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A model of complex phase boundary, which includes an induced
intermediate phase, is suggested. It has been shown that, provided
the crystallographic parameters of two monoclinic phases do not
satisfy the condition of thin interface formation, a complex phase
interface characterized by two structures is formed. The minima
in the temperature dependences of elastic energy of those two
possible structures in the induced phase have been shown to
correspond to the temperatures and the temperature hysteresis
of a real phase transition, with Pb3(VO,), being selected as an
example.

1. Introduction

Provided that the phase transition is of the first kind,
the mechanism of new phase formation governs the
relative orientation of two phases and the habit of
the interface between them [1, 2]. The majority of
theoretical developments consider the phase interface
as coherent, i.e. as a continuous transformation of
a crystalline lattice into another one at the phase
transition [3,4]. This means that lattice distortions have
to match at the interface (i.e. the phase interface is
considered as a plane, where distortions are absent
[5]). Phenomenological models [6-8] were proposed to
determine the orientation of the zero-distortion plane,
provided that there is twinning at the interface. The
calculated orientations of such interfaces agree well
with experimental results for some phase transitions,
but those models are incapable of determining the
structure and orientation in a specific orientational
state.

In work [9], the model of thin plane interface
(TPI) — i.e. a direct contact — between two monoclinic
phases was proposed, and, in works [10, 11], the
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conditions for a TPI to be formed between phases
with different symmetries were analyzed. For a TPI
to emerge, certain relationships between variations of
crystallographic parameters at a phase transition are
to be satisfied. In addition, the crystallographic axes in
one phase have to be rotated with respect to those in
another phase; this rotation is associated with the Gibbs
vector Gg.

In work [12], the temperature dependences of
crystallographic parameters measured in two phases of
pure ferroelastic Pb3(PO,), were used to analyze the
conditions of TPI formation at different temperatures.
The energy density W of elastic lattice deformations
at the phase transition and the density of the
quantity |AG| = |G; — Ggl|, which characterizes the
degree of orientational phase conformity at the TPI
formation, were determined for each phase. Here,
the Gibbs vector G; corresponds to a spontaneous
rotation of the ferroelastic phase with respect to the
paraelastic one. It was also demonstrated that, in
the range of the actual phase transition, there are
minima in the temperature dependences of W and

IAG].

The following issue remains obscured: Which are
the structure and the orientation of phase interface,
provided that the parameters of crystallographic
lattices do not satisfy the condition of TPI formation

at the phase transition. For this case, we have
proposed a model of complex phase interface
(CPI) with the induced phase as a component

(Fig. 1). The induced phase puts distortions that

emerge in two phases at the phase transition
into agreement with the help of two parallel
TPIs.
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2. Complex Phase Interface Between Two
Monoclinic Phases

Let us denote the crystallographic parameters of the first
phase ((-phase) as a1, b1, ¢1, B1, and ¢ = (1 — 90°;
the parameters of the induced phase as as, b, ca,
B2, and @y = [ — 90°; and the parameters of the
second phase (a-phase) as as, b3, c3, O3 and @3 =
B3 — 90°. The corresponding coordinate systems are
(Xl, Yi, Zl)7 (Xg, Yg, ZQ), and ()(37 Yg, Zg), where the
Xj-axis is parallel to the ¢;-axis, the Yj-axis is parallel to
the bj-axis, and the Z;-axis forms the angle ; with the
ai-axis (Fig. 1). The parameters « and § do not satisfy
the condition of TPI formation at the phase transition.

Since the induced phase matches with the a- and 3-
phases by means of two parallel TPIs, its parameters
must obey the equations for those TPIs. The equation
for the TPI between the 8- and induced phases (TPI;)
looks like

X3B11 + Y3 Bao + Z3Bsg + 2X2Z5B13 =0 (1)
in the coordinate system of the second phase [10], where

Bii=1—(c1/c2)?; Bay =1— (b1 /ba)%;

C1 C1 . ar .
Big=————|( —sinps — —siny; | ;
C2 COS Y2 Co as

2
1 a
B3z =1-—— ((—1> cos? o1+
COS“ 2 as

(61 . ay . >2>
+ | —sinpy — — s, .
C2 a2

If
B11Bsz — Bi3 =0, BBy < 0, (2)

Eq. (1) is equivalent to the following equations for two
TPIs:

Xo + BoYo + Ko Zy = 0, (3)

Xy — BoYa + K2 Zs = 0, (4)

where BQ = 4/ —322/311 and KQ = BIB/Bll-
In turn, the equation for the TPI between the a- and
induced phases (TPI,) looks like

