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This review discusses the physical properties of nematic, cholesteric, and smectic liquid crystals.
Molecular theories of the liquid crystal phases are discussed and the molecular field theories of
the phase transitions between the various liquid crystal phases are presented. The elastic theory
and hydrodynamics of liquid crystals is developed. A wide variety of phenomena in liquid crystals,
including elastic distortions, disclinations, Row properties, fluctuations, light scattering, wave
propagation, nuclear magnetic resonance, effects of magnetic and electric fields, electrohydro-
dynamics, and optical properties, is discussed.
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I. LIQUID CRYSTALS IN GENERAL

Liquid crystals are a state of matter intermediate be-
tween that of a crystalline solid and an isotropic liquid.
They possess many of the mechanical properties of a
liquid, e.g. , high fluidity, inability to support shear, forma-
tion, and coalescence of droplets. At the same time they are
similar to crystals in that they exhibit anisotropy in their
optical, electrical, and magnetic properties. The name liquid
crystal was first suggested by Lehmann (1889) to charac-
terize this state of matter. Such terms as mesomorphs or
mesoforms, mesomorphic states, paracrystals, and aniso-
tropic or ordered liquids or fluids have also been proposed
and used in the literature. Li.quid crystals which are ob-
tained by melting a crystalline solid are called thermotropic.
Liquid crystalline behavior is also found in certain colloidal
solutions, such as aqueous solutions of tobacco mosaic virus
(Bawden and Pirie, 1937;Oster, 1950) and certain polymers
(Robinson, Ward, and Beevers, 1958). This type of liquid
crystal is called lyotropic. For this class, concentration (and
secondarily tempera'ture) is the important controllable
parameter, rather than temperature (and secondarily
pressure) as in the thermotropic case. Most of the present
discussion is equally valid for either class, although we will
generally have a thermotropic liquid crystal in mind.

The quintessential property of a liquid crystal is its
anisotropy. In this section we will list some of its manifesta-
tions and introduce an order parameter which characterizes
and quantifies it. The bulk of this review will then develop
the physical implications of this anisotropy. Essentially no
other assumptions about the nature of a liquid crystals are
necessary.

l

Liquid crystals are found among organic compounds;
the organic molecules may be of a variety of chemical
types, such as acids, azo- or azoxy-compounds, and choles-
teric esters. An extensive listing is given by Kast (1969).
The role of molecular geometry in liquid crystals has been
discussed by Gray (1962). Certain structural features are
often found in the molecules forming liquid crystal phases,
and they may be summarized as follows:

FIG. 1. Molecular structure of para-azoxyanisole (PAA) and p-meth-
oxy benzilidene p-n-butylaniline {MBBA).
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FIG. 2. The arrangement of molecules in liquid crystal phases. (a)
The nematic phase. The molecules tend to have the same alignment
but their positions are not correlated. (b) The cholesteric phase. The
molecules tend to have the same alignment which varies regularly
through the medium with a periodicity distance p/2. The positions
of the molecules are not correlated. (c) The smectic A- phase. The
molecules tend to lie in planes with no configurational order within the
planes and to be oriented perpendicular to the planes.

(a) The molecules are elongated. Liquid crystallinity
is more likely to occur if the molecules have flat segments,
e.g. , benzene rings.

(b) A fairly rigid backbone containing double bonds
defines the long axis of the molecule.

(c) The existence of strong dipoles and easily polarizable
groups in the molecule seems important.

(d) The groups at. tached to the extremities of the mole-
cules are generally of lesser importance.

Two liquid crystals, para-azoxyanisole (PAA) and p, p
inethoxybenzylidene n-butylaniline (MBBA), which have
been extensively studied are shown in Fig. 1. Some impor-
tant physical properties of these two. liquid crystals are
given in Sec. X.IX..

A classification of liquid crystals based on their structural
properties was first proposed by G. Friedel (1922), and
they are generally divided into three main classes:

1. %emetic. A simpli6ed picture of the relative arrange-
ment of the molecules in the nematic phase is shown in
Fig. 2a. The long planar molecules which are usually in-
volved are symbolized by ellipses. The nematic phase is
characterized by long-range orientational order, i.e., the
long axes of the molecules tend to align along a preferred
direction. The locally preferred direction may vary through-
out the medium, although in the unstrained (equilibrium)
nematic it does not. Much of the interesting phenomenology
of liquid crystals involves the geometry and dynamics
of the preferred axis, and so it is useful to define a vector
field n(r) giving its local orientation. This vector is called
the director. Since its magnitude has no significance, it is
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taken to be unity. The director field is easily distorted
and can be aligned by magnetic and electric fields, and by
surfaces which have been properly prepared. On optical
examination of a nematic, one rarely sees the idealized
equilibrium configuration. Some very prominent structural
perturbations appear as threads from which nematics take
their name. These threads are analogous to dislocations in
solids and have been termed disclinations by Frank (1958) .
They are discussed in Sec. V.

There is no long-range order in the positions of the centers
of mass of the molecules of a nematic, but a certain amount
of short-range order may exist as in ordinary liquids. The
molecules appear to be able to rotate about their long axes
and also there seems to be no preferential arrangement of
the two ends of the molecules. if they differ (hence the sign
of the director is of no physical significance) . Thus optically,
a nematic behaves as a uniaxial material with a, center of
symmetry. The existence of a center of symmetry in a,

nematic is indicated by the absence of ferroelectric phe-
nomena, and also by the absence of second harmonic genera-
tion in light scattering (Durand and Lee, 1968).

This structure for a nematic is supported by the x-ray
data ja review of x-ray work on liquid crystals has been.
given by Chistyakov (1966) and Delord (1969)j. Recently
de Vries (1970) has suggested on the basis of x-ray and
optical data that another type of nematic phase (cybotac-
tic) exists. In this phase the molecules are arranged in
groups in such a way that the centers of mass of the mole-
cules in each group lie in a plane, i.e. , there is short-range
order of the smectic type.

2. Cbolesteric. The cholesteric phase is like the nematic
phase in having long-range orientational order and no
long-range order in the positions of the centers of mass of
molecules. It differs from the nematic phase in that the
director varies in direction throughout the medium in a
regular way. The configuration is precisely what one would
obtain by twisting about the x axis a nematic initially
aligned along the y axis. The director and the Fresnel
ellipsoid are seen to rotate as one progresses along the twist
axis. In any plane perpendicular to the twist axis the long
axes of the molecules tend to align along a single preferred
direction in this plane, but in a series of equidistant parallel
planes, the preferred direction rotates through a fixed a,ngle,
as illustra, ted in Fig. 2b.

This secondary structure of the cholesteric is charac-
terized by the distance measured along the twist axis over
which the director rotates through a full circle. This dis-
tance is called the pitch of the cholesteric. The periodicity
length of the cholesteric is actually only half this distance
since n and —n are indistinguishable. For some reason, the
structure of cholesterics is frequently referred to as a. helix
(with the appropriate pitch and axis); this usage ha, s meta-
phoric value but little physical content.

A nematic liquid crystal is just a cholesteric of infinite
pitch, and is not really an independent case. In particular,
there is no phase transition between nematic and cholesteric
phases in a given material, and nematic liquid crystals
doped with enantiomorphic (not mirror symmetric) mate-
rials become cholesterics of long (but finite) pitch. The
molecules forming this phase are always optically active,

i.e., they have distinct right- and left-handed forms. The
spiral arrangement has the opposite sense for the two types
of molecules. A racemic mixture of right- and left-handed
forms has a nematic structure (Robinson, 1966).

The pitch of the common cholesterics is of the order of
several thousand angstroms, and thus comparable with the
wavelength of visible light. The spiral arrangement is
responsible for the characteristic colors of cholesterics in
reflection (through Bragg refiection by the periodic struc-
ture) and their very large optical rotatory power (see Sec.
XVIII). The pitch can be quite sensitive to temperature,
Aow, chemical composition, and applied magnetic or electric
fields.

Again one rarely sees, on optical examination of a choles-
teric, the idealized equilibrium configuration described
above. An important type of disclination often observed
in cholesterics was first described by Grandjean (1921). If
the cholesteric is confined in a wedge-shaped space between
tilted glass plates, optical patterns consisting of alternate
light and dark stripes are observed. The stripes are parallel
to lines of equal thickness along the glass surface and have
been commonly referred to as Grandjean planes. .The
Grandjean planes are actually singular lines: an undis-
torted spiral structure can only be realized in regions where
the gap width is an integral multiple of the half-pitch and
in between the spiral is deformed (see Sec. V) .

3. Smectics. The important feature of the smectic phase,
which distinguishes it from the nematic, is its stratification.
The molecules are arranged in layers and exhibit some cor-
relations in their positions in addition to the orientational
ordering. A number of different classes of smectics have
been recognized La review has been given by Sackmann
and Demus (1969)j. In the smectic A phase the molecules
are aligned perpendicular to the layers, with no long-range
crystalline order within a layer (see Fig. 2c). The layers
can slide freely over one another. In the smectic C phase
the preferred axis is not perpendicular to the layers, so
that this phase has biaxial symmetry. This phase was first
identified by de Vries (1970) and by Chistyakov et al.
(1969) by x-ray diffraction. The smectic B phase has been
studied by Levelut and Lambert (1971) by x-ray diffrac-
tion. The observations suggest that there is hexagonal
crystalline order within the layers. A model of the smectic
B phase has been proposed by de Gennes and Sarma (1972)
in which the layers can slip on each other but cannot rotate
on each other. The smectic D and E modifications have
been reported by Sackmann and co-workers Lsee Sackmann
and Demus (1969)$. Optically the D modification appears
to have a cubic structure, and the x-ray patterns are con-
sistent with a cubic packing. The x-ray patterns obtained
from the smectic E phase prove the presence of a layered
structure, and also indicate that there is a high degree of
order of the molecular arrangement within the planes (Diele,
Brand, and Sackmann, 1972b) . Further work is required to
elucidate the nature of these phases.

In general a smectic, when placed between glass slides,
does not assume the simple form of Fig. 2c. The layers,
preserving their thickness, become distorted and can slide
over one another in order to adjust to the surface conditions.
The optical properties (focal conic texture) of the smectic
state arise from these distortions of the layers. From ob-
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servation it is inferred that the layers form a series of Dupin
cycides La simple discussion has been given by Bragg (1934)
and in Sec. X.Vj.

A number of substances exhibit nematic (or cholesteric)
and smectic phases. An extensive study of the phase dia-
grams of a large number of compounds has been made by
Sackmann and co-workers (Sackmann and Demus, 1969) .
The general rule appears to be that the lower temperature
phases have a greater degree of crystalline order. Examples
are: (i) the nematic phase always occurs at a higher tem-
perature tha'n the smectic phase; (ii) the smectic phases
occur in the order A ~ C ~ B as the temperature decreases.

Further background material is available in the following
list of review articles, books, and conference proceedings:

Brown and Shaw (1957); Gra, y (1962); Fergason (1964);
Brown, Dienes and Labes (1965); Chistyakov (1966);
De Gennes (1974); Durand and Litsler (1973); Saupe
(1973); Porter and Johnson (1967); Saupe (1968); Brown
(1969); Sackmann and Demus (1969); Pincus (1970);
Heilmeier (1970); Brown, Doane, and NeR (1970); Brown
and Labes (1972) .

A. The order parameter

Suppose, for simplicity, that the molecules composing a
nematic or cholesteric liquid crystal are rigid and rodlike
in shape. Then we can introduce a unit vector v") along
the axis of the ith molecule which describes its orientation.
This vector should not be confused with the direcior n
which gives the average preferred direction of the molecules.
Since liquid crystals possess a center of symmetry, the
average of v") vanishes. It is thus not possible to introduce
a vector order parameter for a liquid crystal analogous to
the magnetization in a ferromagnet, and it is necessary to
consider higher harmonics or tensor@. A natural order
parameter to describe the ordering in a nematic or choles-
teric is the second rank tensor

the preferred direction or optic axis and the angular brackets
indicate an average over the molecules in a small but macro-
scopic volume as in Eq. (1.1). In the case of linear mole-
cules, or molecules with a well defined long axis about which
they rotate rapidly, the two definitions (1.1) and (1.2)
are equivalent. The order parameter (1.2) is necessary in
the interpretation of the NMR spectra, of nematics (see
Sec. XIV) .

In real liquid crystals the molecules may be flexible in
contrast to the rigid models considered above. Different
parts of the molecules would then have to be described by
different 5 ~ tensors. It is then preferable, as suggested
by de Gennes (1971a), to define the amount of order in
terms of a macroscopic property which is independent of
any assumptions about the rigidity of the molecules. Such
a definition of the order parameter is also preferable from
a thermodynamic point of view. The macroscopic property
chosen by de Gennes to represent the amount of order is
the anisotropy in the diamagnetic susceptibility. We define'

Q
1 g

aP gaP 3 Uaggyy) (1..3)

where y p is the magnetic susceptibility tensor per unit
volume. Q s is again a symmetric traceless tensor of rank
two and has five independent components.

Q., = Q„y
——2.VL(5„„15. , )xi'"' + (5. .- + 5..)xg'"'

+ ( 5x'z' + 5y'&g') x3 ]

Since magnetic interactions between molecules are small,
the susceptibility is approximately the sum of the suscepti-
bilities of the individual rnolecules; then Q ti is simply related
to 5 p for rigid molecules. I.et the principal susceptibilities
of a molecule be x~' ', X2(0&, and y3'0), and choose the molecu-
lar fixed axes x', y', and z' to coincide with the principal
axes of the susceptibility. Then it is not difficult to show for
a uniaxial liquid crystal

Q.. = -~' (5."*xi'"' + 5, .x~"' + 5; = xa'"), (1 4)

5 p (r) = (cosg ~ cos8p —36 ~ ), (1.2)

where cos 0 is the angle between the o.' molecular axis, and

Strictly speaking S p only vanishes in the isotropic state when the
thermodynamic limit of Eq. (1.1) is taken. A certain amount of short-
range orientational order is present in the isotropic state.

when the sum is over all the X molecules in a small but
macroscopic volume located at the point r. The v are the
components of v referred to by a set of laboratory fixed
axes. This order parameter is a symmetric traceless tensor
of rank two and in general has five independent components.
In the isotropic state, where the molecules have random
orientations, 5 p vanishes. '

In order to define an order parameter for nonlinear rigid
molecules, we introduce a Cartesian coordinate system
x'y's' fixed in the molecules. In the case of a uniaxial liquid
crystal the order parameter tensor is defined by (Saupe,
1965)

where X is the number of molecules per unit volume. Owing
to the identity 5, , + 5„, + 5-, , = 0, there are two
independent parameters on the right-hand side. For mole-
cules with axial symmetry we have

Q-i = -~x."'5-s,

where p "' = X~~'0) —XJ ") is the anisotropy in the suscepti-
bility Lx~~'o' and xi'oi are the susceptibilities along and
perpendicular to the axis, respectivelyf.

Any other second-rank tensor property of a liquid crystal
could be used in place of Eq. (1.3). We could, for example,
have chosen to define Q ~ in terms of the electric suscepti-
bility. However, then the simple relation (1.4) could not
be expected to hold. The electric susceptibility cannot be
taken as the sum of the susceptibilities of the individual
molecules, as local field corrections are much more impor-
tant in the electric case.

' By convention repeated indices are to be summed over.
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P = —',(2x„—x„—x„„)

It is possible to describe both uniaxial or biaxial ordering are given by
in liquid crystals by means of the order parameters (1.1)—
(1.3) .

1. Uniaxial symmetry

5 p
——5(e mp

—3~8 p), (1.6)

The single preferred direction of the molecules in this case
is along the director n. For uniaxial symmetry the order
parameter (1.1) can be written in the form

g XX g'Jl?J ~

Once two axes are fixed, the third is also determined so
that this is the most general type of symmetry that can
occur for a second-rank symmetric traceless tensor. Possible
biaxial forms of nematic liquid crystals have been discussed
by Freiser (1970), Fan and Stephen (1970), and Alben
(1973).

where e are the components of n in a laboratory fixed
coordinate system. In particular, if we choose n along the II. MOLECULAR FIELD THEORIES OF LIQUID
s axis of this coordinate system, the three nonzero com-
ponents of 5 are

A. Landau theory
5., = —', 5, 5~, = Syg = —35. (1.7)

(1 ——', sin'8)f(8) sin8 d8. (1.8)

The scalar quantity 5 is a measure of the alignment of the
molecules. Quantitatively, if f(8) sin 8 d8 is the fraction of
molecules whose axes make angles between 8 and 8+ d8
with the preferred direction,

Let us assume, following Landau (1937); Landau and
Lifshitz (1958), that the Gibbs free energy density g(P, T,
5 p) is an analytic function of the order parameter tensor
5 p. In particular this quality is supposed to obtain near
the transition temperature. To the extent that 5 p is a
small parameter, we may expand g in a power series. Since
the free energy must be invariant under rigid rotations, all
terms of the expansion must be scalar functions of the
tensor 5 p. The most general such expansion has the form

En the isotropic phase 5 =- 0, and in the nematic or choles-
teric phases 0 & 5 ( 1. The limit 5 = 1 corresponds to
perfect alignment of all the molecules and, of course, can
never be realized in practice.

a = a'+ k~S-pS-p — 3IiS-pSpvS~-

+ 4CS p5 pS~gS~g ——',x,H 5 pHp (2 1)

In the uniaxial case the order parameter (1.3) can be
written in the form

Q-p = Q(e-ep —-'8-p) (1.9)

The quantity Q = x~~
—x~ is the anisotropy in the mag-

netic susceptibility.

The most important classes of liquid crystals belong to
the uniaxial case (the smectic C phase being the principal
counterexample). According to Eq. (1.6), the order param-
eter for all such systems can be characterized by a magnitude
Q and a direction n, where the latter is the principal axis
of the order parameter tensor. The theoretical development
below depends merely upon the 'existence of n and is by no
means restricted to the case of rigid symmetric molecules.

The coefficients 3, 8, and C are in general functions of
P and T. We shall see below that this model equation of
state predicts a phase transition near the temperature
where 3 vanishes. We will assume 2 has the form

A = 3'(T —T~). (2.2)

correct to fourth order in 5 p (de Gennes, 1969a) . Here g,
is the free energy density of the isotropic phase. There is
just one distinct invariant of order 2, 3, and 4, as shown:
other forms (such as 5 pSp~S~qSq ) can be reduced for uni-
axial liquid crystals to one of the forms given (—', 5 pS pS»5~&,
in the example) when consideration is taken of the fact
that the trace 5 vanishes. The last term of (2.1) is the
magnetic anisotropy energy due to the presence of the
applied field II.

2. Biaxial symmetry

1Q- = x- —3xv~ = »
Qx* = x*x —3x~v = 2(P R)

Q„—x„3x»— .( + (1.10)

Biaxial phases of nematic and cholesteric liquid crystals
have not been observed. The smectic C phase is an example
of a liquid crystal with biaxial symmetry. The order param-
eter can be put in the general diagonal form

The transition temperature itself will prove to be somewhat
above T*.The coefficients 8 and C need have no particular
properties near T*; we will regard them as constants.

The assumption that g is analytic in 5 p cannot be justi-
fied, although in succeeding sections we will give some
examples of models for which it seems to hold. The validity
of the expansion restricts us to small values of 5. Experi-
mentally 5 0.5 just below the transition, for which the
expansion (2.1) can only be qualitatively correct.

In a uniaxial liquid crystal 5 p takes the form

It now depends on two scalar quantities, I' and R, which

Rev. Mod. Phys. , Vol. 46, No. 4, October 1974
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FIG. 3. Landau theory: dependence of the Gibbs free energy on
the order parameter. The cases of the three special temperatures,
T**, T„and T* are shown. The equilibrium value of the order param-
eter (which minimizes G) is indicated in the latter two cases.

Substituting this into Eq. (2.1), it becomes

g = g, + —,'AS' —~', BS'+ —',C54 (2.4)

A 5 ——'B5' + —', C5' = 0.

The solutions of this equation are

isotropic phase

in the absence of a magnetic field. The equilibrium value
of 5 is that which gives the minimum value for the free
energy. The dependence of g; on 5 for several choices of T
is shown in Fig. 3, and for each case the equilibrium value
of 5 is indicated. Ke see that there is a discontinuous phase
transition at a temperature T, slightly above T*.The source
of this first-order phase transition lies in the presence of
the odd-order powers of 5 in the expansion (2.4); the
existence of these terms is in turn due to the fact that the
sign of 5 has physical meaning. A general discussion of the
relationship between symmetry and the order of a phase
transition has been given by Landau and Lifshitz (1958).

The value of 5 which minimizes Eq. (2.4) can be found
algebraically. It will be a root of the derivative of (2.4),
which is

The temperature T* corresponds to the limit of meta-
stability of the isotropic phase. It should be possible, in
principle, to supercool the isotropic liquid to this tempera, —

ture. At T*, where the coefficient 2 in the free energy
changes sign, the isotropic phase becomes unstable (because
5 = 0 is not a local minimum of the free energy, as shown in
Fig. 3). Likewise, the nematic phase becomes unstable
when P ),'~. This determines a temperature T** = T*+
B'/24A C which is the limit of metastability of the nematic
phase on heating. The temperatures T* and T**also have
the significance that they are the apparent "critical points"
for the isotropic and ordered phases, respectively. Thus
susceptibilities and correlation lengths, which increase
as the transition point is approached, will appear to be
headed for a divergence at a temperature slightly beyond
the transition temperature T„..

Further applications of I.andau's theory to the properties
of nematogens in the isotropic phase will be discussed in
Sec. XIII.

B. Theory of Maier and SaLIpe

Maier and Saupe in a series of papers (1958, 1959, 1960)
have given a microscopic model for the phase transition
in a nematic liquid crystal. They consider the orientation-
dependent part of the van der tA'aals interaction between
pairs of rodlike, nonpolar molecules, which they reduce
to an internal field seen by one molecule by averaging over
the positions and orientations of all the other molecules. In
performing this averaging, it is assumed that there is no
anisotropy in the positional correlations (that is, the neigh-
bors of a given molecule are arranged in a spherically sym-
metric way), and that the distribution, of orientations of
each molecule is sufficiently and accurately described by
the average order parameter tensor 5 p. The result is that
a given molecule feels an effective potential

5 = (B/4C) $1 + (1 —24/) '"j nematic phase,

(2.6)
V(v, 5) = ——', AOS p(v vp —ib p), (2.10)

where P = AC/B'. A third solution, corresponding to a
maximum of the free energy, has been suppressed. Of the
two solutions to Eq. (2.6), the one with the lower free
energy will obtain; the transition temperature Tc will be
such that the free energies of isotropic and nematic phases
are equal, as shown in Fig. 3. From Eqs. (2.6) and (2.4)
this point can be determined to be

A, = a(P Z»-6), (2.11)

where the sum runs over all particles except particle 1, the
average is an ensemble average, and a is a constant.

where v is a unit vector along the axis of the molecule, and
Ao is a quantity independent of orientations and dependent
on interparticle spacing according to

T, = T*+ —,', (B'/A'C). (2 7)
' The probability distribution for the orientation of a

molecule in the presence of this internal field is

Above T, the isotropic phase is stable; below T, the nematic
is stable. f(v) = C expL —V(v, 5)/ATE (2.12)

The value of the order parameter at the phase transition
where

is

5. = B/3C. (2 8) C ' = j dv expL —V(v, 5) /k Tj. (2.13)

The difference in entropy between the two phases is found
by differentiating Eq. (2.4) with respect to temperature.
The resultant latent heat per unit volume is

Here dv indicates an integration over all orientations of v.
The theory is made self-consistent by requiring that the
avera. ge value of v vp —

a 8 p be equal to 5 p Lsee Eq. (1.1)g:

I. = (A'B'/27C') T,. (2 9) S., = I dv(v. vp —', a.p)f(v). - (2.14)
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In the case of a uniaxial liquid crystal this equation can be
simplified. Taking the preferred direction to be the s axis, and
defining 8 to be the angle between v and s, the ss component
of Eq. (2.14) can be written

6'

4-
5 = 2~C 2 cos'0 —

~ exp —V 0, 5 kT sin0d0,

(2.15) 2 E

where, according to Eq. (2.10)

V(8, 5) = —A, S(—', cos'9 —s) (2.16) 4.0

and C may now be written

C'=2m exp/ —V(e, 5) /k Tj sin& d0 (2.17)

FlG. 4. Maier —Saupe theory: dependence of free energy F and order
parameter 5 on temperature. Along the horizontal axis the parameter
A0/k T is plotted. Corresponding points are indicated by Greek letters;
the phase transition occurs at P where A0/kT, = 4.55; the phases y
and 8 are unstable.

The other components of Eq. (2.14) vanish or give no new
information.

5 = 4sLexp(x')/xD(x) —1/x'$ ——,', (2.18)

where x = (ss AsS/k T) 'i' and D is Dawson's integral
(Abramowitz and Stegun, 1964, p. 319)

It is readily seen that one solution of Eqs. (2.15) and
(2.17) is 5 = 0, which corresponds to the isotropic phase.
Nontrivial solutions can also be found. After an integration
by parts, and with Eq. (2.17) substituted, Eq. (2.15) can
be written

independent of Ao.

In reality the nematic —isotropic phase transition occurs
at constant pressure, and there is a small discontinuous
change in density at T,. The location of the phase transition
is then determined by the equality of the Gibbs free energy
per particle of the nematic and isotropic phases. When this
density change is tak.en into account 5, and Ao//AT, are
no longer constants at T. but vary weakly in the pressure
(or density) .

To summarize, the Maier —Saupe theory is based on three
assumptions:

D(x) = exp(y') dy. (2.19)
(a) an attractive, orientation-dependent van der 'Waals

interaction between molecules,

For each value of x Eq. (2.18) determines a corresponding
value of 5 and T. The resulting relationship between 5
and T is shown in Fig. 4.

F(T, 5) = ——', AsS'+ kT inC/4s. . (2.20)

It should be noted that Eq. (2.15) is the derivative with
respect to 5 at fixed T of the free energy, so that the solu-
tions to Eq. (2.15) are automatically extrema of F. The
free energy as a function of temperature is also shown in
Fig. 4. The Maier —Saupe theory predicts a first-order phase
transition at a temperature T, defined by

k~ T = 0.220A0 (2.21)

the value of the order parameter at the transition is

We see from this figure that for a range of temperature
there are three possible solutions to Eq. (2.15). The solu-
tion which will actually obtain is that which gives the
lowest free energy per particle, which may be calculated as

(b) the configuration of the centers of mass is not af-
fected by the orientational-dependent interaction,

(c) the mean field approximation.

The interaction in the Maier —Saupe model has been
criticized by Kaplan and Drauglis (1971). They pointed
out that the van der Waals interaction leads to a value
of the constant Ao which is too small to explain the observed
values of T,. The experimental measurements of the order
parameter in PAA by McColl and Shih (1972a, b) also
indicate that short-range repulsive forces are important. A
number of authors have considered the effects of attractive
and repulsive forces on the ordering in liquid crystals
(Alben, 1971; Wulf, 1971; Deloche, Cabane, and Jerome,
1971). The Maier —Saupe theory is thus best viewed as a
semiphenomenological model based on the mean field
Hamiltonian (2.10). The parameter As is to be regarded
as containing the contributions from both attractive and
repulsive .intermolecular forces with quadrupole symmetry.
A generalization of the Maier —Saupe model to include
forces of other symmetry has been given by Freiser (1971)
and Chandrasekhar and Madhusudana (1970) .

5. = 0.43, (2.22) The free energy I Eq. (2.20) j can be expanded in powers
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of 5 and put into Landau form with the identifications

B =—
70 (k„T)'

~O4C=
700 (kii T) ' (2.23)

In the isotropic phase, where 5 is small (even in the presence
of perturbations), the expansion is accurate: Landau theory
and Maier —Saupe theory give identical predictions for the
isotropic phase.

ff(n) dn= 1 (2.28)

implicit in the definition of f A. variational derivative of
Eq. (2.24) (with the third virial term discarded) leads
to the integral equation

f(n) = C expL —p f B(n, m)f(m) dm7, (2.29)

few liquid crystals for which the condition L/D ) 10 can
be said to hold, ' and thus few systems to which the Onsager
theory can be literally applied. .

The equilibrium form of f can now be determined as
that form which minimizes the free energy subject to the
normalization condition

C. Onsager theory

We consider a collection of orientable particles interacting
pairwise through some potentia, l V(r, m; s, n) which de-
pends on both position (r, s) and orientation (m, n) . On-
sager (1949) has shown how the Mayer cluster theory
(1958) may be used to give an expansion for the equation
of state of this system. The terms of this series also depend
on the orienta, tion distribution function f, which gives the
fraction of molecules per unit solid angle having various
orientations. Onsager's expression for the Helmholtz free
energy per particle is (for number density p)

F/kT = f f(n) lnf(n) dn+ lnp

+ 2p f f(m) f(n) B(m, n) dm dn

+ -'p' f f(1)f(m)f(n) C(l, m, n) dl dm dn—

(2.24)

B(m, n) = —f C (r, rn; s, n) dr

C(1, m, n) = —f C (r, 1; s, m) 4 (r, I; t, n)

)& C(s, m;t, n) drds,

(2.25)

(2.26)

where 4' = exp( —V/kT) —1. For the particular case of
hard-wall interactions, B(m, n) is just the volume which
a particle of orientation m may not enter due to the presence
of another particle of orientation n. In the particular case
of cylindrical rods with spherical caps,

The coefficients B(m, n) and C(1, m, n) are called second
and third virial coefficients, respectively. They ma~ be
calculated from V(r, m; s, n) a,s

where C is a constant to be determined by normalization.
Comparison of this equation with Eq. (2.12) shows that
we are dealing with a form of molecular field theory, with
the difference that the configurational average energy of
orientation in Eq. (2.12) has been replaced by an orienta-
tion-dependent configurational entropy. The second virial
coefficient will be temperature-dependent for a general
interaction Lthrough Eq. (2.25) 7; however, for a hard-wall
interaction 8 is independent of temperature, and the phase
transition will be brought about by changing the density p.

The integral (2.29) can be solved numerically for any
form of the second virial coefficient which can be expanded
in Legendre polynomials (Lasher, 1970) . The procedure
is to expand f (or its logarithm) in a series by some iteration
technique. The solutions are qualitatively similar to those
of the Maier —Saupe equation. The principal remaining
difference is that the Maier —Saupe theory is commonly
applied to liquids, which are only slightly compressible,
whereas the Onsager expansion is most appropriately
applied to dilute suspensions of particles for which the
change in free energy with density is relatively small.
Therefore the Onsager theory predicts large changes in
density at the transition, as is appropriate to such systems.

Other approaches to the orientable rod gas have been
given by di Marzio (1961), Isihara (1951), Cotter and
Martire (1971), Lasher (1970), and Alben (1971).Straley
(1973b) has compared these theories and showed how they
apply to poly(y-benzyl-r. -glutamate), with the conclusion
that for sufficiently long rods most theories are equivalent
to that of Onsager and in rough agreement with experiment,
and that for shorter rods no theory seems to have a very
good claim to accuracy. A molecular description of nematics
has also been discussed by Lubensky (1970).

B(y) = 27rLD'+ airD'+ 2L'D
~

sing ~, (2.27) III. CURVATURE ELASTICITY THEORY

where y is the angle between m and D, and I and D are
the length and diameter of the rods (Onsager, 1949) .

Onsager neglected the third and higher virial terms on
the basis of estimates of their magnitude near the transition
density. Numerical calculations for a model indicate that
the ratio of the contribution of the third virial term to that
of the second is approximately 10D/L near the phase transi-
tion (Straley, 1973c).Thus the expansion (2.24) is rapidly
convergent for very long rods, so that the Onsager theory
may lay claim to a sort of exactitude; however, there are

A. Curvature strains

In a given microscopic region of a liquid crystal there is a
definite preferred axis along which the molecules orient
themselves. Even in equilibrium the direction of this axis
can vary from place to place, and it can be forced to vary
by the action of external forces and boundary conditions.
We will refer to the deformation of relative orientations

3 For PAA or MBBA, I./D 4. Only suspensions of polymers
I'such as poly-y-benzyl-z, -glutamate) meet the condition.
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The last term can be written This introduces the constraints

Bm 8e& 8e& 8n
$1$2 + tlt2 =

Bx 8P' BX

kp ——kg2
——0 (mirror symmetry) . (3.10)

l9 l9 Qg 8 O'PS y (3.6)

and consequently it will contribute only to surface energies
(Ericksen, 1962a). Thus we can omit the last term in
considerations involving the properties of the bulk liquid
crystal. This term can only affect the boundary conditions
and will be dropped henceforth.

sp ———k, /kll tp ———k,/k„ (3.11)

In summary, Eq. (3.5) gives the most general dependence
of the free energy on the curvature strains in a uniaxial
liquid crystal. Further, k& vanishes in the absence of polar-
ity, k& in the absence of enantiomorphy, and k» vanishes
unless both polarity and enantiomorphy occur together.

It is conventional to define

/

In the presence of further symmetries g' can have still
simpler forms.

g = g + 2kllsp + 2k22tp

n —+ —n, x —+x, Y
—+ —y, s —+ —s. (3.7)

Invariance of the free energy under this transformation
requires

(a) If the molecules are nonpolar or, if polar, are dis-
tributed with equal probability in the two directions, then
the choice of the sign of n is arbitrary. We have chosen a
right-handed coordinate system in which s is positive in
the direction of n. A reversal of n which retains the chirality
of the coordinate system generates the transformation

2 kll (Sl + S2 Sp) + 2 k22 (tl + t2 tp)

+ 2k12(bl + b2 ) + k12(S1 + $2) (tl + t2) (3.12)

so that it is now evident that so and to are the splay and
twist of the state which minimizes the free energy —the
equilibrium state. Thus the cholesteric phase is charac-
terized by to & 0.

The free energy density can be written in a vector nota-
tion. We note that

kg ——kg2
——0 (nonpo1ar) . (3.8)

sl + s = Be,/Bx+ Be„/By = V n,
—(tl + t2) = Be„/Bx —Be,/By = n ~ (V x n),
b'+ b2' ——(Be,/Bs)2+ (Be„/Bs)2 = (n Vn)'

(3.13)

g = —12k»(V n —sp)'+ 2k 2(n curl n+ t,)'
(3.14)

For the purposes of qualitative calculations it is sometimes
useful to consider a nonpolar, nonenantiomorphic liquid
crystal whose bend, splay, and twist constants are equal.
The free energy density for this theoretician's substance is
just

All known liquid crystals appear to have symmetry
between n and —n, even in the cases where the molecules
themselves are not symmetric.

If k~ & 0, the equilibrium state has finite splay. Since
the ends of the molecules are distinguishable, they will in
general carry a dipole moment. In an insulator the condi-
tion V n & 0 then implies V P & 0 (where P is the electric
polarization), and a space charge will exist. Simple geo- which may be substituted into Eq. (3.5) to give
metrical considerations show that it is not possible to have
uniform splay in an extended three-dimensional volume.
Simple examples of uniform radial splay are a thin spherical
shell of radius 2/sp or a thin cylindrical shell of radius 1/sp. + 2 "(n'+n) k»(+'n) (n'curl n).
Since such structures have large surface-to-volume ratio, it
is not valid to neglect the effects of surface tension.

X~X) P~ —
Y) S~S. (3.9)

4 Materials which cannot be brought into coincidence with a reflected
image are enantiomorphic. They can be distinguished as right- and
left-handed, and commonly exhibit optical activity.

(b) The choice of a right-handed coordinate system is
arbitrary unless the molecules are enantiomorphic' or
enantiomorphically arranged. Practically, it appears that
enantiomorphy does not occur unless the rnolecules are
optically active and thus can be distinguished from their
mirror images. Enantiomorphy also vanishes in racemic
mixtures containing an equal number of left- and right-
handed molecules. In the absence of enantiomorphism g'

should be invariant under rejections in a plane containing
the s' axis, such as the transformation

g = -', k(V n)'+ -', k(V x n)' (3.15)

which is equivalent to

g = -', kg (V',e, ) (V',e, ) (3.16)

apart from a surface term.

Curvature elastic moduli and curvature stresses also
arise in solids' and in principle should also be included in
the elastic theory of solids. However, the elastic Inoduli k
associated with curvatures are generally of order of magni-
tude 10 dyn and the energy associated with the curvature
is very small compared with the energy required to elas-
tically deform a solid.
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C. Effects of magnetic and electric fields

x;; = xB;, + x,n, n, , (3.17)

where x = &I~- —p& is the anisotropy and is generally
positive. It is thus possible to exert torques on the liquid
crystal by applying a field. The presence of a magnetic
field H leads to an extra term in the free energy of

The diamagnetic susceptibility of a 1iquid crystal, owing
to the anisotropic form of the molecules composing it, is
also anisotropic. In the uniaxial state it is a second-rank
tensor with two components y~l and y&, which are the
susceptibilities per unit volume along and perpendicular
to the axis. The susceptibility tensor thus takes the form L, = —nxHv. (3.23)

The free energy LEq. (3.20) j also depends on the com-
ponents of the director ss; and we can define a body curva-
ture force f, by

f, = Bg/ari, ,

We can give physical interpretation to the curvature stress
II,, Consider the molecules lying in a plane whose normal
is the unit vector v. Then there is a torque acting on the
molecules in a unit area tending to rotate them. If we regard
the components of II, v as a vector, the surface torque
per unit area on a surface element in the fIuid is

g- = —2xH' —-'x. (n H)'. (3.18)
= Ae;, i+i, , + k,a(n. V~i, )v,„—x,H, (n H).

The body torque per unit volume is

(3.24)

The first term usually mill be omitted as it is independent
of the orientation of the director. The last term gives rise
to a torque on the liquid crystal —if p is positive the mole-
cules will align parallel to the field.

The dielectric susceptibility of a liquid crystal is also
anisotropic and has the same form as the magnetic suscepti-
bility. Thus, in principle, we can achieve the same effect
with an electric field as with a magnetic field. In an electric
field E there will be an additional free energy

g, = —(1/8~) eE' —(1/8m) e, (n E)'

where e and e are the dielectric susceptibilities defined
similarly to the magnetic susceptibilities. In practice the
alignment of a liquid crystal by an electric field is com-
plicated by the presence of conducting impurities which
make it necessary to use alternating electric fields (see
Sec. XVII) .

L~ ——n xf. (3.25)

(/rg(n, , e;,,) (3.26)

with appropriate boundary conditions and subject to the
condition that the magnitude of n be unity. Allowing n;
to vary in Eq. (3.27), we obtain

Bg Bg
dr ae + Bn, , ,

8R, ,

Bg 0 Bg 8 Bg
dr an, —6e, + bn,

Bx, BR, , Bx~.

(3.27)

The equi1ibrium state of a liquid crystal is obtained by
minimizing the total free energy

D. The curvature stress tensor
The last term in the integrand can be transformed into a

The curvature elastic free energy density in the presence surface integral and only enters the boundary conditions.
of a magnetic field can be written We then find the Euler —Lagrange equation

g (e„e,, ,) = —;k„(V.n —so) ' + —;k~.(n. curl n + to) '

+ -', k33(n Vn)' —k»(V. n) (n. curl n)
—-', x (n H)'. (3.20)

01

—(B/Bx, ) (ag/Be, ,) + Bg/Be, = pn,

a/ax, II;, + f, = yiz, , (3.28)

II,, = Bg/am„—
= Ae, ,i+i, —k33(n V, )n, —Bh... (3.21)

It depends on the components of the director e, and on
the curvature strains, e;,, = Bm,/Bx, . Vv'e can define a
curvature stress tensor by'

where y is a Lagrange multiplier and is to be determined
so that n' = 1. Care must be exercised in assuming con-
strained solutions to Eq. (3.28) Lan example of a constrained
solution is n, = cosP(r), n~ = sing(r), e,. = 0, which
automatically satisfies n' = 1j. Equation (3.28) can be
written h, = —ye; where

where e,,-7, is the completely antisymmetric tensor of rank 3,
and k, = —a/ax, II,, —f,

A = k.2(n curl n+ 7,) —ki~(V n)

8 = kii(V n —so) —k»n curl n. (3.22)

' We use a convention where repeated indices are to be summed over.

and has been called a molecular field by de Gennes (1971a)
in analogy with magnetism. Equation (3.28) is then equiva-
lent to h x n = 0. Assuming a constrained form for n
initially and minimizing the elastic energy (3.26) does not
necessarily lead to stable solutions.

Rev. Mod. Phys. , Vol. 46, No. 4, October 1974



628 M. J. Stephen and J. P. Straley: Physics of liquid crystals

The curvature stress II,, as given by Eq. (3.21) is not
unique because it is always possible to replace II,, by

(3.29)

r
Rq~R ~

I

45 =g.
6i

where A;, A, is antisymmetric in the indices j, k. This replace-
ment leaves the equilibrium condition (3.28) unchanged.
The last term of (3.5), which we have omitted, is of this
kind and leads to

A,,g ,
= 2(B;-,ized

—B,,zz, ). (3.30)

More general variational principles for liquid crystals
than Eq. (3.27) have been given by Ericksen (1962b)
and Leslie (1968a, b). They considered the case where the
density could vary as well as the director and in this way
obtained a hydrostatic theory of liquid crystals. However,
the energies associated with compression are very much
larger than those associated with orientational deforma-
tions, so that we will generally be able to regard the liquid
crystal as incompressible.

FIG. 6. A strained con6guration. A liquid crystal con6ned between
concentric spheres is constrained to have one orientation at the surface
at R& and a different orientation at the surface at RI. For the case
RI ——0.3R~ and 00 ——45, we show how the orientation varies with
position, both as a graph and as a representation in cross section.

problem is

Conversely, the curvature elastic energies are almost
negligibly small in cases where the compressional energies
are of interest. It is found, however, that the sound velocity he total free en«gy»
is slightly affected by orientational order (see Sec. XII).

G = L2mkRiR. /(R& —Ri) j8o'.

(3.55)

(3.36)

E. Long-range order in curvature elasticity theory

g = (7z/2) (V', zz, ) (V,zz, ). (3.31)

The Oseen —Frank curvature elasticity theory of liquid
crystals is based on the assumption that there is long-range
orientational order of the molecules in the liquid crystal.
This means that the orientation of molecules at a point in
the liquid will affect, through the curvature elastic energy,
the orientation of molecules at points far removed from
it. It is instructive to consider the simple situation of Fig. 6
where a nematic liquid crystal is confined to a spherical
region of radius E . On the boundary of the region the
director is constrained to be along the s axis. A small spheri-
cal region of radius Ei at the center is constrained to have
the director make an angle 00 with the z axis. The elastic
energy of this structure is easily evaluated. For simplicity
we consider the theoretician's liquid crystal (whose elastic
constants are equal) so that the free energy density is
given by Eq. (3.16):

%e see that in the -limit E& ~ ~ the free energy G =
2xkE~00' is finite. Thus, however large the specimen, the
boundary conditions are important and influence the
orientation in the bulk of the liquid crystal: we have long-
range orientational order. The older swarm theory of liquid
crystals was based on the idea of strictly finite ordered
regions with dimensions comparable with the wavelength
of visible light. The success of the elastic theory in explain-
ing the many phenomena discussed in the following sections
leaves little doubt as to its validity.

F. Rotational symmetry

The invariance of the free energy density g(zz, , zz„,)
under rigid rotations implies an identity, originally due to
Ericksen (1961),which is satisfied by the curvature stresses.
This identity will be used in Sec. UI. If a liquid crystal is
subject to an infinitesimal solid body rotation, the director
and its derivatives transform as

In the region r & E~ the director has the form v, ' —e; = Q, ,gz,

= sin0, e. = cos0 (3.32) (3.37)

and substituting in Eq. (3.31)

(3.33)

Quantities in the rota, ted coordinate system are denoted
by a prime, and 0 „= —Q~, etc. is the infinitesimal angle
of rotation about the s axis. To first order in 0,, the variation
in the free energy density is

The minimum free energy is obtained when 0 satisfies
I aplace s equation

g(zz, zz, , ,') —g(iz;, zz;, ,) = Pf;zz, —II,izz, , i —II)„., ized, ,)D,,
(3.38)

V~0 = 0. (3.34)
In order for this to vanish, the expression in the square

The solution satisfying the boundary conditions of the bracket must be symmetric in the indices i and j (0,, is
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an arbitrary antisymmetric matrix) . Thus

f,n:, —f,n, —II;in, t, + II,in, i —IIi;ni, + IIi„nii, „=. 0

(3.39)

which is the required identity. It may also be verified
explicitly using the definitions (3.21, and (3.29).

IV. APPLICATIONS OF CURVATURE ELASTICITY
THEORY

A. The nematic phase

The nematic phase lacks polarity and enantiomorphy,
and thus is characterized by so = )o = k&9 = 0 in the free
energy density LEq. (3.20) ]. The three nonvanishing
moduli k~i, k2~, k~3 must all be positive. The elastic free
energy takes the form

g = &kii(V n)'+ -'k2 (n.V' x n)'

+ ~k)3 (n.vn) ' —i2y. (n.H) '. (4.1)

The direction of n in a sample is usually determined by
the boundary conditions, and several techniques have been
devised for the preparation of nematic monocrystals ori-
ented by the effects of boundaries. The directors of many
nematics tend to assume an orientation parallel to the
direction in which an adjacent solid surface has been rubbed.
Such rubbing may be done on glass with a, dry cloth or a,

polishing material. A simple expla, nation of the orientation
parallel to the direction of rubbing has been given (Berre-
man, 1972): an additional elastic energy in the nematic
would occur due to distortion near the rough surface if the
molecules were forced to lie against the surface with the
director lying across, rather than parallel, to the grooves
and ridges produced by the rubbing. If the surfa, ce is rough
in bath dimensions, such energy considerations explain a
tendency for the molecules to align perpendicular to the
surface (homeotropic condition) . A perpendicular orienta-
tion of the director at a solid surface can also be obtained
by coating the surface with a, monolayer of material (e.g. ,

cetyltrimethyl ammonium bromide) that is wetted by a
nematic. The nematic may then be bonded in some par-
ticular orientation at the surface (Chatelain, 1954; Proust
et al. , 1972).
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FIG. 7. Fredericksz transition, perpendicular case. The liquid crystal
is constrained to be perpendicular to the boundary surfaces and a
magnetic field is applied in the direction shown. (a) Below a certain
critical 6eld H„ the alignment is not affected. (b) Slightly above H„
deviation of the alignment sets in. Here H = 1.07H„O = 30' and
P = 0.30d. (c) As the Geld is increased further (to 1.9H, ) the deviation
increases (0 = 80').

the glass is assumed to be such that the director is con-
strained to lie either perpendicular or parallel to the glass
at the boundaries. When a magnetic field, applied per-
pendicular to the director, exceeds a. certain critical value,
the optical properties of the system change abruptly (we
assume the magnetic susceptibility anisotropy is positive
in this section unless otherwise stated). The magnetic field
and the boundaries both exert torques on the rnolecules
and when the field exceeds H, it becomes energetically
favorable for the molecules in the bulk of the sample to
turn in the direction of the field (see Fig. 7) . This effect,
first observed by Fredericksz and Zolina (1931), can be
used to measure some of the elastic constants. There are
several geometries in which the deformations produced by
a magnetic field can be studied, of which we discuss three
principal cases (Saupe, 1960b; Pieranski, Brochard, and
Guyon, 1972; Rapini et a/. , 1968). Other geometries have
been considered by Dafermos (1968) and Leslie (1970a).

