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A comprehensive analysis of elastic light scattering in cholesteric liquid-crystal systems,
based upon the Mueller matrix approach, is given. Emphasis is placed upon analyzing the
polarization state of the scattered light for arbitrarily polarized incident radiation. The
theory is applied to the ordered cholesteric blue phases BPI and BPII, which exhibit long-
range orientational ordering. Both the polycrystalline and single-crystal cases are con-
sidered and the role played by optical activity is studied. It is shown how light-scattering
studies yield information on the structural properties of the ordered phases. The quasielas-
tic light scattering due to excitations in the disordered phase is also analyzed in the harmon-
ic approximation. It is shown that this scattering cannot explain the strong anomolous
scattering observed in the amorphous BPIII phase.

I. INTRODUCTION

The blue phases (BP) which appear in a narrow
temperature range in many cholesteric liquid crys-
tals just below their clearing point are currently be-
ing intensively investigated experimentally!~!? and
theoretically.’>—!° Two of these phases, which have

been named BPI and BPII, exhibit sharp Bragg
peaks in the optical region of the

spectrum.! —3(®»3(®:10 These peaks can be indexed on
cubic unit cells and this, together with other
evidence,'*7(®»11® hags resulted in general accep-
tance of cubic structures for BPI and BPII. Howev-
er, since the limited number of Bragg peaks ob-
served to date can be indexed on either body-
centered (bcc) or simple cubic (sc) unit cells, definite
space group assignments have not as yet been possi-
ble. (Morphological studies’®"!® jindicate that
BPI and BPII are most probably bcc and sc, respec-
tively.) Moreover, after this basic point is resolved
one would like to go further and assign these cubic
phases to specific space groups.

In an earlier paper,'®? we pointed out that the
fact that BP Bragg scattering occurs in the optical
rather than the x-ray regime provides additional
means for resolving the above questions. The reason
for this is the following: at x-ray wavelengths, the
high energy of the incident radiation results in pure
scalar scattering, i.e., the interaction is essentially
one in which the incident beam is scattered by free
electrons. At optical wavelengths, however, the
much lower energy of the incident radiation results
in scattering, in addition, by all components of the
tensor order parameter. In other words, the BP
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structure factor, which determines the selection
rules for the Bragg scattering or arbitrarily polarized
light, now has a tensor rather than scalar character.

Recently, a detailed presentation of the Landau
theory of cholesteric systems and the blue phases
was given.!*® Using this theoretical framework, we
here present a comprehensive analysis of elastic light
scattering in cholesterics. We consider the general
case in which the incident beam has arbitrary polari-
zation properties and show how a study of the scat-
tered light can yield information on the structural
properties of the liquid crystal. Both the ordered
BP and the disordered (isotropic) phases are dis-
cussed. Our analysis utilizes the Mueller matrix for-
malism,”® which is particularly suitable in the
present case from both the theoretical and experi-
mental points of view.

In Sec. II, we first present those aspects of the
Landau theory directly relevant to the study of light
scattering in cholesterics. We then introduce the
Mueller matrix formalism and calculate the matrix
characterizing Bragg scattering by an ordered po-
lycrystalline specimen. The resulting expression is
compared with experimental results.2®"3(d Next,
we discuss the role of optical activity and calculate
the Mueller matrix appropriate to this case. Again,
comparison with reported experimental data®? is
made. We conclude this section by analyzing the
case of Bragg scattering by a single-crystal speci-
men. This approach could be useful for detecting
relatively weak components of the BP order parame-
ter. The reason for this is that such components
enter into the Mueller matrix linearly in the single-
crystal case, but only quadratically in the polycrys-
talline case.
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In Sec. III, we analyze quasielastic scattering in
the isotropic phase, again using the Mueller matrix
formalism. We restrict ourselves to the harmonic
approximation, in which only fluctuations quadratic
in the order parameter and its spatial derivatives are
considered. The results are compared with those
found experimentally in amorphous BPIII, the
“gray” or “fog” phase observed in some liquid crys-
tals in a very narrow temperature interval (~0.1 K)
between the isotropic and cubic phases. Finally, in
Sec. IV, we summarize our results and indicate some
promising lines for further study.

II. THE MUELLER MATRIX FORMALISM:
SCATTERING IN THE ORDERED PHASE

A. General considerations

In cholesteric liquid crystals, typical molecular di-
mensions are of the order of 10 A while optical)

€h(M)= 3 N~ (0)explig(hx +ky +12)]+ 3 N~%(0)5 explig (hx +ky +12)] ,
h,

h,k,1

R. M. HORNREICH AND S. SHTRIKMAN

k,1

28

wavelengths are of the order of 10° A. Thus, at op-
tical wavelengths, continuum models of elastic
scattering are excellent approximations and this
framework will be used by us here. In a continuum
theory, the elastic scattering of light is, in general, a
consequence of spatial variations in the dielectric
tensor, e}ij(f’;(o). Assuming that we are interested in
frequencies @ which are far away from any absorp-
tion bands, only the real part of the dielectric tensor
is of interest and we henceforth regard ef-; as real. In
this case, e}ij is symmetric and can, in principle, be
regarded as a linear combination of six basis tensors.
Since we are interested in structural periodic ordered
phases, it will be convenient to expand eﬁ-ij(f';w) in
Fourier components. We first separate the isotropic
and anisotropic parts of eg by writing

el =€+ Tr(e))8; =¢; +€5; . (1)
The anisotropic part €;; is generally taken as the or-

der parameter.?! In Fourier components

()

where 0=h?+k?+1? and N is the multiplicity of (hkl). In general N=3!23"n°/n1!, where ng (n) is the
number of vanishing (equal) |4 |, |k |, |/ |. The wave vector g, which is related to the unit cell size, is deter-
mined by minimizing the system’s free energy.!3(® —13(c)13(L 130" Eor each (hkl) [including (000)], we have

2

)= 3 en(a)e ", (hkD)
me—
N L ~foo01 (-1 0 0
= e i —1 0|+ee™ |00 i |+V23ee’™| 0 —10
0 0 O 170 0 0 2
(o 0 —1 [
Le 0 0 i |4e et —10]], 3)
-1 i O 0O 0 O
|
with €,(0)>0 and 4, (hkl)=—1,(hk]). The provided by the Mueller matrix formalism.?° In this

basis matrices M,, are defined such that (hkl) is
along the polar axis of a local coordinate system,
which is defined uniquely for each (hkl). Note that
certain of the ¢,,(o) will necessarily vanish for
specific space groups'3»13") and that the phases
¥,,(hkl) are determined uniquely (modulo 7) by the
space-group symmetry.'>® The nonvanishing am-
plitudes €,,(0) can all be determined, in principle,
from a minimization of the Landau free-energy
functional.?! This has been done, however, only in a
limited number of cases,!3(®)—13(c),13(e), 13(h), 14,17(b)

B. Bragg scattering in polycrystals

A systemic description of the scattering of arbi-
trarily polarized radiation by a linear medium is

approach, we describe the properties of the input
and output beams in terms of 4 X 1 column matrices
known as Stokes vectors or parameters. The con-
nection between these vectors can then be expressed
as a linear transformation whose 16 coefficients??
form the 44 Mueller matrix. The usefulness of
this particular approach follows from the principle
of optical equivalence, which states that it is impos-
sible to distinguish between incoherent sums of sim-
ple waves which form beams having identical Stokes
vectors by the use of optical instrumentation. Thus,
in practice, the Stokes vector, which characterizes
the intensity and state of polarization of a beam of
light, contains all quantities of physical interest.
The effect of a linearly scattering medium is to
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change the Stokes vector and this change is
described by the appropriate Mueller matrix. Note
that since the scattering process in liquid crystals
can result in partial depolarization of the incident
beam, the Jones or coherency matrix approach is not
adequate.

