisisatwo-step process and, hence, it
is less efficient than the transfer to the oxygen. Never-
theless, the observed SHF interaction with the tantalum
ions may provide indirect information on the spin den-
Sity at the oxygen ions, which appears important when
studying HTSC compounds.

Consider both possible mechanisms of cation—cat-
ion spin-density transport from the copper ion to the
tantalum ions lying in the equatorial plane. Figure 1b
suggests that the main contribution should be provided
by the Cu—O-Ta 180° bond in the xy plane, i.e., the one
perpendicular to the local copper-center z axis. The
arrangement of the K* ions is apparently unfavorable
for the spin density transfer from the copper to the tan-
talum. An analysis of the overlap and covalency effects
yields the following expression to estimate the con-
stants of the isotropic, a; and anisotropic, a, SHF
interaction with the four equivalent tantalum ionsin the
equatorial plane:

a. = C,3(/3dl2p, [ v) 2plssIW(0);

()
8, = C.5(/33d2pC y) 2plspr 05,

where C, = (8173)guggiy; C; = (2/5)gUegiHy; G and
My ae the nuclear g factor and nuclear magneton,

respectively; \Pf-,S(O) is the density of the 5s-electron

wave function of the Ta>* ion; [3d|2p,Listhe two-center
overlap integral of the 3d wave function of copper with

the 2p, wave function of oxygen; the /3 coefficient
takesinto account the fact that one should use the group
integral involving the 3d(x? — y?) wave function of cop-
per and the corresponding molecular orbital, which is
composed of the 2p, orbitals of the equivalent equato-
rial oxygen ions; y is a parameter taking into account
the covalent transport between the oxygen and copper;
and [2p|5sland [2p|5pllare the overlap integrals of the
2p wave function of oxygen with the 5s and 5p wave
functions of Ta**. The overlap integrals were cal cul ated
with the use of the wave functions presented in [12].
Our estimates show that, for a covalency coefficient
chosen as 15%, a, ~ 1 mT; i.e, it is in approximate
agreement with the strong isotropic SHF interaction
constants observed experimentally. Note that the exper-
imentally measured anisotropic SHF interaction con-
stant with the tantalum ions (about 0.5 mT) cannot be
accounted for if one accepts relation (4). One has to
invoke an additional mechanism of spin-density trans-
fer to the tantalum nuclei. Such a mechanism could be
a strong covalent transfer of oxygen electrons to the
empty 6s and 5d shells of tantalum. In this case, the
spin density at the oxygen, which is produced through
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covalent transfer of one of the oxygen electrons to the
Cu?* copper ion, is preserved in the covalent oxygen-
electron transfer to the tantalum aswell. The weak SHF
interaction with the two tantalum ions at the tetragonal
axis of the center may be due to an admixture of the
3d(z%) excited orbital caused by the electron-attice-
vibration coupling.

3. DISCUSSION OF RESULTS

The main objective of thiswork was to establish the
nature of the magnetic resonance, which is observed in
the HTSCs based on the 1-2-3-type perovskite
cuprates, from EPR studies of the copper complexesin
KTaO; : Cu. As was already mentioned, an estimation
of the MR signal intensity yielded a center concentra-
tion above 10° cm3, which implies that the signal
could be due only to thematrix ions, i.e., the copper and
oxygen ions. We believe that the signal is associated
with copper, because it would be difficult to explain
such alarge MR linewidth of oxygen, which practically
does not have nuclei with magnetic moments. The
123-type materials have copper ions of two types,
which arelocated in the'Cu chains and ''Cu planes, and
the problem consists in correctly identifying the
observed MR signa with the type of copper ion
involved.

