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1. Introduction
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The analysis of thermodynamic properties of the pseudospin-electron mo-
del in the case of zero electron transfer with the inclusion of the direct
pseudospin-pseudospin interaction of ferroelectric type is performed. The
equilibrium conditions in the regimes p = const and n = const are investi-
gated in the mean field approximation. It is shown that the interaction with
electrons leads at the fixed p value to the possibility of the first order phase
transition at the change of temperature with a jump-like behaviour of (S%) .
In the regime n = const there takes place an instability with respect to
phase separation in the wide range of asymmetry parameter h values.
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Pseudospin-electron model (so called Muller model [1]) is the one of theoretical
models which were proposed in connection with the investigation of characteristic
features of electron spectrum and lattice dynamics in high temperature superconduc-
tors. In this model strong Hubbard-type electron correlations are taken into account.
Pseudospin formalism is used to describe the locally anharmonic lattice vibrations.

Hamiltonian of the model is of the following form [2,3]

H— Z Hi+ > tyaia;, - % Z Ty 5257, (1)
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H;, = Unyn; — /,LZnZ-U + anwa + QS — hS;, (2)
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where in the single site part in addition to Hubbard correlation U there are terms
that describe tunnelling splitting and asymmetry of local anharmonic potential (lon-
gitudinal field h). Hamiltonian (1) also contains terms, which describe electron trans-
fer t;; and direct interaction between pseudospins J;;. The energy is accounted from
the level of chemical potential .

Most attention while investigating this model has been paid to examining the
electron states, an effective electron-electron interaction, to studying the dielectric
instabilities or ferroelectric type anomalies as well as the tendency to the spatially
modulated charge and pseudospin orderings [4,5].

This work is devoted to the study of thermodynamics of the pseudospin-electron
model in the case of zero electron transfer (¢;; = 0) and zero frequency of tunnelling
splitting (2 = 0). The direct interaction between pseudospins is supposed to be a
long-ranged (.J;; ~ J/N) that makes it possible to use the mean field approximation
(MFA).

In this approximation, the Hamiltonian of the model is of the form

i 3
H, = —MZmaJrUnnnqumean—(h+J77)Sf- ( )

The interaction J;; is taken because the ferroelectric type interaction (J (¢) has
got a maximum value at ¢ = 0; J(0) = J > 0); the order parameter n = (S7?) does
not depend on the unit cell index.

We investigate the possible states and phases of the system as well as the tran-
sitions between them at the change of temperature and model parameters values.

2. Mean field approximation; Q2 =20

Thermodynamic potential of the model, calculated per one lattice site is equal
in MFA to

1
= —f0InZ + §J772,

=2

2 |cosh BHA+e VU= cosh B(H — g)+2e°* cosh 3 ( —g)] . (4)

N
Il

To investigate the equilibrium conditions we separate two regimes: 1 =const
and n =const. The equilibrium for these regimes is defined by the minimum of
thermodynamical potential ((0Q2/0n) 1, = 0) or the minimum of free energy F' =
Q+ uN ((OF/0n)run = 0) respectively.

The equation for the order parameter is obtained from these conditions in the
form

)= 1 sinh SH + e PU=2W sinh B(H — g) + 2e* sinh B(H — £) .
2 cosh BH + e #U=24 cosh B(H — g) + 2eP# cosh 3 (H — £)

()
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The average number of electrons n = <% > nw> is determined as follows:

= —— (gij) _ % [ —B(U—2p) cosh B(H — g) + e’ cosh B(H g) . (6)

The equation (5) and expression (6) form a set of equations for the parameter n
and for the chemical potential.

After eliminating the chemical potential, the equation for the order parameter
transforms to the following form:

=3 (3-2) ot + s (n-2)
+% (2_” —é) thGH, (7)

2 2

where

_(2—n)ay_\/(1_n)2+n(2_”)676Ua%—1 q
- btay e UL —1 ’ (®)

and the b/a? ratio, is given by the expression

b coshBg+ cosh 3(2H — g)
a2 1+ coshB(2H — g)

(9)

The equations (5) and (7) determine the values of  parameter, which correspond
to the extremuma of thermodynamical potential €2 and free energy F' respectively.
From the set of all possible roots of it, it is necessary to take into consideration only
those which provide the minimum values of € or F'.

3. The equation of state = n(h) and phase diagrams at
T = 0 (regime n = const)

The equation for the parameter 7, obtained in the regime of fixed number of
electrons, can be solved analytically in the limit 7" = 0.

