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There exists a variety of compounds consisting of two (or more) interpenetrating incom-
mensurate lattices, e.g., Hgs_sAsFg, tetrathiafulvalene iodide (TTF-L,), Nowotny phases.
In such materials one expects new hydrodynamic modes associated with a broken transla-
tional symmetry. We examine a continuum model of these excitations which appear as
““extra” acoustic modes. We consider the case of Hg;_5AsFg explicitly and find a set of
“generalized” elastic constants which violate conventional rotational symmetry relations in
agreement with existing experiments. At high temperatures there are five acoustic modes;
at low temperatures there are four in this material. Owing to the liquidlike properties of
this material certain modes become purely dissipative in some propagation directions.

I. INTRODUCTION

Among the various types of incommensurate sys-
tems' one of the conceptually simplest is that which
we will term intergrowth compounds. In their sim-
plest form they consist of two or more regular inter-
penetrating sublattices with lattice periods which
coincide (or are commensurate) in some direction(s)
and not in others. It is often helpful to think of one
sublattice as the host or receptor lattice into which
the second grows. If the host sublattice has linear
channels they can be filled with atoms or molecules
which can be accommodated into the channels. We
call these linear intergrowth compounds and the
two sublattices may be incommensurate along the
channel direction (Fig. 1). Hg;_sAsFg,? many salts
of planar organic cations with iodine [e.g.,
tetrathiafulvalene iodide (TTF—I,,)],3 and various
binary alloys with the so-called Nowotny structure*
are examples. If the host lattice has a layered as-
pect, they may form regularly staged “sandwich”
compounds with appropriate intercalants. We call
these planar intergrowth compounds and the two
sublattices may be incommensurate along both or
only one of the planar directions. For example, gra-
phite® forms planar intergrowth compounds with a
variety of intercalants.

The purpose of this paper is to investigate the na-
ture of the long-wavelength excitations in such sys-
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tems. In general there may be more than three
acoustic modes. Consider for instance the simple
intergrowth compound made up of two sublattices
(Fig. 1), with average periods a and b, respectively.
Because of the interactions the two lattices 4 and B
modulate each other and the equilibrium positions
of the atoms in the incommensurate z direction may
be written generally in the form,%’

zi=na+ul+f(na +ul—ul),
(1.1)

zh=mb+uf+g(mb+uf—ul),

with f(x +b)=f(x); g(x +a)=g(x). For weak
enough interactions,® and far enough away from
commensurability,® f and g are continuous analytic
functions and the energy of the system remains un-
changed when the “phase” v, =uZ—u? is varied.
There is thus a continuous symmetry associated
with v, and we therefore expect a gapless mode as-
sociated with periodic modulations of this variable.
Note that a uniform shift of u2 —u? does not indi-
cate a uniform shift of the atoms since the func-
tions f and g generally are not constants; on the
other hand, the simultaneous shift uf=uf=u,
gives a uniform displacement of all atoms in both
systems. The gapless mode associated with this glo-
bal translational symmetry is the usual
longitudinal-acoustic phonon. If the lattices are
charged the situation is more complicated. When
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u? is shifted relative to u? there will be a restoring
electric force and the mode will acquire a gap as has
already been pointed out by Theodorou.” There is
no continuous symmetry associated with relative
displacements of chains in the perpendicular direc-
tions, and the corresponding modes will have a gap
(normal optic modes).

The plan of the paper is as follows. In Sec. II a
general formalism will be outlined. Expressions for
equations of motion and the resulting dynamical
matrix will be derived. The general effects of long-
range Coulomb interactions in screened metals and
insulators will be investigated. In Sec. III a simple
uniaxial example is studied. The theory developed
here may apply to Nowotny phases as found in
MnxSi},.4 Since this compound has low conductivi-
ty there may effectively be a gap at long (but not
too long) wavelengths. Acoustic and optical experi-
ments are suggested.

