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I. Introduction

In this review, we focus attention upon our recent experimental results of the collective trans-
lational and rotational coupling modes of molecular motions in the liquids and solutions. It is very
important to elucidate how the molecular site-site interaction does effect on the molecular motions
in liquids and solutions, especially to understand the molecular motion of anisotropic molecules at
molecular levels. For this purpose, the light scattering and ultrasonically induced spectroscopy tech-
niques are very appropriate and powerful.

The depolarized Rayleigh spectra monitor the fluctuation in the polarizability density that
arises from the modulation of the intrinsic and the interaction-induced polarizabilities of the mol-
ecules by the molecular motion. In the case of the no-interaction-induced polarizability, the shape
of the depolarized Rayleigh spectrum will be determined by the time dependence of the
autocorrelation function of a second rank collective orientation déh@i§or symmetric top mol-
ecules, the intensity would depend upon the anisotropy in the gas phase polarizability of a mol-
ecule and a static orientational correlation parameter given by

GYOLA®)
(P,(0) P, (i)

whereNX s the number of scattering molecules &) is a second rank Legendre function of
the orientation of molecuie

In the case of no strong interaction between the normal coordinates on different molecules,
the isotropic Raman spectrum reflects vibrational state of a single molecule and gives the
autocorrelation function of the phase of the normal coordinate of a single molecule. The anisotro-
pic spectrum gives a correlation function with a second rank spherical harmonic of the molecular
orientation. Furthermore, in the absence of intermolecular vibrational-vibrational interactions, it is
quite probable that the vibrational and orientational degree of freedom relax independently so that
a single-molecule orientational correlation function can be obtained from the Raman spectrum.

In the rotational diffusion limit, the half width of the depolarized light scattering spé&ctra,
give the single-particle orientational correlation function for symmetric tops which is predomi-
nantly exponential and characterized by the decay®ime.

(I-1)

g,=1+NX



Collective Translational-Rotational Coupling Motion of Molecules in Liquids and Solutions09

)2

wherej, is a dynamic orientation correlation parameter. At diffusion lipandr, are frequency
dependent?. The orientational correlation ting can be obtained by Raman band shape analysis
and NMR measurement. ¢f in Eq. (I-2) is almost equal to 1, that is, molecule rotates freely in
liquids and solutions, thed, X O T,.

It has been known that in liquids the collective translational and rotational (orientational)
modes are strongly coupled. This coupling has been typically observed in a dimensionless trans-
port parameteR which is directly related to the depth of the “Rytov dip” in the VH depolarized
Rayleigh scattering, the central dip arising from the coupling of rotation to shear modes.

De Genned has predicted that the Rayleigh dip could exist in a depolarized light scattering
spectrum of liquid crystals in isotropic phase. His theory is based on the phenomenological gener-
alized irreversible thermodynamics and the coupling between orientational and shear modes of
molecular motions is expressed by the transport equation using three viscosity parameters, the shear
viscosity g, the viscosity for relaxation for orientational ordesind the coupling viscosify. For
this case, the coupling parameleis expressed byR(= 2,uz/(nsv)) and is directly related to the
depth of the “Rytov dip” in the VH depolarized Rayleigh scattering. His phenomenological treat-
ment was confirmed by depolarized light scattefirgjectric birefringenc, flow birefringenc&
and complex shear modulus measurements.

According to de Gennes’ phenomenological theory of strong coupling system, the rate of
change of the tensor orientational order paran@fgis defined as

2Q,
Rus :Tﬁ' (1-3)

The conjugated force,,; can be derived from the free enefgy

___OF __ _
qoaﬁ— aQaﬁ AQaﬂ (I 4)

whereA is the quadratic expansion coefficient of free enerdy,jn In the linear region and if the
difference betweendQ,;/dt and partial derivativeQ,,;/dt = Q, is negligible, the linear Onsager
symmetry equation can be written as

O%3 =2Ns Aaﬁa +2URy
Gup =2 A"+ VR (1-5)

In this caseaf,ﬁ is anisotropic part of the viscous stress tensorﬁg[fds the anisotropic part of
strain rate tensor. The above coupling effect yields complex shear viscdsity as

@ =ns|1-r_CT)
1+(@/TY
I
@) =nR— ) (1-6)

1+(w/T)
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wherer is the relaxation frequency of tensor order paranieter.

Flow birefringence experiment should also yiBldn flow birefringence, one measuies",
which is virtually independent of boundary conditions, wheresas in light scattering one measures
R andrl” independently.

The simple theories that lend themselves to experimental verification with a minimum num-
ber of adjustable parameter assume that the visopgitite reorientational correlation frequency
I, and the coupling paramefare evaluated in tHe w — 0 limit.”™* Only adjustable parameter
in fitting of the “Rytov dip” is the coupling parameter

In this limit, thel" andR that enter VH scattering and flow birefringence experiments can be
used to analyze phenomena for HH light scattering and ultrasonically induced birefringence ex-
periments??n few cases, the translational-rotational coupling parameter affects on the HH light
scattering spectrum, but, for situations where the Rytov dip is small, the weak Brillouin side-peaks
observed in the HH spectrum provide a better method of meagutirap does the dip in the VH
spectrum.

However, the developments of laser light systems and ultrasonic techniques has open a way to
measure the ultrasonically induced birefringence directly as a function of ultrasonic frequency and
their intensity"¥*® Therefore, it is a very useful techniques to investigate the collective transla-
tional and rotational coupling modes of molecular motions in liquids and solutions.

We have constructed and improved the following two experimental systems.

(1) The depolarized light scattering measurement system with a light beating scattering
method based on an optical heterodyne technique newly consttiéfthe laser light are split
into two beams which are imposed at the specimen; one beam is an incident light and the other as a
reference for heterodyne detection. A half wave plate put in the path of the reference beam rotates
its polarization plane by 9Gso that the depolarized VH scattering can be detected. The polarized
VV scattering and the depolarized VH scattering can be observed alternately with very high accu-
racy.

