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Abstract. The ferroelectric phase transition in a small particle depends on its size. Analytical
results concerning the size dependence of the transition temperature, and the polarization profile
in the ferroelectric phase have been obtained within a phenomenological model, which has
been previously studied only numerically. The model does not take into consideration the
depolarization field, assuming full compensation of surface charges. The dynamic susceptibility
deviates from Debye-like behaviour in exhibiting a broadening at higher frequencies. The static
susceptibility obeys the Curie—Weiss law, and exhibits a similar divergency at the point of the
size-driven transition.

1. Introduction

The size effect is undoubtedly important for small ferroelectric particles as regards the
explanation of the ferroelectric phase transition and dielectric properties of powders,
composites, and ceramics. The transition temperature is usually lower than the Curie
temperature, and has turned out to depend on the particle size. It decreases with decreasing
particle diameter in BaTi@[1], PbTiO; [2], and KDP [3], and there is no transition below

a critical size.

In some cases the transition temperature can be higher than the Curie temperature. This
assertion is supported by the observations for thin films of KNpt) and TGS [5, 6], in
which both an increase and a decrease of the transition temperature were observed, probably
depending on the sample preparation.

The dielectric constant decreases with decreasing particle size in Pldi@posites
[7], and it was proposed that this occurs due to the gradual creation of a multidomain state
in the larger particles. An unusual peak of the dielectric constant versus the particle size
was observed for BaTi©[8].

Two main theoretical explanations of the size effects for composites are proposed.

The first concept stresses the significance of the depolarization field and a space charge
layer, which try to break up the particle into domains of different polarization. The
multidomain ferroelectric state disappears in small enough particles, and concomitantly
the dielectric constant exhibits a peak [9].

Within the second approach, full compensation of the surface charges is assumed to have
taken place after some time, and thus the depolarization field does not then exist. Instead, a
surface layer with a different transition temperature to that of the bulk is considered. This
causes the shift of the phase transition in the particle, and an inhomogeneous distribution of
the polarization [10]. In reference [10], the authors studied the static properties by means
of numerical calculations.
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In the present paper we have analytically solved the latter phenomenological model for
the second-order phase transition in the spherical particle. The generalization of this model
enables us to obtain the temperature- and size-dependent dynamical dielectric susceptibility
of the particle.

2. The model

The phase transition in a ferroelectric particle has been successfully described within the
Landau theory. For the second-order phase transition, the total free energy reads [10]

1 1 1 1
F=| &r |:A(T —Te)P2+ ZBP*+ ZD(VP)? — EPi| +/ d*r [D(S‘lPZ]
) 2 4 2 )
(1)

where P is the position-dependent polarization, aifig is the Curie temperature of the

bulk crystal. The first term describes the interior region with spatially independent positive
interaction constantd, B, D, while the second one is included to account for the surface.
The lengths characterizes the surface, and depends also on the surroundings of the particle.
Its value can be either positive or negative. One can obtain the polarization profile by
minimizing the free energy (1). To simplify the problem, we shall consider a particle of
spherical shape, with the radiks For the sake of simplicity, we further assume that the
polarization lies in a single direction, and that its valRé-) depends on the radiusonly.

The free energy in spherical coordinates becomes [10]

£ /Rdr r? :—LA(T —Te)P? + }BP"' + :—LD(VP)Z —EP|+ :—LDR28‘1P2 )
4~ Jo 2 4 2 2 §
where Ps = P(r = R). On the basis of geometrical considerations, it was proposed that
the coefficients depends on the radiug as follows [10]:

1 5 1 ao

T 4 T (1-= 3

s=a 5 (1 5k) ®
where ., is the limiting value corresponding to the flat surfade £ o), andag is the
lattice spacing. For the sake of simplicity, we shall further assume a size-independent
8. Nevertheless, the expression (3) could be taken into account at the end, by a simple
substitution into the formulae obtained. It was stressed in reference [103 thetomes
positive for small enough particles in the case of negatiyeas well.

