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Phase transitions in elastic media, taking place under the application of the force conjugated to
the order parameter (the ordering force), are discussed theoretically. The force imposes to the
solid the symmetry of the new phase, and this produces a linear coupling between order param-
eter and scalar variables such as density and energy. If there exists a diverging susceptibility
X(T, ) in the absence of the force, it will generally become quenched by the induced coupling
to density in the elastic solid. Specifically, one finds that X acquires a discontinuity at the wave
vector ¢ =0, with only X(7,0) that can diverge. This fluctuation quenching is discussed in gen-
eral, and detailed calculations are given for the ferroelastic transition in KH,PO,. As light
scattering is a choice investigation method in that case, particular results are given for the
scattering intensity, as well as for the size and motion of the scattering cone under the applied
force. The force also modifies the dynamics in an essential way, as order-parameter fluctuations
become linearly coupled to entropy fluctuations. This coupling leads to a thermal central peak
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whose strength and width are derived.

I. INTRODUCTION

Systems that undergo elastic transitions can be clas-
sified according to the dimension of their soft sub-
space in reciprocal space. A type-I instability corre-
sponds to transitions with only soft directions,
whereas type-II designates those with soft planes.!
There exist also type-0 instabilities for which only a
point, ¢ =0, is soft in the Brillouin zone. Elastic
transitions with symmetry breaking are always of type
greater than zero.>® The converse statement is gen-
erally true, namely, nonsymmetry-breaking elastic
transitions are generally of type-0, except for acciden-
tal combinations of material parameters. Type-0 in-
stabilities are known to occur in a variety of systems,
for example in transitions obtained by H dissolution
in certain metals,* or in mixed-valence compounds in
which the volume compressibility exhibits an anoma-
ly.’ In such cases, macroscopic modes with ¢ =L,
where L is a typical sample dimension, may become
important.* Those modes depend strongly on boun-
dary conditions, as recently demonstrated for the
Nb-H system.®

Type-0 second-order transitions can also be in-
duced by application of the force conjugated to the
order parameter of a symmetry-breaking transition.
For example, application of the appropriate stress can
transform a type-I or type-II first-order instability
into a type-0 instability that terminates at a critical

point (corresponding to a critical value of the exter-
nal stress). A type-0 instability is also expected to
occur. in systems where the elastic degrees of freedom
are only secondary order parameters by turning on
the force conjugated to the primary order parameter,
e.g., by applying a magnetic field on a compressible
ferromagnet.” The present paper considers the statics
and dynamics of such induced type-0 transitions, with
special attention to the case of KH,PO, (KDP) for
which experiments have already been performed.? In
that case, the transition is easily changed from type-I
to type-0 by application of a static electric field £
parallel to the z axis, which is the axis of the spon-
taneous polarization P that develops at the tetragonal
(42m) to orthorhombic (2mm) ferroelectric transi-
tion.

The absence of critical microscopic fluctuations in a
type-0 transition justifies the use of a Landau expan-
sion as will be done here.!'# Indeed, at such a transi-
tion one expects no diverging correlation range, no
associated critical slowing down, and thus no cluster-
induced nonanalycity of the free energy. Further-
more, in the case of KDP, the transition without field
is type-I, which has an upper critical dimensionality
of only 2.5.1° Hence, a Landau approach is fully jus-
tified for d =3. It should be noted that the absence
of critical microscopic fluctuations at a type-0 transi-
tion is purely an elastic effect. If one could ignore
elastic couplings, the conclusion would be that
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second-order transitions induced by application of the
ordering force should behave just as the liquid-gas
critical point.1° In the hypothetical case of a phase
transition in a simple isotropic solid, Ginzburg and
Levanyuk already pointed out that it is the presence
of a nonvanishing shear modulus that prevents the
divergence of microscopic fluctuations and the obser-
vation of true critical opalescence in light scattering.!!

KDP is the model substance for H-bonded ferro-
elastic ferroelectrics, as well as the prototype of a rich
family.!>!® It is generally agreed that the transition is
related to the ordering of protons.!* This ordering
couples to an optic mode of B, symmetry associated
with cation displacement parallel to the tetragonal ¢
axis.!* The resulting polarization couples piezoelectri-
cally to the strain component eg,'® that is, to xy
shear.!* The corresponding acoustic branches be-
come unstable, producing the type-I transition indi-
cated above. Brillouin scattering ideally probes that
instability. The spectrum is proportional to the
relevant correlation function (8P8P) - , where 8P
designates the order-parameter fluctuations, and the
subscripts @, w indicate space-time Fourier transfor-
mations. It is important to note, however, that Bril-
louin scattering does not give any indication as to the
origin of the optic-mode softening, nor can it test
tunneling theories. Conversely, the proton-ordering
aspect, which could be expected to belong either to
the 3D Ising or to the 3D dipolar universality classes,
becomes irrelevant sufficiently close to the transition
where the crossover to the type-I elastic universality
class has taken place. i

The transition in KDP is known to be slightly first
order.!” Polarization measurements!® as well as x-ray
diffractometry!® have been used to investigate the
transition under hydrostatic pressure p, and have es-
tablished that it becomes continuous above a tricriti-
cal point (TCP) about 2.5 kbar. Under application of
the ordering electric field E, one expects two wings as
sketched in Fig. 1. The present work considers the
light-scattering behavior in an E7T plane with p below
the TCP value. For convenience, the value p =0 is
selected. The transition with p = E =0 has already
been investigated thoroughly.””?! Hardening of the
adiabatic elastic constant under £ has also been ob-
served.?’ The early experimental work was impaired
by the presence of a rather strong central-peak
feature,?? which was later recognized to be static?
and annealable.?* It is the availability of highly per-
fect annealed crystals that has now allowed the obser-
vation of the reduction under E of the overall scat-
tered intensity,? an effect which indicates fluctuation
quenching. Simultaneously, a thermal central peak
occurs, whose intensity and width could also be mea-
sured.” This peak is produced by the coupling of
thermal fluctuations to order-parameter fluctuations,
and it has a similar origin to the thermal central peak
of the ferroelectric phase.?®*?’ That particular aspect

FIG. 1. KDP phase diagram. In the £ =0 plane, the
transition is of type-I, and it is continuous at pressures
above the TCP. On the wings, at £ #0, the transition is of
type-0, orthorhombic to orthorhombic. It becomes continu-
ous on the lines K to TCP and X' to TCP.

of the present work has already been described quali-
tatively elsewhere.?®

In the following sections, the above ideas are
developed in detail, first, in general terms, then, with
particular application to KDP. In Sec. II, an appropri-
ate Landau free-energy expansion is presented. In
Sec. III, this expansion is used to calculate the macro-
scopic response, the shift of transition temperature
with hydrostatic pressure, the ET phase diagram, and
the classical exponents. The relation to light scatter-
ing is discussed in Sec. IV: the scattered spectrum is
related to generalized susceptibilities using the
fluctuation-dissipation theorem, sum rules are
presented, and expressions are derived for particular
scattering geometries of interest for KDP. The micro-
scopic susceptibilities needed to calculate the spec-
trum are then obtained using the Landau free-energy
expansion; in Sec. V, only the quenching of integrat-
ed intensities, the shape of the scattering cone, and
its motion with E, are considered. In Sec. VI, the
spectral shapes are discussed: to this effect, dynami-
cal equations are derived, and these are used to cal-
culate the relative strength and the width of the ther-
mal central peak. )

II. LANDAU EXPANSION IN PRESENCE OF
THE ORDERING FORCE

Consider a parent phase that transforms into a
lower symmetry distorted phase at some temperature
T,. The transition is assumed to be slightly first or-
der, so that the absolute instability of the parent
phase with respect to the distortion of interest occurs
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at a temperature 7T, slightly below T',. Here, for con-
venience, we take the parent phase to be the high-
temperature one. Let us assume that one can impose
externally the force conjugated to the order parame-
ter . Under that force the symmetry is broken.
However, for small enough force, a jump in n at a
temperature near T, still occurs: this is a
nonsymmetry-breaking transition. By varying the
force, one obtains lines of first-order transition that
terminate at critical points. For a one-component or-
der parameter, the situation is as shown on the ET
plane of Fig. 1. Invariants of the group of the parent
phase can always be constructed by combining n with
those elastic degrees of freedom that transform as the
identity representation of the group of the distorted
phase. One such simple invariant is the product of
the second-order invariant in n with those strain
combinations that transform as the identity represen-
tation of the parent group. Under the applied force,
m is nonzero; the effect of the above terms is that the
nonsymmetry-breaking transition is elastically cou-
pled. Hence, it is generally a type-0 elastic transition.

The free energy is expanded about a reference con-
figuration of the parent phase. As the transition was
assumed to be slightly first order, there is no third-
order invariant in 7. The susceptibilities are related
to second derivatives of the free energy. Hence, to
obtain the lowest-order changes of susceptibilities
produced by the applied force, it is necessary that the
expansion be complete up to all fourth-order invari-
ants, including all strain couplings to the same order
in m. To discuss stability limits, it would be sufficient
to restrict the expansion to those strain combinations
that transform as the identity representation of the
distorted phase. However, in Secs. V and VI we will
-also be interested in waves with more general
transformation properties. For this reason, it is ex-
pedient to write down a full expansion immediately.
To find all terms of the expansion, it can be con-
venient to consider the elastic stiffness tensor of the
distorted phase and to compare it to that of the
parent phase. Those elements that are new in the
distorted phase are polynomials odd in n, whereas
those elements that are common to both tensors are
even in 1.

The above ideas are now applied to the particular
case of KDP. Here, two additional circumstances
have to be considered: (i) P and eq are linearly cou-
pled in the parent phase. Hence, either one, or a
linear combination, could be taken as suitable order
parameter. We select P as primary order parameter,
as the applied force is the electric field E conjugated
to P. However, in the distorted phase, eg is an odd
polynomial in P, and this generates additional terms
in the Landau expansion. (ii) The orthorhombic x,y
axes of the distorted phase are rotated by m/4 around
Z with respect to the tetragonal x,y axes. This means
that the three orthorhombic strains e® (i =1 to 3 )

that transforms as the identity representations of the
distorted phase are related to strains e; in the tetrago-
nal axes by e; =e, =%(e1° +e),es=ef —ef, e;=¢).
In the following, only tetragonal axes of the parent
phase will be used. However, as mentioned more
generally above, the expansion will not be restricted
to e; = e, as we will later be interested in waves pro-
pagating along X.