(2) The difference of refractive inde&n = n, —n;, was measured in an ultrasonically in-
duced birefringence experiment, whej@andn; are refractive indexes parallel and perpendicular
to the direction of sound propagation, respectively. The light from a He-Ne laser passes through
the polarizer with an angle of polarization at 4&ample cellA/4 plate, and analyzer with a small
offset angle3 from extinction position. If the acoustic field is applied to solutions, the optical phase
retardationd is produced and the intensity of light passed through the analyzer increases. The opti-
cal retardatiord is obtained from the light intensitidg,andl, in the absence of the sound wave
with the polarizer and with the analyzer being parallel and perpendicular, respectively. The differ-
ence of refractive index can be estimated from the equAtion A 8/2rd, wheref is the offset
angle,d the optical path length ardthe wave length of the light. In order to obtain the orienta-
tional relaxation time, the pulsed ultrasonic waves are used and their frequency range is from 5 to
225 MHz.

We would like to summarize in the review our experimental and theoretical results of the trans-
lational and rotational coupling paramefReobtained from depolarized light scattering and ultra-
sonically induced birefringence measurements in liquid crystal and colloidal systems. First, we
will summarize our recent work for the translational and rotational coupling pareRaiteained
from depolarized light scattering in neat and diluted liquid crystal systems. Second, we will show
to some extent the theoretical treatment for ultrasonically and flow birefringence. Finally, we will
discuss the our recent results for ultrasonically induced birefringence for liquid crystal, polymer
solutions, typical colloidal systems and the concentrated surfactant systems.
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Il. Experimentals

1. Light Beating Scattering Measurement¥’ %

In order to obtain the power spectra of the polarized and depolarized light scattering, a light
beating scattering method based on an optical heterodyne technique was used. The block diagram
of our experimental system is shown in Fig. 11-1.

Although the detail of our system has been reported in the litet&ftifaye briefly describe
the experimental system. As a light source, a He-Ne laser operating at 632.8 nm with a power of
50 mW and a multi-longitudinal mode was used and the laser light was split into two beams, which
were imposed again at the specimen: one beam is as an incident light and the other as a reference
light for heterodyne detection. Only the component of scattered light overlapped the reference beam
can generate the beat current at the photodiode. The beat signal was received with a spectrum ana-
lyzer, and its intermediate frequency (IF) output was square-law detected and fed to a lock-in-
amplifier. This light beating technique provides frequency resolution of 1 kHz. The scattering angle
6 was measured accurately as the crossing angle of the two beams. A half wave plate put in the
path of the reference beam rotates its polarization plane oinQf@der that the polarized VV
scattering be detected. Therefore, the polarized VV scattering and the depolarized VH scattering
can be observed alternatively.

The sample cell was set in a brass block whose temperature was controlled@aBig by
circulating the temperature-controlled water. The temperature was measured by the thermister cov-
ered with teflon tube immersed in the sample.

Figure 1I-2 shows the typical polarized and depolarized light scattering speptrapntyl
p’-cyanobiphenyl (5CB) at temperature from 37.16 to 5829ét the scattering angle 6°01

As shown in Fig. 11-2, the shape of spectrum of VV light scattering were well expressed by
Lorentzian curve. The VH light scattering is gradually changed with temperature and at higher
temperatures, and the unequivocal Rytov dip is observed.

Incident light Reference Signal Lock-in | Square-law
Amp Detector
— A2 Computer|- Spectrum
Chopper Analyzer
5 Reference light / Photodiode
..E Pre Amp
Z ...............
4 ®
T

Sample Cell

Fig. II-1 Block diagram of Optical beating light scattering method.
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A) VV spectra

Molecules of the liquid crystals are in uniaxial shape. In this case, the contribution of orienta-
tional fluctuation to the light scattering is predominant and the central component of polarized
light scattering spectrum density, (g, &) can be reproduced as follows when the decay rate of
the Brillouin peak and decay rate of reorientaficere much smaller than the Brillouin stuf.

20
Iy (g, W)= ——F— -1
w(@ @)=— = (11-1)
wherew is the angular frequency afg is the half- width at half-height of spectrum and can be
written as

49° re
re=r-49pp — -2
R 3P s M2+ wg? (11-2)

whereq is the scattering wave numberjs the density andg is the shear viscosity. Usually
wg >>T holds so thal ; could be equal t6. Value ofl" is determined by the usual curve fitting
method and the reorientational relaxation timese obtained from.

B) VH spectra
The intensity of depolarized light scattering spectrum is expressed by

>~ 55.96°C
51.88°C =
g
é :
§ 49.95°C E -
E S 44.02°C
g ™ 45.97°C <
2.00°C
4200°C
39.03°C
B 38,1 5 °C
37.16°C
T T T T T
15 20
Frequency / MHz

Frequency / MHz

Fig. 11-2 Typical light scattering spectra observed in neat 5CB; (a) VV spectra (b) VH spectra. The experi-
mental results are shown by solid circles and calculated results are shown by solid lines. Each Fig-
ure. on the right side of spectrum refers to temperaf@gdf measurement. Scattering angle is

6.01°.
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I , W)= sin
vi(d, W) WP+ T2

2 . 286
2
2r {a)z+(rz)s qz)z(l—R)}
+ ) 2co§g (1n-3)
fwz_r(nSqZ \ +w21r+(,7sq2) (1_R)f

[

The scattering wave numbeis expressed by the following equation;

q=27sin6 (11-4)

whereA is the wave length of incident light aflds the scattering angle.

The coupling paramet& can be obtained by usual curve fitting method. Data analysis of the
depolarized spectra was carried out fofrallalues. Errors in numerical valuesfofvere less than
3%. The solid lines in Fig. 11-2 are the ones reproduced using the values of visgositgt the
obtained coupling parametd®s The agreement between the observed and reproduced results is
excellent.

