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Hydrodynamics of three-dimensional stacked hexatic liquid crystals
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The hydrodynamic equations for three-dimensional stacked hexatic liquid crystals, i.e., for
hexatic-B and its tilted analogs, smectic-F and smectic-1, are presented. Differences and similarities
to the hydrodynamics of smectic-4 and smectic-C are discussed and the role of the additional vari-
able characterizing the bond orientational order is elucidated.

I. INTRODUCTION

The smectic phases studied so far in thermotropic
liquid crystals can be divided into three classes: (i)
smectic-4 and -C which are fluid inside the layers!
(short-range order); (ii) smectic-B (crystal), -E, -G, -H, -J,
and -K which are isomorphic®? to a crystal inside the hy-
drodynamic regime,* since the center of mass of the mole-
cules is ordered in three dimensions; and (iii) hexatic-B,
smectic-F, and -I (Refs. 5—9). Class (iii) is believed to
show short-range positional order inside the layers, al-
though it is considerably longer in range when compared
to smectic-4 and -C. In addition, hexatic-B and smectic-I
and -F show a certain degree of fluidity inside the layers.
Thus, it seems to be very interesting to study these phases,
which are intermediate between in-plane fluidity and in-
plane crystalline order.

In the present note we give a hydrodynamic description
of these three-dimensional stacked phases. They are dis-
tinguished from smectic-4 and -C by the existence of
long-range bond-orientational order inside the layers, i.e.,
there exists a hexagonal pattern of the bond directions be-
tween neighboring molecules.!®!! Thus, we have broken
rotational invariance but translational invariance is still
guaranteed. Since the bond structure is hexagonal the
viscosities and static susceptibilities are still isotropic in-
side the layers. The hexatic-B phase'? can be viewed as a
smectic-A4 liquid crystal with additional bond-orientational
order inside the layers which gives rise to one additional
hydrodynamic variable; smectic-F and -I are tilted ver-
sions of hexatic-B and therefore resemble closely smectic-
C with additional bond-orientational order in the layer
planes. On a macroscopic level, smectic-F and -I are iso-
morphic but are distinguished microscopically (e.g., by x
ray) by a director pointing to the corner (F phase) or to the
apex (I phase) of the unit cell. An extended discussion of
the structures (including drawings) of hexatic-B and
smectic-F and -I can be found in Refs. 9 and 7, respective-
ly. Like smectic-C, smectic-F and -I are biaxial. In analo-
gy to smectic-C it is also possible to chiralize F and I thus
obtaining F* (Ref. 13) and I* (Ref. 14) which are uniaxial.

In Sec. II we give the linearized hydrodynamic equa-
tions for hexatic-B and in Sec. III those for I and F. The
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role played by a relative rotation between tilt of the mole-
cules and bond-orientational order will also be discussed
in Sec. III.

II. HYDRODYNAMICS OF HEXATIC
SMECTIC-B PHASE

In hexatics, the two broken continuous symmetries,
translational order parallel to the layer normal and bond-
orientational order in the layer plane give rise to two addi-
tional hydrodynamic variables: The displacement 8R (or
sometimes called u) along the layer normal (characterized
by the constant unit vector 5% and the rotation angle 86
describing rotations of the hexagonal bond order within
the planes.!* 3R is one component of the (polar) displace-
ment vector R(5R =f{_:-1’)‘ %) and 86 is one component of the
(axial) angle vector 6(86=0-5°. In equilibrium, i.e., in
the undisturbed structure, 66 =0 and 8R =0. Since homo-
geneous displacements SR or rotations 86 lead generally to
different states without changing the energy density e,
only gradients of 8R or of 86 enter the Gibbs relation'®

Tdo=de—pdp—V-dg—4¢;d(V;R)—¥, d(V;V,R)
—X;d(V,0) . @.1)