1. Perpendicular case

In this case the director is constrained to be perpendicular
to the glass surfaces. I.et the z axis be perpendicular to the
glass surface and the field H lie along the x direction (see
Fig. 7) . The director will have the form

Information on the elastic constants can be obtained
from a number of experiments. The three most important
are:

n, = cos0(s), n, = sin&(z) (4.2)

(a) observation of disclinations (Sec. V);

(b) measurement of the intensity of light scattered by
the liquid crystal (Sec. VIII); and

(c) the distortion of an initially aligned structure by a,

magnetic field (Fredericksz transition)

so that 0 is the angle between the director and the s axis.
The elastic energy per unit area, gz from Eq. (4.1) now
takes the form

g/'&

gz = — dsL(kii sin-'0 -+ k~i cos'6) (89/Bz) '
2 —d/2

Values for the elastic constants in PAA and MBBA ob-
tained from the Fredericksz transition are given in Sec.XIX.

—x II' sin29j, (4.3)

B. Fredericksz transition in nematics

Consider a nematic liquid crystal contained between
two glass slides. The interaction between the nernatic and

where d is the thickness of the sample. In the undistorted
structure (0 = 0) the field does not exert a torque on the
molecules —they are 'in metastable equilibrium. We will
suppose, for simplicity, that kii ——k3~ ——k Lthe more general
case where k» W k» has been considered by Saupe (1960b)
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and Rapini et al. (1968)7. We define the length
(k/x, IP)'i2 and Eq. (4.3) becomes

di2

g~ = —— ds LP(ag/gs)' —sin'-87.
2 P —d(2

(4.4)

Minimization of the free energy leads to the differential
equation

60-
ri -fle o

O. I

FIG. 8. Dependence of 0
and 8 on H, as given by Eqs.
{4.10) and (4.15) . Param-
eters appropriate for MBBA
werechosen (n, = 1.75, n0 ——

1.54, v = 0.29).

P(g'8/gs') + sing cosg = 0. (4.5)

8 = 8 cos(( 's) (4.6)

is a good approximate solution. The boundary conditions
for this solution require that d = $m. , or, equivalently,

H. = (&./x. )'"( /d), (4 7)

There is a trivial solution 9 = 0 which satisfies the boundary
conditions. If the maximum distortion 0 is small

I 2
H/H,

pagate into the liquid crystal in the presence of an ordering
field. The length t is called the magnetic coherence length
and arises in many problems involving the distortion pro-
duced by a magnetic field.

The distortion of the director by the fi'eld can be detected
optically because there is a change in the refractive index
of the material. This is the method employed by Saupe
(1960b). Let the principal refractive indices of the nematic
be eo (ordinary wave) and n, (extraordinary wave) . From
Fig. 7 for a light wave polarized along s, the refractive
index locally is

which holds even if ki~ & 0~3. The distortion shown in Fig.
7b is largely "bend" with little "splay. " Thus a measure-
ment of H, is a measurement of k~~, provided that x is
known. For fields weaker than H, only the trivial solution
exists, and there is no distortion. of the nematic struc'ture.
For k~g 10 dyn, y 10 cgs, we find H,d 1 G-cm.

fg eRO
/'2 =

(n.' sin'8+ e(P cos'8)'"

The average change in the refractive index is

(4.13)

The general solution to Eq. (4.5) is readily found. The
first integral is —dj2

ds(e, —e). (4.14)

P(dg/ds)'+ sin'9 = sin'9

where the constant of integration has been identified by
observing that dg/ds = 0, where 8 takes on its maximum
value. This maximum presumably lies halfway between
the glass surfaces at s = 0. The equation may be further
integrated to give

Using Eq. (4.8), this can be put in the form

em—= 1 ——
ee d p (1 + v sin'8) 'i'(sin'8 —sin'8) '"

1+ v 1/2

1 —(2(/d) (1+ v sin'8 ) 'i'K
csc'8 + v

(4.15)d0 = ( cscg F (cscg, 8),
(sin'8 —sin'8') '" I

(4 9) where v = (e 2 —n.,') /np. For small deformations the
change in refractive index is

where F is the incomplete elliptic integral of the first kind,
and we have used the boundary condition 0 = 0 at s = 2d.
The maximum distortion is found by putting s = 0, 0 = 0,

2d = $ cscg F(cscg, 8 ) = $E(sing ), (4.10)

where E is the complete elliptic integral of the first kind.
For fields just above H„

8 2L (H/H, ) —17'~' (4.11)

and for large fields,

sing 1 —16 exp( ~H/H, ) . —(4.12)

The dependence of 0 on H is shown in Fig. 8; and Fig. 7

shows the general form of the distortion for three cases.
This latter figure also makes the point that ( can be directly
interpreted as the distance which a disturbance can pro-

6 = +,vL(H —FI,)/H, 7 (4.16)

and for large fields 8 approaches m, —e0. The general be-
havior of 6 is also shown in Fig. 8.

An alternative method for observing the bend deforma-
tion has been used by Williams and Cladis (1972). The
sample is illuminated with convergent light, and the inter-
ference figure of the uniaxial material is observed. H, was
taken to be the value of H for which the interference rings
just began to be distorted.

The effects of boundary conditions on the Fredericksz
transition have been discussed by Rapini and Papoular
(1969) . They considered both the case where the molecules
make a fixed angle @ different from 0 or ~x with the surface
and the case where the surface forces are comparable with
the elastic forces, so that distortion of the alignment may
take place at the surface. In both situations they find that
the apparent elastic constants ~ould be decreased.
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FIG. 9. Fredericksz transition, par-
allel ease. This 6gure is the analog
of Fig. 7b.

cholesteric structures have also been considered by Kricksen
(1967a, 1968a, 1969a).

C. Cholesteric phase

2. Parallel case

H. = (kii/x. ) "'(~/d) (4 17)

The analysis of the elastic theory with k» = k» differs from
the foregoing perpendicular case only by a rotation of axes
through 90 . The change in refractive index is given by
Eq. (4.15), but now refers to a wave travelling along s
with polarization along x.

Assume instead that the molecules are constrained to be
parallel to the glass at the surfaces. If a magnetic field is
applied perpendicular to the surface, the structure distorts
as shown in Fig. 9. This distortion is largely "splay" with
only a small admixture of "bend"; the transition occurs at
the field

g = —,
' k» (V n) ' + —',k2~ (n.V x n + t, ) ' + -', k» (n Vn) '

(4.20)

and the state of lowest free energy has a finite twist. There
is only. one structure of uniform twist: that in which D is
constant in each of a family of parallel planes and the twist
is normal to these planes (see Fig. 26). Explicitly if we
choose the axis of twist to be the s axis, the cholesteric state
is given by

e„= sintps. (4.21)

This state is distinguished from the nematic state by the
presence of enantiomorphy. The elastic free energy density
takes the form in the absence of a field from Eq. (3.14)

8. Twist case

A third possibility is that the field is applied in the plane
of the glass, but perpendicular to the direction of the mole-
cules which are parallel to the surface. We assume that the
molecules @t the surface do not twist in the direction of the
field: this geometry then shows a transition to a twisted
state and observation of this effect can provide information
on the elastic constant k22. Ke assume that the molecules
are initially aligned along x and the field is applied in the
y direction. The director has the form

n = cos@(s), n„= sin@(s).

d/2

—lE/2

dzgk2g (8@/Bs) ' —x,H' sin'@). (4.18)

This is of exactly the same form as Eq. (4.4), the only
change being the substitution of k22 for k. Thus the critical
field from Eq. (4.7) for this geometry is

Substituting this form in the free energy LEq. (4.1)j, we
obtain for the elastic energy per unit area

This state has the lowest free energy, g = 0. The pitch is
given by 2n/tp, but s'ince n and —n are indistinguishable
the period of repetition is 7r/to The pit. ch can be of the order
of magnitude of the wavelength of visible light and is then
important in the optical properties of these materials (see
Sec. XVIII). It should be emphasized that the planes in
which n is constant only exist in a geometrical sense. The
molecules in the cholesteric phase do not lie in planes (in
contrast with the smectic state) and the cholesteric phase
is thermodynamically identical to the nematic phase.

- The elastic moduli in these materials can also be studied
through the effect of an applied magnetic field. We consider
below the two special cases where H is perpendicular and
parallel to the twist axis. The situation is simpler when
the field is applied perpendicular to the twist axis—the
field has the effect of unwinding the structure and there is a
critical field above which the cholesteric has nematic order-
ing (de Gennes, 1968a; Meyer, 1968).

1. H perpendicular to the twist axis

In this case we can take the director in the form

I&. = (~/d) (k"/x. )'" (4.19)
n, = cosP(s),

H =H, =O,
n, =sing (s.),
Hy ——H.

e, =O,

(4.22)
and observation of this effect provides information on k22.

This distortion can be detected optically by observing the
rotation of the interference figure of a nematic (Cladis,
1972).

Twisted nematic structures can also be obtained by
rotating one of the glass plates in its plane or by previously
rubbing the two glass plates in different directions. These
twisted structures have been discussed theoretically by
Leslie (1970b). If a field is applied parallel to the twist
axis, he has shown, for small values of the twist, that a
critical field exists at which the molecules begin to rotate
in the direction of the field. This critical field has been
measured by Gerritsma et al. (1971) by a capacitance
method (Shtrikman et al. , 1971). Twisted nernatic and

The elastic energy, including the magnetic energ~, from
Eq. (4.20) is

dr@~.(a@/as —to) ' —x.H' sin'@g. i 4.23)

The Euler —I agrange equation which follows from minimiz-
ing G is

kg~(B'P/Bz') + x,H' sin@ cos@ = 0 (4.24)

which is again of the form (4.5), except that now the con-
stant k2~ and the characteristic length t, = (k»/x, H')'~~
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enter:

gp2(r12@/Bs') + sing cos@ = 0. (4.25)
0

I,O

HH,
0.5 l.o

The first integral of this equation is

&22(rl@/Bs)'+ sin'@ = 1/~'.

Unlike the foregoing cases, the integration constant (~ ')
is greater than unity: @ is a periodic function in space and
there is no @ . The dependence of @ on s is given implicitly
by the integral

08

0.4

0.2

FIG. 10. Fredericksz transition
in a cholesteric. As the field is
increased the cholesteric unwinds
and the pitch becomes in6nite.
The parameter tt: is determined
by Eq. (4.32).

s @ d@'

(1 —K' sin'@') '" (4.27)

This is a definition of a Jacobian elliptic function and

0 l

t./g

and the pitch varies slowly with the fourth power of the
field. There is a critical field H, determined by (correspond-
ing to the value Ir = 1 in Eq. (4.32) g

sin@ = sn(s/Ir(. ), s = a&.F(K, @). . (4.28)

The spatial period of the structure, corresponding to
variation of qb by 2x, is given by

P = 4~(iK (x), (4.29)

y H2
dsL&22 (pl@/pie —tp) ' —sin'y$

0

2y.H' t' d@
/&22 (a@/res —tp) ' —sin'-y j.p, (~4/~&)

(4.30)

where E(g) is the complete elliptic integral of the first
kind. The value of l~: is determined by minimizing the free
energy. The elastic energy per unit volume is

1/tp(, = ~/2; H, = (mtp/2) (kp&/y. )'t' (4.35)

p 4 4H,= —ln
Pp m' (HP —H') '" (4.36)

Finally from Eqs. (4.31) and (4.32) the elastic energy
density can be put in the simpler form

(4.37)

above which the liquid crystal has nematic ordering. The
measurement of this critical field can provide information
on kgg if x and to are known. Typically for k~. = 10 ' dyn,

= 10 and to ——10 cm ', we find II, 10'—105 G. In
Fig. 10 the dependence of lr and p on field is shown. The
pitch diverges logarithmically as H, is approached:

tpgilrIS (lr)
L1 —2E(~) /IC(g) $,

t 2$ 2~2

(4.31)

where E is the complete elliptic integral of the second kind.
Now we calculate Bg/Blr Lnoting that (rl/8~) (E(~)/a) =

E(~)/~') and equate —to 'zero, giving

E(K)/~ = -', vrtp&,

Substituting from Eq. (4.26), the elastic energy density
can be put in the form

The transformation from a cholesteric to a nematic
structure was first observed by Wysocki et al. (1968) in
electric fields and by Sackmann et ai. (1967) in magnetic
fields. The unwinding of the twisted structure has been
confirmed by Baessler et al. (1969) and Kahn (1970) for
electric fields and by Durand et al. (1969) and Meyer
(1969a) for magnetic fields. Williams and Cladis (1972)
have obtained k22/y for MBBA doped with a, cholesteric
from the observation of the pitch and the critical field
LEq. (4.35) j.

Z. H Parallel to the twist axis

If the susceptibility anisotropy is negative, this situation
which determines ~ as a function of (2 (and hence II). is stable. For a positive anisotropy the situation can be
Using this result, the equation for the pitch (4.29) can quite complicated, and conical configurations such that
be written in the form

p/p, = (2/~)'E'(g) E(~), (4.33)
n = sintt cos@(s), n, = sin9 sin@(s), m.- = cos9

(4.38)

1/tp(2., P/Pp = 1+ ~p(tp(p) ' (4.34)

where pp = 2~/tp is the pitch in zero field. For small fields,
~ is small and from Eq. (4.32) we find

can exist. In the absence of boundary conditions, de Gennes
(1968a) and Meyer (1968) have shown that the free energy
is a minimum only when 0 = 0 (nematic ordering parallel
to H) or 9 = vr/2 (cholesteric state) if kpp ) kpp. The free
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energy has the value in these two cases

g = (k„tp'/2) f1 —1/(ip(2)'g, (4.39)

e = ~/2. (4.40)

From these results it would appear that a discontinuous
transition from the undistorted cholesteric to the nematic
ordering occurs at a field g„= —Q e,;~(8n, /Bx;) Ei., (4.43)

would also show polarization, and that in the second case
a. bent structure would show polarization.

A formal theory of these piezoelectric effects has been
given by Meyer. They arise out of terms in the free energy
which are bi1inear in the electric field E and the curvature
strains. Thus the piezoelectric part of the free energy density
has the form

H~ = (k~~/g. )"'tp. (4.41)

But this is below the field (4.35) so that the nematic ordered
state is unstable against winding up into a cholesteric whose
axis is perpendicular to the field. Even below the field
(4.41) the free energy is lowered by a distortion which
rotates the axis of the cholesteric to be perpendicular to
the field: the free energy (4.37) is lower than (4.40).

When kpp ( k 2 Meyer (1968) has shown that a range of
fields exist for which 9 and @ can change continuously.
Solutions of this kind have also been considered by Leslie
(1970b). The case where a. magnetic field is applied at an
angle to the twist axis has not been studied.

The ir/2 rotation of the twist axis has been observed in
electric fields by Kahn (1970) and Wysocki ef al. (1969)
and in magnetic fields by Rault and Cladis (1971) and
Rondelez and Hulin (1972). A conical deformation has
been observed in electric fields by Baessler et al. (1969).

Helfrich (1970a, 1971a) and Hurault (1973) have dis-
cussed a periodic, one-dimensional deformation of a choles-
teric: above a field HII, a periodic bending of the cholesteric
planes with a wavelength ) is nucleated. The field IIII and
X are (Hurault, 1973)

IXH' ——(6kg2kpp) "'/X.d, X' = 3ir(kpp/k22)'"(d//p),

(4.42)

where d is the thickness of the specimen. Thus if dto&) 1
the field HIr is much less than (4.41) and Mp&) 1. This
deformation has been observed by Rondelez and Hulin
(1972) . Two-dimensional periodic deformations of a choles-
teric have been observed in electric fields by Gerritsma
and van Zanten (1971) and in magnetic fields by Scheffer
(1972a).

D. Curvature piezoelectric effects

The symmetry of all known nematic and cholesteric
liquid crystals is not compatible with ferroelectricity, and
splay and polarization cannot appear spontaneously. - It
has been pointed out by Meyer (1969b) that it is possible
to induce splay and polarization in a liquid crystal by
mechanical stress or by the application of an electric field.
The effects will be largest in liquid crystals whose molecules
possess a large permanent dipole moment and whose shape
rejects the presence of the dipole moment. Examples con-
sidered by Meyer are wedge-shaped molecules with a per-
manent dipole moment along the length of the molecule,
and crescent-shaped molecules with the permanent dipole
moment perpendicular to the long axis of the molecule. It
would be expected that in the first case a splayed structure

g„= —ei, (V.n)n E —ep, (n.Vn) E, (4.44)

where the coefficient e~, describes the interaction between
splay and polarization, and e3 is the interaction between
bend and polariza, tion. Either sign of the piezoelectric coeffi-
cients is possible. The electric displacement (for zero fieM)
is given by

D = —4m (pig„/0E)

= 4ire„. (V n)n+ 47re„(n Vn), (4.45)

which shows how splay and bend can induce a polarization
in the liquid crystal. The sign convention on the coefficients
is as follows: if they are positive, in the case of a splay
locally the director seems to radiate from (or towards) a,

point, and the induced field is directed away from that
point; in the case of a bend the director is locally tangent
to a circle, and the induced field points towards the center
of the circle. For a given spatially varying director V.D
is generally not zero so that the strained liquid crystal has
a space charge.

The origin of the piezoelectric effects in liquid crystals
is different from that occurring in solids. The strains in
liquid crystals a,re curvature strains, whereas in a solid
tensile and shearing strains are involved. Thus in a solid
with a center of symmetry no piezoelectric effects can
appear, while a liquid crystal with a center of symmetry
(as assumed here) can be piezoelectric.

A simple geometry in which the piezoelectric effects can
become manifest is that in which the liquid crystal is con-
tained between two coaxial cylindrical electrodes. We
suppose that the orientation of the molecules is determined
by the boundary conditions at the electrodes. If the bound-
ary condition is such that n is constrained to be perpendicu-
lar to the electrode surfaces, we have a situation in which
there is pure splay. From Eq. (4.45) the electric displace-
ment in the case of no applied field is

D = 4~ei, (r/r'). (4.46)

where the e,;,~ are the piezoelectric coefficients. The free
energy must again be invariant under the symmetry opera-
tions of rotations about the director and change of sign of
the director. These are sufficient to reduce e,;&„- to just two
independent coeNcients; imposition of mirror symmetry
produces no further relations, so that the piezoelectric
effects are the same in nematic and cholesteric liquid
crystals.

Written in vector form the piezoelectric part of the free
energy density is
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In the other case where the molecules are constrained to
lie parallel to the surface of the electrodes, we have a case
of pure bend and from Eq. (4.45)

D = —4m. e,.(r/r'). (4.47)

An alternative method for observing piezoelectric effects
in a liquid crystal has been suggested by Helfrich (1971b).
He considered a nematic confined between two glass plates
separated by a, distance d. The molecules are assumed to
lie perpendicular to the glass. An electric field is applied
parallel to the glass and the dielectric anisotropy e is as-
sumed to be negative so that the molecular alignment is
dielectrically stable in the presence of the field. The geom-
etry is the same as that in Fig. 7a. If piezoelectric effects
are present Helfrich has shown that the structure will

distort. Thus the free energy density according to Eq.
(4.3) (with kii ——k33 and H = 0) and Eq. (4.44) (with
eiz = —eq ) is

g = —,'k(88/gs)' —e3 E(gg/gs), (4.48)

where 8 is the angle that the director makes with the s axis.
Dielectric terms have been neglected as they may be shown
to be small for thin films. In the case of perpendicular align-
ment as in Fig. 7a, the forces exerted on the molecules
at the wall are quite weak and do not prevent a bending
of the molecules at the wall. Under these circumstances
the free energy is minimized by choosing

88/gs = (e„/k) E. (4.49)

In these geometries V -D = 0 so that the polarization
produces a surface charge only. Meyer has estimated that
the surface charge is of order 107 electrons/cm (10 ' stat
C/cm) length of the cylinder. This is rather small and has
not been observed. Conducting impurities would easily
mask this effect.

The possibility of piezoelectr'ic effects near disclination
lines, where there are large curvatures, in bulk nematics
and in droplets has been considered by Meyer (1969b)
and by Dubois-Violette and Parodi (1969). Meyer has
suggested that the induced space charge may serve to
explain the aggregation of nematic droplets in the isotropic
liquid. The piezoelectric corrections to the dielectric con-
stant of a nematic have been considered by Derzhanski
and Petrov (1971).

E. Domain walls

The stable configuration of a nematic is uniform orienta-
tion; however, there are nonuniform metastable configura-
tions which cannot readily relax. The most important class
of these are the line singularities (disclinations) to be
discussed in the next section; in the presence of an orienting
field, however, there is also possible a nonsingular con-
figuration (Helfrich, 1968; de Gennes, 1971b) in which
the director undergoes a 180 reversal. The phenomenology
becomes even richer in the presence of orienting surfaces,
as we shall show subsequently.

For the case of a uniform field in an infinite volume, it is
useful to reconsider the situation discussed in Sec. IIIE: a
liquid crystal constrained to have one orientation outside
a sphere of radius E~, and a differing orientation inside a
concentric sphere of radius Ei (see Fig. 6). If the angle go

is increased to 180', then a uniform magnetic field will
entrain both the interior and exterior regions and prevent
the configuration from untwisting. The magnetic field
also affects the liquid crystal between E& and R2; now
rather than being distributed over the entire interval, the
strain becomes restricted to a wall whose thickness is the
magnetic coherence length $, in order to maximize the
volume of liquid crystal aligned by the field.

For the case where all three elastic constants are equal,
the condition for force balance is Laccording to Eq. (4.1))

This corresponds to a symmetrical distortion of the struc-
ture and the distortion can be detected optically as in the
Fredericksz transition (Sec. IVB1). The average change
in the refractive index for light propagating along s and
polarized perpendicular and parallel to the field is

8'8/gr'+ (2/r) (88/gr) + $
' sing cosg = 0, (4.52)

(k/y )'i & ', if r )) (, the middle term may be
neglected and the resulting equation can be integrated to
give

tg/2

—G7/2

ds(eo —n), (4.50) 8 = 2 arctan exp/(r —ro) /f), (4.53)

where n is given by Eq. (4.13). For small distortions

(4.51)

Effects of this kind have been observed by Haas et al.
(1970) in MBBA. The optical path difference was found
to vary with the square of the voltage and no threshold
was observed for the optical effects. The absence of a thres-
hold also rules out the possibility that the observations
could be due to electrohydrodynamic effects (see Sec.
XVII). From the experimental values of Haas et al. , Hel-
frich has estimated that

~
e~

~

= 7 ~ 10 ' cgs. This ~alue
is in fair agreement with a theoretical estimate of e&, by
Helfrich (1971b) .

where ro determines where the wall is (arbitrary, someplace
between R, and R.). It is readily seen that 8 takes on the
values 0 and ~ when

~

r —ro
~
)) $. Thus the reorientation

takes place over a short distance, especially in the limit
of high fields, and the configuration may be accurately
described in terms of domains of uniformly oriented mate-
rial separated by reorientation walls. The walls are con-
tinuous: they may be terminated only at boundaries or by
the introduction of a line singularity at the wall edge.

The nature of the reorientation varies locally. For exam-
ple, in the xs plane of Fig. 6, the distortion is a mixture of
splay and bend; along the y axis, the distortion is purely
twist. Since the corresponding elastic constants are dif-
ferent, the associated wall energies (which may be regarded
as "surface" tensions) differ, so that small domains will
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tend to have elliptical shape. These same surface tensions
will cause the domains to shrink and vanish: only viscosity
opposes the reorientation of the director, and hence the
movement of the wall.

F. Domain walls in films

Just, above the Fredericksz transition, the director is
tilted slightly in the direction of the field, as shown in
Figs. 7 and 9. In addition to the configurations shown
("tilted to the right"), there is also possible the mirror
image ("tilted to the left" ), and we can readily imagine
that domains of both types can coexist, with domain wa, lls
separating them. (An experimental difficulty is that a,

preference for one configuration over the other will occur
for non-uniform fields or fields that do not lie exactly per-
pendicular to the alignment of the director below the critical
field. ) Brochard (1972) has given the theory for this
geometry.

Domain walls can occur in each of the Fredericksz geom-
etries. The surface forces will tend to align them perpendicu-
lar to the glass slides, but their orientation is otherwise
arbitrary. There are, however, the special geometries where
the plane of the wall contains both n and H, which is then
a pure twist wall, and a wall perpendicular to this, which
is a bend-splay wall.

P (O'0/Bs' -+ (ks2/k») O'B/By') + cosB sinB = 0. (4.54)

The boundary conditions are that 0 vanishes on the planes
s = &rsd, and that for large y, B approaches &8(s), where
8(s) is the function found in Sec. IVA. This equation may
be reduced to the case where all elastic constants are equal
by rescaling the y coordinate. The equation is not particu-
larly tractable, but Brochard observes that the function

8 = 8„cos(~s/d) tanh(Py), (4.55)

where 0' = 2(1 —~Pd —') and P = -'B $ '(kii/k )'", is a
solution of

P(B'0/Bs'+ (k„/k„) O'0/By') + 0 —-'0'

= —kB„' cos(3ms/d) tanh'(Py) . (4.56)

For H only slightly larger than II., 0 is small and the
right-hand side is negligible; the left-hand side is an ap-
proximation to Eq. (4.53), again appropriate in the limit
that H is only slightly larger than H„thus Eq. (4.54) may.
be regarded as an approximate solution of Eq. (4.53). We
see that the width of the domain wall is 2$/B = &2)(1—
H,s/H') '~s. This form has been verified experimentally
by Leger (1972). For H )) H„ the surfaces affect only a

%e will consider just the twist wall in the perpendicular
geometry (Fig. 7) with the simplification k» ——kss. Brochard
shows that with this simplification all geometries lead to
the same diRerential equation with the same boundary
conditions, so that this is in fact a fairly general case. As
before, we define 0 as being the angle between the director
and the z axis, but now 0 depends on y as well as s and is a
solution to the equation

thin boundary layer and the domain wall conforms to the
description of the previous section.

V. DISCLINATIONS IN NEMATICS AND
CHOLESTERICS

The nematic state was named for the apparent threads
which can be seen in a nematic under a. microscope. It was
first explained by G. Friedel (1922) that these are lines
on which the direction of the local preferred axis (the
director) changes discontinuously. In analogy with dis-
locations in crystals, these line singularities have been
called "disclinations" by Frank (1958) . They occur in
cholesteric and nematic liquid crystals. Because there is
no crystal lattice in a liquid crystal, the disclinations have
a line topology rather than a topology of surfaces dividing
the material into domains as in a crystal. The disclination
lines may have any form and generally are not constrained
to be straight lines (with a few exceptions). The motion
of disclination lines provides one of the mechanisms for
the change of the configuration of a liquid crystal.

A disclination line I- can be formed by the following
operations, analogous to the Volterra process for the for'ma-
tion of dislocations in crystals, beginning with an unper-
turbed configuration (Kleman and Friedel, 1969).

(a) A cut along a surface 5, limited by a line I, is made
in the liquid crystal. It is assumed that the molecules are
not disturbed by this cut and on the upper and lower sur-
faces, 5~ and 5~, of 5 the molecules a,re firmly anchored
in place.

(b) The surfaces 5& and 5. are then rotated relative to
each other about an axis v by an amount Q. The symmetry
of the liquid crystal requires that the rotation 0 be a multi-
ple of ~, i e., 0 = m~. The integer m is called the Frank
index of the disclination. '

(c) Any empty space created by the operation (b) is
filled with undistorted liquid crystal or conversely any

' extra material is removed. The whole structure is then
allowed to relax viscously. The index m is chosen to be
positive if material is removed and negative in the case that
material is added.

An example of the Volterra process is shown in Fig. 14
and is discussed further after we have investigated some of
the simpler types of disclination lines. Some examples of
disclinations are shown in Fig. 11.

Given a single closed path through a liquid crystal, can
one tell whether it encircles a disclination line just by
examination of the behavior of the director along the pathP
The answer is that disclinations of odd index can be de-
tected, but that no test for a disclination of even index
can be given. Furthermore, the index of the odd-index
disclinations cannot be resolved.

t

An observer travelli. ng such a path can distinguish the
preferred axis, which he can represent as a unit vector.
The direction of this vector changes continuously along
the path (barring the possibility that the path intersects a
disclination line). After carrying the vector around the

'The order of a disclination has a1so been defined by S =- m/2
(Bouligand and Klernan, 1970).
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path, the observer may find that the vector has returned
to its original orientation, or it may have the reverse orienta-
tion. Since the sign of the director has no physical signifi-
cance, this latter possibility cannot be ruled out; under
these circumstances we will have to introduce a branch
plane in the medium, at which the sign of the director is
reversed. In this case we can definitely conclude that there
must be a disclination line encircled by the path, correspond-
ing to the edge of the branch plane.

90~ 0

Because the director is a vector, it is not meaningful to
ask whether the director rotates through vs~: the tip of the
director traces out some path on the unit sphere which can
always be deformed continuously into a point. Thus liquid
crystals are distinct from systems with two-dimensional
order parameters (such as superfluids) . Although it is
possible to ask whether the director rotates around the
path (so that the path is knotted with the track of the
tip of the director), such cases do not necessarily demon-
strate the presence of disclinations; indeed, this behavior
can be exhibited by some paths in a perfectly oriented
nematic.

I / /

/

/Iy
~/ i L

I

l20~

60o

~— /' 0

The discussion has a certain significance for the stability
of disclination lines. These structures involve changes of
the director over short distances, and thus large curvature
strains. It would surely be energetically advantageous to
eliminate the singularity and spread out the disclination
into some strain pattern consistent with the boundary
conditions. But as we have seen, the boundary conditions
on any closed path surrounding an odd-index disclination
are sufficient to require the introduction of a branch plane;
the edge of the branch plane (the disclination itself) can
be localized to essentia, lly microscopic accuracy. On the
other hand, the boundary conditions cannot force a, dis-
clination of even index, and Meyer (1973) ha, s suggested
that even-order disclination lines can always relax into a,

nonsingular strained configuration.
S

In nematics the rotation axis v (used in the Volterra,
construction) can be taken to be perpendicular to the pre-
ferred direction n of the molecules. Any rotation about an
axis parallel to D can relax viscously back to the unper-
turbed configuration. Although v may have an arbitrary
orientation relative to the disclination line, there a,re two
special cases (the rectilinear disclinations) which are sonie-
tirnes discussed:

(1) Axial disclinations. The rotation axis v is parallel
to the disclination line (Fig. 11a, c). This type has been
considered by Oseen (1933), Frank (19)8), and Dzyalo-
shinskii (1970).

(2) Perpendicular disclinations. The rotation axis v is
perpendicular to the disclination line (Fig. 11b, d). This
type has been considered by Friedel and de Gennes (1969).

Besides these rectilinear disclinations, it is possible to
have disclination lines or loops of arbitrary shape which
have some of the characteristics of both the above types.

Disclination lines in cholesterics are of a richer variety.
A cholesteric is essentially biaxial, since at each point in
space we can define the local twist axis to by

Il x (u.v)I1 = (27r/p) (u to)to,

240o 300~
FIG. 11. Disclinations in a nematic: (a) axial disclination of index
1; (b) perpendicular disclination of index 1; (c) axial disclination
of index 2; and (d) perpendicular disclination of index 2. In figures
(b) and (d) the director is tilted out of the plane of the paper; this
is presented by the convention that the tips of the "nails" point towards
the reader, to the extent indicated by the foreshortening. of the nails,

(b) X and r type disclinations. It has been shown by
Kleman and Friedel (1969) that isolated X and r type
disclination lines are necessarily rectilinear. They result
from the usual Volterra process and the line is parallel
to the rotation axis v. The essential difference between

where u is an arbitrary vector and p is the local value of
the pitch. Disclina, tion lines in cholesterics can be singu-
larities of the director field, the twist axis field, or both.
Kleman and Friedel (1969) have given a general topological
discussion of disclination lines in cholesterics. They have
shown that there are essentially two types of axial dis-
clinations in cholesterics. The first type results from a
rotation (in the Volterra process) by an angle mn. about
an axis parallel to the twist axis Lg& ' type disclinationj.
The second type results from a rotation by an angle m~
about an axis perpendicular to the twist axis and parallel
to the director I'A' ' type disclinationj or perpendicular
to the director I

r~'"~ type disclination). These latter types
are illustrated in Fig. 12 for m = ~1.

(a,) x type disclinations. The disclination line is parallel
to the twist axis and'only a director field singularity occurs.
These disclinations are closely similar to the axial disclina-
tions that occur in nematics: the structure is just that of a
nematic containing an axial disclination line which has been
twisted about the line. This type of disclination is also
equivalent to a dislocation produced by a translation: in
the Volterra process the two surfaces 5~ and 5~ are trans-
lated relative to each other by the Burgers vector b =
(rn/2) p (which is a symmetry operation of the cholesteric)
(Klemand and Friedel, 1969). x type disclinations have
been discussed by Bouligand and Kleman (1970) and
Rault (1971).
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the X and 7- type disclination is that the ) type disclination
line is a singularity of the twist axis field but is not a singu-
larity of the director field. The v. type disclination line is a
singularity in both the twist axis and director fields. For
this reason the elastic energy associated with a ~ type is
probably greater than that associated with a ) type.

A p type disclination may assume any shape, but a single
X or 7. must be straight. The possibility does exist that )
and 7- type disclinations of opposite sign are coupled to-
gether, e.g. , a 'A+ and P or X+ and 7-, these pairs may then
take any shape. Such pairs of disclinations of opposite sign
are equivalent at large distances to a multiple disclination
of the p type. Such pairs have been discussed by Kleman
and Friedel (1969), Bouligand and Kleman (1970), and
Cladis and Kleman (1972b).

The optical striations (Grandjean planes) observed in
cholesterics in regions of variable thickness were first ex-
plained by G. Friedel (1922) as arising from a discontinuity
of the molecular orientation. Observations by many authors
(see Cano, 1968) have established that these striations
occur when a region of m half-twists adjoins a region of
m + 1 half-twists. Jumps of two half-twists have also
been observed (Orsay Group, 1969c, d). The disclination
lines separating such regions have been denoted (order)
1-lines and (order) 2-lines, respectively, by the Orsay
Group. The 2-lines are observed to be unstable in magnetic
fields and buckle into a zigzag shape while the 1-lines are
stable. The 2-lines can be explained in terms of the model
of Kleman and Friedel (1969) of compensating pairs of

and 7- type disclinations. The instability in a magnetic
field can be understood in terms of the different molecular
configurations within the cores of the X and r type dis-
clinations. The 1-lines have been explained by de Gennes
(1968c) in terms of perpendicular type disclinations in
cholesterics (see Sec. V.E).

A detailed description of the actual molecular orientation
near a disclination line requires a solution of the Oseen-
Frank elasticity equations of Sec. III. We now consider the
solution of the elasticity equations for some of the simpler
disclinations.

A. Axial disclinations

This type of disclination hne was first considered by
Oseen (1933), Frank (1958), and Dzyaloshinskii (1970).
These disclination lines have been called axial by Friedel
and de Gennes (1969) because the relative rotation of the
molecules required to form the disclination line takes place
about an axis parallel to the disclination. We suppose that
the disclination lies along the z axis and the director n of
the molecules then lies parallel to the x, y plane: the geom-
etry is effectively two dimensional. The elastic energy
[Eq. (4.1) with H = 0] takes the form

G = —', f (i'r[h„(g n) ' y I~i,„(n Vn)'j. (5.2)

The disclinations only involve splay and bend. We will
make the simplifying assumption k» ——k3&

——k. Then
letting

e, = cos@(x, y), m.„= sing(x, y) (5.3)

a magnetic field is applied to the nematic or under suitable
boundary conditions (see Sec. VD) . Point disclinations
at a nematic-isotropic liquid surface have been studied
experimentally by Meyer (1972). The existence of point
disclinations in the bulk of a nematic has been considered
by Nabarro (1973). This article also contains an interesting
application of Poincare's analysis of the singularities of
vector fields to nematics.

/ ~ t—l—l—t-
++ / Q ~ ~ ~ ~ ~ ~ i ~ i 0 ~ ~
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Point disclinations on the surface of nematics have been
discussed by de Gennes (1970b) . They can be formed when

and substituting in Fq. (5.2) we find

G = 2& f '«[(ill'/i-I&)'+ (i-'l4'/~y)'1. (5.4)

The elastic energy is minimized when @ is a solution of the
two-dimensional Laplace equation

(8'/Bx'+ a'/ay') @ = 0.

The constrained form (5.3) may be shown to be a solution
of the Euler —Lagrange equation (3.28) in general when

If k~~ & kg~, it is only a solution if the Frank
index m = 4 or m = 2, and in the latter case the disclination
line must have cylindrical symmetry (see below) (Cladis
and Kleman, 1972a; Dzyaloshinskii, 1970).

Since there are no parameters with the dimensions of
length in the problem, @ can only depend on the azimuthal
angle P defined by (see Fig. 13)

FIG. 12. Axial disclinations in a cholesteric. The v+ disclinations
of index &1 result from a rotation of ~7r about an axis perpendicular
to the director and the twist axis. The ) + disclinations of index &1
result from a rotation of &~ about an. axis parallel to the director and
perpendicular to the twist axis. The ~ type disclinations are singu-
larities in both the twist axis and director fields, and the X type are
singularities in the twist axis field.

x= rcosf, y= rsinP (5.6)

4 = 2~/+ 4o (5.7)

The solutions of Eq. (5.5) representing disclination lines are
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FIG. 13. Coordinate system a
for description of an axial dis-
clination in a nematic. The dis-
clination line is the s axis. The
director at the point (xy) makes
an angle p with the x axis which
is dependent only on the azi-
muthal angle P.
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dy/dx = n„/n, .

In the polar coordinates (5.6) this equation is

d/dlk 1nr = cot (@ —p) .

(5.8)

(5.9)

where m, the Frank index, is a positive or negative integer.
As P varies from 0 to 2m, the angle @ that the director makes
with the x axis varies from @0 to @p+ mal. (jap is a constant
and in all cases except m = 2 changing @0 merely rota, tes
the figure.

The pattern of "Aux lines, " i.e. , the lines which are tan-
gent to D, is given by the solutions of

/ //
/

r // /

/i '
t

lL
r ~

FIG. 14. Volterra process for the formation of a m = —1 disclina-
tion line. (a) A cut S is made terminating in the line I.. (b) The two
surfaces of the cut are rotated away from each other by an angle of
180', and the void is filled with nematic material. The structure result-
ing is topologically equivalent to (c), which is a slightly less strained
configuration. (d) A m = +1 disclination formed by a similar process
(compare Fig. 11).

tk = L2/(m —2) j(v7r —gp),(j&
—

tk
= nr,'

solution has no singularity on the axis. Irregularities haveIt follows from this equation that there exist singular Aux
been observed on disclination lines by Rault t', 19r2aj and

lines which are radial and whose direction is determined by interpreted as arising from the tendency of molecules to
lie parallel to the line in order to reduce the core energy.

(5.10)

where v is an integer. The second result follows froni Eq.
(5.7) . The number of such lines is (m —2). In the special
case m = 2, Eq. (5.9) has the solution

p = c exp (lP cot@p), (5.11)

gI, = (~/4)km'lnR/rp, (5.12)

when R is the size ot the sample and ro is a lower cutoff
radius (the core size) . The elastic energy increases as m'-' so
that the formation of disclinations with large m is ener-
getically unf avorable.

The nature of the core of a disclination line ha. s been
discussed by a number of authors. Fan (1971) included the
order parameter 5 in the description of a d'isclination and 5
decreased to zero at the core (isotropic liquid core). It has
been shown by Cladis and Kleman (1972a,) and Meyer
(1973) in the case of. m = 2 disclinations that the elastic
energy is reduced if the molecules are allowed to relax
out of the plane perpendicular to the disclination line. This

where c is a constant. The form of the disclination now
depends on @o. It has been shown by Dzyaloshinskii (1970)
that if k» W k» only the two solutions @o ——0, vr/2 a,re
allowed. Disclination lines with m = 1 and m = 2(@o ——0)
are shown in Fig. 1j..

The elastic energy per unit length associa, ted with a,

disclination, obtained by substituting Eq. (5.7) in Eq.
(5.4), is

The y type disclinations in cholesterics (parallel to the
twist axis) are closely similar to the above disclinations in
nematics. In the case 0» ——k» the solution of the elasticity
equations representing a p disclination line is obtained by
superposing the cholesteric twist on the deformation due to
the disclination, i.e., from Eq. (5.7)

@ = 2m/ + toz + @0. (5.13)

B. Perpendicular disclinations

The perpendicular type of disclination has been discussed
by de Gennes (1968c). The relative rotation of the mole-
cules required to form this type of disclination is about an
axis perpendicular to the disclination line. Assume as before
that the s axis is the axis of rotation and that the disclina-
tion line lies along the y axis (see Fig. 15) . The director is

The Uolterra process for the formation of a disclination
(m = —1) is shown in Fig. 14. The two surfaces, Sq and 5.
of the cut 5, are rotated by ~/2 (counterclockwise) and
—m/2 (clockwise) about an axis perpendicular to the
paper, re'spectively. The net effect is a rotation by 7r which
is a symmetry operation of a nematic. The space formed
by this deformation is then 6jled with nematic (Fig. 14b)
and the whole structure is allowed to relax viscously (Fig.
14c). A disclination. with m = +1 is obtained if we rotate
5& and 52 by —7r/2 and vr/2, respectively. The ma, terial
is then joined along the cut 5 and the excess material is
removed (Fig. 14d). In general the formation of a dis-
clination of negative index requires the addition of material,
and of positive index requires the removal of excess material.
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/
I( /

1

} FIG. 16. A disclination loop L between glass slides a distance d
apart. Z is the area of the projection of the loop onto the xy plane

parallel to the x, y plane and is taken in the form

zz, = cos@(x, s), n, = sin@(x, s) . (5.14)

The elastic energy LEq. (4.1) with H = 0) is (for nematics)

G = —' f &rp(hi sin'@ + 43 cos'@) (~@/&x)'

+ &. (~4/~&)'j.

FIG. 15. The coordinate system for description of a perpendicular
disclination in a nematic. situation in which such loops may arise is the following: a

nematic is confined between parallel glass slides and the
boundary conditions at the glass are that the molecules lie
in the surface. The upper slide is then turned through an
angle qd (« is the distance between the slides); when this
angle is suf6ciently large, it will be advantageous to relax
the torsion by forming a disclination loop.

Suppose that the disclination loop is parallel to the glass
slides which are parallel to the x, y plane (see Fig. 16) and
that the director has the form

(a'/Bx'+ 8'/Bs') @ = 0. (5.16)

The solutions representing disclinations are

y = —»z~+ @„ (5.17)

The disclination in this case also involves twist. In the case
kii ——kzz ——k33 ——k the energy is minimized if @ satisfies
the two-dimensional Laplace equation

n, = cos$(x, y, s), zz„= sin@(x, y, s) . (5.19)

In the case 1:» ——1~33 ——43 ——0 the elastic energy LEq.
(4.1) with H = 0j is minimized if @ satisfies the three-
dimensional Laplace equation, V'qh = 0, everywhere except
on the loop itself (branch surfaces where @ changes dis-
continuously by»zzr are also allowed) . A comparable prob-
lem arises in the magnetic 6eld of a current loop; the solution
at the point I' = x, y, s is known to be

where m is a positive or negative integer and x is the angle
between the x axis and a line from the origin to the point
x, s. In the plane s = 0 the configuration is simple (with
03= o):

x&0;
(~/2) (modzr), x ( 0(m odd)

@ = 0(mod zr) (»3 even). (5.18)

Disclinations with ~m are obtained from each other by
reAection in the x, y plane. Perpendicular disclinations are
shown in Figs. 11b, 11d, and 15. The elastic energy per
unit length of this type of disclination is also given by
Eq. (5.12).

This type of disclination can also exist in cholesterics
and is important in the interpretation of the Grandjean
planes (see Sec. VE). In the case kii = &33 the solution
is again obtained from the nematic case fEq. (5.17)g by
superposing the cholesteric twist. The case of a small ani-
sotropy (hi\ A &33) has been considered by Caroli and
DuBois-Violette (1969).

@(x, y, s) = (m/4) Qi + qz + c, (5.20)

The elastic energy of the loop is

G, = (~/») f «rf~ (Vf~~) 3+ 8q»z(gfI~/gs) ~,

where the first term is the elastic energy of the strain field
of the loop and the second term is the interaction between
the uniform twist and the loop (the elastic energy of the
uniform twist has been omitted). Using the equivalence
between the disclination loop and a current loop, the elastic
energy (5.21) is

where Q~ is the solid angle subtended by the loop at P, m is
the Frank index, and c is a constant. The solid angle Q~
changes by 4zr on passing through the loop and thus @
changes by mx. If the size of the loop is small compared
with d and the loop is far removed from both surfaces, we
may ignore the images of the loop which otherwise would

. have to be-included to sa.tisfy the boundary conditions. The
second term in Eq. (5.20) is the uniform twist imposed
on the nematic.

C. Disclination loops in nernatics Gl. ——(3.k/8) (»z'I. , —8»zqZ), (5.22)

The properties of disclination loops in nematics have
been investigated by Friedel and de Gennes (1969). A

where I.; is the self-inductance of the equivalent current
loop and 2 is the area of the projection of the loop on the
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volume 47rR'$. From Eq. (5.22) for a circular loop of radius
R we have

G&. ' = i«a RElnSR/ro —2R/0(1 —H/H, ) ]. (5.25)

The critical radius for stability of the loop is approximately

x, y plane. In the special case of a circular loop of radius R
parallel to the x, y plane Z, = 4m. R 1nSR/ro

From the condition (8/BR) Gi, ——0 we determine a
critical radius R, = (m/4q) ln (2/pro); loops with R )R,
will tend to grow. The elastic energy required for the forma-
tion of a loop of critical radius is

G~(R = R.) = (~'«~'/160) (ln2/mo)' (5.23)

Taking q
' = d = 1 cm, m = i, k = 10 dyn, this energy

is 10 ' ergs which is large compared with thermal energies,
and spontaneous nucleation of loops in the bulk is im-
probable (more probable is the nucleation on surfaces).
From Eq. (5.22) the elastic energy is lowered by the
formation of a loop of radius R when qR )—lnSR/ro, ' this
determines the angle of twist for which it is energetically
favorable to form a loop. This result is only approximate
as we have not considered the boundary conditions. A
detailed investigation of disclination loops in nematics has
been made by Nehring (1973) .