2. Ultrasonically Induced Birefringence Measurement? 2921
To measure ultrasonically induced birefringence, two different detecting techniques were used.
One is the “non-hiased” measurenf&rind the other is the “biased” measurenteif! Figure II-

3 shows block diagram of experimental system.
The direction of the incident light is perpendicular to the direction of the sound wave propagation.
The light from a He-Ne laser (632.8 nm, 5 mW) passes through the polarizer with an angle of

Cell A/4plate
Polarizer /£ AN  -ceeeee

Photo- |
diode

He-Ne Laser
Quartz Crystal Oscillator
1

Analyzer

Frequency — Mixen=—{ Amplifier Digital Synchroscope

Synthesizer
Pulse Generator Trigger —[_\
Function Birefringence
enerator)

Fig. 1I-3 Block diagram of ultrasonically induced birefringence measurements.
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polarization at 45 sample cell, and analyzer. For non-biased detection, an analyzer is set at ex-
tinction angle. For biased detection, a quarter wave plate is inserted and the analyzer is set with a
small offset angl¢8 from its extinction position. If the acoustic field is applied to solutions, the
optical phase retardation ( is produced and the intensity of light passed through the analyzer in-
creases. FJp| << 1 and |d] << 1, the intensities of light passed through the analyzer are given by

I=Io((5/ 2)2+,85+Bz) +1, (11-5)

wherel, andl, are the light intensities in the absence of the sound wave with the polarizer and the
analyzer being parallel and perpendicular, respectively. For the non-biased defesti@dnthe
phase retardation is given as,

-1,

0=2

(11-6)

lo

while for the biased detection, the phase retardation is given as,

=1
25 (11-7)

where the light intensities with offset anglg@are described bl andl_, respectively. The bire-
fringenceAn is related to the phase retardatias follows.

Ap=_40 -
n= (11-8)

whered is the optical path length.

The ultrasonically induced birefringence from two different origins exists. One is the sinusoi-
dal birefringence which is proportional to the ultrasonic amplitude that is, the square root of the
ultrasonic intensity. The other is the stationary birefringence that is proportional to the ultrasonic
intensity. As indicated in Egs. (l1-6) and (II-7), the phase retardation obtained by the non-biased
measurements is the root mean square one and thus the sign of birefringence cannot be obtained.
The merit of this method is that both the sinusoidal and stationary term can be detecfadinThe
the order of 17 can be detected. In the biased measurement, the sinusoidal birefringence is aver-
aged and only the stationary component is observed. In this case, the sign of the birefringence can
be obtained and high signal to noise (S/N) ratio can be realized if valpes®fproperly set as
|| << |B] << 1. TheAn in the order of 10" can be measured and we can distinguish the weak
stationary birefringence against the sinusoidal one.

If the birefringence is stationary, the reorientational relaxation tim@btained by analyzing
the extinction curve. If the reorientational motion is expressed in terms of a single relaxation pro-
cess, the extinction curve of the birefringence is given as

An(t):Anmaxexp(_t/T) (”'9)
whereAn,,,, the maximum value akn(t).

Figure 11-4 shows the typical trace of ultrasonically induced birefringence signal far-the
hematite (FgO,) sol using the biased measurement technique and the waveform of the ultrasonic
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b) :H:[ Relaxation time

pa b baa s bl y 13Oy 4

TTT [T T T[T rrrrt

Ultrasonic pulse

0 0.02 0.04 0.06 0.08
time (s)

Ultrasonic pulse, Birefringence signal

Fig. II-4 (a) Trace of transient ultrasonically induced birefringence-6%,0, sols at volume fraction
4.7x 10°at 25C (25 MHz, 0.005 W-ci). (b) Applied ultrasonic pulse.

pulse used. The sign of the birefringence is negative.

To discuss the frequency dependence of the birefringence, the ultrasonic intensity must be
measured precisely. To do so, we measured the ultrasonic intensity on the basis of the light dif-
fracted by the propagating sound waves. The Raman-Nath paramisteiefined as,

0
=2 (ag) o, (11-10)

wheren is the refractive index andp is the density perturbation caused by ultrasound. The Raman-
Nath parameter can be estimated from the diffracted light intensity using the numerical calculation
given by Klein and Cooi? The Raman-Nath parameter is related to the ultrasonic intakigity

as,

_003 /\ 2 ap 2 )
W= (5] (30 v (-

wherec, is the sound velocity. The value a@in(/dp) was estimated from an empirical formula
given by Gibson and Kinkait?

an _(n-=1)(n* +1.4n +1.4) i
p(ap)— n? +0.8n +1 (11-12)
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or by Lorentz-Lorenz equation,

p(an):(n2—1>(n2+2)

on e (11-13)

ll. Translational and Rotational Coupling Parameter R*”

1. Introduction

A number of studies for molecular motions in liquid state have been carried out by light scat-
tering measurements. For many liquids which consist of optically anisotropic molecules, a dip near
the central frequency in the depolarized spectrum called the Rytov Dip, is observed. The spectrum
has been well understood with the microscopic “two variable” theories which were proposed by
several author8?1929?| the theories, the Rytov dip originates from the coupling between ori-
entational and shear modes of molecular motions in liquid state. To express the Rytov dip quanti-
tatively a coupling paramet&has been introduced as a measure of the coupling. The value of the
coupling parameter is determined by the analysis of the depolarized light scattering spectrum with
the Rytov dip.

After the theoretical work8;”*®*®the Rytov Dip in the depolarized spectriyp(w) have
been observed in certain neat liquids such as aniline, nitrobenzene, quinoline, hexadfluorobenzene
andp-methoxybenzylidene-butylaniline (MBBA) in isotropic phase etc. Furthermore, the tem-
perature and pressure dependence of the coupling pard&radserhas been observed. ValueRof
in the literatures are summerized in Table IlI-1 and Fig. Ill-1. The general features of the coupling
parameteR of liquids state are the followings;

(1) The values of the coupling parameR®en liquids state are almost around 0.4, independent of
the molecular structure.

