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The phenomenological analysis of the pressure-temperature (P—1T) phase
diagram of NH4HSeO, crystals is presented. It is shown that the disagree-
ment between the experimental results and the theory may be removed
assuming that the coefficient of the Landau free-energy expansion « at the
gradient term (dg/dz)(d¢*/dz) changes the sign in the experimental range
of pressures. According to the present model the triple point observed in
NH4HSeO, at Px =~ 455 MPa, Tk ~ 236 K may be considered as artificial
points which result from the limitation of experimental resolution. There-
fore, even above Pk there still exist two very close (unresolved) lines of the
incommensurate phase transitions.
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External effects (electric field, mechanical stress, hydrostatic pressure, etc) es-
sentially distort the structure of incommensurate (IC) phases. In many cases they
lead to the appearance of a triple point in phase diagrams. Two lines of the IC
phase transitions (refered usually as normal (N)-IC and IC-commensurate (C) tran-
sition, respectively) merge in this point into one line of direct transitions from N- to
C-phase. The similar point has been revealed recently in the pressure-temperature
(P-T) phase diagram of the improper incommensurate ferroelectric NH,HSeOy [1]. In
these crystals the phase transformation from N- to C-phase is associated with a two-
component order parameter (¢, go) and Lifshitz invariant i§(q1dge/dz — godgqy /d2) is
allowed by the symmetry. In the plane wave approximation it gives the linear (with
respect to wavevector k) contribution to the soft mode dispersion near a commen-
surate point k¢:

W2(k) = a + 20(k — ko) + w(k — ko)?. (1)

The minimum w?(k), thus, corresponds to the point k; = ko — ko = —0d/k.
Therefore if just only ¢ # 0, the direct second order phase transition N-C phase is
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impossible. Accordingly, on the phase diagram only two types of polycritical points
are expected to occur:

(i) The condition aw = § = 0 defines the isolated point of direct second order phase
transition from N- to C-phase in a — § phase plane. Such a point appears in the
intersection of two lines of phase transitions into IC-phase, i.e. it is the tetracritical
point [2].

(ii) In principal, a direct first order phase transition from N- to C-phase is pos-
sible. The corresponding phase diagram has been considered by Sannikov [3]. The
direct first order N-C transition appears at a = ap. for 8 < 0 if o, = 3%/4y > a;
(where § and v are the free-energy coefficients at forth- and sixth-order terms, re-
spectively), thus, the condition a,. = «; defines the coordinates of the triple point
in the phase diagram. This point, however differs from the Lifshitz point, since the
wavevector of the IC-modulation, as well as the angle between the tangents to the
lines of IC phase transitions are finite in the triple point. Instead of this, only the
lines of the first order transitions ay.(o) and ai(0) (0 = $%/4y — §%/2k) have a
common tangent in the triple point.
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Figure 1. The pressure-temperature phase diagram of NH4HSeOy4 crystals [1].

It seems that none of these polycritical points have been revealed in P —T phase
diagram of NH4HSeO, (figure 1) [1]. In particular, above Px ~ 455 MPa the direct
phase transition from N- to C-phase is observed. However, the magnitude of the
jump of the elastic constant at the first order phase transition from the IC- to C-
phase (T' = T¢) critically decreases approaching Pk [1], whereas the lines of N-C and
IC-C phase transitions do not have a common tangent in the triple point (P, Tk)
(figure 1). In fact, this contradicts to the prediction of the theory [3].
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Considering the phase diagrams in the IC-systems I authors [2,3] have restricted
the free energy expansion by the first order gradient terms of the order parameter.
In this case only two types of the polycritical points are expected, which correspond
to the tetracritical or triple points. Within these theories it was assumed that co-
efficient x at the gradient term (dgq;/dz)(dge/dz) is positive and not dependent on
the external effects. Obviously such an assumption restricts the behaviour of 1C—
systems and results in a reduction of a number of possible types of polycritical points
in their phase diagrams. In fact, there are no physical reasons for such a restriction
and the coefficient  for some real systems may change the sign at the experimental
range of the applied pressures P. In order to stabilize the Landau free energy we
must then include additional higher order gradient terms into the expansion. The
corresponding phase diagram in o« — k phase plane has been recently considered[4]
regarding TMATC-Cu crystals. It appears later that the application of this model
exactly to this crystals is not quite successful. According to the recent X-ray results
[5] the observed polycritical point in TMATC-Cu is indeed tetracritical point but
not the triple point as it was assumed in our previous work [4]. Nevertheless, the
appearance of the phase diagram described in this work is quite possible in other
crystals. It seems that one of such crystals is NH;HSeO,4. At least up to now there
is no experimental evidence that the observed polycritical point in the P-T diagram
of these crystals is a tetracritical point. In this case the application of the modified
phenomenological model is inevitable.