Disclination loops in cholesterics have been considered by
Friedel and de Gennes (1969). Suppose the nerna, tic state
has been produced by applying a magnetic field exceeding
the critical field H, LEq. (4.35)]. As the field is decreased
through H„ the aligned state becomes metastable, and it
was suggested by Friedel and de Gennes (1969) that the
nucleation of the cholesteric state proceeds via the forma-
tion of disclination loops.

The energy of the disclination loop (with k» ——k&

«33 ——k) is

I'IG. 17. A point disclination on the surface of a liquid. The liquid
surface is represented by the solid line; the dashed line is the equilib-
rium position of the surface, The molecules lie parallel to the surface
at the surface, but are perpendicular to the surface far from it. The
scale of the boundary layer is the coherence length (. The disclination
causes a dimple on the surface of the liquid, whose dimensions are
characterized by the lengths 0 and eP, as shown. This figure is not to
scale in the sense that the lengths &, P, and eX are not generally of
comparable size.

4tp II —H„. rp

(5.26)

The energy of a loop of this radius is

G, '"'(R = 8,, ) =
( )()n —. ). (5.27)

Using k = 10 dyn and tp
——10' cm ', this energy is 10 "

(H, /H, —H) ergs; it is much larger than thermal energies
and nucleation would be expected to take place only on
surfaces. Observations of nucleation in cholesterics near
H, have been made by Durand et al (1969.)..

D. Point disclinations in nernatics

Consider a free surface of a nematic at which the director
is free to orient itself in any direction lying in the surface
(below we consider the case where the molecules lie parallel
to the surface) . A magnetic field is now applied perpendicu-
lar to the surface, tending to orient the molecules in this
direction. De Gennes (1970b) has shown that. , in the pres-
ence of. these opposing forces, it is energetic'ally favorable
for the surface to distort and break up into a domain struc-
ture with a regular array of point disclinations.

A similar situation has been achieved experimentally by
Meyer (1972) by arranging that the molecules align per-
pendicular to all other surfaces except the free surface. The
boundary conditions replace the magnetic field. Isolated
point singularities were observed by Meyer but no domain
struct. ure.

G = —', f drL« g (V,ir;) ' —y. (n, .H)']. (5.28)

We take the director in the form

We assume that the undisturbed surface of the nematic
is the plane s = 0 with the nematic occupying the half-
space s ( 0. The boundary condition is that the molecules
are parallel to the field for s ((0 (see Fig. 17). The small
'displacement of the surface in the s direction is f (x, y) . The
elastic energy including the magnetic field energy is (with
kii ——k ~ = ky = k)

G "= (k/2) f dr/(V@)' —2to(B@/Bs) + 1/P cos'@], rI,, = cose, nJ ——sino (5.29)

and substituting in Eq. (5.28) gives the elastic energy per
5.24

unit area
where ( is the magnetic coherence length and the energy
of the completely aligned state has been omitted. The first
two terms are the elastic energy of the loop, and the third
term is the magnetic energy. We estimate this latter term
approximately by replacing cos@ by unity in a region of

g~ = —, dog(, (80/Bs)'+ sin'9].
2P

(5.30)

The elastic energy associated with variations in the x, y
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directions and a constant term have been omitted, and $
is the magnetic coherence length. The elastic energy is a
minimum when 8 satisfies the equation

The total energy associated with a single point singularity
from Eqs. (5.33) and (5.34) is approximately

P(8'8/Bs') —sin8 cos9 = 0 (5.31)
G„= chal

—ii iT«9,2 lnR/X (5.38)

which has a first integral satisfying the boundary condition
8=Oats= —~:

P(88/Bs)' —'sin'8 = 0. (5.32)

At the free surface the surface tension forces require that
n be parallel to the surface and thus, at the surface s = l, 8
takes the value 8 = (ir/2) —

~
Vf ~. Substituting Eq.

(5.32) in Eq. (5.30), the elastic energy per unit area is

'/2 C gH„=
2irk ln (R/X)

(5.39)

The second term is the surface energy (5.35) and the first
term is the elastic energy of the singularity assumed to
extend a depth & in the nematic. The constant c is of order
(ir/4) ln(R/ro) /see Eq. (5.12)), where R is the distance
separating the singularities. It becomes energetically favor-
able to form such a singularity when the magnetic field
exceeds

g~ = — dg sing
& 0

(5.33)

The first term in Eq. (5.33) is the elastic energy associated
with a fiat surface; we will subtract it out and measure
energies relative to a fiat surface. The second term depends
on the form of the surface.

The equilibrium form of the surface is determined by
minimizing the total surface energy

= -', I t~ayE (vp)' —(2t/g) Ivy I+ p8'), (5.34)

Using k = 10 6 dyn, x = 10 6 cgs, p = 1 g cm ', and a. =
10 cgs, we find H„= 10' G, X = 0.1 cm, and l (0) = 10 '
cm.

The case of line singularities lying along the surface has
been discussed by de Gennes (1970b) with the conclusion
that they are less stable than the point singularities. For
fields H ) H~ we would expect to obtain some two-dimen-
sional lattice arrangement of point singularities. The slope
of the liquid surface near a point singularity e is small
(~10 ') and diAicult to detect. However, the neighborhood
of the singularity is optically distinct from the bulk. of the
material in that the direction of the optical axis changes
rapidly (Meyer, 1972) .

G& ——iriT f pitpL(Bl/Bp)'+ 2«(Bl/Bp) + (1/X') f'),
(5.35)

where ) = (o/pg)"-' and « = k/$0. . « is the angle the surface
makes with the horizontal at the point singularity. Minimiz-
ing this equation with respect to variations in f leads to
the Euler —I.agrange equation and the boundary condition

18 8$ 1——
p ———,1 = «/p-

p 8p 8p 'A2

(8f/8p)i=0 = (5.36)

The solution of this equation is

where 0- is the surface tension, p the density, and g the
acceleration of gravity.

Owing to the structure of the integrand, /gives —a mini-
mum free energy if +f does. Thus both dimples and pimples
appear as possible structures. We will assume l (p) radially
symmetric and positive, and Bl /Bp ( 0. Then the surfa, ce
free energy is

E. Grandjean planes

When a cholesteric is confined between glass slides, which
form a wedge of small angle, a succession of dark and light
regions (Grandjean planes) is observable in polarized light.
It was first suggested by G. Friedel (1922) that these planes
result from discontinuities in the twisted cholesteric texture.
If the molecules at the glass surfaces are constrained to lie
in a particular direction parallel to the surface, then as the
distance between the slides increases it becomes possible to
accommodate a greater number of turns of the twisted
structure (see Fig. 18) .

It was suggested by de Gennes (1968c) that a perpendicu-
lar type of disclination line separates adjoining regions of
iii and m + 1 half-twists. An alternative explanation, based
on compensating pairs of X and 7- type disclinations, has
been suggested by Kleman and Friedel (1969). Two types
of disclination lines, separating regions where the number
of half-twists jumps by one and two, have been observed
(Orsay Group, 1969c, d) . They appear to be well accounted
for by the de Gennes and Kleman —Friedel type disclina-
tions, respectively.

m/2

i (p) = X«d8 expj —(p/'A) cos8)
0

(5.37)

Following de Gennes we analyze the situation in Fig. 18.
The perpendicular disclination is along the y axis in Fig. 18,
and the director is taken in the form

and is shown in Fig. 17. The fiuid displacement at the point.
singularity is l (0) = ir) «/2 and at large distances (p)) X)
f(p) = «&'/p

ii. = cosP@(x, s) + ts), ii, = sinl @(x,s) + ts).

(5.40)
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uniformly in the interior of the sample. The boundary
conditions can be satisfied by including a lattice of p"'
disclinations at the surface. A more stable situation results
if the y&" disclinations split into X and r pairs.

FIG. 18. Structure of a
Grand-jean plane. To the
left of 0 the cholesteric
makes one half-twist; to
the right, two half-twists.
The disclination line at 0
this possible.

~ ~ ~ ~

I—I—
~ ~ ~ ~ ~ o ——

I—I ~

The boundary conditions are that the cholesteric ha. s m + 1

half-twists well to the right and m haIf-twists well to the
left in Fig. 18. The equilibrium state is determined by
minimizing the elastic energy

G = —',/t f dr/(B@/cix)'+ (rl@/rlz + t —to)'$. (5.41)

This leads to the condition t = $0 and the equation

((3'/rex'+ 8'/Bz') @ = 0.

The solutions of this equation representing discjina, tion
lines have been discussed in Sec. V., H. In the present case
the disclina, tion line ha, s index m = 1. The boundary condi-
tions at s = &d/2 can be satisfied by the method of images:
Ke suppose that a series of identical disclination lines are
obtained by multiple reAection of the line at x = s = 0 in
the boundary planes s = &d/2. This leads to a series of
disclination lines at x = 0, s = 0, &d, &2d, . . . . These
poirits are denoted by 0, 0~~, . . . in Fig. 18. The solution
is thus

(5.42)

A similar. phenomenon to that occurring in the wedge
geometry has been observed in cholesteric drops with a free
surface placed in a ma, gnetic field (Rault, 1972b). For zero
field no lines of discontinuity are observed. When the field
is applied perpendicular to the pitch axis, the surfa, ce mole-
cules are forced to align parallel to the field. Above a critical
field a lattice of disclination lines forms, analogous to that
observed in the Grandjean wedge geometry.

A different type of optical striped texture has been
observed by Cladis and Kleman (1972b) in cholesterics
with large pitch held between parallel glass slides. The
distance between the stripes is approximately P/2. These
observations were explained by assuming that the mole-
cules 1ie in planes perpendicular to the glass and twist

where g„ is the angle between the x axis and the line from
0„ to the point x, s, Y = 0. The structure is shown in Fig.
18. These disclination lines are probably responsible for
the optical striations or discontinuities observed in the
wedge-shaped geometry. A detailed analysis-prof the struc-
ture and energy of these disclinations has been given b~
Scheffer (1972b) .

Yl. HYDRODYNAMIC EQUATIONS FOR NEMATIC
LIQUID CRYSTALS

The anisotropy of a liquid crystal has some interesting
implications for its hydrodynamic behavior. For example,
a new hydrodynamic mode (not present in normal liquids)
associated with fluctuations in the director occurs (in addi-
tion to shear wave and sound wave modes). There are a
number of distinct geometries for Poiseuille Qow of a nematic
in a capillary —in fact five independent viscosity constants
are required to describe the general behavior of the system.
The thermal conductivity of a nematic is also anisotropic
and requires two constants for its description.

Discussion of the hydrodynamics of liquid crystals pro-
ceeds on two levels. It is first necessary to derive a set of
hydrodynamic equations consistent with the conservation
laws. Then these equations must be solved for geometries
relevant to experiment.

In the first subsection of this section we present and
describe a practical set of hydrodynamic equations due to
Ericksen (1959, 1961, 1966a, 1967b, 1969b) and Leslie
(1966, 1968a, b) . The remaining subsections present alter-
nate derivations of such equations and discuss their domain
of validity. Applications of these equations are deferred to
later sections.

A. Hydrodynamics

Most disturbances in many-body systems take place and
damp out in very short times. An exception to this generali-
zation is a local variation in a quantity which is subject to
a conservation law: such a perturbation can persist for a
relatively long time because the conservation requirement
electively hinders its dispersal. Hydrodynamical equations
describe the propagation of disturbances in the local den-
sities and currents which correspond to conserved quantities.

This prescription has to be altered slightly in the case of
liquid crystals because there is no locally conserved quantity
corresponding to rotations of the director (Straley, 1971),
so that a Bogoliubov inequality treatment of the dynamics
cannot be given (Forster et a/. , 1971).

We have followed the method of Ericksen and I eslie, who
introduce an equation of motion for the director. The pro-
cedure is subject to challenge (Forster et a/. , 1971) since
some of the terms thus introduced are not of truly hydro-
dynamical character (i.e. , they give finite rate constants for
infinitely long wavelength disturbances) . We will assure the
reader, however, that within the limitations that we impose
the description we give below is in agreement with the
alternate descriptions.

A number of alternate descriptions of the hydrodynamics
of nematic liquid crystals have been given (Stephen, 1970;
Forster et a/. , 1971; Huang, 1971; Jahnig and Schmidt,
1971; Martin et a/. , 1972; and Lee and Eringen, 1971).All
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these formulations of the hydrodynamics a,re in essential
agreement with the present formulation in the interesting
case of disturbances which vary slowly on space and time,
i.e., the truly hydrodynamic modes of the system. The
advantages of the formulation of Forster et at. (1971) and
Martin et al. (1972) are discussed in Sec. VI.H.

B. Hydrodynamic equations

The hydrodynamic equations relate the densit~ p, the
fIuid velocity v, the director n, the teniperature T, and
their time and space derivatives. In formula, ting these
equations, it is convenient to define the quantities

ri, = (ri/rit) n, + ,v Vm, ,

and an equation describing entropy transport

((i/cM) (ps) + V' (psv + T 'tl) =- R, (6.9)

T;, = pvp, + P"o;; —II(,;(8/Bx;)~t(„ (6.10)

where P is the pressure and II,, is the stress tensor ('3.21);
—the part of the momentum Aux tensor involving dis-

sipative effects

where s is the entropy per unit mass. The hitherto unde-
fined quantities which enter into these equations are:

—the part of the momentum flux tensor independent of
dissipative effects

the time derivative of n in a frame moving with the liquid;

co = —.' curl v, (6.2) (6.11)

the local angular velocity of the Quid;

N=n —co xn,

where the n; are temperature- and pressure-dependent
parameters having the dimensions of viscosity (g cm '

(6.3) sec ').

the rate of change of the director relative to the moving
Quid;

—the heat current

q, = fiick,—m, (B/Bx;) T —P ((i/Bx;) T, (6.12)

J = pv,

the momentum density; and

(t;, = ', (Bv,/B—x;+ (ir;/o(x, ),

( 6.4)
where the P are therma, l conductivity coefFicients and T is
the temperature;

—the entropy production R( = (ts/&lt)

(6.5)

which is the strain rate tensor for an isotropic ihiid.

TR = t,,(t;, +—f,V, —T 'q;(AT/Bx, ); (6.13)

We will assume here that the liquid is inconipressible.
This is a realistic assumption since the bulk modulus of
liquid crystals is so large compared with the curvature
strain constants that in circumstances in which the latter
are relevant, the density must be very nearly uniform. Thus
the continuity equation (conservation of mass) has the
form

f,' = ((rs —a2) X; + ((rs + ns) d(, n; (6.14)

The body force f, is defined in Eq. (3.24).

—the part of the body force associated with the presence
of velocity gradients

divv = 0.
- C. Some comments on these equations

(6.6)

We shall now display a set of hydrodynamic equa, tions. A
derivation of these equations is given in Secs. VI.E—VI.G-; it
is shown there how the various conservation laws and
symmetries to which the system is subject enforce the form
given here.

(ri/Bt) J, + ((i/(ix;) T;, + lri/Bx, )t;, = 0 (6.7)

and equation for the director

((l/Bx;)II,;+f;+ f,' = yn, , (6.8)

The hydrodynamics of a neniatic liquid crysta, l is deter-
rnined by the equations for momentum transport7

(rs = (is + (rs + (rs (6.15)

Equation (6.7) relates the change in momentum density
to the local forces. The conservative forces are contained
in T;, ; they arise from gradients in kinetic energy density
(the Bernoulli effect), pressure, and curvature stress den-
sity. The conservative forces are generally negligible in
the examples we shall consider: the first term is of second
order in the velocity, the pressure plays the role of a Lagran-
gian multiplier (conjugate to the incompressible fluid
condition), and the third term is second order in the gradi-
ents of the director. The nonconservative (viscous) forces
are contained in t,, Six different tensors of the correct
symmetry can be formed from the director and the deriva-
tives of the velocity; an Onsager relation

r ~e use a cartesian tensor notation; repeated indices are to be allows one to be eliminated (Parodi, 1970). There are a
summed over. number of different conventions for expressing the viscosity
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TABLE I. Combination of viscosity coe%cients common in the fore write the conservation laws
literature.

= n8
= n8 + ng

7/I = g(n3+ ng+ n6)
(n4 + n5 —ng)

1

generally (not in this chapter)
Leslie (1966), Parodi (1970)
Forster et al. (1971)

Miesowicz (1936)
i Parodi 119701, Sec. VII

(8/cV) p+ v J = 0,

(0/8t) (ps) + v (psv) = 0,

and

(6.16)

('6.17)

Forster et al. (1971)

~ (H)

~ (H)

(H) —n1

Helfrich (1969a, 1970b)

pI = ~(n1+ n2+ n8+ n4+ 2n5)
1

p2 = gnat +:—v~ iv )
= —~g jy1

(8/cM) J, + (8/Bx, ) T,, = 0. (6.18)

For the purposes of this section, inertial terms will be
added to Eq. (6.8) for the director so that it now reads

=n2 —n3 =
X2 ———(n2 + n8) = —p2

tan'00 ———n3/n2 SeC. VII

Attain and Leslie (1969) (8/Bt) (lA;) + (8/Bx, ) (ri,v, ) + (8/Bx, )11g+f, = 0,

(6.19)

Typical numerical values for the viscosity coe%cients are given in
Sec. XIX.

coefficients (and various combinations of them) which are
summarized in I"able I. The origins of these defInitions are
explained below or elsewhere, as indicated in the table. The
condition that entropy production (a,nd all friction con-
stants that can be measured in a real experiment) be positive
restricts the possible values of the o., as explained in Sec.
VI.F.

The director equation expresses the balance of curvature
stress and torques due to shear Row. We will frequently use
in Eq. (6.14) yi = a3 —n~ and p = n3+ n&,

' these param-
eters with the dimensions of viscosity determine the relaxa-
tion time for the director, and the torque exerted on the
director by a shear Row, respectively. Forster ef al. have
pointed out that y& is not an independent dissipative coeffi-
cient, but that the ratio p /pi is a reactive coeKcient which
determines the response of the director to a local shear (see
Sec. VI.H). The inertial terms that might be expected
in an equation of motion have been deleted because the
observable motions are alwa, ys overdamped, so that the
kinetic energy of rotation of a molecule about its center of
mass of very small ~ In the static case and absence of gradi-
ents of the velocity field, f,' vanishes, and Eq. (6.8) reduces
to Eq. (3.28) for static equilibrium. The right-hand side
of Eq. (6.8) is a Lagrange multiplier term; y is to be deter-
mined by the condition that n is normalized to unity.

Equation (6.9) equates the time derivative of the local
entropy density plus the transport of entropy by the flow
of the liquid and thermal conductivity to the local rate of
entropy production. Equation (6.12) predicts anisotropy
of the thermal conductivity.

D. Reversible hydrodynamics

In the remaining subsections of this section, we shall give
derivations of the equations presented in Sec. VI.B and
some defense of the statements made there.

Initially we shall not consider dissipative processes. The
Row is assumed reversible; entropy is conserved. tA'e there-

(aE/at) +v Q = 0, (6.20)

where E is the energy per unit volume of the liquid and Q
is the energy Aux. The tensor T,; should have the property
that this equation is satisfied automatically. This is not in
itself sufficient to determine T... but we may further use
the principle of Galilean relativity' in the following way.
If we transform to a coordinate system moving with the
Quid, i.e. , with velocity v and angular velocity co =

& curl v,
the only motion remaining is the rotation of the molecules
relative to the moving coordinate system. The rate of change
of the director relative to the moving Quid is given by N
PEq. (6.3) $. The Galilean relativity principle allows us to
determine the dependence of all quantities (in particular
the stress tensor T... the energy I, and the energy current
Q) on the velocity v for a given value of N by use of the
transformation laws for mechanical quantities from a
stationary coordinate system to a moving coordinate sys-
tem. Then the consistency of Eq. (6.20) with Eqs. (6.16)—
(6.19) determines the remaining dependence of T,, and Q
on N uniquely.

We now investigate how the stress tensor T... the energy
E, and the energy current Q in the stationary coordinate
system are related to their values in the moving coordina. te
system (which we denote by a subscript 0). The stress

The inertial terms are included only for convenience in the deriva-
tion of the hydrodynamic equations. These terms are negligible in
all the applications to low-frequency phenomena in the following
sections (see Sec. VIII). At higher frequencies the inertial terms can
be important, but then Eq. (6.19), which contains a single relaxation
time, would not be expected to provide an accurate description. Several
relaxation processes could be important.

The method was introduced by Landau (1941) and Landau and
Lifshitz (1959) and has been used extensively by them to discuss the
hydrodynamics of superQuids. The application to liquid crystals has
been given by Stephen (1970).

where I is the moment of inertia per unit volume: l = pu',
where a is the typical dimension of a molecule. '

Equations (6.16) through (6.19) represent a complete
system of hydrodynamic equations of a liquid crystal, but
T,, is as yet unknown. In order to determine its form we
use the law of conservation of energy
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tensor T;, will transform as for an ordinary Quid:

Tij = p&~ &j '+ Tp~j ~ (6.21)

In order to investigate how quantities like E and Q in
Eq. (6.20) transform, we take a simple model in which the
liquid is composed of dumbbell-like molecules. Each mole-
cule consists of two masses M~ and M~ rigidly connected.
We focus attention on one molecule where M~ is at ri and.
M2 at r9. The center of mass R and the director n of this
molecule are given by

The quantities Tp... L~'p, and Q„ in Eqs. (6.21), (6.26),
and (6.28) will depend only on N and other thermodynamic
variables, but not explicitly on v. Tp,; and Qp, . are now
determined uniquely from the consistency of Eqs. (6.16)—
(6.20). The details of this calculation are similar to those
of Landau (1941) and Landau and Lifshitz (1959) in the
superfluid case, so we will only give the general outline. In
the equation of conservation of energy (6.20), we substitute
for E and Q from Eqs. (6.26) and (6.28) and calcula, te the
time derivative of Ep from Eq. ,6.27). All the time deriva-
tives are eliminated using Eqs. (6.16)—(6.19) . The resultant
equation, after some rearrangement, has the form

R = M '(Mgrg + M, r, ), n = (r, —r, )/a, (6.22)
0 = BE/Bt + V'. Q = (B/Bx, ) (Qp, —X,IIg)

where M = M~ + M~ is the total mass, and a is the length
of the molecule. The energy of this molecule is

+ (Ep —pp —Tps —IN')V v+ Tp, ,v, ,

+ 11kj+k, i&i (6.29)
e = —,'MR'+ -', Ipn' + U, (6.23)

where Ip ——(M~M. /M)a' is the moment of inertia and U
is the potential energy. We now transform to a coordinate
system moving with velocity v and angular velocity ao. The
energy eo measured by an observer in this coordinate system,
Is

ep
——&M(R —v)'+ —', Ip(n. —co x n)'+ U. (6.24)

e = —',Mv'+ Ip(m x n) ~ (n —ro x n)

The kinetic energy vanishes, as it should, if the coordinate
system is rigidly fixed to the molecule. In the case where
R = v and co = ~ curl v, eo is the intrinsic rotational energy
of a molecule excluding that part produced by the Quid
flow. From Eqs. (6.23) and (6.24) we And

The terms not containing v and terms linear in v are inde-
pendent. This uniquely determines Tp,, and Qp, as

Tp i'( Ep + pp + Tps + I&+ ) B qIIkq Ilk',~'(6.30)

Qp, ——cV,II;,. (6.31)

(B/Bx, ) Tp,:, = 0

(B/Bx, )II;, + f, = 0.

(6.32)

(6.33)

With these. definitions, the hydrodynamic Eqs. (6.14)—
(6.17) and (6.20) are completely determined.

In the stationary case, when all time derivatives vanish
from Eqs. (6.16) and (6.18), we have

+ 2Ip(~ x n)'+ ep. l 6.25)
From Eq. (6.27) Eq. (6.33) can be written in the form

When we generalize this to the case of a fluid, the energy
F per unit volume will transform as follows: (B/Bx, ) (BEp/Bn;, ,) —(BEp/Be, ) = 0 (6.34)

E = -', pv'+ I(pp x n) .N + ~~I(pp x n)'+ Fp, (6.26)

where I is the moment of inertia/unit volume, a,nd Fp is
to be identified with the thermodynamic internal energ~
which satisfies the thermodynamic identity

where the derivatives with respect to m; and ~, , are taken
at constant density and entropy. When we impose the
condition n' = 4, this equation is just the Euler —Lagrange
equation (3.29). We now turn to Eq. (6.32) which from
(6.30) can be written

dEp ——pdp + Td(ps) + f,dyg, —II,,dn, , + v, d(IX;).
(6.27)

p( Bp /Bx) + ps(BT/Bx, ) —fa~~, '+ IIgimat;,
—(B/Bx, ) (IIt,,nA, ,) = 0. (6.35)

Here p, is the chemical potential per unit mass, and the
last term of Eq. (6.27) simply expresses the fact that the
relative angular velocity I is the derivative of the energy
with respect to the relative angular momentum.

By using similar arguments we can show that the energy
current Q, is related to its value Qp, in the moving coordinate
system by

Using Eq. (6.33) to eliminate f&, this reduces to
p(Bp/Bx;) + ps(BT/Bx, ) = 0 (6.36)

E. Conservation of angular momentum

which is the usual condition for the hydrostatic equilibrium
of an ordinary fluid, and in that case is equivalent to the
pressure being constant.

Q, = Lppv'+ I(pp x n) .N + ~~I(~ x n)'+ Epjv,

+ n, Tp'g + ((o x n), II,, + Qpg

The conservation of angular momentum puts a restric-
(6.28) tion on the symmetry properties of the quantities Tp...
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H, ;, and g;. Ke define the angular momentum tensor density where
by

1 j~ij = z 4&'i,j &j,i (6.47)
pM, , = ', p(-x,v, —x,v, ) + ', I(n—,n, —n;n;) (6.37)

Using Eq. (6.39) to eliminate t;, —t, , in Eq. (6.46), we find
and it must satisfy the conservation relation

(8/Bt) (pM, ;) + (r7/Bxz, ) (pM ;,v(„).
+ rz2 (rl/»z:) E(x'Tozk —x, To'i) + (n'IIii; —nzII'z, ) j = 0.

(6.38)

t'

tijvi j tijdij zrijpp~7cnk, j + fi opiinj

and on substituting this result in Eq. (6.45)

TR = t.,a';:, ——zr;, V;, + f .V; —T 'q, T,;,

(6.48)

(6.49)

Substituting Eq. (6.37) in (6.38) and elimina, ting the time where zV,, =—ri, , —
&o;z,nz„, and is the change of the director

derivatives by means of Eqs. (6.16) and (6.18) gives gradient relative to the moving Quid.

To,; —Tp, , + II.;„n, i,. —II,in; .k + n,f, —n,f; = 0.

(6.39)

F. Irreversible hydrodynamics

In the presence of dissipative effects, the hydrodynamic
equations (6.17)—(6.20) are generalized to

8J,/Bt + (rl/Bx, ) ( T;, + t, ,) = 0,

(8/Bt) (ps) + V (psv+ q!T) = R,

(6.4-0)

(6.41)

(rl/(3t) (In, ) + (8/Bx, ) (Iri, v, ) + (r7/», ) (Il;, + zr;, )

This is a symmetry requirement that the stresses must
satisfy in order that angular momentum be conserved. This
equation has already been verified in Sec. III LEq. (3.40) j.

1. Nemot'ics

In order to develop the theory further it is necessary to
have constitutive equations for the quantities t,;, zr... f, ,
and q;. We erst consider the case of nematic liquid crystals
and make the assumption that the Quid has a center of sym-
metry and that n and —n are indistinguishable. Thus t,,
and q, must be unaltered when n is replaced by —n, and
f, ' and zr,, inust change sign. We will confine ourselves to
constitutive relations which are linear in the quantities
d,;, E;, and T; and neglect terms involving the gradient
of the director. We also note that terms like e;T', cannot
appear owing to the condition n' = 1. The most general
equations which meet these requirements have been given
by Leslie and are

t,, = —(zzi, l'z„-z, + tz&nin„dz„) 5,, —(tzoazi + p4nin„dz„) n, n;

10 v.~ i 1lj p61$i Ij p7($&j ' psdp'& Jl'it, 1'Eg' p9ÃzfE&d& j&

+f, +f,' = yn, , (6.42) (6.50)

(BF/Bt) + V' (Q + Q') = 0. (6.43) f,' = (X)dz,z, +Pznz, n„dp„) -n, + X4.V, + Xgd,in, , (6.51)

We shall show below that m-, j vanishes to the accuracy to
which we are working. The inertial terms in Eq. (6.42) are
only important at high frequencies which are outside the
hydrodynamic regime and will be dropped in what follows.
The extra fluxes and forces in Eqs. (6.40) through (6.43)
are subject to the restrictions

(i) that they vanish in the steady-state condition,
(ii) that they also satisfy the symmetry property (6.39),
(iii) that the entropy production R be positive.

The quantities Q' and R are determined as before by sub-
stituting Kqs. (6.26) and (6.27) into (6.43), the time
derivatives being eliminated by means of Eqs. (6.16) and
(6.40) —(6.42) . It is found that

q, = Pin ;zz, T,, ——PnT, ,. (6.52)

7r;, = 0. (6.53)

X4 = p6 p5 j ~5 = P9 —PS.

These constitutive relations are consistent with the general
symmetry relations for nematics discussed in Sec. III in
that they transform as vectors and tensors for rotations
about the director or for rejections in a plane containing
the director.

The coefFicients tz, , 'h, , and P, depend on P and T. The sym-
metry relation (6.39) requires tha, t

Q, '= q, +v, t,, +n, zr, ,

TR = —t,,v;,; —zr, ,ri„,, + f,'ri, —T 'q, T,,

In the case of an incompressible nematic liquid crystal,
(6.44) we have the extra relation diaz, = 0, and the constitutive

relations may be taken in the simpler form
(6.45)

t;, = —ng~ge~dp„e, e; —ng~VPS, —~pe;.4; —0I4d,;
where v, ; = Bv,/Bx, a,nd T, , = BT/Bx, . Using the symmetry
property (6.39), we can write TR in a more convenient
form. Thus

—A;(),y Ng'PZ& —A'g'J'L, Ãfrdy&',

If, = pi.V, + y d;,n, ,

(6.55)

(6.56)

t'zv', z
= t'td*~+ t*zpp'z = t'8'z+ k(t't tz')~'» (6.46) q, = Pin, n, T,; —PzT... — (6.57)
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where the coefficients n, , p;, and P, depend on T. The sym- assume that n and —n are equivalent. Now the following
metry relation (6.39) requires that additional terms t,;&".&, f,&', and q, &' should be included in

Eqs. (6.55) —(6.57):
A6 —A5. (6.58)

t;~ ' = —avm~e, q~nq T, ~
—o.ys, e~7, pzq T, ~ (6.62)

In Eq. (6.55) there are six viscosity coefficients n, . It
will be shown in Sec. VI.G that invariance under micro-
scopic time reversal leads to the relation

Va = ~z + ~a = ~a ~a (6.59)

leaving a total of Ave. The. viscosity of the fluid naturally
depends on the relative orientation of the director and the
flow. This is discussed further in Sec. VII.

Upon substitution of Eqs. (6.55) —(6.57) into (6.49), the
entropy production is expressed in terms of the tensor d;,
and the vectors n, N, and VT:

The dissipative coefficients n, and y, in Eqs. (6.55)—
(6.57) for the p, , and X, in Eqs. (6.50) —(6.52) j all have
the dimensions of a viscosity. The constitutive relations
are somewhat different from those usually considered in
hydrodynamics. In the hydrodynamics of ordinary fluids
the dissipative cruxes are expanded only in the spatial
gradients of velocity, temperature, etc. Here it is necessary
to include the quantity X, which describes the rotation of
the director relative to the ffuid. Thus in Eq. (6.56) the
coefficient y~ determines the rate of relaxation of the director
relative to the Quid motion. The equilibrium state in a
rotating fluid is where the director rotates with the fluid
corresponding to N = 0. The term pa in Eq. (6.56) leads
to a coupling between the orientation of the director and
shear fl.ow.

f,"' = p ae,; azz, T, a (6.63)

q."= lb&'—zz«P'z, —P4e',z zz, ~4izzi. (6.64)

G. Onsager reciprocal relations

When deriving the constitutive relations (6.50) —(6.52)
and (6.55) —(6.57), the spatial symmetry properties of the
liquid crystal were taken into account. The conservation of
angular momentum led to the relations (6.54) and (6.58).
We now consider the Onsager reciprocal relations which
reflect the time reversal invariance of the microscopic
equations of motion of the individual particles. This has
been discussed by Parodi (1970). We will show that this
invariance leads to the relations

From Eq. (6.39) we require that pa = as —nz. The Onsager
reciprocal relations (Prost, 1972, and Section VI.G) give
the additional relations ya ———Pa and az + ns ———P4.
These equations show that a temperature gradient in a
cholesteric will exert a torque on the Quid and the director.
Conversely, according to Eq. (6.64) a heat current is
induced if the director rotates relative to the fluid. These
terms are consistent with an observation by I.ehmann
(reported by Oseen, 1933) that in certain cases drops of a
cholesteric, spread out between glass surfaces, were put
into violent rotation when heated from below. The theory

. of this effect has been discussed by Leslie (1968b).

TR = nz(zz;d, ,zz,)'+ 2y, zz,d,,E, + n4d, ,d, ,

+ (aa+ as)zz, dg, dI„zz, + y, (N)'
&a = pa+ ps = pa —ps

Vz = ~a+ ~a = ~s o'a (6.65)

+ —(n vT)'+ —(vT)'.
T T

(6.60) and in Eqs. (6.62) —(6.64),
I

For all physical processes, the entropy production niust be
positive. This implies certain conditions on the viscosity
coefficients, which can be derived from Eq. (6.60) by
consideration of the range of possible values for n, N, V T,
and d, , (except for the fact that d,; is symmetric and trace-
less, the components of all these quantities can vary in-
dependently) . These are

Va = —A

~z+ ~s = —A. (6.66)

In order to obtain the reciprocal relations we must iden-
tify the independent thermodynamic fluxes and forces. The
entropy production (6.49) is given by

n4 ) 0,

yg & 0,

P, &0,

2nz+ 3n4+ 2na+ 2ns ) 0,

yz(2n4+ na+ ~a) ) yz',

Pz + Pa & 0. (6.61)

TR = r,,d, , + f,'cV, ——(q~/T) T, ' (6.67)

From this form it is not clear that t;, and f, ' are independent.
For the present purposes E is more conveniently written
in the following way. We introduce the angular velocity
of the director D which is given by

2. Cholesterics

In the case of incompressible cholesteric liquid crystals,
some additional terms consistent with the symmetry are
possible in Eqs. (6.55)—(6.57). For cholesterics it is not
necessary that the constitutive relations be invariant under
reflections in planes containing the director. We again

n= (D xn),

and introduce an antisymmetric tensor 0;, such that

(6.68)

(6.69)
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where (i, j, k) is a cyclic permutation of (x, y, s). The rate H. Alternative form of the hydrodynamic
of change of the director relative to the fluid is now given by

X, = (Q,k
—(V;k)nk

= 0;yet, (6.70)

where the last relation de6nes the antisymmetric tensor
Q,k. We also introduce the symmetric and antisyrnmetric
parts of the stress tensor

Another form of the linearized hydrodynamic equations
for an incompressible nematic has been given by Forster
et at. (1971) and Martin et at. (1972). In this section we
demonstrate that these equations are identical with the
linearized equations of Ericksen and Leslie given in previous
sections. In Eq. (6.8) for the director we retain only terms
linear in the curvature strains:

= 2(t,, + t;a) (6.71)

(6.72)

(~3 ~2) Xi + (A2 + cx3) l~jÃj + (8/Bx~') II ~' —pti

(6.81)

The last relation follows from Eq. (6.39). The entropy
production (6.67) can now be written

We now use this equation to eliminate A, in the stress
tensor LEq. (6.11)) and the relations (6.58) and (6.59).
The stress tensor for an incompressible Quid can then be
written

TR = —t,;&'d,, + t,,' '0,; —(q,/T) T„. (6.73)
+ tg (6.82)

We can now identify the three independent thermodynamic
forces where

The corresponding cruxes are

x,&" = (1/T) T, (6.74) —0,'iRt(;tZ&u p&P, Ãj —~4/, j. .(~)

5(~3~5 ~2~6)/yi)(d, ~,ekn, + d,knke, ) (6.83)

J, .(&) — ] . .( ) J . .(2) ] . .(a) J .(8) — q.

(6.75)

t,, " = (»/2yi) (n,II k k + e,iI,„,k)

+ —e,II,k, k
——'e,II k k. (6.84)

The constitutive relations (6.55) —(6.57) and (6.62)—
(6.64) can now be written as relations between the Quxes
(6.75) and the forces (6.74):

kl""Al + I "kl'"'ftkl+I-';, k. 'ia'(I/'&) &,k,

&,,"' = L,;,k~'"'@i+ L„k~""%i+L„k'"'(1/2") 2",k,

We can interpret those two parts of the stress tensor as the
dissipative and reactive parts. The dissipative part (6.83)
is symmetric and (for an incompressible Quid) contains
three viscosity coefficients. The reactive part arises from
the reaction of the director back on the Quid Row. It is not
symmetric in Eq. (6.84), but it can also be written in a
symmetric form

t,,&"& = (»/2») (e,lI g, k+ e,II, ,k „) —
krak (II,, k + II,, „)

(6.76) + k~;lik, , k + g~g4', k. (6.85)

The onsager reciprocal relations state that It is easily verified that

L ~j a & L'k & ~~ (6.77)
(6.87)

Lij A: LA ijA:, ~y (6.78)

(23) —I, ,(32) (6.79)

For example, from Eqs. (6.55) and (6.56) we find that

L,;,k('"' ———', (u2 + n3) (6,ke, n )
—+~nkvd, ))

-L t, 'jk2»(~ k'i''kil P4~jl)' (6.80)

which from Eq. (6.77) leads to the second result of Eq.
(6.65) . The first result of Eq. (6.65) is obtained by applying
Eq. (6.79) to the constitutive relations (6.50) and (6.51).
In a similar way Eqs. (6.78) and (6.79) lead to the identities
(6.66) .

so that the equations of motion are unchanged whether we
use 3,j(") or t;j("). The hydrodynamic equations of I'orster
et at (1971) are g.iven by Eq. (6.81) together with the
conservation relations (6.6), (6.7), and (6.9). The advan-
tage in using a symmetric form for the stress tensor is that
angular momentum is automatically conserved.

These equations (for an incompressible Quid) contain
foui dissipative coefficients; the three viscosity coefficients
appearing in Eq. (6.83) and» ——n3 —n& in Eq. (6.81)
which determines the relaxa, tion time for the director. The
ratio»/» = (n3+ n2)/(n3 —n2) appearing in Eqs. (6.81)
and (6.84) is a reactive coefficient determining the response
of the director to the local shear and the reaction of the
director back on the Quid.
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Vll ~ STEADY STATE AND SLOWLY VARYING
FLOW

We now consider applications of the hydrodynamic
equations set forth in the previous section to several simple
problems.

tango —(n~n3)'"
I
~ I/~. ~' = tan@-,) H = 0.

(so that the director is aligned by the field) and

(7.9)

e. = n(y), (7 1)

A. Orientation of the director by a velocity shear

We consider the case of a Quid Rowing in the x direction
with a velocity gradient along y so that

Thus a velocity gradient also aligns the director, at an
angle @ to the direction of flow.

In order that @ be a physical angle it is necessary that
n2 and n~ have the same sign. This condition can also be
written

~
p&

~

) pi and seems to be always found experi-
rnentally Lthe opposite case

l p&
~
( pi has been considered

theoretically by Ericksen (1966b, 1969b) ).
A magnetic field in the xy plane is also imposed. The director
will have the form

n = x cos @(y) + y sin p(y) .

The two components of the director Eq. (6.8) are

L(lx3 —txg) (B/Bt) —k (B /By ) —H~ x~j cos@

+ (u'n~ —H,H„x,) sin@ = y cosp

L(n, —n, ) (B/B~) —a(a'/By') —H, 'x.3 sin@

+ (u'n3 —H H„x ) cos@ = y sin@,

Since yi ——n3 —n2 must be positive
C

see Eq. (6.61)g,
the possible choices are o.& ( cx3 & 0 and ~3 ) n~ & 0. The
former gives alignment of the director roughly in the direc-

(7.2) tion of the fiow with a small component in the direction
of positive u'; the latter gives alignment nearly perpendicu-
lar to the Row direction. The former is the expected behavior
of long molecules and is the behavior observed experimen-
tally. Molecular models to explain the Aow alignment in
nernatics have been discussed by Helfrich (1969b, 1970b,
1972). Shear orientation of liquid crystals has been studied
experimentally by Porter and Johnson (1962, 1966) and
Meiboom and Hewitt (1973). Typical measured values of

(7.3) @ are 18' for MBBA.

where the Frank elastic constants have been taken all
equal to k, and where u' = Bu/By. The unknown y is deter-
mined by the condition e ' + e„2 = 1. It may be eliminated
from Eq. (7.3) to give

P(ag —n2) (B/Bt) —k (B'/By') j@

+ x (H ' —H„') sin@. cos@+ (u'n3 —H,H„x,) cos'@

Crossover between orientation near @~~ and orientation
near @ occurs when x,H' and (n2n3)'"u' are comparable.
For typical parameters this implies that a Kilogauss and
a 1 cm/sec per cm flow gradient are equally effective in
aligning the director.

We now consider the stability of the solution (7.6)
against small oscillations. Expand Eq. (7.4) to linear order
in Bqb = @ —@0.

—(n'n2 —H,H„,x,) sin'g = 0. (7.4)

I.et us consider erst the uniform solution. The first term
is discarded; the remainder can be written as an equation
for tang by dividing by cos'P. Introduce further H' =
H'+ H„', tan@II ——H„/H, and Eq. (7.4) becomes

x H' cos2@~ tan@ + (u'na —i~x„H2 sin2@Ii)

—(u'n, —~x,H' sin2$~) tan'@ = 0

whose solution for tanqb is

tango = Lx H cos2@~ & gjL2R u2 —x H sln2pygl

(7.6)
where

Q = Lx 'H + 4u"n2n~ —2n'H'x, sin2@ir(~&+ n3) $'~'.

(7.7)

We will argue below that only the lower sign solution is
stable against small oscillations. The high and low field
limits of Eq. (7.6) are

(3 — 2)(/ ) 4 —,'/y') 0= —xa 'cos4aa4

+ (2u'cx —X,H' sin2@~) tan@oaf = &aqhg. (7.10)
I

In order that the amplitude of a@ decrease in time, the
coefficient of ap on the right-hand side must be negative,
confirming our choice of sign in the solution (7.6) .

We may also study the effect of surfaces and disclinations
which introduce perturbations of the orientation from
@o. According to Eq. (7.10) these die out in a length g given
by

(7.11)

which reduces to the magnetic coherence length in the
limit of large fields. For a 1 kG field or a 1 cm/sec per cm
flow gradient $ is of order 10 ' cm: the boundaries will
have no effect except in the smallest samples. Boundary
effects have been discuSsed by I.eslie (1968a) and Ericl-sen
-(1968b).

B. Viscosity of an oriented flow

tango ~ (cos2qbH —1)/sin2@II = tan@II,
An incompressible nematic or cholesteric liquid crystalH —+

has five viscosity coefFicients in Eq. (6.11) when we take
(7.8) into account the relation (6.15). We now investigate how
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these viscosity coefficieots are related to the viscosity that
would be measured in a shear Row experiment. We suppose
that the liquid is fiowing steadily in the x direction while a
linear velocity gradient exists along the y axis so that
v = n y and that a magnetic field is applied which is suffi-
ciently strong to suppress boundary and shear How aligning
effects. Then the tangential shearing stress on a plane of
unit area perpendicular to Y is

C. Torque due to rotation in a magnetic field
I

Let a container of liquid crystal be placed in a strong
magnetic field, whose direction changes in time at a constant
rate (or equivalently, have the container rotate uniformly
relative to the field). The molecules in maintaining their
alignment with the field encounter a viscous force opposing
their motion relative to the Quid.

t,„=—i2u'[n4+ (ng+ n6)e.'+ (nh —o.,)n„'

+ 2a,n.'n„,'j, (7.12)

We assume that the boundary conditions at the container
walls are v = 0 (no slip), but that the molecules at the walls
may rotate freely. Since the director is constant in space,
the director Eq. (6.8) becomes

where e and n~ are the components of the director along
x and y, respectively. The effective viscosity is then

(~, —. n, ).V;+ (n, + ~,)d;,n, + x.a;e;e; = pe, .

(7.15)

(7.13)
The torque on a volume element dV due to the magnetic
field is

We see that the effective viscosity coeKcient depends on
the orientation of the molecules. Miesowicz (1936, 1946)
[see also Parodi (1970)j has defined three principle vis-
cosity coeKcients corresponding to the cases where the
director is

dv = x, (n x H) (n H) dV (7.16)

and so the corresponding total torque on the liquid in the
container is

(1) parallel to the flow
(2) parallel to the velocity gradient
(3) perpendicular to both the flow and velocity

gradient.

v = —I (na —ni)n x (Bn/Bt —tii x n) dV

—I (ai+ na) (n x d n) dV (7.17)

The corresponding viscosity coeKcients are:

'gl 2 (~4 + O6 + ~3) y

'g2 = 2 (CX4 + A5 —CL2),

1
VJ3 = ~O.'4. (7.14)

These are necessarily positive [as can be shown from
Eq. (6.61)$; furthermore, if n~ &&n~ ( 0, as required for
shear orientation, p& ( z2, experimentally 0 ( && ( p& ( q2.
This inequality was demonstrated by Miesowicz (1946)
for PAA. By a measurement of the How orientation and the
three principle viscosity coefficients, it is possible to deter-
mine o.2, n~, n4, and a5. The determination of &xi would
require a measurement of the viscosity when the director
lies in the plane containing the direction of flow and the
velocity gradient and at some angle to each. In most cases
ni is small (see Table II).

In the absence of the aligning magnetic field the director
field is oriented by the shear, as discussed in the previous
subsection. Since the alignment angle qb is small, the effec-
tive viscosity measured in this geometry is nearly the same
as gi. Tseng, Silver, and Finlayson (1972) have given a
detailed discussion of the actual velocity profile under these
conditions. They also point out that the effective, viscosity
will be velocity dependent, since the size of the regions
near the walls and near the center of a tube where the shear
orienting effect must compete with the elastic forces de-
pends on the magnitude of the shear. Several other Aow
problems and the effects of boundaries on the Aow have
been considered in the literature. Atkin (1970), has con-
sidered Poiseuille Aow of nematics and Atkin and Leslie
(1970) and Currie (1970) have considered Couette Row.