The other hydrodynamic variables are the conserved
quantities density p, momentum density g, and the entro-
py density o. The thermodynamic quantities T, u, V, ¢,
¥;j, and X are defined by Eq. (2.1) as partial derivatives of
the energy density €. Expressing the thermodynamic
quantities by the variables constitutes the statics of the
hexatic phase. This is done by pure symmetry arguments:
the only quantities, which are odd under time reversal, are
Vv and g. The vector 5° defines an axis (layer normal)
without specifying up and down direction. Thus, we can
treat p° as a polar vector and make use of the additional
symmetry p%->—p% which implies 86«<>—586 and
8R<«>—8R and ¢;«>—¢;, ¥;;«>—V¥;;, and X;«<>—X;, since
€ is invariant under this additional symmetry. The other
possibility is to treat 5 as an axial vector, which implies
56 to be a scalar and 8R to be a pseudoscalar quantity (in
addition, ¢; is an axial vector, W;; is a tensor odd under
parity, and X; a polar vector since € is a scalar and V; a
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polar vector). In any case, we find the linear relations
Povi =8 »
ST=T,C, '80+7 8p+vh ViR ,

=18 5 pOV.R ,
du p+v 8o +v1b; (2.2)

¢i=BiP X\ V;R+vp?8p+v.p 80,
Vi =KijimViVmR ,
XIZMUV]O .

Thereby, C,, 7, and A are a representation of the usual
three susceptibilities of a simple liquid; X)| is the stiffness
constant of the layers (sometimes called B) and y; (y,)
describe static cross couplings between layer displacement
and density (entropy) (or pressure and temperature) and
vice versa. The tensor

My =M pipj+M . (8;—pip])

contains a longitudinal (M)|) and a transverse (M) stiff-
ness constant of the bond structure. If the layers are only
weakly coupled, one can assume that the bond structures
in different layers are also only weakly coupled, which im-
plies that M| is a small quantity compared to M, which
describes the stiffness of the bond structure within a layer.
The tensor K; jim describes fluctuations 8p; of the preferred
direction p ?, in linear order they are described by trans-
verse gradients of SR, ie., &p;=—(§; —"OA?)V R and
Kjim takes the form

Kijlm =(8]m ﬁ?ﬁ?n )[Kl(axl
The K’s are the usual Frank constants. Since longitudinal
gradients of SR are already present in first order (¢;), one
usually neglects the second-order terms ~K 3V||R against
X ||V R. The inclusion of higher gradient order terms
V:V;R is justified (and necessary) because first-order
terms V;R are restricted to longitudinal gradients V| R.
This is a point to be made for all smectic systems. In a
nonlinear theory, however, other higher-order gradient
terms would also have to be kept.

The constitutive equations (2.2) are equivalent to the
free-energy expression

f=fo+5X(V||R?+ 5K (VIR + 3 M|(V)6)

+5M (V0> +(V|R)(y, 80 +7,8p) (2.3)

where

fo=5C;" ' To(80)*+ +A(8p) + 8p 80 + —zl—gz
p

is the free energy of a simple liquid. Since f has to be a
positive definite form, we obtain the following restrictions
for the susceptlblhtles C,,, A X)) K LM I and M, are all

positive and T,C,”'A> 2, ToC,™ X”>1/2, and 7&X|,>‘yl.

The equations (2.2) were obtained from (2.3) by taking
partial derivatives

de de de

ST:—', :—’ ":———,
230 * =3 4%,

de de
v, — —
I Bv,v,R) M= ave)

and

=0d€/3g; .

In writing down Eq. (2.3), we have assumed that the
bond-orientational order is truly three dimensional. If this
is not the case, M| =0 and one has to keep a term of the
form +K 8(V||9) in Eq. (2 3) and the corresponding corre-
lation functlons [~(M k}+K sk ”)] are of the (columnar)
discotic type, "7 Similarly, M kf must be replaced, in this
case, by Kk || in all expressions which follow below.

The dynamic equations have the linearized form
p+Vigi=0,
g&+Vip+V;0,;=0, Vo=
€+ Vi(€o+Ppolv; + Vit =0,

Vo,

D 2.4)
0"+Vi00U,'+V,'j(10)=_f ’
R4+X=0,
0+Y=0,

where €y, po, and o0 are the equilibrium values of the ener-
gy density, the pressure, and the entropy density, respec-
tively. The dissipation function D is zero on the reversible
level (i.e., o a conserved quantity) and positive for the ir-
reversible contributions. The entropy production is
f (D/T)dV. The pressure is given by the (linearized)
Gibbs-Duhem relation 8p =po8u + T 8T.