Typical example of n(h) dependence is shown in figure 1, which corresponds
to the n value in the interval 0 < n < 1. At some regions of values of h, where
n(h) function possesses S-like behaviour and has got three or more values, the first
order phase transitions with the jumps of parameter take place at the change of h.
Phases n = —3 (phase 1), n = 5 — n (phase 2), n = 5 — Z(phase 3), n = 1 (phase 4)
occur between phase transition points and outside them. At the change of parameter
values the regions, where metastable phases occur, can overlap. The disappearing of
some phase transitions takes place and therefore some intermediate phases are not
realizable. In case 1 < n < 2 the dependence of n(h) is generally similar. The phase
3 and phase 2’ at = 3/2 — n, which now appears instead of phase 2, may play the
role of intermediate phases.
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Figure 1. The dependence of 7 parameter on h field at 7' = 0 (in the case g > 3;

- <cU<g-20<n<]1)

The analysis shows that the states described by 1 (21 < h < 29), 2 (23 < h < 24),
3 (25 < h < z) -lines are unstable while the states 1. . .4 correspond to the minimum
values of the free energy. The intersections of Fy, Fy, F3, Fy lines determine the points
of the first order phase transition between relevant phases. Some of these phase
transitions will not be realizable, if the relevant points of crossing lie above some
other Fj-line.

The values of field h = h;, at which phase transitions ¢ <+ k£ occur, are the
following;:

Iy = 55 hos =U — 4 + 3
hyr =29 —U — 5+ hiy =" + 52U, (10)
h24:g_1_TnJ§ his = ng
at 0 <n <1, and
Tz = g — S ; hag =29 — U — J + 20;
i = U+ hip =29 = § + 4 — 22U, (11)

h2'4:29—J+%J§ his = ng

at 1 <n <2

Some examples of phase diagrams (n,h) where the areas of occurrence of the
phases 1...4 at T = 0 are shown, are presented in figure 2'. Their emerging de-
pends on the values of U and g constants. In addition, they show the possibility of
transforming the phases at the change of electron concentration n. To study this
problem more attentively, we investigated the dependence pu(n) described by the
equation (6).

It is known that the dependence of particle concentration on chemical potential is
one of the factors that determines thermodynamical equilibrium of the system. The

state with homogenous distribution of particles is unstable at (g—Z) < 0. Hence,
T

the phase separation into the regions with different concentrations takes place.
Let’s take, for instance, the case U > g, 0 < h < g; the corresponding phase
diagram in plane (n, h) is shown on figure 2a. One can see that in phases 1 and 4

!The (n,h) and (U, h) phase diagrams for all possible cases are given in [6]
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Figure 2. (n,h) - phase diagrams at T'=0; a) U > g; b) g — % < U<y

the chemical potential increases (or remains constant) with the increase of n, while
within the phase 2 there is a possibility of descending dependence of p on n. That

U-g/2

H

©

gl2

Figure 3. The dependence of chem-
ical potential on the electron con-
centration n (7" = 0). U > g;
g>J/2;0<h< J/2.

means the instability of homogenous state of
the system. In the case illustrated on figure 3
the phase 2 splits at 7' = 0 into phase 4 (n =
0,7 = 1) and into phase 1 (n = 1,7 — 1) with
weight coefficients 1 — n and n respectively.

Phase separated states are bordered by
binodal lines. For example, at 7" = 0 and
U > g they are:

n=0, (0<h<yg)
n=1 (0<h<2g) (12)
n=2, (g<h<2g).

Such boundaries surround the regions of
occurring of the intermediate phases 2, 27,
and 3. The mentioned phases might be stable
only if there were some factors that maintain
the space homogeneity of electron concentra-
tion.
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Figure 4. The n dependence of chemical potential . The parameter values:
g/J =10, U/J = 1; h/J = 025; [1 - T/J = 025, 2 -T/J = 0.14, 3 —
T/J=0.03,4-T/J=0.24,5-T/J = 0.26]. u is given in dimensionless units:
= /.

4. Phase transition at p = const

The dependence of the order parameter on field A and temperature 6, at the
constant value of chemical potential, is determined according to equation (5).