In Sec. IV the theory is applied to the mercury
chain compound Hg;_5AsF,. Several experiments
have been performed on this material.>!%!! Above
a critical temperature 7 =120 K the mercury
chains form a liquid and the theory must be slightly
modified. Propagating acoustic modes become dif-
fusive along certain symmetry directions. There are
in general five acoustic modes. A simple relation,
involving atomic masses only, is derived for the re-
lative velocities of some transverse modes. The re-
lation replaces the conventional rotational invari-
ance condition and is in good agreement with neu-
tron scattering results of Heilmann et al.'® Below
T, there are four acoustic modes; the fifth mode ob-
tains a gap which develops as V7T, — T within Lan-
dau theory. Optical measurements (Brillouin
scattering) and further neutron scattering experi-
ments are suggested to check our predictions.

II. LONG-WAVE LATTICE DYNAMICS

In order to discuss the long-wavelength, low-
frequency excitations it is sufficient to consider two
interpenetrating elastic continua.'> (The extension
to three or more components, when the need arises,
is obvious.) We begin by specifying the energy re-
quired to elastically deform the material in terms of
the vector displacement fields u/(F¥) of the two
media and their spatial gradients,

dpus =(dul /drg) .

[i =(A4,B) denotes the sublattice, @ =(x,y,z).] In
this section we consider explicitly only those addi-
tional constraints that follow from global transla-
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tional and rotational invariance, since additional
point-symmetry restrictions must be analyzed
separately for every case. For convenience we
separate the potential,

vi=ul+ul+ Ul 2.1)

and discuss each separately. U¢ is due to (possibly
screened) Coulomb interaction. Ug (Ug) is that
part of the remaining interaction associated with
uniform (spatially varying) displacements.

A. Ul

This can depend only upon relative sublattice dis-
placements so we can write at once,

Ulj=—;'fdf'2 ﬁuaUé
af
——fdr 2

so that D44=DB5B—
symmetric (3 X 3) matrix.

By hypothesis the two sublattices are incommen-
surate in at least one direction, which we choose to
be z. By arguments of the preceding section Up
must also be form invariant with respect to the rela-
tive displacements ul=—uf=v'ie,

L—ul )(u,; ué (2.2)

—DAB—_DBA_D D is a

Up(ul +v’8a,z'ug—v’63,z)= UD(u{:,uég) .

This leads to the requirement 3.D,g(uj—ug)=0
which can only be satisfied for arbitrary (34—u?)
if D,p=Dg, =0 for all B. If the media are incom-
mensurate along two crystallographic directions it
will be possible to freely translate the sublattices re-
latively in a plane (for example, y —2z) containing
the two incommensurate crystallographic direc-
tions. By exactly similar arguments we find in ad-
dition D,g=Dg,=0. Finally if the structures are
triply incommensurate, if indeed such structures ex-
ist, the one remaining element D,, vanishes. To
summarize, the energies associated with rigid
translations are specified by a (3 X 3) symmetric ma-
trix D,p which (aside from requirements imposed
by point-group symmetry) has one null row and
column for every degree of incommensurability.

B. UY

This contribution has the general form,

Ug:%fd?zB kgyﬁhayuéakué ’ (2.3)
a
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which is the same as for conventional elasticity, but
the constraints imposed by global rotational invari-
ance are relaxed due to the presence of two sublat-
tices. To investigate this decompose Byu; into
strain and rotation matrices, which are, respective-
ly, symmetric and antisymmetric,

Byu,'; =e,‘;,, +co,';,, , (2.4)
where
0 —o, o
0= | o, 0 —owy (2.5)

—@, 0,

and (w4,wy,0;) is the axial rotation vector
8T=w& XT. Equation (2.4) can be immediately
rewritten as follows:

Uij=_;_fdi:2[gi.gij.§j+§i.4ij.§j
ij
+a"flel], 2.6)
with
A,ZYBA=(Cij+dij+fij)ayBl . 2.7)

Since U, ,‘j can depend only upon relative rotations of
the two media we also have '

U=+ [dT 3 [ € cl-e/+€d"(o'—a)
ij

+(@ —w)) f(e'-a)],
(2.8)

and on comparing Egs. (2.7) and (2.8) the general
symmetry properties are as follows: )
(a) For ¢¥, d¥, and f% (and thus for AY),

A g =Aray - (2.9)