We now express the unknown currents o, Jr€, and Jk
and quasicurrents X and Y by the thermodynamic conju-
gates. These currents are not independent but are related
by Eq. (2.1). For the reversible parts of the currents (su-
perscript R) this means that the sum

(o)

o*y, T+ofVu+XR(V;¢,—V,V; \I/,])+YRVX

must be zero or a pure divergence (j ¢ ——Toji in the

linearized theory) while for the dissipative parts (super-
script D) we have

iV, T+oV0;+X2(V;¢;—V,V;¥;))+ YV, X,=D>0.

In the present case, the reversible parts of the currents
R A
YR=—3p ?eijkvjvx )
XR=_ AQU.
. P (l) i o (2 5)
0ij=—Pi(¢p; —V¥ij)— 5P k€xijVpXp »
.oR
]ig =0,
are pinned down completely by the nature of the broken
symmetries: Since the momentum is the generator of
translations, SR, which describes the breaking of the
translation symmetry (along 59, is canonical conjugate to



g-p%and R=v- -$°. In the same way, ¢ 60 i 1s canonical con-
jugate to the angular momentum T -p° and =3 -p°
where w; =(1/2)€;;, Vv, is the vorticity. Other revers1b1e
contributions to the currents, e.g., flow alignment
terms’31%1° like in uniaxial and biaxial nematics, are
ruled out by symmetry (isotropy in the layer plane). For
the irreversible parts of the currents symmetry allows for

YD= —[LV,‘X,' N

XP=—§(V;6; —V,V;¥,;)— €IV, T,
(2.6)
oij=—VijuVivg ,

3= T VT =P UV = ViV W)

The heat conduction tensor k;; and the viscosity tensor are
of uniaxial form and contain two and five independent (ir-
reversible) transport parameters, respectively. There are
three further transport parameters present, i.e., i, £, and
&, the latter describing a dynamical cross coupling be-
tween layer displacement and entropy (temperature) fluc-
tuations. The positivity of entropy production requires
the constraints u, £, k) and k, to be positive and «§ > &

The physical impact of linearized hydrodynamics is
best discussed by looking at the normal modes. In linear
order in k (w~k) hexatics behave like smectic-4 liquid
crystals:> There are two soundlike excitations (w= +ck)
coupled together (first- and second sound or ondulation
mode) mainly built up by 8p, k-8, R, and p°-g. Both
sound velocities ¢; , depend on the direction of K relative
to p° (For the spec1a1 cases k; =0 or k=0 one of the
sound modes decays into two diffusion modes.) In the
next k order (w~k?), the sound modes acquire diffusive
contributions to @(~ik?), again direction dependent,
which involve 8o (or 8T) additionally. The heat conduc-
tion mode w~iEk? with direction dependent E, besides
80 (or 87), also involves R and 8p. The motion of 66,
which discriminates hexatic-B from smectic-4, is general-
ly coupled with that component of g, which is perpendic-
ular to both k and p°, g-kK=0=¢5° but decoupled from
the rest. The mode structure is

i (7 2 | PSS
2 # Po
e e Loa| L 1 pap0]"”
25| M= ——kM 2.7
2 Po PO 1 } ( )
with

Mi=Mk}+Mk?,
/‘\>2=3V2k12_+1/3k|2' .

For k,=0, there are two decoupled diffusions

w=—ipM| k7 and w= —ipy 'vsk]; of 86 and E-(5°x k),

respectively. For k40, 80 and o) exhibit a coupled dif-

fusion as long as

1 2

,uﬁ =2
Po

~1—kfll22<
Po

29 HYDRODYNAMICS OF THREE-DIMENSIONAL STACKED HEXATIC. .. 913

in the reversed case, Eq. (2.7) describes a strongly damped
propagating wave with dispersion [w ~k2*(a+if)], which
can be called a “bond-vorticity” wave. The structure of
(2.7) strongly resembles the director-shear modes of
nematics'® (there are two of them in nematics) or the orbit
“waves” in 3He-4.2° From the experience with the latter
systems it would be, however, a surprise, if this “bond-
vorticity wave” would not be overdamped (purely dissipa-
tive).