(2) TheRdid not depend on the temperature around in range and the pressure.

(3) Solvent effect, that is viscosity and concentration of diluent, still are obscure because of the
limits of experimental accuracy.

Alms et al?” measured the depolarized light scattering spectpanaéthoxybenzylidene-
butylaniline (MBBA) over the temperature range of 150-°Z3@nd estimated the coupling pa-
rameterR. They have reported that the coupling parameters obtained were independent of tem-
perature in the temperature ranges investigated. On the contrary, Kavedrallfaneasured the
complex shear modulus as a function of temperature and discussed the temperature dependence of
the three viscosity parameterspafi-pentylp’-cyanobiphenyl (5CB) and MBBA.

Recently, Matsuokat al™® have observed the spectra of depolarized light scatterimgrfor
hexyl p’-cyanobiphenyl (6CB). They adopted a new optical beating light scattering technique to
observe the Rytov dip near the phase transition point. In comparison with the conventional light
scattering technique with the Fabry-Perot interferometer, the new beating technique gives us more
accurate depolarized light scattering spectra of liquids.

Comparing with the ordinary liquids such as aniline, nitrobenzene, quinoline and
tripenylphosphite, the liquid crystal samples have some advantages; (1) a liquid crystal molecule is
uniaxial rigid and anisotropic. (2) In the low temperature, liquids crystal takes a nematic ordered
structure, but above the phase transition temperature, they are in isotropic liquids state. By chang-
ing the temperature near the phase transition point, we can change the liquid structure locally in
bulk liquids. (3) In the isotropic phase far from the transition temperature, liquid crystals can be
considered as purely isotropic ordinary liquids, because of their viscosity likely to usual ones. (4)
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By addition of the diluent solvent to liquid crystal even in isotropic phase, we are able to obtain the
information about how solute (liquid crystal) and solvent (diluent) interaction affect and the local
structure changes on the coupling paranmigter

We used the liquid crystal samples, 5CB and MBBA. They were purchased from B.D.H Co.

Table IlI-1 Values oR in the literatures.

Sample R Temperature rang€j
MBBA? 0.36+ 0.02 1500230
Benzonitrille” 0.37+0.02 -10020
Anisaldehyd@ 0.43+ 0.02 6079
Salof’ 0.28+ 0.04 6501122
Acetophenon@ 0.43+0.04 220120
Pyridind 0.35+ 0.08 -550125
Triphenyl Phosphit& 0.45+ 0.05 -2079
Ethyl benzen® 0.41+0.05 -56.5133.5
Carbon disulfid 0.35+ 0.06 -1110-81

a) Ref. 27, b) Ref. 35, c) Ref. 11, d) G. Enright and B. P. Stoicheff, J.
Chem. Phys.64, 3658 (1976), e) P. Sixou, P. Bezot and G. M. Searby,
Mol. Phys.,30, 1149 (1975), f) G. M. Searby, P. Bezot and P. Sixou, J.
Chem. Phys64 1485 (1976), g) Ref. 45, h) P. Bezot, G. M. Searby and
P. Sixou, J. Chem. Phy$2, 3813 (1975), i) G. Enright and B. P.
Stoicheff, J. Chem. Phy$0, 3536 (1974).

05r
04 _ e
03F
e S
~
c< [
02F ——MBBA SRR Acetophenone
- - - - Benzonitrille ——— Pyridine
I R Anisaldehyde - ----- Triphenyl phosphite
0.1F . Salol ~ -~ Ethyl benzene
I ~-=-~-~ Carbon disulfide

-100 -50 0 50 100 150 200

Temperature / °C

Fig. llI-1 Values ofRin the literatures.
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Ltd. and Tokyo Kasei Co. Ltd. respectively and used without further purification. The phase transi-
tion temperatures are 35.3 and 46.7or 5CB and MBBA, respectively. We used freshly provided
samples because the phase transition temperature of these liquid crystals slightly changed gradu-
ally with aging. The measuring temperature ranges were from 35.8 ttC62n@ from 47.7 to

65.6°C each for 5CB and MBBA. As dilulent, carbon tetrachloride and triphenylphosphite were
chosen by reasons of their non-polar, spherical and non-spherical properties. Especially,
triphenylphosphite (TPP) showed the Rytov Dip in depolarized light scattering measurement.

2. Theoretical Background

Appearance of the Rytov dip can be explained by the two variable theoryefltfé com-
pared the microscopic two variable theory. with the de Genne’s phenomenological theory, and found
the relation between the coupling param&end the de Gennes’ three viscosity param&&s,
Zf/(nsv). According to the two variable theory, the coupling paranetestween translational
and orientational modes of molecular motions in liquid state has been expressed as follows:

2
R= m

i PSTNK, (| 2. )

wherep is the densityr)g is the shear viscosity, is decay rate of reorientatioN,is the number of
molecules is the temperaturdg is the Boltzmann constamtyis the molecular mass and

Jo <5X;(t) ¢ (0)> ot (111-1)

o,=— 8 Z i, () ep (-igz) (1112)

(o =2 Loli)exp(-igz) (11-3)
where

(i) = Hyi M (111-4)

expresses the orientation of ihta molecule in the laboratorg frame, ., is thex component of a
unit vector along a certain axis of thth molecule,; is thez componentq is the wavenumber
andu,.(i) is the velocityi th molecule in the laboratorg frame.