Let us consider the free-energy expansion for NH,HSeO, which contains a sixth-
order (n = 6) anisotropic invariant [6]:

L/2
Fo= ¢(2)dz,
—L/2
— g * é *) 2 ﬂ *\3 _ E 6 *6 ﬁ *% o dq*
0(2) = aq"+ 3(q) + 5 (90) = 5@ +a°) + S d" T —ag
rdgdg”  ip( dq &g\ APqd¢ 5
= - S Adg _ ok P
2dz dz 2 q dz3 q dz3 + 2dz2 d22 if(¢° —q) R
1
p? )
g0 (2)

where a = Ag(T — Tp) and B,0,71,72, 4 and A are assumed to be positive. One
must remember that in the case of NH,HSeO, crystal, the IC-phase appears in
the region T, = 252 K < T < T; = 262 K with the wavevector of IC modulation
ko = ¢*(1/3 =€), where £ =~ 0.019 [7]. The free energy density functional ¢(z) in
equation (2) differs from [3,6] only by the presence of the two last terms, which
contain third and second order derivatives of the inhomogeneous two-component
order parameter (q(z),q*(z)). For simplicity here we consider only one gradient
invariant (u-term) which produces the contribution to the free energy proportional
to (k — kc)® (see below). Indeed, the free energy is stabilized by A-term. Kind and
Muralt [8] have used the similar free energy expansion to explain the sequence of the
phase transitions in (NH3C3H7)sMnCl,. A trivial minimization procedure applied
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to equation (2) leads us to the following expressions for the free energy in the I1C-
and C-phases:

A * 6 * 4! * V2 * *
Fie = 7%% + Z(%qk)Q + E(quk)g - §<Q2QK” + qk5QK~)
« K” * . * * 1 *
+ Q< )QK”QK” - lf(qi?éPK/ - qk3PK/) + ——< Pr' Py,

2 Xo(K')
ap = a+26(k — ko) + k(k — ke)? 4+ 2u(k — ko) + Mk — ko),
QG = qei(k—kc)z’ qz _ q*e—i(k—kc)z’ K' = — 3]{:’ K" —9¢0* — 5]{:’ (3)

o /B *\ 2 71 *\3 ,-yé 6 *6
Fo = — = nis -2

q= reiw, q = re’w’,
V=7 —6Xof? =72 +6x0f> ¥ =(2m+1)71/6, m=0,1,2... (4)

The N-IC transition occurs at a; = Ao(T — T;) = ag(k;) = 0. The equilibrium
value of the incommensurate wavevector k; = |ko — kc| = &c* at this second or-
der phase transition corresponds to the absolute minimum of ay in equation (3),
therefore it should be found from the condition:

B )0k = 6 + k(k — ke) + 3u(k — ke)® + 2A(k — ke)? = 0. (5)

The analytical solution of equation (5) is rather complicated, therefore we solved
it numerically for the case of NH;HSeO, crystals. It is convenient to use the nor-
malized coupling constants 6’ = dc*, k' = kc*?, j/ = uc*® and N = \c** presenting
thus the incommensurate modulation by the dimensionless wave number . Their
magnitude has been found in order to adjust the experimental value &; ~ 0.019
for NH4HSeO4 at P = 0.1 MPa [7]. An interesting case occurs when the coeffi-
cient £’ changes in the limits —x! < k' < k], which are defined by the conditions
|kl | ~ NE2 and |k] | > &' /&; here &, is the equilibrium value of the wave number
¢ at K = —k],. The corresponding dependences «;(k’) = Ao(T — T;) and &;(r')
are presented in figure 2. As the parameter ' arises to its certain value, the wave
number &;(x’) initially decreases rapidly and then gradually tends to zero; indeed it
approaches zero-value at k' — oo.

The phase transition point ;. = Ag(T — T¢) from IC- to C-phase cannot be
exactly determined since it usually depends on a chosen approximation. In the sim-
ple soliton model, that is a second order, transition never occurs in a real crystal.
The inclusion of just only the mechanisms of the soliton-defects or soliton-lattice
interaction makes this transition discontinuous [9]. Accordingly, the magnitude of
. can be approximately estimated using the condition Fic(aie) = Fo(aie). Indeed
the free-energy expansion for the IC-phase (see equation (3)) can be reduced to a
more suitable form. The forth and the fifth terms in equation (3) are of the order of
(qq*)° and thus they can be neglected. Then eliminating the polarization P from
equation (3) one obtains:

Qg
2

G + = (0q0)” + = (aqr)”, (6)

Fie =
IC 4 6
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Figure 2. The calculated equilibrium wavenumber &; of the incommensurate wave
on the q;-line (a) and calculated phase diagrams in the o — x’ coordinate plane
(b). The values of the free-energy coefficients have been found in order to adjust
the experimental values & = 0.019 [7] and a4c/a; ~ 20 [1] for NHsHSeOy4 at P =
0.1 MPa.