We introduce the following coordinate frames
(Figs. 1a, 1b): Z, X, and Y are related to the crystallo-
graphic axesc, a, and b of YBa,Cu;Os. ,, respectively,
while for the KTaO; : Cu crystal the vertical axis[001]
corresponds to the Z axis; the local axes of the copper
pair center are denoted by z, x, and y, with z directed
along the pair-center axis. Consider first the possibility
of the formation of copper pairs (or of alarger number
of copper ions) in the planes. In doing this, we shall
look for a structure similar to the one in Fig. 1b,
because such a structure has the g factors observed
experimentally for the MR. The copper pair structure
shown in Fig. 1b cannot be realized in a plane, because
the copper isin the pyramids, which allows wave func-
tions of the type 3d(X? —Y?) or 3d(3Z? — R?). One usu-
aly considers 3d(X? — Y?) states at the copper sites and
2ps(X, Y) states at the oxygen sites in the "CuO, plane,
where the o index refersto the o bonding. However, in
this case, the relation observed in our experiments
between the g factors, gr. > g, cannot be satisfied.

Our preceding papers [3-5] discussed the possihil-
ity of the MR signal being related to thein-plane copper
and oxygen ions. It was assumed that the MR signals
observed in [3-5] were due to individual magnetically
ordered clusters containing a certain number of
exchange-coupled Cu?* ions. These magnetic clusters,
forming in the course of quenching in HTSC samples,
are in a metastable state; when annealed above room
temperature, they begin to diffuse and overlap to pro-
duce fractal percolation networks, which give rise to
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superconductivity [14]. The clusters have a quasi-one-
dimensional structure with magnetic ordering in direc-
tions perpendicular to the c axis. Our new data obtained
in EPR studies of copper complexesin the KTaO;: Cu
crystals apparently allow the assignment of the MR sig-
nals to the chain copper complexes. The short-range
order in the chains substantially affects the electronic
properties of the superconductor; therefore, an investi-
gation of copper chainsis of particular interest for the
problem of the superconducting state and the role of the
two types of copper inthe onset of this state. Theresults
obtained by us aong these lines fit perfectly into the
phase separation model, because the doping of the con-
ducting ""CuO, plane achieved through charge transport
from the chains to the plane is of alocal nature and the
hole concentration is qualitatively in anticorrelation
with the appearance of the magnetic resonance signal.

In Fig. 1a, a fragment containing two 'Cu?* copper
ions is highlighted, which is similar in shape to the
vacancy—copper complex in the KTaO;: Cu crystal
presented in Fig. 1b. For the sake of convenience,
Fig. ladisplaysthe structure of theY Ba,Cu;0; crystal,
in which there areideal 'Cu chains with the four nearest
neighbor oxygen ions lying in the plane perpendicular
to the a axis. As was aready mentioned, the orienta-
tional dependences of MR signals in the 1-2-3-type
materials imply that g > gj.. A comparison of this
relation with the results of the study of copper pairsin
KTaO, crystals suggests that the axis of the copper pair
(the z axis) should be directed perpendicular to the ¢
axis of the HTSC crystal. Then the condition g, > g > 2
for the local axes of the copper pair will be met and the
wave functions of each Cu?* ioninthe pair will havethe
form 3d(x? — y?), where the z axis is aligned with the
[1000pair axis. It should be pointed out that, because
the KTaO; crystal is cubic, the copper-pair center axes
(the z axes) in this crystal can be oriented along three
equivalent 10001 directions, whereas in the
Y Ba&a,Cu;04 ., , Crystal there is only one such axis (tak-
ing into account the formation of twins, there can be
two z axes in the ab plane).

