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The problem of microscopic description of low-temperature phases in ferro-antiferroelectric mixed compounds
is discussed. Those phases (ferro-, antiferroelectric and dipole glass) are interpreted based on the specific
distributions for single and pair correlation functions in a non-ergodic thermodynamic system. Phase diagram
and dielectric susceptibility of a mixed system are obtained and analyzed.
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The recently introduced and analysed model [1,2] for microscopic investigation of ferroelectric-
antiferroelectric mixed compounds with hydrogen bonds predicts numerous solutions for single
and pair correlation functions of interactive particles. The single correlation functions are directly
connected with an order parameter (ferro- and antiferroelectric), but pair correlation functions
describe a possible dipole glass phase and in its origin they are close to a well-known Edwards
and Anderson spin glass parameter [3]. In the limit of small (n < 0,45) and large (n > 0,85)
concentrations of ferroelectric component, the investigated system possesses antiferroelectric and
ferroelectric properties up to the very low temperatures, respectively. However, for intermediate
concentration (0,45 < n < 0,85) there arises a specific ordered phase with only short range cor-
relations between particles. The number of different types of correlations (the number of different
solutions for pair correlation functions) increase with temperature falling down [4]. Each of these
pair correlation functions describe some specific arrangement of the nearest neighbours in disor-
dered ferro-antiferroelectric systems. Since such systems are usually prepared due to high-speed
cooling the distribution of such correlation functions is quite random. So, in order to calculate ther-
modynamic functions, the averaging procedure should be performed not for a partition function,
as in Gibbs system, but for its logarithm, directly connected with the observed quantities.

Our approach differs from the well-known methods of investigating the mixed KDP-type com-
pounds (see [5-8]). Those methods are based on the random fields taken into account, that are
induced by competition between ferro- and antiferroelectric types of interaction in hydrogen bonds
lattice. In this way, the dynamical properties of a mixed system were investigated too [9]. We
have proposed a model of randomly distributed interacting groups (Rb-PO,4 and NH4~PO,) which
form a regular crystalline lattice. So, the microscopic proton-proton interactions are not considered
directly. Such an approach essentially simplifies the calculations and provides good physical results.

For rubidium ammonium dihydrogen phosphate — Rb,,(NHy4);_,H2PO4 (RADP) and isomor-
phous rubidium ammonium dihydrogen arsenate — Rb,,(NHy4);_,HoAsO4 (RADA) mixed com-
pounds, this scheme of calculations (using replica method [10]) has shown the existence of at least
two areas of different non-trivial solutions for pair correlation functions [4]. Namely, a high temper-
ature paraelectric phase with only one type of pair correlation function; the second one: dipole glass
phase GG; with three types of them; the third one: dipole glass phase G2 with five types of them. In
every phase, one type of solution is “trivial”, so it exists for any temperature, including only the
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temperature of paraelectric phase. The aim of the present paper is a more precise investigation of
our model in order to find new dipole glass phases and to analyse the behaviour of thermodynamic
functions in a large scale of temperatures and concentrations.

We regard a regular crystalline lattice of KDP-type system, each site of which is occupied (quite
randomly) by rubidium or ammonium groups, that is by Rb or NH4. The dipole momenta of Rb—
AsQOy4 group are directed along z-axis of the crystal and the dipole momenta of NH4—AsO4 group
are directed along the x-axis. In the first case we can observe a ferroelectric ordering (below certain
temperature) and in the second case the antiferroelectric ordering is possible. Due to competition
between ferroelectric and antiferroelectric types of ordering, the crystal undergoes frustration: no
type of ordering is preferential and instead of long range order only short range correlations between
particles remain. At low temperature and at intermediate concentration, those correlations form a
specific state of a crystal, i. e., a dipole glass phase.