X2Ch1 + YiCoy + Z2C33 + 2X2 7,013 = 0,
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Fig. 1. Structure of a complex phase interface

where

Ci1=1—(c3/ca)?; Cogp =1— (by/by)?;

C3 (03 . as . )
Ci3=———""—|—sinpy — —sinps |;
C2 COS P2 \ C2 ao

2
1 a
Cs3=1—— <(—3> cos? @3+
COS” Y2 a9

2

+ (C—3 sin g — %singpg) )
C2 a2

Provided

C11C33 — O3 =0, CCyp < 0, (5)

Eq. (1) also corresponds to the equations for two TPlIs,

Xo + B3Ys + K375 =0, (6)
Xo — B3Ys + K323 =0, (7)
where

Bs = \/—C422/Ch1,

Hence, two CPI orientations (CPI; and CPIy) are
possible. They are associated with Egs. (3), (6) and (4),
(7), respectively.

Consider the structure of CPI;. Since TPI; and TPI,
are parallel to each other, we obtain from Egs. (3) and
(6) that

K3 = C’13/6(11-

BQ = Bg7 KQ = Kg. (8)
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From Egs. (2), (5), and (8), we compose a system,
consisting of four equations and two inequalities, to
determine four unknown parameters for the induced
phase:

Bs = Bas,

KQ = K37

B11Bs3 — B%;a =0, (9)
C11C33 — Cf5 =0,

BasB11 <0,

022011 <0.

The solutions of system (9) are

_ |[-B+VB*—IHM
Co = 2H ’

b — c3(b3 — b3) + bic3 — b3t
2 — Cg_C% )

p2 = arctg(F/\/Q);

where

ag = F/sin(p2), (10)

H = ai — a3 +m?/(c§ — c});
M =n*(f —p) +n(hcs — qc}) + kcs — L3
B = ¢ cos®(p3)aj — cf cos® (1)ai+

a1c3 + Zmn/( —2);

—&—cfag)
Q = (czaf + (gm +n)*f—
—(cam + c3n)h — k) /(3(c3 — &1));

(e3m +n)/(ea(c5 — 1));

f=d/(G-6)? F=
m = czas sin(ps) — c1a1 sin(p1);

n= clalc§ sin(py) — 03a36% sin(ps);

h=2cia1 sin(gol)/(cg — c%);
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k= (c1cos(p1)ar)’ p=c3/(c3— 1)

q = 2c3a3 sin(<p3)/(c§ —c2); L= (c3cos(ps)as)?.

The cyo-parameter can acquire two values,

_ |[-B+ VB2 —4HM
Co = 2H )
B — VB2 —4HM
Cy = oH .

Therefore, two structures in the induced phase are
possible (A and B, respectively). Since the change of sign
of coefficients By and Bz does not affect the solution of
system (9), the structure of CPIy is similar to that of
CPI;.

The parameters of the induced phase are known.
Hence, it is possible to obtain the equations for CPI; and
CPI; in the coordinate systems of the - and S-phases,
respectively:

X +BY1+KZ, =0, (11)

X1 —-BiY1 + K17, =0, (12)
Xy + BaYs + KuZ5 = 0, (13)
X3 — ByYs + K475 =0, (14)
where

By =/—Ax /A, Ki=A3/An,

By =+/—D33/D11, Ks= D13/D1,

A1 =1~ (c2/e1)?; Agp =1— (ba/b1)?;

Dy =1~ (ca/c3)? Doz =1— (ba/b3)%

C2 Co . az .
Ajg=——""—| —=sinp; — —sinpy | ;
C1 COS 1 C1 aq

Co Co as
D3 =——"— | —sinp3 — —sin s
Cg COS Y3 C3 as
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Making use of Egs. (11) and (13), we obtain the
coordinates of the Gibbs vector G which characterizes
a rotation of the a-phase with respect to the S-one:

G = hiey + hges + hzes, (15)

where

h1 =T tg(62/2), hQ =T tg(62/2), h3 =T3 tg(52/2),

_ dla — d2. —_ d3. — .
ro= a’ Ty = i’ ry = |d|’62 = arccos(S2);

dy = B1K4 — B4Kq;

d3:B4fBl; |d| = \/d%+d%+d§,

1+ BBy + K\ K,
VO+ B+ K)(1+ B2+ K32)

do = K1 — Ky;

Sy =

Equations (12) and (14) are used analogously to
determine the vector Gyo.