(b) c;"m =c;,{,m =cg,,m =c.gzw .
(c) d#=—g4B=g4, dPF=_gBi=g"®,

dgyﬁk =d;‘?¢;ﬁx = —d;{,w = —dﬂ;w ,

Jrivﬁﬁ =0.
(d) fAM=—fAB— _ fBA_fBB_F

£ 3}31 =—f ;{xm =—f .Z,w =f, ;{xw ,

Faapr=Fayss=0 -

These conditions restrict the number of independent
constants as follows: For ¢44 and ¢®8 (21), for c4B

(36), for d* and d® (18), for f (6). Of course the
number of constants may be further reduced by
point-group symmetry. It is only necessary to note
that €5, and @, transform differently under proper
and improper rotations.

c. vl

At long wavelengths and low frequencies it is suf-
ficient to treat the Coulomb interaction in the elec-
trostatic approximation. Suppose the two submedia
have charge densities 0; =z;p; where z; is the charge
per unit mass and p; is the mass density. For the
perturbed medium we have '

pi(D)=p;(1+V-T(P), (2.10)
or in terms of Fourier-transformed variables,

—
r

piF)=V"""Z pi(@eT T, - |,
q
L o (2.11)
pi(@)=pi[8q0+iq-u(q)] .

The Coulomb interaction is
.. ZiZ;
vd==+ [d7p(D);(T)
=5 vy (@p(dhp;( —F)
q

1 — e i —
=7 3 0;(d) Y 9aqpa(Pup(—q) ,
g#0 ap
2.12)
where @; is the electrostatic potential of the jth sub-
lattice. For vj; we will take a simple isotropic form,
4o i j

—t (2.13)
€o(g+A2)

U,'j(a)—_—

with a Thomas-Fermi screening length,
Ay =(4me2eq 'n, /kp T)'/?

for a nondegenerate electron gas,
As=(6me%eq 'n, /Ep)?

for a degenerate electron gas. A, goes to zero as
n,—0 and Eq. (2.13) is thus qualitatively correct
for both free- and bound-electron response. (gq is
the “bare” response of the composite medium.) In
Eq. (2.12) ¢ =0 is excluded because of charge neu-
trality. The form of Eq. (2.12) reflects the well-
known fact that only longitudinal fluctuations are
electrostatically coupled.
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The equations of motion are easily derived given
the potential U= UY. In terms of Fourier-
transformed “density-weighted” variables,

wi(q)=vpjul(q), (2.14)
they take the form
= 3 (pip) ™M@ (@) .
iB

(2.15)

The § dependence of M(q) is quite different de-
pending upon the presence or absence of free elec-
trons. For bound-electron systems (r, =0),

M@= DIy +AY | 2228
+47 | S TR, @i
YA
where A} =47ra,~ajeo" , while for n,540,
MZ(q)= (DY)
zw | ont A8 850 | TR |
(2.17)

where A}'j=4‘n'a,-crj60_l /(g2 +Ad).
The rigid displacement matrix ) can always be
diagonalized by choosing optic and acoustic modes,

Ug Z—;_(ua +ua)> Ua_—(ua—uB) (2.18)

Suppose there are p directions along which the sub-
lattices are incommensurate (a p-fold incommensu-
rate structure). Diagonalizing D shows that there
will be a ¢ =0 energy gap for all the optic modes
with displacements perpendicular to the incom-
mensurate directions. These (3—p) modes can be
omitted from further discussion. (Through elastic
interactions they produce corrections to the remain-
ing mode velocities of order

111250

[1—(cq2/a)§ap
as ¢—0. Here c is a typical elastic stiffness.) The
three acoustic modes and remaining p optic modes
constitute the (in general coupled) “slow” or hydro-
dynamic degrees of freedom.!> Note, however, that
the optic-acoustic mode transformation does not di-
agonalize the Coulomb interaction, which for insu-
lators contributes an additional =0 longitudinal
stiffness [Eq. (2.16)]. As a result additional §=0
gaps open in the p optic branches except for trans-
verse propagation. By contrast for a good conduc-

tor where g <<A~dg ' (dy being a typical atomic
spacing) the Coulomb term serves only to renormal-
ize the short-range elastic constants AY. As is fami-
liar in conventional elasticity both ¢ <A, and g > A
regimes may be valid for lightly doped materials in
which case additional dispersion occurs as the elas-
tic behavior passes from metallic to insulating.