The terms involving derivatives of the velocity field actu-
ally make no contribution to the integral ~ They all have
the form A dv;/dx, , where the prefactor involves the com-
ponents of D, which are constant throughout the volume
at a given time. When the integral over x, has been per-
formed, these terms can be expressed in terms of the value
of ~, at the boundary, which is by hypothesis zero for the
case of the stationary container. Thus the nonvanishing
part of Eq. (7.16) is

r = —(a3 —n2) [n x (8/R)nj. V = yi(uHV, (7.18)

r = (n~ —n3) ln x [(8/Bt)n —eo x nj},V
= vi(~H ~o) V (7.19)

if the axes of rotation of the field (cubi) and the container
(coo) are the same. Thus all such experiments are a measure
of p&

——n. —o&., they have been performed by Zwetkoff
(1939a, 1939b), Prost and Gasparoux (1971),and Meiboom
and Hewitt (1973).

In the case of steady-state Row the torque applied by
the field (which is what we have calculated) is the same as
the torque which acts on the container walls. Alternate
derivations of this torque from this point of view can also
be given (Prost and Gasparoux, 1971). The steady-state

where cvII is the angular velocity of the magnetic field.

Extension to the case of a rotating container is readily
made. The velocity field is divided into the velocity field
of a rotating solid body and an arbitrary field which van-
ishes at the boundaries; again the latter gives no contribu-
tion to v. The resultant torque is
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flow field is just solid body rotation (v = 0 for the sta-
tionary container) (Jenkins, 1971).

In the derivation of Eq. (7.17) it is assumed that &air (
ceo = x H~/2yi, . In this case it can be shown from Eq.
(7.14) that the director rigidly follows the rotating field
and makes an angle 8 with the field given by sin28 = ~H/roc.
The case of high rotation speeds coII & ~g has been con-
sidered by Leslie, Luckhurst, and Smith (1972) . The
director now lags behind the field and can be shown to
rotate with a mean angular velocity uii —(cvIr' —a&c')'~'.

The eRects of boundary conditions have also been con-
sidered by I.eslie, t,uckhurst, and Smith and found to be
small when +II & cu|.-.

argument will be that no matter how v(r) is chosen,

dP/ds q(n, )p
—', (7.21)

First consider a velocity field of the form

where q is some average of the viscosity coefficients. In
contrast, ordinary Poiseuilie flow would replace the p '
by a '. Since these quantities diRer by a factor of 106 for
typical experiments, this implies a large apparent viscosity
for the cholesteric. Equation (7.21) also implies that the
total rate of flow out of the capillary (for given pressure
head) varies as u', whereas in ordinary Poiseuille flow it
varies as a4.

A related problem has been considered by de Gennes
(1971b) in which the orientation of the molecules in a
nematic slab is fixed on the lower boundary but free to
rotate on the upper boundary (free surface). A rotating
field is applied in the plane of the slab and de Gennes dis-
cusses the appearance and migration of 180 walls in the
slab.

Other methods of obtaining the coefficient q» include a
study of the dynamics of the orientation of nematics by a
variable magnetic field (Brochard, Pieranski, and Guyon,
1972; Pieranski, Brochard, and Guyon, 1973) and studies
of cholesteric liquid crystals in variable magnetic fields
near the aligning field H, (Wysocki, 1971; Parsons and
Hayes, 1973) .

D. Capillary flow in a cholesteric

The viscosity measured for a cholesteric forced through
a capillary is much larger than for similar nematic and
nonordered liquids (Porter, Barrall, and Johnson, 1966).
The explanation for this eRect lies in the fact that as the
inolecules move along the twist axis they must rotate (to
maintain their orientation with the local director) which,
similarly to the case of the previous section, implies a large
viscous force (Helfrich, 1969c) .

v = zu(r), (7.22)

where I is an arbitrary function except that it must vanish
at r = u, the walls of th« tube. The only nonvanishing
terms of Eq. (6.13) are

RT = tx4d~jd&~ + (clg cx2) LV . (7.23)

Since the director is time-independent,

RT = n4(vn)'+ —,'(n& —n2) (n.vv)'

+ (n3 —ag) (2m-u/p)'. (7.24)

The first term is the usual Poiseuille term. The first two
terms are of order (v,/a)' which is negligible compared
to the last. term ( (v,/p)'). The latter implies

dP/ds = pi47r'(iP)p —'/(v, ) (7.25)

which is comparable to Eq. (7.21).
The velocity field (7.22) is much too simple; in particular

we might expect the liquid to rotate about the s axis. This
"backflow" will have the eRect of reducing the E' term,
since now

Let the capillary be a circular tube of radius a. It is
assumed that the twist axis of the cholesteric coincides
with that of the tube (which is taken to be the s' a,xis)

-'~' = E(27rii/p) 2(curlv). j'+ L(v V)ng'. (7.26)

n(s) = x cos(2vrs/p) + y sin(2m. s/p) (7.20)

and that this orientation pattern is.firmly fixed at the walls
of the capillary so that its distortion due to the Row may be
neglected. Even wi. th these simplifications, the hydrody-
namic equations yield rather formidable equations for the
velocity field. We will then proceed by assuming a simple
form for the velocity field v(r), and evaluate the entropy
production i Eq. (6.13)$ for this choice. In steady state
this entropy production is balanced by the work done by
the pressure gradient

TR = (dP/ds) (v, ),

where (i.) is the s component of the velocity averaged
over the cross section of the capillary. The result for dP/ds
will depend on our choice for v(r), but the essence of our

Choice of a velocity field with a large rotation about the z
axis L(curl v), v,/pj could cause the first terin of Eq.
(7.26) to cancel in whole or in part. The actual velocity
fieM undoubtedly does have such character; however, other
terms in E involving the rotational part of v arise which
guarantee that the pressure gradient has the order of magni-
tude indicated by Eq. (7.21). An approximate solution
to this problem has also been given by Lubensky (1972b).

E. Force on a disclination line and domain walls

An argument similar to that of the previous section can
be used to estimate the viscous drag force per unit length
acting on a disclination line moving relative to the Quid
(Imura and Okano, 1973a). For simplicity, we assume a
stationary axial disclination line along the s axis, which is
not being disturbed by the Aow of the liquid:

n(r) = x cos-', m@(r) + y sin —,'m@(r),
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where m is the index of the disclination line and @ =
arctan(y/x) is the angle defined in Fig. 13. We also assume
the liquid is flowing at constant velocity v in the x direction.
Then the entropy production is

TR = fv (~2 —~,)'L(a/ax)n(r) j' dr

according to Eq. (6.13), which leads to

(7.28)

TR = (n2 —n2) 2)'-,'-m' fv L (pl/p)x) @(r) $2 dr

2

—,
' (ap —od2) m27)2L — dxdp

(x2 + y2) 2

427r(n2 —n2) m 2 22L)ln(R/rp), (7.29)

where I is the length of the line, and the integral has been
cut off at the radius E. of the container and the radius ro

of the core of the disclination line. The entropy production
is balanced by the rate at which worl» is done to maintain
the Row

of= TR, (7.30)

where f is the force on the disclination line. Then

f/L = 47r(np —n2) m22) ln(R/rp)

is the force per unit length.

(7.31)

Similarly, for an infinite planar domain wall we may
write Efrom Eq. (4.53) 3

n (r) = z tanh (u r/f) + y sech (u. r/$),

(dx2 —d22) 7)"Eu Vn (r) $2 7Pr

where z is the direction of the uniform. magnetic field, u
is a unit vector normal to the wall, and the y direction is
chosen arbitrarily. We assume a uniform velocity field
parallel to u which does not distort the wall and is not
affected by the wall. Then the rate of entropy production is

thermal fluctuations around this equilibrium configuration.
This section is devoted to an investigation of the amplitudes
and time dependence of these fluctuations. The low fre-
quency normal modes of a nematic liquid crystal are a
combination of orientational and shear wave motion. In
addition, it is possible to propagate compressional waves
(sound waves) in the liquid. The frequency of these sound
waves is high compared to the relaxation rates of the orien-
tational and shear waves, however, and so we can neglect
the coupling between the sound waves and these latter
waves; in this section we regard the nematic as incompressi-
ble. Sound waves in nematics are discussed in Sec. XII.

Since the polarizability of a molecule and of the ordered
medium is very anisotropic, the orientational fluctuations
give rise to fluctuations in the dielectric constant of a
nematic @which scatter light strongly. The scattered light
is strongly depolarized. According to the elastic theory of
Sec. III, the energy required to create an orientational
disturbance of wave vector q is proportional to kq2 where .

k is an elastic constant. This vanishes for long wavelengths
corresponding to the fact that it takes no energy to rigidly
rotate the director. It is thus easy to create long wavelength
fluctuations. The turbid or milky appearance of nematics
is a result of the strong light scattering at long wavelengths.
If the nematic is heated above the transition temperature,
these long wavelength, low-frequency modes no longer
exist, and a clear liquid results. For this reason the transition
temperature is sometimes called the clearing temperature.

The first measurements on light scattering from nematics
were made by Chatelain (1948), who measured the in-
tensity and angular distribution of the scattered light. More
recently, with the advent of lasers, it has been possible to
measure the spectral distribution of the scattered light. Such
measurements have been made by the Orsay Liquid Crystal
Group (1969b) on the nematic PAA and by Hailer and
Litster (1970a) on MBBA. Measurements of the intensity
of the scattered light gives information on the elastic con-
stants, and the spectral distribution gives information on
the viscosity coefficients. The normal modes of an incom-
pressible nematic have been considered by de Gennes
(1968b) and the Orsay Group (1969a) using the Ericksen-
Leslie hydrodynamic equations.

, S'(, —;)v'7' f dx'dy' f ds'sech' —, (7.)7)

where s' = u. r and the x', Y' axes lie in the plane of the
wall. Thus the force per unit area acting on the wall is

F = (~2 —n2)(' I ds'sech2(s'/() = ~L(n, —n2)/tj.

(7.33)

A. Basic formulas of light scattering

In this subsection we give the basic formulas for the
scattering of light by the fluctuations of the dielectric
constant of a medium.

In the case of interest to us. the fundamental fluctuating
quantity is the director

n(r, t) = np + Bn(r, t), (8.1)
Brochard (1972) discusses the case of the thin film

geometry taking some account of the defi. ection of the
velocity held by the wall. It proves to be a small correction
(-10%)

Vill. FLUCTUATIONS IN NEMATIC LIQUID
CRYSTALS

In a nematic liquid crystal the molecules tend to be
aligned along a constant direction. However, there are

where no is the equilibrium director. The small fluctuation
bn must be perpendicular to no because both n and +o are
unit vectors. Thus 60 has but two independent components.
When discussing a fluctuation of particular wave vector
q, we will use the coordinate system of Fig. 19. The com-
ponent 6sz, which lies in the plane of q and no, and 6+„,
which is peI'pendicular to this plane, will prove to be un-
correlated, and thus define the polarizations of the two
independent ftuctuation modes.
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z=n,
)i

qx, '
/

qz
I'IG. 19. Geometry to describe a single
plane-wave disturbance in a nematic.
The s axis is chosen to lie along the
director no and the wave vector q of the
disturbance lies in the xs plane.

tion function

I (q, co) = driz

~ (Be (r,ti) bn (r,t.) ).

dti exp(zq r,, —zcot»)

(8 8)

Each point in the medium is described by a dielectric
tensor o,, (r, t), whose dependence on space and time is
determined by the fluctuations taking place. We will sup-
pose that these fluctuations are small so that

Apart from the slowly varying factor (coi/c) in Eq.
(8.5), all the spectral information is contained in the cor-
relation functions I (q, co). The total intensity of the light
scattered per unit volume, per unit solid angle is obtained
by integrating Eq. (8.5) over all frequencies. Using Eqs.
(8.7) and (8.8), we find

do-/dO = (o,'/16m-') (coo/c)' g (po no p, n

o,;(r, t) = o,, + bo;, (r, t), (8.2) + p, ~ c2pi n,)'I (q) (8 9)

where e,; is the average dielectric tensor. In the case of the
fluctuating director, the fluctuation in the dielectric tensor
arising from Bn is jsee Eq. (3.17)7

where we replaced coi by coo in the factor (coi/c) 4 and

I (q) = Ji dr» exp(zq ri, ) (Be (r, )be (r, ) ). (8.10)

Bo,, = o, (be~eo2 + no, be, ),
The total intensity is thus proportional to the mean square
fluctuations of wave vector q of the director.

where o, = oil o2 is the anisotropy in the dielectric con-
B A i d f h flstant. ~ mp i u e 0 e uctuations

We consider an incident light wave of frequency cop, wave
vector kp, and polarization along the unit vector pp and a
scattered light wave of frequency cvj, wave vector k&, and
polarization p~. The frequency and wave vector transfer
are

CO = Ca)p Mg

q=kp —k

(co (( coo)

(8 4)

AS co «coo, the WaVe VeCtOr tranSfer q = 2(coo/C) Sin(8/2),
where 8 is the angle of scattering. In terms of these quan-
tities the differential scattering cross section, per unit
volume, per unit solid angle dO, and per unit angular fre-
quency dec is given by Bn(r, t) = V '" ReLbno exp(iq r)g, (8.11)

Thermal fluctuations in orientation of the director give
rise to corresponding fluctuations in the dielectric tensor
of a liquid crystal. The amplitudes of these fluctuations are
determined by the elastic constants discussed in Sec. III,
as will be shown presently. It will be shown in the next
subsection that the fluctuations are greatly damped by the
viscous terms, so that the hydrodynamics of the substance
are important to the dynamics of the fluctuations.

We will treat the simple case of small oscillations about a
uniformly oriented liquid crystal. The equilibrium director
np is oriented along the s axis by a field having that direc-
tion. The general disturbance Bn can be regarded as a
superposition of the plane-wave disturbances

do/dDdco = (1/322'') (coi./c)'I(q, co),

where

(8.5) where Bn~ is a complex number containing both amplitude
and phase. The increase in free energy due to this disturb-
ance is given by Eq. (3.21). Keeping just the quadratic
terms, there results

I(q, cd) = dri2 dti2 exp (zq r» —zcoti ) BG = -',
~

Be,.i'(k„q.2+ k„q 2+ ~.II2)

~ (bo(riti) Bo(r2t2) ), (8.6) + 2 ~
Be„ i'(kzq*'+ kooq + x.II') (8.12)

where the angular brackets indicate a thermal average and
Be = py Ba pp. For the case of a fluctuating director we
substitute Eq. (8.3) for Be,, with the result

(In the coordinate system defined by Fig. 19, q does not
have a y component. ) Application of the equipartition
theorem of classical statistical mechanics gives

I(q, co) = o ' Q (po no pi @+po. upi no)'I (q, co),

(8.7)

I (q) = kJ2Tl kiiq 2+ kooq, z+ x,H2j '

Io(q) = kzzTLk22q*z+ kooq.z+ X~H23 '. (8.13)

where the sum is over the two dynamically independent
components of Bn, Be and Be„, and I (q, co) is the correla-

The combinations of elastic constants entering here arise
from the fact that the fluctuations are combinations of
splay and bend for Be and twist and bend for Bm„.
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We may now use Eq. (8.9) to obtain the intensity of
scattered light as a weighted combination of the I (q). It
should be noted that for H = 0 the I diverge for small

q, indicating that the energy required to crea, te a fluctuation
gets smaller the longer the wavelength of the fluctuation.
This implies that light will be scattered very strongly close
to the forward direction, where q is small. Thus a nematic
liquid crystal is always critically opalescent in the absence
of a field. This accounts for the turbidity of these materials.

Magnetic fields can suppress the fluctuations of orienta-
tion, but only wavelengths longer than h't2)t 't2H ' (where
k is one of the curvature elastic constants) are affected;
since p and k are of. order IO 6 cgs units, only large fields
(H ) 10' G) will have any effect on the scattering of light
except in the extreme forward direction.

Measurements of the intensity of the scattered light can
provide information about the elastic constants of nematics.
The temperature dependence of the light scattering in the
absence of a fie!d is determined by 4,'k ' Lapart from the
slowly varying factor k& T in Eq. (8.13)7. It will be shown
in Sec. XIII that. e varies like the order parameter 5 and
k varies with' the square of the order parameter. Thus the
ratio 4 '/k is independent of 5 and the intensity of light
scattering should vary slowly with tempera, ture, in agree-
ment with the experimental results of Hailer and I.itster
(1970).

Eq. (8.14) (the coordinate system is again that of Fig.
19). However, since y enters into the nontrivial x and y
components of Eq. (8.14) only as a coefficient of bn, it is
sufficient to evaluate it just to zero order iri v and on, which
gives just

(8.17)

We are assuming that the liquid crystal is incompressible,
so that

V v(r, t) =0, (8.18)

or, introducing a plane-wave representation for v similar to
Eq. (8.11),

q.v. (q, t) + q,v, (q, t) = 0. (8.19)

7"P + V', V', t;, = 0; (8.20)

or, in terms of the Fourier transforms of I' and t;, ,

The pressure I' is essentially a I.agrange multiplier which
ensures that this condition holds. Thus taking the diver-
gence of Eq. (8.15) gives

C. Dynamics of the fluctuations (8.21)

The spectrum of the scattered light is determined by the
dynamics of the fluctuations. The orientation fluctuations
of the director are coupled to the Quid velocity by viscous
eA'ects, and in fact are overdamped: the modes which the
elastic theory of the previous section predicts do not
propagate.

V. = (c!/R) be. —,'i (q'/q, —)v. ,

d., = (i/2q, ) (q,2 —q, ')v„
.V„= (b/Bt) be„—,'iq, v„—.

dyz = 2ZgzVg (8.22)

We will use Eq. (8.19) to eliminate v. wherever it occurs.
Thus for a p1ane-wave disturbance

—
g zo!4$~'Dy)

n, (0/Bt) be„+ —,
'

vq, v„(—n2 —n4 —n, ),

We now consider the linearized hydrodyna, mic equations
for the coupled motion of the director and the fluid velocity, a d r -q (6 55)
both of which are regarded as small. We will assume that
the nematic is incompressible, thus neglecting a, sma, ll f = —io.4q p„
coupling between the sound wave modes and the director
fluctuations; we also ignore temperature variations. The
two equations we shall need are the equation for the director

I(a2/at2) be, + V,II,, + f, + f,' = 0 (8.14)

p(bv, /Bt) + V';P + V';t,; = 0. (8.15)

which is Eq. (t4.42) with a term of order bn x v omitted,
and Eq. (6.40) for the fluid velocity

fzz = ~qxvx(ni + n4 + n5 + n6),

n, ((3/Bt) be. + (i/2q,—) v. (n3q'

+ (n4+ n4) (q*' —q')),
—n2(b/Bt) be, + (i/2q, ) v (ngq'

+ (n4+ n5) (q*' —
q ')). (8.23)

The quantities f, f', 11,;, &, and t,; must also be given linear The elements of II t needed are found from Eq. (3.22):
form. All that survives of f + f' is

f, + f, ' = —)t.H, (n.H) + ~e, + ~,N, + y,d;,e„
IIxx z~1

lpga~

+x)

IIxz = —i&ggqz~&x,

IIy ———ik2gq Bey,

IIy, ———zkg3q, Bm„. (8.24)

(8.16)
Combining these results, Eq. (8.14) comes to have the form

The Lagrange multiplier y serves to guarantee the condition
that n be a unit vector, or equivalently, that Ilp 611 = 0. It
may be determined by constructing the s component of

P(cP/Bt') + p, (B/Bt) + K& &(q) jbe -+ iC& &( )vq= 0

(8.25)

Rev. Mod. Phys. , Vol. 46, No. 4, October 1974



M. J. Stephen and J. P. Straley: Physics of liquid crystals 655

where a = x, y, repeated indices are not summed, and

K' ' = kiiq '+ k66q,2+ y,H2,

~" = —(1/2q. ) Lv q'+ v (q*' —q.') 3
K(» = k22q.'+ k66q, '+ X H2,

~(") = 2(V2 —Vi)q. (8.26)

and Eq. (8.15) becomes

pp(a/Bt) + P( &(q) $i) —iQ( &(q) (8/(3t) Qz = 0, (8.27)

where

The form of the modes depends on the value of the dimen-
sionless parameter

p = kp/n'; (8.33)

+(u) P(n)
( ) = —iI s(~)

p P( ) C( )Q( )

(d6( = —(i/pyi) (y)P( ' —C( &P' ') = —irp( &. (8.34)

using the above values of k, n, and p = 1 g/cm', we find
p~ 10 4. The smallness of this parameter' allows us to
simplify Eq. (8.31); in the limit )(4 ((1 the two solutions
are

P(» = —,'q —'(2)&,q.4+ 2))2q,4+ n q.2q.2),

P( & = —,'(,q,.'+ 2)&,q ')

Q(*) = q,q
—'(n6q~' —n2q. '),

Q(» (8.28) rs kq'/g„ r&; ))q2/p. (8.35)

We have defined the damping constants I' of the two modes,
both of which are overdamped. The modes are a mixture of
hydrodynamic and director motion and the suffixes S and
F stand for slow and fast relaxation behavior. Thus

We have introduced the abbreviations

)1 2(n6+ n4+ n6))

'g2 = 2(n4+ n6 n2)

n = 2(ni+ n4) + n6+ n6+ n6 —n2, (8.29)

( icosi+—E(*))Be + iC()i) = 0

( —i~p+ P(*&)v. —cuQ(*)Be = 0 (8.30)

where q~ and q2 are the Miesowicz viscosity coefficients
LEq. (7.13)).

The normal modes are now determined from Eqs. (8.25)
and ('8.27) . As promised, these equations separate into two
sets involving the pairs e, v and e„, v„. To determine the
modes, we suppose all these quantities have a time de-
pendence e '"'. Further. , at low frequencies we may neglect
the first inertial term in each of (8.25) . This approximation
will be discussed further below. The equations for 6e„z.
are then

r8 = k:6q'hi+ (n2/2n )(Vi —V)3 '

= (q'/2p) L2n + ( /~ ) (v —v ) 3. (8.36)

We now examine the modes in the high field limit, which
corresponds to

&(,H' )) rPq2/p (8.37)

The slow mode corresponds to a slow relaxation of a curved
nematic structure with the torques due to curvature being
opposed by frictional effects. In the fast mode, inertial
effects of the Quid are important and the relaxation rate is
characteristic. of a shear wave in a Quid. These shear modes
are discussed further in the next section. In both modes the
rotation velocity of the molecules ~As is comparable with
the velocity gradient qv. The relaxation rates are propor-
tional 'to q2 which is characteristic of hydrodynamic modes.
In the special case where the modes propagate along the
s axis, the two types o. = x, y become identical, and the
damping constants are

with a similar set of equations for 5e„, v„. In each case we
get the secular equation for the normal mode frequencies

'pp + i (pK() + y, P() C()Q()) K(»() = 0

This inequality can only be achieved with the strongest
fields and small-angle scattering: with H = 10 G, y, =
10 '", p = 0.1 P it requires q ( 102 cm '. In this limit we
find one orientational mode with relaxation rate

(8.31) r, (-& = &.e'/~, (8.38)

P(n) ~ ~q2

( (~) ~ Q(~) ~ ))q

X(-) —Xq2. (8.32)

We first consider the case where the magnetic field is
zero. Let us first estimate the orders of magnitude of the
various terms in Eq. (8.31) . We assume that the six viscosity
coefficients n are all of order 0.1 poise and that the three
elastic constants have comparable magnitudes k 10 '
dynes. Then the various functions that enter into Eq.
(8.31) are approxima, tely

and one shear wave hydrodynamic mode with relaxation
rate

r.,(-& = P-/p. (8.39)

The effective viscosity coefficients which enter these shear
wave modes are just those that would be measured by the
technique of Miesowicz: for q, = 0, P( ' involves q~ and
P("' involves ))6 = n4/2, and for q = 0, P("& involves ))2

only. The orientational mode has the greater relaxation
ra, te in this case.
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D ' '(s) = py, (s+ Is ' ') (s+ I' ' )), (8.46)

where the relaxation rates I' are given in Eq. (8.34'). Sub-
stituting Eq. (8.46) in (8.45), we obtain the simple result

(8.40)Its)~/kg~ ~ pG2cu2/k(I .

We have neglected the inertial term I(cP/BP) Be in the limit p « 1 we have
equations of motion (8.25). We must compare Ice' with
the elastic restoring force kq"-. The moment of inertia I per
unit volume is of order pu' where a is a molecular dimen-
sion. The ratio of these terms is then

For the slow mode in the small p limit this ratio is p((Ia)
and thus always negligible. For the fast mode it is ((Ia)'/t((
and thus becomes important for qa & p, '~'. However, we
will show below that the light scattering is dominated by
the slow mode so that the neglect of inertia in this context
is satisfactory. The opposite limit of high frequencies has
been investigated by Ericksen (1969), and there the normal
modes have a very diRerent character.

D. Correlation functions

To determine the spectrum of the scattered light, we
require the Fourier transforms (8.8) . These can be obtained
from the hydrodynamic equations (8.25) and (8.27) .
Consider, for example, the be, v mode. It is more con-
venient now to tak.e the Laplace transform in time of these
equations. Thus we define

Xe.(s) = f dt exp( —st)ee. (t)

v, (s) = f ttl exp( sl)v„(t). —
,

0

(8.41)

Then multiplying Eqs. (8.25) and (8.27) on the left by
e " and integrating over t gives the two equations )again
omitting the inertial terms in Eq. (8.25) j

(y,s+ E'(*))Bn, (s) + iC'*)v, (s) = gibe (0)

(ps + P'*') v (s) —isQ' 'Bii, (s) = pv, (0) —iQ(*'Bii (0),
(8.42)

(crisp+ yiP'*' —C'*'Q'*') Be.(0) —ipC'*'v. (0)
B~i.(s) =

where

(8.43)

D(~) (s) = s'py + s(pIC(*' + y P' ' —C(*'Q(*')

+ K(~)P(*)

where Bn.,(0) and v, (0) are the initial values of Bn, and
v, at t' = 0. Solving these equations for Bn (s), we find

I-(q, s) = I-(q)/(s+ I' ") (8.47)

in which only the slow mode contributes. The Fourier
transform I (q, ~) is related to the Laplace transform by

I (q, ~) = 2 ReI (q, s = i(v)

= I-(q) L21's-/(~'+ I'8-') j (8.48)

Measurements on the spectral distribution of light scat-
tered from PAA have been made by the Orsay Liquid
Crystal Group (1969b, 1971a) . Using Zwetkoff (1937,
1943) measurements of the elastic constants, they. were
able to determine the viscosity coefficients n2 (x3 (x4 o;5

and p2, generally in good agreement with the measurements
of Miesowicz (1946). Forster et al. (1971) have also made
a comparison between the predictions of the hydrodynamic
theory and the Orsay light scattering data and shown that
the agreement is satisfactory.

The application of a magnetic (or electric) field leads
to a decrease in the intensity PEq. (8.13)g and an increase
in the linewidth LEq. (8.34) j of the Rayleigh scattering.
These eRects have been observed by Martinand and Durand
(1972) and used to deter'mine the bend elastic constant.

IX. SHEAR WAVES IN NEMATIC LIQUID
CRVSTALS

which gives r'ise to a Lor'entzian line sh'ape. The scattered
light in general is the sum of two Lorentzians )Eq. (8.7) j.
It is possible to separate the two modes by arranging that
the polarization of the incident and scattered light is per-
pendicular to x or to y.

We can summarize the results of these calculations on the
light scattering by orientation fluctuations in nematics as
follows. The light scattering is dominated by the slow
modes in which a distorted molecular configuration relaxes
exponentially to equilibrium. In the slow modes the deAec-
tion bn of the director is larger than the amplitude of the
velocity fluctuation (Bpt vg/I' s), and this is the reason
that the slow modes dominate the light scattering. Measure-
ment of the linewidths of the scattered light gives informa-
tion on the ratio of elastic constants to certain viscosity
coefficients. Measurements of the intensity of light scatter-
ing gives information on the elastic constants.

psp+yP () C ()Q ()
-(q, s) =

(„) I-(V), (8.45)

The calculation of the Laplace transforms of the correlation
functions is now reduced to a determination of equal time
correlation functions. Hence

In the previous section we showed that there are two
types of normal modes of nematic liquid crystals. There is
a "slow" mode, which is chiefly responsible for the Rayleigh
scattering of light by nematics, and a "fast" mode, which is
predominantly a shear wave, similar to the shear wave
modes which occur in normal liquids.

The shear wave modes are nonpropagating and damp
where n = x, y and I (q) is given by Eq. (8.13). In the out in a short distance; however, they can be observed by
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a /
/
/

Z
P

cu. The complex wave vector of the shear wave is found by
solving the dispersion relation (8.31) . Making the ap-
proximation that @«1 jEq. (8.33)g, we find that the
propagation constants of the slow and fast modes in the
three geometries of Fig. 20 are (in the absence of an ex-
ternal field)

/

/

/

qs~ ——(1 + b) (n,yi(u/2kiini) '",
q~- = (1+ ~) (p~/2n. )'",

qsb = (1+ &) (nbvi~/2&a3n~)'",

q b = (1+ &) (p /2n )'"

qs, = (1+ i) (pi~/2k22)"',

qp, ——(1 + i) (p(u/o4)'",

(9.1)

(9 2)

(9.3)

where

n. = ni —(~3/2)L1+ (»/») 7. = "+ (-'/2) E1 —(~./») l. (9 4)

IIG. 20. Three geometries for shear waves. The arrows give the
direction of the Qow velocity v and the half-arrow gives the orientation
of the director n. In each case the s axis is taken parallel to n. (a) The
director is parallel to the Row; (b) the director is parallel to the direc-
tion of propagation of the wave; (c) the director is perpendicular to
both the Qow and the direction of propagation.

using a reflectance technique, in which a shear wave in a
solid is rejected from a solid —nematic interface. Measure-
rnent of the coefficient of reRection in this experiment gives
an effective viscosity coefficient, and thus provides another
useful way in which some of the viscosity coefficients of
a nematic liquid crystal may be determined. This technique
was first used by Martinoty and Candau (1971) for the
nematic MBBA. They have also considered the relations
between the coefficient of reQection, the effective viscosity
coefficient, and the Ericksen —Leslie viscosity coefficients.

We will consider the three diRerent geometries shown in
Fig. 20 for the propagation of shear waves relative to orien-
tation of the director of the molecules. In (a) the director
n is parallel to the flow velocity; in (b) n is parallel to the
direction of propagation of the shear wave; and in (c) n
is perpendicular to both the Row velocity and direction of
propagation of the shear wave. In the case where there is a
strong magnetic field applied to the nematic so that the
director is 6xed, the effective viscosity coefficients which
determine the shear wave damping in these three geometries
are exactly those defined by Miesowicz (see Sec. VII,B).
When there is no magnetic field, or it is small, the fast
modes are a combination of shear and orientational motions,
and the eRective viscosity coefficients are changed.

The shear wave modes are driven by the motion of the
solid surface, which is oscillating with a given frequency

qp. ——(1+ i) (pcs/2n, )'~',

qF'b = (1+ b) (p~/2n~)'"

qb, ——(1 + i) (p(u/a4) 't2. (9 5)

As remarked above, only the principal viscosity coefficients
of Miesowicz ni, n2, and n, = ~n4 enter here. The fast (a)
and (b) modes have different damping constants as we no
longer have the symmetry t, = t, .

As discussed in Sec. VII,A, the relation y~ —y~ is

approximately obeyed. Physically this corresponds to the
fact that the molecules prefer to lie approximately along
the direction of the Row velocity in shear Row. Under these
circumstances q ~ q~. Thus the damping of the shear
flow modes in cases (a), and (c) is determined almost
entirely by the Miesowicz viscosities p& and p3'. the director
motion is small. On the other hand, in case (b) the director
motion is important, and q~ can be considerably diferent
from g2. This mode will also be sensitive to the application
of a magnetic field.

In Eqs. (9.1)—(9.3) the subscripts 5 and F indicate the
slow and fast modes, respectively, and the subscripts a, b,
or c indicate that the geometry is either that of Fig. 20a,
20b, or 20c. In case (c) the slow mode is purely orientational
and the fast mode is a pure shear wave, as is easily seen by
examining the equations of motion (8.30) for this case. The
effective viscosity coefficients p and q& which determine
the damping of the fast shear wave modes in cases (a) and
(b) are given by Eq. (9.4). Using the two identities yi =
A3 cx2 p2 cx6 A5 it may be shown that p = q&. This
is a consequence of the fact that the stress tensor can be
written in a symmetric form (see Sec. VI,H). If we choose
the Quid velocity v along x in Fig. 20b, then the equality
t. = t, is equivalent to q = gb.

In the case of a strong magnetic field the director motion
is prevented, and the modes are pure shear wave modes.
The damping constants are given by Eq. (8.39), and the
corresponding propagation constants are given by
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A. Reflection of shear waves at an interface

We consider a shear wave being rejected at normal
incidence to a solid-nematic interface. ' At the surface the
boundary conditions are:

(i) the tangential components of the velocity must be
continuous;

(ii) the tangential stresses on the two sides of the inter-
face must be equal. We consider the cases (a), (b), and
(c) separately.

(a) We suppose that the solid -nema, tic interface is
the plane x = 0 and that shear waves are incident normally
on the interface from the solid which occupies the region
x & 0. In the solid we have an incident and a rejected
wave. The velocity fields associated with these waves are,
respectively,

given by

R = A„/A, = (Z —Z )/(Z+ Z, ), (9.14)

where Z, the mechanical impedance of the nematic, is
given by

L1+ (qs.As/q~. A~) j
L1+ (As/Ap)g

(9.15)

L—i(upi —k» (a'/ax') jg~* + —,'(y& + yr) (avz/ax) = 0.

(9.16)

The ratio of the amplitudes A& and AF is determined by
the equation of motion of the director (8.25). For the
particular geometry of Fig. 20a it becomes

n, = A, exp(iqx —i~t)

v, = A„exp( iqx——i~t), (9.6)

Using the condition that rt = 0 at the surface and Eq.
(9.7), we find

where q = (p,/t4) '"~ and ti, is the shear modulus in the solid
and p, is the density. In the nematic liquid we have a trans-
mitted wave which in general is a linear combination of the
slow and fast modes,

A 8 gFa (~ Yl + &kliqSa )
AF qs, (cubi + ikiiqp, ')

Substituting for qs, and q~, from Eq. (9.1), we find

(9.17)

v, = As exp(iqs, x —i~t) + Az exp(iqF, x —icdt). (9.7)

The continuity of the velocity at x = 0 gives

A8

AF

pniku "' 1 —(2n./ni)

2vin' 1 —(pkii/vin. )
(9.18)

The prefactor is t~'t2; thus As/A~ && 1 and it can be ne-
glected in Eq. (9.15) . In the same way we find

A, + A. = As + A~. (9.8)
1+ (qs.As/qp AI) = 2n /n, . (9.19)

In the solid the stress on the interface in the s direction,
T„, is given by Substituting into Eq. (9.15), we find the mechanical im-

pedance of the nematic is
T„= —(ip, /(u) ((3v,/Bx) .

From Eq. (9.6)

(9 9)
Z~ = (1 —i) (pcunz/2) (9.20)

T„=Z(A, —A„),
The resistance E and the reactance I, defined by Z

(9 10) R, —iX, are thus equal. The real and imaginary parts
of the dynamic viscosity are defined by

where Z is the mechanical impedance of the solid, Z =
(p,p, ) 't'. In the liquid from Eq. (6.55) the surface stress is n, '= 2RX,/ ~,p n" = (R.' —X.')/p~. (9.21)

t,.= a, (8/Bt) Be, ——n, (Bn,/Bx) . (9.11) Thus from Fq. (9.20)

tzz &n1 (qsa 4-s + qua AE) ~ (9.12)

The equality of the stresses now gives the second condition

We assume that at the surface the orientation of the mole-
cules is Axed owing to the strong surface forces. Thus in
Eq. (9.11) we take Bn, = 0 and then for Eq. (9.7) at x = 0

ga gay
1 g"= 0. (9.22)

In the case of a strong magnetic field p is replaced by q&

LEq (95)3.
(b) The solid —nematic interface is the plane s = 0.

Proceeding as above, we find that the surface stress in the
nematic is now given by Eq. (6.55) (with Be„= 0)

Z(A* —A ) = in(qs As+ q—r As). (9.13)
t„, = n2(Bi„/Bs);— (9.23)

From Eqs. (9.8) and (9.13) the reflection coefficient R is

» The case of ob1ique incidence has been considered by Martinoty
and Candau (&91'S).

the mechanical impedance of the nematic is

Zb ——(1 —i) (pconb/2) ' (9.24)
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and the real and imaginary parts of the dynamic viscosity
are

and p = 1 g/cm', we find

'gb . 'gb) (9.25)
10 ' cm ( X„~~ ( 3.10 ' cm

40 4 cm ( )~~ ( 4.10 "cm. (9.34)

In a strong magnetic Geld p& is replaced by p. .

= —(n, /2) (olz„/tax) . (9.26)

As above we find. the mechanical impedance of the nematic
is

(c) In this case we only need consider the single shea, r
mode in the liquid. We take the plane x = 0 to be the solid-
nematic interface. From Eq. (6.55) the surface stress in
the liquid is

The orientation mode is thus attenuated in a very short
distance, several molecular lengths. The shear wave hydro-
dynamic mode propagates about 10 4 cm into the liquid,
and it may be possible to perform transmission experiments
on thin samples.

As discussed above, for most nematics y. ~ —p1 and
then the viscosity coefficient p ~ qi. Also in case (c) only
the Miesowicz, viscosity q3 = —,o.4 enters. The most interest-
ing case is (b) where the director motion is important. The
viscosity coe%cient q& in this case will differ appreciably
from g) and will also be sensitive to an applied field.

Z, = 2(1 —i) (poo0.4)'to

and the dynamic viscosities are

(9.27) The viscosity coefficients in cases (a) and (c) have been
measured by Martinoty and Candau (1971) for MBBA.
Far from the phase transition the values obtained by the
shear wave technique and those obtained from conventional
viscometry are in good agreement.

zt,
' = n, /2, (9.28)

An applied field has no effect in this case.

B. Discussion of the reflection coefficient

Z. = Z[ (1 —R.)/(1+ R.) g, (9.29)

where cx = a, b, or c. The complex reAection coefficient can
be written

R = [R [exp(i9) (9.30)

If the mechanical impedance Z of the solid is known, the
mechanical impedance of the nematic at the interface can
be determined from a measurement of the reAection coe%-
cient R. From Eq. (9.14)

Similar studies have also been made in cholesteric liquid
crystals (Martinoty and Candau, 1972a,b) . Propagation
of shear waves in cholesterics has been considered theo-
retically by Brochard (1971).The behavior of the imped-
ance depends on the relative magnitudes of the pitch p and
the penetration depth X~ for shear waves. From Eq. (9.34)
we see that these lengths can be comparable. Brochard
considered the two geometries (a) and (c) above, whe~e
the pitch axis is normal to the solid —liquid crystal interface
and the molecules at the surface are parallel or perpendicu-
lar to the shear wave velocity, respectively. The impedance
depends on the ratio p/X~. for p && ) ~, Z, = Z, and the
impedance is isotropic as it is averaged over many turns
of cholesteric structure; for p))X~, Z, W Z. and Z and
Z, are close to their values for nematics. The calculated
pitch dependence of Z and Z, is in good agreement with
the dependence found experimentally by Martinoty and
Candau if the pitch is not too small.

and then X. FLUCTUATIONS IN CHOLESTERICS

1 —
f

R [' —2i
f

R [sin0z =z 1+
I R- I'+ 2[R-

I
co'~-

I'9.31)

Jn all the cases considered the real and imaginary parts of
Z are equal, and so

sin8 = (1 —
f
R f')/2

f
R

Thus it is only necessary to deterinine
f
R„ f.

(9.32)

The penetration depths X of the wave into the nematic
are determined by Eqs. (9.1) through (9.3). In case (b),
for example, these are

The spiral structure of a cholesteric alters the nature of
the fluctuations about equilibrium. In an irijizzite cholesteric
the phase fluctuations diverge (the phase determines the
origin of twist) (Lubensky, 1972a)—but as we shall see,
this has no signi6. cance for the laboratory materials. -Some
of the modes found in nematics no longer have a hydro-
dynamical character in cholesterics; that is, the damping
is not proportional to q'. The modes of cholesterics have
been investigated by Fan et al. (1970) and Lubensky
(1972b).

We choose the axis of the cholesteric to be the s axis of a
Cartesian coordinate system. In equilibrium the directors
no of the molecules lie in planes normal to this axis and have
the form

Xsb = (2Izo„.zt~/ztbyioi) '"
Xpb = (2ztb/pco)'". (9.33)

&zo ——cos@o, zz&„——sin@o, Po = to& (10.1)

For co in the range 10—100 MHz, k33 ~ 10 ' dyn, p ~ 0.j. P,
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A. Fluctuations of the director The mean square fluctuations in ze~ and @~ are then

We ca,n describe the fIuctuations of the director by writing
it in the form &I w. i'& = I.(q) =

k ..k tp' q'
(10.9)

n=n, +Bn, (10.2) I

2fp'k~ T
(10.10)

where Bn represents the small fluctuations. The condition
that n is a unit vector requires Ilp ~ BD = 0, and is auto-
matically satisfied by

Be, = —@ sinPp, Be„= qb cos@p. (10.3)

Physically @ corresponds to the fluctuations in the phase
of the twisted cholesteric. The other independent com-
ponent, Be„represents a tilting of the cholesteric axis and
is a combination of splay and bend.

We assume, for simplicity, that k» ——k&2 ——k, and intro-
duce Eqs. (10.1)—(10.3) in the Oseen —Frank elastic energy
equation (3.16). Retaining only terms quadratic in the
small fluctuations, the elastic energy is

AG = —', k

dr&�(V@}

' + 4toBii.bcosgo(BP/Bx)
V

+ singo(BP/By) j+ to'Bn-'+ (W&z, )'g, (10.4)

where surface energies have been neglected. This quadratic
form can be partially diagonalized by introducing

w = B'it + tp Lcos@o(B@/Bx) + sin@p(BP/By) j. (10.5)

Substituting in Eq. (10.4), we find

AG = —,'k j dr}to'w'+ (Vw)'+ (B@/Bs)'

+ 4(B@/Bs) Lsin@o(Bw/Bx) —cos@p(Bw/By) )
+ } (10.6)

where terms involving higher-order derivatives have been
omitted temporarily. This form indicates that fluctuations
for which m = 0 have a restoring force proportional to
q,' for wave vectors along the s axis. For wave vector qL,
perpendicular to the pitch axis, the restoring force is propor-
tional to a higher power of qJ. than gJ.'. To investigate
further the long wavelength fluctuations (with wavelength
greater than the pitch), we assume w and p in Eq. (10.6)
vary slowly compared with the pitch. We may then average
Eq. (10.6) over many pitch lengths and, now including
terms involving higher derivatives, we find

Equation (10.9) shows that fluctuations in wo, and hence
Be.~, do not diverge as q

—+0. This indicates that this
variable is not a hydrodynamic variable (it is also shown
below that the relaxation frequency for fluctuations in
Be.o does not vanish as q

—+0). On the other hand, the
fluctuations in the phase @o do diverge as q

—& 0 and in the
case q, = 0 behave as qJ. '. This has the consequence that
the mean squa, re fluctuations in p diverge for an infinite
cholesteric. It also has the consequence that the phase of a
cholesteric is not correlated over arbitrarily large distances
so that the pitch of a cholesteric is not a true order param-
eter. The arguments a.re very similar to those used by
Landau and Lifshitz (1958, Chap. 13) to show that an
extended three-dimensional body with crystalline order in
one direction cannot exist. The correlation function for
the phase is expL —4 (r) g where

C( ) = —:&(~() —~(0))')
= —'(2~) ' f dqL1 —exp(iq r) ) &~ @, ~').

(10.11)

This function has been evaluated by Lubensky (1972a). fn
the interesting case when r is along the s axis, we have

4 (s) = (kii Tto/4&27rk) log(sq, o/&2tp), (10.12)

where q is the maximum wave vector for fluctuations for
which Eq. (10.10) applies (q tp) . This function diverges
as z~ ~ indicating the absence of true long-range order
in the phase angle P. Using T = 300 K, to ——3 X 10'" cm ',
and k = 10 ' dyn, we have 4 (s) 10 ' logsto which shows
that distance at which correlations become small is ex-
tremely large. The presence of boundaries or a magnetic
field perpendicular to the axis has the effect of stabilizing
the structure. These arguments are thus not relevant to
samples used in the laboratory.

B. Light scattering from cholesterics

The differential scattering cross section for light is given
by Eqs. (8.5) and (8.6) . We again assume that the fluctua-
tions in the dielectric constant arise from the director
fluctuations and are given by Eq. (8.3) . From Eqs. (10.1)
and (10.3) the fluctuations in the dielectric consta, nt are
given by

Introducing Fourier transforms gives us

(10.7)
Be = py'BR pp

o L(pp'np) Z ' (lip X pi) + (pi 'Ilp) Z ' (Ilp X pp) gp

+ o L(po no) (pi'z) + (pi. no) (po z) jBn, . (10.13)

&~G)- = —:kZ l (t '+ q')
I w. I'

+ }:q.'+ :t. '(q'q" + q~') j I 4~ }'I. —

Note that Be depends on position both through the Auctua-
tions @ and Be, and np. The correlation function for the

(10.8) dielectric fluctuations in Eq. (8.6) can now be expressed
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in terms of the correlation functions for the director Ructua-
tions defined by

I,(r, &) = (@(r, ~) @(0,0) )

I,(r, t) = (Be,(r, t) Bm, (0, 0) ).

The differential scattering cross section is again given by
Eq. (8.5) with

I (q, (u) = 3LIp (q + 2to, (v) + Ig (q —2tp, cu) ]
+ BLI,(q+ to, cu) + I, (q —to, a&)] (10.15) Lyg(8/R) + k,g(H/Bs')]@ = 0 (10.18)

tional modes of hydrodynamical character I'which are of
greatest interest in light scattering) are almost identical
in the two versions of the hydrodynamics. We will assume
that the cholesteric is incompressible and ignore any tem-
perature fiuctuations.