On the other hand, Almet al”” have derived the following expressions for the uniaxial mol-
ecule such as liquid crystal:

Mg T (111-5)
(|4) =2t 0 (111-6)

V* is the effective molecular volume of the rotating moleculis, the reorientational relaxation
time andg, is the static pair correlation function expressed as



Collective Translational-Rotational Coupling Motion of Molecules in Liquids and Solutions19
(¢l & (1)

N xz xz
(Ca)a" ()

Using these notations, the coupling param@tsrreduced to the following expression:

g,=1+ (111-7)

2

__15mv*
P(NK T)*

f: <5X;(t) 2 (0)> ot (111-8)

3. Coupling between the Translational and Reorientational Motion of Molecules in Neat
Liquids Crystal in Isotropic Phase

1) Reorientational Relaxation Timest

The temperature dependence of the reorientational relaxation time is shown in Figs. IlI-2(a)

(a) (b) 2.0x107 , . : .
e npeat 5CB Lsx107F . i
L]
«© .
< . -
- 7L i NG .
2x10 . S Lox107 | . 1
o
.
. ..
L .
-7 . .
1x10 . 5.0x10° | s ]
.. . .~
®e See .
.
0L | T. Nteeie s 0.0 0.0 A L L .
35 40 45 50 55 60 65 45 50 55 60 65

Temperature | °C Temperature | °C

Fig. lll-2 Temperature dependence of reorientational relaxationttifmeneat 5CB (a) and neat MBBA (b).

MHz
)

L 77=34.59°C f/
05k | /O/

34.0 35.0 36.0 37.0 38.0
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and IlI-2(b) for 5CB and MBBA, respectively.

Usually the phase transition temperattirgjs determined as the point at which the milky
turbidity of liquid crystal disappears. We extrapolated the plot of betw&mandT and esti-
mated “the transition temperatureas shown in Fig. ll-3, because at the temperature the orienta-
tional relaxation time will be infinitive, that is - .

2) Coupling ParameterR of 5CB and MBBA

The coupling parameté® obtained as a fitting parameter for 5CB and MBBA are plotted
against temperature in Figs. llI-4(a) and 4(b). As shown in the figures, the values of the coupling
parameter® of 5CB and MBBA show a clear temperature dependence near the phase transition
temperature, but at the temperature far from the phase transition point, the coupling p&ameter
also are independent of the temperature likely to ordinary liquids of anisotropic molecules such as
aniline, nitrobenzene, etc.

For most experimental results for ordinary liquids such as aniline, nitrobenzene, quinoline
etc., the coupling paramet@ris independent of temperatiffélt means that

2

|: <aX;(t) 5 (0)> dt| 077 (111-9)

Interpretation of this term on molecular level has not been obtained, but Eq. (I1-9) indicates corre-
lation between stress and angular velocity in the highly strong collective motion of liquids. The
static pair correlation functiog,, even if a static feature, reflects the collective properties of mo-
lecular motions in liquid state. If the reorientational motion of each molecule is independent of the
motion of other molecules in liquid state, thgnshould be unity and Eq. (llI-5) reduces to the
Debye-Einstein equation.

3) Effects of Reorientaional Relaxation Time and Coupling Parameter on Long Range Or-
der of Isotropic Liquids

It is well known that near nematic phase transition point of liquid crystal, the strong correla-

tion in reorientational motion of molecules exists. After comparing the two variable theory with
the de Gennes’ phenomenological theory, Aénal?” derived the following relation;
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Fig. lll-4 Temperature dependence of the coupling pararRdiar (a) neat 5CB and (b) neat MBBA.
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T
T-T"

(111-10)

In Fig. 1lI-5, the reorientational relaxation tinm@btained is plotted against the dynamic pa-
rameternsg,/ T (Eq. (11-10) is used). For both cases of 5CB and MBBA, appreciable deviations
from the linear relations betweerandng,/ T are observed near the phase transition temperature.

The effective volume¥* for each sample at high temperature limit (187 5CB, 2258
for MBBA) were estimated from the limiting slope of the dotted lines in Fig. 1lI-5. The calculated
values of the effective volume for MBBA under the slip and stick boundary conditions are 286 and
220A% respectively using the values of molecular dimension given in literatiiiee value of/*
obtained in this study is comparable with those calculated.

No theory has been developed for the temperature dependence of coupling p&Ramteter
theoretical relation between the coupling paramt@nd the static pair correlatigy is unclear.
However, in view of the discussion of the relatiorr @b g,, a relation between the coupling pa-
rameterR and the static pair correlation functigyof liquid crystal is tentatively examined.

Figure I11-6 shows the relation between the coupling paranieterdg, obtained from Eq.
(111-10) in a double-logarithmic plot.

As is seen in Fig. llI-6, the clear linear relations are obtained both for 5CB and MBBA. In the
Figure, the values &® for MBBA which were obtained by Almet al. are also plotted. Although
the coupling parameteRsof MBBA reported by them are independent of temperature, their mea-
suring temperature range is limited and their data approximately fall on our line obtained for
MBBA. This means that at least for liquid crystals, the coupling paraRatepends on the de-
gree of correlation in isotropic phase.

The temperature dependences of the coupling parameter for liquid crystals, 5CB and MBBA
in the isotropic phase were obtained from the polarized and depolarized Rayleigh light scattering
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Fig. llI-5 1 plotted againstsg,/T for the both samples. Solid circle, 5CB; open circle, MBBA. The dotted
lines indicate the limiting slope for each sample at high temperature limit.
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Fig. -6 R plotted againsg, for the both samples. Solid circle, 5CB; open circle, MBBA; and open triangle,
from Ref. 27. The solid lines are drawn schematically for ease of comprehension.

spectra. At temperatures far above the nematic-isotropic phase transition point, the p&ameter
was independent of the temperature. As the temperature approaches the transition point, the value
of the coupling paramet&decreased from a constant value at temperatures high above the transi-
tion point. Similar behavior was also observed for 6CB by Ustral?® These indicate that the
coupling parameteR depends on the long-range orientational order as well as on the local struc-
ture in the liquid state. The addition of non-liquid crystal molecules should affect the local struc-
ture of the liquid crystal molecules.