To describe the isothermal macroscopic response
under constant external forces (constant stress & and
electric field E), it is appropriate to use the Gibbs
free-energy density G (&, E.T). To describe wave
properties, it is more convenient to use an expansion
in terms of strain and polarization (Helmoltz free en-
ergy F). The relation between G and F is simply

G(3,E,T)=F(s,P,T)-¢- 5P E ,

from which € and P are eliminated using the equili-
brium conditions 8F/de; = o; and dF/dP;=E,. Here,
we proceed to a Helmoltz expansion and subtract the
products e;o; and EP (only the ordering field E;=E
is considered). Although the canonical transforma-
tion will not be completed immediately, we call the
result the Gibbs free-energy density. It is written

G=F0+GP+GE+GPE+GTE . (21)

The reference configuration is for the moment taken
to be the paraelectric phase at T =T, (free Curie
temperature), assuming that point could be reached,
and with no applied forces (E =3=0). In Eq. (2.1):

(1) F, is the background lattice free-energy densi-
ty, related to the background specific heat Cp, by

8’F, pCpe

where the subscripts designate constant polarization
and strain, and where p is the density.

(2) Gp is the polarization contribution, where only
P;= P will be considered, since only the ordering
field is applied

Gp==a(T—T)P*++BP*+ --- —PE . (2.3)

Here, T, is the ‘‘clamped’’ Curie temperature, which
is the instability point in the absence of coupling to
the elastic degrees of freedom. Note that B is not the
macroscopically measured ‘‘Landau B coefficient.”’
The latter will be designated by By, and it is derived
in the following section. The dots represent sixth or-
der and higher terms necessary to stabilize the sys-
tem. A full expansion to sixth order in P would con-
tain a large number of unknown coefficients and
would hardly be useful. Hence, a term %CP6 will be

added simply to the macroscopic free energy in the
next section [Eq. (3.16)] in order to discuss the
phase digram. The coefficient C is then equal to the
macroscopic value that can be derived from polariza-
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(3) Gg is the pure elastic contribution to fourth order in P, remembering that eg is linear, and that e, e;, and e;

are quadratic in P:

=1 2 41 2 1 2 1 1 2 4 1 2
Gp=5CuE] +5Cyef +Cpeje; +5Cisef + Ciseres + Crzezes +5Cesed + 5 Cused +5Cued —eio;

1 2 41 2 4 1 2 1
+ 5 Cisse1e6 +5 Ciese2eé + 5 Cagse3e6 + Caseeseses + Fcésoseé‘

Here, the C’s are elastic stiffnesses at constant T and
P, and Brugger’s definition of the higher-order elastic
constants has been used:?’ Note that G above does
not contain all third- and fourth-order terms in all
strains. It just contains all quadratic terms in the
strains, and only those third- and fourth-order terms
that give quadratic contributions in strain fluctuations
under the application of a static electric field E, or of
a static stress 0. An easy way to see that Eq. (2.4)
is complete in the above sense is to consider the elas-
tic-constant tensor of the distorted phase (obtained
by-application of a static o4 to the parent phase) as
shown in Fig. 2(a). This tensor is then rotated to the
coordinate system of the parent phase [Fig. 2(b)].
Those elements that appear in addition to the usual
ones of the parent point group (42m) are proportion-
al to e and are included in Eq. (2.4).

(4) Gpg contains the mixed polarization and strain
terms, that is, piezoelectricity and electrostriction, to
fourth order in P and es. One has

Gpg = —h36Pe6 - 86P3€6 - 8{',Pe63 - 81P281 - 81P262

- 83P283 + —;—AlﬁPele6 + %A15P€286 + %A;sPe3e6

+ 5 AgsP2ed 2.5)
[ X N J ®|— 11— [ J
XX 0—22—:\I : 8 g
X X o|l—33—|e0e@ o o
. e |—23— o
o |o — 13— & x
[ — 12 —|0-0 O [} ]
° —_1 — o
e |—2— ;\
o — 3 — °
(@ (b)

FIG. 2. Diagrams of allowed tensor coefficients for
second-, third-, and fourth-rank tensors. Bars connect equal
elements: (a) Point group mm2, which is the orthorhombic
point group of the low-temperature phase of KDP. (b) The
same as (a) but with the (£ —J) axes rotated by 45° about
# here full dots represent the point group 42m of the high-
temperature phase, open dots represent additional elements
produced by the lower mm2 symmetry, and squares indicate
elements whose nonlinearities are important for the consider-
ations of Egs. (2.4) and (2.5). The line indices are indicat-
ed between (a) and (b).

2.4

Here, hj¢ is the usual piezoelectric coefficient, and
the subscripts (36) will be dropped for notational
simplicity. The other coefficients are denoted by &
and A, with the polarization subscript 3 omitted for
the same reason. There seems to be no standard no-
tation for these coefficients. Their existence derives
from a consideration of the third column of the
piezoelectric tensor in Fig. 2(b). The omission of
terms in P, and P, amounts to neglecting the tensor
coefficients in the first and second columns of the
piezoelectric tensor of Fig. 2(b). These only play a
role for waves with appreciable e4 and es com-
ponents. "

(5) Finally, Gz accounts for thermal expansion. It
is written

Grg=—lai(e, +e;) +aze;1AT (.6)
where the following definitions are used
a;=a1(C1 +C) +a33Cy3 (2.7a)
a3=2a11C13+a35C33 , (2.7b) -
AT=T-T, . (2.7¢)

Here, ay is the thermal expansion tensor at constant
P3% The effect of thermal expansion being altogether
small, no nonlinear term has been included in Eq.
(2.6). Note that Eq. (2.7¢) is consistent with our
choice of the parent phase at 7 = T,.

This completes the Landau expansion which will al-
low us to calculate both macroscopic and microscopic
responses. In spite of the vast knowledge accumulat-
ed on KDP, several coefficients appearing in Egs.
(2.4) and (2.5) have never been measured. As will
be shown below, this does not prevent the compar-
ison of theory and experiment, as these coefficients
will occur in final results in combinations which have
actually been established experimentally.

III. MACROSCOPIC RESPONSE AND
THE PHASE DIAGRAM

The equilibrium state is obtained by elimination of
all strains from Eq. (2.1) using

86 (i=1t06)

de, 3.1
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After elimination of the ¢,’s the expression

9G/37m =0 becomes the equation of state connecting
the order parameter to the external force. Here, it is
assumed that, as in the case of KDP, the order
parameter is not a strain. Otherwise the relation
9G/3m =0 would already be one (or several) of the
equations (3.1). The derivative in n of G /97 is the
inverse of the macroscopic susceptibility. In practice,
the equations (3.1) are nonlinear and clumsy to
solve. Furthermore, the coefficients a,, of the ex-
pansion

€= zam’fl" (3.2
n

are generally accessible to experiment. Hence, it is

preferable to consider Eq. (3.2) as experimentally es-
tablished, and to introduce these equations in Eq.

(3.1) to derive relations between the experimentally

known a,,’s and the coefficients that apppear in G. If
convenient, these relations can also be introduced in
9G /37 =0 in order to express the equation of state,
inasmuch as possible, in terms of measured quanti-
ties.

Let us see how this works out for KDP. As we
will also discuss the effect of hydrostatic pressure, we
take oy = o, = o3 =—p where p is the pressure. The
symmetry of the low-temperature phase imposes
e;=e;and e;=es=0. Then Eq. (3.1) reduces to the
three independent equations

(Cu+Cre+Crzes+5 Cigsed — 8P + 5 AgPeg— oy AT +p =0 (3.32)
2Cpe1 +Cyes + %Csssesz —&P? +%A36P€6 —aAT +p=0 , (3.3b)
Ceses +2Cise1e6 + Cagseses + ¢ Cosssed — hP — 86P* —38iPed +AjgPe; + 5 As6Pes + AgP2eg=0 . (3.3¢)

These equations were obtained from 8G/de; =0, 9G/de; =0, in which e, has been replaced by e;. Similarly,

from 8G /9P =0, one obtains

E =0(T" TC)P +BP3—h96—386P286‘"8883 "‘451P€1 —253PL’3 +A16ele6+';'A369396+A66Pe62 . (34)

The symmetry of the low-temperature phase, and
also the symmetry of Eq. (3.3), give for the expan-
sion (3.2) in the present case

ei=€¢+aP?+ - (3.5a)
93=€3+BP2+ e, (35b)
eg=bP+mP3+ - - - . (3.5¢0)

Here, € and e; are independent of P and are propor-
tional to the source terms a;A7 —p and a;AT —pin
Egs. (3.3a) and (3.3b), respectively.