III. A UNIAXIAL EXAMPLE

Consider the case where both sublattices have
uniaxial symmetry with the unique axis coinciding
with the common (p =1) incommensurate z axis (as
in Fig. 1). To further simplify the expressions we
assume elastic isotropy in the x-y plane (hexagonal
Dg;, symmetry). There are two invariants bilinear in
the displacements u2:

TDE W +(w)'P] and $DA '],

and similar terms involving DA2 and fo There
are five invariants bilinear in the strains e 4 (analo-
gous to the bulk elastic constants):

‘CfA (€n+6yy)2], el e +6yy)e,_,],

T l(efh —6y PH4(el)?], Tekled?,
and
—03 A(ed) +(eyz)2]
There is one invariant linear in €4w4,
dif(efwd +eyza>yz) ,

and two invariants bilinear in 0“4,

P(og)’+(0p)?],
%05,

Y O O 0 0 O 0O
Q9 D2 D2 92 QD DD D
Do O 00 O O
DD D0 DD QO DD DD QO
O O 0O O O
® 20 00 Q00 00 O

FIG. 1. Uniaxial intergrowth compound. The posi-
tions z;! and z2 for the two sublattices are given by (1.1)
with u/'=u2=0. Sine functions were chosen for f and g.
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and
AA __ AA
f35=c5" .

There are again similar terms in c¢42,d48 f48 and
cB8dBB fBB The corresponding Coulomb terms
with the same symmetry exist and can be written by
inspection.

First consider the g—0 modes. When Eq. (2.15)
is diagonalized by the (¥4,4%)—(4,¥) transforma-
tion the acoustic-mode frequencies vanish and the
optic modes are given by

D\ +Ag; —pw’ 0 Ag) 4,
0 D, —pw? 0 =0, (3.1)
Aé\”é\l 0 A@ZH -—/—3602

where §,=4, |q | and §;;=4)|q| are the com-
ponents of g parallel and perpendicular to z, and

P=papspa+ps)”"

is the reduced mass density. We assume the two

in which case A=4ro%;"; otherwise A=0. If

A0 the behavior of the =0 modes depends
upon the direction along which §—0 as shown
schematically in Fig. 2. There is a mode with dis-
placements v, perpendicular to the scattering plane,
with a frequency o, independent of 4. The remain-
ing two modes are linear combinations of v)|,v, and
there are two distinct cases [Figs. 2(a) and 2(b)] de-
pending upon whether D; > A or not. One of these
additional modes is gapless only when g is perpen-
dicular to the incommensurate axis."* For nonpolar
or conducting media the behavior at ¢g—0 is not
singular, and the v, mode is gapless for all propaga-
tion directions.

Now let us investigate the nature of the four slow
variables u,, u,, u,, and v, at finite . u, is decou-
pled and has a frequency given by

w}f:aqf—quﬁ . (3.2)

The remaining variables are coupled for a general
propagation direction and are solutions of the fol-

sublattices are polar and insulating (04 =—op=0), lowing secular equation:
J
Uy u,
(a +blgl +fqfj—w®  dgq. d'q)q, . a3
dg 9. eqf|+fq1 —o* e'ql +f'q} T '
d'qq, e'qli+f'qi  e"qf+f a1 +A(@)qf— >

The constants (a,b,d,e,f) can be evaluated from the
invariant forms in a straightforward manner. These
are the bulk elastic constants [divided by
pr=(ps+pp)] and involve only the sums of the
strain couplings, ¢”. In fact only the term diagonal

(a) (b)
2
D,+A] ")
1 + D+A
D, W
T
' o AN
N A
2 7
N
w w, // N
Dl
2 A
w_ w,
qlix Tz qhx Tz

DIRECTION IN x-z PLANE

FIG. 2. =0 mode frequencies off a uniaxial polar in-
commensurate insulator. The gap vanishes only for the
transverse propagation direction. There are two cases:
(a) large mechanical forces, D;>A, and (b) large
Coulomb forces, A > D;.

l
in v, contain the rotational couplings, d¥ and f¥.