Hence, when the CPI is formed, the a-phase can be
in either of two orientational positions, depending on
which CPI (CPI; or CPIy) is realized. Two vectors, Gy
and Gy, are associated with them. To elucidate which
conditions are needed for either structure A or B to
be realized in the induced phase, we will analyze the
CPI structure in a pure ferroelastic Pbs(VO,), which
undergoes the 7 — 3 phase transition of the first kind
3mF2/m at a temperature of 360 K [13]. According to
the notations introduced above when considering the
CPI model, the v-phase is adopted as the first one
(pseudomonoclinic), and the S-phase as the second one
(monoclinic). In this crystal, as was shown in work [14],
the linear dependences of crystallographic parameters on
the parameter c are observed within both phases. The
following regression lines correspond to them: in the -
phase,

a1 = kic+di;bi = ¢/V3; 1 = kac + do; (16)
and, in the B-phase,
az = ksc+ds; by = kac+ da; 2 = ksc+ ds; (17)

where

k1 =2.004; d; =—12.42; ko = —0.0889;
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Fig. 2. Temperature dependence of the crystallographic parameter
¢ in the v-phase (1) and in the 3-phase (2)

da

1.342; k3 = 0.408; ds = 3.624;

ky = —0.688; dy =12.66; ks =0.039; ds = 0.0675.

Near the phase transition point (in the range 320-
371 K), the temperature dependence of the parameter ¢
is linear in the - phase and can be approximated well by
a square law in the -phase (Fig. 2). The points in this
figure correspond to experimental values, and curves to
the following regression equations:

c1 = keT + dg; (18)

co = kyT? + ksT + ko, (19)

where

ke =6.27 x 1075 dg = 9.947; k; = 1.379 x 107>;

ks = —0.0088; kg = 10.95.

Substituting Eq. (18) into Eq. (16) and Eq. (19)
into Eq. (17), we obtain the temperature dependences of
the crystallographic parameters in both phases near the
phase transition point. From Egs. (10)—(14), we obtain
the induced-phase parameters and the equations for CPI.
This allows the temperature dependences of the elastic
energy in the induced phase and the orientational phase
conformity to be analyzed.

Two densities of elastic energy, W4 and Wpg,
correspond to two possible structures (A and B) of the
induced phase in the CPI. They both are the sum of
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Fig. 3. Temperature dependences of the elastic energy densities
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energies

relatively to the parameters of the - and S-phases:

Wa = War + Way;

Waz = 0.5C k1€ 42i5€ A2k15

Wp = Wpg1 + Whso;

Wa1 = 0.5Csjkearijeaiki;

(20)

Wpg1 = 0.5C;jkeB1ij€B1ki;

determined

are the strain tensors of those two structures relative to
the (-phase.
Figure 3 demonstrates the temperature dependences
of W4 and Wpg. There are the minima in the elastic
energy densities at T4 and T, with the W4-minimum
being shifted with respect to the Wg-minimum by AT =
7.6 K toward higher temperatures. The locations of
those minima agree well with the actual temperatures
of the ¥ — 8 and 8 — 7 phase transitions (see Table).
The induced phase has monoclinic symmetry, with the
crystallographic parameters of structure A being closer
to the corresponding parameters of the ~-phase, while
those of structure B to the parameters of the (-phase.
Hence, structure B of induced phase in CPI is formed
at the v — 3 phase transitions, and structure A at the
8 — v ones.
Structure A in the induced phase at T4 is associated
with two CPI equations in the coordinate system of the

~-phase:

X; £1.207Y; 4 0.052Z; = 0. (22)
The angles between the traces of two CPIs on the (001)
plane, on the one hand, and the b;-axis, on the other
hand, are @ = 450.36°, which agrees well with the
experimental results o = £(50+1)° [17]. For the case of
the structure B formation at T, the CPI equations are
almost identical to Egs. (22) (the orientation difference

is about 0.002°).
For this kind of phase transition, the coordinates of

(21)

Wpga = 0.5C;;rieB2ij€ B2k,

the Gibbs vector G, which characterizes a spontaneous
rotation of the ferroelastic phase with respect to the

where Cjji; are the moduli of elasticity [15, 16]; ea1s;
and epi;; are the strain tensors for the induced phase,