Let us first discuss the case p =0 and neglect ther-
mal expansion contributions [set AT =0 in Eq. (3.3)
and €; = €;=0 in Eq. (3.5)]. Introducing Eq. (3.5) in
Egs. (3.3a) and (3.3b), and observing that the result
should be an identity to order P2, one obtains

51 = (C” + Cu)a + Clgﬁ +%C166b2 +%A16b »
(3.6a)

8;=2C1a+CnB+5Cisb>+3A5b . (3.6b)
Similarly, with Eq. (3.3c), to order P and P3, one ob-
tains ,
h=Ceb , (3.6¢)
86 +3b285 = Cgem +2Cg5ab + C3668b + Ajgar
+3As6B + Ageh ++ Cosasb® . (3.6)

-

Finally, Egs. (3.5) are introduced in Eq. (3.4), and
Egs. (3.6) can be used to eliminate some of the un-
known coefficients. We chose to eliminate from the
result the coefficients §,, 8;, and m. The resulting
equation of state is of the form

E=AP +ByP*+CP°+ - - - 3.7
where

A=a(T-T,)—bh=a(T-T,) , (3.8a)
with

T,—T.=h*aCg , (3.8b)
and

By=B +2A66b2 + %Cﬁﬁﬁéb“ *‘48&’13 _486[)
—‘4[(C11+C12)(12+2C13QB+%C33[32] . (38C)

Here, 4 and By, are the macroscopic ‘‘free’” Landau
parameters determined by polarization measure-
ments.!® Equation (3.8c) demonstrates that elastic
terms can have a major contribution to By. Indeed,
the constants « and 8 are known from accurate x-ray
measurements.?! Using the well-established values of
the elastic constants,3? the expression within the
square bracket in Eq. (3.8¢) has the value

1.53 x 107! esu. Four times that value is thus much
larger than —B,, which is of the order of 1.8 x 107!
esu.>!® Unfortunately, the right-hand side (RHS) of
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Eq. (3.8¢) cannot be evaluated fully as the constants
Ags, Ceess, 86 and 8¢ are not known. It should be
noted, however, that it is well possible for the clam-
ped Landau coefficient B to be positive, which would
mean that the transition would be continuous in the
absence of elastic couplings. Our lack of knowledge
of all constants in Eq. (3.8c), fortunately, does not
prevent a comparison of the macroscopic By, with the
microscopic B,, (Sec. V) as it is the same combina-
tion of unknown constants that enters both expres-
sions.

Let us not consider the effect of hydrostatic pres-
sure. With p #0, one has €, and €; proportional to
p, and their value is determined by Egs. (3.3a) and
(3.3b) setting P'=es=0. One finds

(Cu+Cr)e+Cpez=—p , (3.9a)
2C ;36 + Cy3e3=—p . (3.9b)

With the reference configuration of the parent phase
fixed at zero pressure, the parameters appearing in G
are of course pressure independent. The effect of
pressure is described by taking proper account of the
higher-order terms, for example, of the higher-order
stiffnesses in Gg. However, a, B8, b, and m are now
pressure dependent and can be expanded in the form

b=bo+bp+ -+ . (3.10)

The parameters ag, Bo, bg, mq are given by Egs. (3.6)
previously derived for p =0. To obtain b,, for exam-
ple, one considers the terms of order one in both p
and Pin Eq. (3.3¢). One finds

Cesb1 +(2C 16600 + A16) €1 + (Ce6b +%A35)é3 =0 ,
(3.11)

where €; and e; are the first derivatives of €; and ¢;
in p, respectively. Identifying Eqgs. (3.4) and (3.7)
also to first order in p and P, one finds

adT,/dp = hby + (48, — Agbo) & + (283 — 3 Assho) & .
(3.12)

Replacing b; by its value from Eq. (3.11), using Egs.
(3.6a) and (3.6b), and omitting now the subscript
zero on a, B, b, one finally obtains

dT,

a =4[(C;; +C)a+Cy3Ble
dp
+2(2C3a+CyBle; (3.13a)
where €, and ¢, are obtained from Eq. (3.9),
) Ci3—Cj;
‘= (3.13b)
' (Cu+Cp) Ciy—2CH
P 2C;3=(Ci +Cyp) (3.13¢0)

~ (Cn+Cp)Cy—2CH

Using the known constants'®3:32 (q is taken equal to
3.9 x 1073 esu), one obtains dT,/dp = —5.4 K/kbar.
This compares well with the experimental literature
values,**3% as well as with our own recent determina-
tion.3® Note that Eq. (3.13) simply expresses the
pressure derivative of the Curie temperature in terms
of the Curie constant and the volume electrostriction
as already pointed out in Ref. 34. A determination
of dBy,/dp would require an expansion of the free en-
ergy complete to sixth order in P. Indeed, terms
such as P%e; would have to be included. Unfor-
tunately, we do not have sufficient information on
the various constants involved to predict in this way
the tricritical point around 2.5 kbar.!3

Let us now turn to the effect of thermal expansion
at zero pressure. With p =P =¢¢=0, Eqgs. (3.3a) and
(3.3b), together with Eq. (2.7), give

€1=a11AT, €3=a33AT . . (314)

This produces a temperature dependence of b, «, 8,
etc. The effect can be treated similarly to that of
pressure in Egs. (3.10) and (3.11), but now with

€ =0y and € = a3;. Identifying terms of order one
in AT and P in Egs. (3.4) and (3.7), one obtains a
modification of the Curie constant

A=ad(T-T,) , (3.15a)
with
a"‘a=—4a11[(C11+C12)a+C13[3]
—2a33(2C13a +C53B) . (3.15b)

Using known values of the expansion coefficients of
KDP, one calculates a’ —a =—0.54 x 1073 esu,
which is more than 10% of the measured value of a’
(3.9 x1073 esu). This effect comes from having
fixed the reference configuration at 7=7T,. In the
following discussion of the spectra, the reference
configuration will be taken at the measurement tempera-
ture T. Then the coefficients of G all depend on T.
With AT in Eq. (2.6) equal to the fluctuation about
T, one then obtains a’ =a in Eq. (3.15), and the only
effect of G is on the spectral shapes (Sec. VI).

Finally, let us discuss briefly the phase diagram and
the exponents associated with the macroscopic free
energy,

G=Go+5a(T—T,) P+ ByP*++CPS—EP ,

(3.16)

where By < 0. For this discussion, it is convenient
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to use reduced variables

2
g= IBCPG , (3.17a)
M
_ C3/2
8=W , (3.17v)
12
’EITBQT] P, (3.17c)
M
E;—fT . (3.17d)
17
which give
g=g0+%(t—t,,)r2—%r“+%r6—er . (3.18)

In this notation, the equation of state (3.7) becomes
e=(t—t)r—r’+r . 3.19)

For given t and e, the real root of Eq. (3.19) that

gives the smallest g value corresponds to the stable
- phase. A point (t,e) for which two roots give the

smallest g value belongs to the thermodynamic tran-
sition line. For |e| smaller than the critical value e,
the curve (¢t —1,) vs r?is as shown in Fig. 3(a). If r;
and r, are two roots for which g(r;) =g(r,) at the
same value ¢, of ¢, it follows from Egs. (3.18) and
(3.19) that

Sle—wra—ta-wei-m . 620

Hence, ¢, is given by a Maxwell construction as
shown in Fig. 3(a). The stability limits of either the
high-temperature phase, or of the low-temperature
phase, which we call the spinodal of the down transi-
tion (]) and the spinodal of the up transition (1),
respectively, occur when the minimum of Eq. (3.18)

t“o

h=tgt-\-——-——--—-—-
te—tat-

1’— tq+--—-

2 2 (2
r rrz

is also an inflection point: 82¢/8r>=0. This condi-
tion, combined with Eq. (3.19), gives d(t —1t,)/
d(r?) =0, so that the extrema of ¢ in Fig. 3(a) corre-
spond to the spinodal points as shown. The numeri-
cal determination of the temperatures ¢, t, t; is,
however, easier by considering the curve g (¢) at
fixed e. For that curve, dg/dt =r?/2 so that, consider-
ing Fig. 3(a), it follows that the shape includes two
cusps corresponding to the spinodal points as shown
in Fig. 3(b). The intercept of the two branches in
Fig. 3(b) is of course the thermodynamic transition
point.

The full phase diagram is as shown in Fig. 4. The
positions of the end points are easily calculated.!®
For e =0, g(t,) —go=0 with r =r; and r =r,, so
that r; =0 and r,= (—:—)1’2. It results that ¢, — ¢, =13—6.
As with e =0, r;=0, one also finds t;—,=0. Using
9%¢/0r*=0 and e =0 it also follows that ry= 1/2
with t;— 1, =%. For small e, using dg/9r
=9%/8%r =0, one finds e; =+ (2/3v3) (¢;—1,)*? s0
that the down spinodal is cusped at ¢ =0. The exact
shape of the down spinodal is best represented by
plotting e2/(t —t,)? versus the reduced temperature,
as shown in Fig. 5. That curve is implicitly given by
the relation

ef 4 (1-2r7)2

=— (3.21a)
(1)~ 27 (1—%r2)3
together with
tl—t,=3r2-5r“ . (3.21v)

The critical point occurs where all three temperatures
t}, ty, and t; coincide. The condition for this is
93g/8r3 =0, which gives

r2= ta—ti=, eq=1(2.33/59)2 . (3.22)

(b)

FIG. 3. (a) Temperature vs polarization squared. The two hatched areas are equal, illustrating the Maxwell construction. (b)
The free energy vs temperature, illustrating the spinodal cusps and the intercept at the thermodynamic transition temperature.
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&)
I

REDUCED FIELD (e/e,)
o
[8)]
T

REDUCED TEMPERATURE (t-tg)

FIG. 4. Phase diagram in an e, plane. Only the e =0
side is shown.

The free energy can be expanded about that point us-
ing

T=t—ty , (3.23a)

e=e,—e , (3.23b)

TEre—r . (3.23¢0)
One finds

9 .3
8=80— 70 T tera

1 1 1
—(etrgm)m+srmi+gmt—rom’ +oat .

(3.24)

018

2
S

|Bw|E

0.6

014 ' !
0 05 1.0

(T-Tg) 7 (T=Tg)

FIG. 5. Curve giving the field value vs temperature for
the spinodal of the high-temperature phase. The scaled field
Eg is defined in Eq. (5.17). Ty is the temperature of the
critical point.

With 9g/dm =0, the equation of state becomes
etrgr=rm+27 =Sromt+ 7S . (3.25)
For €=0, the leading term on the RHS is 27 giving
= (%rc,'r)”3 . (3.26a)
For 7 =0, one finds, similarly,

r=(361 . (3.26b)
It follows that with e =e., (¢ =0) the specific-heat
divergence is in 7~%*, and with 7 =0, the susceptibili-
ty divergence is in €23, as already pointed out in
Ref. 8.