We are here primarily interested in calculating the
Mueller matrix describing the Bragg scattering of
light at a wave vector Q =¢gV'o for the case of a
liquid crystal composed of randomly orientated or-
dered crystallities. Our notation is summarized
schematically in Fig. 1. Here k, and kg are
the wave vectors of the incoming and outgomg light
beams, respectively, and Q K ﬂ—k is the scatter-

ing wave vector. For elastic scattering
| ko | =] K g| =ko and the scattering half-angle 6 is
given by

sinf=Q /2k, . 4)

With each of the wave vectors in Fig. 1(a) we associ-
ate a local right-handed coordinate system, having
its z axis along the wave vector and its x axis in the
scattering plane as shown in Fig. 1(b). The incom-
ing beam can be regarded as a linear combination of
plane waves, each having a transverse electric field
vector of the form

?az—ﬁaexp[i(koza——a)t +64,)]+c.c., (5a)

with

Ey=E 1,+Ez2, (5b)

Here c.c. denotes the associated complex conjugate
and the 7, are unit vectors defining the incoming-
beam local coordinate system. The phases §, are, in
general, independent and uncorrelated. Transform-
ing to the frame of the scattering wave vector, (5b)
becomes

Eaz_EaISinQTQ +Ea2 /2\Q +EaICOSQ§Q > (6)

with 72 the relevant unit vectors.
For each incoming plane wave, there will be a
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FIG. 1. (a) Schematic view of the scattering plane,
showing the wave vectors characterizing the incident (k,)
and scattered (K p light beams and the scattering wave
vector Q (b) The local coordinate systems associated,
respectively, with each of the three wave vectors.

Bragg-scattered wave whose electric field will be
proportional, in first-order Born approximation (i.e.,
neglecting multiple scattering conmbutlons) to the
product of the +Q Fourier components of e,,( r) and
the incoming electric field. Each scattered wave
thus has the form

& p=Egexpli (kozg— ot +8,)] . )

Using (2), (3), and (6), the electric-field-vector am-
plitude Eg scattered from a single incoming plane
wave in a particular crystallite whose local x axis is
at an angle ¢g to 1y (by construction, the z axes
coincide) becomes in the 7y coordinate frame

Epg 26+ €0y —€xo+€_ra_» i(ea,—e_ja._,) €1a;—€_1a_ —E 4sinf
EBZ =%g i(62a2~6_2a_2) 2?—62a2—60a0—e_2a_2 i(61a1+€_1a_1) E, , (8a)
Eﬂ3 €11 —€_1a_ i(61a1+€_1a_1) 2(?—'—600(0) Ealcose
T
with later in this section. _
iy tmd ) We now express Eg in the outgoing coordinate
tm=e TmTte m=1,2 (8b) frame, defined by the unit vectors #jg. We have

ag="YV 2/3ei¢° . EB=EBITB+Em§ﬁ+Em§B N (9a)

The proportionality factor g in 8(a) will be discussed

and the transverse (to l_{B) amplitudes are given by
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Eg

We have simplified our notation by setting ¢ =cos0,
s =sin6, ¢, =cos(20), and s, =sin(20).

Rather than calculating the Stokes vectors direct-
ly, it is convenient to first consider the correspond-
ing Jones or coherency matrices. For the outgoing
beam, we also sum over all the randomly oriented
crystallites, obtaining the polycrystalline Jones ma-
trix

2(EpEp )y
S(EnER),
SUERER)g |’
SAEmER)s

where by >, we understand a sum over all the plane
waves composing the output beam and the angular
brackets with subscript ¢ denote an integral over all
azimuthal orientations ¢. (Jg), is linearly related
to the Jones matrix J, of the incoming beam, which
is, of course, given by

SEnEn
SEnEy
SEuEa
SExnEqn

(Lrg= (10a)

Jo= (10b)

We write the linear relationship between {(Jg)4 and
J, in the form

(‘lﬂ)¢=%g2ﬂa ’ (lla)

where the elements of the 4 X4 Hermitian matrix T
are, from (9b) and (10),

T“ = | 2?6‘2 +€0a0(02+1) ‘ 2+(€%+€2_2)S4 ’
Typ=—Ty=—Tp=Ty=i(6g—€,)s’,
Tia=T4=(s+€ )5+ (3 +€~1)c?,

Ty =T%3 =[2€c, +€pag(c?+1)](2€—€aty)

+(4€~,)s2, (11b)
Tyy=Tyn=—(e5+€ ,)s>+(e]+€-,)c?,
Tou=—Typ=—Ty=Tyu=—i(&—e,)s,

Ti= | 26—e€pag | 2+ (E+€,) .

The Stokes (column) vectors S, and (Sg )¢ for the
incoming and outgoing beams, respectively, are re-

Ep =%g{[2%'(:2—(62a2+e_2a_2)s2+§0a0(c2+ DIE, +il(ea,—€_sa_s)s +(€ja1+€_ja_1)c]Eqn] ,
1
2

gl —illeas—e_sa_,)s —(e1a1+€_1a_1)c]Eq +(26—€,0,—€0o—€_2€_2)Eq}

1
lated to the corresponding Jones matrices by the
linear transformation

§a=é~_]a,<§3>¢=_fl<-_fﬂ>¢ , (12a)
where 4 is a 4 X4 matrix whose elments are

Ay=Ay=A4y=—Ayu=A3=Axp=idy

=—idy=1,
(12b)
Ap=A13=Ap=A3=A31=A3=Ay
—d,,=0.

Thus, e.g., the Stokes vector for the incoming beam
is

Sy S(EnEq +EnEs,)

S, S(EqEf —EpEY,)
Sa=1Sm |7 | SEmE % +ESEL)

Sa4 —id(EnEp—EnyEy)

(13)

Before completing the derivation of the Mueller
matrix for Bragg scattering, we digress to give a
brief physical interpretation of the parameters S,
(n=1,...,4) composing the Stokes (column) vec-
tor. In all cases, S, is simply proportional to the to-
tal intensity of the beam. The other parameters,
however, depend upon other beam properties. Con-
sider, for example, a single monochromatic plane
wave. In this case, only three of the S, are indepen-
dent, since

S3=524+5%2+53%. (14a)

If the wave is linearly polarized, S, =0 and arctan
(S3/S,) is the angle between the wave’s E field and
the x axis. If the wave is right ( + ) or left (—) cir-
cularly polarized, then S, =S3;=0and S, =1S].