The Hamiltonian of ferroelectric-antiferroelectric mixed system is as follows [1,2]:

o 7% Z Z {V;Tmlﬁiﬁjsfmsfm/ + U;}Lm'(l —n;)(1— Tij)sixmsfm’} : (1)

i,J m,m/’

Here V;?“”/ is the intensity of interaction between m-th “dipole particle” Rb—AsQO, in i-th site
with m/-th “dipole particles” Rb—AsOy in j-th site and U{;””/ is the same for NH;—AsO4 “dipole
particles”. So, the first term in (1) is responsible for ferroelectric ordering and the second term is
responsible for antiferroelectric ordering in the mixed system. S%, 5% are projections of the unit
classical vector S on the z and the z axis, respectively; the site occupation operators n; have the
following eigenvalues:

1, when ¢-th site is occupied by Rb,
n; =
0, when ¢-th site is occupied by NHy .

Since the unit cell for KDP-type crystal contains two formula units (there are also two sublattices
below a phase transition point [11]), the numbers m,m’ run from 1 to 2. So, we can use the
two-particle cluster approximation in which the interaction of particles belonging to the same
site is taken exactly, but for particles belonging to different sites the self-consistent field [4] is
sufficient. Another great problem connected with the calculation of thermodynamic functions is
configuration averaging over randomly distributed “dipole particles” (Rb-AsO4 and NHy;—AsOy)
with z- and z-oriented dipole momenta all over the sites of the crystalline lattice. This problem can
be solved using the replica method [4,10]. Since we have two sets of variables {SZ } and {SZ,},

the introduction of n replica variables of, for S7, and n replica variables &8, for SE, is necessary.

m
With the accuracy up to the second order of symmetric replica expansion (variables o and
fm reduce to oim, &im) and using the two-particle cluster approximation, the following expansion

for —BH has been obtained [12]:

—BH = Z {410,102 + B1(0i1 + 0i2) + A2&i1&ia + B2(&i1 — &i2)} — C, (2)

7

where A, B,C are some coefficients connected with initial parameters Vi’;m/, U{;””/ of the Hamil-
tonian and “order” parameters P, ¢, g., gz:
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W Vi\° s Vi Uss
B, = Ji P+4J2 (V) P v Vp
Ua Ua 2 VUa
By = (tanhgV —.J7) qu+4j2 <7f) q3—7f VfP2q 7
Vi Us Jo U \?
C = {J1VfP2 (tanhBV — Jp) Vf 2_|_— —2+<9z—vg;c>

f af2 2 f af2 2 f 52 af22
Vi +V 1 g (TFUar) g g2y oq(Vipe L ;
( Vv )( g:) ( Vv )( 9x) Vv ‘rq

1 1
Vo= gV Va5 (W -V,
j=1 j=1
1 1
Uf = 5 Z (Ull + U12) Uaf = 5 Z (Uzbl - U;]Q) ’
j=1 j=1
Vo= Vi3 U=UR (3)
Ji = Z 21n 1—n+ne 25%)
Jy = Z 4tln 1—n—|—ne 2ﬁw); (4)
P =(oi1), q= (&), g- = (0i10i2), gz = (&in&ia); (5)

0= kT, k is the Boltzman constant, T is the absolute temperature. Here (...) denotes thermal

averaging for a given distribution of z- and z-oriented dipole momenta of Rb—AsO, and NH;—AsOy4

groups, respectively, whereas a bar denotes a stochastic averaging over different distributions.

We shall use the random distribution of Rb and NHy groups all over the crystal. P and g are

simple ferroelectric and antiferroelectric order parameters, respectively. g, and g, are the nearest

neighbours pair correlation functions (like Edwards and Anderson spin glass parameter).
Performing the trace operation in the expression for free energy

F:félnTT{e*ﬁH} (6)

over cluster states of spin-like variables o and &, and configuration averaging using an effective
version of replica method [10], the final formula for F' has been obtained:

F = f% In {4 (e*A1 + et cosh 2B;) (eA2 + e~2 cosh 2Bs)} + %C’. (7

Minimization procedure of (7) under all the introduced “order” parameters P, q,g., g, gives a set
of equations for their determination:

P = Z 'eMsinh2B; (eA2 + e_A2cosh2Bg) ,
g = Z e 25inh2B, (e_Al + eAlcoshQBl) ,
g, = z 1 (e*A1 — eAlcoshQBl) (eA2 + e*A2cosh2Bg) ,
Je = z 1 (e*A1 + eAlcoshQBl) (eA2 — e*A2cosh2Bg) ,
zZ = (e*A1 + eAlcoshQBl) (eA2 + e*A2cosh2B2) . (8)

The solutions of (8) may be found by numerical calculations only, because all parameters Ay, Az, By, B2
are strongly non-linear functions of temperature and concentration. The basic solutions of (8) have
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been obtained in [2], where one area for the existence of simulations of three different roots for g, g
was found, and in [4], where an additional area for five different roots for g, g, was detected. So,
it was shown that dipole glass phase is characterized by a set of different roots for pair correlation
functions of the nearest neighbours.

200

180
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Figure 1. Phase diagram of RADA type compound built for the model Hamiltonian parameters:
V =65K, U = —210K, V; = 70K, Ur = —40K, Vo = —80K, U.s = 120K.

Using a highly precise method for numerical solution of a set of non-linear equations (8) we
have found five regions with different numbers of roots for ¢, g., starting with region P (one
root), and the next are: region G (three roots), region Gy (five roots), region G5 (seven roots)
and region G4 (nine roots) (see figure 1). So, for different values of temperature and concentration
(at sufficiently low temperature and for intermediate concentration) there is a set of local states in
ferroelectric-antiferroelectric mixed system. The lower is the temperature, the more complicated is
the dipole glass phase (the bigger number of different pair correlation functions is realized).

Comparing figure 1 to the classical experimental results for RADA [11,13,14] one may find
that regions Gs, G3, G4 completely coincide with the dipole glass phase observed experimentally.
However, the region G lies in sufficiently higher temperature range. What’s the matter? In our
opinion the region G7 (three roots for g., g, are realized) present the phase of precursor dipole
glass state. Three different types of interparticle correlations show only a slight deviation of pure
paraelectric phase (P in figure 1) from homogenous state. But in regions Go— G4 such deviations are
substantial, the distribution of interparticle correlations in them is sufficiently non-ergodic. They
really present the dipole glass phase. The possibility of precursor of dipole glass phase existence
was claimed in [15,16], where the polar nano-clusters which appear at rather high temperatures
and remain to exist down to low temperatures were detected using Raman scattering method.
The recent investigations [17,18] also confirm the existence of precursor dipole glass phase at
temperatures about 100-120K in mixed RADA materials.

It is important to note the coexistence of ferroelectric-dipole glass (F'— G) and antiferroelectric-
dipole glass (AF — G) phases (see figure 1), which take place practically in the whole region of
concentration for ferroelectric phase, but only in rather small region of concentration for antifer-
roelectric phase. This fact is in good agreement with experiment [11,14,17].

In order to perform a more detailed investigation of different ordered and disordered phases of
RADA in a wide region of temperatures and concentrations the analysis of basic thermodynamic
functions is essential. In the dipole glass phase, the free energy (7) possesses a set of local minima
according to different solutions of equations (8) [19]. Those minima are separated by potential bar-
riers with non-limited height in the thermodynamic limit N — oco. Due to these potential barriers,
the investigated mixed system remains near some minima for a sufficiently long time. So, we have a
remarkable example of non-ergodic system, because the time averaging values do not coincide with
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the ensemble averaging values for them. In order to correctly calculate thermodynamic functions,

e. g., the free energy, all potential minima should be taken into account. We shall use “nonuniform”

mean values, because the states with lower energy contribute mostly to the observed quantities.

For free energy we have

— Z;ID:I Ee_ﬁFl (9)
Zle e—BF

where Fj is the expression (7) for I-th solution of set of equations (8), I run from 1 to p, p being

a number of different roots of (8) in separate regions (P, F, AF, Gy, see figure 1). For example, at
concentration n = 0,6 and temperature 7' ~ 50 K p = 7, because there are 7 roots in the region G5.