It should also be pointed out that the definition of
the stability limit used above (8% /8r2=0), com-
bined with the strain elimination following Eq. (3.1),
is identical to Cowley’s definition det|Cy| =0, where
the Cy’s are here the isothermal elastic constants at
fixed orienting field.! This is shown in detail in Ap-
pendix A.

Finally, let us remark that the heat of transition is
related to the Landau coefficients a, By, and C.
With E =0, using Eq. (3.16), one obtains

1
=—aL =2 __gp? . .
S 3T 3T 2 a (3.27)
The heat of transition is then

TAS =3aTP} = %al—i"il-

where P, is the polarization jump at the transition,
which by the above considerations is given by

P2 =3|By|/4C. Using the value 4.8 x 10® ergs/mole
for the heat of transition of KDP,? one finds TAS
=8.56 x 10° ergs/cm®. With a =3.9 x 1072 esu and
By =—1.8 x107!! esu, it follows that C =3.7 x 10~!°
esu in good agreement with direct determinations.!?
In particular, the ratio By/C =—4.38 x107 obtained
here is in very good agreement with the recent polari-
zation determination of Western et al.!8

T, (3.28)

IV. QUANTITIES MEASURED IN
LIGHT SCATTERING

The acoustic modes becoming soft at elastic transi-
tions are commonly observed either with ultrasound
or with Brillouin scattering. In the latter case, and
for transparent materials, the wavelength of the ob-
served modes is usually smaller than both the sample
volume and the illuminated volume. Hence, one in-
vestigates a microscopic response of well-defined finite
q vector, which is calculated by solving the appropri-
ate wave-propagation equations. For kT >> fw,
where o is the frequency shift of interest, the scat-
tered intensity is proportional to thermal occupation.
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The expressions below will be restricted to that classical case. It is the fluctuations 8¢ of the dielectric constant
that give rise to light scattering. In the plane-wave approximation, the spectrum is proportional to the space-time

Fourier transform of the correlation function.?®

I(w) o mnymyn, fdt dT e T (5e,( T+ Tt +1')0e(F',1'))= minmgn; (Seyden), 7 - 4.1)

Here, m and 7 are the polarization vectors of the in-
cident and scattered waves, respectively, and an ab-
breviated notation is introduced for the Fourier
transform. It is assumed that /# and 7 are along prin-
cipal directions of vibration associated wittl the corre-
sponding wave normals for the incident, k;, and scat-
tered, k;, waves, respectively. The proportionality
factor in Eq. (4.1), other effects of sample
birefringence, of sample surface, and of the finite il-
luminated volume have been extensively discussed in
the literature.?® They will not be considered explicitly
here in order not to obscure the discussion of the
main effect which is fluctuation quenching by the ap-
plication of the ordering force.

The fluctuations e are related to fluctuations in n,
€, and T by tensorial equations of the type

dey

3T 8T . 4.2)

ne

SE,-I = a,-,,,Snk +pUk,Sek, +

Here, for notational convenience, we depart from the
ususal conventions that relate the Pockel’s coeffi-
cients to the inverse rather than to the direct dielec-
tric constant. For completeness, the direct coupling
to temperature fluctuations is indicated. The effect of
rotations, which only plays an important role in
strongly birefringent materials,*! is neglected. Under
the applied ordering field, the tensors @ and P will, in
general, depend on the induced value of 7, and they
will also contain new elements. For example, in the
case of KDP, the structure of py is just that of Cyy
in Fig. 2(b), and ay corresponds to Ay in the same
figure. Using Eq. (4.2) in Eq. (4.1), the spectrum is
expressed in terms of correlation functions of the
type (3ndn).z . (8n8€) 7 ,, and (8€SE) 3 ,. By the
fluctuation-dissipation therorem, these are related to
the generalized susceptibility X.*> For example,

(8918) 7,0 = AL ImXgn(T, @) 4.3)

with the sum rule
Jdo (n6m) 5., = KT ReXyy(T.0=0) , (4.4)

which allows calculation of the integrated scattered
intensity. With respect to this sum rule, one should
recall the two different limits*

lim lim X(Q, w) =X7 , (4.5a)

T—00—0

lim lim x(T, @) =X, . (4.5b)
0=0 7 —0

r

Taking first the long-time limit (4.5a), the response
becomes isothermal, whereas taking first the large
sample limit (4.5b), it is adiabatic. Clearly, from Eq.
(4.4), the integral of the scattered spectrum is at fin-
ite ¢ and it is thus proportional to the isothermal sus-
ceptibility.

The scattering geometry will be labeled using the
standard notation

k(A ks . (4.6)

By this, we mean that the momentum exchange
=k, - K, has the exact direction of IQ,- - IES. This
also means that k; and k| are only approximately in
tpe (usgally simple) directions of the two unit vectors
k; and k,, respectively. The exact directions of K
and Kk s needed to achieve this result depend on their
length difference caused by birefringence. For what
follows, they do not need to be further specified. Ex-
perimentally, this becomes relevant as one ap-
proaches the elastic instability sufficiently closely.

For instance, in the type-I transition of KDP, the
critical scattering becomes concentrated in very nar-
row cones with @ parallel to X and y (as shown in
Sec. V). For observation of the soft shear mode, one
can take an ordinary incident beam and look at the
extraodinary scattered light ( VH geometry) or vice
versa (HV geometry). With KDP near its TCP, tak-
ing spectra with a 1-GHz free-spectral-range spherical
Fabry Perot, we observed considerable spectral
broadening upon going from VH geometry with @
well lined up, to HV geometry. The amount of
collection-aperture realignment necessary to recover
the narrow spectrum exactly corresponded to the
change in the length of k; and l?s that could be calcu-
lated using the known KDP birefringence.

In the case of KDP, one is particularly interested in
the following three scattering geometries?!:

W) G=R)/NV215 G-2)/V21( +%)/V2:
depolarized scattering from shear modes propagating
parallel to X. Here X and y correspond to the a axes
of the body-centered tetragonal cell, and 7 is parallel
to the c axis. For this geometry,

Seum,nj=%(8ez3—8612) . (47)

For modes propagating along X, only three strain
components exist: de; = iq du;, deg=iqdu,,

des=iq duj, where the du;’s are the fluctuating dis-
placements of wave vector (g,0,0). Using Fig. 2(b),
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one has

6512
8€13=pe1de, +pesdeg +ae30P; + e 8T , (4.8a)
8623 =p458e5 + a418P1 + 0428P2 . (48b)

Note that the coefficients pg;, 9€12/87, pas, and agy
are all proportional to the ordering field (or better to
the static value of P3;). Fluctuations 8P, along X are
strongly suppressed due to the divP term in the free
energy of ferroelectrics. Hence, in the absence of ap-
plied field, one measures in this geometry the corre-
lation of

Seum,n, = —-\lﬁ( p568€6 +0638P3) . (49)

In the presence of the ordering field, it turns out that
all the additional terms mentioned above remain
negligible in comparison with the main effect which is
a quenching of the correlation function (8P38P;).
This will be discussed in some detail in the following
sections. )

() (5 -=%)/V2($,9) (% +%)/~2: polarized
scattering from modes along X. For

85,-,m,~n1=8€22 . (4.10)
Using Fig. 2(b), one has
dey=p12de; +piedeg +a38P; . 4.11)

Again, pg and a3 are proportional to the static value
of P3;. In the absence of ordering field, one measures
in this geometry the correlation of de; with itself,
which is noncritical. In principle, with a small order-
ing field, a critical contribution mixes in with a coef-
ficient proportional to P?. In practice, the measure-
ment might be difficult for two reasons: (i) As this
geometry corresponds to polarized scattering, it is
more prone to be perturbed by defect scattering and
stray light. (ii) As depolarized scattering in the same
direction is critical and strong, appreciable leakage of
the depolarized component into the polarized com-
ponent might be hard to prevent. To avoid the first
difficulty, one can select the depolarized geometry

Z—x|zZ+X Z—X|zZ+Xx
V2 | V20 V2 V2
for which

Seum,n, =%‘(8€33—8€11)
=';‘(P31 —p1)de +%(P36 —P16) Bes
+%(033—013)8P3 .

3) (P=R/V2(E+5)V2, (5 -2)/V2 ]
(% +5)/V2: alternate geometry for depolarized

scattering along x. Here,
85,,m,~n_,=%(8622—8€11) B (412)

de,, is given by Eq. (4.11), and ey is

8511 =p1|821 +p168eﬁ+a138P3 . (413)
Hence,
5€umi"j=%(P12—P11)8€1 ) (4.14)

and in this manner one can obtain the pure (de;3e;)
correlation, also in presence of the ordering field.
The only disadvantage is that this geometry will re-
quire a different crystal cut from the previous two.

V. STATIC MICROSCOPIC SUSCEPTIBILITIES

As seen above, the term ‘‘microscopic’’ refers to
modes of nonzero wave vector . The static
response observed in scattering experiments is the
isothermal response, as discussed below Eq. (4.5).
Hence, in the present section, the fluctuations of in-
terest will be restricted to 87 =0. As shown in Eq.
(4.4), the static microscopic response is proportional
to the integral of the spectrum. Thus, in the present
section, we calculate how the integral of the spectrum
varies with the application of the ordering force.

The essential difference between microscopic and
macroscopic responses arises from the fact that, for
finite @, the six strains ¢; (i =1 to.6) are not in-
dependent variables but are related to the three dis-
placements u; (i =1 to 3) by equations which, for the
spatial Fourier transforms of the fluctuations, take
the form

de;=iq;du; (i=1to3) , (5.1a)
de;43 = iq;duy + iqedu, , (5.1b)
(i#j#=k=1t03) .

The approach will be to express the free energy in
presence of the ordering force in terms of both the
macroscopically induced variables and the Fourier
components of their fluctuations. For the strain fluc-
tuations, one uses Eq. (5.1), and instead of the
stress-times-strain term in Eq. (2.4), one introduces
the force 8F () conjugated to the displacement

3T (Tq), giving a term

- — 3 8F(q) - 8T (—7) (5.2)
T

in the free energy. The static responses are obtained
by writing the equilibrium conditions on the free en-
ergy. Limiting oneself to energy contributions qua-
dratic in the fluctuations, a set of linear equations re-
lating the forces to the fluctuating variables of in-
terest results. The corresponding matrix is the in-
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verse of the generalized susceptibility. It remains to
invert it to complete the solution of the proposed
problem.