3. Size dependence of the Curie temperature

The Curie temperature can be calculated by analysing the stability of the equilibrium state
P(r) against small perturbationsP (r). The linearized equations of motion féP (r, r)
and ford Pg(¢) can be derived as follows:

328 P asP  193°(réP) A(T — T¢) B
4T == — 3—_P(r)?|sP 4
P o2 ot rooor? < D + D ") ) @
325 P a8 PS asPS 1
_ = — ~s5pPS 5
PS oz TS Ty <8r 5 ) ®)

where p and ps are densities, andl and I'y are friction coefficients (divided by) for
the bulk and the surface. To analyse the stability of the para-phase we(put= 0, and
consider a single-harmonic perturbatid® = § P, €“" ands PS = § P> €*'. The frequency
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Figure 1. A graphical representation of certain equations: equation @8 0, 7p < Tc¢);
curves 1: taigR; and 1. koR/(1— Rs~1); and equation (13)8(< 0, Tp < T¢); curves 2:
tanhlko|R; and 2: |ko|R/(1 — R§™1).

is, in general, a complex number reflecting the damping. The equations for the amplitudes
become

92(r 8 P,) ) B )
and
s Ps
© +618P5 =0 7
or
where
A(Tc —T .
kf) = % + pw? +iwl (8)
8;1 = 8_1 — (pSa)z + |C()FS) (9)

The eigenfunctions are solutions of equation (6):

sink,r

8P,=C (10)
and substituting the last expression into equation (7), one obtains the equation for the
eigenvaluesy:

R
koR + (8 — 1) tank,R = 0. (11)
The system becomes unstable when the frequency of the soft mode is zero. The transition
temperaturd’p is a solution of equation (11) fas = 0. To obtain this solution, one should
realize that ifT < T¢, thenkZ = k?_, > 0 (see equation (8)), and equatiofi®), (11)
contain realkg for o = 0. If T > T¢ then k(z, < 0, ko is purely imaginary, and equations
(10) and (11) can be rewritten as
sinh|k
5P, o= ¢ >Mhlkolr (12)

r

R
kol R + (5 - 1) tanh|ko|R = 0. (13)
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The graphical representation of equation (11) (and equation (13)) is shown in figure 1.
There are also approximative solutions in some cases:

Tp:Tc—m;e#g %«% 8>00r8 <0 (14)
Tp = <Tc - nz,l:z/A) + Zﬂ;lZ/A (2)2 ? >1 (6>0 (15)
Tp = (Tc + D(S/2A> + 2D8§A (?) _% >1  (6<0 (16)
sz(Tc—”Z;éA)+21¥A<l—§) ‘1—?‘«1 s> 0). (17)

P(r)

Figure 2. The profile of the soft-mode amplitude: curve 1is fBp < T < T¢c (8 > O,
equation (10)); and curve 2 is fdic < Tp < T (8§ < 0, equation (12)).

For § > 0, the Curie temperaturér < T¢, as can be seen also in the limiting-cases
equations (14) and (15), and in figure 1. In this cé$e- 0, and the spatial distribution of
the polarization of the soft mode is described by equatidh; see figure 2. This means
that the phase transition occurs over all of the particle volume, and the surface shifts the
transition temperature tdp. For larger, the temperatur&pr approached¢ (see equation
(15)), and the surface term in the free ener@y becomes small compared with the bulk
term (i.e., the ratioR?s~1/R% = 1/R§ — 0).

Different behaviour appears fat < 0. ThenTp > T, and the shape of the
soft mode assumes an exponential character near the surface; see equation (12), and
figure 2. The phase transition sets in inside the surface layer, the thickness of which is
ko' = A(Tr — Tc)/D. This is evident for large radiuR (i.e., a planar surface). Then
the transition temperaturg approaches the valug- +82D/A > T¢, even if the surface
term is small (YRS — 0) compared with the particle volume. The polarization becomes
nonzero inside the layer near the surface, while it is zero at distances largds;thans.

Foré > 0, there can exist a critical radiug- below which the ferroelectric phase does
not exist. The numerical value & is a solution of equation (11), obtained puttifig = 0
andw = 0. Smaller particles do not undergo the phase transition. The phenomenological
formula used in reference [2] has the same form as expression (14). The typical course of
the dependence af = Tp/ T on the radiusk is shown in figure 3, where we use the
same coefficients as in reference [10].
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Figure 3. The size dependence of the phase transition tempergtuseTp / T¢; the parameter
used is a dimensionless combinatidn/ATc/D = 15.

Let us note that if we adopt the size dependence of the pararfedecording to
equation (3), then its value becomes always positive for small enough particles.