4. Effects of Diluent on the Coupling ParameteR*?*%

1) Introduction

In order to have a deep understanding of the coupling mechanism between reorientational and
translational motion of molecules, information of molecular interaction is highly important. There-
fore, it is very useful to observe the mixing effect of the diluent on the coupling pardRneter
Several results were reported on the effects of the diluents on the coulping paRafoetaix-
tures of non-liquid crystal systerfis>” Because of the experimental difficulties arising from lim-
ited resolution of the Fabry-Perot interferometer the discussions are still obscure.

Isotropic phase of liquid crystal is very appropriate for the study of the coupling between
translational and rotational modes of molecules. The reasons are as follows: 1) The molecular shape
is uniaxial and their reorientational pair correlation changes strongly with temperature; 2) the
reorientational relaxation frequency is large enough to use the light scattering technique based on
optical beating detection which, with its very high frequency resolution, enables us to carry out a
precise measurement of coupling parameter.

In this section, we will discuss diluent effect on the coupling parameter of 5CB and MBBA in
the mixed system as a function of temperature. As diluent, we chose carbon tetrachlorjpe (CClI
and triphenyl phosphite (TPP). Carbon tetrachloride is a non-polar and spherical molecule and its
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miscibility for 5CB is poor but for MBBA fairy good. On the contrary, TPP is a nearly symmetric
top molecule and quite miscible with 5CB. Besides, the Rytov dip has been observed in neat liquid
TPPY?

In addition, we will also discuss the temperature and diluent concentration dependence of the
coupling parameteR by combining with the information of local structure of 5CB and its mixture
in isotropic phase obtained by the NMR and Raman scattering measurements.

2) Diluent Effect on Phase Transition Temperature

It is well known that the phase transition temperature is lowering by addition of the diluent.
The concentration dependences of the phase transition temp@&tabitained from extrapolating
tol/2m - 0 are summarized in Fig. IlI-7.

As shown in Fig. 11I-7, the concentration dependence® afre different in the 5CB-CGI5CB-

TPP and MBBA-CCJ mixtures. In the 5CB-TPP and MBBA-CGhixtures,T* decreases with
increasing concentration of diluent TPP and Q€Ithe mixtures. Similar concentration depen-
dence off™* was reported by Gierke and Flygdt@he value off* in their paper for neat MBBA is

lower than those reported by other researéh@rfd**which are around 41.55-44@, but the
concentration dependence curveldifis in good agreement with our results. On the contrary, in
5CB-CC]|, mixtures, the phase transition temperatures are almost independent of toer€€h-

tration in the mixtures below about 10 mole%. In addition, in our experiments, we noticed the
phase separation in 5CB-G@hixtures just below the temperatdre From these results, we may
consider that the miscibility of carbon tetrachloride to 5CB is very poor. The reason is as follows:
the 5CB molecule is rod-like, highly rigid and highly polarizable, while the, @0lecule is spheri-

cal and non-polar. Because of the low miscibility of Q@ith 5CB near the phase transition tem-
perature, the interaction between 5CB molecules is so strong, even in the isotropic phase, that CCl
molecules can not penetrate the space around the 5CB molecules; however, at temperatures far
above the phase transition, 5CB molecules rotate more actively and the anisotropy due to molecu-
lar interaction diminishes.

e 5CB-CCI,
5CB-TPP
A MBBA-CCI,

o

10 . L L s L 1 . L L L 1 h L n n :
1.0 0.9 0.8 0.7

(1-¢)/-

Fi. II-7  Concentration dependence of the transition temperdtufer 5CB-CCl,, 5CB-TPP and MBBA-
CCl, mixtures.
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3) Concentration Dependence of Reorientaional Relaxation Time

The reorientational relaxation time obtained by light scattering can be expressed in terms of
two factors; one is the single particle reorientational relaxation time and the other the orientational
pair correlation functiof® As seen in Figs. 111-8(a), 8(b), and 8(c), the reorientational relaxation
time  depends strongly on the change in phase transition temperature arising from the addition of
the diluents. However, in 5CB-CQhixture, diluent dependence ofs very small. On the con-
trary, in the case for the 5CB-TPP and MBBA-CRixture, ther depends on the concentration of
the diluent, but the temperature dependence curves change only slightly in low diluent concentra-
tion. Therefore, the effect of addition of diluent on the orientational correlation of liquid crystal
molecules in 5CB-TTP and MBBA-CgCinixture is weak in concentrations of liquid crystals less
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Fig. -8 Temperature dependence of reorientational relaxation tin{e) 5CB-CCJ, (b) 5CB-TPP, (c)
MBBA-CCI,. Mole fraction of liquid crystals is indicated at right side of each figure.
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than 5 mole% in which variation af is less than 1TC.

As shown previously, in isotropic phase of liquid crystal system, the reorientational relaxation
time 1 can be expressed by Eq. (I-5), whegds the long-range interaction parameter which is
also written by Eq. (111-9) an¥* is the molelular volume of liquid crystal. Figures I11-9(a) and
9(b) show the temperature dependenck,df/ng for 5CB-TPP and MBBA-CGlsystems. As
shown in Eq. (111-5), the slope of this temperature dependence plot indicates tlggge dfear
the phase transition temperature, the paranggteould be diverse and at temperature far from
the transition point, the long range order will disappgar; 1, and the values &£T1/ng should
be the molar volume of liquid crystal. As is seen in Fig. IlI-9(a) and 9(b), in case of 5CB-TPP and
MBBA-CCI, systems, the slop of the concentration dependence ki &5 looks to approach
to the constant values.

4) Concentration Dependence of the Coupling Parametd®

The coupling paramet& obtained is plotted against temperature in Figs. 111-10(a), 10(b) and
10(c) for the mixtures of 5CB-Cgland TPP and MBBA-CGlrespectively.