In the special case where the wave vector of the Auctua-
tion is along the pitch axis, the linearized hydrodynamic
equations are particularly simple. The linearized director
Eq. (8.14) for the phase fluctuations is (neglecting inertial
terms)

where

& = —,'~.'(po.'+ p~, ') (pi.'+ pi„')

t (po p~ + p~ Po )'+ (Pomp~. + p~ Po.)'],

and is not coupled with the Quid velocity. This mode is
analogous to the Bn„m doe (Eq. 8.25) in nematics. From
Eq. (10.18) the phase fiuctuations of wave vector q, are
damped with a damping constant

(10.16) pgq k'12gg /pg. (10.19)

tp is a vector of magnitude tp along the twist axis, and we
have introduced the Fourier transforms of the correlation
functions (10.14) . In evaluating Eq. (10.15), we have
supposed that the dimensions of the scattering region in
the cholesteric are much larger than the pitch 2'/fo. Terms
which vary like expL&ito(s, + s&)] have been neglected
because they average to zero.

The total intensity of the scattered light is obtained by
integrating Eq. (10.15) over all frequencies and is pro-
portional to

I(V) = ~LI~(Q+ 2to) + I~(q —2to)]

+ BLI-(q+ t.) + I.(q —to)] (10.17)

It should be noted that the results of this section are for
the case of a perfect cholesteric containing many twists. The
wave vector transfer along the pitch axis q, is assumed less
than or comparable with tp. A cholesteric of very long pitch,
i.e., q, » tp will essentially behave as a nematic.

C. Dynamics of the fluctuations

The dynamics of the fluctuations are described by the
linearized hydrodynamic equations for the coupled motion
of the director and the Quid velocity. We will again make
use of the Ericksen —Leslie hydrodynamic equations of Sec.
QI. A different set of hydrodynamic equations for choles-
terics has been given by Lubensky (1972b) . The orienta-

where the correlation functions are given by Eqs. (10.9)
and (10.10). The scattering of hght by the phase fluctua-
tions diverges at q = ~2tp, i.e. , at exactly those wave
vector transfers which lead to first-order Bragg scattering.
The light scattering by the splay bend mode is a maximum
for q = &tp, but does not diverge. Only the first order of
Bragg scattering enters Eq. (10.17) because we have not
considered multiple scattering of the light, i.e., we have
stopped at the first Born approximation. This is valid
provided e, is small. The results (10.17) were first given
by Pincus (1969c) in the special case where q is along the
pitch axis.

The case where the wave vector q is perpendicular to the
twist axis has been investigated by Lubensky (1972b) and
an over daI11ped Illode very sllllllal to Eq. (10.19) was found.
The correlation function in Fq. (10.15) for either mode is
given by

I~(q, ~) = L2P~./(~'+ P~.')]I~(q) (10.20)

In the light scattering this function is evaluated at q + 2to,
and thus the linewidth remains finite as q

—+ 0.
The Be, mode has been investigated by Fan et aL (1970)

for q along the pitch axis. They showed that this mode is
overdamped with a damping constant

(4s&0'+ 4iq.') (~a + ~~ + ~6)

7&(~4 + ~6) V2~a
(10.21)

XI. SURFACE WAVES ON NEMATICS

The surface (or capillary) waves on nematics provide a
further application of the hydrodynamic equations of Sec.
VI. These waves have been observed by Langevin (1972)
in PAA and MBBA by light scattering from the free sur-
face. The spectral distribution of the scattered light gives
information on the surface tension and- viscosity coefficients.
The dispersion relation for surface waves in nematics has
been determined from the hydrodynamic equations by
Papoular (1969a), Papoular and Rapini (1969), and by
Langevin and Bouchiat (1972) . The form of this dispersion
relation depends on (a) the boundary conditions at the
surface; (b) the orientation of the molecules at the surface.
We will assume that the surface is a free surface, i.e., nematic

This mode is not strictly a hydrodynamic mode as I',-, does
not vanish as q ~ 0.

Rapidly damped shear wave modes also exist in choles-
terics and have been investigated by Fan et al. (1970),
Lubensky (1972b), and Brochard (1971), and have a
similar character to those in nematics. Shear wave re-
0ectance measurements on cholesterics have been made by
Martinoty and Candau (1972a,b) .
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liquid-vapor. The orientation of the molecules in PAA and
MBBA at a free surface has been investigated, using light
reAection techniques, by Bouchiat and I angevin-Cruchon
(1971). They found that in PAA the preferred direction
of the molecules lies in the plane of the surface, while in
MBBA the preferred direction makes an angle 15' to
the normal to the surface and is temperature-dependent.

In the case of surface waves in nematics we will assume
that the forces which determine the orientation of the
molecules at the surface are strong and even when the
surface is distorted by the wave, the director makes a fixed
angle with the normal to the surface. In this case. it has been
shown by Langevin and Bouchiat (1972) that the disper-
sion relation for surface waves on nematics is very similar
to that for surface waves on normal liquids. The effective
viscosity coefficient entering this relation depends on the
angle between the wave vector g of the surface wave and
D~ t, the projection of the director on the surface. The orien-
tation of the director is generally determined by the applied
magnetic field H assumed to be parallel to the surface.
owing to the similarity between surface waves on normal
liquids and nematics, we first briefly discuss surface waves
on normal liquids (Landau and Lifshitz, 1959, Chap. 7).

iqv, +v, '= 0 (11.6)

we obtain

( imp +—nq2) v, —gv."+ iqP, = 0

( i—~p + nq2) v, —
gatv,

"+ Pg' ——0, (11.7)

where a prime indicates differentiation with respect to z.
The solution of these equations may be taken in the form

v, (s) = A. exp(ms),

v, (s) = A, exp(ms),

P~ (s) = Pg exp (ms) .

Substituting Eq. (11.8) in (11.6) and (11.7) we obtain

iqA + mA, = 0

( i(pp+ 2t(q2 ——m2) ) A + iqPr = 0

tion. With this geometry no surface wave involving v„ is
possible. By substituting Kq. (11.5) in (11.1) and using the
condition that the liquid is incompressible

A. Surface waves on normal liquids
( ia&p—+ g(q2 —m') ) A, + mPg ——0. (11.9)

The equation of motion of the liquid (assumed incom-
pressible) is given by the Navier —Stokes equation

p(»'/~t) + ~~T' = o

where the stress tensor is ( i(up+ rt(q2 —m—')) (q' —m2) = 0 (11.10)

The allowed values of m are determined by setting the
determinant of the coefficients of Eq. (11.9) equal to zero.
This gives

T,, = PB;, —n(»~/(3x;+ Bv;/Bx, ), (11.2) which has the two solutions

where P is the pressure and p is the shear viscosity coeffi-
cient. We neglect the effects of gravity which are only
important at very long wavelengths. The liquid occupies
the half-space s & 0 with the undisturbed surface the plane
s = 0. We require a solution of Eq. (11.1) which vanishes
as z —+ —~ and satisfies the boundary condition that the
surface stresses vanish at the free surface

T„b, —P,b, = ~L(Z,)-'+ (E2)-'7b;, (11.3)

where b is a unit vector' normal to the surface, I'o is the
external pressure, 0- is the surface tension coefficient, and
Ri and R~ are the principal radii of curvature of the surface.
For small vertical displacements t (x, y) of the surface

tV] =
g q m2 ——(q' —i~p/2t~ 't2. (11.11)

v,. (s) = A, exp (qs) + A. exp(m2s),

v, (s) = —iLA~ exp(qs) + (q/m2) A2 exp(m2z) 7,

P, (s) = (~p/q)Ar exp(qs). (11.12)

The coefficients Ai and A~ are to be chosen to satisfy
the boundary condition (11.3). Substituting Kq. (11.12)
in (11.3) we obtain

The solution with Re nz & 0 is always to be taken, in order
to satisfy the boundary condition at z = —~. The Quid
velocity and pressure in the bulk of the liquid are

(Eg) '+ (E2) ' = —(82/Bx2+ 82/By2)i (x, y). (11.4)

The solution of Eq. (11.1) takes the form|(x, y) = i exp(iqx —i~t),

(cup + 2i2tq2) Ag + 2inq2A2 ——oqpt

2qm2Ag + (q' + m2 ) A2 ——0. (11.13)

There is a fiirther consistency condition v, (z = 0) = 8|/R
which can be written

v, = v (2) exp(iqx —icut),

v. = v, (s) exp(iqx —i&dt),

P = Pp + Py(s) exp(iqx —isn't),

a)| = Ag+ (q/m2) A2.

(11.5) These equations lead to the dispersion relation

(11 14)

assuming that the surface wave propagates in the x direc-
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where

Do(a)) = aq'/p —(o) + 2iitq'/p)' —4''m2q'/p'

where q is thy wave vector of the surface wave. The case
where the director makes an angle with the surface (e.g. ,

(11 15) MBBA) is considered in (c) .
J

= W( /p)' q'" —(2iqq'/p) (11.16)

and correspond to propagating waves.

(ii) q ) op/g'. For short wavelengths and large vis-
cosity, there are two solutions of Eq. (11.15), cv. and a»,
corresponding to slowly and rapidly damped waves:

The solution of Eq. (11.15) depends on the magnitude of
the dimensionless quantity O.p/it'q.

(i) q ( O.p/it2. For long wavelengths and small viscosity,
the solutions of Eq. (11.15) are approximately

e.- = n, (z) exp(iqx —iut), (11.22)

(a) q J no. The surface wave propagates perpendicular
to no which lies in the surface. From symmetry there is no
coupling between the director and the fluid velocity. The
dispersion relation and spectral intensity of the surface
waves are given by Eqs. (11.15) and (11.18), respectively,
with the viscosity coeS.cient g r'eplaced by ~u4.

(b) q ~i no. The surface wave propagates parallel to the
unperturbed director which lies in the surface. The solution
of Eqs. (11.19) and (11.20) can be taken in the form (11.5)
together with

~s ——i (0.q/it)

up —i(iraq'/p) c,

where n, is the small displacement of the director in the
s direction. From Eq. (6.'11) the components of the stress

(11.17) tensor required are

where c = 0.91262. . . is a solution of j 1 —(c/2) )' =
(1 —c)'". The rapidlv damped wave is analogous to a
shear wave in the bulk liquid.

The spectral intensity of the mean square fluctuations of
the surface have been given by Bouchiat and Meunier
(1971):

T + t, = P —(ni+ n4+ n5+ no)d, ,

T„+t„= P —n4d.

T»» + t»» = —n3tV» —(n4 + ng) d»„,

T +t,.=- . npiV, —(n4—+ n5) d .. (11.23)

P(cu) = (kiiTq/7rcop) ImDO '((o).
Substituting Eq. (11.23) in (11.19), we obtain the equa-
tions for the fluid velocity

The spectral intensity of the scattered light is proportional
to P(~).

B. Surtace waves on nernatics

The discussion of surface waves on nematics follows the
same general lines as in normal liquids. An additional feature
is provided by the coupling between orientational fluctua-
tions and the fluid velocity. As above, the nematic occupies
the half-space s & 0, and the unperturbed free surface of
the nematic is the plane s = 0. The equations of motion
of the fluid (assumed incompressible) are (see Sec. VI.A)

p(av, /Bt) + (8/Bx;) (t;, + T,;) = 0

f, + f +(8/Bx, )II,, = 0, .

(11.19)

(11.20)

where nonlinear terms have been neglected and the stress
tensor t;; is given by Eq. (6.11). Fquation (11.20) is the
director equation, II,, and f; arise from the elastic restoring
forces and applied field, and f,' is given by Eq. (6.14) . The
boundary conditions at the free surface are the same as for
Eq. (11.3):

( —i~p + q'(nl+ n4+ n5+ n6) ) i» —-', (n3+ n4+ n6) i."
—gq(n4+ n6 —n8) i»'+ iqPl + iMn3it,

' = 0 (11.24)

zcop + 2q (n4 + n5 n2) 'v» —n4'v

('L/2) q (ng + n5 + n») 2J» + Pi —Gpqn2tl» = 0.

The equation for the director (11.20) is

( icup, + k—„q' —kii(8'/Bs') + y H') n,

(11.25)

/

This equation can be simpli6ed as the elasti. c terms and
magnetic held terms are small. For k = 10 ' dyn, y
f0—7 Q' 3000 G and q 300 cm—1 we have Pg2 ~ ]0—&

cgs and y H2~ 1 cgs. These are to be compared with
cop& where p& 0.1 poise and ~ is the frequency shift which
may be several MHz. %ith neglect of these terms Eq.
(11.25) becomes

i y n, —(i/2) q—(r, —p ) v, + —'(r, + r2) i,' = 0.

(11.26)

t;;b, —Pob, = 0$(Ri) '+ (Rg) 'jb, . (11 21) This approximation has the following consequence. The
boundary condition t, = 0 gives

The surface tension 0- is necessarily the same in all direc-
tions, i.e., the orientation of the director. does not affect the
surface stress. The simplest situation is where the director
in the unperturbed state Do lies in the free surface and
parallel to an applied field H (as in the case of PAA). We
consider the two special cases below: (a) q J no (b) q ii Ilp,

n~A'. + (n, + n, )d,.= 0, a=0;

(d„), 0 ——0, (&.)*=0 = 0

From Eq. (11.26) evaluated at s = 0, we the». find

(11.27)

(11.28)
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The first boundary condition is the same as in a, normal
Quid. The second requires that the molecules at the surface
always remain parallel to the surface.

Equations (11.24) are simplified by using (11.26) to
eliminate e, and the condition V'. v = 0:

zaip + q ('ga + 3zzi —2'gz ) gv~ —qi v~ + zqpi = 0

( —zaip+ q'zzi') zi. —(2zz2' —qi') zi,
"+ P, ' = 0. (11.29)

// // ~/

'i ~i

///

FIG. 21. The free surface in a per-
pendicular field, The director lies paral-
lel to the free surface but reorients to
be parallel to the field in a distance P.

Apart from the different viscosity coefficients, these equa-
tions are of exactly the same form as Eq. (11.7) for a normal
fluid. The viscosity coefficients entering Eq. (11.29) are The solution for the rapidly damped wave is of the form

2'gl ~4 + ~i6 ~3(V'2/71) &

gs + 4'gi = czi + 2~4 + ii5 + zi6.

aiz' ———(iqi'q'/p) c,

where c is a constant.

(11.37)

2zzi mi = (zz3 + 26i )q zaip
2

~t q (v3 + 4v, 'g3 ) —2zaip93 q' —a~'p'1' '.

(11.31)

The dispersion relation for the surface modes is

D„(ia) = 0 {11.32)

with

D„(ai) = o-q'(m z —zzziz)

—paizL (zzzzz + q2) mi i —(miz + q') zizz

—iiag, '(zzzi2+ q') (m '+ q') L(zzzi)-' —(zzz ) 'j.
(11.33)

The solutions of Eq. (11.32) again depend on the quantity
ap/q'q where zz is a, typical viscosity coefficient. For tvpica. l

values of the parameters, o.p/zz' ~ 104 crn '

(i) q ( ap/zz'. The solutions of Eq. (11.32) correspond
to propagating waves with

~ = ~( / a)"pq'" —(2zq'/p) (ni'+ Sn3') (11.34)

(ii) q ) a.p/zz . As in the case of a normal liquid, we
obtain a slowly damped and rapidly damped wave. For the
slowly damped wave, the solutions of Eq. (11.31) a,re
approximately

i = qL1 + zz3'/2zzi & (zz3 /ni + n~ '/4zji ') '")" .
2

(11.35)

From Eq. (11.33), neglecting the second term, for the
slowly damped wave

tag (zzz, + m, )
608 = 11.36

zzi' mzmz(1+ mi2) (1+ mzz)

This is the notation of Langevin and Bouchiat (1972) and
differs from Miesowicz (Table I) . The solution of Eq.
(11.29) is taken in the form (11.8) and it is found that the
solutions for m are

It should be noted that the dispersion relation has the
particular solution m&

——ns2. It has been shown by I an gevin
and Bouchiat (1972) that for the special value of the fre-
quency satisfying this relation, no special feature appears
;n the light scattering spectrum.

The spectral intensity of the scattered light is given by

P„(za) = (kzi T/zrai) 1mg(zzz22 —zzziz) /D„(ai) g. (11.38)

(c) We brieRy consider situations where the director
makes an angle with the free surface. I.angevin and Bouchiat
(1972) have considered the case where the director lies
parallel to the free surface and a field JI is applied per-
pendicular to the surface (see Fig. 21) . When q( (( 1,
where $ is the magnetic coherence length, the spectrum of
surface waves reduces to Eq. (11.38), i.e., case (b), q ~~ n, .
If q$ & 0.1, the spectrum of surface waves may be shown
to be equivalent to that of a nematic with q ~ ~

na and covered
with a film of thickness $ and a viscosity coefficient depend-
ing on zzi', zj2', and F3' of Eq. (11.30) .

In the case where the director no makes an angle with
the surface and q$ ( 0.1 the spectrum of surface waves
in a. vertical field or a horizontal field H

~~ q is that of case
(b') and in a horizontal field H J q is that of case (a)
above.

In summary the spectrum of surface waves in nematics
gives information on the surface tension 0. and u4 when
H J zI and on a- and zl,

' + szz3'when H
~~ q in th'e interesting

case of small viscosities.

The light scattered from a free surface of two liquid
crystals, PAA and MBBA, has been observed by I-angevin
(1972). In PAA where the director lies in the surface the
viscosity is small and the spectrum can be analyzed in
terms of Eq. (11.34) . No anisotropy in the spectrum was
observed for H a q and H ll q. The surface tension and
viscosity coefficients deduced, from the measurements at
122'C were a. = 38 & 4 dyn/cm and zzz' = qi'+ zzg'/8 =
0.036 ~ 0.004 P. From Table I g2' ——g&, and this value is
in good agreement with that of Miesowicz (Table II).

In MBBA the director makes an angle of 75 with the
surface and the viscosity is much greater than PAA. This
makes the analysis of the spectrum more difficult and we
refer the reader to the paper of Langevin (1972) for details.

Rev. Mod. Phys. , Vol. 46, No. 4, October 1974



M. J. Stephen and J. P. Straley: Physics of liquid crystals

XII. SOUND PROPAGATION

There have been a number of recent experimental studies
on the velocity and absorption of sound in the liquid crystal
MBBA (Martinoty and Candau, 1970; Lord and Labes,
1970; Mullen et al. , 1972; Wetsel ef a/. , 1972; Natale and
Commins, 1972; Eden et at. , 1973), and in PAA (Rcmp
and Letcher, 1971). Earlier work on the ultrasonic prop-
erties of liquid crystals has been reviewed by Edmonds and
Orr (1966). The velocity of sound s is of the same order
( 10' cm/sec) as found in ordinary liquids. The experi-
ments of Mullen et at. (1972) on MBBA oriented in a.

magnetic field show that in the frequency range 2—1.0 MHz
there is a small anisotropy in the sound velocity. They found
s[ )

s J 10 s where s~
~

and sJ. are the sound velocities
for propagation parallel and perpendicular to the director.
The absorption of sound is very anisotropic and strongly
temperature-dependent (Lord and Labes, 1970; Natale
and Commins, 1972). Eden et al. (1973) have studied the
velocity and absorption of sound in MBBA over a wide
range of temperatures and frequencies. For T (& T, in
the nematic phase the dispersion in the velocity and absorp-
tion can be well described by a single relaxation process. In
the vicinity of the transition the properties of MBBA are
characteristic of a multiply relaxing Quid. The sound velocity
shows a pronounced minimum and the absorption a maxi-
mum for T T,.

There have been a number of theoretical studies of the
dispersion in the velocity and absorption of sound in liquid
crystals. Hoyer and Nolle (1956) have interpreted the
pretransitional e6ects in the sound velocity and absorption
in terms of the Frenkel concept of heterophase fluctuations.
Edmonds and Orr (1966) have discussed the sound dis-
persion and absorption by use of an analogy with the
behavior of normal liquids in the vicinity of a critical point.
A more quantitative discussion has recently been given
by Imura and Okano (1973b) . The temperature dependence
of the sound velocity has been discussed by Kapustin and
Mart'yanova (1971) using the Maier —Saupe theory. The
hydrodynamic equations for liquid crystals have recently
been generalized by Jahnig (1973a) to include a frequency
dependence of the elastic and dissipative parameters arising
from slowly relaxing internal processes. The equations
have been used to discuss the dispersion in the velocity
and absorption of sound.

A. Sound velocity

The experimental observation of the anisotropy in the
sound velocity in MBBA indicates that at the frequencies
used (2—10 MHz) the liquid crystal has some of the prop-
erties of an anisotropic solid, in that the compressibility
is different parallel and perpendicular to the director.
According to our present ideas about the structure of liquid.
crystals they should behave a,s liquids at sufficiently low
frequencies, and the compressibility should be isotropic.
The observed anisotropy is probably the result of a slow
relaxation process in the liquid crystal. The observations of
Mullen et at. (1972) indicate a relaxation time of approxi-
rnately 10 8 sec. Jahnig (1973b) has suggested that this
relaxation process is associated with the flexibility of the
hydrocarbon chains. We note that the relaxation time for
an orientational fluctuation of wave vector q is of order
kq'/q (see Sec. VIII, C), where k is an elastic constant and

e is a viscosity coefficient. Using k = 10 ' dyn, p = 0.1 P
and s = 10' cm/sec, we see that for all experimentally
attainable wave vectors sq ) kq'/q. This indicates that the
director does not relax appreciably during a period of oscilla-
tion of the sound wave.

The experimental results on the sound velocity anisotropy
can be interpreted in terms of the elastic properties of a
simple model. At these frequencies a liquid crystal in some
respects behaves like a solid, and the elastic free energy
density contains terms like

J'.) ———,Cg)(u, g + ugly)'+ Cg3u„(u~. + u„y) + ,C3—3u„'

(12.1)

when the C,, are elastic constants and the u,., are elastic
strains. The director has been chosen to be along the s axis.
This elastic energy density. is similar to that for a Uniaxial
solid except all terms relating to shears have been set equal
to zero. The additional relation C~3' ——C~~C33 eliminates
propagating shear wave modes. The ratio of the compressi-
bilities parallel and perpendicular to the director is C»/C33
and the sound velocity is given by

s' = p 'LC~~+ (C33 —C») cos'0], (12.2)

where 0 is the angle between q. and the director This angular
dependence is consistent with the observations of Mullen
et al. (1972) and the sound speed anisotropy

~ii —» 3E(C»)'" —(C»)"']
ski + 2si (C33)''+ 2(C )'" (12.3)

is of order 10 '. A single relaxation time approximation
for the frequency dependence of the anisotropy gives

C»(cv) —C»(cu) = const u&'r, '(1 + u'7, ') (12.4)

The sound velocity shows a pronounced minimum as
T, is approached. This can be understood qualitatively as

The observed frequency dependence of the velocity ani-
sotropy was closer to linear than that given by Eq. (12.4) .
The rela, xation time v, was estimated to be 10 ' sec.

In cholesterics a small anisotropy in the sound velocity,
independent of frequency, has been calculated by I ubensky
(1972b). The velocity was found to be slightly higher
along the pitch axis and the anisotropy 6 = k2&t02/2ps'. For
k22 ——10 ' dyn, tp = 10'" cm ' and s = 10' cm sec ' we
have 6 = 10 '. This effect is probably too small to be
measured and would be masked by relaxation effects. The
possible existence of a slow structural relaxation process in
cholesterics has been pointed out by Papoular (1970). He
estimated that the time 7.,„ for the pitch to relax to its
equilibrium value is 7.,„' k~2to'/q, where g is a viscosity
coefficient. Using the above values and q = 0.1 P, ~,„
10 ' sec. This relaxation process could couple with the
sound wave through the pressure dependence of tp and
would lead to a dispersion in the sound velocity in the range
cur.„1of the same form as Eq. (12.4). The sound at-
tenuation would show a dispersion proportional to ~r,~(1 +
~2~ 2
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arising from the increase in the specific heat as the transition mately linearly with the frequency in the range 2—6 MHz
is approached (Kapustin and Mart yanova, 1971). We while in PAA the absorption was frequency-independent
write the fr'ee energy density as the sum of two parts in the range 5—18 MHz.

F = F, + Fo(T —T,**),

s2 = p (g2F /gp2) + p (g2F/g T2) (g T 4 +/gp) 2

= s,' —pC(BT,**/Bp)'/T (12.6)

where s, is the sound velocity in the isotropic phase, and
C is the specific heat. The increase in C leads to a decrease
in the sound velocity as T, is approached, in qualitative
agreement with the observations of Mullen et al. (1972)
and Eden et al. (1973) .

where F,. is the free energy density of the isotropic phase
and Fo is the contribution of the ordering and is assumed to
depend on T —T,**where T„.~* is the superheating critical
temperature. Then, neglecting for simplicity the difference
between the adiabatic and isothermal sound velocities, we
have approximately

C. Dispersion

We consider in this section the effect of a relatively slow
internal relaxation process (with time scale comparable to
the ultrasound period) on the velocity and absorption of
sound. The hydrodynamics of liquid crystals has been
generalized by Jahnig (1973) to include a, frequency de-
pendence of the elastic and dissipative parameters. The
treatment of Jahnig is based on the general theory of Rytov
(1958, 1970). A simple discussion is contained in Landau
and Lifshitz (1959, Chap. 8) .

In the presence of a slow internal relaxation process for
a parameter (for example, the order parameter S), the
assumption that local thermodynamic equilibrium is estab-
lished in a time short compared to the period of the sound
wave is not justified. In the simplest case it is assumed that
the internal parameter is governed by an equation

B. Absorption of sound
BS/cM = —r '(S —So). (12.11)

The sound absorption can be related to the viscosity
coefficients discussed in Sec. VI. The simplest discussion is
based on the entropy production function R PEq. (6.13)$.
As discussed in the previous section we may assume that
the director relaxes so slowly relative to this period of
oscillation of the sound wave that the terms involving n
can be neglected. For longitudinal sound propagating in
the s direction (not necessarily parallel to the director)
from the equation of continuity

(1 1(dr) S' = (&SO/Bp) p, (12.12)

where p' is the density fluctuation produced by the sound
wave. The pressure fluctuation may be shown to be (Landau
and Lifshitz, 1959)

We have chosen the order parameter as an example of an
internal parameter, and ~ is the relaxation time for S to
relax to its equilibrium value So. Assuming S' = S —50
has the time dependence exp( —icA), we have

pod = Bp/Bt = pqu sin(cut qs) &
(12.7) P' = s(P + (»2 —s„')Lpor/(1 —icur) jv.v, (12.13)

»' = (~&/~p) .,

where pi is the amplitude of the density fluctuation. All
w ere

other components of d,; vanish. The rate of entropy pro-
duction (loss of energy from the wave) is s„' = (aF/ap)s. (12.14)

TR = d„t,.= (pp/p(p)co' —sin'((ut —qz) p(8), (12.8)

where

p(&) = p~+ p7+ (p~+ @3+ps+ p9)n, '+ p4n. ' (12.9)

~(0) =- 2(~'/pa~')t (~).

and the p, ; are the viscosity coefficients defined in Eq.
(6.50). The sound attenuation constant n is the fractional
loss in amplitude per unit length. This is ~ the ratio of the
average energy loss TE to the energy transport E =
k(pP/pp )s . Thus

1 = pr(s 2 —» )/(1 —ivor) (12.15)

which depends on the frequency. Neglecting all other dis-
sipative processes, the dispersion relation for a sound wave
of frequency cu and wave vector q is

The sound velocities» and s„apply in the two cases (a)
~r ( 1, (b) cur ) 1. In (a) the order parameter relaxes
to its local equilibrium value in a time short compared
with the period of the sound wave, while in (b) the fre-
quency of the sound is so high that the order parameter
does not relax. From Eq. (12.13) we see that there is an
additional contribution to the bulk viscosity of

The anisotropy of the sound attenuation has been measured
in MBBA by Lord and Labes (1970), Wetsel et at. (1972),
and Natale and Comrnins (1972), and in PAA and p-azoxy-
phenetole (PAP) by Kemp and Letcher (1971). From the
angular dependence the latter authors were able-to obtain
values for some viscosity coeKcients in PAA and PAP. In
MBBA the anisotropy in the absorption varied approxi-

~'/q' = »r+ (»' —s„')Pi~r/(1 —i~r) j. (12.16)

solving for q we obtain

q = (cv/») + (i~'r/2»') (s 2 —»2), cur ( 1

q = (co/s„) + iL(s„' —»')/2rs„'j, &ur ) 1. (12.17)
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XIII. APPLICATIONS OF MOLECULAR FIELD
THEORY

The molecular field description of the nematic —isotropic
or cholesteric —isotropic transition was developed in Sec.
II. We now consider some applications of this theory to
phenomena in liquid crystals at temperatures close to the
transition temperature T,. A number of pretransitional
effects connected with fluctuations in the order parameter
5 p can be obser'ved just above T,. These pretransitional
or short-range order effects have been discussed by de
Gennes (1969a, 1971a).

A. Magnetic birefringence

Above T, the order parameter is small and in the presence
of a uniform field the free energy density LEq. (2.1)j is

g —g, —~-AS p5 p
—~y H Hp5 p (13.1)

where summation over repeated indices is implied.

We have omitted the cubic and quartic terms in Eq.
(2.1) because they are small. The equilibrium value of the
order parameter is determined by minimizing Eq. (13.1)
with respect to 5 p subject to the condition that 5 p have
vanishing trace. This condition is relaxed by means of a
I.agrange multiplier y, thus

AS p
—g,H Hp + yB p

= 0. (13.2)

The condition 5 = 0 gives y = -', g,H' and then

5 p
= (x /A) (H Hp —3IPB p). (13.3)

It has been shown by de Gennes (1971a) that any tensor
property with the same symmetry as 5 p will be propor-
tional to 5 ~ if 5 p is small. Thus the dielectric anisotropy
can be written

When cv7- & 1, the attenuation is proportional to the square
of the frequency, and the sound velocity is sp. In the oppo-
site case of high frequencies, M7- ) 1, the sound velocity-
is s, and the attenuation is independent of frequency. The
attenuation has a maximum at the frequency given by
(ur = (s„/so)'"

The dispersion in the sound velocity and absorption have
been studied in MBBA by Eden et al. (1973).For T (( T,
the dispersion is well described by a single relaxation time
7. ~ 10 8 sec. The relaxation time and the strength s '—
sp increase substantially as T, is approached. In the vicinity
of T, the acoustic properties are complex and characteristic
of a multiply relaxing Quid.

Since M and z are not expected to behave anomalously at
T", this predicts that a ( T) ( T —T") '. Thus n '
shouM extrapolate to zero at T* (but the interval beyond
T, cannot be observed), and vary linearly with temperature
above T, l

in principle, o.(T) could have a slightly stronger
nonanalytic singularity at T*, as occurs with conventional
critical phenomena. Since the critical region is hidden from
us, it is probably fruitless to introduce this sophistication. )
Near T„o.may be much larger than in other organic liquids,
approximately according to the enhancement

n(T, )/a(2T, ) = T,/(T, —T"). (13.6)

Measurements of the magnetic birefringence in MBBA
have been made by Stinson and Litster (1970) who find
that the linear law n '(T) T —T" is well obeyed. T*
is within a few degrees of T, giving an enhancement of
about 100 from Eq. (13.6) . This should be contrasted with
the prediction of the Maier —Saupe theory which gives
Lsee Eq. (2.21) g

T,/(T, —T~) = 0.22AO/(0. 22AO —0.20AO) = 10.

(13.7)

B. Elastic constants and coherence lengths in
nematics

a" =- —:L(V-~p, ) (V-~p, ) + —,'L (V-~-,) (Vp&p, ) (13 8)

We will refer to the constants L~ and I 2 as elastic constants.
In the Oseen —Frank curvature elasticity theory (see Sec.
III), we found three independent elastic constants for
nematics in contrast to just two here. Evidently Eq. (13.8)
is only qualitatively correct in the nematic phase; in general
it is necessary to retain higher terms in the expansion in
5. The elastic constants L~ and L. will depend on T and
I', but to a good approximation may be considered to be
constants.

In order to obtain the relations between the constants
L~ and L2 and the Oseen —Frank elastic constants we sub-
stitute Eq. (1.6) for a uniaxial liquid crystal in Eq. (13.8):

g,„= ', (L, + ;'L, ) (VS) 2 ~ —,'L—,(n VS)-'

We now consider a nematic liquid crystal in which the
order parameter is slowly varying in space. The free energy
will contain terms which depend on the gradient of the
order parameter. These terms must be scalars and con-
sistent with the symmetry of a nematic. If we confine
ourselves to terms of O(5'), the most general form for the
inhomogeneous part of the free energy density is

Be p
= (3fx /A) (H Hp —3H'B p), (13 &) + ~ C„Lliip, 'imp, + 2 L2(V 'n) + g L2(n'Vn)

where M is a constant of proportionality. We denote by
e~~ and eJ. the refractive indices for a light wave polarized
parallel and perpendicular to the magnetic field. From
Eq. (13.4)

n )' —ni' = 3Iy,H'/A

+ -", I:j2(V n)n —n Vn] (VS'). (13.9)

In the case where 5 is constant this can be reduced to the
form found by Oseen and Frank by neglecting terms which
only contribute to surface energies and writing

= n(T)H'. mp, „ep, = (V n)'+ (n V x n)'+ (n.Vn)'. (13.10)
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Then

g,„= 5'I (L,j —,'L, ) (V-n)'+ L, (n V x n)'

+ (L,, + -', L,) (n V'n) 'j.

Comparison with Eq. (3.14) gives

k„= kgb ——25'(L) + iL~)

kg2
——2 5'I.g.

(13.11)

(13.12)

g,„' = .', L)(V'—5p,) (V 5p, ) + 2L:(V-5,) (V()5p, )

2t() -LQErrpp 5r)(pVy 5') (13.15)

netic susceptibility tensor is symmetric. The expansion of
the free energy in powers of 5 t) is given by Eq. (2.1) (as
in the nematic case). New features appear when we con-
sider the terms involving gradients of 5 p. Symmetry
allows an additional term besides those given in Eq. (13.8)
and for cholesterics

Thus to order 5', k~~ ——k~~ and all three elastic constants
vary with temperature like 5' (Saupe, 1960a). When the
magnitude of the order parameter 5 varies spatially, from
Eq. (13.9), there are cross terms between splay and bend
and V5.

The elastic constants of liquid crystals have been calcu-
lated by means of extensions of the Maier —Saupe and
Onsager theories (Sec. II) by Nehring and Saupe (1971),
Priest (1972, 1973), and Straley (1973a).

Stability of the equilibrium nematic configuration re-
quires that for any deformation the energy Eq. (13.8)
must be positive. The necessary conditions can be shown to
be

The equilibrium form of the order parameter in a choles-
teric is given by

5 = 5(e n() —-,'() ) (13.16)

where c p~ is the totally antisymmetric tensor of order
three. The last term in g,~" is a pseudoscalar which changes
sign under inversion: such terms can appear in the free
energy of cholesterics but not in nematics. The pitch of
the cholester'ic is 2n-/t, . When Eq. (1.6) is substituted in
(13.15) the last term becomes +toL~5'n ~ curl n, in agree-
ment with the corresponding term in the elastic energy
Eq. (3.14).

1~) 0, I., + —,L2 ) 0.
with e = costps, sz,„= sintp™, and n, = 0. The magnitude

(13 13) of the order parameter 5 is determined as in the nematic
case by minimizing the free energy

It is possible for J~ to be either positive or negative. It
has been shown by de Gennes (1971a) that the orientation
of the molecules at a nematic —isotropic liquid interface
can depend on the sign of L,2. If /2 ) 0 the surface energy
is less when the molecules lie parallel to the interface, while
if L,~ ( 0, the surface energy is less in the perpendicular
configuration.

It was shown in Sec. VIII,B that the intensity of light
scattering by orientational fluctuations in nematics is
proportional to e,'k~T/k(7', where e„ is the dielectric ani-
sotropy and k is an elastic constant. In the nematic phase
e,2~ 52 and from Eq. (13.12) k ~ 52 so that the light
scattering intensity is only slowly varying with temperature
(from the factor k~ T) . This is in accord with the observa-
tions of Chatelain (1948) on PAA and of Hailer and I.itster
(1970) on MBBA.

Corresponding to the two elastic constants in Eq. (13.8),
we can define two coherence lengths

(13.14)

According to the mean field theory both have the form
$o I (T/T*) —1

I

'~' where (o is a microscopic length
determined by the range of intermolecular forces $0 20 A.
At T„using T, —T* j. K, the coherence length is
enhanced by a factor of 10—20. The particular combination
of () and $2 which enters a given problem depends on the
type of deformation involved. For qualitative discussion
we will assume f~

g(c) —
g + g

(c) (13.17)

where g is given by Eq. (2.1). Substituting Eq. (13.16)
in (13.17), we find (when H = 0)

g" —g; = ~3(A —3L)),'(p) 5' —~~, 85'+ ~9C54. (13.18)

This is of exactly the same form as in the nematic case,
Eq. (2.4), and thus all the results of Section II.A may be
taken over for the cholesteric case.

D. Light scattering in nernatics above T.

I(q) = fr dr exp{i@ r) (()e(r) he(0) ), (13.19)

where Be = pp ~ BR p] pp, and p& are unit vectors along the
directions of polarization of the incident and scattered
light, and Br. is. the fluctuation in the dielectric tensor. In
the isotropic phase Bc is proportional to the order parameter
LEq. (13.4) j

Light scattering in liquid crystals arises from orienta-
tional fluctuations (see Sec. VIII) or equivalently order
parameter fluctuations. There is a large increase in these
fluctuations as T, is approached from above. The light
scattering intensity with wave vector transfer q is propor-
tional to the spatial Fourier transform of the correlation
function of the fluctuations in the dielectric constant:

C. Elastic constants in cholesterics Bep=MSp (13.20)
The order parameter in cholesterics is also defined by

Eqs. (1.1) or (1.3). In optically active materials the mag- and we can write Eq. (13.19) in terms of the order param-
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eter fluctuations

I(q) = M' f dr exp(iq r) (5 ~(r) 5,~(0) )po po&pi&pe.

(13.21)

5 s(r) = g exp(iq r) 5.s(q),

5-~( —a) = 5-u*(a) (13.22)

into Eqs. (2.1) and (13.8) and integrating over the volume
V, we 6nd for the fluctuation part of the free energy (omit-
ting cubic and quartic terms)

~& = 2 2 I:(~ + Liq')
I 5-t(q) I'

The particular component of the order parameter is deter-
mined by the polarization of the incident and. scattered
light.

The mean square fluctuations in the order parameter can
be calculated from the free energy density equations (2.1)
and (13.8) . Introducing the Fourier transform

to T, with an extrapolated divergence at T*.This tempera-
ture dependence has been verified in MBBA by Stinson
and Litster (1970). The small angular dependence of the
scattered light in MBBA in the isotropic phase, arising
from the factors Pq~ in Eq. (13.26), has been observed by
Stinson and Litster (1973). They were able to determine
fi = (6.8 & 1.0)P(T/T*) —1j '" A in agreement with
the mean field prediction for the temperature dependence.
Earlier results by Chu et al. (1972) gave a different tem-
perature dependence for $i (impurities may have been a
complicating factor) .

E. Light scattering in cholesterics above T.

The calculation of the light scattering intensity in choles-
terics arising from order parameter fluctuations proceeds
exactly as in the nematic case in the previous section. The
only difference is that the contribution to the free energy
density due to spa, tial variations is given by Eq. (13.15).
The mean square thermal averages of the fluctuations are

2&Ii T(1 + pi2q')

'E('+ ")' 4' "j
+ L.q-qt 5-v(a) 5~.*(a)3. (13.23)

Without loss of generality we choose q along the s axis of a
Cartesian coordinate system. Making use of the "traceless
tensor" condition 5» = 0 to eliminate 5-„we find

&G = Z L-'(~ + L q'+ -'L2q')
I

5+ I'

+ —'(A + L q-')
I
5

+ (~+ I q+-:L.q')(I5-I'+ I5,. l')

+ (~ + L q')
I 5*. I'1 (13.24)

where we have omitted the argument q and

{13.25)

The equipartition theorem then gives

2k~T
(q) I &

—
3g(]+ 2 2+ 2$g 2)

&I 5-(q)
I &

= 4&15.„{q) I &
=

-'k T
&I 5*.(q) I'& = &I 5" (q) I'& =

~(1
'. . . , ,)

.

(13.26)

The denominators of each of these expressions has the form
A (1 + Pq') where P is some combination of the coherence
lengths (13.14). In a typical light scattering experiment,
q 10' cm ' and since j 10' A, we have (q 10 ' and
the angular dependence of the scattering is small. The
intensity of the light scattering from fluctuations is thus
proportional to (T —T*) ', which becomes large close

2&aT(1+ (i'q'+ —;(2'q')

L(1 + g 2q2+ ~( 2q2)2 g4( 2q2
(13.27)

The fluctuations in 5+ are the same as in the nematic phase.
If we examine & I

5 „ I'), we see that (for given (i) the
maximum scattered intensity is at an angle determined by
q = 0 if Pito is less than —, as in the nematic case. If fifo is
greater than 2 a maximum appears at a finite angle deter-
mined by (i2q' = 2$&ta —1. We then have a broad scattering
peak reminiscent of the Bragg peak in the ordered phase.
De Gennes (1971a) has pointed out that, as the isotropic-
cholesteric transition is of first order, j~(T,) to ( 1. If (ito
attained the value 1, the fluctuations in S.„would di-
verge for q = to. The temperature T')* determined by
$q(T"*)to ——1 is thus the temperature below which the
isotropic phase is unstable against the formation of a spiral
structure. The first-order' transition occurs at a temperature
T, greater than T"*,and thus gi(T, ) fo is less than unity.
Probably in most cases (i(T,)to ( 2 and the tendency to
build up a spiral structure in the isotropic phase is small.

Rayleigh light scattering in the isotropic phase of choles-
teryl 2-(2-ethoxyethoxy) ethyl carbonate (CEEEC) has
been observed by Yang (1972) . Both the temperature
dependence and wave vector dependence of the intensity
were found to be in good agreement with the mean field
predictions

I Eq. (13.27) g. Bragg type scattering due to
cholestericlike ordering in the isotropic phase was observed
close to T,.

F. Dynamics of fluctuations above T.

The dynamics of fluctuations in nematics and cholesterics
has been considered by de Gennes (1969a, 1971a) . In Sec.
VIII it was found that there is an important coupling
between orientational and shear wave motions in nematics
below T,. We anticipate that these features will also be
present above T,. The equations of motion for v, the fiuid
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We suppose that the liquid is flowing steadily in the x
direction, and there is a velocity gradient in the y direction
so that the fluid velocity takes the form n (y). We will not
consider the boundary conditions on the fIuid as these will
not have an appreciable CBect on the orienting CBect of
the shear flow in the bulk of the fluid. From Eq. (13.35),
using @ p

———AS p, we find that the only nonzero com-
ponent of 5 p is

p(Bii /Bt) + V' P + V'pT p
——0

(B/Bt) 5 p + C p
= 0.

(13.28)

(13.29)

Equation (13.28) expresses the conservation of momentum
and T p is the stress tensor. We regard the liquid as in-
compressible and the pressure P' is a Lagrange multiplier
to be determined so that V v = 0. Equation (13.29) de-
scribes the relaxation of the order parameter; this equation
replaces the direct. or equation considered in Sec. VI. Ke
regard v and 5 p as small quantities and have omitted all
terms quadratic or of higher order in these variables. We
will also omit temperature fluctuations, as they do not
couple strongly to the orientational or shear wave modes.
Thus we need not consider the equation of motion of the
entropy.

5..v
= —(v/2f'A) (Bi'*/BY) (13.37)

We can reduce the order parameter to diagonal form by
choosing a new set of axes x', y' which are rotated counter
clockwise by an angle of vr/4 with respect to the x, y axes.
In this new coordinate

Sy y Say (13.38)5 ~ ~ = Sy,

/

velocity, and 5 p„ the order parameter, are taken by de G. Flow birefringence
Gennes in the form

Tupdu p +ap4'cr p (13.30)

The stress tensor, T p, and 4 p must be determined. The
entropy production R may be shown to be

and other components are zero. From Eqs. (13.20) and
(13.37) we obtain the difference in the two principal di-
electric susceptibilities

be,. .' = Bey y
= 2MS „

where = —(old v/i A) (»./By) (13.39)
d p

———,'(Bn /Bxp+ Bvp/B~ ), —Bg/c)5 p,

(13.31)
Thus the anisotropy in the principal refractive indices
n, .' a,nd e„' is

T p= —it'd p
—vip

4 p= vd p
—i~tip. (13.32)

The entropy production is positive provided

(13.33)

The hydrodynamic equations are

p(Bi /Bt) + 9 P —V'p(q'd. p+ v@ p) = 0

(B/Bt) 5 p
—i@ p+ vd p

= 0.

(13.34)

(13.35)

At long wavelengths we may neglect the derivative terms
in the free energy and then @ p

———A5 p. Thus the order
parameter relaxes at a rate i A to its equilibrium value. The
parameter s describes the torque exerted on the order
parameter tensor by a velocity gradient. z' is a shear vis-
cosity coeAlcicIlt. Thc shcal viscosity rncasUI cd lI1 a capillary
Row experiment is

where g is the free energy density. Ke now expand T p and
4 p in terms of d p and @ p. These phenomenological rela, —

tions must satisfy the Onsager reciprocity and the entropy
production must be positive definite. Phenomenologica. l

relations sa, tisfying these requirements are

n, ' —e„' = P(. T) (Bii,/By),— (13.40)

H. Inelastic light scattering

The spectral distribution of the light scattered by order
parameter fluctuations is determined by the Fourier trans-
forrn in space and time of'the correlation functions of the
order parameter:

where t3(T) = tv/l A. The most important temperature
dependence arises from the-factor A, and P ' should vary
approximately like T —T* close to T,. The transport
coefficient v/f' has the dimensions of a viscosity coefFicient
and its temperature dependence might be expected to be
similar to that of the shear viscosity in the isotropic liquid.
In PAA the shear viscosity varies as exp(lF/kT), where
fV can be regarded as an activation energy for diffusion
(Porter, Bassall, and Johnson, 1966) . Recent measurements
of the temperature dependence of fIow birefringence in
MHBA by Martinoty et al. (1971) are in good agreement
with Eq. (13.40). The temperature dependence of v/i was
obtained by comparing the magnetic birefringence equa-
tion (13.5) (Stinson and Litster, 1970) and the flow bire-
fringence equation (13.39) and found to be exponential
with IV = 4.7 kcal/mole. When the temperature depend-
ence of v/f is taken into account the coefficient. A was found
to be accurately linear in T with T, —T*~ 1 K.

no = n' + (v'/0) (13.36)
I~p(Q~ ~) dr dt

The "traceless" condition, 5 = 0, is satisfied by Eq.
(13.35) as the fluid is incompressible. We now consider
some applications of these equations.