where 7] is defined by equation (4). The values of the free energy coefficients +/,
~5 and S have been chosen to adjust the ratio a;./c; =~ 20 which follows from the
experiment for NHyHSeO, crystals [1]. Obviously in this case 7] > ~5. The line
ai. (k') was calculated numerically (figure 2) for the given set of parameters. As
k' arises both the lines of N-IC and IC-C phase transitions approach and merge
at K — oo. It is evident, that in the infinity these lines have a common tangent,
whereas the wavevector of IC-modulation k; = £;¢* approaches a zero value.

The unusual phase diagram considered above does not contain any finite triple
point, which seems to be observed in the experiment (figure 1). The appearance of
this point can be attributed to the limitation of experimental resolution. There is
always a certain limit up to which both N-IC and IC-C lines can be observed sepa-
rately. It immediately becomes obvious if we present the phase diagrams in the P—T
coordinate plane (figure 3), which has been obtained assuming that the free energy
coefficients 3,7, 75, A, 0’, i’ are nearly pressure independent. Some justification for

763



A.V.Kityk, A.V.Zadorozhna

260

250+

= 240

K'=a(P-P¥),

2301 a=1x1F, P*=460 MPa

0O 100 200 300 400 500 600
P, MPa

Figure 3. The phase diagrams (figure 2) presented in the P — T coordinate plane
for NH4HSeO,4 crystals. At sufficiently high pressures the lines of N-IC and IC-C
phase transitions cannot be experimentally resolved.

such an assumption follows from the fact, that the pressure behaviour of these coef-
ficients is at least not critical in the experimental range of pressures. Otherwise, the
appearance of the polycritical points of other types would be inevitable. One must
remember that P — T phase diagram of NH,HSeO, crystals has been determined
from the ultrasonic measurements [1]. Taking into account a slightly smeared char-
acter of the elastic anomalies in the vicinity of both N-IC and IC-C transitions one
can estimate the limit of experimental resolution for 7T'; and T, as about 0.5 K. Since
above 455 MPa the lines of N-IC and IC-C phase transitions are separated by a tem-
perature interval smaller than 0.5 K, they cannot be experimentally resolved. Thus,
the triple point in the phase diagram (figure 1) can be considered as an artificial
point.

In conclusion, we have presented here the phenomenological analysis of the press-
ure-temperature phase diagram of NH,HSeO, crystals. A serious disagreement be-
tween the experimental results and the theory can be removed assuming that this
compound shows the P — T phase diagram with an infinite Lifshitz point. An al-
ternative explanation for this phase diagram can be obtained assuming the exis-
tence of the tetracritical point at about 455 MPa. Precise X-ray experiments in this
temperature-pressure range would be quite desirable.
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dazo0Bi giarpammu HecniBMipHOro cerHeToeNeKTpuka
NH,HSeO,

A.B.Kitnk, A.B.3agopoxHa

IHCTUTYT disnyHOoi onTuku, 79005 JieBiB, Byn. [iparomaHosa, 23

OtpumaHo 17 kBiTHA 2000 p., B OCTaTOYHOMY BUIMAAI —
29 nuctonaga 2000 p.

MpencraBneHnii GeHOMEHONOorYHMIA aHania $asoBoi aiarpamMu TUCK-
Temneparypa (P — T) kpuctanie NH4HSeO,. lNokasaHo, wWo Heys-
FOMKEHHS MiX eKCnepuMEeHTallbHUMK pe3yfbTaTaMu i TeOpPIEn MOXe
OyTn 3HATE, NPUNyCcKayu, Wo KOediluieHT x Npu rpafieHTHOMY YNeHi
(dg/dz)(dg*/dz) B po3knagi BinbHOI eHeprii JTaHaay 3miHIO€ 3Hak B 06nacTi
NPUKIaaeHoro Tucky. BignoeigHoO Ao npeacTaBneHoi Moaeni, noTpinHa
Touka, cnoctepexeHa B NH;HSeO, npun Pk~ 455 MPa, Tk~ 236 K, Mmoxe
pO3rMaaaTUCh AK LUTYYHA TOUKA, iKa € Pe3y/ibTaTOM eKCNepUMeEHTasIbHO-
ro obmexeHHs1. OTxe, HaBiTb BULLIE Pk LLE iCHYIOTb ABi AyXe O6nn3bKi NiHii
HecniBMipHUX $Ha30BUX NEPEXOLIB.

Kniouosi cnoBa: ¢azosa giarpama, rnoTpiviHa Touka, HecrismipHa ¢asa

PACS: 63.20.Dj, 64.70.Kb
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