(q)=[4mc?/eo(q?*+AD)]

is the Coulomb term described in the preceding
paragraph.

The equations of motion given in (3.3) are further
simplified for propagation along and perpendicular
to the z axis, in which case the u, mode decouples.
The phonon dispersion is shown schematically in
Fig. 3, for the polar insulating case A(0)5%0. Note
that the Cauchy relation which would require that
the transverse-mode frequencies of Figs. 3(a) and
3(b) be the same fails trivially in the sense that there
are two modes with valid claims to be transverse-
acoustic modes when qlz. Furthermore neither of
these velocities,

(f+f”)i[(f_2f”)2+4f’2]1/2 ’ (34)

v =

equals that of the transverse mode with q||z, for
which v2=Ff.
It should be possible to look for the existence of
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(a) (b)

UNSCREENED
——— SCREENED

wlq)
w(q)

Gz qix

FIG. 3. Phonon dispersion for a uniaxial incommensu-
rate polar material. (a) ¢ along unique axis. (b) g perpen-
dicular to unique axis. Subscripts indicate displacement
direction.

these extra acoustic modes in intergrowth com-
pounds by ultrasonic and/or light scattering tech-
niques. Of the materials mentioned in the introduc-
tion, the Nowotny phase alloys (e.g., Mn,Si,) are
attractive both because of the relatively simple
tetragonal structure and because the materials are
semiconductors and thus offer the possibility of
plasmon-related dispersion in the longitudinal
modes propagating along the ¢ axis. Another exam-
ple of such a system with tetragonal symmetry is
the organic salt diethyldihydrophenazonium
iodide."

IV. AN EXAMPLE WITH NEW FEATURES:
Hg;_5AsFs

The structure of the mercury chain compound
Hg;_5AsFg is formed by a body-centered tetragonal
lattice of AsFg anions through which pass two
nonintersecting orthogonal arrays of mercury ca-
tions parallel to the basal plane edges of the AsF,
host lattice (Fig. 4). At high temperature the mer-
cury atoms form an “incommensurate” liquid with
no long-range atomic positional order, but at
T.=120 K there is a phase transition into a struc-
ture where the mercury chains form an incommen-
surate ordered lattice (Fig. 5).

The theory naturally splits into two parts: one
which is valid above T, and one which describes the
properties below 7,. Since the formalism derived
so far applies to solid phases only it has to be slight-
ly modified above T, where the mercury system has
some liquid properties.

FIG. 4. Structure of Hg;_sAsFs. The Hg atoms on
the chains are shown schematically. Above 120 K the
Hg atoms form a fluid with no long-range order.

A. Acoustic modes in Hg;_5AsF,
T>T.

The compound consists of three lattices: one
(AsFg) with three-dimensional positional order and
two mercury chain lattices with two-dimensional
order of the chain positions but no ordering in the
third direction. The continuous symmetry of the
Hg liquid has thus been broken in the two perpen-
dicular directions for each lattice. In a sense, the
structure is similar to a “smectic-4” liquid crystal
where the continuous symmetry is broken in one
direction but the system remains fluid in the two

[no]

(Z=0)(Z=1/2)

—O——
Hg CHAINS || [100]

(2=1/4)(Z=3/4)

—————@———

Hg CHAINS || [010]

Loy,

FIG. 5. Ordered structure of Hg;_sAsFs below 120
K.

L ,aq
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perpendicular directions.

Now, let uf, u;,‘, and u;' denote displacements of
the AsFg lattice in the x, y, and z directions (defined
in Fig. 4), respectively. Similarly, let uy,u;,u; and
u,u;,u) be the displacements of the two mercury
lattices.  The coordinates (uy,u;), (uf,ul),
(u;‘,u}’,‘,uf) are all associated with broken sym-
metries, but the coordinates u; and u; are of a dif-
ferent nature. They describe translations along
chains of Hg mass density, and their gradients
describe mass-density fluctuations rather than
strains of a mercury lattice. 'We shall see that this
leads to diffusive modes along certain directions.