For the case of unpolarized (e.g., natural) light,
the Stokes (column) vector has the form [S,0,0,0].
More generally, when the beam is a quasimono-
chromatic plane wave composed of independent po-
larized and unpolarized portions, (14a) must be re-
placed by the general relation

S2>824+8%2+82, (14b)

with the equality holding only for the pure mono-
chromatic case.
Experimentally, S; can be measured by taking the



28 THEORY OF LIGHT SCATTERING IN CHOLESTERICBLUE... 1795

sum of the intensities transmitted by two ideal linear
polarizers, aligned with the x and y axes, respective-
ly. S, is then simply the difference between these
two quantities. If the above experiment is repeated,
but with the polarizers now aligned along + /4, the
difference in the measured intensities will be S;. Fi-
nally, if the linear polarizers are replaced by circular
ones, S, will be the difference between intensities
passed by the right- and left-handed polarizers.

We now return to our derivation of the Mueller
matrix u, for elastic Bragg scattering by a polycrys-
talline specimen. It is defined implicitly by the rela-

tion |

(§g)¢=gp§a . (15)
Using (11a) and (12a), we have, from (15),

By =784ATA " . (16)

Since (16) is a unitary transformation, it follows that
Kp is also Hermitian. Introducing the reduced ma-
trix

~ 1 2

B=p,/58", (17a)

we obtain, from (11b), (12b), and (16),

Bi= | 2€c,+eao(c?+1) | 2+ | 28— epag | 2+ (€3 + €2 3)(s2+1)2 4+ 2(e3+ €2 )c?,

Fia=f= | 2&c;+€ao(c’+1) | *— | 26—eoatp | *— (63 +€2,)(1—5*) ,

Bi=g3=p3=A3=0,

Bra=fa=—2e—€e )s(s?+1),

Ha=|2€c,+ega(c?+1) | 2+ | 26—€gap | 2+ (€3 +€25)ct —2(ed+€%1)c?, (17b)

Faa=fa=2(€5—€" y)sc?,

Hi3=2Re{[2€c, +egolc?+1)](2€—€pad)} +2(e2+€%)c?,

B3s= —M43=2i Im{[2€c, +€pap(c*+1)](2€—€0ap)}

Fas=2Re{[2€c, +e€pap(c?+1)](26—€xay) ) + e+ €% ,)s2—2(ef+€%1)c? .

Experimentally, it is convenient to consider a
modified version of (15) in which the relationship is
between the differential scattered intensity matrix ®
(in units of energy per unit time per unit halo
length) and the input beam flux [ (in units of energy
per unit area per unit time). Since these quantities
are proportional to (§5)¢ and S,, respectively, we
can absorb the associated proportionality factors
into g2 and rewrite (15) as

®=8EL . (18)

To determine g* for scattering by a polycrystalline
specimen, we consider the case of pure scalar
scattering by density variations. In this case, only
€50 in (17b), and we have

O =+g2unl; =58 (1+c3) . (19)

This relation can also be derived directly from
standard results for Debye-Scherrer scattering by a
polycrystalline specimen and the coefficient g deter-
mined by comparison. The relevant equations are?®

[
dP/dl=®,=I,NYV /8urs ,

Y=5A%2 | F | Xe?/me®*(1+c3)/s2 , (20)
F(hkl)= 3, fyexpl —ig (hx; +ky; +1z;)] .
J

The notation in (20) is as follows: dP is the energy
per unit time scattered into a halo segment of length
dl =rd¢; N is the number of diffracting planes
scattering into the angle between 26 and 2(6+d0).
Here N =N, the multiplicity factor; r is the distance
from the specimen to the plane of the halo (the ob-
servation plane)—thus / =2mrs, is the halo length;
V is the specimen volume; p is the density (number
per unit volume) of crystallographic unit cells; A is
the wavelength (in the material) of the incom-
ing beam—it is related to the scattering wave vector
Q and scattering half-angle 6 by Bragg’s law,
Q =4ms /A; e, m, and ¢ are the electronic charge and
mass, and the speed of light, respectively; F the
structure factor, is the Fourier sum over a unit cell
of the scattering amplitudes f; of the individual
atomic scatterers located at positions (x;, yj,zj)
within the cell.
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For scalar scattering at high frequencies, the @, =(mN?&V /32rn*As%c)(1+c3) . (23)

atomic dielectric polarization Comparing (19) and (23), we find

(€4 )ij =€aByj F2=nNV/16m*As%c . (24)

is related to the scattering amplitude f by Equations (17b), (18), and (24) comprise the central
results of our analysis in this section.

€a=(4me>/mo*)f . @D We now consid};r several particular cases of the

Taking a Fourier sum over a unit cell and using Mueller matrix for Bragg scattering by a polycrys-

w=2mc/nA, where n is the index of refraction, (21) talline specimen. In general, density variations will

becomes be negligible compared with those due to periodic

variations of the order parameter €;;(T). We there-
VN =12 (0)=(n®A2/m) (e /mc*)F /pV), (22) fore set €=0 in (17b). It follows that f34=[i43=0.
(a) Backscattering configurations; 6=m/2. Here

where pV is just the total number of crystallographic we are necessarily interested in the total scattered in-
unit cells. The differential scattered intensity tensity matrix ®7=4mnrcs®. The reduced matrix i
parameter P, is thus given by takes the form
]
Te+4E+rely,) 0 0 —4e—é€y)

0 €5 0 0
o yn= . (25)

Eo=rr2 0 0 —%e 0

——4(6%—62_2) 0 0 _%6(2)

Note that m = *+ 1 elements of €(o) are unobservable in this configuration.

(b) 65£1/2. In the usual cholesteric phase there is only one Bragg peak, associated with either €, or €_,, de-
pending upon whether the helix is left- or right-handed. From the Landau theory of blue phases*™® it follows
that here also a single amplitude, again either €, or €_,, will be the dominant contribution to each Bragg peak
(except, of course, where this amplitude vanishes by symmetry,'*@>13® in which case the corresponding Bragg
peak is expected to be weak). When only this dominant contribution is considered, the reduced matrix has the
form

(2412 —(1—s% 0 F2s(s2+1)

o, —(1—s5% ¢t 0 +2s¢?