Here we consider the case of non-zero temperature. Among all possible solutions
n = f(0,h,un) of equation (5), let us separate the zero ones. In (0, h)-plane they
define the curves which are described by an equation

sinh (%) + e U2 ginh B (g - g) + 2 sinh B (g — g) = 0. (13)

From this equation one can get

h=80In é, (14)
&
where
£ =1+ e U921 4 968(5+1)
52 = £1|g~>—g :

After substituting this expression for field h into equation (10) we get an equation
n= %th%, that defines the order parameter along the line h = 6 lng—; and has got
the standard form of molecular field equation. In addition to zero solution, non-zero
ones occur at 0 < 0, = %. One can make a conclusion that at the temperatures
0 < 0. the relation (14) has the meaning of equation that describes the line of phase
equilibrium (first order phase transition curve), and temperature 6. corresponds to
the critical point. Critical value of h. is given by the expression

J 14 e 7WU-9-20) 4 95 (§+n)

=—1 .
he 4 . 14 e~ 7W+s=20) 4 905 (§-n)

(15)

(16)
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The feature of this phase transition is that the curve of phase equilibrium gen-
erally is not parallel to the temperature axis. The occurrence of a bent in the cooc-
currence curve testifies to the possibility of the first order phase transition at the
change of temperature with a jump of the order parameter 7 if the value of field h
is within the interval placed between 2H* and h. values.

At the temperatures below the critical value crossing the phase coexistence curve
leads to the jump of electron concentration between values that correspond to phases,
which are involved in phase separation (this corresponds to the break point on the
dependence Q(u)). At the same time these values are points of binodal lines, which
are determined according to the Maxwell rule from the plot of function p(n). An
illustrative sample of this is presented in figure 4. The plots presented are obtained
using numerical calculations based on formulas (5) and (6).

5. Conclusions

The investigation performed shows that pseudospin-electron model with a long-
range interaction possesses some features that make it different from the ordinary
Ising model. They are as follows:

— The possibility of the first order phase transition occurring at the change of
temperature and at fixed value of the field (regime p =const)

— Instability with respect to phase separation in the wide range of parameter h
(regime n =const) with the emerging of the regions with different electron concen-
tration and different orientation of pseudospins.

The results obtained give a more substantiated interpretation of the behaviour of
the pair correlation function and dielectric susceptibility of the model in the case t #
0, J = 0 investigated in GRPA [5,7]. It is possible to conclude that the divergence of
susceptibility y gl ,i—const ad other related quantities at certain values of temperature
and h ~ g (at U = o00) corresponds to the point of the high-temperature phase
instability. The temperature of this instability is situated below the temperature of
the first order phase transition that leads to the jump of (S#).

When the model is used to describe the thermodynamics of oxygen subsystem in
YBayCuzOr-crystals, the results of this work might be used as a basis for describ-
ing the bistability phenomena in apex oxygen sublattices as well as for studying
the experimentally observed spatial nonuniformities and phase-separated states in
monocrystalline specimens [8,9].

This work was partially supported by the Ministry of Ukraine for Science and
Technology (project No. 2.4/171). The authors express their gratitude to O.Velychko
for the assistance in the preparing the manuscript.
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da3o0Bi nepexoam y nceBAoOCMNiH-eJIeKTPOHHIN moaeni 3
NPSIMOI0 B3aEMOAIEI0 MiX nceBaocniHamu

|.B.CTtactok, KO.[aBpuniok

IHCTUTYT @i3ukn koHaeHcoBaHnx cuctem HAH YkpaiHu,
79011 JibBiB, ByN. CBEHLUjLBKOrO, 1

OTtpumaHo 12 xoBTHA 1998 p.

NMpoBeaeHo aHanis TepMOAMHAMIYHMX BNACTMBOCTEN NCEBAOCHMIH-EEeK-
TPOHHOI MOZEeNi y BUNaaKy BiACYTHOCTiI €N1eKTPOHHOIro NEPEHOCY 3 BKIIO-
YEHHSAM MPSAMOI B3aEMOii MiXK MCEBOOCMIHAMUN CErHETOENEKTPUYHOIO
Tuny. Y HabnuxeHHi cepeaHbOro nNoss AOCioKY0TbCA YMOBU PiBHOBArmu
B pexumMax p = constta n = const. [NokasaHo, L0 B3aEMOLiA 3 €N1eKTPO-
Hamu Npu piKCOBAHOMY 3HAYEHHI p NPUBOAUTL A0 MOXIMBOCTI ¢as3o-
BOIrO Nepexoay NepLuoro poay npu 3MmiHi TemnepaTypu 3i ctpubkononio-
HOIO 3MiHOI0 (S%) .Y pexuMi n = const Ma€ MicLe HeCcTabiNbHICTb LWOAO
po3aineHHsa ¢as y W1poKoMy iHTepBasi 3Ha4yeHb napameTpa acumeTpii
h.

Knio4oBi cnoBa: rnncesaocniH-e/1ekTpoOHHa Mo4es b, pa30Bi nepexoau,
po3AaineHHs a3z

PACS: 74.65.+n, 71.45.Gm
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