Following the program defined in Sec. II we first
construct the terms Up in the expansion of the po-
tential energy which depend on uniform sublattice
displacements:

Up= %D;},"(u;‘—u;‘ )2+ %ng’(u,{'—uf)z
+ 5D uF —uf P+ s D2 () —uf)
+3D2(uf—ul)? . .1)

These terms give the potential energies associated
with relative displacements of the three lattices and
involve only coordinates associated with broken
symmetries. In the 9X9 dynamical matrix, (4.1)
determines (together with the appropriate masses)
the gaps of four “fast” optic modes. There are thus
9—4=>5 slow acoustic modes. Near =0 the terms
in (4.1) force the perpendicular displacements of the
chains to follow the AsFg lattice for the acoustic
modes

x__ A
uy=uy, ,
A
ul=u; , (4.2)
uf=ul=ul .

At this point we could in principle proceed as in
the preceding section, introducing center of mass
modes U and modes V for which the center of mass
is at rest. However, for reasons which become clear
later we shall choose instead the following coordi-
nates which are orthogonal to the optic modes at

—

q=0:
Uy =7 (uf+ud),

1.4, x
u,=5(uy +uy),

1 A
u,=5u; +u;+ul), 4.3)
X
Wy =Uy ,
I
wy—-uy .

Here, u, describes displacement of the whole system

in the z direction, u, describes displacement of the
AsF¢ and the y chains in the x direction, and u, is
the displacement of the AsF¢ lattice and the x
chains in the y direction.

Our task now is to form the most general biqua-
dratic form in the gradients of the hydrodynamic
variables defined above. The potential energy is in-
variant under the tetragonal point-group operations.
We define the symmetric pseudostrains,

e;ﬁ=§(aau,§‘+aﬁu;‘) a,B=x,y,z , (4.42)

1
Eg',g' = 7(aarw5v + aﬂ,wa')

B 1 a',B'=x,y
€'z = 7azwa’ ’
and pseudorotations,
wgy=%(85u7—8,,uﬁ) , @b

1
w,g, =7(3,wy, —3,wy) .
The elastic energy does not depend on the rotations

and €,, separately, but only on the combinations

A B A B A B
(0y; —€), (03 —€xz), (3 —yy) .

The combinations w;’zze}g, w,f; =e,g, and co;fv =e§,
describe global rotations around the x, y, and z axis,
respectively.  Group theoretical considerations
based on these symmetries lead to the following in-
variants in the expansion of the potential energy.

(a) Six invariants in e,f,g. They are the usual in-
variants in tetragonal systems:

%c’fl[(e;‘g )2+(e,’,:,)2] )
Feh(ed?,
ChExEy » (4.52)
chi(eh ey )en
2c4s(en),
2ciu[ () +(€)7] .
(b) Three invariants in €5
FehleB P +(eh)™,
cfzexieyf, R (4.5b)
2cslen)? .
(c) Four invariants which couple efﬁ and 6;45:
Cff(e;‘;,eg, +6y’;ef;) ,
ety (efen +ene))
ctPleded +€£,)] , (4.5¢)

AB_A _B
4C666xy6xy .
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(d) Three invariants coupling rotations with rota-
tions and strains:

AByp _A A B A A B
2cy; [0y _exz)+eyz(wyz "eyz)] >

2B (0f —0d)?, (4.5d)

2 R op—€2) +(0f —€5)*] .

The relevant part of the kinetic energy density T is
T= %(PA + %PB Jits + %(PA + %PB )ﬁf ,
+ %(PA +pplis+ %( %PB Ny
+5 (30800, (4.6)
where p, is the mass density of the AsF lattice,
and pp is the mass density of the Hg system. Note
that the mass associated with the w modes is half

the mercury mass; the mass associated with the u,
mode is the fotal mass, and the mass of the u, and
|

Uy u, u,
Cf]‘]f‘*‘cge%%
+ekar (cfa+cislaxgy,  (cfs+cislaxg,
—(pa+ %PB Yoo
ciigy +cosds
+clagr (cfs+cls)gyd

—(pa+ %PB Jo?

ci3q; +cislgs+gy)
—(ps+pplo’

u, modes is that of the AsFg lattice plus half the
mercury mass.