H=€x2 0 0 0 0 : (26a)
F2s(s241)  +2s¢> 0 452

In particular, for 6 = /4, which has been recently studied by Flack et al ;% (26a) becomes

1 —5 0 F2v2/3
\ -5 5 0 +V2/9
(Bo—na=7€2| o o o |- (26b)

F2V2/3 £V2/9 0 5

For comparison with the experimental results, it is necessary to modify (26b) since Flack et al3'Y used a coor-
dinate frame in which x rather than y was taken to be perpendicular to the scattering plane. For this frame the
modified matrix i’ can be obtained from (17b) by reversing the algebraic signs of elements iZ;; having (i +)
odd (@12, 14,2158 23, B 32:F 34 41,i43). In particular, (26b) becomes
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1 T 0 +2v2/3
~ 9, < ~ 0 +V32/9
(B")o=n/a= PRED 0 0 0 0 (26¢)

+2V2/3 +V2/9 0 ¢

The normalized matrix in (26¢) with €,540 is in suprisingly good agreement with the experimental results, the
main discrepancy arising from the observation of small, but nonvanishing contributions to the elements
Hi3,23;. This point will be explored further in Sec. II C, where the role of optical activity is analyzed.

(c) Weak contributions (€,). An efficient way of distinguishing among alternate space group assignments for
BP would be to detect, in addition to the dominant €, or €_, contribution to a particular reflection, the pres-
ence of other components of (o). When, for example, €, is the lowest-lying state, one would like to determine
whether the next-lowest-lying state, €, is occupied or not. Let us therefore consider @ for the case in which

only €, and €;%0. We obtain

€X(s2+1)242¢€kc? —€(1—s*) 0 —2e5s(s2+1)
—eX(1—s%) €ct—2elc? 0 2€3sc?
~_ 5
b 0 0 22 0 27
—2€3s(s2+1) 2€e3sc? 0  4eis?—2€c?

From (27), we see that in order to detect the pres-
ence of an €; component, the best approach is to
make 0 as small as experimentally possible (this will
be fixed in most cases by the shortest obtainable
wavelength of the light source) and to measure [33.
For example, at =1 /6, we have, from (27),

,u33/,u”z%(e%/e%), €l <<€ . (28)

With a system capable of measuring matrix element
ratios of 1—4 %, (28) indicates that €,/€, ratios of
0.1—0.2 would be detectable. This might be suffi-
cient to distinguish between, on the one hand, the
bee space groups T3 (I23) and T3 (12,3) and, on the
other hand, becc O (I4,32) and sc O? (P4,32) and
J

|
T! (P23) (see Table I). For the former, an €, com-
ponent is allowed in the primary Bragg reflection
while in the latter it is forbidden. Of course, the
nondetection of €, can never be conclusive, since its
magnitude could be nonzero but nevertheless below
the sensitivity of the detection system.

(d) Weak contributions (€y). In order to distin-
guish between the two most commonly proposed
structures,*™ beec 0% and sc 02, a search for an €,
contribution to the scattered Stokes vector will not
be useful since, by symmetry, €;=0 for both the
first and second Bragg reflections in either of these
structures, as noted in Table I. It becomes neces-
sary, therefore, to search for an €, component in
€;j(o). For the case in which only €600, i be-
comes

22+ 1)+ 1]+€ls?+1?  Fel(c2+112—1] 0 —2€ds(s241)
—;-6(2)[(02+1)2—1] %eg[(c2+1)2+1]+6%c4 0 2€3sc?
b= 0 0 Sedc+1) 0 29)
—26e3s(s2+1) 2€3sc? 0 “;‘6(2)(02+1)+46%S2
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s+ + +++ s+ + +++ s+ + +++ S+ + +++ s+ + +++ s+ + +++ 1T¢ 6
s+ —-+—+ s+ - +—-+ s+ - +—-+ s+ —-—+—-+ s+ + +++ s+ + +++ (1744 8
L
S+ + +++ S+ + +++ S+ + +++ S+ + +++ S+ + +++ S+ + +++ 11e 9
s+ + F++ S+ + +++ S+ + +++ S+ + +++ s+ + +++ S+ + +++ 012 s
s+ ———+ s+ - ——+ 0oy — — +—— 0oy — — +—— s+ —+—+ S+ —+—+ 00T ¥
M~ — +—= M~ —+—— M~ — +—— M~ — +-- M~ — +—— oM — — +—- 1t £
S+ —+—+ s+ —+—+ S+ —+—+ S+ - +—+ S+ + +++ S+ + +++ 011 z
M-+ ——- M- - —+- s+-——-——+ oy — — +—— M-+ —+- S+ —+—+ 001 I
—-1-0 1 ¢ ¢—I—-0 1T —I1=-01 ¢ —-1—0 1 ¢ -1-0 1T —1—0 17
w P gt At
0=w:yyy 0= u:yyy
0TF=wioyy 0°TF= w0y
up=yio=w up=yio=w 0= w:yyy
1= up=yi|=w I—up=yi —=wu 0°TF = wioyy 0= w:yyy 0= w:yyy
- up=ygF=w - up=yrF=w ug=yo=w 0TF = uweoyy U=y 0 F=w 0= w:yyy
f—up=y | —=wQ0y  §— Up=y[F=uL00Yy |- U= YTF= U0y 0= w00y 1— ug=y1F = w00y 0°7F = w00y
0 90 0 10 vl 1L
o1qno ojdung
S+ —+—+ s+ —+—+ s+ + +++ s+ + +++ (133 6
8
S+ + +++ S+ + +++ S+ + +++ S+ + +++ 12¢ L
M~ = +-- oM~ = +—- M~ — +—— M~ — +—— we 9
S+ + +++ S+ + +++ s+ + +++ S+ + +++ 01¢ S
S+ —+-+ S+ —+—+ S+ + +++ S+ + +++ 744 ¥
S+ + +++ S+ + +++ S+ + +++ S+ + +++ 112 €
s+ —-—-——+ yM—-—-+-- s+ —+—+ s+ —+—-+ 007 4
S+ —+—+ S+~ +—+ S+ + +++ S+ + +++ o1t 1
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As in the previous case, it is again desirable to make
6 as small as possible and to attempt to detect p33.
For 6=1/6, for example, we have

B3/~ e (€3/€3), €h<<és . (30)

With an experimental detection ratio sensitivity of
1—4 %, €,/€, ratios of 0.08—0.16 would be detect-
able. Finding €340 for the primary reflection
would rule out an O? structure while a positive re-
sult for the second Bragg peak would rule out 08,

(e) Transmission. Rather than measuring scat-
tered Bragg intensities, it is possible to study the
nonscattered or transmitted intensity as a function
of the wavelength A of the incident beam. Experi-
ments of this type have been carried out by
Meiboom and Sammon.? In this configuration,
there is a series of steps (reductions) in the transmit-
ted intensity with decreasing A, with each step
occurring when the Bragg condition for backscatter-
ing at a given (hkl) is satisfied. From (17), (18), and
(24), we find that the tensor A®, associated with
each step is given by

APy (o)=47rcs(Pg—rn /2

=(m*NV/32n* A () o r /oL 31
where
Ao=47/Q =47 /q0'"? .
When total intensity is being measured, we have
[A®7(0)];=(7*N*V /8n*A,)

X [(E+€,)+ el , (32a)
or, when only the dominant €, contribution is con-
sidered,

[A®7(0)];=(m*N?V /8n*A,)eil, (32b)

In the region A < A,, but before the following Bragg
reflection threshold is reached, the total scattered in-
tensity in the presence of the ¢’ <o Bragg reflec-
tions becomes

A A'a'

__+__

2
A T (33)

[@r(M]i=7 3 [AD@r(0))]
o'<o

when only €,(0")5£0. [If €,(0')=0 for particular
values of ¢’ (see Table I), these o’ values do not con-
tribute to the sum in (33).] A comparison between
(33) and the experimental results of Meiboom and
Sammon®® is shown in Fig. 2.