X exp(iq r —i~t) (5 p(r, t) 5 p(0, 0) )

(13.41)
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(8/Bt) S p+ /AS p
= 0. (13.42)

The relaxation rate of the order parameter, I' = 1A,' be-
comes small close to T, as T —T*. If the gradient terms
in the free energy [Kq. (13.8) j are included, I' is replaced
approximately by r, = f A(1+ Pq') where P is a com-
bination of the coherence lengths [Eq. (13.14) $. The
correlation function (13.40) is given by the Lorentzian form

I.,(q, ~) = [2r/(r2+ ~2)3&
I
s.,(q) I'&. (13.43)

At shorter wavelengths it is necessary to take account
of the coupling between the orientational and shear wave
modes in Eqs. (13.34) and (13.35) . Without loss of general-
ity we consider a plane wave with wave vector q propagating
in the s direction. From Kqs. (13.34) and (13.35) we then
6nd that the variables v and 5, are coupled and e„and
5„, are coupled. From symmetry these pairs give identical
modes. The other components of the order parameter,5, 5», and 5~ are not coupled to the hydrodynamic
liow and relax as in Eq. (13.41) with the rate I'.

The Fourier transform in space and Laplace transform
in time of Eqs. (13.34) and (13.35) for the variables v,
and 5, are

(sp+ -', g'q')v. (q, s) + iqvAS -(q, s) .= pw, (q, t = 0)

(s +|A) S., (q, s) + ',ivqv, (q, s-) = S., (q, t = 0).
(13.44)

(no summation over repeated indices). The particular com-
ponent I p which is relevant depends on the polarization
of the incident and scattered light as in Eq. (13.21) .

For very long wavelengths we may neglect the coupling
between the order parameter and the shear Row in Eq.
(13.35) and tlie order parameter obeys the simple equation

I. Shear waves

The hydrodynamic equations (13.34) and (13.35) also
have a shear wave mode solution. We again consider a
plane wave with wave vector q along the s axis and fre-
quency cv. After eliminating the variable 5, by means of
Eq. (13.35) the equation obeyed by the fiuid velocity is

(—i~p+ kn(~) q') ~. = o, (13.48)

where the frequency-dependent viscosity coeKcient is given
by

q(co) = ii'+ [v'A/(I' —i(v) j. (13.49)

Thus at low frequencies, cv & I, the effective viscosity is
g'+ (v'A/I'), while at high frequencies it is p'. The shear
wave impedance [see Eq. (9.20) j is

Z = —,'(1 —i) (p(vg((u))'". (13.50)

The real part of the impedance, A = ReZ, may be shown
to be (Martinoty et al. , 1971)

isotropic phase of MAMBA has been measured by Stinson
and Litster (1970) and found to be several MHz. The
viscosity coefFicient 1

' was assumed to have an exponential
temperature dependence, exp(W'/k T), with W 7.1
kcal/mole. The temperature dependence of the coefficient
A was then found to be accurately linear with T, —T*~
1 K in agreement with the mean field prediction. The
linewidth of the Rayleigh scattering in the isotropic phase
of a cholesteric (CEEEC) has been measured by Yang
(1972) and found to be of order 1 kHz (much smaller
than in MBBA) . The temperature dependence was found
to be similar with some departure from linearity close to
T'

(13.51)
The Laplace transform of the correlation function (13.41)
is then

I* (q, s) = [(ps + -'~'q')/D(s) 3 & I
S -(q) I'&,

where

D (s) = (sp + —,'it'q') (s + fA ) + -', v'q'A.

Finally the correlation function (13.41) is

I,( cqv)
= 2R,I., (q, s = ia))

n = [~v'A/(~-'+ r2)7.

(13.52)
(13.46)

It has been pointed out by de Gennes (1971a) that the
concept of an eA'ective viscosity coeScient only applies
when the penetration depth of the shear waves,

~

ii/pcs ~'", is much larger than the coherence length $(T).
When cv ~ I', we have2r (4p'cu'+ pe q')

(2~' —rgoq') ' + cu'(2pr + g'q') '
(13.53)

(13.47)

where gi and g. are the real and imaginary parts of ~(~),
respectively:

13.45

where go is given by Eq. (13.36). The spectral distribution
is more complicated than a single Lorentzian. In the limit
iioq'((2pr we recover Eq. (13.43). In the opposite limit
p'q' )) 2pF we also And a single Lorentzian with an increased
width r' = r(qo/g').

The linewidth I' = fA of the Rayleigh scattering in the
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This parameter is of the sam. e order as the parameter p, =
kp/vP ~ 10 ' introduced in Sec. VIII. Thus $/ti~ 10 ' and
the above considerations are realistic. The shear impedance
in MBBA above T. has been measured by Martinoty et al.
(1971). The results are well described by the de Gennes
theory.
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J. Viscosity coefficients

We briefly consider the relation between the viscosity
coeKcients n, introduced in Sec. UI and qo LEq. ('13.36)j
(Papoular, 1969b) . Suppose that the liquid is flowing
steadily in the x direction and a linear velocity gradient
exists along the y axis. The effective viscosity in the nematic
phase jEq. (7.12) $ is

2g = n4+ (ng+ n6)n. '+ (n5 —ng)n„'+ 2nge,.'e„',

(13.54)

where e and n„are the components of the director along
x and Y, respectively. In the isotropic phase we average
over all orientations of the director: (n '), = (n,j2),
—',, (e.'ey'), » = —;—„and

2g = 2g, = n, + —,',n, + —;(n, + n, + n, —n, ). (13.55)

and Luckhurst, 1964) . These spin probes tend to be aligned
by their interaction with the host molecules. The highly
resolved XMR spectrum of a simple solute molecule can
frequently be observed on top of the broad unresolved
spectrum from the liquid crystal solvent. A great deal of
precise information can be obtained about the ordered
solute molecule, including relative bond lengths and bond
angles and the signs and magnitudes of spin —spin coupling
constants and anisotropic chemical shifts. Reviews of these
applications have been given by Buckingham and Mc-
Lauchlan (1967);Luckhurst (1968); Snyder and Meiboom
(1969); and Diehl and Khetrapal (1969), and they will
not be discussed in this section.

(3) Spin relaxation processes arise from fluctuations in
the medium, among which the orientational fluctuations
are an important component. These latter fluctuations lead
to a characteristic frequency dependence (T& cu'") for
the spin —lattice relaxation time (Pincus, 1969a). A study
of these relaxation times can give information about the
spectrum of fluctuations.

It has been argued by Papoular (1969b) that z ) z& (see
Table I) and the viscosity coe%cients should increase
a rupt y atb tl t T. e arni onian

Below T, the (e,'), were expressed by Papoular in
terms of the order parameter 5. The qualitative features
of the temperature dependence of the viscosity coefficients,
observed by Porter, Barrall, and Johnson (1966), can be
explained in this way in terms of the temperature depend-
ence of 5.

, The Hamiltonian for a system. of nuclear spins in a mole-
cule in the presence of an external field H along the s direc-
tion is

3C = —Q g ,P„HI,, —Q (g. ,g,P„'/r;, ')

X (3(v;,'.I,) (v,,'I, ) —I,'I,), (14.1)

XIV. NUCLEAR MAGNETIC RESONANCE

Nuclear magnetic resonance (NMR) spectroscopy in
liquid crystals differs from that in normal liquids in one
important respect: in normal liquids the direct dipole—
dipole iriteraction between nuclear spins averages to zero
as a result of the rapid molecular tumbling. In liquid crystals
the molecules are partially oriented and the direct dipole—
dipole interaction between spins on the same molecule is a
major factor determining the form of the NMR spectrum.
Typically direct dipole interactions between protons in
the same molecule may give rise to shifts up to 5000 Hz.
Owing to the rapid translational diffusion of the molecules
in the liquid crystal phase the dipole —dipole interaction
between spins on different molecules averages to zero.

NMR studies have found a number of applications in
the field of liquid crystals:

(1) The dipolar splitting of resonance lines yields a
measure of the order parameter (if the nuclear separation
is known) (Saupe, 1964). When applicable this technique
is the most accurate available. The procedure may be
complicated in that molecules which show liquid crystal-
linity are typically large and contain a large number of
proton spins. As a consequence, there exists a large multi-
plicity of spin states and the NMR spectrum under low
resolution is a single broad line with some superimposed
structure, or under high resolution is a complex spectrum
of lines.

(2) The alignment of impurities dissolved in a liquid
crystal can be measured by NMR (Saupe and Englert,
1963) or the closely related ESR technique (Carrington

The small chemical shifts and indirect spin-spin coupling
constants have been omitted in Eq. (14.1). For protons in
diamagnetic materials the chemical shif ts range up to
5.10 ' G for EV = 10' G, and the indirect spin —spin couplings
range up to about 2.10 ' G. Nuclear quadrupole interactions
have also been neglected.

For the purposes of illustration we will consider a simple
niodel in which the molecules are taken to be rigid rods
with two identical nuclear spins located on the axis sepa-
rated by a distance a. The Zeeman energy is

3C, = gP „II(Ig, + Ig,). — . (14.2)

The dipole —dipole interaction is conveniently written

3Ca ———(g'P„'/a') l (3vP —1)LI),.I2.
—~(Ig I2 + Ig Ig+)) + 4/v+'I, I2 + c.c.j
+ —',v, i v (I~gI2++ I~+I.,) + c.c.gl, (14.3)

where g, is the nuclear gyromagnetic ratio of spin i, p„ is
the nuclear magneton, r;,- is the separation of nuclei i and
j, and v,j is a unit vector along r;j. The first term in Eq.
(14.1) is the Zeeman energy of the spins in the applied
field and the second term. is the dipole —dipole interaction
between the nuclei. Under most circumstances H ~ 10' G,
whereas the field due to one nucleus at the position of
another is of order P„/r'~ 1 G. Thus the Zeeman energy
dominates the Hamiltonian. The applied field generally
determines the direction of the preferred axis in the nematic
(surface effects may also be important) .
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where v~ = v & iv„, I+ = I ~ iI„, and v is a unit vector
along the molecular axis. The components of v and I are
referred to a space fixed set of axes x, y, s with the applied
field along s. The three terms in the square brackets in
Eq. (14.3) have different effects. The first term gives rise
to a first-order shift of the energy levels of the spin system
for oriented molecules. This term electively alters the
magnetic field acting on a spin. It also gives a contribution
to the spin —spin relaxation time T~. In normal liquids
3p,2 —1 averages to zero owing to the rapid molecular
tumbling and the energy level. shift is zero. The second and
third terms can give rise to higher-order shifts in the nuclear
spin energy levels, but more importantly contribute to the
spin —lattice and spin —spin relaxation times. These eAects
have been discussed in normal liquids by Abragam (1961).

B. Dipolar shifts of energy levels in nernatics

In the simple model introduced above the important
dipolar shift in the NMR spectrum arises from the first
term in Eq. (14.3)
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FIG, 22. The nematic order parameter in PAA versus temperature
at the constant molar volume 221 cm'/mole. Circles, experimental
data of McColl and Shih (1972); cross, experimental transition value
of S. The dashed curve is a theoretical model including steric and
energetic effects (see McColl and Shih) .

—(gsP '/g') (3p ' —1)P„I„
—4(It+Is + I, I.+)). (14.4)

Assuming both spins have I =
~ this interaction splits the

%MR spectrum by

AD(u = —', (g'P„'/a') (3v,2 —1), (14.5)

where the angular brackets indicate an average over the
motion of a molecule and over all molecules. Two limiting
cases arise depending on the time v- of typical fluctuations
of the molecular axis.

In liquid crystals the latter case is generally realized in
NMR. The situation may be reversed in ESR where A~
is much larger (Pincus, 1969b). The orientational fluctua-
tions in liquid crystals give a r of order 10 ' secs (see Sec.
XIV.D). In NMR A&v 10' sec ' and Acor 10 4. We
are thus justified in averaging Eq. (14.5) over the motion
of a molecule. We assume that the time average is equiva-
lent to a space average over the orientations of many mole-
cules (as in the definition of the order parameter in Sec.
I.A). The average in Eq. (14.5) can then be expressed in
terms of the order parameter 5

Ace = (3g'p„'/Au') S. (14.6)

(a) Acur)) 1. In this case the molecules are essentially
stationary during the interaction time A~ '. The average
of Eq. (14.5) over all molecules then leads to a spectrum
depending on the instantaneous distribution of orientations
of the molecules in the specimen (i.e., a "powder" type
spectrum) .

(b) A~r && 1. In this case the molecules reorient rapidly
and the splitting depends only on the average molecular
orientation.

3Cq"& = —g (g g p '/r;, ') (3 cos'8" —1 )LI;.I,,

——'(I;+I, + I; I,+)). , (14.7)

where 0,, is the angle between v;, and the field. The average
2(3 cos'8, , —1) can be expressed in terms of the order
parameter (1.2) and factors depending on the molecular
geometry. Introducing a coordinate system x', Y', s' fixed
in the molecule and assuming the directions of H and 0
coincide, we have

-', (3 cos'8, , —1) = (P (n v, ,) )

4~ Q V m8(v .) (V m(n) )
m=—2

(14.8)

where the V are normalized spherical harmonies LVP* =
( —) V~™)(Messiah, 1964) and the unit vectors are to
be expressed in the molecule fixed axes. The Vs (v,,) are
factors depending on the molecular geometry and the
(V2 (n) ) are related to the order parameter (1.2) by

(Vs' (n) ) = 3 (5/16ir) '~'5. . .
(V2'(n) ) = —(15/Sm) '"(5, + i 5„,),
( V2s (n) ) = (15/32vr) i's ( S —Sy v + 2i 5 v ) . (14.9)

by 25(3 cosset —1)). If the internuclear distance a is
known, the measurement of the dipolar splitting of the
NMR line gives directly the value of the order parameter.
The order parameter in PAA measured by McColl (1972)
and McColl and Shih (1972) and reduced to constant
volume is shown in Fig. 22.

For molecules of a general shape the dipolar splitting
is determined by the Hamiltonian

LNote that we have assumed that the director and applied
field are in the same direction. If the angle between the In general the dipolar Hamiltonian (14.7) will depend on
director and the field is n, then 5 in Eq. (14.6) is replaced the five parameters 5 p. If the principal axes in the rnole-
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cule of this tensor are known, then only two parameters
remain:

is (Abragam, 1961 Chap. IV)

(Ace') = —'(g 'P '/A'cV;)I, (I, + 1)
5y y. —5., = —",D, (14.10)

X g r;,' '((1 —3 cos'8 ')')
where 5 is the usual order parameter and D is a measure
of the difference of the alignment of the two transverse
axes of the molecule along the director. In this 'case Eq.
(14.8) simplifies to

+ 3(g'0-'/&'& ) ZgÃli(6+ 1)

X r,q '(1 —3 cos'8, i,)'). (14.12)

~ (3 cos'8, , —1) = 25(3 cos'8,:,' —1) —~»in'8, , '

(14.11)

where 8;,' and @;,
' are the spherical polar angles of the

vector v;; in the molecular coordinate system. The ani-
sotropy in the magnetic susceptibility of a nematic also
involves the parameters 5 and D Lsee Eq. (15.2) g (assum-
ing the principal axes of the molecular susceptibility and
5 s coincide). These parameters have been determined
by Alben, McColl, and Shih (1972) in PAA from the NMR
and susceptibility measurements. Assuming a principal axis
system in which the s' axis is the long axis (a,xis of smallest
moment of inertia) and the x' axis is perpendicular to the
benzene rings, it was found 5 0.52, D 0.07 at 120 C.
The fact that D is positive indicates that the x' axis has
less tendency than the y' axis to lie along the director.

Above T„ in the presence of the fie1d H, the order param-
eter has a small nonzero value given by Eq. (13.3). Thus
in the isotropic phase a small dipolar splitting of the NMR
lines exists. Using the values p = 10 ', H = 104 G, 2' =
10' cgs, and T —T* = 1'K, we find 5 = 10 '. The dipolar
splitting in the isotropic phase is thus of order 10 ' G which
is at the limits of observation and would require a very
homogeneous field to be resolved.

The XMR spectra of impurity molecules dissolved in a
nematic host. were first observed by Saupe and Englert
(1963). Equations (14.8)—(14.11) also apply to the case
of impurity molecules with the change that 5 is replaced
by its value for the impurity molecules. The ESR spectra
of impurity free radicals aligned by their interaction with a
nematic host have been observed by several workers (for
reviews see Luckhurst (1968), Diehl and Khetrapal (1969),
and Pincus (1969b)j. If the free radicals have anisotropic
g tensors or anisotr'opic hyperfine interactions with neighbor-
ing nuclear spins„ the impurity order parameter may be
obtained in a similar way to that discussed above for the
dipolar interactions of nuclear spins. In this case one must
be careful about the condition Amr((1 where Ace is the
relevant anisotropic shift or splitting. Typical hyperfine
splittings are of order 10 gauss which gives Ace ~ 10 sec '.
Thus for 7. = 10 ' sec one is close to the limit Dcu7- ~ 1. An
extra broadening of the ESR lines is expected in this case
(Abragam, 1961, Chap. VIII).

Many molecules which show liquid crystallinity are
large and contain a large number of magnetic nuclei. The
XMR spectrum under low resolution is a single broad line,
and the method of moments has been used to analyze the
spectrum (Lippmann and Weber, 1957; Bravo et al. , 1969) .
The second moment, (A~,2), of the NMR spectrum for
nuclear species i resulting from dipole —dipole interactions

The first sum is over all the .V; spins in the molecule of
the same species as the observed spin and the second sums
are over all the spins i and the unlike spins k with spin I7,
in the molecule. In each case r,; is the distance separating
the two spins, 0;, is the angle between v,, and the applied
field, and the angular brackets indicate an average over
many molecules.

1. H parallel to twist axis

Assuming that the cholesteric structure is not distorted
by the magnetic Beld, the preferred direction of all the
molecules is perpendicular to H. Then from Eq. (14.5) the
%MR splitting is

&co =
2 (g'P„'/Aa') 5 (14.13)

which is —
~ the value obtained in the nematic state. Again

measurement of A~ provides a direct way of obtaining 5.

2. II perpendicular to twist axis

This geometry is more complicated because (a) molecules
in different cholesteric planes are not equivalent with
respect to the field; and (b) the field distorts the cholesteric
structure. We first consider the case where the applied
held is sufficiently weak that the distortion of the cholesteric
structure can be neglected. According to Sec. IV.C, this
requires H ((H, . We use -the geometry of that section in
which the twist axis is the s axis and II is along the y axis.
For a particular group of molecules whose preferred direc-
tion makes an angle @with the x axis, the splitting, according
to Eq. (14.5), is

A~(P) = —'(g'P '/A'a') 5(3 sin'@ —1) (14.14)

and varies between 2(v and —.~ where cv = ~3 (g'P„'/A'a') 5.
The %MR spectrum of these molecules consists of two
lines at frequencies coo & 2hco(p) . The power absorbed
per unit volume at a frequency shift ~' from coo is propor-

C. Dipolar shifts of energy levels in cholesterics

In this section we consider briefly the dipolar splitting
in the NMR spectra of cholesterics for the simple Inodel of
a linear molecule containing two identical spins (Pincus,
1969b) . The cholesteric is more complicated than the
nematic because the molecules have a twisted arrangement
and they do not all have their axes parallel to H. We assume
that the cholesteric is a single crystal, and we consider the
two cases where H is parallel and perpendicular to the
twist axis.
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tional to the number of molecules per unit volume, .V(&v'),
with frequency shift cv'. Taking into account the two possi-
ble transitions,

V(~') = -'- ,v(4) I
~(~' —-', ~~(@))

+ ~(~'+ 2~~(4) )7~4, (14.15)

where A (@) is the number of molecules per unit volume
with orientation @:

(14.16)

where cV is the number density and p is the pitch of the
cholesteric. In the case of a uniform twist @ = los, p =
2~/to, and-.Vo(@) = .V/2m. Then Eq. (14.15) gives

-Vo(~') = (V/4 )f(l 'I), ~-/2 &
I

= P/4~)Lf(l ~' I) +f( I

~—' l)7,

0& I~'I (~ /2, (14.17)

where

f(f 'I) = L( - —I~'i)(l -+ I
'I)?'".

The function Vo(&v') is plotted in Fig. 23 (and referred to
there as H 0) .

When the cholesteric structure is distorted by the ap-
plied field, the distribution of the molecular axes, X(p),
can be obtained from the results of Sec. IV.C. It is given by

FIG. 23. NMR absorption spectrum of a cholesteric with the mag-
netic 6eld perpendicular to the pitch axis for different values of the
magnetic field.

It was pointed out by Pincus (1969b) that these results
are modified if the molecules diAuse rapidly along the twist
axis. The broadening of the spectrum will be reduced. As
an illustration, suppose the molecules diffuse along the
pitch axis and that the molecular axis adiabatically follows
the local order as the molecule diffuses. Then, if the molecule
diffuses a distance greater than p/2 during a time u„,
i.e. , 4D/p' )~, where D is the diffusion constant, the
broadening of the spectrum disappears. In this case it is
appropriate to average Eq (14..1.4) over all values of @
and the XMR spectrum consists of two lines. For' an un-
distorted cholesteric structure (sin'@) =—-'; and the splitting
is

X(@) = (X/p) L~&2/(1 —~' sin'@)'~'7, (14.18)
Ace = 4 (g'P„'/fig') 5. (14.20)

where $~ = (022/y, H') ' ', p is the pitch, and ~ is a parameter
determined by H and the zero field pitch (see Sec. IV.C).
From Eq. (14.12) we then obtain

In the more general case when JI is not much less than H,
and the cholesteric structure is distorted, we have from
Eq. (14.18)

-~ (~') = (»"6/2p)g(l ' l)f(l
= (~~4/2p)Lg(f 'l)f(l 'I?

+g( —
I

'I)f( —
I

gcAn (
I
~

I
( ~m

I
cv

I
( g G)g~

(14.19)

sin X(P) sin'P dg

= (1/") I:1 —(z/It) 7

»(4) d4

(14.21)

where

g (I ~' I) = L1 —
3 (~'/~-) (I ~'

I + 2~-) 7 '".

when K and A are the complete elliptic integrals of modulus
~ of the erst and second kind; The splitting of the XJI/IE
lines is

The function .V(~') is plotted in Fig. 23 for H = 4H, and
JI = 0.92II,.

Thus in the cholesteric case we obtain a continuous spec-
trum of width 2' . The order parameter in the cholesteric
can be determined from a measurement of ~ . When &~
H, the cholesteric. assumes a nematic structure with the pre-
ferred direction for all the molecules parallel to the held. In
this limit it can be shown that 1V(co') —+ (1V/4) I

8(co'—
~ ) + 5(cv' + ~ ) 7 and the spectrum consists of two sharp
lines separated by 2~ as in the nematic case considered
in the previous section.

As JI —+ H„~ —+ 1, and we approach the nematic state and
the effects of translational diffusion become unimportant.

D. Nuclear relaxation in nernatics

The orientational fluctuations in a nematic are an. im-
portant mechanism for spin relaxation and lead to a charac-
teristic frequency dependence of the spin-lattice and spin—
spin relaxation times (Pincus, 1969a). We again consider
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the simple model of rodlike molecules with two nuclear
spins located on the axis. The molecules are aligned by the
applied field. If we assume that the fluctuations in orienta-
tion of the molecules are small, v, is nearly constant in
Eq. (14.3) and to a first approximation the term leading
to relaxation of the spins is

Hqi2) = —~o (g'p„'/a') ),jv ( r),Ii+ +. Ii+I„) + c.c.j.
(14.23)

J (o)o) = L (2 5 + 1)kii T/3irk3 ())/2kooo) ')'. (14.30)

The spin —lattice relaxation time can now be written

very small compared with kq' over practically the entire
range of the integral in Eq. (14.28). The corrections due
to these terms have been considered by Blinc et al. (1969) .
From Eq. (14.28) we then find

T ~ =—cog)2t, ) (14.31)
The spin —lattice relaxation time derived frem this inter-
action is given by Abragam (1961, Chap. VIII): where o)z) ——g'P„'/firJ' is the dipolar frequency and the

correlation time
7' ' = '(g'0 --'/~') I(I + 1) J(~ ) (14.24)

t, = L(25+ 1)k&T/2vrkjl(I+ 1) (0/2ko)o)i)2. (14.32)

J(,) = I t)too) e o) —),t), (14.25)

G(~) = (.(~) -(~)"(o)"(o) ) (14.26)

The transverse relaxation time is T2 = oTi (Abragam,
1961, Chap. VIII). To a first approximation we regs, rd
), in Eq. (14.26) as independent of the time, and we replace
G(/) by

where J(o)o) is the value of the Fourier transform, at the'

nuclear I.armor frequency, of the correlation function of
the orientational fluctuations

One of the most striking features of this result is the fre-
quency dependence t, ~0 " . For T = 300 K, k = 10 '
dyn, q = O. i P, and coo = 10 sec ', we find f, = 10 ' sec.
This was the estimate used in Sec. XIV.IB for the correlation
time for orientational fluctuations. For a dipolar frequency
~D~ 10' sec ', we find T~ ~ 1 sec, which is comparable
with the spin —lattice relaxation time in ordinary liquids
arising from the rotational and translational diffusion of
the molecules.

Other contributions to the relaxation in a nematic arise
from the modulation of intermolecular dipole —dipole inter-
action. This fluctuates because of the relative orientational
fluctuations of the molecules, and also because of the rela-
tive translational diffusion of the molecules. An analogous
calculation leads to

G(t) = (.')( -(t) +(o) )
=

o (25+ 1) (v—(/) v+(0) ). (14.33)&'i;.~or
' = (3g'/2) (l4'/ro') I (& + 1) &;.~.,(~),

where ro is the average separation of the molecules,

(14.27)

In the last line we have expressed (),2) in terms of the order
parameter 5. The factor —,'(25+ 1) describes, the average
molecular alignment and is 1 for. complete alignment and

for random orientations. Di fferent approxima tions to
this correlation function have been made by Pincus (1969a),
vrho found itwas pro, portional to 5, and I-ubensky (1970),
who found it was proportional to 5'. Equation (14.27)
is exact for small fluctuations where v.- is constant to a first
approximation and (apart from a numerical constant) is
also correct in the isotropic state. The orientational Auctua-
tions in nematics have been discussed in Sec. VIII, and
the correlation function (14.27) ha, s been determined.
Using Eqs. (8.13) and (8.48) (assuming kii = k = koo ——

k)

J;„„,( ) = L(25+ 1)k T/3 k)l2 oC (k/g) + Dql

(14.34)

and D is the translational diffusion constant. It has been
assumed that the translational motion and orientational
fluctuations are independent. Using Stokes law D
kiiT/6mqa, where a is the molecular dimension; thus D
and k/q are of the same order of magnitude and Ti;„„,'
is comparable with Eq. (14.31) .

The striking frequency dependence of Eqs. (14.30) and
(14.34) arises from the fact that the amplitude of the
orientational fluctuations diverges as q

—+0. ( ontributions
from other fluctuations will not behave in this way, allowing
us to separate the contributions of the orientational Quctua-
tions. The frequency dependence T& ~~0'" in nematics
has been verified by &cger and Cabane (1969), Blinc

9)

1 2 ka T I's'J (o)) = —(25 + 1), dq

(14.28)
et al. (1969), and Doane and Visintainer (196

where I'8 is given by Eq. (8.34). In the case where all the
F""k l-t" ""'t'"t' "' 'q"'I ' h ' 'pp""""t'ly

XV DETERMINATION OF THE ORDER
PARAMETERI's = (kq'+ z.H')/p,

There are several methods by which the order parameters
where p is a typical viscosity coefficient. The terms in p H in a nematic can be determined experimentally. The XMR
in Eqs. (14.28) and (14.29) may be neglected, as they are method, discussed in the previous chapter, is generally
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the most accurate when applicable. In this section we dis- where Ai and A~ are parameters dependent on the crystal
cuss some other methods for the determination of the structure (Ai+ 2A, = 0) and o. ~~ and ni are the principal
order parameter in nematics. components of the polarizability tensor (15.3)

Xll

y+ (0)5 (15.1)

where lV is the number density and y ' ' is the anisotropy
in the susceptibility of an isolated molecule (the effects of
molecular' interactions have been neglected). Thus from a
measurement of y, 5 can be obtained provided .V and
p '0' are known. The latter quantity can be obtained from
measurements on single crystals, the assumption being
made that the molecules are completely aligned in the
crystal. This method for the determination of 5 was used
by Zwetkoff (1942) and Saupe and Maier (1961).

If the molecules are not axially symmetric, the two order
parameters (14.10) are required, and the anisotropy in the
susceptibility is

A. Magnetic susceptibility

The relation between the order parameter and the mag-
netic susceptibility is given by Eqs. (1.4) and (1.5). If
the molecules are axially symmetric, the anisotropy in
the susceptibility is

—~(o) + a(i (o) 5'

nj. = o.(') ——', o. (0)5. (15.5)

C. Dichroism

This method for determining the order parameter re-
quires the existence of a convenient absorption band, either
electronic or vibrational, in the molecule which in the
simplest case is linearly polarized. Suppose the transition
moment has an oscillator strength f and is linearly polarized
making an angle n with the long axis of the molecules. Then
it is not difficult to show that the oscillator strengths parallel
and perpendicular to the director are

Again measurements of the refractive indices in the nematic
and crystal (assumed perfectly aligned) are required to
determine o. ll

—o;J. and n ' ', respectively. The parameter
A& was determined experimentally by setting the average
polarizability of a molecule in the nematic and isotropic
phases equal. Methods of measurement of the refractive
indices of nematics have recently been discussed by Hailer,
Huggins, and Freiser (1972) .

(15.2)

where y, (0' are the principal molecular susceptibilities. The
order parameters 5 = 0.52 and D = 0.07 have been ob-
tained by Alben, McCall, and Shih (1972) in PAA at
120'C (see Sec. %IV.B).

f(~ = —',f+ —;f(1——; sin'n) 5
f. = of —of(1 —

z sin'n) S.

Solving these equations for 5 gives

5' = (fbi —f~)/f(1 —-'»n'~)

(15.6)

(15.7)

B. Refractive index

(i(yp = Ex ()~p + c1g S~p, (15.3)

Let o, p(0' be the polarizability tensor of an isolated rnole-
cule and define an average polarizability by an equation
analogous to (1.3)

The experimentally determined values of f~ ~

and fi cannot
be used directly in this equation as there are correction's
due to local field effects and the anisotropy in the refractive
indices. Using the Neugebauer (1950) form for the internal
field, Saupe and Maier (1961) have shown that the actual
oscillator strengths are related to the experimentally meas-
ured oscillator strengths by

where o."' is the average and o. "' the anisotropy in the
polarizability of a molecule (assumed uniaxial). We may
not, however, identify (1+ 4zrnn)')' with the refractive
index; there are important local field corrections (cx is the
component of n p determined by the polarization of the
light wave). Zwetkoff (1942) and Chatelain (1955) used
the Lorentz —Lorentz internal field, which is strictly only
valid in materials of cubic symmetry, to relate the polar-
izability to the refractive index. Saupe and Maier (1961)
have argued that a nematic is more like a uniaxial crystal
and used the internal field determined by Neugebauer
(1950) for a uniaxial crystal to relate the measured refrac-
tive indices to the polarizability. In this model the refractive
indices for the extraordinary and ordinary waves are given
by

(n.' —1)/(n.z+ 2) = (4zr/3)Ln/(Ai / r). ~[ ')g

(no' —1)/(no'+ 2) = (4zr/3)Ln/(A&+ n~ ') $, (15.4)

3pse

fbi =, ', fbi'")
n."+ 2 —2(z(n."—1)

3'IsofJ. f~(exp)
no" + 2 + a (no" —1)

(15 g)

where a = 3A)/4zrn and n, ' and n, ' are the refractive indices
excluding the contribution from the particular absorption
band of interest.

D X-ray sc.attering

It is also possible to obtain information on the orienta-
tional ordering in nematics from the intensity and angular
distribution of x-ray scattering (de Gennes, 1972c). At
short wavelengths, - qa ) 1, where q is the wave vector
transfer in the scattering and a 1—2 A is a bond length
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' in a molecule, the scattering intensity is proportional to

7(q) = Z ',"(e p(iq R*') & (15.9)

The sum extends on1y over those atoms in a single mole-
cule, n, is the atomic form factor of atom i, and R;, is the
distance separating the atoms i and j. Terms in Eq. (15.9)
which atoms i and j are on diferent molecules have been
omitted because the fluctuations in the phase factor q.R;;
for these terms make their contribution to the scattered
intensity small. For two neighboring atoms on the same
molecule, the distance A;, is nearly constant and the con-
tribution to the intensity only decreases as (qR, ,)

In order to carry out the averaging in Eq. (15.9) the
exponential is expanded in spherical harmonics (Messiah,
1964, Chap. 9). Taking into account the axial symmetry
of the nematic

J(II) = g J,(q)P, (c oes, ),
L=o

( 15.10)

where 0, is the angle between g and the director,

I, (q) = (2l + 1)i' Q n, ,"j &(qR, ,) (Pl(n v;, ) ), (15.11)

jL is the spherical Bessel function, and v;, is a unit vector
along R;,. This result can be simplified by introducing a
set of axes x', y', s' fixed in the molecule and referring both
vectors to this set of axes. Then

l = 4 in the orientational distribution of the molecules. The
NMR method and other methods discussed in this chapter
only give information about the l = 2 harmonics. Measure-
ments on the degree of order in nematics by x-ray scattering
have been made by Delord (1969) .

XVI. SMECTIC LIQUID CRYSTALS

The smectic phases of a liquid crystal are layered struc-
tures. In the A and C phases there is no long-range posi-
tional order in the arrangement of the molecules within the
layers and thus each layer resembles a two-dimensional
liquid. Adjacent layers may slip easily over one another. In
the A phase the long axes of the molecules are perpendicular
to the layers, while in the C phase they make a 6nite angle
to the normal to the layer. ?,ess is known about the low-
temperature B phase. It is associated with a more regular
mosaic structure (Sackmann and Demus, 1966; Taylor,
Fergason, and Arora, 1970) . A single dolnain B phase
gives an x-ray diagram with peaks at certain points of a
three-dimensional reciproca'1 lattice suggesting a hexagonal
order in each layer (Levelut and Lambert, 1971). It has
been suggested by de Gennes and Sarma (1972) and Martin
et al. (1972) that the B phase differs from a crystal in that
the layers slip easily on each other, i.e.„ their shear modulus
is zero. Within each layer there is a crystalline arrangement
which can support shears. This model is supported by the
recent observations by Liao et al. (1973) of propagating
longitudinal and transverse sound wave modes in a smectic
B.

(PI(II v;;) ) = (4zr/2l+ 1) p VI *(v,,) (I'i"(II) ),

(15.12)

II (II) = 2 ~~-(q) (I'~"(n) ),
m= —L

(15.13)

where the CI (q) depend on the molecular geometr~. :

C, (q) = 4zri' Q n~n, *j I(qE,,) I'I *(Ip,„). (15.14)

where the VL are the normalized spherical harmonics a,nd
the unit vectors are to be expressed in the molecule fixed
axes. The case l = 2 has been considered in Sec. XIV.B.
Substituting Eq. (15.12) in (15.11)

In the absence of any constraints, the layers in a sniectic
A would be Oat. The molecules tend to lie parallel to one
another as their side-to-side attractions are relatively
strong. In general, however, a smectic placed between
microscope slides or cooled from the isotropic liquid does
not assume the simple form (with flat layers), but becomes
bent in order to conform to the boundary conditions. The
arrangement is something like the strata in a geological
formation, but the smectic arrangement is simpler because
the layers, while preserving their thickness exactly, can
slide easily over one another and adjust to the surface
conditions. It has been shown from a study of the optical
properties of the smectic texture that the surfaces of the
layers form a series of Dupin cyclides (which we describe
below). An extensive discussion has been given by Bragg
(1934) and more recently by Bouligand (1972), so that a
brief description will suffice here.

The relations between the (F'z (11) ) and the order param-
eters are given in Eq. (14.9). In general there are five un-
known quantities 5 p /if the principal axes of this tensor
are known, only the two parameters 5 and D, Eq. (14.10),
remainj. For axially symmetric molecules only the term
nz = 0 in Eq. (15.13) remains (this would appear to be a.

good Rppl. oxl111Rtloll 111 I11Rlly cases Rs D (( +) .

The factor II(q) in Eq. (15.10) can be determined from
an analysis of the angular distribution of the scattered
intensity. 'Ihe interest. in this method lies in the possibility
of obtaining information about the higher harmonics, e.g. ,

The Dupin cyclides are generated as follows. Consider
an ellipse: the locus of the vertices of the circular cones
passing through the ellipse is a set of four hyperbolas, of
which we choose one arbitrarily. This hyperbola passes
through one focus of the ellipse and lies in the plane per-
pendicular to the ellipse which contains the major axis.
Conversely, the ellipse is a locus of the vertices of circular
cones passing through the hyperbola. It is possible to draw
surfaces which are perpendicular to all straight lines which
pass through both conies. These surfaces are Dupin cyclides,
and they have the special property that any two surfaces
are equidistant everywhere. This makes it possible for a
layered smectic structure to assume this form. In the smectic
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director only will be identical with that derived for nematics
in Sec. III because the two structures have the same sym-
metry properties. Using the condition curl Q = 0, the
elastic energy t Eq. (3.14)) reduces to

F = —',kz~ (v n) ' ——',x, (n H) '. (16.2)

I'IG. 24. A special case of the Dupin cyclides. The starting ellipse
was chosen to be a circle, and the corresponding hyperbolas degener-
ated into straight lines. Every line {e.g. , OA) passing through the
circle and axis is normal to the layers. In general a cone-shaped region
e.g. , OAO') is 6lled with the smectic.

A case the optic axis at any point coincides with the straight
line passing through the two conies.

This arrangement is best illustrated by considering the
simple case where the ellipse becomes a circle and the
hyperbola becomes the straight line perpendicular to the
plane of the circle and passing through the center. The
cyclides are now toruses which are intersected at right
angles by every straight line that passes through both the
circle and its axis. This is shown in Fig. 24. The more general
case is obtained by letting the circle become an ellipse
and the cones in Fig. 24 be pushed over to one side. The
toruses become distorted, but the characteristic properties
of the cyclides are maintained —every straight line passing
through the ellipse and hyperbola is normal to the layers,
and the surfaces are equidistant. The packing of the cones
to All up all of space, and the optical properties of the
resulting texture, is discussed in detail by Bragg (1934) . It
has also been shown by Geurst (1971) that this focal conic
texture of a smectic liquid crystal follows from the appro-
priate Oseen —Frank elastic free energy (see below) .

rl-d1 = constant,
A

(16.1)

where 2 and 8 are any two points fixed in the medium.
This integral measures the numbeI' of layers which is crossed
in going from A to 8 and must be independent of the path
along which the integral is taken. Thus we must have
curl n = 0, and the only allowed distortion is a splay. The
elastic theory of the smectic A structure based on the

B. Elastic theory of smectics A

The simplest treatment of the elastic theory of smectics
A is due to Oseen (1933). He neglected all changes in
internal parameters such as the density, the distance $

between layers, and the deviation of the preferred direction
D from the normal to the planes, since these distortions
would be expected to require relatively large energies. Thus
Oseen considered only undulations of the layers in which
1 is kept constant and the director remains normal to the
planes. The local state of a smectic A may then be described
in terms of the director n(r) which is a unit vector along
the preferred direction of the molecules and normal to the
planes containing the molecules. The condition that the
distance between the planes remain constant can be written

6zz. = —azz, /ax, BN„= —Bu,/dy. (16.3)

The possibilities for fluctuations are greatly restricted
by the condition curl n = 0. For small deformations 6n(q)
of n with wave vector q, this condition requires that bn(q)
vanish except when q, = 0, i.e., only Auctuations parallel
to the planes are allowed.

It is thus necessary to generalize the Oseen description
to allow for deformations of internal parameters (de Gennes,
1969b). We let u. (r) be the small displacement of the
planes in the z direction, Bn(r) the small change in the
director, and Ap(r) the small change in the density. Retain-
ing only quadratic terms in the small displacements, the
elastic energy takes the form

F = -', uP(8zz. + flu.,/rlr)'+ (hzz„+ aur/8y)')

+ —', A (Ap)'+ z28(Bu, /B—s)'+ Chp(Bu, /res)

+ —',k&z(V' n)' ——',x (n H)'. (16.4 }

In this expression p, is the elastic force constant for rotating
the molecules relative to the normal to the layers, 2 and B
are the compressibilities of the smectic parallel and per-
pendicular to the layers, and C is a cross term between
these two types of compression. We will generally make the
simplifying assumption that p, is large, which imposes the
constraint (16.3). Then Eq. (16.4) becomes

F = -'A(hp)'+ 'B(Bu /res)'+ C-hp(8u /Bs)-
+ -', k]z(B'u /ax'+ a'ug/ay') '

+ kx H'L(Bu. /rex)'+ (Bu,/rly)'), (16.5)

where we have assumed that the field H is along the s
direction and have omitted a constant term, —~x H'. This
is the form for the elastic free energy density of a smectic
considered by Landau and Lifshitz (1958, Chap. 13) and
de Gennes (1969b). Stability requires that AB —C' ) 0.
Using Ap = —p(u. + u„„+u„) where u„etc. is the
displacement in the x direction and u = Bu /Bx, it can

A smectic A behaves like a nematic in which k~. -and I"33

have large values so that twists and bends do not occur.
The only allowed deformation is a splay, and the srnectic
A can deform into the focal conic texture described in the
previous section (Geurst, 1971).

A small deformation of n is related to the deformation
of the planes containing the molecules in the following
way. In the planar equilibrium state assume that the optic
axis n is along the s axis, and let u. (x, y) be the displace-
ment. of a plane in the z direction. This is independent of
s in order that the planes remain equidistant. Then the
deformation of n is given by
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be written in the alternate form

F = ', A— p'(u..+ uy„) 2+ -', (B + A p' —2Cp) u:='

+ (Ap' —Cp)u, .(u..+ u„„) + —,'k11(B'u, /B*'

+ B'u /By') '+ —2'X.H2&(»;/») '+ (»-/By) 'j.
(16.6)

It is of interest to compare this with the elastic energy
density of a uniaxial crystalline solid:

FIG. 25. Geometry to describe depolar-
ized light scattering by static deformations
in smectics. The wave vectors of ordinary
(ko) and extraordinary (k,) waves are
shown.

where e. and m, are the principal refractive indices. The
condition 0„=k„ then gives the following relation be-
tween the angles 8, and 0, :

2 Cll (uzz + up@ ) + C12uzzu'ljtJ + C13uzz (uzz + uIJYJ)

+ 2 C33uzz + 2 C55(uzz + usiz ) + ( Cll C12) uzi
cos90 = e, cos0,

(e.2 Sin2Bz + uz2 COS29z) '". (16.11)

(16.7)

Thus a smectic will not support shears (C55 = 0, C» =
C12). The elastic constants in Eq. (16.6) are related to the
usual elastic moduli C,, by

In the experiment either k, or k, may be the wave vector
of the incident light, and according to Eq. (16.11) the
scattered light will lie on a circle around the s axis. In
Fig. 25 the case e, & e, and 9, & 0, has been sketched.

Ap' = Cii, Ap' —Cp = C13, B+ Ap' —2Cp = C33.

(16.8)

The elastic free energy LEq. (16.5) $ can be used to discuss
elastic deformations of a srnectic A. We briefly consider the
case of a smectic in which the density is held constant, i.e.,
Ap = 0. Minimizing the free energy with respect to varia-
tions in u.- leads to the linear equation

$B(B2/Bs2) —kii (B'/Bx' + B'/By') '

+ X H'(B'/Bx'+ B2/By') $u -(x, y, s).= 0. 16.9 D. Fredericksz transition in srnectic A

If the incident beam lies in the xs plane then the de-
polarized scattering is determined by the be„. component
of the dielectric constant. By symmetry 65„, 5, (Bu,/By)
and the scat tered intensity is proportional to 5,2q„2 (~ u. (q) ~2),
where q = k, —k, . Thus the scattered intensity is zero
in the xs plane (q„= 0). The scattered intensity would
also be expected to be small for large values of q„as the
amplitude of the deformations will be small at shorter
wavelengths. Experimentally a crescent of scattered light
is observed with zero intensity in the xs plane in qualitative
agreement with the above considerations.

C. Depolarized light scattering

This form for the static deformations of a smectic plays
an important role in the depolarized light scattering by
smectics recently observed by Clark and Pershan (1973)
and Ribotta et al. (1973). The smectic lies parallel to the
xy plane with optic axis along s (see Fig. 25) . It is supposed
that static deformations exist in the smectic which lea'd to
depolarized light scattering: if the light enters the srnectic
as an ordinary ray, part of the light is scattered as an extra-
ordinary ray and vice versa. The deformations lead to a
very small variation in the refractive index in the z direction
and the light scattering is restricted by the condition k„=
k„as shown in Fig. 25. The wave vectors k, and 1e, of the
ordinary and extraordinary waves are given by

k. = (cv/c)33. , k, = (cu/c)
(rs.2 sin20, + 13' cos28 )'" '

(16.10)

This equation, with given boundary conditions, determines
the elastic deformation of the layers. A rough estimate for
the ratio of the elastic constants is (kii/B) '~2~ 1. where l
is the smectic layer spacing, l 20—30 A. For a deformation
with wave vector qJ in the xy plane the variation in the s di-
rection has a characteristic length of order (B/kii) '~2q, '
(/F12) ')) q&

' when qual (& 1. Thus if a smectic plane is
deformed, e.g. , on the surface, the deformation will extend
almost unchanged over many planes.

The possibility of a Fredericksz transition in a smectic
A in a magnetic field has been considered by Rapini (1972) .
One possible geometry which he considered is shown in
Fig. 26. The smectic is confined between parallel glass
slides with the boundary condition that the molecules at
the surfaces remain parallel to the surfaces. The layers are
thus normal to the surface at the glass. The magnetic field
H is applied perpendicnlar to the glass. The results of
Rapini indicate that a transition does occur at a critical
field H, of the same order as that found in the nematic case
(Sec. IV,B).However, for H & H, the distortion increases
very slowly with increasing field and-will be difficult to
detect.