As shown in the figures, the difference in temperature dependence of the coupling parameter
R for 5CB-CC}, mixture and those for 5CB-TPP and MBBA-G@lixtures, is different, that is,
the coupling parametét of 5CB-CCJ, mixtures clearly depends on the temperature, but for the
5CB-TPP and MBBA-CGlmixtures, theR values are almost independent of the temperature, as
in the case for ordinary liquids of anisotropic molecules.

Because of the low miscibility of CCWith 5CB, the long-range correlation of 5CB mol-
ecules is strong and the influence of C@blecules is weak near the transition point. Therefore,
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Fig. I1-10 The coupling paramet& obtained for various concentrations plotted agdirtt. (a) 5CB-CC),
(b) 5CB-TPP, (c) MBBA-CG]l

the coupling parametd® of the 5CB-CC) mixture approaches that of neat 5CB. On the other
hand, the miscibility of CGland TPP with MBBA and 5CB, respectively is rather good even near
the phase transition temperature, and the, @ad TPP molecules mix well homogeneously. The
effect of the long-range interaction on the coupling paranteieithus weak an® becomes al-
most independent of the temperature.

On the other hand, as is seen in Fig. IlI-10(a) and 10(b), the coupling parametdrsth
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Fig. llI-11 The coupling parameters at temperature far above the transition point plotted as a function of con-
centration of liquid crystals.

liquid crystals in the higher temperature range far from the phase transition are almost independent
of the temperature, similar to the ordinary liquids of anisotropic molecules. Furthermore, in Fig.
I11-11, the coupling parameter & of both 5CB and MBBA mixtures decreases with increasing
concentration of diluent. The viscosity of the 5CB-C&id TPP mixtures decreases with increas-

ing temperature, but is almost independent of the diluent concentration in the low concentration
ranges examined here. The diluent dependenc®siothis work are different from those in
benzonitrile mixtures as reported by Whittenburg and War@ne of the reasons for the differ-

ence between ordinary benzonitrile mixtures and liquid crystal mixtures may be their difference in
viscosity. In liquid crystal systems, internal factors dominating the viscosity are essentially differ-
ent from those in the case of ordinary mixtures.

In every case, 5CB-TPP and -G@hd MBBA-CCJ, mixtures, the coupling parameteide-
creases with increasing concentration of diluent in the mixtures. However, at higher concentrations
of diluent above 5 mole%, we can not determine the coupling pararieten the VH scattering
spectra. As is seen in Fig. IlI-11, it is very interesting that diluent concentration dependeRces of
of 5CB are almost independent of the species of diluent, that ig,a@EITPP but the diluent
dependences & are quite different between 5CB and MBBA.

Clear concentration dependence of the coupling paraReteggests thaR is strongly af-
fected by the local structural change in the mixtures. Furthermore, it was suggested by X-ray dif-
fraction measurements that 5CB molecules are associated, due presumably to their high dipole
moments, even in the isotropic phi%e.

In order to clarify these points, following NMR and Raman scattering measurements have
been carried out for the 5CB-CGind TPP mixtures as a function of temperature.

5) MNR and Raman Scattering Measurements of 5CB-C¢hnd TPP Systems

5-1) NMR measurement:Chemical shifts ofH and™*C of the 5CB molecule were measured
for neat 5CB, 5CB-CGJ and 5CB-TPP mixtures in the temperature range from 35°@.50

The effects of addition of TPP on tfé and™*C chemical shifts were almost the same except
for the fact that the chemical shift of the terminal @roup and the CN group are distinctively
different between CGland TPP mixtures.
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The chemical shifts of neat 5CB, 5CB-Cgland 5CB-TPP mixtures shifted linearly to higher
and/or lower field (upfield and/or downfield shift) with increasing temperature. What can be de-
duced from the NMR measurement are the following:

i) No remarkable differences inottiT exist among the chemical shifts ®f and**C in 5CB
molecule in neat and mixtures.

i) Increase in temperature gives rise to the downfield shift of the chemical shifisodfthe
alkyl group and the changes in the middle part of the alkyl groups are remarkable.

i) **C chemical shifts of the alkyl group show the upfield shift byytredfects with increasing
number of the gauche part in the alkyl chain. The result suggests that the motion of the alkyl
group becomes more active with increasing temperature for every mixture.

iv)  On the contrary:>C chemical shift of the biphenyl group shows downfield shift. This is at-
tributable to the stacking effects of biphenyl groups. The tumbling motion around the C-C
bond between the phenyl groups becomes more frequent with temperature and the co-planner
structure of the biphenyl group will be increased.

v) Upfield shift of**C chemical shift of the terminal CN group may be caused by the interaction
with the nearest neighbors around the terminal CN group.

5-2) Raman scattering mesurementRaman spectra for neat 5CB, 5CB-¢C@I0 mole%) and
5CB-TPP (10 mole%) mixtures were obtained as a function of temperature. The observed Raman
shifts of each vibration in neat 5CB are in good agreement with those by Gray and ¥ogbey.
difference among the Raman bands in neat and mixtures was observed. Temperature dependence
of the three strong Raman shifts, that is, the C-C stretching of aromatic ring, the C-C stretching of
biphenyl link and the CN stretching vibration were observed in neat 5CB and 5GBa3Cire.
These Raman bands shift to lower frequency side with increasing temperature, but the changes in
Raman shifts are less than 1¢nThese results show that the molecular structure, especially aro-
matic part of 5CB molecule is not influenced by increase in temperature nor addition of diluent.
The molecule of 5CB consists of the flexible alkyl chain, the rigid biphenyl group and the
terminal dipolar CN group. From the temperature and diluent effects of Raman shifts, it is clear
thst the molecular structure as a whole does not change. Early in 1975, from the X-ray diffraction
experiments, Leadbettet al. suggested the existence of local structure of 5CB molecules in iso-
tropic phase and proposed a model as shown in Fig. ffi-I2their model, the 5CB molecules in

Fig. llI-12 Schematic model of the local structure in 5CB proposed by Leadbietier
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the liquid state are arranged so that their dipoles are anti-parallel and their biphenyl groups are
stacked.