Another experimentally accessible quantity is the
ratio of right-hand (rh) to left-hand (lh) polarized
scattered light. For example, between the first and
second Bragg reflections this ratio is given by

T I T l T ]
10— i

- ISOTROPIC PHASE I/
Z f
] I
W ol il
= e et
@ i {,\ BLUE PHASE I |
E o6l ,,Z\ MEASURED[REF. 2(b)] |
2 8 -
7} yVa CALCULATED
=2
2 L7 ]
[

N R L |
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FIG. 2. Comparison of the transmitted intensity calcu-
lated theoretically using Eq. (33) with the experimental re-
sults of Meiboom and Sammon, Ref. 2(b). The steps (but
not the relative positions) at each of the three Bragg re-
flections were fitted to the reported data.

®(rh;A) _
@ (Ih;A)

(/AP —1
(A /A1
1<AM/A<V2. (34)

B+l
Bii—H4

i

C. The effect of optical activity

In Sec. II B we derived, using the Mueller matrix
approach, the matrix describing the elastic Bragg
scattering of an ordered polycrystalline cholesteric
liquid-crystal system in the weak scattering limit.
This was done by calculating the linear relation be-
tween the Stokes vectors characterizing the light
beam before and after the scattering event. In an ac-
tual experiment, however, the light beam will in gen-
eral pass through a length /, of the sample before
the scattering event and, similarly, a length /g fol-
lowing it. Since the blue phases exhibit significant
optical activity, it is clear that the Stokes vector of
the incoming light beam will be modified before the
Bragg reflection takes place while the measured out-
going beam Stokes vector will differ from that exist-
ing immediately following the reflection. In this
section we calculate the appropriate Mueller matrix
to describe this process. This 1is essentially
equivalent to taking into account the effect of weak
multiple reflections.

We begin by noting that in the Mueller matrix
formalism the modified matrix u, is defined as in
(18) by -

S=p =5 L= 5T pplltal , (35)
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where 4, g are the matrices describing the effect of ¢; =cos(281;) ,
optical activity before and after the scattering event,
respectively. Specifically, both these matrices, for and
given l,,lg, have the form 5 —sin(281;)
10 00 and 8 is the optical activity coefficient (in radians
0 ¢ 50 per unit length). This quantity has been recently
U= o~ o~ , I=a,B (36) calculated for the BP.!? Since in most experimental
- 0 —S; C; 0 . . . .
configurations [, =Ig, we restrict ourselves to this
0 0 01 case. From (17) (with €=0), (35), and (36), we ob-
where l tain
B Z1C 73P5) I
Bl fipc?—fss®  (Fa +,u33)sc 24T
a,= (37)

—HE155 —(HEp+E33)SC —Hys +.u330 —Hass
Hi4 H24C B8 a4
Here we have dropped the index i in (36) and the bar denotes the average value of the quantity. From (37) and

noting that I, =Ig takes on with equal weight all values between zero and a maximum /, proportional to the
specimen thickness and the scattering angle, we have

(e)13/ () 12=(pe)a3/ (s )aa=5/C
=tan(28/,) , (38)

223/ U e oo + (331 =252 /(e =)
=tan(2510) .
Thus these ratios allow us to determine the optical activity contribution to @Z,. Note that (37) gives, for
8ly << 1, O(I3) corrections to the scattering cross section.

We now consider the effect of optical activity in the experimental configurations discussed in Sec. II B.
(a) Backscattering configuration: 0=/2. Using (25), we obtain

e+ E+€3) 0 0 —4(3—€>,)
0 —eo(c +5 ) 0 0
(Bedo=nn= 0 0 — 22 +5?) 0 ' (39)
——4(6%—-62_2) 0 0 —%e(z,

In this configuration, we see that optical activity has essentially no effect on the observed Stokes vector.
(b) 6=1/4 scattering configuration. For a 0=1/4 scattering configuration and a y matrix in which only
€,#0, (37) becomes [in the coordinate frame of Flack et al., 3d) defined earlier and used in (26¢)]

1 c/3 5/3  2V2/3

/3 ¢2/9  s©/9  ¢V2/9
(B Vommra= 16% - . (40)
f TG=m/AT 4 —5/3 —s5¢/9 —s2/9 —svV2/9

8

2V2/3 eV2/9 5V2/9 5

|
Whenever 26/y << 1 (i.e., weak optical activity or (2 +[33)520)] is the nonvanishing of the matrix
thin sample), we see from (37) and (40) that the elements (f,)3, (&;)23, and (fZ,)43 [and their tran-
main consequence of optical activity [for fZ,, and sposes, which are given by (&,)s; = —(,);3, i3]
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These elements are all proportional to §~6/;. In-
terestingly, (fI,);3, which is proportional to s?
when [133=0, is essentially unaffected by the optical
activity in this limit.

The normalized matrix in (40), with 5 :—;—, c~1,1is
in excellent agreement with the measured Mueller
matrix3? characterizing the first and second Bragg
reflections for both BPI and BPII. In this particular
experiment, contributions from components of €(o)
other than €, are clearly either small or nonexistent
(less than 4%, according to Flack et al.*?). Thus
scattering experiments of the type described here
whose goal is to detect such contributions require
sensitive measuring techniques. However, since our
analysis shows that optical activity results essential-
ly in contributions to Mueller matrix elements
which would otherwise vanish, it does not make the
experimental task of detecting these small contribu-
tions more difficult than it would be otherwise.

D. Bragg scattering by single crystals

In Sec. II B we derived the Mueller matrix charac-
terizing Bragg scattering by a polycrystalline period-
ically ordered liquid crystal specimen. As discussed
earlier, one would like to use these results to distin-
guish between different periodically ordered struc-
tures and this, in general, requires detection of €,
and €y components of the order parameter amplitude
tensor €(o) associated with a particular Bragg peak.
These components are expected to be weak relative
to the dominant €, (we assume, for definiteness, a
left-handed cholesteric spiral structure) component
and, for a polycrystalline specimen, enter quadrati-
cally into the Mueller matrix. Thus detection of
these components presents difficulties.