The dynamical matrix D may be derived from
(4.5) and (4.6) in the usual way. The general prob-
lem of finding the normal mode frequencies,
D(w Nuy,uy,u,,wy,w,)=0, is prohibitively compli-
cated. However, the problem is greatly simplified
by the extra constraint that since the mercury
chains form a liquid there can be no elastic energy,
or restoring force, from shear strains, 9, ,w, 3, ,wy
in the Hg “lattice,” hence

B AB AB AB AB
Ce6 =Ce6 =Cu44 =f66 =J a4 =0. (47)

This is the point where the choice (4.1) simplifies

the calculations. Using the standard coordinates

defined in Sec. II the simple condition (4.7) would

be replaced by much more complicated relations.
The dynamical matrix becomes

Wy wy
AB 2 AB
C119x C129x9y
AB AB 2
C1249x9y C119y
AB AB
C139x9: €139:9y

B 2 1 2 B
C119x — 3 PB@ C129x9y

B 2 | 2
C1igdy — 7PBO" .

The matrix is symmetric and only the upper right triangle is shown. In special directions it is possible to
derive explicit expressions for the normal modes. For instance, in the A(100) direction (g, =g,=0) the

dynamical matrix becomes

Uy Uy U, Wy w,
ctigr —(pa+3pp)e’ 0 0 cites 0
clgi—(5pp+pa)o’ 0 0 0
Clagi— (pa+pplo? 0 0
cfigi—3pp0? 0
';_psz .

The normal modes are as follows:

(i) Two longitudinal modes involving u, and w;.
The modes are mixed because of the cfZ term
which couples density fluctuations in the x chains
to strains in the AsFg lattice plus y-chain system.

T

Emery and Axe'® have analyzed the spatial fluctua-
tions of the Hg atoms along the chain as derived
from neutron studies*!© and showed that they are
liquidlike. Good qualitative agreement (~ 10%)
was obtained with the assumption that the mea-
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sured modes are purely of the w, (or w,) type.
However, in principle the Hg fluctuations involve
both (coupled) u and w modes. It is possible that
this may contribute to the remaining discrepancy
between theory and observation.

(ii) Transverse mode polarized in the z direction.
Its velocity is

(T, A)=[(c4s/(ps+pp)]'"*. 4.8)

(iii) Two transverse modes polarized in the y
direction. The u, mode and the w, mode are,
respectively,

o(Tyy,A)=[ce/(pa+3p8)1'%,
(4.9)
U(sz,A)EO .

In the A(001) direction the five modes can be
characterized as follows:
(i) One longitudinal mode,

v(L,A)=[c53/(ps+pp)]"?,
(ii) Two degenerate u,, u, modes,
v(Ty,A)=lcas/(pa+3P8)1", (4.10)
(iii) Two degenerate transverse w,, wy, modes,
v(T,,A)=0. (4.11)

Note the relation between the velocity of the trans-
verse mode propagating in the x direction and po-
larized along the z direction, and the mode pro-
pagating in the z direction and polarized in the x
direction

~v(Tx,A) _
T u(T,A)

172

P5 P4 1. (412

%PB +P4

In a conventional elastic medium with tetragonal
symmetry R =1 since both modes involve the iden-
tical strain component €,,.. (In the long-wavelength
limit the two modes differ only by a rotation about
y.) The violation of the conventional R =1 rotation-
al symmetry condition was noted in an inelastic
neutron scattering study by Heilmann et al.' The
reason for this violation is that for the transverse
mode polarized along z, both Hg sublattices are
coupled to the AsFg whereas for the transverse
mode polarized along x, the x-axis Hg chain sublat-
tice is decoupled. In either case the shearing of the
Hg sublattices contributes to the inertia but pro-
duces no restoring forces due to the liquidlike na-
ture. Thus R depends only upon the masses of the
various lattices, not upon the effective elastic con-
stants which are not known a priori. It is therefore

a simple matter to insert known atomic masses to
calculate R:

p4 ~M(As)+6M(F)=189 ,
pp~(3—8)M(Hg)=285,

(4.13)

which gives R =1.27. Heilmann et al. found
R =1.25+0.1, and the value derived here is well
within their uncertainty.