We consider the two copper complexes in Figs. 1a
and 1b in more detail taking into account the distances
between the copper ions, aswell as between the copper
and the oxygen. TheY Ba,Cu;0; base structure can be
derived from that of a standard, BaCuO-based perovs-
kite by tripling the vertical extent of the unit cell, with
substituting aY atom in one of the cellsfor the Baatom
and changing the number of the oxygen atoms. The
chains consisting of the'Cu, 'O, and 'YO atoms emerge
from the planes because of the oxygen vacancies form-
ing when the YO atoms are removed. The main struc-
tural parameters of YBa,Cu;O; in the orthorhombic
phaseat 300K areasfollows(inA) [15]: a=3.828,b =
3.888, ¢ = 11.65; the bond lengths; 'Cu—'O O0'Cu-VO =
1.94,"Cu-"'0 = 1.92, "Cu"'0 = 1.96, ""Cu—VO = 2.3,
and 'Cu—YO Oa/2. The bond lengths, both in the plane
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and in the chains, are approximately equal, except the
""Cu—'VO bond in the ""CuOg pyramid, and are in agree-
ment with those in the other perovskite compounds.
Because the "Cu—'VO distance is larger than the dis-
tances from the copper atoms to the other nearest oxy-
gen atoms, the copper—oxygen plane coupling with the
copper—oxygen chains, which is mediated by the VO
atoms, is weak enough to permit considering the given
structure as layered. When an oxygen atom is removed
from the 'O position (the YBa,Cu;Og phase) or the
vacancy is filled by the YO oxygen atom (the
YBa&a,Cu;Oy phase), the crystal symmetry becomes
higher (tetragonal). It is highly probable that at inter-
mediate oxygen concentrations a statistical distribution
of the oxygen vacancies between the 'O and YO posi-
tions setsin.

Consider the general characteristics of the two cop-
per pair complexes shown in Fig. 1 for theY Ba,Cu30;
and KTaO; crystals:

(1) The lattice constant of KTaO; a = 3.88 A; i.e,
the bond length between the copper occupying the tan-
talum site and oxygen, Cu-0, is1.91 A, which is about
equal to the bond length 'Cu—YO O a2 = 1.92 A in
Y Ba,Cu;0;. Thus, the distance between two 'Cu?* ions
in the 'Cu?*-Cu?* pair practically coincides with that
between the two Cu?* ions in the Cu>*~Cu?* pair in the
KTaO; crystal.

(2) Between the two Cu?* ionsin a pair, there is an
oxygen vacancy in both cases.

(3) In both cases, each copper ion is surrounded by
four O% oxygen ionslocated in the plane perpendicul ar
to the pair axis.

(4) Asfollows from an analysis of the g factors, the
wave functions of the Cu?* ions in each pair have the
same form, namely, 3d(x? — y?), where the z axis coin-
cides with the bond axis in the pair. This electron con-
figuration is a conseguence of the Jahn-Teller effect
and should bring about substantial lattice relaxation
near the copper centers, in which the equatorial oxygen
ions displace toward the axis of the center, whereas the
axia ligand ions move apart.

Thiswork assumes that, at some oxygen concentra-
tions (near x = 0.5), clusters of pairs or of alarger num-
ber of ferromagneticaly ordered copper ions
exchange-coupled through oxygen vacancies and hav-
ing atotal electronic spin S> 1/2 areformed in the cop-
per ('Cu) chains. The formation of such magnetic clus-
tersis associated with oxygen redistribution around the
'Cuionsin chains. It is assumed that the copper in the
'Cu layersisin the oxidation state of +2 for all values
of X, whereasthe state of the chain copper changesfrom
ICud* at x=1to'Cu* at x=0. Thus, at intermediate oxy-
gen concentrations x, copper clusters of severa 'Cu?*
ions are very likely to form. Note that the neighboring
copper ions surrounding the'Cu?* clusters can bein the
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diamagnetic 'Cu* state [similar to the Ta®" diamagnetic
ions around the copper complex in the KTaO, crystals
(Fig. 1b)]. The bonding with the in-plane copper ions,
which is mediated by the YO oxygen, is too weak to
exert a noticeable effect on the magnetic properties of
the complex chain-copper centers.