One possible way of circumventing this would be
to study Bragg scattering by a single crystal, rather
than by a polycrystalline specimen. This, of course,
requires that such specimens be available. The re-
cent results of Onusseit and Stegemeyer!! and
Marcus’® indicate, however, that such specimens
can definitely be grown in BPII and possibly also in
BPI. Thus single-crystal light-scattering studies
could be a promising approach. In this section we
shall derive the Mueller matrix characterizing such
scattering. We again assume that the scattering is
weak, ignoring extinctions and similar difficulties.
It must be stressed, however, that such effects can
be much more serious in single crystal than in po-
lycrystalline scattering studies.

In order to simplify our algebraic expressions
while preserving the essential elements of the calcu-
lation, we shall (a) neglect ab initio any contribu-
tions from the density variation € and higher-lying

components €_; and €_,, and (b) keep only terms of
order €3, €€, and €,¢,. Returning to (9), we have,
therefore,

Ep =78{[— €552 +eoao(1+cH)]Eq
+ileyay+e€a)Ey, Y,
Em:%g[—i(ezazs"ﬂalC)Eal @
— (€203 +€0)E 53] -
Instead of (10a) the outgoing beam Jones matrix is
2 EpEp
2 EpEp
1= |3 B,
2 EpEp
The elements of T, from (10b), (41), and (42), are

=TJ,. (42)

2 * *
T =€5* — €605 (1 +cH)aah + a5 ag)
T, =T =iess> +ie,es2carat
. 2\ %
—ieeps (14+c)azay ,

2 * *
T14, T41 =€2S2i€2€lSC(a2a1 +a2a1) ’

Ty =T% =—ies’+iees’caat
+iereos(1+c?asay,
Ty =T3 =652+ x60[ s a0 — (1+cHajap] ,
Ty =T% = —es52—ee5¢(aat —aday) , (43)
Ty =T% = —i€3s —ieecasa; —ieesarct ,
Ty =Th =ies +ieecasa; +ieesaral ,
T 44 = €3+ €60( 20 + )
Note that in the single crystal case T is not Hermi-
tian. From (12), (15), (16), and (43), and following

the definition in (18), we obtain the Mueller matrix
. for single-crystal scattering as

=p J=+FEL, (44a)
with

Bu=es>+1)2+c*Cyp ,

Tipsfia = —€3(1—s*)Fs,Cy; —(2—c*)Cyp

i3z =*c(1Fs2)S5; —s(2+¢3)Sy ,

Biafiar=—2€35(s2+1)—c(1£53)Cyy +5¢2Cyy

Bp=6xc*+c*Cyy ,
(44b)
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BonBa=Fc(1+52)S, —scSy ,

Boaflay=2€35¢2+c(1Fs2)Cyy
+5(24¢*)Cy ,

B3=—2c’Cy ,

B34,843=52521F282 »

ﬁ44=4e§s2—2c2C20 ,

and

C,1 =2e5e.c08(,— ) ,

Sy =26€sin(¢, — Y1),

C,0=2V"2/3€,605c08(1h, — ) »

S21=2V"2/3€xe08in(, — ) .

(44¢)

We now consider some specific crystallographic
structures. Recently, Onusseit and Stegemeyer!'!(®
and Marcus”® found that in BPII single crystals
can be grown in the form of large square platelets
and also that the primary Bragg reflection is ob-
served normal to the platelets by backscattering. On
morphological grounds Marcus’® has argued that
the platelet edges are parallel to (100) crystallo-
graphic directions and that the BPII structure is sc.
This conclusion is supported by the work of Flack
and Crooker,>® who could not detect the third
Bragg reflection in the phase they called BPIIA, but
which has since been argued’® to be BPIL. This
particular reflection can be due only to € in sc
structures'* @™ and will be, at best, extremely weak
for a polycrystalline specimen. If it is therefore ac-
cepted that BPII is sc, it follows that this phase
should be assigned to either the O? or T'! space
group. One way!3 @13 of distinguishing between
these two possibilities (see Table I) is to note that for
the primary (100) reflection an €, component is for-
bidden in the case of 02, but allowed in the case of
T'. For a backscattering configuration, (44) becomes

42 —2Cy —28, —46

— 2C20 0 0 2C20
= (45)
'li —_ 2S20 0 O 2SZO
—-46% 2C20 —-2520 4€%

For the O? (100) reflection, Cpy=S,0,=0, and only
the elements

En=Rau=—[H1
=—[i4

are nonzero. [Remember that the terms of O ,)

which appeared in (25) are here neglected.] For Ty,
on the other hand, additional elements of i can be
nonzero. For this case, the phases ¢, and 1, are ei-
ther O or # for all {100), thus the effect of €,5<0
will be reflected in the elements

Bp=[= —[2a
=—[4=0.
The ratio
| Br2/Bai | = | C20/263 |
=($)"%ep/€; (46)

should be observable even if € is only a few percent
of €;.

While detecting an €,5~0 contribution to 7 would
eliminate O2, a null result cannot, as noted previous-
ly, be regarded as definite. One should also search
for an €, contribution to the second Bragg peak
which, for an sc structure, would be the (110) reflec-
tion. To observe it in a backscattering configura-
tion, it is necessary to orient the incident beam at a
/4 angle to the platelet normal, and also perpen-
dicular to one of the platelet edges. Again, all ¥,
and 3, are either O or 7 for both sc space groups.
Thus the appropriate Mueller matrix is (45) with
S =0. Finding (see Table I) €yoc=1)=0 and
€50 =2)5£0 would provide strong support for an O?
structure assignment while finding both ey(o=1),
€(0=2)£0 would point to a T! structure. Of
course, it would also be useful to confirm that BPII
is sc by searching for the weak third reflection. In
backscattering, a (111) reflection should be searched
for by orienting the incident beam along a [111]
crystallographic direction. For an sc lattice, the ap-
propriate Mueller matrix is (25), with only €,5=0.
For all bce lattices there will be, on the other hand,
the strong €, contributions appearing in (45).

We now consider BPI. Oriented BPI platelets
have been obtained by first creating platelets in BPII
and then lowering the temperature.”®>!1® These
platelets are apparently not single crystals, but rath-
er sets of strongly oriented polycrystals. Since, how-
ever, each set satisfies the Bragg condition separate-
ly, we can regard these platelets as being essentially
single crystals. Based on morphological considera-
tions and his observation of the primary Bragg re-
flection in backscattering along a direction perpen-
dicular to the plane of the platelet, Marcus’® has
argued that BPI is bece with a [110] crystallographic
direction along the platelet normal. The possible
bce space group assignments are O?, its subgroup
T3, and T3. Landau theory calculations'*™ indicate
that the latter is relatively unlikely. Note that the
results of Flack and Crooker*® and also those of
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Meiboom and Sammon? definitely eliminate any sc
group assignment as well (at least for the materials
studied by them) as well as the other possible bcc
space group, O° (I432).