paraelastic one, were determined in work [18] as

which correspond to structures A and B, respectively,
relatively to the y-phase parameters; and e42;; and epa;;  Gi = gi1e1 + ga€2 + gzes, (23)
Phase transition temperatures and phase parameters for Pb3(VOy4)2
Parameter Calculation Experiment [13]
B — ~y (structure A) | ~ — B (structure B) B8 — vy—pB
al,z& 7.555 7.554 7.555 7.548
b, A 5.756 5.756 5.757 5.759
cl,A 9.97 9.9696 9.969 9.962
By,° 116.09 116.095 116.09 116.16
az,A 7.555 + 2.4 x 10—2 7.53 —2.3 x 1072 - -
ba,A 5.756 + 4.6 x 10~12 6.079 — 2.7 x 10~12 - -
c2,A 9.97 — 5.4 x 10~ 12 9.566 4 3.5 x 10~12 - -
B2,° 116.09 — 8.9 x 102 115.28 4+ 8.3 x 10~2 - -
az,A 7.535 7.53 7.531 7.53
bs,A 6.073 6.079 6.065 6.075
C3,A 9.575 9.566 9.583 9.573
Bs,° 115.3 115.28 115.39 115.3
Ti, K 365.94 358.34 368 360
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where
_atgd/2) o eatg(0/2) _ estg(0/2),
- M ) 2 = Vi ) 3 = i ;
€1 = \/§K7 — B7K6; ey = Kﬁ — K7; e3 = B7 — \/§’

M = /e + €3 +€%;
1+V3B; + K¢K~
V(@A + K21+ B2+ K2)

2e54(1 —€5,/2)
Ke = —2¢5., /e . K> = — 13 11 ,
6 13/ 11 7 eil + 26{32

0 = arccos(

);

_ \/gefl(l — €l — 6532)
(1+€5,) (€5, + 2e55%)

By

Making use of Egs. (15) and (23), we can determine the
temperature dependences for |[AG 4| and |[AGp|. These
two quantities describe the orientational conformity of
the v- and (-phases on the formation of two structures
in CPIL:

|AGA| = |Gf1a — Gi|, |AGB|=|Gpp—Gi|. (24)

Here, Gfa and Ggp are the Gibbs vectors that
characterize a rotation of the coordinate system of the
(-phase with respect to the y-phase on the formation
of CPI, provided that the latter includes the induced
phase with structure A or B, respectively; and G is the
Gibbs vector that corresponds to a spontaneous rotation
of the (-phase with respect to the y-phase at the phase
transition temperature.

Figure 4 illustrates the temperature dependences of
|[AG4| and |AGp|. The curves almost coincide (the
temperature shift is about 0.4 K). Hence, those absolute
values have minima at temperatures that are much
higher than the phase transition temperature (7). In
particular, at T = T., we have |AG4| = |AGg| =
3.55 x 1073, which is by an order of magnitude larger
than the corresponding value obtained on the formation
of TPIin Pb3(PO,), [12]. Hence, the formation of CPI in
Pb3(PO,), is accompanied by a significant orientational
mismatch between the phases, and this circumstance is
most likely a key reason why a fine domain structure
is formed, and why cracks are formed on the phase
transition.

Thus, the analysis of the CPI structure in Pb3(PO,),
carried out in the framework of the model proposed
makes it possible to draw a conclusion that the
parameters of a phase induced in CPI correspond to two
structures. The specific collection of parameters depends
on the direction of the phase transition (direct or
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Fig. 4. Temperature dependences of |AG 4| and |AGp|

inverse), being closer to the corresponding parameters
in either phase. The phase transition occurs at a
temperature, at which the elastic energy of the
corresponding structure in the induced phase is minimal.
On the CPI formation, there emerges a certain
orientational mismatch between the phases which is
responsible for the polydomain state of ferroelastic
crystals.
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CKJIAJHA ®A3B0BA MEXKA MI2K IBOMA
MOHOKJIIHHUMU ®A3AMUI

B.A. Henouwamenxo
Peszmowme

3aIponoHOBAHO MOJEJIb CKJIaIHOI (a30BOI MeXKi, IKa BKJIIOYAE 1H-
nykoBaHy npoMixkny dagzy. I[lokazano, mo y Bumaiky, KOau Kpu-
crasiorpadivni mapaMerpu IBOX MOHOKJIHHHX (pa3 He 3aI0BOJIb-
HAIOTH YMOBY (OpPMyBaHHSI TOHKOI (pa30BOI MexKi, yTBOPIOETHCS
ckiagHa ¢da3oBa MerKa, sika MOxKe MaTu 4Bl crpykrypu. Ha mpu-
kaazi dasosoro nepexony B Pb3(VO4)2 nokazano, mo miniMymu
TEeMIEPATYPHUX 3AJIEXKHOCTEN MPYKHUX EHEPrii ABOX MOXKJIUBUX
CTPYKTYP iHayKOBaHOI ¢da3u BiANOBigHI TeMepaTrypam i Temiepa-
TYPHOMY TiCTEPE3UCy PEAJbHOTO (DAa30BOrO MEPEXOY.
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