F

Static dielectric susceptibility x = (%) 5o We shall calculate using the thermodynamic iden-
tity:
dF = —SdT — PdE, (10)

where FE is an external electric field.
To obtain free energy depending on F, the term

> (B + 021) + B(Es; + &) (1)

describing the energy of the investigated system in the electric field, should be introduced into
expression (2). As a result, for the “partial” free energy Fj, instead of the expression (7), a new
one takes place:
1
F = 3 In {4 [engl) + A’ cosh (QBY) + BE)}
1
[eA;l)coshﬁE + efA;l)coshQBél)} } + BC(Z). (12)

Here Agl), A;l), B;l), Bél), C® are formulae (3) with P, ¢ gg(f), ggl) parameters forming one root.
The general expression for xy now takes the form:

3, {8515;” +8(PO - p) p(l)} o—BF
= Do e 7

(13)

where O BF
P\e=rH
poale (14)
e hh
For the regions of concentration and temperature, where long range ordering in mixed ferro-
antiferroelectric system does not exist, the expression (13) may be substituted by:

2
_ Zl %EFQ‘Z e_ﬁFl (15)
X = Zl e—BF

The temperature dependencies of inverse dielectric susceptibility (in arbitrary units) calculated
based on (14) for some concentration 0,55 < n < 0,85 are presented in figure 2. According to
figure 1 only paraelectric and pure dipole glass phases exist in this region. Moreover, the dipole
glass phase is divided into several zones, from G — precursor of dipole glass state to G4 — the state
with strongly non-ergodic distributions of interparticle correlations.

The behaviour of 1/x in general is close to the law predicted by Curie, especially at low
and high temperatures. However, for temperatures corresponding to transitions between different
G| regions, there arise some perturbations in the linear behaviour of 1/x. Most peculiarities of
x take place when the precursor of dipole glass phase (G1) appears. At low temperatures, the
appearance of a new dipole glass phase (G4 in figure 1 for example) insufficiently contribute into
the dielectric susceptibility because the total non-ergodic character of the investigated system
internal arrangement changes insignificantly in this case.
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Figure 2. Inverse dielectric susceptibility of RADA type compound at different concentrations
of Rb atoms. The model Hamiltonian parameters are the same as in figure 1.
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J10 NUTaHHSA NPO HU3bKOTEMNEpaTypHe BNOpPAAKYBaHHSA Y
CerHeTo-aHTUCErHeToeNIeKTPUYHMNX 3MillaHuX croslyKax

M.A.Kopwurescbkuin'?, B.5.Conos’saH!

1 IHCTUTYT di3ukn koHaeHcoBaHux cuctem HAH Ykpainum, 79011 JibBiB, Byn. CBEHULbKOIO, 1
2 IHcTUTYT disukm LLeuiHcbkoro yHiBepcuTeTy, Monbwa, 70451 LLeuiH, Byn. Benbkononsceka, 15

OTpumaHo 6 6epesHst 2009 p., B octatoyHoMy Burnaai — 18 TpasHs 2009 p.

O6roBOPIOETLCS NMUTAHHA MIKPOCKOMIYHOMO OMUCY HM3bKOTEMMNEpaTypHMX $as y CerHeTo-aHTUCerHeTo-
enekTpUYHMX 3MiaHmx cnonykax. Lii dasm (cerHeTto-, aHTUCerHeToenekTpmyHa i AMNOoNbHOro ckna) iH-
TEPNPETYIOTbCS HA OCHOBI cneun@ivyHNX PO3NOAINIB A5 YHAPHUX | NaPHUX KOPENauinH1X GyHKLi B Heep-
roAMYHUX TEPMOAMHAMIYHUX cuctemax. OTpMMaHo i NnpoaHanisoBaHo $Gas3oBy Aiarpamy Ta OieNekKTpuyHy
CMPUNHATAMBICTb 3MiLLIAHOI CUCTEMMU.

Knio4oBi cnoBa: cerHeToenekTpuku, TBepAl po34ynHu, pasosa giarpama, 4unosibHe ckio

PACS: 75.10.Hk, 77.22.Ch, 77.84.F
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