In experiments, these modes can be excited by an
externally-imposed inhomogeneous rotation along ' (or
an inhomogeneous shear stress within the layers). If the
inhomogeneity is parallel to p %k £0,k; =0) one can
measure the two diffusion constants uM,; and (1/py)vs.
If the inhomogeneity is perpendicular to p O(k“ =0,k,50),
one finds either the bond-vorticity wave or the coupled
diffusion described above. If a propagating wave is found,
then

| 2004°M | —6vypr — 1| < (1412v,)172

limits the possible values for M ; if uv, << 1 this implies

M _ =
Lz 4 po
and M, <(1/pgu®. If v, is known from other experi-
ments, u and M, can be obtained from Eq. (2.7) for
k,#0,k = 0.

In concluding the section on the hydrodynamics of
hexatic-B, we will briefly discuss the hydrodynamic as-
pects of a so far hypothetic nematic phase with additional
bond-orientational order.?! In this case, one has a uniaxial
phase with three additional variables: The two director
deviations &n; from the preferred direction n’, character-
izing the broken rotational symmetries of a uniaxial
nematic and, in addition, the bond angle 0 (rotations about
nd). For the statics we refer to Ref. 21, but we only men-
tion in passing that K, =Ky, via integration by parts, if
the corresponding surface term vanishes (we use the nota-
tion of Ref. 21). For the reversible currents one finds a
mere superposition of the results for uniaxial nematics®
and for the bond angle in hexatic-B. For the irreversible
currents, we get, in addition to the terms present in uniax-
ial nematics and hexactic-B (for the bond angle) a separate
cross coupling in the entropy production which reads

(n;8%; +n; 8 )(V;0)(Vny.)
III. HYDRODYNAMICS OF SMECTIC-F
AND -I LIQUID CRYSTALS

Smectic-F and -I are similar to hexatic-B with respect
to the layer structure and the bond-orientational order
within the layers. In contrast to hexatic-B, however, the
molecule axes are, on average, not dlrected along p° (the
layer normal), but are tilted away from 5 ° by a tilt angle
\I/O, i.e., there is a second preferred direction #° with

#9-p%=cosy. This gives rise to a preferred direction
within the layers #° which reads in normalized form

A0 o A a0 A /\ A _

¢ =[n0 0(p0 0)][1 0, 0)2] 1/2

#% or ¢° break rotational invariance (about 5% and 8¢
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(with £9-8¢ =0=p"-8¢) is the appropriate hydrodynamic
variable. This is a situation similar to smectic-C.!>!®
Alas, things are more complicated in smectic-F and -I.
The bond-orientational order also breaks rotational invari-
ance about p° 8¢ and 80 describe physically distinct
operations: The former rotations of the long molecular
axes about the centers of mass and the latter rotations of
the bonds, i.e., of the centers of mass. In equilibrium,
however, the bond-orientational order and the &° vector
are locked together: Either &° is parallel to one bond
orientation (smectic-F) or it is perpendicular to it
(smectic-I). Thus, even a homogeneous rotation
(p2x89:6¢5£0 with 86=0 (or a homogeneous rotation
8640 with 8¢ =0) will produce a (homogeneous) restor-
ing force. Only a combined rotation, 80+ (p°X¢9)-8¢, is
the true hydrodynamic variable connected with the broken
rotational symmetry, while all other linear combinations
of 80 and ($°x29-8¢ are microscopic variables. If the
homogeneous restoring force is weak, however, their
motion will be slow and quasihydrodynamic. In the fol-
lowing we will take 260=380+(p°x¢%-8¢ as a hydro-
dynamic variable and 284=860—(p°%¢°)-6¢ as a
quasihydrodynamic (macroscopic) variable; in addition,
there are, like in smectic-4, the other variables p, g, € and
6R.
The Gibbs relation takes then the form

—X;d(V;)0)—hd¢—m;d(V;d) . 3.1

Since the dynamics (and statics) involving the variables
€(o), p, €, and 8R is (in structure) the same as in smectic-
A or hexactic-B, we will not repeat the appropriate formu-
las in Sec. II. The only difference is the biaxiality in
smectic-F and -I, which causes the material tensors Kjj,,
Kij, and Vi, to be of a more complicated form.