This transition can be discussed by generalizing the
elastic theory of smectics A of the previous section. We
neglect all internal parameters and take the elastic energy
in the form

F = —'k»(V' n)' —-', X,(n I)'+ -2E((n —n. ) n,)'
(16.12)

where n, is a unit vector along the y direction. The last term
in Eq. (16.12) is thus quartic in the small deformation 613,
and will determine the rate of increase of the deformation
with field above H, . Dimensional arguments lead to the
rough estimate kii/E ~ P, where 1 is the layer separation
in the smectic. From Fig. 26 we may take the director in
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H

FIG. 26. Fredericksz transition in
a smectic A.

elastic free energy

E ~
= -' Z I:-4

I pa I'+ (Bq.'+ k&iqi'+ x.H'qi')
I
u., I'

+ iCq, u„p q]. (16.20)

u = sin8(x) ey ——cos8(x) . (16.13)

kii cos8(d/dx) Lcos8(d8/dx) j + (E + g~H ) si118 cosH

Substitution of Eq. (16.13) into (16.12) and minimization
of the elastic energy with respect to 0 leads to the equation

Using the equipartition theorem, we find the mean square
fluctuations

kiiT Bq,2+ kiiqi'+ x H'q~'
A Bqg + kiiqi4+ x H'qi'

(Iu" I') = —,Bq.2 + kiiq~'+ x,H'qi'

—Esin0 = 0. (16.14)
iCq, k~T

u~ap —a 4A Bq.'+ kiiqi'+ x,H'qi' (16.21)

If this equation is linearized in 0, it is found that a non-
trivial solution satisfying the boundary conditions is erst
possible when the field reaches the critical value

where B = B —( C'/A ) .

The mean square fluctuation of a layer is

H. = (~/d) (k»/x. )'" (16.15)
(u.') =, dq( I u„ I').

2~) ' (16.22)
which is the same as in the nematic case. From Eq. (16.14)
we obtain the erst integral

kii cos'8(d8/dx) ' = (E + x H ) (cos'8 —cos28~)

%e have introduced a cutoff q at short wavelengths where
the expressions (16.21) break down. Substituting Eq.
(16.21) in (16.22) and carrying out the integration, we find

—2E(cos8 —cos8 ), (16.16)
(u, ') I kiiT/4'(kiiB)'"j ln2q (, (16.23)

where 0 is the maximum distortion at x = 0. From this
equation we obtain the inequality

(x,H' + E) (cos8 + cos8 ) —2E ) 0

where $ is the magnetic coherence length. The mean square
Auctuations of a layer thus diverge in an infinite sample

(16 17) when H ~ 0.

which leads to

cos8 ) L1+ (x EP/E) j ' or 8 2 & 2xH2/E.

(16.18)

E. Fluctuations in srnectic A

In order to study fluctuations in a smectic A we introduce
the Fourier transforms of the fluctuations in density and
layer displacement

Ap(r) = V '"g exp(iq r) p, Pg = P—a

u, (r) = V '~'g exp(iq r)u, q &zg = &z—g (16.19)

Thus we expect 8 ' ( 2(l/$)', where ( is the magnetic
coherence length. At the transition $ d and thus 8 is
very small. This result is a consequence of the fact that it
costs a large energy to rotate the molecules relative to the
normal to the layers. The transition has been called a
"ghost" by Rapini and is probably not observable,

The instability of a layered structure, periodic in one
direction, has been discussed by Landau and Lifshitz
(1958, Chap. 13), de Gennes (1969b), and also in Sec. X
in the case of the cholesteric structure. The smectic struc-
ture is readily stabilized by a magnetic field or by bound-
aries. Using the numerical values B = 10" ergs/cm3, kii =
10 'dyn, y = 10 ' H= 1G, andy = 10'cm ' weland
( (u')) '" = 1 A which is small. These fluctuations can have
the effect of blurring the distinction between the "ordered"
(smectic) and disordered (nematic) phases. In finite regions
or in the presence of a field H it is possible for order to exist.
The transformation from nematic to smectic phases need
not be marked by a phase transition since there is no sym-
metry being broken.

F. X-ray scattering

The effects of fluctuations of the layers on the scattering
of x rays has been considered by Caille (1972). Denote
the position of the eth layer in a single domain smectic by
s„= nl+ u„,(8), where u„, is the displacement of the
layer and y = x, y. The intensity of x-ray scattering with
wave vector transfer q is proportional to

Substituting in Eq. (16.5) and integrating the elastic energy
density over the volume V of the smectic, we And the

E(q) =
I f I'g f d8 exp(iq. nl) exp(iq„. y) G„(8),

(16.24)
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where f is the molecular scattering factor (assumed iso- case is that of depolarized light scattering which is deter-
tropic) and mined by Be, or Be„,. From Eq. (16.21) we have

G.(9) = &«pizq. (u. (p, ) —uo(o)))) (16.25)
& I

Be**( ) I') = —,
Bqz + kllqz + gaH qz

{16.31)

gives the effects of &uctuations. Using a continuum ap-
proximation gas in Eq. (16.5) ), G„(p) = G(r), where This becomes large q, = 0 and then

G(r) = expf —
Eq '/(2zr)') f ~tf

X L1 —«p( —zq' r)) & I u;.' I' )l. (16.26)
& l

«-.(q) 1') = e-'7"sT/(k»q*'+ x.H') (16.32)

G(r) = exp( —M) (P/4zr'ns)x

= exp( —2M) (t/2zrp)'x

p2 (( (XS

p2&) uz (16.27)

where

The mean square fluctuations (with H = 0) are given in
Eq. (16.21), and (16.26) can be evaluated to give

which is of the same form as found in a nematic. The large
scattering occurs from the thermal undulations of the layers.
The condition q, = 0 could be achieved by scattering from
the surface waves on a smectic or by very precise alignment
of a single crystal. This latter condition is dificult to achieve.
From Eq. (16.31) we require the angle @ between q and the
layers to be @ =- q, /q~ (k»/. B)'tzq~ qt = 10 z —10 '.Bril-
louin scattering from the density fluctuations in a smectic
A has been observed by Liao et at. (1973) and will be dis-
cussed further below.

M = kzzTyzr/2BnP, X = kzzTzr/2BnP, n '= k-gg/B,

H. Dynamics of fluctuations in smectic A

and y is Euler's constant. The integral in Eq. (16.26) has
been cut off at q' = 2zr/l. M is the Debye —Wailer factor
in which we have set q, = 2zr/l corresponding to the first
Bragg reAection. The dependence of the x-ray intensity
on q is obtained by substituting Eq. (16.27) in (16.24). For
the two principal directions

I(q)
~ q, —(2zr/t)

~

'+x,
—1+2X

gJ ) q, = 2zr/t. (16.29)

In a smectic X 1 and the dependence of the intensity on
wave vector is anisotropic and very different from that in
a crystalline solid (where X = 0). The anisotropy arises
because the fluctuations of the smectic layers are more
strongly correlated in a direction perpendicular to the
layers than parallel. The anisotropy in the intensity- has
been observed by Diele et at. (1972a) . Close to the smectic-
nematic transition B—+ 0 and M and X both become large.
In this case the harmonic approximation used here is not
valid.

The equation of motion of the smectic A is

p(8z~/8t) + (B/tax, ) T;, = 0, (16.33)

The character of the modes of a smectic A depends on
the direction of propagation. We assume that the smectic
layers lie parallel to the xy plane. For a general direction of
propagation q„q. N 0 it was shown by de Gennes (1969b)
that there are two propagating sound wave modes and one
overdamped transverse viscous mode. The propagating
modes are a mixture of longitudinal and transverse modes.
In the case q, = 0 (propagation along the layers) there is
one propagating longitudinal mode, one overdamped shear
mode, and a very slowly damped undulation mode. In the
case q, = 0 (propagation perpendicular to the layers) there
is one propagating longitudinal mode and two viscously
damped shear modes. The smectic A is thus intermediate
between a solid (three propagating modes) and an isotropic
liquid (one propagating mode and two overdamped shear
wave modes) .

where n; is the velocity and T;,. is the stress tensor. The
reactive part of the stress tensor, T;; "~, is determined from
the elastic energy LEq. (16.6) ). Using Ap = —p(u, +
u„„, -+ u..) where u, = Bu /Bx, etc. and u„u„, and u, are
the displacements in the x, y, and s directions, we find

G. Light scattering in smectic A

The scattering of light is determined by the fluctuations
in the dielectric constant. By symmetry we can relate these
fluctuations to the fluctuations in the orientation, density,
and layer spacing u by T..'"' = —Ap'(u. .+ u,.-) + Cpu

T:,'") =——Ap'(u, .+ u„) + Cp(u. + 2u, ) —Bu„,
T. '"' = Lkzg (8'./Bx') —x H'( el/tl)x)u. z (1.6.34)

Bezz = Izgdp + b~ (Bu/Bs) )

Bezz |z[ imp + &i [ (Bu/Bs) ~

Be..= e.(Bu/Bx—),
Be,, = e.(etu/By)—,

We assume, without loss of generality, that the disturbance
is propagating in the xs plane and denote the wave vector

16.30 by q —= q, q„. Thus terms in u~~ are zero.

where ~ = ~( ( cJ is the anisotropy in the dielectric con- The viscous part of the stress tensor T;, ' is taken to be
stant and a and b are certain coe%cients. An interesting symmetric. The most general form consistent with the

Rev. Mod. Phys. , Vol. 46, No. 4, October 1974



M. J. Stephen and J. P. Straley: Physics of liquid crystals 683

uniaxial symmetry of a sniectic A is The two sound velocities thus satisfy the relations

T, ' '-& = —(zt, dp. + g d, n n, ) 8,,
—(r13dri + q4di, ini, ni) n, n, —ihd, i (16.35)

si + s3 = Ap + L(8/p) —2Cj cos 8

sPs~' ——(AB —C') sin'8 cos'8, (16.43)

where 0 is the angle between the direction of propagation
and the normal to the smectic planes.

Substituting Eqs. (16.34) and (16.35) in (16.33), and
assuming that the disturbance varies with time like
exp ( i~t—), we obtain the three equations

Lp + ('/2) A53~" = o,

zz. lpu' —Ap'q. '+ z~(q.'(ni+ q5) + 2q'v5) j
zz, EA p Cp —zoo(7J, + g., + —,zt, ) jq.q. —0,

zz*Lp~ pq'(Ap —2C) —73q z —q*'(k»q*' + x.H')

I iao, Clark, and Pershan (1973) have observed the
BriHouin scattering from monodoniain samples of P-methyl

(16.36) butyl p((p-methoxy benzylidine) amino) cinnamate in the
smectic A and 8 phases. Their results confirm that there
are two propagating sound waves in the smectic A struc-
ture, and they have measured the three elastic constants
A, 8, and C. The orientational dependence of the velocities
also agrees well with that predicted by Eqs. (16.43). In
the smectic 8 phase I.iao et al. observed three propagating
modes, which is consistent with the assumed crystalline
ordering within the layers of this phase.

+ ice (q.'qr + —,'q. 'q5) j —zz,fA p' —Cp

zCU (ztl + 93 + 295) jqxq»
I. Molecular field description of the smectic A

(16.38) Phase

(i) q, = 0. Equation (16.37) leads to a propagating
longitudinal sound wave mode with dispersion relation

~~' = pAq. ' —uvq. 'P(g, + g, )/pj. (16.39)

Equation (16.38) leads to two overdamped modes with
approximate dispersion relations

where qr ——gi + nz + zn + q4+ zt, . Equation (16.36) leads
to an overdamped transverse mode familiar in isotropic
liquids. We first consider Eqs. (16.37) and (16.38) in two
special cases:

The Maier —Saupe molecular field description of the
nematic phase (Sec. II) has been extended by McMillan
(1971) and Kobayashi (1971),to describe the smectic A
phase. An additional order parameter is introduced to
describe the positional ordering of the molecules in the
layered structure. As in the Maier —Saupe theory, McMillan
assumes that the ordering arises from the angular-dependent
attractive interaction between molecules. The specific form
for the potential used was

C
V(rAB, vA vB) = — (3 cos'8AB —1)

2~8/2~ 8

(us ———2i (kiiq. ' + x.H') /zI„ u~ = —(z/2p) q.q*'.
X exp( rAB'/—roz), (16.44)

(16.40)

These modes are very similar to the slow and fast relaxing
modes of nematics (see Sec. VIII). The slow mode in this
case is an undulation of the layers.

where C is a constant, rA~ is the distance between the centers
of mass of the molecules A and B, OAI~ is the angle between
their molecular axes vA and v~, and ro determines the range
of the force.

In the molecular field description the potential (16.44)
is replaced by an effective potential for a single molecule

(ii) q, = 0. Equation (16.37) leads to a viscously damped
transverse mode of exactly the same form as Eq. (16.36), as
must be the case from'symmetry. The longitudinal sound
wave mode is described by Eq. (16.38) and has dispersion
relation

V(rA vA) ~V'I' f «B dvBP(rB vB) V-(rAB vA'vB),

(16.45)

where P(r, v) is the probability of finding a molecule at r
with orientation v and iV~ is the number of molecules. We
will assume that the smectic A phase is uniaxial and that
the positional ordering takes place in planes normal to the
s axis. In this case the probability P only depends on the
coordinate s and the angle 0 that the molecule makes with
the s axis; it can be expanded in a Fourier series:

aP + i~q 'ztT/p —q, 'L.-AP+ (B/p) —2Cj = 0. (16.41)

(iii) q, q, & 0. In the case of a general direction of
propagation, Eqs. {16.37) and (16.38) lead to two propagat-
ing sound wave modes. To determine the velocities of these
modes, we neglect the viscosity coe%cients and the small
terms in A~I and H'. The dispersion relation for these modes
is P(r,v) = (1/2zrV) LPi'i(8) + P"'(8) cos(2zrs/l) + ~ ~ ~ j,

(16.46)~' —~'l Apq. '+ L &p+ (&/p) —2Cjq.-'l

+ (+A Cz)q zq 2 0
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can also be written in this form

V(r, v) = V(s, 0)

= Vp(0) + Vi(0) cos(2irs/l) + ~ ~ ~,

where

Vp(0A) (A /2ir) f drB dvBP (0B) V(&AB, vA 'vB)

Ui(0A) = (2U/2ir) I drB dvBP "(0B)V (rAB, vA vB)

&& cos(2'/i) (sA —ss), (16.47)

and A is the number density. With the potential assumed
by McMillan, Eq. (16.44), we find

Vp(0) = —Ap5(1 —~P sin'0),

Vi (0) = —A pcxo. (1 —
2 sin'0), (16.48)

where Ap ——iVC, n = 2 exp/ —(7rrp/l)'j, and the order
parameters are defined by

sin0d0P&P' (0) (1 —
2 sin'0)

sin0d0P"'(0) (1 —~P sin'0) . (16.49)

P(r, v) = (L/2irVI) exp( —V(s, 0)/kT), (16.50)

where L, is. the length of the specimen in the s direction
and the normalization constant is

sin0d0 expi —V(s, 0) /k Tj. (16.51)

Comparing Eq. (16.46) and Eq. (16.50), we have

L
PiP&(0) = I ' ds expL —V(s, 0)/kT]

The order parameter 5 describes the orientational ordering
and is the same as that of Maier and taupe. The order
parameter cr is related to the ordering of the molecules into
layers and is a measure of the amplitude of the density wave
along s.

The theory is made self-consistent by choosing the dis-
tribution function to be

F = —(Ap/2) (5'+ no') —kT lnI. (16.54)

The two equations (16.53) have been solved numerically
by McMillan to obtain the order parameters, transition
temperatures, entropy, and specific heat. Two parameters,
Ao and n, enter the theory. The nematic —isotropic transition
temperature T, is determined by Ao. The other parameter
n = 2 exp) —(7rrp/i)'j varies between 0 and 2 and deter-
mines the smectic —nernatic transition temperature TSN.
TsN is an increasing function of o. and coincides with T,
for n = 0.98. The smectic —nematic transition is of second
order for o. & 0.7 and of first order for 0.7 ( n & 0.98. The
orientational order parameter is continuous at a second-
order smectic —nematic transition and changes discontinu-
ously at - a first-order transition. Possible second-order
nematic —smectic phase transitions have been reported by
Doane et al. (1972) in the homologous series 4-m-alkoxy-
benzylidene-4'-phenylazoaniline and by Cabane and Clark
(1973) in 4-nitrile-benzilidine-p-1V octyloxy-aniline.

McMillan has argued that the layer spacing / is deter-
mined by the length of the molecule while the range of the
force ro is determined by the interaction of the central
core of the molecules. On this assumption n increases with
increasing length of the molecules in a homologous series of
compounds in which the central core of the molecule is the
same and the length is determined by the attached alkyl
chains. This is in qualitative agreement with the phase
diagrams of homologous series studied by Arnold (1968) .

Recent x-ray measurements by McMillan (1972) on
cholesteryl myristate indicate that the order parameter
varies more rapidly with temperature in the smectic phase
and exhibits a smaller jump at T&N than predicted by the
above model. The reason for the large jump in the order
parameters at T~N in the model is the strong correlation
between the orientational and positional order parameters.
McMillan (1972) has modified the above model by including
an attractive s-wave potential, which relaxes this correla-
tion, and obtained better agreement with experiment.

There are three possible solutions to these equations.

(a) 5 = o. = 0 isotropic liquid phase.

(b) 5 W 0, o. = 0 nematic phase.

(c) 5 A 0, o- & 0 smectic phase.

The most stable phase is that which minimizes the free
energy per particle

Pi''(0) = 2I i ds cos(2irs/l) expt —V(z, 0)/kT).

(16.52)

When these results are substituted in Eqs. (16.49), we
obtain the two self-consistency requirements

sin0d0 expi —V (s, 8) /k Tj( 1 —g sin 0j

J. Landau theory of nernatic-smectic A transition

The Landau theory of the nematic —smectic A transition
has been considered by de Gennes (1972a) and McMillan
(1972). A useful analogy between smectics A and super-
conductors has been pointed out by de Gennes (1972a) . The
order parameter in a smectic A determines the amplitude
of the density wave. Retaining only the lowest Fourier
component, we can write the density as

ds sin0d0 exp/ —V (s, 0) /k Tj
p(r) = pp+ —',Lexp(2iris/l)x(r) + c.c.g, (16.55)

0 0

X cos(2~s/l) (1 —~P sin'8). (16.53)
where po is the average density and the order parameter
y(r) is a complex quantity slowly varying in r. The phase
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of p determines the position of the layers. Near the nematic-
smectic transition we assume that y is small and expand
the free energy density in powers of p.

g = a-+ A (T) I x I'+ -', B
I x I'+ -'m~ '

I
»/~z I'

+ -', m l I
La/a* —(2~'/t) ~n, )x I3

+ I L~/~3 —(2~3/~) ~nw)~ l3l, (16.56)

i '+n. dl = 0 (16.57)

where the integral is taken around a closed circuit in the
smectic. This condition is equivalent to the fiux quantiza-
tion in a superconductor.

where g„ is the free energy density of the nematic state. It
has been assumed that the smectic layers are parallel to the
xy plane and the fiuctuations in the director, be, ,„, are
included in order that the free energy be invariant under
small rotations of the layers. The condition that p is small
is satisfied in the nematic state and in the smectic state if
the transition is of second order. We assume that the coeK-
cient A(T) = A'(T —TsN*), where TsN* is close to the
nematic —smectic transition temperature (for a second-order
transition TsN" = Tsw) and B, m~, m, are constants.

The free energy I Eg. (16.56)) is of exactly the same
form as the Landau —Ginzburg free energy density for a
superconductor (de Gennes, 1966) if we identify bn with
the vector potential. This analogy can be carried further:
the condition that the layer separation in the smectic is
constant is

(1) A splay deformation does not couple to the order
parameter

I y I
if the phase of y is chosen appropriately.

Thus a splay deformation, i.e., undulation of layers or
focal conic structure, will not aRect TSN.

(k/2) (curln)' A'LTsN(k))/2B (16.59)

with k = k», k» for twist and bend, respectively. In the
smectic state the twist or bend is excluded. This is the
analog of the Meissner eRect in superconductors.

(b) If gc ) 1/V2 the smectic behaves like a type II super-
conductor and shows a mixed state. In the smectic mixed
state the deformation h is relaxed by the formation of a
regular array of dislocations. Thus if a deformed nematic
state is cooled, a second-order transition to a smectic mixed
state occurs at a tempej. ature T&N' ' given approximately
by

or

(2) As in a superconductor the ratio x = P/f plays an
important role. When h = (23r/l) curl n is nonzero (i.e. , in
the presence of twist or bend), two types of behavior can
occur depending on the value of ~.

(a) If x ( 1/v2 the smectic behaves like a type I super-
conductor and the nematic —smectic transition is first order
for finite h. The transition temperature TsN(h) is deter-
mined by equating the free energies of the deformed nematic
state and the smectic state:

In the presence of elastic distortions the free energy
density LEq. (16.56) ) must be supplemented by the elastic
free energy density

A'(TsN —TsN& &) = (1/2m)
I

k I, (16.60)

g, ~
= 3kii(& n)'+ —,'k33(n. curl n)'+ —,'k33(n x curl n)'.

(16.58)

It is useful to define a quantity h = (23r/l) curl n, analogous
to a magnetic field, and then the last two terms of Eq.
(16.58) are equivalent to the magnetic field energy density
in a superconductor.

Two important types of lengths enter into Eqs. (16.56)
and (16.58):

(a) coherence lengths g = L2mA(T)) '~3, where m may
be either m~ or m&. These lengths determine the distance
over which a local perturbation affects

I g I. For example,
the core of a dislocation in the smectic phase is of dimension

(b) penetration depths X = (1/23r) (mkB/A)'". A small
twist or bend deformation applied to the surface of a smectic
penetrates a distance X into the bulk smectic (k is the
appropriate elastic constant; k33 for twist and k33 for bend) .

The order parameter and director are determined by
minimizing the free energies (16.56) and (16.58) . The
resulting equations have been extensively studied in the
theory of superconductivity (de Gennes, 1966), and this
analogy leads immediately to the following results in the
case of a second-order transition.

where m = m3 for twist and m = (m~m, )'~3 for bend de-
formations. If the deformation described by h takes place
over a distance d, then k 23r/d/ Using the. estimate
2mA'Tsi; $0

'
L

' the decrease in the transition tem-
perature is

(TsN —TsN' ')/Tsw = &/d (16.61)

which may be measurable.

(3) The twist and bend elastic constants k33 and k„are
analogous to the susceptibility in the superconducting
case. In the nematic phase, at temperatures. just above
TsN, fluctuations will lead to an increase in these elastic
constants. This is the analog of fluctuation diamagnetism
in superconductors (Schmid, 1969). The order parameter
vanishes on the average in the nematic state, but close to
T~N fluctuations lead to the formation of smectic droplets

, of size $. These droplets do not accept twist or bend de-
formations, and thus give rise to an increase in the elastic
constants k» and k». The order of magnitude of the
eRect is simply estimated as follows: the free energy
density associated with a deformation Bnof extent , $ is
(1/2m) (23r/l)38n3

I y I'. This leads to a contribution to an
elastic constant of Bk (1/2m) (23r/l) 'p

I y I'. The free
energy required to produce a fluctuation in

I x I' of volume
is A(T)

I x I'P kiiT, which gives
I g I' 2mkiiT/P.

Thus we obtain the estimate Bk~ (23r/l)'kiiT$. The exact
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results (de Gennes, 1972a) are

ak2s ——(7rkii T/6ntgP) Lmi/A ( T) j'"
akss ——(7rkii T/6p) fntiA ( T) ) '" (16.62)

k=n

/ / // FfG. 27. Assuiued strilcture of a sruec-
tic C liquid crystal.

//////// / -, :"
In each case the fluctuation contribution is predicted to
increase as (T —TsN) ". The molecular field description
gives v = ~, while an analogy with critical phenomena
suggests v

A large increase in the bend elastic constant near the
smectic A transition has been observed in p-butoxyben-
zylidene-p'-p-methylbutylaniline (BBMBA) (Cheung and
Meyer, 1973) and in p-cyanobenzylidene-p'-octyloxy-
aniline (CBOOA) (Cheung, Meyer, and Gruler, 1973;
Cladis, 1973) using the Fredericksz transition technique. In
BBMBA the nematic —smectic A transition is weakly first
order and the exponent v ~. In CBOOA recent volumetric
studies (Torza and Cladis, 1974) show that the transition
is also (very weakly) first order. The temperature de-
pendence of the bend elastic constant in the purer samples
(Cladis, 1973) gave an exponent p —,'. The splay elastic
constant in these materials showed no anomaly as expected
theoretically. The twist elastic constant in CBOOA ha, s
been measured by Rayleigh scattering by Delaye, Ribotta, ,
and Durand (1973). The fluctuation contribution was
found to diverge with an exponent v 3.

(4) The liquid structure factor 5(q) has been measured
by x-ray scattering in several liquid crystals by McMillan
(1972, 1973) . Strong pretransitional scattering was ob-
served in the nematic phase just above T&N and interpreted
using the Landau theory. From Eqs. (16.55) and (16.56)
the contribution to 5(q) from fluctuations in y is (neglect-
ing director fluctuations)

1. Eulerian descriPtion

The unperturbed smectic C structure is taken to be a
planar layered structure with the s axis perpendicular to
the layers. YVe introduce two unit vectors ~ and n; x is
normal to the layers and n is along the preferred direction
of the molecules as shown in Fig. 27. In the unperturbed
sta, te K = Kp is along the s axis, and D = np lies in the xs
pla, ne making an angle Op with xp. A small elastic distortion
is described by the components ~, ~„of ~ and be = e
'Esp, e„and Be, = e, —ep, of n. In the Oseen description
the constraints are

(a, ) n' = 1; i.e., ns. Bn = gn, sings + an, cosgs ——0.

(16.64)

(b) n x = cosgs, i.e., the tilt angle is constant. Together
with Eq. (16.64) this gives

Be. = it cosop

Be, = —~ sinop. (]6.65)

In order to be consistent with the elastic theory for nematics
. (Sec. III), we use an alternative Eulerian description based
on the director. This is compared below with the Orsay
theory in Sec. XVI,K2.

k~T
5(q) =

~ (T) (1+ «'Ll v I

—(2 /i) j'+ «Vl
'

(16.63)

(c) curl x = 0; i.e., the distance between layers is con-
stant. In terms of the components ~ and ~„, this condition is

where (~ and p, are the two coherence lengths. The scattered
intensity as a function of q is a Lorentzian centered at the
position of the first Bragg peak. McMillan (1973) has
obtained values for A, $&, and $& from the x-ray data on
p-n-octyloxybenzylidene-p'-toluidine and confirmed the
wave vector dependence in Eq. (16.63). The observed
temperature dependence of these parameters in this liquid
crystal agreed with the molecular held predictions.

Bx,/az = Bxy/Bz = 0

ax,/ay = Bx„/Bx (16.66)

a, = an„/ay

a4 = a/c~/Bx

as = Bn, /Bz

as = Bxy/By

as = BNy/ax

We can thus define six independent curvature strain com-
ponents

K. Elastic theory of smectics C a, = —,'(ax, /ay+ ax„/ax). (16.67)
In the smectic C structure the preferred direction of

alignment of the molecules is tilted away from the norma, l

to the layers. A smectic C can then be biaxial (Taylor,
Fergason, and Arora, 1970) whereas a smectic A is uniaxial.
The elastic theory of smectics C has been considered by the
Orsay group (1971b) and by Rapini (1972) . This theory is
the analog of the Oseen description of smectics A, and all
changes in internal parameters (density, interlayer distance,
and tilt angle) are neglected. The Orsay group used the
Lagrangian. description for the elastic stra, ins in which a,

vector Q(x, y, z) describing the local rotation is introduced.

We now proceed, as in the nematic ca,se, to expand the free
energy density up to terms quadratic in the curvature
strains:

6 6

g=gaa, + —', Q rr,;aa, , (16.68)

where the n are the curvature elastic moduli. The symmetry
properties of the smectic C structure places restrictions on
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these elastic moduli which may be determined as in the The constraints (16.66) can now be written
nematic case. For nonpolar, optically inactive molecules
all the linear terms vanish and the most general expression Q„= Qy
for the elastic energy density contains nine elastic constants: 0 —0 —0 (16.73)

+ 24K44Kxx + 241155Kyy + rZ45KxxKyy + 4K14tZ»yKxx

+ ~15+yy Kyq (16.69)

where ny, = Bl5y/Bx etc. Certain terms which only con-
tribute to surface energies have been neglected. The first
four terms in Eq. (16.69) refer to rotations of the director
without any distortion of the layers. The elastic moduli
u44, F55, and n45 refer to undulations of the layers, and the
last two terms are cross terms between these two types of
elastic strains. The stability of the smectic C structure
imposes the following inequalities on the elastic moduli:

where Q „=BQ /By etc. Substituting these results in Eq.
(16.69) gives

g 2 ~llQxx + 2 ~21Qxy + 2~ 12Qyx + 2BlQzx + 2B2Qzy

+ -'2B,Q, ,2 + B15Q..Q..+ C1Q..Q..+ C2Q „Q.„
(16.74)

C 41'55 + 24X45 + 2C4114, +21 = & 4yll + 4K55 + 2~4K15&

where we have used the notation of the Orsay group for
the elastic moduli. The relations between these elastic
moduli and the cz,; are (with s = sin8p, c = cos8p)

~11) ~22 ~22O'33 + ~23 ) n11n44 Q A'142

212 ——n44,

B13 = S &232

B1 —'S &33)2 B2 S CX11)
2

Ci = —s(c~55+ ~14),

B3 = S CX22)
2

(41114155 4K15 ) (41114K44 ll'14 ) ) (41114145 41144115) C2 S(C4111 + 5515) ~ (16.75)

g = -'24111(&.ni)'+ -2'a22'(n„curlni)'+ 24155(44o curln„)'.

4193 (ni ~ curl nl ) (44p' curl ni), (16.71)

where n22' sin'9p = cx22 o,23 sin0p ——n23. The first three terms
of Eq. (16.71) are analagous to splay, twist, and bend in
nematics, respectively. These types of rotations were first
discussed by Saupe (1969) . This expression may be general-
ized to a cholesteric type of smectic C where the tilt
angle varies linearly with s by replacing n& curl n& by
ni ~ curl n~ + ton„' where the full pitch is 27r/tp.

Z. Lagrangian descrijtion

The Orsay group (1971b) has used the Lagrangian
method to describe the strains in a smectic C. In this de-
scription a vector Q(r) whose direction gives the axis of
rotation and whose magnitude gives the angle of rotation
of the medium at r is introduced. The elastic energy density
can. be written in terms of 0 by noting that the changes in
the unit vectors x and n are related to 9 by

The elastic energy is used below to discuss some possible
types of Fredericksz transitions induced by applying a
magnetic field to a smectic C (Rapini, 1972). As in the
smectic A case, all transitions involving a distortion of the
layers are probably not observable, as the distortion of the
molecular alignment increases very slowly with increasing
field. Thus for the discussion of the Fredericksz transition
we need only retain the first four terms of Eq. (16.69) . It is
convenient to introduce a vector ni = n —(n vp)44p which
lies in the plane normal to xp and satisfies a&' = constant.
In vectorial notation the elastic energy density is

L. Fredericksz transition in smectic C

g = 241»s (B@/Bs) 2H Lxls c (1 —cos@) + )rps' sin 4t

&& xp(s' cosP + c') 7. (16.76)

Retaining only the terms quadratic in @ in Eq. (16.76), the
critical field is found to be

There are a. wide variety of geometries in which an ex-
periment to measure the distortion produced by an applied
magnetic field (Fredericksz transition) can be made. A
number of important. cases has been considered by Rapini
(1972) . The smectic is confined between parallel glass
slides, and it is supposed that the boundary conditions at
the glass are such that the molecular orientation is fixed
at the boundary. Rapini has shown that all transitions
requiring a distortion of the layers are probably not ob-
servable because the distortion of the molecular alignment
increases very slowly with increasing field. The interesting
cases thus involve a rotation of the preferred direction n
about the normal to the layers. We denote the three princi-
pal susceptibilities of the smectic by p, , i =' 1, 2, 3. y3 Is
the susceptibility along n, y1 the susceptibility perpendicular
to n in the xs plane (Fig. 27), and X2 is the susceptibility
perpendicular to both these directions. The type of
Fredericksz transition depends on the relative orders of
magnitude of these susceptibilities. %e consider three
principal geometries in Fig. 27 in which the enclosing glass
slides are parallel to the layers.

(a) H
~~ no If X2 ) y5 the field will induce a twist of the

director n about the s axis. Introducing 451 = sin8p cos@(s),
45» = sin8p sing(s) in the elastic energy (16.71), and in-
cluding the magnetic energy, we find (again s = sin8p,
c = cos8o )

K —Xp = 0 X ~p

n —np ——0 x np. (16.72)
(16.77)
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(b) H J ne with H in the xs plane. If x2 ) xi the field
will induce a twist of n about the s axis. The critical field
may be shown to be

(16.78)

diamine, has been observed by the Orsay group (1973).
From the observed polarization selection rules the scattering
could be attributed to the thermally excited twist fiuctua-
tions discussed above. The fluctuations are purely damped
as in nematic liquid crystals.

7l $ &22 1/2

II, =—
d y&C y3$

(16.79)

In general we expect x3 ) x2 x, in which case (a) will
not occur and (b) may not occur, or occur only for ex-
tremely large fields, and the important case is (c). We
refer the reader to the article by Rapini (1972) for a dis-
cussion of other geometries in which a Fredericksz transition
may occur.

M. Fluctuations in srnectic C

The Fourier transforms of the fluctuating quantities ey,
K, and K„are introduced in the elastic energy LEq. (16.69)5:

2 Z L(ee»q. ' + ei»q. ' + ei&3q*' + 2ceieq*q. ) l n!~q I'
q

+ ce44qz l Kzq
l
+ cx55qy

l Kpq l + 2cx45qzqyKzqKg q

+ 2ni4qzq„Kzqn„q + 2ce»q, 'K„qny q5 . (16 80)

(c) H along y axis. The field can again induce a twist in
n around s. The critical field is

N. Landau theory of smectic A-C transition

(16.84)

where gA is the free energy density of the A phase and u
and b are temperature-dependent parameters. The free
energy is independent of the angle P. In the presence of
spatial variations of the order parameter the distortion free
energy density may be taken in the same form as for nema-
tics (de Gennes, 1973) l see Eq. (4.1)5. In the present case
the director has the form n = (x, x„, 1) and substituting
in Eq. (4.1) we find

The ordered smectic C state can be described by giving
the magnitude 0 of the tilt angle of the molecular axes with
respect to the normal to the smectic planes and the azi-
muthal angle P of the direction of the molecular axes. An
appropriate order parameter to describe the order in
the smectic C state is thus the complex number y = sine
exp(iP) = x, + ix„(de Gennes, 1972b; 1973). Assuming
that y is small near the transition temperature T~g the
free energy density is expanded in powers of y ..

a = a~+ ~
I x I'+ —:b

I x l',

(ln-l'& = k~T
(16.81)

ceiiq, + ei22q + ei33q* + 2~23q*q

(b) q, = 0. In this case it is possible to have fluctuations
in which ~ q, f~yq ~ 0. These .Auctuations are undulations in
the layers a,nd are quite similar to those occurring in a
smectic A.

The fluctuations in the dielectric constant are

The constraint (16.66) requires that K q
= K« ——0 unless

q, = 0. We thus consider the two cases:

(a) qz W 0, K« = K„q = 0. The only fluctuations that
occur are constrained to take place without distortion of
the layers. The mean square fluctuations in e.„are

PA
= 2&i(elX*/»+ elXM/8')'+ 24(elx*/eely —elX,/»)'

+ 2&3((~X*/~&)'+ (~X./Bs)'). (16.85)
I

It was first pointed out by Parodi (see de Gennes, 1973)
tha, t three elastic constants are involved.

De Gennes (1972b) pointed out that the ) transition
in He is described by a similar two-component order param-
eter, and he suggested that if the A—C transition is of second
order, the critical exponents may be the same as those in
4He. From Eq. (16.84) and the analogy with 4He the follow-
ing results a.re obtained:

(a) The tilt angle (order parameter) just below T~o
is given by

Be;, = e (no, Bn; + np, Bn, ), (16.82) (16.86)

where e, is the dielectric anisotropy (the structure is as-
sumed approximately uniaxial) . The components are given
by

with P

(b) The mean square fluctuations in x of wave vector q
1

in the A phase close to T~c are

BE~~ = 26aSCK~)

B&xy Ga$ +y )

Beyy = 0, Be,, = —2e $cg.

BEy z = &aCQy.Bezz eg(C S ) ,Kz&l
&Ix. l') = ~ T/~(2') -(2' —2' )-, (16.87)

(16.83)

The most interesting fluctuations, special to the tilted
smectic C structure, are those involving e, . These would
appear in depolarized light scattering (involving Be „or
Be,,). These fluctuations probably explain why the smectic
C phase is more turbid in, appearance than the A phase,
where strong fluctuations and scattering can only occur
when q, = 0.

The Rayleigh scattering of light by a srnectic C liquid
crystal, 4 —4' decycloxybenzilidene 3 chloro phenylene- x* = »» = r'x-H*H. /~(&) —(& —T~c)—+. (16.88)

with y 1.3. The mean square fluctuations in the di-
electric constant, Be, and Bey., are proportional to Eq.
(16.87), and a strong divergence in the intensity of de-
polarized light scattering close to T~c, should occur.

(c) If a magnetic field H is applied in the xz plane,
to first order in y, an extra magnetic energy density

2x,H,H. (x+ x*) must be i—ncluded in Eq. (16.84). This
fielel produces a nonzero tilt angle in the A phase (ignoring
distortion of the layers)
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For H = 104 G and T —T~c = 1'K, de Gennes (1972b)
has estimated 0~ 3.10 4 rad which may be detectable.

The smectic A—C transition may be more complicated
than that considered here: a discontinuous change in the
layer spacing may occur; or the fluctuations in the layers
and the anisotropy in the fluctuations may be important.

. XVII. ELECTROHYDRODYNAMICS

Xematic liquid crystals subjected to dc and ac electric
fields exhibit several important effects involving the aligning
effects of electric fields, the fiow of ions (either ionized
impurities or intrinsic charge carriers), and the induced
hydrodynamic Qows. Compared to the behavior of isotropic
liquids under electric fields, liquid crystals exhibit a much
larger variety of phenomena which lead to some interesting
electro-optical applications.

%e have already briefly mentioned the aligning effects
produced by an electric field in nematics in Sec. III. The
dielectric anisotropy, e = ~) ) 6J where &i ~

and eJ are
the dielectric constants parallel and perpendicular to the
director, may be positive or negative. If an electric field
is the most important aligning force on the molecules, the
axis along which the- dielectric constant is a maximum
would be expected to become parallel to the applied field;
i.e., if e & 0, the molecules would align parallel to the
field; while if e ( 0, the molecules would align perpendicular
to the field. This does occur when alternating fields of
sufficiently high frequency are used (see below). On the
other hand, for dc or low frequency fields PAA, MBBA, and
other nematics with negative dielectric anisotropy tend
to align with the preferred axis parallel (rather than per-
pendicular) to the field. This anomalous alignment has
been studied extensively by Carr and co-workers (Carr
1967, 1969, and references cited therein). It was first pro-
posed by Zwetkoff and Mikhailov (1938) that the anoma-
lous alignment is due to the anisotropic conductivity of a
nematic. Carr (1963) and Carr and Chou (1973) by a
study of doped nematics, have shown experimentally that
electrical conduction plays an important role in the anoma-
lous alignment of a nematic in an electric field. Above a
critical frequency of the field, which is determined by the
space charge relaxation time, the behavior in external
fields can be explained by considering only the dielectric
properties.

The conductivity of a nematic is generally larger parallel
to the preferred axis than perpendicular. Exceptions appear
to be those nematics which show a smectic C phase at lower
temperatures (Rondelez, 1972). The dielectric anisotropy
and resistivity anisotropy have been measured in MBBA
by Diguet ei al. (1970) and Rondelez, Diguet, and Durand
(1971), and in PAA by Meier and Saupe (1966) and by
Sussman (1971). The anisotropy in the conductivity of
PAA is in accord with the anisotropy in the viscosity found
by Miesowicz (1946) (the viscosity is least for sheared
flow parallel to the director in PAA) . Helfrich (1969a) has
discussed a theoretical model which includes the effects of
ion currents in the nematic and the anisotropy in the con-
ductivity and dielectric constant. He showed that the
torques on the molecules arising from the ion current may
more than offset the torque arising from the electric field

thus explaining the anomalous alignment of nematics with
e ( 0 in low frequency fields.

Since the first experiments of Williams (1963), a large
amount of work has been devoted to the study of electric
instabilities in nematics. These effects have potential
applications in display devices (Heilmeier, Zanoni, and
Barton, 1968) . Three main types of instabilities have been
observed in nematics: the first occurs in dc fields, the second
in ac fields of low frequency, and the third in ac fields of
higher frequency. The most important observations on
these instabilities have been summarized by Rondelez
(1970) and the Orsay Group (1971c):

(a) dc fields. Williams (1963) studied a nematic con-
fined between two electrodes and observed that there is a
threshold voltage ( 5 V) above which a convective in-
stability occurs: the nematic breaks up into regular patterns
or domains visible in polarized light with direction of polari-
zation parallel to the initial direction of molecular alignment
(Teaney and Migliori, 1970). The patterns may be hex-
agonal, linear, or intermediate and depend on the surface
state of the electrodes. These patterns are produced by
twin rotating flows of opposite angular momentum (Durand
et a/. , 1970; Penz, 1970)) which may interact to give the
observed patterns. At higher voltages the stationary flow
patterns give way to turbulence. In the turbulent state
the light scattering by the nematic is very strong and has
been called "dynamic scattering" by Heilmeier et al. , (1968) .
The scattering of light above the dc threshold has also
been studied by Bertolotti et al. (1971a,b) .

The flow patterns described above persist when the
nematic is heated above the nematic-isotropic transition
(Koelmans and van Boxtel, 1971); This observation sug-
gests strongly that the mechanism for this instability is
not specific to the nematic phase. Convective instabilities
in normal liquids have been studied extensively by Felici
(1969) and have similar features. The observations of
Gruler and Meier (1971) of a voltage threshold for the
onset of hydrodynamic flow in nematics with both positive
and negative dielectric anisotropy is consistent with this
view. The dc instability disappears when blocking electrodes
(electrodes separated from the nematic by thin insulating
sheets) are used (Rondelez, 1970) .

In the presence of a magnetic field two threshold voltages
can be distinguished (Orsay Group, 1971c).The threshold
voltage for the appearance of hydrodynamic flow is inde-
'pendent of the field up to 20 kG, the highest field used.
The threshold voltage for the appearance of the optical
patterns increases with the field. For zero field the two
thresholds coincide. This field effect can be simply under-
stood: above the threshold for hydrodynamic flow a shear-
flow induced torque acts on the molecules; misalignment
of the molecules takes place when the shear rate (and thus
the applied voltage) is large enough to overcome the align-
ing effects of the magnetic field and the elastic torque.

(b) Low frequency dc fields. When a, low frequency ac
field is applied to a nematic with e ( 0 a threshold voltage
( 7 V) above which optical patterns and hydrodynamic
flow sets in is observed (Williams, 1963). No threshold
voltage is observed if initially the director is parallel to
the applied field and e & 0 (Gruler and Meier, 1972) . The
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spatial period of the optical patterns and Qow are of the
order of magnitude of the separation between the electrodes
(50—100 pm). In appearance this instability is very much
like that occurring with dc fields; it can be distinguished
from the dc one through several observations of Rondelez
(1970) and the. Orsay Group (1971c): (i) the threshold
voltage is unaffected when blocking electrodes are used;
(ii) there is no convective instability in the isotropic phase
of the nematic; and (iii) in the presence of an external
magnetic field, the thresholds for the appearance of periodic
deformations and hydrodynamic Qow increase but they
always coincide.

These results show that this instability is characteristic
of the nematic phase and that injection of charge carriers
at the electrodes is not required. This would indeed be
expected to be the case as soon as the period of the field
is shorter than the transit time of a charge carrier in the
nematic. It is also observed that the voltage at which this
instability occurs increases with the frequency of the ac
field up to a cutoff frequency co,. The cutoff frequency has
been shown, by suitably doping the nematic with ionizable
molecules, to be proportional to-the conductivity of the
nernatic (Teaney and Migliori, 1970; Heilmeier and Hel-
frich, 1970) . In the Orsay Group experiments with MBBA
(1971c),sr, was varied from 50—3000 Hz.

(c) Higher frequency ac fields. At higher frequencies
(&v ) cu, ) and voltages of the applied ac field, another type
of instability occurs (Heilmeier and Helfrich, 1970) . It is
commonly called the "fast turn off mode" for reasons which
will be explained below. The onset of instability in this
case is observed optically (Orsay Group, 1971c) by the
appearance'of parallel striations of a short spatial period
( 3 pm). The period of these striations is much shorter
than the period of the patterns observed by Williams in
the dc and low frequency ac cases (~50 ym). Slightly
above threshold the striations bend and give what the
Orsay Group have called "chevrons. " This instability has
been extensively investigated by them in MBBA (Galerne,
1973) . Using samples of different thickness they have shown
that the threshold depends on the field rather than the
voltage as found in the dc and low frequency ac cases.
Again the injection of current carriers at the electrodes is
unimportant and the instability is characteristic of the
nematic phase and does not exist in the isotropic phase. The
field threshold increases with frequency like ~'". An applied
magnetic field does not change the value of the threshold,
but. increases the spatial period of the optical striations.

To summarize this discussion of the instabilities in nema-
tics, the observations indicate that the dc instability is
not specific to the nematic phase but also occurs in normal
liquids. On the other hand, in the two ac regimes the in-
stabilities are closely related to the anisotropic character
of tile nematic phase.

A. Convective instability in a normal liquid

A nonpolar liquid or nematic in the isotropic state is
confined between two parallel plane electrodes of infinite
extent (to avoid any edge effects) separated by a distance
d. Electrons or ions are injected into the liquid from one
electrode (we only, consider the case of unipolar injection)
giving rise to a gradient in charge across the sample such
that the charge density is greatest at the injecting electrode.
As the voltage across the electrode is increased, the apparent
mobility of the ions increases and above a critical voltage
Up cellularlike hydrodynamic fl.ow can be observed in the
liquid. This effect has been studied theoretically by Felici
(1969) and experimentally by Filippini et al. (1969). It
can be understood as follows: suppose a Quctuation in-
creases the charge density q in a region to q + Bq: then this
region will be dragged by the field and at the same time the
charge Quctuation will tend to decay to the local charge
density. For voltages V ( Vp, the motion of the charge
Quctuation is suSciently slow that it has time to decay
to the local charge density. When V ) Vp, the motion of
the charge Quctuation relative to the gradient of the local
charge density is suKciently" rapid that the Quctuation
never decays to the local value. Convective Qow of the
Quid is set up. The critical voltage for this to occur has been
calculated by Atten and Moreau (1969, 1970). We will
give a simplified derivation.