Taking into account the general structural character-
istics of the copper pair centers in YBa,Cu,0O,; and
KTa0;, we believe that one may justifiably usethe EPR
spectral parameters of the copper pair centersin KTaOq
in interpreting the MR spectra observed in the 1-2-3-
type compounds. An investigation of the copper pair
centers in KTaO; produced the following results:

(1) The exchange interaction in a pair has a ferro-
magnetic nature; i.e., the triplet state has a lower
energy, with the singlet state lying substantially above
the former (apparently by more than 5 cm™, because
we did not succeed in observing a manifestation of this
splitting in our experimental conditions).

(2) The fine-structure splitting (the D parameter) is
small. Thus, the exchange interaction between copper
ionsis predominantly isotropic and is due to the direct
exchange interaction between two Cu?* ions with the
wave functions 3d(x?> — y?). The magnitude of the D
parameter depends substantially on the structural non-
uniformities of the crystal; for instance, the introduc-
tion of aLi impurity changes the value of D.

(3) The HF structure results in a width of the mag-
netic resonance line envelope of about 40 mT. Taking
into account the fine structure, the linewidth increases
about twofold.

The above models can readily be extended to clus-
ters containing more copper ions, but in this case the
total electronic spins S > 1. Such clusters were dis-
cussed in [16, 17]. Because clusters of different sizesin
an HTSC crystal are apparently statistically distributed,
this results in a distribution of the g factors and of the
fine-structure parameter D; the HF structure due to the
interaction with copper isnot resolved. Theinteractions
between clusters also probably result in abroadening of
the MR lines. As for the total width of the unresolved
MR line, it is apparently determined by the HF struc-
ture and the distributions of the fine-structure parame-
ter D and of the g factor, because of the copper com-
plexes being of different sizes. It should be stressed that
our results on KTaO; indicate that the D parameter is
small, which precludesits effect on such characteristics
as the low-temperature dependence of the HTSC heat
capacity, whereas the exchange splittings very likely lie
within the ranges that would allow an explanation for
this dependence. In addition, it should be noted that
there is a ferromagnetic order and, therefore, the state
with the maximum possible spin is energetically pref-
erable.

The annealing-induced shift of the g factor of the
magnetic clusters (Fig. 3) indicates that the cluster
structure depends on the heat treatments. The size and
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shape of the clusters apparently change. One cannot
rule out the possibility that the g factors (the internal
magnetic fields) can be affected to a certain extent by
vortex magnetic fields; the latter depend on the fraction
of the superconducting phase in the sample, which
increases with the anneal temperature. Thus, it may be
conjectured that the magnetic resonance is represented
by the total signal of many clusters differing in the g
factor. This spread manifestsitself particularly strongly
inthe MR linewidth in the Q range, whereit is substan-
tialy larger than in the low-frequency X range.

We believe that the MR signals observed in the
HTSCs are dueto ferromagnetically ordered individual
clusters containing a certain amount of the 'Cu?* ions,
which are exchange-coupled through oxygen vacan-
cies.

The temperature dependences of the resonance
magnetic fields (and g factors) measured in the X and Q
ranges for different HTSC crystal orientations in a
magnetic field [4, 5] resemble in shape those observed
in quasi-one-dimensional ferromagnets [18]. It was
shown that the resonance magnetic fields for such
guasi-one-dimensional systems with small spin-
aligned regions should be strongly temperature depen-
dent. Theresonancefield islower in the direction of the
easy magnetization axis; i.e.,, our experimental data
suggest that the easy axis in magnetic clustersliesin a
plane perpendicular to the ¢ axis of the crystal, which
corresponds to the z axis in our experiments.

As can be seen from the MR spectrain Figs. 4 and
5, the superconducting phase can coexist with the MR,
as a result of which the MR lines are strongly broad-
ened, and one observes relaxation effects which mani-
fest themselves in the variation of the linewidth due to
rotating the sample and in asubsequent partial recovery
of theinitial linewidth and shape in time. These exper-
iments strongly suggest that magnetic clusters act as
pinning centers for the magnetic flux vortices, thus per-
mitting their use to probe vortex fields in HTSC mate-
rials.
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