We will concentrate in the following on the dynamics of
60 and 8¢. For the statics symmetry allows

h=Bb¢ , (3.2)
mi=P;V;6+NyV;6 ,
which is equivalent to the free-energy contributions
f=Fa+TMy(V;0)(V;0)+ 5 Py(V:$)(V;)
+N;;(V;$)(V;0)+B(84)*, (3.3)

where f4 is the free-energy part of the other variables and
the susceptibility tensors M, P, and N take the form*?

U;=Upipi+U,E087+ Us(8y;—pip;—E7¢])
+ULEp9+E%5)) . 3.4)

The energy B(8¢4)? expresses the fact that bond-
orientational order and the direction &° cannot rotate free-
ly against each other even in the limit kK —0.

For the dynamics we find,

04+Y=0,
(&"‘Z:O )

(3.5)
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with the reversible quasicurrents

YR= 5% & + H(a18 )+ ap NP OXEN (Vv + Vi)
ZR=—%(a,€?+a2ﬁ?)(ﬁ°><é\°)k(vkv,+V,vk) . (3.6)
YR shows the usual coupling to the antisymmetric gra-
dients of V (@), which comes from the physical nature of
86 describing rotations about 5 °. Such a term is absent in
ZX, because 6¢ describes a relative rotation, where such
terms cancel. The coupling to the symmetric part of V,v,,
characterized by two reversible transport-parameters «,;
and a, (in nematics there is only one, usually called A), is
due to the fact, that (p°x 98¢ is the projection onto the
component of the director 1, which is known to couple to
the symmetrized velocity gradients even on the reversible
level. The situation is quite similar to that in smectic-C,
but different from that in hexatic-B, where 86 was a pure
rotation angle and where no ¢° axis was present.

Vanishing entropy production rcquires the following
counter terms in the stress tensor

05 = %ﬁgekﬁlel —%(h +VX;—V,m;)

X[} +ap NEOXp0)j+ i)l . (3.7)
The dissipative parts of the currents are
YP= —pu,ViX; +pyh—V,m;) (3.8

ZDZT(h -—-Vi?T,')—,U«zViXi .

Again, the term 7h shows the nonhydrodynamic character
of 8¢. Since 86 couples not only to @5 ° but to all com-
ponents of the velocity and because of the biaxiality, the
mode structure is very complicated and all variables are
coupled together. Of course, there is one nonhydro-
dynamic relaxational mode with w(k—0)=i7B connected
with 8¢. In general, there are two soundlike modes (ex-
cept for certain directions of E), a heat-diffusion mode,
and two coupled-diffusion modes (vorticity parallel to 5,
and combined bond orientation and ¢ vector); the possi-
bility that the latter can have a propagating part (as in
hexatic-B) is suppressed in smectic-F and -I if 7B is
greater than the k-dependent hydrodynamic frequencies.
Aside from the analysis of the normal mode structure
which can be detected, e.g., by light scattering or sound
absorption, another possibility for future experiments
emerges immediately from the basic equations for
smectic-I and -F. Whereas it is clear from Eq. (2.5) that
hexatic-B will not show flow alignment, such a possibility
exists in the tilted phases I and F. From Eq. (3.6) we ob-
tain
S
'™ cos(26)

for V,v,5£0, where p° has been chosen to be parallel to
the three-direction, i.e., the layer normal. However, it is
not quite clear whether this flow alignment is observable,
since the degree of freedom, which is responsible for the
effect (i.e., rotation of the molecules, 86) is coupled to a
rotation of the bond-orientational order 8¢. Equation
(3.9) can only be obtained if 660 and 8¢ are decoupled.
Flow alignment measurements could, therefore, give new

(3.9
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information on that coupling. Of course, if |a;| <1,

flow alignment cannot occur but tumbling can occur. The
same conclusions follow for the phase discussed in Ref.
21.

It is obvious that the inclusion of the nonhydrodynamic
variable 8¢ into the set of macroscopic variables is some-
what arbitrary. At least in the vicinity of the phase tran-
sition to the hexatic-B phase, the tilt angle ¥ (also a
nonhydrodynamic variable) is also a good candidate of be-
ing a macroscopic variable. Thereby ¥ couples reversibly

to (f°%x¢€9-@ and has static and dynamic (dissipative)
cross couplings with 86 and 8¢. Such a treatment would
g0, however, beyond the scope of this paper.
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