Let us see how this program works in the particular
case of KDP with the free energy of Sec. II. As we
will be interested not only in what happens to the
soft mode propagating in the [100] direction, but
nrore generally in the soft scattering cone, we allow @
to be in a general direction and define the three
cosine directors /, m, and n:

“T=qUmn) . (5.3)

For the isothermal response, one only needs to con-
sider the contributions (2.3), (2.4), and (2.5) to the
free energy. Taking spatial Fourier transforms, one
obtains

Gp= 3+ X7 (Q)8P(T)8P(—7) —8E(T)SP(-7) ,

q

(5.4a)

where
Xp'(q)=a(T—T.) +3BP*+ - - .
9x4,8P\(q)8P,(—7)
q*%P(q)sP(-7)

+yMi(g7+g)) +3Myg? . (5.4b)

The @ dependent terms above follow from considera-
tion of the electrostatic energy of a dipole distribution
and from spatial dispersion. The nonanalytic electro-
static part is a straightforward generalization of the
well-known term Kq;2/q? which occurs when 8P
points in the 7 direction.** A simple electrostatic cal-
culation gives K =47.** It is necessary to generalize
this term to other 8P directions, as discussed below,
as soon as @ departs from the (xy) plane, although
this is not often done.***5 It is then also necessary to
generalize Eq. (5.4a) to other 6P components in a
straightforward way.

Using Eq. (2.4), one obtains

GE= 2[-;—C1,8e12 +%‘C118€22 +C125€18€2+%C338€32 +C138€18€3 +C138€28€3+%C66‘8862 +%C448€42
T

+‘;—C448€52 —BF,-Su,' +C!P2C1668862 +bPC166(8818€6+8£’28€6) +%C36GBP28e62

+ bPC3668€‘38€6 + bPC4556€48€5 + _}‘_bZPZCGG“BeGZ ] . (55)

Here, we use the abbreviated notation 8e;(T)8e,(—q) =8ef, etc., and the static values of e;, e,, €3, e have
been replaced by their expressions (3.5). Finally, using Eq. (2.5), one obtains

GPE= 2[_h8P896+(A16¢1+%A3GB+2A66b —356—317258)1)281)866 +(%A66b2—2a81 "“,883"‘3[78(,)1728132
T

+(‘;'A66—'3b88)P28862 +(%A16b —281)P8P(861 +8€2) +(%A36b _283)P8P8€3

+';-A15P8€6(8€1 +8€2) +%A36P8€68€3] .

(5.6)

The stabililty equations are obtained by equating to zero the derivative of G = Gp + G + Gpg in §P(—7Q),

du(—7q), du,(—7q), and du3;(—7). To this effect, one uses the relations (5.1) in the above expressions. The
resulting equations are conveniently presented in matrix form

8E 8P

8F1 8“1
=x"!

8F2 du,|

SFJ 8113

(5.7a)

where X! is the inverse susceptibility matrix. It has the following structure:

X61 Iqu qu2 qu3
—igVy ¢*my @*my ¢’mys
—igVy @*myy @’my q?my;

—igVs q*miy q*myy q’my;

(5.7b)
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with
Xo!=Xp' 4+ (Agsb? — 684 -4a81-2bsg)P2 , (5.8a)
Vi=1(5A16b —28)P —mh +m(als+5BAs+2b A —38—3b25,) P? (5.8b)
Va=—lh +1(abs++BAx +2b A — 38 —3b28¢) P2+ m (- Aeb —28,)P (5.8¢)
Vi=n(3Ab—28;)P , (5.8d)

my= IZCu +Im (2C166b + A16)1:’ + m2C66 + m2(2C166a + C366ﬁ + %C6666b2 + A66 _6b88)P2 + n2C44 s (586)

mp= 12(C15(,b +%A16)P +im (Cu + Cﬁﬁ) +Im (2C165a +C3666 +%C6666b2 +A66"’6b6{;)P2

+m?(Cresb +5A16) P +n?CysebP (5.80)
my3=1In(Cy3+ Cag) +mn (5 B35+ Cseb + Cassh) P, (5.8g)
myp=12Ces+ 1*(2C 450 + C1g6B + 5 Cosssb? + Agg —6b86) P2+ Im (2C145b + M) P +m?*Cy +n2Cas ,  (5.8h)
My =In (% Mg+ Cse6b + Casgb )P +mn(Ci3+ Cag) (5.81)
ma3= (12 +m?) C44 +2ImC45¢bP + n2Cs; . (5.8))

The full analytic inversion of Eq. (5.7b) would be a
sizable task, and would not be too helpful in the
sense that many of the above parameters are not
known. It is wise to proceed by steps to obtain suc-
cessively:

A. An expression for the scattering intensity for
I=1, m=n=0, with P=0.

B. The similar expression with P #0.

C. An estimate of the shape of the scattering cone
with P =0.

D. An estimate of the motion of the scattering
cone about / =1, m =n =0, under small applied
field.

A. Critical scattering

The first point is very simple, as Eq. (5.8) reduces
to

Xo'=Xxp', Va=—h, my;=Cyp,
my=Ce, m33=Cy ,

with all other elements equal to zero. Hence, only
8P and de; are coupled. From Egs. (4.1), (4.4), and
(4.9), the integrated intensity in the scattering
geometry

i-%| 2-%|z4%
V2 V22
is given by
) X}Tl —iqh - aes
1(11) o« kT(a63 lqp66) Iqh qZC“ —igDes (59)

Note that the imaginary terms in Eq. (5.9) result
from spatial Fourier transformation and should not
be removed by the operation ““Re”’ in Eq. (4.4) that
applies to the time Fourier transforms, They are
related to the linear ¢ dependence of

iqh

(3P (q)du,(—q)) 7O Caa— D)

=—(’I'<sp(q)ae6(—q)> . (5.10)

whereas the latter correlation function is not linearly
dependent on ¢ and, hence, is real.
Using Eq. (5.4b) with P =0 and ¢ —0, Eq. (5.9) is
written
p626 Ta - Tc

1 == 2t :
(q)cckTC66 1+(1+Y) T=T, |’ (5.11)

where one has defined
Y =as;Ce6/hDes » (5.12)

and where the definition of T, — T, in Eq. (3.8b) has
been used. Equation (5.11) emphasizes that the
scattering consists of a normal piezo-optic contribu -
tion, which is the only one seen in the high-
temperature limit, and a critical part proportional to
(T —T,)"\. Both the strain wave and the polariza-
tion wave contribute to the critical part. However, if
Y is large, which is the case for KDP (Y =6.5),%
the critical scattering is mainly related to polarization
fluctuations. In fact, for KDP, one finds that ~75%
of the scattering is due to polarization fluctuations,
~23% is due to polarization-strain cross correlation,
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and only ~ 2% is due to pure strain fluctuations. One should also note that the ‘‘normal’’ contribution becomes
negligible compared to the “‘critical’”’ one as soon as T'is close enough to 7,,eg., 0<T~T, < T,—T..

B. Fluctuation quenching

With P #0 and / =1, one still has V3 =m 3 =m,3;=0 so that u; remains decoupled. For the same scattering

geometry as above, Eq. (5.9) now reads

-1 . . -1
Xo iqVy iqV,

1(q) & kT (ae; igpe1 iqpes) |—igVy q*C1y q*myy

—igVy q*myy q*my

-1
X5\ ViV, ag3

—igpe1| =kT (agy pe1 Pss) | Vi Cui mia| |per] - (5.13)
—igpes Vy my myp| |Pes

The approximation in Eq. (5.13) consists in keeping only the 8¢, contribution of Eq. (4.8a), although p4s and aa,
in Eq. (4.8b) are now both proportional to P. Close to the transition, this is fully justified by the fact that Eq.
(5.13) is the only contribution exhibiting critical increases. The second equality in Eq. (5.13) shows how ¢ drops

out with the convenient definitions (5.7b).

The evaluation of Eq. (5.13) using Eqgs. (5.8) and (3.6) is lengthy but straightforward. "The result can be written,

to order P2,

2 2
LP” 1% (1 4v)2

I(q)_l(q,P=0)m;—(7_—m C66

Here L is a constant that can be expressed in terms
of the various coefficients entering Eqgs. (2.4) and
(2.5) together with the linear dependence of pg; on P.
B, is also such a constant, however, its relation to
By in Eq. (3.8¢) is remarkably simple:

Bm—BM=%[(C11 +C12)a2+2C13aﬁ+—;-C33[32]

_A L e eCpa+Cupl? . (5.15)
3 Cy

Note that it involves only well-known constants. For
T close to T,, the second term in Eq. (5.14) becomes
more important than the first one in view of the dif-
ferent T — T, power dependence. For T — T, suffi-
ciently small, keeping only the most critical parts in
1(q,P =0) and in Eq. (5.14), one obtains

P2
-1_7-1 —_ - —_ ..
1(q) I"'(q,P=0) 1+33’"a(T—T,,)
=I"Y(q,P=0)(1+3B,EX+ ---) , (5.16)
where
EX=FE%a¥(T-T,)* . - (5.17)

_J

Bm—BM=—i‘"[(C11+C12)(Cn —C)a? +2C;(Cy = Cp)aB+(CCy;—CHIF .

3Cy

The determinant A of the quadratic form within brackets is

A=(Cy —C)Cpl(Ci+Cpp)C33-2CH1 .