The transverse @ =0 modes arise as a result of
the lack of potential energy associated with shear
strains in a liquid. We expect the modes to be dif-
fusive,

-2
w="21 (4.14)

2PB

where 7) is an appropriate viscosity.

In general directions all modes are propagating
because of the coupling between w, , modes and u
modes. Near the high-symmetry direction there is a
crossover between diffusive and propagating
behavior. For a similar situation, see the discussion
by Martin et al.!* on diffusive and propagating
modes in a smectic-A crystal. The transverse modes
propagating perpendicular to the smectic planes are
diffusive because the smectics are liquidlike within
planes, but generally the modes are all propagating.

The predicted behavior of the mode velocities as
a function of propagation direction in the x-z and
x-py planes is shown in Figs. 6(a) and 6(b). The
internal regions of the figures are schematic, but the

(b)

wy(uy)

n
o

VELOCITY (meV A)
5

:_—-/ALU‘
-4 - ul -
- / \

(o] (o]
qiz Tlix Tqhx qily

A A
PROPAGATION DIRECTION

FIG. 6. Phonon velocities vs propagation direction in
Hg;_sAsFg, T>T,. (a) Propagation in x-z plane. (b)
Propagation in x-y plane. The symbols denote the nature
of the mode along the symmetry direction (or within the
plane, if appropriate).
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velocities along the principal directions are fixed at
their measured values.'°

B. Acoustic modes in Hg;_;AsF¢, T < T,

Below T, the phases or displacements of the x
and y chains lock together (Fig. 5). The densities of
the condensed mercury atoms can be written in the
form

. =t exp(iq, - T)+c.c.,
Pr=Pxesplidy (4.15)

py=vyexpliq,'T)+c.c.,

where ¢, =—1, and q;=(27/a)(8,8,0). It costs
energy to slide the x system without sliding the y
system in a similar way. The symmetry is lowered
(orthorhombic) since the (5,8,0) direction is singled
out relative to the (—§,8,0) direction. The poten-
tial energy associated with the phase locking is of
the form'’

U'=3DZ(w, —w,)* . (4.16)

An optical mode with a ¢ =0 gap, given by
woz(Dg/pB)l/z ’

develops. Within  the Landau  theory,
DY ~(T.—T) so wo~(T,—T)"/2" We are thus
left with four slow modes. Three of the hydro-
dynamic coordinates are associated with the dis-
placements of the whole crystal; ux=%(ux+wx,,
vy=-;-(uy+wy), and u,. The fourth mode is w

*l(wy +uw,). This last mode is unusual in that it

2

involves Hg chains moving in perpendicular direc-
tions. Also, there is now a transverse restoring
force in the Hg lattice, and the elastic constants
(4.7) are nonzero. The kinetic energy associated

with the w coordinate is

w=7ppW> . 4.17)

The dynamical matrix is 4X4. In the g, direction
there is one mode polarized in the z direction with
velocity,

v(Ty,A)=[(chs+fe8—ciB) /(o4 +pp)]?,

and three modes mixing Uy,Uy, and w. There is no
mode with zero velocity. In the g, direction there is
a longitudinal mode with velocity

v(L,A)=[c%/(ps+pp)1"?,

as above T, and a transverse mode with u, =u,. In
addition there are two more transverse modes mix-
ing uy=u, and w. At T, one of these modes be-
comes degenerate with the (1,—1,0) transverse
mode; the other becomes dissipative. A Landau
theory analysis yields a velocity proportional to
(T,—T)"2.17 The ratios between transverse mode
velocities in different directions always depend on
effective elastic constants which we do not know.

Existing neutron scattering experiments have es-
tablished very clearly the existence of the extra
acoustic modes in Hg;_sAsFq as well as the
remaining qualitative features of this treatment.!®!!
In particular, the lack of propagating shear modes
of the Hg lattice above T, and the growth of such
modes below 7, have been observed at short wave-
lengths. It would be very interesting to extend such
measurements to the long-wavelength regime treat-
ed here using acoustic or light scattering methods,
although the former may be difficult because of the
sensitivity of the material to ambient environments,
and the latter difficult because of small light-
penetration depths.
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