While one cannot distinguish between T° and T
by Mueller matrix studies,’>@"13® jt is possible in
principle to determine whether the structure belongs
to one of these groups or to O%. The best way of do-
ing this is to utilize the structure factor
information!3(4» 13 for the two Bragg peaks, (110)
and (200). From Table I, it is clear that we should
search for a €;(2) component in the first Bragg peak
and an €y(4) component in the second. Their pres-
ence would rule out an O8 structure assignment and
vice versa for T2 or T°. The search for an €,(2)
contribution is, however, complicated by the pres-
ence of an €y(2) component for all structures. Also,
as noted earlier, €; contributions cannot be detected
]

in a backscattering configuration and, for each such
contribution, either C,; or S,; (but not both) will be
identically zero.

III. THE MUELLER MATRIX FORMALISM;
SCATTERING IN THE ISOTROPIC PHASE

A. Thermal fluctuations

In the disordered or isotropic phase, the average
value of all g=0 components of e}ij is, of course,
zero. Owing, however, to thermal fluctuations, the
squares of these quantities are nonvanishing and, to
lowest order, can be simply calculated using the
equipartition theorem.

For cholesteric systems, the average free-energy
density is given by?*?3

— —r 1
F=V lfdr[7((16,2_;+cle,?j,1+czeij,i€1j,,—2de,~j,6,-,,ej,,’,)—ﬁe,-jeﬂen+y(€,-2j)2] 5 47

where, as usual, a is proportional to a reduced tem-
perature, ¢y, ¢,, d, B, and ¥y are regarded as
temperature-independent parameters,

€ij1 Eafij /ax, s

and we sum on repeated indices. From thermo-
dynamic considerations it is necessary that ¢; and y
be positive and that 3™ ¢, + %cz >0.

We restrict ourselves here to the harmonic approx-
imation, in which the fluctuation-induced contribu-
tions to the free energy are given by the quadratic
(order €% terms in (47). However, it should be noted
that contributions from the higher-order terms may
be important close to the clearing point.!3®) We
again expand €;;(T;0) in Fourier components, replac-
ing

q(hiy + ki, +1f;)

in (2) by (3 and noting that now the multiplicity N is
1. We then have

€)= €;(Qlexp(iQ-T) . 48)
q

Substituting (48) into the quadratic part of (47) and
using (2b), we obtain

F=3 3 {a—mdQ+[c; ++c;(4—m?)]QY]

.
Q,m

X €2(0) . (49)

From the equipartition theorem, we have

|
kpT/V
mmG G - i NPT
a—mDQ +[c;+ zc(4—m?)]Q
(50a)

=8

where kg is Boltzmann’s constant and T is the tem-
perature. The brackets denote a thermodynamic
average. In addition, we note that

(€em)=0, (50b)
and that
(€Q)e(—Q") =855 ksTV~"Xo(@) .  (500)

The exact form of the function X(Q) is not of in-
terest.

B. The quasielastic scattering matrix

The Mueller matrix describing quasielastic
scattering in the disordered phase can be obtained by
appropriate modifications of the results given in Sec.
II B for the case of an ordered polycrystalline speci-
men. The necessary changes in (16)—(18) are (a) the
replacing of €2, and €? by their thermodynamic
averages, as given in (50), and (b) the calculation of
the prefactor g2 for the disordered phase. This pre-
factor can, as before, be obtained by comparison
with the Debye-Scherrer expression (20), where it is
now understood that N, is the number of diffracting
planes scattering the incident beam into the angle
between 26 and 2(0+d0) is given by
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N=[V/(27)}147Q%dQ ; (51a)

p, the density of unit cells, is simply p=1/V; i.e., we
regard the entire specimen as a single unit cell;
| F|? in (20) is replaced by its thermodynamic aver-
age ( | F?|). Using Bragg’s law, Q=4ms/A, (51a)
becomes

N=16mVs%c /A%)d(20) . (51b)
Instead of (22), we have
VHE?)y=(n*A2/m)e?/mc?)*( |F|)?. (52)

Using dl=rd¢, we obtain, from (20), (51b), and
(52),

dP/d(20)d$=rd,
=1,(m* V22 A (@) (1+c?) . (53)

Comparing (53) and (19) (with g now replaced by g,
for the disordered phase) we obtain

gi=mV2/rm*\* . (54)

Equations (17b) (with €2,, & replaced by their ther-
modynamic averages), (18) (with g replaced by g,),
and (54) are the central results for scattering in the
disordered phase.

A particularly interesting quantity to evaluate in
the isotropic phase is the difference between the
amount of light scattered by left- and right-
circularly polarized incident radiation. This quanti-
ty has been measured by Meiboom and Sammon*®’
in amorphous BPIII, where the strongly selective
nature of the scattering is the most prominent
feature. The simplest possible explanation of this
behavior would be to ascribe it to enhanced scatter-
ing, which is expected in the isotropic phase as the
clearing point is approached from above. This
would, of course, imply that BPIII is not a distinct
thermodynamic phase, but rather a subregion of the
isotropic one.

We thus wish to calculate

W/ I =(6mykg TV /n* ALERBIf(n, 7=t /K?) ,

dy/d(20)dd=r[(P;—D,)— (D +Dy)]
_17
8 nAt

2

=27T—4N1S(S2+1)
n

2|4l Io,

X[{e3) — ()1, , (55)

where I, is the (equal) intensity of the incident cir-
cularly polarized beams, and [z 4 is taken from (17b)
with the changes previously noted. From (50a) we
have

(42)=kg TV~ HaF2dQ+c,0%)7". (56)

variables!3(&)13(h)

Qc=d/c;=4m/r¢c, +t=03y/Ba,
TER=0y/BYey (57)
n=Ac/A, k=Qcér ,

(56) becomes

(4,)=kpTV =1 (12y/B*)t F2mi®s + ks ?) "L .

(56")
Note that the reduced temperature

t=(Tic—To)/(Tg —To)=AT;c /ATy ,

where T;c and Ty are the isotropic-cholesteric and
racemic-mixture transition temperatures, respective-
ly, and T is extrapolated from the disordered phase
transition temperature for the racemic mixture.!?®
Substituting (56') into (55) and integrating over all
scattering angles 0 <20 <, 0 < ¢ <27 gives

W/ 1o =(96mnPykg TV /n*\*B?)

1 v(l+v)
X fo dv(

t +‘)’)2K2U)2 ——4772;(41)
with v =s2. Carrying out the integration gives

s (58)

(59)

fp, D) =n+[(4—27r+7%) /290l (7429 +9*)(r—2n+7>) /7]
+{[P—T(8+1H)+2(4+17)]/2n(r— D'} {tan~[(r—2+7?) /2(—1)!/?]

A convenient way of eliminating the various param-
eters appearing in (59) is to relate ¥/ /I, to the mag-
nitude of the step observed” in the transmitted light
intensity in the cholesteric helicoidal phase at
A=Ac. Considering only the dominant €3 contribu-

—tan~'[(7—2)/2(r—1)'/?]} .