T,—T, 3B"'P2.
(T-T,)% a

(5.14)

I

E; is the scaled variable in terms of which intensity
results at many E and T ’s can be expressed. The ex-
perimental verification of this scaling® supports the
contention that the term proportional to L in Eq.
(5.4) is sufficiently small compared to the term pro-
portional to B,, in the measured region. The experi-
mental value of B,, (0.72 x 107! gsu)?® is also in good
agreement with the most reliable B); measurements
(—1.3...-1.9% 107" esu)!® and the theoretical
difference calculated using Eq. (5.15) B,, — By, =2.48
x 107! esu.

The effect of the ordering field is to quench micro-
scopic fluctuations. To be specific, quenching means
that the microscopic fluctuations are smaller than ex-
pected on the basis of the macroscopic susceptibility
X which, using Eq. (3.7), can be expressed in a

form similar to (5.16):

Xt =Xi (P =0)(1 +3ByE2+ ---) . (5.18)

Indeed, the right-hand side of Eq. (5.15) is a quadrat-
ic form in (o, B8) which is positive definite in view of
the requirements on the elastic constants imposed by
crystal stability. It can be written

(5.19a)

(5.190b)
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A is positive definite since each one of its factors is. For the last factor, this is easily seen by considering the sta-
bility of the elastic-constant tensor when the coordinates are rotated by 45° around Zz. This demonstrates that the
only circumstance in which quenching would not occur is a=8=0, i.e., if there were no electrostriction at all.

C. Scattering cone

It should be noticed that Eq. (5.16) could also have been obtained with the approximation /(gq) « (8P,8P_,),
as actually done in Ref. 8. The reason this works is that the above correlation contains all important critical con-
tributions. As the calculation of that correlation is more straightforward [just one element of the inverse of Eq.
(5.7b) is needed], use of that simplification will be made for the following considerations. Note that, from Egs.
(4.4) and (5.7b), one can conveniently write -

-1
T my my my| | V)
(anSP_,,)‘1=—k7 Xt = (Vi Vy Vi) my my my| | Vaf] . (5.20)

my3 may; maz| V3

Now, consider again the case P =0 and the scattering
geometry (3 —%)/~V21(3, (5 -%)/V2) (5 +%)/V2,
but allow for slight deviations from exact alignment.
Birefringence effects will be neglected, and we shall
only consider what effect a deviation of q from the
exact x direction has on the correlation (5.20). To be
specific, we maintain the incident wave-vector direc-
tion, and scan the scattering cone as shown in Fig. 6.
The incident wave vector k; points in the 7 — £ direc-
tion, an_gothe reference position of the scattered wave
vector k points in the Z + X direction. The wave
vector E, is displaced from Ef by an internal angle
in the (%,Z) plane and by an internal angle ¢ perpen-
dicular to that plane. We consider the two cases
(620, =0) and (§=0, @ = 0) separately, whereas
the general case is better handled numerically.

With ¢ =0, one has / =cos(6/2), m =0,
n =sin(8/2), and Eq. (5.20) reduces to

2
(8P, 8P_g) ' =(kD)! lx,?‘ -t
66

(5.21)

FIG. 6. Definition of the angles § and [ of the scattermg
cone. X, J, z are the tetragonal axes, k,, k and k are
described ‘in the text.

-1
(o 0

1 +—— tan?— .
Cee tan )

The nonanalytic term in X7! must be handled careful-
ly. It couples fluctuations along Z (noted here 8P;)
with fluctuations along £ (8P,). This term is so
strong that, considering the quite large polarizability
in the X direction (€;; =80 for KDP), the fluctua-
tions 3P leading to the lowest free energy will be ap-
proximately those for which the term is zero. Using
Eq. (5.4b), this means 8P3=1[cos(8/2)156P and

3P, =[sin(8/2)18P. To lowest order, the polarization
contribution to the free energy for such a fluctuation
is simply

Gp = %X3_31 C052£‘8P2 + %Xl_ll Sin2°0‘5P2

2 2
0 .0
- 8E3cos~2-—-8Elsm7 P , (5.22)

where X33 =a(T —T,) as in Eq. (5.4b), whereas

Xi{ =4m/e; when € >> 1. The parentheses in Eq.
(5.22) contains just the field conjugated to 8P, i.e.,
the projection of 8E on 8P. Neglecting spatial disper-
sion in Eq. (5.4b), and for @ small, one finally writes
in Eq. (5.21)

X;'=a(T—T,) +(x{i - X3‘32)sin2~g—

n2d (5.23)

=q(T—-T,) +
al )n 2

The second form of writing Eq. (5.23) takes into ac-
count the fact-that Xi! >> x3#. In other words, the
effect of the 8P, fluctuation component is approxi-

mately to reduce the nonanalytic term from 4mg2/q?
to 4mq?2/e;1q?, which is a sizable effect. Combining

Eqgs. (5.23) and (5.21), one can write for small 6,

1(0=0) 9? T Cuy
= +i(1,-T.
1(0) 1+T"‘Ta €14 ( )

(5.24)
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For KDP, the first term within the brackets equals
10.1 K, whereas the second term equals 2.3 K. At 50
mK, from 7, the half-width at half-height of 1(8) is
then 3.6° internal angle, or 5.5° external angle. This
corresponds fairly well to our experimental observa-
tions, and confirms the need for the e} factor in the
nonanalytic term: without it the theoretical width
would be much too narrow compared to experiment.
With =0, one has / =cos?(@/2),
m =+2[sin(@/2) ] cos(p/2), and n =—sin*(@/2).
Now, the nonanalytic term is proportional to ¢* and
turns out to be negligible compared to the elastic
terms. To order g% one obtains

(8P, 8P_;) !

1
=" |g(T-T)+ =T,
kT [a( a) a(T. ) 2C11C56 4

. . . . (5.25)
This gives the intensity ratio

I1(p=0) =1+ @2 I,—T,
1(p) T—T, 2C11C¢

(Ch—Ch

(5.26)

For KDP, the coefficients of ¢?/(T — T,) equals 26
K. Hence, the half-width at 50 mK above T, is 2.5°
internal angle, or 3.8° external angle. Again, this is
in good agreement with our observations.

This analysis shows that the critical scattering, close
to T,, concentrates in a rather narrow cone. The ef-
fect becomes even more striking under hydrostatic
pressure as it is then possible to approach T, very
closely. For a general @, it is more expedient to ob-
tain 7(6, @) numerically using Eq. (5.20) with

_ 1 +cos@(cos —sing)

! 5.27
(2 —4 cos @sing) /2 G278
_ sin@ (5.27b)
"= —2cosgsing) 2 ' '
4 = —1 +cos@(cosh +sinf) (5.27¢0)

(2 —4cosPsing) 12

D. Motion of the softest direction

The fact that the [100] direction in the crystal does
not remain truly soft under the application of the or-
dering force also means that the softest crystal direc-
tion does not generally remain parallel to [100]. For
KDP, motion of the softest direction in ¢ is dom-
inant as it is proportional to P, whereas, by sym-
metry, motion along 6 is proportional to P2 only.

Restricting the calculation to small P and ¢, one
takes I =1, m = @¢/~/2, and n =0 in Eq. (5.13), where
now Cy, is replaced by m;,. Keeping only the most
divergent term in the spirit of the discussion follow-

2 2
Cih—-Ci, ,

ing Eq. (5.14), one obtains

() =1(0)(1 +S@E+ ---) , (5.28a)
where »
= 2V2(Cy = CR) I(Cyy + C)a + C13Blb

C“az( T— Ta)2
(5.28b)

For the measurement of this effect, it is convenient
to consider the following ratio

R - I'(¢,—E)—I"Y(@,E)
i 21" (@,E =0)

The terms in the numerator are easily obtained ex-
perimentally by switching adiabatically the sign of the
applied electric field. It should be noted that the an-
gle @ in the above Eq. (5.28) is referenced to the ori-
ginal tetragonal direction of the crystal. Depending
on the clamping condition, this reference direction
might itself move due to the static xy shear. The an-
gle measured in the laboratory frame, for a crystal
resting on a (010) plane, will be

=SgE . (5.29)

@L=@+3es=@+bE[2a(T—T,) .

However, this effect cancels out by taking the differ-
ence in the numerator of Eq. (5.29). Hence, the ra-
tio can also be written R, =SE ¢,. Furthermore, the
difference between @ and ¢, becomes negligible
compared to the angular shift of the softest direction
as T, is approached, since the former is proportional
to (T —T,)~!, while the latter to (T — T,)~2 For
KDP, one calculates S =0.30/(T — T,)?, where the
units are esu, radians, and degrees kelvin. This gives
§ =26.5 esu/rad for T — T, =106 mK in excellent
agreement with observation.®

VI. DYNAMIC MICROSCOPIC SUSCEPTIBILITIES

Under the ordering force, the transition is nonsym-
metry breaking, as discussed in previous sections.
Hence, a bilinear coupling between order-parameter
fluctuations and temperature fluctuations is sym-
metry allowed. Consequently, the heat-diffusion
dynamics is reflected on the order-parameter correla-
tion function in the form of a thermal central peak.
This means that it is essential to consider tempera-
ture fluctuations 87 in order to obtain the dynamic
response, even though their effect drops out from
the integrated spectrum. In distinction with the pre-
vious section, the dynamics cannot be derived from
the free energy alone, and additional phenomenologi-
cal or microscopic considerations are needed to obtain
the equations of motion.