We begin by discussing the hydrodynamic equations in
the presence of electric fields. The current of the injected
ions is given by

J"' = q(E'E+ v), (17.1)

where q is the ion charge density, E is the ion mobility, E
is the electric field acting on the ions in the Quid, and v
is the fluid velocity. The last term of Eq. (17.1) arises
because the ions will relax by collisions with the molecules
of the Quid to the local Quid velocity. The ions will satisfy
an equation of continuity

(Bq/R) + V J"' = 0. (17.2)

The electric displacement D in the nonpolar Quid satisfies
Poisson's equation

v.D = 4~q. (17.3)

of introduction we first discuss the convective instability
in normal liquids. In 8 the Helfrich model for electrohydro-
dynamic effects in nematics is presented. In C this model
is used to discuss the dc instability and (in D.E.F.) the
ac instabilities in nematics (for e, ( 0). In G the case) 0 is considered, and in H instabilities of cholesterics
and thermal instabilities are brieQy discussed.

Helfrich (1969a) has discussed theoretically the effects
of the anisotropy in the conductivity and dielectric constant
on the dc instability in nematics. The Orsay Group (1970)
and Dubois-Violette et al. (1971) have extended the Hel-
frich model to the ac case and discussed the ac instabilities.
A simple discussion has been given by de Gennes (1970a).
In the remainder of this section, in subsection A, by way

(8/Bt) (pv) + (8/0x;) T;, = 0, (17.4)

where p is the Quid density and T,; is the stress tensor. For

The equation of motion of the fluid (which we regard as
incompressible) is
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a simple incompressible fluid the stress tensor is

T,, = Pa,; + pv, v, —it(av, /ax, + Bv,/olx, ) + T,,",
(17.5)

2. Convective instability

Linearize Eqs. (17.7)--(17.9) about the static solution
(17.11) by setting

where I' is the pressure, p is the shear viscosity, and T j"
is the stress arising from the electric fields and is given by
(Landau and Lifshitz, 1960)

q= qo+q»

+ = Op+4„
P = Po+ Pi, (17.13)

T, ' = —(1/87r) (D;E, + D,E, —D E5,;), (17.6)

where D, = eE; is the electric displacement. We take this
tensor in symmetrical form and neglect a term arising from
the variation of c with density. In a nearly incompressible
fluid this term can always be included in the, pressure in
Eq. (17.5).

where q1, +, and &1 are small quantities. The fluid velocity
v is also regarded as a small quantity. Substituting Eq.
(17.13) in (17.7) —(17.9) and neglecting quantities of
second order in these small quantities, we get the linearized
equations

Bq,/i7t+ v Vq, +- (S~E/. )q„q, —E(Vq, ) (Vep)

The complete set of hydrodynamic equations is (17.2)—
(17.4). When we introduce the electric potential 0' such
that E = —V%', these equations become

—E(vq, ) ~ (ve, ) = 0,

eV'%'1 = —4mq1,

(17.14)

(17.15)

(dq/dt) —Ev (qv+) = 0,

eV'% = —4xq,

(17.7)

(17.8)

P(~v~/~~) + V Pi 9V v + qpVA i + qlV8 0

(17.16)

p(dv;/dh) + V~P —gV'v, + q|7;0 = 0, (17.9)

l. Static Solution

At low voltages the Quid is stationary and a steady ion
current flows. I-et the first electrode lie in the plane s = 0
and be at a voltage Vo, while the second electrode is in the
plane s = d and is at zero potential. Equations (17.7)—
(17.9) reduce to

where it/~dt = (i1/Bt) + v.V is the substantial derivative.
The force exerted on the fluid by the electric field is given
by the last. term of Eq. (17.9). We first investigate the
static solution of (17.7)-(17.9).

Bqi/B$ + v, (Bqp/Bs) + (2/r) q, = 0

v|7 v~ = qi(B/Bs)+p,

(17.17)

(17.18)

where r ' = 47rEqp/o. We will approximate further by
replacing qo by a constant average value and use the ap-
proximations

These equations are difficult to solve because qo and 40
depend on the s coordinate. Atten and Moreau (1969,
1970) have used numerical methods. We will only give an
approximate discussion. Thus neglecting terms which are
qualita, tively unimportant, we replace Eqs. (17.14) and
(17.16) by

8qp/ops — qp/i5, aeo/as = —Uo/d (17.19)
(ol/Bz) (qp(B/Bs)+p) = 0,

~(H/Bs')+p = —4irqp,

BPp/Bs + qp(B/Bs)% p
——0, (17.10)

which follow from Eq. (17.11).We now assume a solution
of Eqs. (17.17) and (17.18) with qi and v.- varying like
exp(ikx), where k = 2v/d is the smallest wave vector for
a fluctuation. From Eq. (17.18) we find

where the subscript 0 indicates the steady value of a quan-
tity. The solutions of Eq. (17.10) satisfying the boundary
conditions are

v, = (Vpd/4v-'v) qi.

Substituting in Eq. (17.17) we find

(17.20)

ep = vpL1 —(./d)»~j,

qp
——(3o/16v ) ( Uo/d"'s'")

P, = (9e/32v-) (Vp/d') + constant.

There is a uniform current in the fluid given by

Bqi/Bt + (2/r —Vpqp/4v-'g) qi = 0. (17.21)

Vp. ——Sv'v/qpr

The static solution (17.11) thus becomes unstable at a
critical voltage given approximately by

Jp."' ——(9o/32'-) ( Vp2/d') E (17.12) = 32v-'gE/o. (17.22)

Rev. Mod. Phys. , Yol. 46, No. 4, October 1974



692 M. J. Stephen and J. P. Straley: Physics of liquid crystals

An exact calculation of Vo, has been given by Atten and
Moreau (1969, 1970).When the voltage exceeds this value,
any long wavelength fluctuation qi will tend to grow and,
from Eq. (17.20), convection will be set up. For g = 0.1 P,
e = 3, and an ion mobility A. = 10 5—10 6 cm' sec 'V '
this critical voltage is Vo, 5 V.

The determination of the Row velocity and ion current
in the Quid above the instability requires a consideration
of the nonlinear terms in the hydrodynamic equations which
may have the effect of stabilizing the system or may give
rise to turbulence. This is a complicated problem and me
will be content with locating the position of the instability,
which can be accomplished by a linear analysis.

The nature and origin of the mobility E of the charge
carriers is not well understood. In MBBA it is of order
10 5—10 cm' sec 'V ' (Briere et al. , 1972). 'It has been
suggested by de Gennes (1970a) that it arises from a lag
of the polarization cloud produced in the solvent by the
ion. ..ln a polar solvent like water the slow relaxation of the
dipole moments of the water molecules is the most impor-
tant contribution to the relaxation of the polarization cloud
(Zwanzig, 1963). In organic liquids like MBBA, de Gennes
(1970a) has suggested that the anisotropic dielectric con-
stant and its slow relaxation is an important factor in the
mobility. The dielectric relaxation time is of order 1—10
MHz in MBBA (Rondelez et a/. , 1971).

K,, = Kib;, + K,m';e, , (17.23)

where E = E~~ —~J and El
I

and ~J are the mobilities
parallel and perpendicular to the preferred axis.

This tensor has exactly the same form as the dielectric
tensor

Eij —Ei bij + 6a'rii&j) (17.24)

where e is the dielectric anisotropy. The ion current in a
nematic is now

J,"& = q(K ,,E, + v,)' (17.25)

and as before satisfies the equation of continuity (17.2).
Likewise the electric displacement D satisfies Poisson's
equation (17.3) but now D is related to the electric field E
by the more complicated relation

B. Electrohydrodynamics of nematics

The mobility of ions in a nematic is a second rank tensor
and is given by

(17.6). FinaHy we have the equation for the director (6.8).
In this equation we will neglect inertial effects, but we must
include the torque on the director due to the electric and
magnetic fields. The director equation is then

yi(de;/dt —~„~,) + y~d, ,e, —(e./4~) (n E) E;
—y. (n.H)H, + (8/ilx, )II,, = yn— (17.28)

where II;, is the elastic restoring force LEq. (3.21)) and
we have only included the part of f, in Eq. (3.24) which
involves the electric and magnetic fields. The other terms
are quadratic in the curvature components. The coefficient
& in Eq. (17.28) is the usual Lagrange multiplier and is
determined by the condition n2 = 1.

The electrohydrodynamic equations for nematics are
thus provided by Eqs. (17.2), (17.27), and (17.28), and
Poisson's equa, tion (17.3) . We now make use of these
equations for a discussion of electrohydrodynamic in-
stabilities in nematics.

We now examine the stability of this solution following
the discussion of de Gennes (1970a) . Suppose that there is a
fluctuation in charge Bq in a region (denoted by A in Fig.
28). If e ( 0, the molecules are initially aligned along x.
Owing to the charge fluctuation, the electric Geld will have
components along x as shown in Fig. 28a. The molecules,
which prefer to be perpendicular to the field, will have the
orientations shown. The gradient in Row velocity produced
by the motion of A will tend to rotate the molecules in the
same way as the Beld. These torques on the molecules
will be opposed by elastic restoring forces. The current will
also have a component along x, the direction of which will
be to increase the amount of charge in the fluctuation. We
see then that the nematic alignment tends to favor hydro-
dynamic instability when e, & 0. The opposite case when
e & 0 is illustrated in Fig. 28b. The molecules now prefer
to lie parallel to the applied field as shown. The effects of
gradients in the hydrodynamic velocity are now small. The
direction of the transverse current is now such as to tend to
deplete the charge fluctuation. The nematic alignment thus
tends to favor hydrodynamic stability in the case ~ & 0.

C. d c instability in n em atics
The most interesting case is where the dielectric anisot-

ropy is negative, i.e., e ( 0. The anisotropy in the ion
mobility is taken to be positive, i.e., E & 0. The molecules
will then prefer to lie perpendicular to an applied held, i.e.,
along x in Fig. 28. There is then a static solution of Eqs.
(17.2), (17.27), and (17.28) of exactly the same form as
(17.11) except that e and Kare now replac'ed by e~ and Ki.

(17.26)

The equation of motion of the fluid (regarded as incom-
pressible) is

E J
A J E

Qy Q++

0

'& 0
Eo

p(d/dt)7i, + 8/Bx;(t, , + T,,'i) = 0, (17.27)

where t,, is given by Eq. (6.11) and T,;&' is given by Eq.
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FIG. 28. Charge fluctuation in nematics. (a) e & 0 the molecules
lie perpendicular to resultant 6eld and the transverse current feeds
the fluctuation. (b) e, & 0 the molecules lie parallel to the resultant
6eld and the transverse current depletes the Quctuation.
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We now make a more detailed investigation of the dc
instability in nematics. As in Sec. XVII,A, we linearize the
hydrodynamic equations (17.2), (17.27), and (17.28) by
setting

may be set equal to y, (n H)' where the field H is applied
in the x direction. After linearization of. this equation, we
find

&i(B4/Bt) —
p (yi —yp) (Bp,/Bx) + p (yi + Y.) (B&./B&)

q= qo+qi,

E= Eo+Ei,
—(p./47r) Ep(E. + ctEp) —Ltpii(B'/B&')

+ tppp(BP/Bx') —y.H, $@ = 0. (17.36)

P= Po+Pi,
After differentiating Eq. (17.36) with respect to x and

(17.2~) eliminating E by means of Eq. (17.31) we find

where qp, Ep, and Pp are the static values of the charge,
field, and pressure, given by Eq. (17.11) with p «nd E
replaced by eJ and EJ . The small quantities q&, E&, and P'j
are the fluctuations in the charge, Geld, and pressure, respec-
tively. For simplicity we will neglect the small modification
in the s component of the field so that E~ is along x, and
we will denote it by E . As before, we only, examine Auctua-
tions in the xs plane and neglect any dependence on the y
coordinate. Then qb represents the bending of the director
in the s direction. Using Eqs. (17.24) 'and (17.26), the
electric displacement is related to the electric field by
(retaining terms linear in E, and @ only)

D = p)~E, + p@Ep

v~(B4/Bt) —
p (vi —vp) (B'~./Bx )

+ p(xi+ vp) (B'p-/BxB&) —("/pii) E.qi

—L( . /4, ) E,'+ &,(B'/B ') + &, (B'/B. ')
—x H'74 = o. (17.37)

In this equation the term proportional to Eppes is the force
producing the curvature in the nematic, and the opposing
forces are contained in the last term, which consists of a
restoring force due to the dielectric anisotropy, the elastic
forces, and the effect of the applied magnetic field. In the
time-dependent case these terms also lead to a relaxation
effect,

Dz 6J EP ~

Substituting in Poisson's equation (17.3) we get

c~
~
(BE~/Bx) = p~Ep1jk + 4prqy,

(17.3(l)

(17.31)

Finally, the momentum equation follows from Eq.
(17.27) . We will only require the s component of this equa-
tion. The x component of this equation together with the
incompressibility condition determine the pressure. I he
required components of the nematic stress tensor (6.11) are

where p = Bp/Bx and is the component of bend. From
Eqs. (17.23) and (17.25) the components of the current are

t,.= —n,j —,'(n4+—np —n. ) (Bv,/Bx)
—-', (n4+ no+ n ) (»*/»)
Pp + Pi —n4(Bpg/Bs) . (17.38)J =

qo (E
I i E* + A 4~Eo + "')

J, = J, + qpp. + q,K,Eo. (1 7 32) The electromagnetic part of the stress tensor from Eq.
(17.6) and (17.30) are

When these are substituted into the equation of continuity
(17.2), we get Lwith the same approximations «s in Eq.
(17.17)g

T-" = —(1!8 ) L( ii+, ) E.E, +.,~E. j
T.."= —(p, /8pr) E' (17.39)

Bqi/Bt + qi/'T + p~(Bqp/Bs) + os Epf = 0,

where

Substituting these results in Eq. (17.27) and using Fq.
(17.31) to eliminate BE /Bx, and the incompressibility
condition to eliminate ~ we find

(17.34) p(B,/Bt) + BP,/Bs —,(BP/Bt) ——,'(, —,—,)

X (B'p./Bs') —gp(B'p, /Bx') + (p,pi/87rp~~) Epg

qpL~& p~(+ll/ptl) j- (17.35)
——,'(1+ pi/pii) qiEo ——0, (17.40)

The next-to-last term of Eq. (17.33) is the convective p«, rt
of the ion current. The last term gives the effect of nematic
ordering, through the anisotropy in the mobility and di-
electric constant, on the ion current.

The director equation follows from Eq. (17.28). Only
the z component of this equation is relevant, and then y

where pp is given by Eq. (7.13). The electric forces acting
on the Quid are provided by the last two terms of Eq.
(17.40) .

The small fluctuations in the charge density, the director,
and the fluid velocity are described by Eqs. (17.33), (17.37),
and (17.40). The equations will be used for a discussion of
fluctuations and instabilities in both dc and ac fields.
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To investigate the dc instability we again mal~e the
approximations (17.19) and assume that the voltage across
the sample is related to the field by Vo ——Epd. The Huctuat-
ing quantities qi, P, and v, are assumed proportional to
exp(ikx) with k 2ir/d. The domain size has been meas-
ured by Penz (1971) and I.acroix et al. (1972) and found
to be close to 2d. A more complete treatment of the bound-
ary value problem has been given by Penz and Ford (1972) .

From the momentum equation (17.40), omitting the
pressure term and the time derivative, we get

g, (a'v /av, ') = (e.e, /87re(() Eo'p —-', (1+ ~i/~()) qi&o.

(17.41)

(a) V, ) V„. The solution of Eq. (17.46) is approxi-
mately

Vo, V;( V„'/ Vp),

Uo, V; —V, Vg& V;.

(17.48)

(17.49)

In each case the instability is of the Felici type of convec-
tive instability. In the case (17.48) the dielectric and
mobility anisotropy do not play a role. The inequality
V~ ) V, can be realized if the applied magnetic field or
elastic energy is large enough. In the case (17.49) the
magnetic field and elastic energy are not important. . U; —V„
can be written

From the director equation (17.37) in the static case we
get (assuming for simplicity that y~ = —yi)

p, (a v,/ax-') = —(e„/.~, ) z,q, —L(e.e, /4~a„) E,'

—kg3k' —y,H'jp. (17.42)

Then using these two equations to eliminate v, and P from
the charge equation (17.33), we find

V' —V- = 32 'L"(~./") + (v/2) (~./. ) 3. (».»)

The second term here represents the eGect of the dielectric
and mobility anisotropy. For e ( 0 and E ) 0 the critical
voltage is reduced, whereas for e, ) 0, . A & 0 it is in-
creased.

(b) V ) V, ) V, . This case generally only occurs
when e, ( 0 fsee Eq. (17.44) j. The solution of Eq. (17.46)
is approximately

qoVo
aqi/ar + qi/r— V" = V-EV./(V- —V, ) 7'". (17.51)

Vo'+ Vi'+ VoV.
V2+ V'2

The elastic properties of the nematic now play an important
role. This is the case considered by Helfrich (1969a) and
the instability is now essentially one of the director.

where

e

V. = -(8-"„/...) L~,(1+,/ ~i)
—2.'(./ ii) )

x L&- —~-(&ii/~ii) j, (17.44)

V,-" = —(16ir'e~,, /e~e~) L2q;/(pi + 2g, ) j
&& Pk„+ ((P/4~')y„H'j,

&2 = l V.'(1+ ~i/~ii) (1+ vi/2m~) (17.45)

/

Vo, ——L(U, —V„) VOP + V, V.'j/( V0,2+ Vi,2), (17.4-6)

where

The instability now. sets in at a critical voltage, Vo„deter-
mined by

The magnetic field has the eA'ect of opposing any director
motion. In the limit of a very strong field when the director
motion is frozen out, we thus obtain the solution (17.48)
corresponding to the convective Felici instability. At lower
fields, if Eq. (17.51) applies, the critical voltage will in-
crease approximately linearly with H Lwhen the magnetic
energy g,H2 exceeds the elastic energy &33(2'/d) 2j.

Experimentally, the Orsay Group (1971c) has observed
two thresholds in the presence of a magnetic field in the
nematic MBBA. The first threshold, corresponding to
hydrodynamical motion, is independent of the field up to
20 kG. This threshold presumably corresponds to the usual
convective Felici instability as in Eq. (17.48). This in-
stability also persists in the isotropic phase of MBBA. The
second threshold observed by the Orsay Group corresponds
to the appearance of optical patterns in the nematic. This
threshold increases with JI and is not dependent on the
orientation of the field. From our linearized equations we
are only able to determine the first or lowest threshold
corresponding to the onset of hydrodynamic Aow.

V' = 8~'(» + 2n ) L(J&ii/~ii) + (~~/~i) j. (17.47)
D. ac instabilitieS in nematics

For MBBA at 25 C e(( = 4.7, eJ =- 5.2, and kg„. 10 6

dyn, and assuming q2 yI 0,1 P, we find V V~
6 V. V; and V„are of the same order of magnitude as the
critical voltage (17.22) in a normal liquid; i.e., for K ~
1.0 —10 6 cm sec '-V ' we have V, V„5 V. There
are two types of solutions to Eq. (17.46), depending on the
relative magnitudes of V; and V„.

Two types of instabilities have been observed in nematics
in ac fields. (a) For frequencies co less than a certain critical
frequency there exists a critical voltage Vo, (~d), depending
on frequency, above which the nematic breaks up into
domains (Williams, 1963). I'he spatial periodicity of the
domains is comparable to u, the separation of the electrodes
(Penz, 1971). (b) For frequencies ~ ) ~o, another type of
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instability occurs, erst reported by Heilrneier and Helfrich
(1970), called the "fast turn off mode. " The onset of in-
stability manifests itself in the appearance of a chevron
structure which can be observed optically (Orsay Group,
1971c}.The spatial period of this structure is much smaller
than d.

Both these instabilities have been investigated by the
Orsay Group (1970) and DuBois-Violette et al. , (1971).
The time-dependent equations of the Orsay group follow
from Eqs. (17.33), (17.37), and (17.40) .We neglect convec-
tive effects and then the charge equation (17.33) becomes

(Bqi/(3t) + (qi/7. ) + os Eog = 0. (17.52)
Jl& ~ +0

FIG. 29. conduction mode. (a) E0 is up. (b) E0 is down. The direc-

%e again will consider fluctuations which vary as e'I and tor is approximate y stationary and in each part of the cycle is per-
pendicular to the resultant Geld.

then from the momentum equation (17.40) (omitting the
inertial and pressure effects) we get

'g2(8 'i)2/BX ) = —n2(8$/Bt) + (EaEL/8')I Cl l) EOV

—-', (1+ ei/e~~) qiEO.

frequency of excitation is such that coT&& 1, then the
solution of Eqs. (17.52) and (17.54) may be approximately
taken in the form

17.53

When this is substituted in the director equation (17.37),
we obtain

gati

—P(0)

qi
——q"' sin(ut + q(" cosset {17.60)

(8$/Bt) + (1/T)p+ (q)EO/))} = 0,

where

1/T = nE02+ p

( 17.54)

( 17.55)

so that the charge density oscillates while the director is
stationary. The nature of this mode is illustrated in Fig.
29. Substituting Eq. (17.60) in (17.52) and (17.54) and
neglecting harmonics we obtain

In Eqs. (17.55) and (17.56)

{17.56)

~q(i) + q(2)/~ + E P(0) —0

~q(2) q(l) / —0

-'(nE '+ P) f(0) + E /2))q(2) = 0. (17.61)

(&a&i/4')r&~ In ) $1 + {rl 7'-') /4))2ji
From these equations we obtain the secular equation for

{'1757) this mode

(17.58) (2nE-'+ P) (1 + ~'r') —(~Hr/2n) E-' = o (17.62)

n' = pi+ (n~/2n2) (Vi —v ) (17 59) The critical field E, for the onset of this mode is

It can be shown from the inequalities PEq. 6.61) that ))'

is positive. For materials with e ( 0 we see that )), n, and P
are always positive. For materials in which e /~~

~
)& 0 it is

possible for g to be negative and n will also be negative.
These two cases will be examined below.

2

where

E 2 ( 1 + ~2r2)

i.2 (1 + MBT2)
(17.63)

The equations describing the coupled charge density
and director fluctuations are Eqs. (17.52) and (17.54) . The
coupling of the charge and director is of a parametric type
and is via the electric field. In the absence of any field the
charge density fluctuations decay in a time 7- and the direc-'
tor fluctuations in a time T. In the presence of an ac field
Eo = E cosset the equations have very different types of
solutions which depend on the frequency u.

E.' = p/n, 0 ~T/))n (17.64) '

1 —X L1 (eii/e ) (vi/2))~) (1+ e„/eii) j
(1+ i() (1 + yi/2))2) .

(17.65)

F«m Eqs. (17.34), (17.35), (17.56), and (17.57) we have
(putting y2 ———yi)

E. Conduction mode (~r(1)
where )( = (e~~/c~) (K„/K~~}. Apart from th denominator

In general the relaxation time r of the charge is much (which is close to unity), this is identical with the parameter
shorter than the rdaxation time 1 for the director. If the introduced by DuBois-Violette et al. A closely related
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parameter Olr has been introduced by Helfrich (1969)

(17.66) E

+ E

From Eqs. (17.63), (17.64), and (17.57) we note that if
0» ) 0 a z'eal critical field for the onset of the instability
exists, while if 0» ( 0, there is no instability.

For MBBA E~~/E& = 1.5, e~~ = 4.7, ei = 5.2 (Diguet
et al. , 1970), and taking yi/2))& ~ 0.7 we find P = 2. Re-
cently a case where t' = 1 and no instability was found
has been reported by Gosczianski et al. , (1974). We also
note that l2 = V„/V, and E ' = V '/d', where V„, V;, and
V are given in Eqs. (17.44) —(17.47). In the dc case, apart
from a factor of 2, Eq. (17.63) reduces to (17.51).

We can make the following observations from (17.63):
(1) A cutoff frequency

(g2 1))/2/r (17.67)
I'IG 30 Dielectric mode (a) E0 is up (b) E0 is down The charge
density is approximately stationary and in each part of the cycle the
director is perpendicular to the resultant field.

at which E,—& ~ exists. ~, is proportional to the con-
ductivity and typically m, ~ r ~ 10 sec . From Eq.
(17.61), q "/q(') = (cur) ' ) 1. When Eq. (17.60) is sub-
stituted in (17.53) we see that associated with the charge
fluctuations is a steady Qow. (2) The condition, cu, T ) 1,
for the solution (17.63) has been investigated in detail by
DuBois-Violette et al. , (1971). From Eqs. (17.55) and
(17.63) assuming nE /~, (( 1, this condition is

so that in this mode the director fluctuates while the dis-
tribution of charge is s'tationary. The nature of this mode
is illustrated in Fig. 30. Substituting Eq. (17.71) in (17.52)
and (17.54) and neglecting harmonics we obtain

(q&')/r) + —,'g. E P(2) = 0

1/w, T (k3,k'+ x H)r/r)' ( 1. (17.68)
~4") + E(~/2) E 2+ P3P(') + ~(0)E /q = 0
—~4"'+ L(~/2) &-'+ Pj4"' = o. (17.72)

(17.69)d, = 2'(k33r/r)') '"
(E ~ g E. ) L|- E„'/(E ' ~ E.') —ij.

For II = 0 and k = 2~/d this requires that d & d, where S tt h d t f h ffi
tions equal to zero leads to the secular equation

For p&~ = J0 dyn, ~ = 10 ' sec, and q' = 0.1 P we have
d, = 10 ' cm. With the condition d & d, it can be shown
that Eq. (17.63) is valid for practically the whole frequency
range 0 —~,.

(3) From Eqs. (17.63), (17.57), and (17.58) the threshold
voltage V, = (1/V2) E,d is

(17.73)

This equation determines the threshold field E, at which
instability arises for a fixed value of cv. The optimum wave
vector k for the fluctuations at threshold is determined by
minimizing E with respect to k (which enters into E,).
This leads to the equation determining the wave vector,

V 2 = U 2(1 + ~2r2)/Ll 2 —(1 + ~~r~) g (17.70)
(kg3k'+ x,H') = 2u))'j(|2 —2)/Pj. (17.74)

where U 2 is given by Eq. (17.45) . For small magnetic fields,
$ ) d, where $ is the magnetic coherence length (P =
k33/y H'), V is independent of d and a voltage threshold
exists. For large fields, ( ) d, V is proportional to d, i.e. , a
field threshold proportional to H exists. These results are
in reasonable agreement with the observations of the Orsay
Group (1971c).

F. Dielectric mode (~r ) 1)

E-' = (~/~) (4/l') (17.75)

DuBois-Violette e)', al. (1971) have obtained a more exact
solution for the threshold field:

When this result is substituted back in Eq. (17.73), we
find that the threshold field is given by

(17.76)At high frequencies when ~r is large, the charge will be E . = (cu/ce) C&(P) + constant,
approximately stationary The solu. tion of Eqs. (17.52)
and (17.54) may now be taken approximately in the form where Ci(|') is tabulated and the constant is independent

Of Gd.

g»
—q(0)

))t = f'" sin~t + P") cos~f
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overdamped) . The threshold field is large, and correspond-
ingly the relaxation time T tEq. (17.55) $ is short. For

10' sec ' g' = 0.1 P, E, 10'—104 V/cm, and T
10 ' sec. This is the origin of the name "fast turn off" for
this mode. The director fIuctuations scatter light strongly,
as first observed by Heilmeier and Helfrich (1970) .

From Eqs. (17.74) and (17.76) we note the following
results.

(1) The field threshold is independent of wave vector k
and sample thickness and varies with frequency as cv'". This
is quite diferent from the charge density mode and con-
firmed by the observations (Orsay Group, 1971c).

(2) The spatial periodicity of the director fluctuations is
determined by Eq. (17.74). A more exact result (DuBois-
Violette et a/. , 1971) is

—5 has been investigated by de Jeu et al. , (1973) and
found to have a conduction mode instability. Even for this
case it appears that ~

(b) c 0 ( c ( 0. This is the case considered in Sec.
XVII,D. The conduction regime exists for cu ( ~, and thd
dielectric regime for ~ & u, .

(c) e, ) 0. The conduction regime exists at all fre-
quencies. At the values c i and c ~ where |2 = 0 the threshold
field is independent of frequency. When P = 0, the torques
due to the anisotropy of the dielectric constant and con-
ductivity just cancel. When t' ( 0, the threshold field is
an increasing function of ~, and when f & 0, it is a decreas-
ing function of ~. Some results in the case e & 0 have been
obtained by Gruler and Meier (1971) and de Jeu and
Gerritsma (1972) .

k33k'+ X,H' = &vq'C~(l2) + constant, (17.77) H. Other instabilities

where C.. is tabulated and the constant is independent of
&v. This result shows that (a) for fixed H, k' depends linearly
on cu, and (b) for fixed ~, k~,k'+ y,EP is a constant. Both
these results have been confirmed by the Orsay Group
(1971c) in MBBA.

G. Dependence of instability threshold on c.

By mixing suitable nematic components, it is possible to
vary the dielectric anisotropy and even change its sign
(Kashnow and Cole, 1972; Alder and Raynes, 1973). The
instability threshold for the charge fluctuation or conduc-
tion mode (17.63) is conveniently written

-'E ' = D'(1 + ~'r"-) /fc (1 + ~'r' —P) ) (17.78)

where

It should be noted that the above discussion is valid for
~7 ) 1 or cu ) cu. where cu, is the cutoff frequency (17.67) . A
numerical investigation of the region ~ ~ co, has been
carried out by DuBois-Violette (1972), who showed that
the voltage threshold for the onset of the conduction regime
is an S-shaped curve. Thus in a certain range of frequencies
cvi & ~ & ~~ Williams domains appear at a voltage thres-
hold, while at higher voltages turbulence and dynamic
scattering occur. When the voltage is further increased, the
turbulence diminishes and finally the Row patterns dis-
appear completely. The threshold for chevrons (dielectric
regime) occurs at higher voltages. Such effects have been
observed by the Orsay Group (1972) and de Jeu and van
der Veen (1973).

The instabilities of cholesterics in electric fields parallel
to the pitch axis have been studied theoretically by Helfrich
(1971a) and by Hurault (1973), who has extended the
theoretical model of DuBois-Violette et al. , (1971) to the
cholesteric case. The predicted and observed behavior
(Rondelez et a/. , 1972; Arnould and Rondelez, 1974) is
very similar to that of nematics. For e & 0, a single thres-
hold for the formation of domains is observed, while for( 0, a conduction and dielectric regime are observed. A
memory effect above the threshold for the conduction
mode has been observed by Heilmeier et al. (1969).

Hydrodynamic instabilities in nematics and cholesterics
under thermal gradients have been studied theoretically by
DuBois-Violette (1971, 1973). The instabilities are similar
to the Senard instability in normal liquids. The anisotropy
in the thermal conductivity plays an important role in the
liquid crystal, and the threshold thermal gradient is much
lower in the ordered phase than in the isotropic phase.
Convective instabilities have been observed in nematics
subjected to a temperature difference of only a few degrees
(Guyon and Pieranski, 1972; Pieranski, DuBois-Violette,
and Guyon, 1973).

XVIII. OPTICAL PROPERTIES OF CHOLESTERIC
LIQUID CRYSTALS

Cholesteric liquid crystals have some unusual optical prop-
erties, the best known of which are the color effects seen
in reAection under white light. These effects have their
origins in the interactions of the light with the twisted
arrangement of the molecules and the concomitant spatial
variation of the dielectric constant.

D' = (4~.„/., ) L(k„k-'+ x„a') /(1+ p, /2g. , ) j.
It is assumed that the director is initially in the plane of
the electrodes. The dependence of i2 jEq. (17.65) j on c
for MBBA is shown in Fig. 31; for this case 1' = 1 at c
c 0~ —2, and t 2 ( 1 for c ) 0. From Fq. (17.78) the
following behavior occurs on increasing e .

(a) c, ( c „. No threshold field exists and the nematic
is stable at all fields and frequencies. A nematic with ~

The optical properties of uniformly twisted structure
have been discussed by Mauguin (1911), Oseen (1933),
de Vries (1951), and Dreher ef al. (1971) for the case of
light incident parallel to the twist axis. The case of oblique
incidence has been considered by Conners (1968), Taupin
(1969), and Berreman and Scheffer (1970a,b; 1972). In
Sec. XVIII,A we will outline some general considerations
relevant to this problem; in Sec. XVIII,B we consider
the solutions of the wave equation for the special case of
propagation parallel to the cholesteric axis.
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of the dielectric constant. These two waves determine the
extrema of the band gap so that

~ ~

u~ = 2mc/A —~o, (18.2)

4

FIG. 31. Dependence of r' i Eq. (17.65)g on e . The parameters
used were Xt~/~~ = 1.5, v&/2&g 0 7, 2(e((+ 6g) = 5.05, and &a

—.07 and are appropriate for MBBA.

where n+, e, are the greater and lesser, respectively, of the
indices of refraction. Frequencies between ~ and co+ do
not correspond to a propagating wave; if light of frequency
in this range and of the appropriate circular polarization
to match the sense of the twist is directed at the liquid
crystal, it is totally refIected. The polarization of the re-
jected light also matches the sense of the twist (so that
the reflection process is time-reversible); thus right-polar-
ized light is reflected as right-polarized light" by a right-
hand cholesteric. Left-polarized light of the same frequency
suffers only the weak refIection usually encountered at
dielectric surfaces.

The reflected band is typically narrow (her/cu ~ Ae/n ~
0.03), so that a pure color is reflected, which depends on
the angle of incidence relative to the cholesteric axis, as
well as the pitch, which may in turn be strongly dependent
on temperature and other environmental considerations.

Plane polarized light incident on a layer of liquid crystal
traverses it as a superposition of the two circularly polarized
waves having the same frequency. Since the wavelengths
of these waves can be substantially different, a large phase
difference develops in a short distance, which implies a
1arge rotary power

R.P. = ~(X~ ' —Xr, ') (18.3)
FIG. 32. Dispersion of light in a right-hand twisting cholesteric. The
right-hand circularly polarized wave is strongly affected when its wave-
length is comparable to the pitch. The left-hand circularly polarized
wave of the same wavelength is unaffected. This figure and Fig. 33
were drawn for the case n, = I.57, e0 = 1.51.

A. General properties of the chotesteric structure

The variation in dielectric constant through the medium
is small (Dn/e ~ 0.03; see, for example, Teucher ef al. ,
1972), and consequently we will imagine (and verify in the
next section) that the normal form of waves propagating
through the medium is not very different from ordinary
circularly polarized waves. Such a wave will be strongly
affected only if its half-wavelength nearly matches the
periodicity length (or its projection on the wave vector)
and if the sense of its rotation is the same as that of the
twisted structure. The effect on the dispersion relation of the
wave should otherwise be the same as encountered in other
cases of waves in periodic structures; in particular, a "band
gap" should appear at the matching wavelength

B. The wave equation in a twisted structure

It will be assumed here that the cholesteric structure
can be represented adequately by a regular precession of the
principal axes of the dielectric constant along the twist
axis, thus ignoring any fIuctuations in the pitch; and only
the special case of propagation parallel to the twist axis
will be treated. The precessing dielectric tensor has the form

e;, —eoB,; + e, (n, m, —s8;,), (18.4)

where e; are the components of the director. These are
given by

which can amount to a hundred revolutions per mm I for
example, see Landolt-Bornstein (1962), and Teucher et al.
(1972)7. ft is also evident from Fig. 32 that the rotary
power has opposite signs on the two sides of the refIection
band: below~, X~ & A. l. , above ~+, ~~ & Xl..

Xo ——P sing. (18.1) n„. = sin/os, (18.5)

The factor of 2 usually encountered in the Sragg formula
is missing: the periodicity length is one-half the pitch
because D and —n are indistinguishable optically. Figure
32 is an illustration of the form of the dispersion relation
near Po. The size of the band gap- is determined by the
strength of the periodic perturbation. Light having exactly
the wavelength Po can travel at two distinct speeds by
having its electric vector aligned with the principal axes

where the pitch is 2m./te (this is a right-hand twisting struc-
ture).

Anticipating that waves of circular polarization give the
more convenient representation, we shall write the electric

"In contrast ordinary isotropic mirrors reverse the sense of circular
polarization on reQection.
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field as a superposition of a right-hand circularly polarized
wave with an amplitude E~, and a left-hand circularly
polarized wave with an amplitude EI, '.

self-consistent only for

( P2c2 ppM2) (Q2c2 ppcp2)
2

p 2p14 (18.14)

E = Re[E12(x+ iy) -+ EL(x —iy)] (18 6) which may be solved for pp2 to give

and similarly for D. The coe%cients D~, DI. are related to
E~, Ii J„by

DL2 = ppEt2 + 2p~ exp( 2itps) EL,

DL = ppEL+ —'p, exp(2itps) EL1.

c2 e ( P2 + Q2) ~ [p 2 ( P2 Q2) 2 + & 2P2Q2]1/2
M

2 &0 g&a

(18.15)

The form of the normal waves is given by Eq. (18.6) with

The wave equation is

c2(c12E/cls2) = cPD/Bt2 (18.8)

EL2 ——A e "~' ""+— 2[—(P'c' —ppp1') /c, p1']

X A * exp[ —i (2tps —Ps —p1t) ]
which may also be written

(18.16)

where the small magnetic susceptibility has been neglected.
Substituting from Eq. (18.7), and assuming the wave has
frequency ~,

EI2 ——Be'~@' ""+ 2[(Q2c' —ppp1') /p, pp']

X & * exp[ —i(2tps + Qs —pit) ] (18.17)
[c (cl /cls ) + fpM ]E12 = 2E&p1 exp( 2ztps) I'1

[c'(8'/Bs') + Cps ]EL 2cuGP exp(22tps) EA'. (18.9)

EL2 ——A exp[ —i(PS —~t) ]+ 8 exp[i(Qs —~t) ]
(18.10)

and correspondingly for EL ——E12*. Equation (18.9)
becomes

.4 (c'P' —ppp12) exp[ —i(PS —cpt) ]+ B(c'Q' —pp1p-')

X exp[i(Qs —1pt) ]

These equations describe a wave of one polarization wea, kly
coupled to one of the reverse polarization and different
wavelength. They have such structure that if ( F&'11, EL) is a
solution, then (EL", FL2"') is a'iso. We might then seek a
solution of the form

and Al = E~

Discussion of these results must be divided into three
cases:

(a) P & 2t. —(Q & 0)

The two solutions (18.15) are approximately cu' =
c'P'/ep and pP = c'Q'/ep', the corresponding waveforms are
a right. -polarized wa, ve with a small left-polarized component
[the coefficient of the second term of Eq. (18.16) is small],
and a lef t-polarized wave with a small right-polarized
component [the coeKcient of the second term of Eq. (18.17)
is small]. The dispersion relation for this latter solution
has been plotted in Fig. 32 for Q near tp.

(b) P & 0 —(Q & —2t, )

Reference to Eq. (18.10) shows this to correspond to
waves propagating in the backward direction. Interpreta-
tion is the same as in the previous case, except that P and Q
have interchanged roles.

c+G2P {A* exp[ —(

ties

tp— PS + Mt) ]
+ 8*exp[ —i(2tps + Qs —cpt) ]I.

If P and Q are related by

118.11),
(c) 0(P(2tp —( —2t11(Q(0)

The waveform in this case consists of a, sum of forward-
and backwards-travelling waves, both having the same
helicity as the cholesteric structure itself. At P = tp ———Q
there are two solutions for cv'

P —Q= 2tp, (18.12)
p1y = c tp j(pp & 2p&z) (18.18)

then only two independent waveforms occur. Conibining
the coefficients of these, which define the ba.nd gap [compare Eq. (18.2)]. The

general solution for this case has also been plotted in Fig. 32.

A (c2P2 p M2) 1 c 1p2@4

8(cQ EM ) = 2EO,(d A (18.13)

Except nea, r the band gap, Pc =- (eppp) 't2 and Qc =
(ppp1)'t2 are good approximations to the forward-going wave
solutions of (18.14), and by expansion we may give the
correction terms

The complex conjugates of these equations are found by
consideration of the equation for FI . The equations are 2p "'cq~ = (p + (p,'pi'/32ctpcp) [tpc W cp(pp)'"] ', (18.19)
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TABLE II. Properties of PAA near 125 C and of MBBA near 25'C.

Properties of PAA near 125 C of MBBA near 25 C

Specific gravity

Melting point

Clear point

Magnetic anisotropy y

Zero frequency
Dielectric
Constants

Optical
Constants
(Na D line)

Surface tension

Sound velocity

Frank constants:
ki& (dyne)
k22

k33

1.168 (1)

117.5 C

135 C

1.18 X 10 7 (3)

5.538 (5)
5.705 (5)

1.565 {7)
1.829 (7)

38 dyn/cm {8)

1.34 X 10' cm/sec (9)

4.5 X 10 '
2.9 X 10 ~ (11)
9.5 X 10 '

1.O88

16 C

46 C

0.97 X 10 ' (4)

4.7 (6)
5.4 (6)

1.54 {2)
1.75

40 dyn/cm (8)

1.54 && 10' cm/sec (10)

6X10'
4 X 10-7 (12)

7.5 X 10-7

Viscosity coeS.cients
(See Table I}

yi (centipoise)
y2

CX2

CX3

CL4

cX5

~6
Ql

n2
'93

Op

p~~ (cal cm 'sec '
~ deg —I

6.7 (13);- 5.8 (14)—7.0 (13); —7 (14)
4.3 (13);—6.9 (13); —6.4 (14)—.2 (13); —.6 (14)
6.8 (13); 8.3 (14)
4 ~ 7 (13};2.5 (14)—2.3 (13); —4 ~ 5 (14)
2.4 (16); 1.5 (14)
9.2 (16); 8.6 (14)
3.4 (18); 4. 1 (14)
9.1' (13); 20 (19)

77 (15)—80 (15)
6.s (1s)—77 5 (15)—1 (15)
83 (15)
46 (15)—35 {1s)
16.3 (17); 24 (15}
25.2 (17); 103 (15)
16.1 {17);41 (15)
7' (15). 19 (19)
sx 1o-' (20)
3 X10-4 (20)

' (1) Schenk (1898) as cited by Hoyer and Nolle (1956). (2) Hailer,
Huggins, and Freiser. (1972). (3) ZwetkoB (1939b}; Gasparoux and
Prost (1971). {4) Gasparoux and Prost (1971); see also Landolt-
Bornstein (1959). (5) Maier, Barth, and Wiehl ($954). (6) Diguet,
Rondelez, and Durand (1970). (7) Chatelain and Germain (1964);
Brunet-Germain (1970). (8) Langevin (1972). (9) Kemp and Letcher
(1971). (10) Mnllen, Ltithi, and Stephen (19/2) . (11) Zwetkoff
(1937, 1943); Orsay Group {1969b). (12) Hailer (1972). (13) From
a data review by Tseng, Silver, and Finlayson (1972) based on the

work of Miesowicz (1936, 1946), Zwetkoff (1939a), and Marinin and
Zwetkoff (1939). (14) Orsay Group (1971a). (15) Ga,hwiller (1971).
{16)Miesowicz (1946). (17}Langevin (1972). (18}Miesowicz (1946) .
According to Tseng, Silver, and Finlayson (1972), the viscosity in
the absence of an ordering field (rather than the viscosity with director
oriented in the direction of Row) is being quoted here, and the true
value of q3 is closer to 3 centipoise. (19) Meiboom and Hewitt (1973).
{20) Pieranski, Brochand, and Guyon {1972).

where q+ and q are, respectively, the wave vectors of I' power is due to the large dispersion of the q+ branch of
and Q type corresponding to the same frequency; in terms Eq. (18.19) (compare Fig. 32).
of these the specific rotary power may be written

R.p. = q+ —
q = (e '(v4/321 c') (c'1p' —epee') ' (18.20)

G. Reflection from a thick slab

We will consider a plane-faced slab with the cholesteric
The rotary power has opposite signs on the two sides of the axis perpendicular to the face; the medium is bounded by
band gap centered on M = cfp/(ep)'~s. Most of the rotary glass of indexof refraction m. Light is incident on thesurface

perpendicular to it. .
I.O i

0-

~~ 0,5"
LLI
CL

LEFT
POLARIZED

l.0

ED

FIG. 33. ReQectivity of a semi-
in6nite slab of a right-hand
twisting cholesteric with n, =
1.57, np ——1.51.

The waveforms (18.16) and (18.17) are such that in any
plane of constant s the wave is elliptically polarized; but
since two wavelengths are involved, the axis of the ellipse
precesses through the liquid crysta). Light entering the
medium will in general excite both normal waves of the
same frequency, unless its polarization is in proper corre-
spondence to the ellipticity of one normal wave at the
surface. The general reAectivity is a combination of the
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reAectivities measured under the conditions that excite
only one normal wave.

= s expl —i(qs — t) ) + T exp/i(qs — t) j
+ U exp/i(qz + ~t) j + V expL —i(qs + ~t) $

(18.21)

and El. = E~*, and where cq = n~. The condition of con-
tinuity of E at the surface z = 0 is

5+V=1; T+ V = 2L(P'~' —«~') (~,~'-) j;
(18.22)

continuity of dE/ds gives

Let us assume that only one normal wave is excited; let
its form be given by Eq. (18.16) with 2 = 1. In the glass
there are both incident and reflected waves whose polariza-
tion must be determined: let E have the form (18.6), where

azoxy anisole (PAA: MW = 258) and p-methoxy benzi-
lidene p-n-butylanaline (MBBA:MW = 267) (see also
Fig. 1) . Our intention is to provide some idea of the rnagni-
tude of these quantities; we have not attempted to review
the experiments critically (see Table II).

Both of these substances are somewhat labile (Denat,
Gosse, and Gosse, 1973): Langevin (1972) and Hailer
(1972) both report considerable decrease of T, in MBBA
over a time period of several days. The physical constants
reported depend considerably on purity and temperature.
This makes it difficult to compare the results of different
workers, and so we have preferred where possible to choose
sets of data from a single source.
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gS gU = P~

qT + qV = —2L(P'c' —eo(u') (2to —P)/(c, oP)$.

(18.23)

This set may be solved to give

P c @pcs g P 2)pT=2
@~CO 2g

q
—P
2g

P c —Eocd q + 2to P t

!V=2
E'@co - 2q )

(18.24)

The reAectivity is the ratio of the reflected intensity to that
incident

+2+ V2

S'+ T'

(q —P)'cv'e ' + 4(q + 2to —P)'(P'c'-—coco'-')

(q + P)'(v'e. '+ 4(q —2to+ P)'(P'c' —coco')'-'

l 18.23)

The behavior of this function for the special case u"- = 1
is shown in Fig. 33.

XIX. PHYSICAL PROPERTIES OF PAA AND
MBBA

We have collected here some riieasured values for the
physical parameters of the common liquid crystals para. —

For the uniformly twisted cholesteric, and for normal
incidence, there is only one reAection band. At oblique
incidence higher-order reflection bands appear. lf the
cholesteric is distorted (e.g. , by a magnetic field) higher-
order reAection bands also occur for normal incidence
(Chou, Cheung, and Meyer, 1972; Dreher, 1973) .
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