4. The spatial distribution of the spontaneous polarization

Let us consider a temperatufebelow the transition temperatuf® . Further, we consider

Tp < T, i.€.8 > 0. The polarizationP (r) could be obtained by solving equations (6) and

(7), puttingw = 0. Instead of doing this, we assume the profile to have the approximate

form

Sinkpr kz _ A(Tec — Tp) -
r D

where the amplitudé®, should be calculated. Substituting (18) into (2) and minimizing the

free energy, one easily derives the equilibrium value

P(r) = Po 0 (18)

LA
P2="12(Tp—T) T < Tp (19)

L B
where

sin2,R

I =4k, R*1- "= 20
= —att, (1= T2 ) (20)
I, =[-3+4+4cosz,R — cos4,R + 8k,R Si(2k, R) — 4k, R Si(4k,R)]k,. (21)

(Si is the sine integral function.)
The average polarizatioR,, over the particle volume is

sink,R — k, R cosk, R
(k,R)3

In a particle with the radiu®, the average polarizatioR,, « (Tp — T)*2. Let us fix the

temperaturel’, and only vary the radiu®. ThenP,, o (R — Rp)Y/? for R > Rp, and

P,, = 0for R < Rp. Rp is the radius at which the size-driven phase transition occurs.

The size dependence &%, according to expression (22) is compared with that calculated
numerically; see figure 4. A good agreement occurs near the phase transition driven by

Py = 3PO (22)
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Figure 4. The size dependence of the averaged polarizakignat the temperature = 0.85;

the same coefficients were used as for figure 3. Curve 1 (bold curve): expression (22);
curve 2 (dotted curve): numerical calculation; and curve 3 (full curve): the bulk value
Pay/JATc/B = (1 —1)Y/2 = 0.39.

the change of the particle siZ&p < R < 78), while far enough away (foR > 75) the
polarization departs from the approximative formula (22), approaching the bulk value
P, = é(T —T)Y2
av B C

for the large particles. This reflects the fact that #msatz(18) is valid for temperatures
satisfying the inequalitie§Tp — T)/Tp < 1 andTp — T K T¢c — Tp. Outside this region,
the coefficient of the linear function (19) becomes temperature dependent.

5. Susceptibility

In accord with equations (6) and (7), the equations of motion for dynamic susceptibility
read

182(rxw) 2 B 2 1

Z (k2 4+32P Y= —— 23
r or2 ( ©T°p (r))x D (23)
xS 1\ ¢

o L (Z),S=0. 24
or +<5w>va (24)

First, we study the paraelectric phase, in whiety) = 0. Then the solution of equation
(23), finite atr =0, is

sink,r 1
Xa)(r) = Cw - Dik(% (25)
where the constart,, is determined by putting (25nto (24):
R? 1

D [kR + (RS;* — 1) tank, R] k28, cosk, R

Finally, the total susceptibility, derived by integration gf(r) over the volume of the
particle, becomes

47 (R 1 tank,R — k,R 3
V= A () = v-__e ~1|. 27
Yoo =7y /0 ) = e [(Rau—,l— D tank, R + ko R 8,k2R } (27)
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Figure 5. The dynamic susceptibility of the high-temperature phas&;

15; (a)r = 0.5; (b) r = 1; and (c)t = 3. The ratio of relaxation times isis/r = 0 (curves 1);

15/t = 0.45 (curves 2); andg/t = 1.35 (curves 3).



4962 | Rychetsit’and O Huak

150

Imyx [xATg)
oy

w»n (=]

o o

0 1 ) I
0 100 200 300

Rex [xATc¢)

@

&
<
X
=
g
~
0 ! ! !
0 40 80 120
Rex [xAT¢)
(b)
T T v T
15+ LA, R N
o .2 < .
) .3
Q 10| . 4
X L.
sl f _
—
0 i L 1
(o} 10 20 30
Rex [xATg)

(c)
Figure 6. Cole—Cole plots of the susceptibilities shown in figure 5. #(a} 0.5; (b) ¢t = 1;

and (c)t = 3; s/t = 0 (curves 1);tg5/t = 0.45 (curves 2); ands/r = 1.35 (curves 3). The
full-line semicircle represents the Debye relaxation.

Let us further considep = ps = 0. Then one obtains Debye-like relaxation for the bulk

crystal:
1 T A\t
xoh= — ([ ——-1) —iwt
AT \\ T¢

with the high-temperature relaxation time = I'D/ATc. From equation (9), one can
also define the characteristic relaxation time of the surfages= I'sd. Expression (27)
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has in general an infinite number of complex zeros, and the spectrum should be more
complicated than that for the simple Debye relaxator. The main features are demonstrated

in figures 5 and 6. When the ratig/t is small, the susceptibility’* is well approximated

by the Debye relaxator for a wide range of low and high temperatures. The broadening

of the high-frequency side of the relaxation peak increases with increagingand with

increasing temperature. In the Cole—Cole diagram, a deviation from the Debye process
occurs, and it resembles the more complicated relaxation described by the Havriliak—Negami

expression [11].
Let us study the temperature dependence of the susceptibility. We can riyete

A A .
Ko=kpo— 5T =Te) k=5 (Tc—Tp)+po? +iol (28)

and expandy?* in T — Tp:

1
Xl = ([(tank,,,wR —kyoR) / {[(R(Swl — 1 tank, ,R + k, ,R]

~ Dk?
k,,Rtank, ,R + RS, AR? 3
+ 2 & (T - TP)}:|5k2R - 1)- (29)
olp.w

p.w
2kp R D

For nonzeraw, the dynamic susceptibility does not divergeTat The static susceptibility
x&’" exhibits Curie-Weiss behaviour neBs:

or -+ 1 tank,R — k, R 6D 1
%o = Diz\k,Rtank,R + Rs-* Ask,R> T — Tp
whereT > Tp andk, = k, 0. The Curie constant anfl> are functions of the radiug.

(30)
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Figure 7. The size dependence of the static susceptibjjifyat the temperature = 7/T¢ =
0.85; 8./ATc /D = 15. R is the critical radius, an®p is the radius for whichp = ¢. Curves

1 and 1 are obtained from formula (27) (see the text); and curve 2 shows the numerical results.

Expanding expression (27) iRp — R, one can obtain the size dependence of the
susceptibility at the fixed temperatufe The radiusRp is the one for which the transition
temperaturel, = T. The static susceptibility reads

th - 1 ( tankoRp — koRp 3 1
O 7 DIZ\ (kKZRp — 5~ tankoRp — Rpd—tko SkiRp Rp — R

(31)

whereR < Rp and the patrticle is in the paraelectric state. To study the susceptibility of the

ferroelectric phase, i.e. whee > Rp or T < Tp, one should solve equation (23) using the
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polarization profileP (r) given by equation (18). This is a difficult task, and for simplicity
we putP(r) = P,, in equation (23);P,, is determined by equation (22), and dependskon
andT. Then the susceptibility again has the form of equation (27) (and of equations (30)
and (31)), but with the renormalized wave-vector

K2 = w -~ sngU +iwl

and withT < Tp and R > Rp. So the susceptibility obeys the Curie-Weiss law from
both sides of the phase transition, i§” o« 1/|R — Rp| and x;” o« 1/|T — Tp|. The size
dependence of the static susceptibility is plotted in figure 7. The approximative solution
considered above is valid just abow, as follows from the comparison with the exact
(numerical) solution. Note that the susceptibility exhibits a peak (it diverges due to the
second-order phase transition) Rt= Rp. A similar maximum of the size-dependent
dielectric constant was observed for Ba{if8], and explained alternatively in reference [9].

6. Conclusions

We have analytically investigated the Landau-type model of the second-order ferroelectric
phase transition in small particles that was recently studied numerically, as described in
reference [10]. The model assumes that the surface charges are fully compensated, and that
the phase transition is modified mainly due to the different properties of the surface layer.

Our main results concern both static and dynamic properties. The size dependence of
the transition temperature could change frég—Tp o 1/R to To — Tp o 1/R? on varying
the coefficients and the radius; see equations (14)—(17). The former case has been used in
the literature [2]. Belowl's, the order parameter is position dependent, with a Landau-type
temperature behaviour. The approximative profile (18) is valid near the phase transition
point; see figure 3.

The dynamic dielectric susceptibility is more complicated than a simple Debye-like
relaxation. This difference increases with the ratio of surface and bulk relaxation times
75/t, and with increasing temperature. The asymmetric Cole—Cole plot resembles the
Havriliak—Negami stretched relaxation. Note that the assumption of full compensation can
be justified for the low-frequency region. However, at higher frequencies, the compensating
charges are retarded with respect to the oscillating polarization, and the depolarization field
that arises causes further broadening of the high-frequency part of the dielectric dispersion.

The static susceptibility obeys a typical Curie—Weiss temperature dependence. The size
dependence exhibits similar behaviour: at a given temperdturéhe divergence occurs
for particles with the radiu®,(T); see figure 7. This is in accord with the maximum of
static susceptibility observed for BaT{@B]. Particles with radii smaller thaRp are in the
paraelectric state, while those with radii larger thp are in the ferroelectric state.

Note that the size-driven phase transition, and the similar behaviour of the polarization
and susceptibility discussed in this paper can be obtained also within a model in which
just the depolarization field is considered [9]. Therefore it is sometimes rather difficult to
choose the more appropriate model; e.g., both approaches have been used in the discussion
of experiments on ceramics and powders of BaTQ 12].

In composite materials, the irregular shapes of the particles (cadstogbecome a
function of the position), as well as a distribution of particle sizes, the randomness of the
particle surroundings, and interparticle interactions, lead to a more complex picture of the
phase transition [13].
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