Let us see how this works out for KDP. For sim-
plicity, we now restrict the analysisto /=1, m=n =0
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in Eq. (5.3). The coupling between 8P and 87T is im-
mediately evident in the first term on the RHS of Eq.
(2.3). In Fourier-transform notation this leads to an
additional term on the RHS of Eq. (5.4a) which is

3aP5P(Q) 8T(-7q) . 6.1

—

q

Equations (5.5) and (5.6) are unchanged, but the
contributions of Fy in Eq. (2.2), and Gy in Eq.
(2.6), should also be added to G. They are

Cre smim '
Fo:_g_;_ﬂ_TL_ 8T(3) 8T(-7) , 6.2)

q

GTE=— E[al(Sel +822) +a3823]8T . (63)
T

The equations of motion are now written using
phenomenological considerations similar to those of
Ref. 28. Polarization dynamics in the form of a De-
bye relaxation is introduced in Eq. (5.4a) by writing

T-T,
x;1=££———-2——5-)—(w3-i'yw)+381’2+ -+ . (6.42)

c

Here a (T — T.)/w? is just a proportionality constant,
as o? follows a Curie law

0= (T-T)/T,-T,) , (6.4b)

where @ is the value of w, at T =T,. Although a
more elaborate frequency dependence is necessary to
account for Raman results, the Debye approximation
is sufficient in the frequency range of interest, where
» << @ < y.22 This has been confirmed by quantita-
tive measurements at £ =0.2* Dynamics is intro-
duced in the elastic equations by taking into account
inertia. No further friction is needed as the main
source of damping is already in Eq. (6.4a). Inertia
reduces the effect of the external force from 8F to
8F — pd?81/ds®. In the time-Fourier transform nota-

Vi=(3A5b—28)P ,

Viy=—h +(abis+5BAs+2bAg—386—3b25() P?

My =Cy—po?/q® ,
My, =(Cieb +%A16)P ,

My = Ces— po?/q* + (2C g50 + C166B + 5 Cossb? + Ags —6b8¢) P*

2N PCPe
M =24 _Frhe
B T T

tion, this amounts to the substitution
8F — oF + pw?sT (6.5)

in Eq. (5.7a). Finally the heat dynamics is described
in terms of the entropy fluctuation 8S, thermal con-
ductivity A, and an external force 8F7 given by

8Fr=8W/ioT , (6.6)

where 8 W (T, w) is an applied power source. 3Fr is
the appropriate force conjugated to 87 that leads to
correct fluctuation-dissipation relations as shown in
Appendix B. The entropy fluctuations are obtained
from 8S =—9G /05T using Eqgs. (6.1) to (6.3)

Cpe
8S =—aP3P +f—7{’+sr+iqa,au. . 6.7

The heat-conductivity equation including the external
power source is '

Tft-ss=<'7‘-(x-ﬁr)+sw , (6.82)
which in Fourier-transformed notation, and com-
bined with Eq. (6.7) gives

2
8FT=aP8P—iqa18u1+-‘,l—A—&8T . (6.8b)
ioT T

Here, A stands for the component A;; of the
thermal-conductivity tensor.

Introducing the above modifications in Eq. (5.7),
and taking systematic account of 87, one obtains the
set of equations

se] [ x' gV iqVy aP|7'(sP
3F, —igVy ¢’Myy ¢*My; iqoy| [du
8F,| —igVy q*My; ¢*My, 0 Su,| 6.9)
SFr aP  —igo 0 Ms; 8T

where X! is given by Eq. (5.8a), with x5! given by
Eq. (6.4), and

(6.10a)
(6.10b)

(6.10c)
(6.10d)

(6.10e)

(6.101)

The equation for du; is not written explicitly as for @ parallel to X it decouples from Eq. (6.9) as it did for the
statics in Eq. (5.13). It should be noted that the phenomenological dynamics was introduced only in the diagonal
terms in Eq. (6.9), assuming that local piezoelectric and thermal responses are fast compared to the ferroelectric



3906 ERIC COURTENS AND ROBERT W. GAMMON 24

response in the frequency range of interest to the
Brillouin experiment.

One recognizes in M3; the thermal response whose
width will depend on

Dg*=1y! (6.11a)

where the thermal diffusion constant is

D=A/pCp, . (6.11b)
With that notation
M3 = r _[otm (6.11¢)

pCP,e l-iwty

A. Critical scattering

With P =0, one has V,=M,;,=0, and both 8T and
du; decouple from 8P in Eq. (6.9). The scattering in
the usual depolarized geometry is found in the same
spirit as in Eq. (5.9), but now using Eq. (4.3) instead
of the sum rule (4.4):

kT Xp —h B a
1(g, ») « ——Im(ag; pes) w2 63 )
T —h Ces—p—5| |Pes
q
(6.12)
Defining the relaxation time
r=y/a (6.13a)
the bare-phonon frequency w, by
w2=q’Cslp , (6.13b)

and the reduced distance to the clamped Curie tem-
perature

Q=(T-T)/[(T,-T,) , (6.13¢c)

the intensity is finally written in the convenient form
kT Pés
(g, 0) « e

(1+Y - Yo w?)?
T (g-1 —sz/wg)z-i—szz(l —wz/cu,f)2
(6.14)

]

The validity of Eq. (6.14) does not depend on the
Curie-law assumptions of Egs. (6.4b) and (6.13c),
but just on the Debye assumption (6.4a) which at
P =0 can be written

Xp_1=a(T,,—Tc)(Q—iw7) . (6.15)

The expression (6.14) was found to give statistically
perfect fits to observed spectra, with Q following the
Curie law (6.13c), and with 7 constant.?* The in-
tegration of Eq. (6.14) gives

P66

(1+7Y)?
1(q) « kTC RSk Vs

Q-1
which is exactly Eq. (5.11).

1+ , (6.16)

66

B. Coupling to temperature fluctuations

For P #0, let us consider only the main contribu-
tion to spectral changes, in the spirit of the discussion
preceding Eq. (5.20). If we call Xpp the upper left-
hand corner of the inverse of the matrix in Eq. (6.9),
we can write

My My —a| [N
Xpp=Xg' = (Vi V3 aP)|My;, My, 0 V)
—ay 0 M33 aP

(6.17)

First make the approximation a; =0. Then Eq.
(6.17) can be written

Xpp=Xg' = (Vy V3)

My M|V, a2P?
My, My B M

(6.18)

The elements M, and M, both contain »? in accor-
dance with Egs. (6.10c) and (6.10e). However,

Ci1 >> Cg, and w2 >> w?, where w is the frequency
of interest when observing the soft mode near 7,. It
follows that a reasonable approximation of Eq. (6.18)
is obtained by maintaining the w? terms for the con-
stant (P =0) contribution and neglecting it for the P2
corrections, which are small anyway. Then one finds

(1 - 0¥ed)Xpp=a(T,—T)[(Q-1- Qo ol) —ior(l —w¥/wl)] +(3B,P?—M$3'a’P) (1 - w?/w?) . (6.19)

The P-independent terms in Eq. (6.19) are immediately recognized as those that lead to the denominator in Eq.
(6.14). Using Eq. (6.11c), the parentheses containing P? in Eq. (6.19) is written

2
(3B, P— Mj}a’P?) =3B, P? + 82— — O

l—iowry

(6.20a)
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where we defined

82=a’P?T/pCp, . (6.20b)

It follows that Eq. (6.14) remains a good approxima-
tion to the spectrum provided one uses for Q and 7
the following expressions

0=0., + 52 _ 52 1
T a(T,-T) a(T,—T.) 1+
(6.21a)
2
e 8 Tth (6.21b)

l s
@ a(T T.) 1+

where Q;, is the w =0 limit (isothermal) of Eqgs.
(6.21a)

Qio=Q0+3B,P*a(T,-T,) , (6.21¢)

and Q is the P =0 value as given in Eq. (6.13¢) or
Eq. (6.15). One should note that the integration of
Eq. (6.14) gives the isothermal response

pé (1+Y)

QISO

which is just Eq. (5.11) combined with Eq. (5.16).
For a; #0, the inverse matrix in Eq. (6.17) is ap-
proximated by

Hy, Hy, HuM3' o
Hi, H» HyuM3tay |, (6.23)
HuM3i oy HpM33hoy M3

li(q) kT 14+——" 6.22)

where H is the inverse of the (2 X2) M matrix in Eq.
(6.18). Using Eqgs. (6.10) and (3.6a), one finds that
the coefficient of P?/M3; in Eq. (6.18) is modified.
This leads to a modified definition of 8, with Eq.
(6.20b) replaced by

a*P:T

8=
PCP,z

][ 4"“ [(C11+C12)a+2C13B]

(6.24)

For KDP, all parameters entering Eq. (6.24) are, in
principle, known. In particular, the thermal-
expansion correction within curly brackets can be cal-
culated using Eq. (2.7a) and the values of Refs. 32
and 37. One finds that the curly bracket is equal to
0.904, meaning that thermal expansion reduces the
adiabatic correction to the susceptibility by about 10%.

C. Adiabatic response and the thermal central peak

Consider the spectrum (6.14), where Q and 7 are
given by Eq. (6.21), and 8% by Eq. (6.24). For
oty >> 1, the terms with 1 + w273, in the denomina-
tor in Eq. (6.21) can be neglected, leading to the adi-

abatic values

QwEQiso+N ’ (6253)

Te=y/a (6.25b)
where

N=8a(T,~T.) . (6.25¢)

The corresponding spectrum, /.(g, »), is given by
Eq. (6.14) where Q and 7 are replaced by Q.. and 7.,
respectively. This is the adiabatic spectrum which
can also be obtained by equating Eq. (6.7) to zero
and introducing the corresponding value of 87T in the
first three equations (6.9). This spectrum is just like
the critical spectrum obtained at P =0, but with a
downward shift of the critical temperature. For KDP,
this shift is mainly due to the adiabatic correction, as
N in Eq. (6.25a) is much larger than Q,, — Q¢ Which
is the fluctuation-quenching contribution. The adia-
batic spectrum integrates to

a+y?
Q.—-1 1"
The difference between I,,,(¢) in Eq. (6.22) and

1..(q) in Eq. (6.26) is the strength of the thermal
central peak -

Pge

1.(q) < kT 1+ (6.26)
Ces

pés (1+Y):N
C66 (leo—l)(Qoo_l)

Neglecting the ‘‘noncritical’’ contribution in Eq.
(6.26), i.e., the term 1 within the large parenthese,
one finds the ratio of central-peak to adiabatic
Brillouin-peak intensities

Icp(q) « kT—— 6.27)

dee N _ a’T
R, 1. 01 0.904 oCro E? . (6.28)
The last expression takes account of the value
derived for KDP in Eq. (6.24) and of the definition
of E, in Eq. (5.17).