[
tion, we use (32b) with A=Ac and N =2. For €2, we
take the intensity immediately below the isotropic-
cholesteric transition (i.e., we ignore the narrow tem-
perature interval occupied by blue phases) and relate
it to the latent heat (in energy/volume K) associated
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with this transition by using the Landau-theory
result!3®

(aa /aT)T=TIC

L :2T,Ce§m . (60)
Since
AT)c/Tic << 1
we have
(3a/3T)r_1,.~a /ATic=(B*/12y)t /AT;c
=(B*/12y) /ATy , (61)
and, from (32b), we obtain
AP (A=Ac) /1,
32+ (14 562 2]y VL ATy
= AT (62)
Setting T=T¢ in (59), we finally have
k= BT%Z(;I—/II
2kpTic N Tic/ATR)
T a2+ (1+ 1) 1L AR
Xf(n=A/M;T=1;c/K?), (63)
withl3(h)
tie=5[1+K 2+ (1+562°"], (64)

for k < 3, which is the region of interest.

A numerical estimate of R can be obtained as fol-
lows. We consider isotropic phase scattering in CN
at a wavelength (in the material) of A=A, =230 nm.
A reasonable value for the racemic mixture correla-
tion length £z is 15 nm, which gives

k=Q.Er =4m€r /A, =0.82 .

Theoretical phase diagrams'3 ™ indicate that blue
phases are observed for k >0.7, so this is a reason-
able value. For the other quantities appearing in
(63) we take experimental values, T;c=365 K,
ATz =0.5 K, and L=1 J/cm?®—K. Substituting
into (63), we obtain

R=5.2x10"3,

ie, a 5% effect. Since the experimentally
observed®® BPIII selective scattering is 1—2 orders
of magnitude greater than this, it is clear that it can-
not be ascribed to Ornstein-Zernike—type fluctua-
tions in the isotropic phase as the clearing point is ap-

1805

05

] :
5 10 1.5 20
FIG. 3. Wavelength dependence of the difference in
scattering intensity between right- and left-handed circu-
larly polarized light, for quasielastic scattering in the iso-
tropic phase just above the clearing point.

proached and that alternate possibilities must there-
fore be explored.

Finally, in Fig. 3, we illustrate the wavelength (A)
dependence of /1, again taking k=0.82. Clearly,
the quasielastic scattering in the isotropic phase im-
mediately above the clearing point increases as A /A ¢
decreases below wunity. However, experimental
results?® for BPIII show a stronger temperature
dependence than that in Fig. 3, again indicating that
the anomalous scattering observed in this phase can-
not be ascribed to simple fluctuations in the disor-
dered phase. We shall return to this point in the fi-
nal section.

IV. DISCUSSION

In this paper we have presented a detailed descrip-
tion of elastic light scattering in cholesteric liquid-
crystal systems. Our analysis was carried out within
the framework of the Landau theory of phase transi-
tions in cholesterics, which had been given
elsewhere.!*®  Stressed particularly was the impor-
tance of analyzing the polarization characteristics of
scattered light in cholesteric systems for arbitrarily
polarized incident radiation, and how such measure-
ments are related to the structural properties of
cholesteric blue phases.

Our analysis utilized the Mueller matrix formal-
ism, in which the scattering properties of the medi-
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um are described by a 4 X4 matrix which relates the
1X4 Stokes vectors of the scattered and incident
beams. For the ordered blue phases, we first con-
sidered the case of scattering by a polycrystalline
specimen (Debye-Scherrer—type configuration) in
the Born approximation. The calculated Mueller
matrix was compared with the experimental results
of Flack et al*? The agreement was quite good,
particularly when the effect of optical activity was
taken into account. Considering only the contribu-
tion of the dominant Fourier component of the or-
der parameter to the theoretical Mueller matrix, the
calculated results were within a few percent of the
experimental intensity ratios. This, of course, indi-
cates that higher-order contributions, which are im-
portant for understanding the detailed structure of
the blue phase, may be difficult to detect with high
accuracy in this particular configuration. For this
reason, we also presented an analysis of scattering by
a single-crystal specimen and showed that in this
case the effect of higher-order terms is significantly
greater. However, in practice elastic scattering mea-
surements on single crystals present difficulties, due
to extinctions and similar effects and considerable
care must be taken.

We also compare (see Fig. 2) our theoretical re-
sults with the transmission versus wavelength mea-
surements of Meiboom and Sammon*® on BPI. By
fitting the first three Bragg magnitudes to the exper-
imental data, we showed that the theoretical expres-
sion describes the measured intensity satisfactorily
over the entire wavelength region studied.

In Sec. III, we studied quasielastic scattering in
the isotropic phase, considering only quadratic (har-
monic) fluctuations of the order parameter. Once
again the Mueller matrix approached was used so as
to obtain results for arbitrary polarization of the in-
cident radiation. One of our objectives was to deter-
mine whether the strong anomalous scattering asso-
ciated with BPIII [Ref. 2(b)] could be attributed to
harmonic fluctuations of the order parameter in the
vicinity of the clearing point. We find that this is
probably not so since the observed BPIII scattering
is 1—2 orders of magnitude greater than the theoret-
ical estimate. In addition, the observed temperature
dependence is much stronger than that calculated in
the harmonic approximation. We therefore con-
clude that it is necessary to consider in greater detail
two alternative explanations. (1) BPIII may in fact

be a distinct thermodynamic phase which, however,
is not characterized by periodic orientational order
(i.e., it has the characteristics of a “glassy” state).
One possibility for such a phase, the condensation of
a collection of disordered, randomly oriented rodlike
entities, has been previously suggested elsewhere.!3(®
(2) Alternately, the harmonic approximation em-
ployed in Sec. III might be inadequate near the
clearing point. In principle, there exist low-lying lo-
calized excitations in the disordered phase'*®’ and
these could result in enhanced light scattering hav-
ing the characteristics observed in BPIII. In the
latter case, BPIII would, of course, not be a distinct
thermodynamic phase.

One possible way of distinguishing between these
two possibilities is by inelastic-light-scattering stud-
ies. Utilizing such techniques, one can measure the
lifetime of the light scatterers in BPIII. By compar-
ing the results obtained with those of similar mea-
surements on BPI and BPII it should be possible to
determine whether the BPIII phase scatterers have a
static or dynamic character. The former would in-
dicate that BPIII is indeed a glassylike state while
the latter would tend to confirm that localized exci-
tations are responsible for the observed anomalous
behavior.

Finally, we mention one additional experimental
possibility for studying blue phases with long-range
order. By using a coherent light source and holo-
graphic techniques one can, in principle, measure
the relative phases as well as the amplitudes of the
Bragg peaks. As we have noted, these phases are
directly related to possible structure assignments and
thus such measurements could provide a unique
means of determining the structures of cholesteric
blue phases.
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