The above spectral decomposition assumes that the
thermal response is slower than the critical response.
To obtain the width of the thermal central peak, one
first notes that for light scattering, Dg? << w,
=g~/ Ces/p.. For KDP, equality of these two frequen-
cies is only obtained for A=2m/q =40 A, which is
the domain of neutron scattering. Hence, in the
low-frequency limit, w?/w? in expressions such as
Egs. (6.14) or (6.19) can be neglected with respect to
1. The width I' of the central peak is then given by
the lowest root —iT" of the expression

Qio—1l—iwr—ioN1y/(1 —iwry) , (6.29)

which is derived from Eq. (6.19). This gives, to or-
der P2,

N
_—
Qu—1—7/14

F—T‘hl 1-—

(6.30)



3908 ERIC COURTENS AND ROBERT W. GAMMON 24

under the condition
Qu—1>7/1y . (6.31)

This condition is precisely that the thermal response
is slower than the overdamped critical one. For KDP
at 1 bar, 7=0.84 cm, whereas 7y =220 cm.?* % It
follows that Eq. (6.31) is always satisfied as
Q.—1=1/74 means T — T, =20 mK which is
beyond the stability limit found experimentally.?* If
one neglects the term 7/7,, in Eq. (6.30), the expres-
sion can be rewritten

=7 (1+R;+ ---) , (6.32)

with R; given by Eq. (6.28). This emphasizes the
narrowing of the thermal central peak by the coupling
to the phonon branch.

VII. CONCLUDING REMARKS

In elastic solids, the critical microscopic fluctua-
tions associated with a symmetry-breaking transition
are generally quenched under the application of the
ordering force. This is due to the fact that the force
already breaks the symmetry, so that the order
parameter couples linearly to density, and pure mi-
croscopic density fluctuations cannot occur in elastic
solids due to the elastic compatibility equations. In
the present paper, the above considerations have
been applied to the particular case of the type-I tran-
sition in KDP, obtaining the following key results:

(i) In an expansion to lowest order in the ordering
force, the macroscopic Landau parameter By, is al-
ways smaller than the microscopic Landau parameter
B,,, i.e., B, — By >0 as shown in Eq. (5.19). This
demonstrates that the microscopic response (5.16) is
quenched compared to the macroscopic response
(5.18).

(ii) Under E, the softest direction moves in the
(001) plane away from the original soft direction
[100]. The sign of this motion depends on the sign
of E. This is related to the fact that at type-0 insta-
bility the softest elastic direction is not necessarily a
direction of high symmetry.

(iii) Under E, temperature fluctuations are also
linearly coupled to polarization fluctuations. A ther-
mal central peak results whose relative strength is
given by Eq. (6.28).

(iv) The width of the induced thermal central peak
is the thermal diffusion width renormalized by the
coupling to the polarization fluctuations, as shown in
Eq. (6.30) or (6.32).

Given the large number of parameters entering
Egs. (2.4) and (2.5), it is truly remarkable that the
above results, in particular Egs. (5.15), (5.28), and
(6.24), could be expressed in terms of the lowest-
order elastic constants and the lowest-order coeffi-

cients a,, of Eq. (3.2) only. This suggests underlying
symmetry reasons which might generalize beyond the
particular case of KDP, but which have not been es-
tablished so far. On the other hand, useful analytic
expressions beyond the expansions to the lowest non-
trivial order in F could not be obtained. In particu-
lar, the Landau coefficient C in Eq. (3.16) was simply
introduced phenomenologically, and expressions for
the quenching in the region of the critical point have
not been derived. The reason for this is simple: at
the critical point, it is only macroscopic responses
that diverge, whereas all microscopic responses
remain finite. However, as the critical polarization is
of sizable value, expansions in P of the microscopic
responses in that region might have to be carried to
arbitrary order, and are thus not useful. In particu-
lar, it does not seem possible to determine by micro-
scopic measurements either the exact position of the
critical point, or the values of the macroscopic Lan-
dau coefficient C.

Finally, one should note that in real crystals, the
symmetry can be locally broken by defects. Such a
mechanism was invoked to explain the occurrence of
quasistatic central peaks.*® Symmetry-breaking de-
fects will also produce a linear coupling between or-
der parameter and density. Consideration of elastic
terms might thus become important in these systems
sufficiently close to their transition.
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APPENDIX A: EQUIVALENCE OF TWO STABILITY-
LIMIT CONDITIONS

Consider a free energy
G =Go(n,e) —nf—eo; . (A1)

where f'is the force conjugated to m. In Sec. III, the
strains were eliminated from G using, at o; =0,
3G,

de, =0 . (A2)

The solutions ¢;(n) of these equations are reintro-
duced in G to obtain a free energy depending on 7
alone. Its first derivative in n is the equation of state

_ dG()(’ﬂ,ei(’Y))) — 8G0
dn L)

S (A3)
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The system becomes unstable when the derivative of
Eq. (A3) vanishes. This condition is

azGo + 62G0 ig,_
n*  Onde dnm

Let us demonstrate that Eq. (A4) is identical to the
stability-limit condition det(Cy) =0, where here the
Cy’s are the isothermal elastic constants at fixed A
To obtain the Cy’s, consider how the equilibrium
values ¢,(n) are modified to e; + de; by application of
small stresses 8o;. Under constant f, the stresses
also modify m to m +87n. Rewriting the equilibrium
conditions (A2) and (A3) for the perturbed system,
one obtains !

=0 . (A4)

9G, 3G,

=6 i AS
de9e, > Beam 00 (aSa)
#G, . 9G,
220 5+ -0, ASb
am2 0" aeam O (ASH)

where repeated indices are summed on. Introducing
8m from the second equation into the first one, and
observing that C;de;, =380, one obtains

Co o #Go | 9°G, || 8°Go | / 8%Go
Y 3ede de,0m || 3e,0m |/ om?
J

(A6)

We assume that the uncoupled system is stable SO
that both (82Go/de;d¢;) and (3%Go/3m?) do not van-
ish. Note that C; is of the form

CU = a;j - v,-vj = a,,,,(S,,,j - a,,','klvkvj)
=i (Spmy — Vmvy) . (A7)
Here, ay is nonsingular, a; ! is the inverse matrix of

ay, and v;, V; are vectors as shown. From Eq. (A7),
the condition det(Cj) =0 is simply

det(8,— Viv;)) =0 . (A8a)

1t is not difficult to see that in all generality the value
of this determinant is simply (1 — V,v,), so that Eq.
(A8a) can be rewritten

Vivi=aglvgv; =1 , (A8b)
or,
3G, 8G, 8'G,
-1 = . A9
% 3e,dm deom . om’ (A9)

To see that Eqs. (A4) and (A9) are identical condi-
tions, it suffices to take the total derivative in n of
Eq. (A2) to obtain

6200 d€j
+a,—=
Ge,a'n @y d'n

=0 . (A10)

Introducing the value of de;/dn from Eq. (A10) into
Eq. (A4), one recovers Eq. (A9) which completes the
proof. i

APPENDIX B: DYNAMIC CORRELATIONS
INVOLVING &T

Correlation functions involving temperature fluc- -
tuations are comparatively rarely observed experi-
mentally. This might explain that their calculation
following a fluctuation-dissipation approach does not
seem to be much documented in the literature. The
alternate approach, which is the one usually used in
this case, in particular for the description of light-
scattering results, goes as follows:

(i) Obtain the equal-time correlation functions
from thermodynamics, for example following Sec.
111 of Ref. 42.

(ii) Set up dynamical equations and Laplace
transform them taking due account of the initial
values. ‘

(iii) Multiply the resulting equations by the initial
values and ensemble average.

In this manner, a set of equations for the Laplace
transforms of the dynamic correlation functions is
obtained. They are expressed in terms of the known
static correlation. In the present Appendix, it is
shown how identical results can be obtained by the
shorter route offered by the fluctuation-dissipation
theorem.

Following the approach of Callen and Greene,*’
one finds rather readily which is the external force
conjugated to energy fluctuations 8E. The quantity
Y(w)/iwT in their notation [Eq. (3.6) in Ref. 48]
corresponds to — X(w) in the present notation, where
account is taken of the different sign of the imaginary
exponent in the Fourier-transform definition. The
fluctuations in their X, that is 8E, which in their de-
finitions are conjugated to the external force
—&T/T?, are in the present definitions conjugated to
the force 8T/T. Here, instead of taking 8E as
response to the force 87/T, we take the temperature
as response to an external energy source. This intro-
duces an additional minus sign just as when one in-
terchanges independent and dependent variables in a
thermodynamic potential. It results that the force
conjugated to 8T is 8Fr=—8E/T. Introducing an
external power source d W, one has 8F =— i wdE
=3Wor

(B1)

as indicated in Eq. (6.6).

It is instructive to discuss somewhat further the
implications of Eq. (B1). For simplicity, consider the
case where temperature fluctuations are decoupled
from the other variables of the problem. One im-
mediately has

T8S =pCsT , (B2a)

where C is the appropriate heat capacity per unit
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weight and

T5S =—qg?AST + W (B2b)

where A is the thermal conductivity. This gives
straightforwardly

T ———aF =x(w)8F; , (B3)

8T =—
pC 11—

where 7=pC/Aq% The fluctuation-dissipation
theorem then gives

k1 kT 1/w
= =L e B4
(8T8T ) g0 ImX 2C T+l (B4)

The sum rule on Eq. (B4) is

(8T(0)87(0) ), =kT Rel[x(w—0) — X(w— o0)]

kT

The modification of the Kramers-Kronig relation in
Eq. (B5) should be noted. It arises from the fact that
X(w — oo) is different from zero, and is explained in
Ref. 42, in the footnote following Egs. (122.15) and
(122.16). ‘

The simplicity with which the results (B4) and (B5)
have been derived should be stressed. If one had
followed the route indicated at the beginning of this
Appendix, one would have first had to derive Eq.
(B5), then one would have had to take the Laplace
transforms of Eq. (B2). The work saving becomes
very evident if one considers a complicated situation
with many couplings such as in Eq. (6.9) above.
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