Our results of NMR measurements confirmed their model one step further. By addition of
diluent, the diluent molecule will approach the dotted region from the outer side as shown in Fig.
l1I-12. Therefore, théH and**C chemical shifts of the terminal methyl and CN group are influ-
enced to an different extent by TPP and Cf@spectively.

6) Local Structure and Coupling Parameter

The temperature dependence of coupling pararRet€6CB-TPP MBBA-CCJ mixtures and
5CB-CC]J, mixture can be interpreted as follows; even in the isotropic phase, the local structure of
5CB will exist at any temperature. The temperature dependeifitis aiscribed to the local struc-
ture changes induced by the temperature changes. The local structure changes are related to the
miscibility of the diluents. Therefore, the effects of TPP and, 8Cthe temperature dependence
of the coupling paramet& of 5CB are different.

The concentration dependence of the coupling pararRetethe region far from the transi-
tion temperature can be considered as follows; The local structure is influenced by addition of
diluent. With loosing the local structure, the coupling paranfeteill decrease. No difference
remains in the miscibility of TPP and G®ith 5CB in the higher temperature region. For this
reason the coupling parameRwill only depend on the amount of diluent and be independent of
the diluent species.

IV. Ultrasonically Induced Birefringence and Coupling ParameterR*"

—Theoretical Considerations—

1. Introduction

Birefringence has been observed in some liquids and solutions under the irradiation of longi-
tudinal ultrasound®”??*¥*?For |arge particles of anisotropic shape such as rod like and planar
colloidal particles, ultrasonic radiation pressure produces a stationary torque on the particles and
induces reorientational order as a whole, because the orientational relaxation frequency of par-
ticles is much smaller than that of ultrasound frequency. In this case, the induced birefringence is
proportional to the ultrasonic intensif)??*®“*The dynamical properties of large particles can
be investigated by following the decay of the birefringence after rapid cessation of ultrasonic irra-
diation®2039-40)

For neat liquids, however, a sinusoidal velocity gradient can directly produce sinusoidal ori-
entational order. The reorientational order produced is not uniform but propagates as waves and
the induced birefringence should be proportional to the ultrasonic amplitude, that is, the square
root of the ultrasonic intensity*®*"“?|n the neat liquids, we cannot obtain the transient decay
curve after rapid cessation of ultrasonic irradiation. If the relaxation frequency for reorientational
motion is close to the applied ultrasound frequency, the birefringence per amplitude of the applied
ultrasonic wave should be affected by the reorientational relaxation processes of the molecules.
Measurement of birefringence as a function of frequency gives information of the reorientational
motion in liquids.

Problems with regard to the coupling of the reorientational mode to the translational
mode have been investigated mainly by flow birefringence and VH depolarized light scatter-
ing D 31204348rheories for the flow birefringence and the VH depolarized light scattering were
constructed independently on the basis of the de Gennes’ phenomenologicaliHédAand
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irreversible statistical mechani€€*?***’n both theories, the coupling of reorientational mode

to the shear mode was taken into account. The expressions derived from both theories are consis-
tent each othe?) In the case of ultrasonically induced birefringence, where coupling of the
reorientational mode to the longitudinal mode should be taken into account, the formula for the
birefringence from the irreversible statistical treatment has already been derived by Lipeles and
Kivelson® The problem of the coupling of reorientational mode to the longitudinal mode should
be also taken into account in derivation of the spectra density for the polarized VV and the depo-
larized VH light scattering. Kivelson and co-workers have extensively investigated the problem
from the irreversible statistical mechanf®sGrubbs and MacPhail investigated the line shape of
stimulated Brillouin gain spectra and discussed the coupling of the reorientational mode to the
longitudinal modé? Unlike the earlier theory of Lipeles and Kivels“éhhey used four indepen-

dent variables to derive the spectral density for the VV light scattering. On the other hand, Wang
derived formulae for the spectrum of density fluctuation of the VV light scattering from the de
Gennes’ approacH In this paper, we will present a theoretical expression of the ultrasonically
induced birefringence in terms of the de Gennes’ phenomenological theory and compare it to that
obtained by Lipeles and Kivelson. We also compare our results with the earlier tF2oried.

The isotropic phase of liquid crystals is most appropriate to examine the expression obtained
here, because the relaxation frequencies of the orientational motions are the same order magnitude
as the ultrasonic frequencies usually used for ultrasonic relaxation sttidesides, the flow
birefringence for isotropic phase of liquid crystal, 5CB, has been already reported by Maittinoty
al.*? The values of the flow birefringence and the relaxation frequencies are required to reproduce
the frequency dependence of the ultrasonically induced birefringence.

2. Theory

Stress induced birefringences in liquids of anisotropic molecules, such as those induced ultra-
sonically or by flow, can be understood in the theoretical frame work of de Gennes’ phenomeno-
logical treatmerit*® of the coupling of the reorientational order parameter to the strain rate tensor
for an anisotropic molecule in liquids and solutions. First, we will present the generalized trans-
port equations taking into account coupling of the orientational order to the strain rate tensor. Sec-
ondly, we will discuss the expressions for ultrasonically induced birefringence.

1) Transport Equations
To obtain general expressions for the transport equations, we need the equations of mass and

momentum conservation:
3p+ PO, =0 (IV-1)
PUqg = 05(Tap — OpAup) (1IV-2)

wherep is the equilibrium density)p anddp are the mass and pressure fluctuations, respectively,
0,z IS the stress tensor angis the velocity vector and repeated indices are summed. For the sake
of simplicity, we neglect here the effects of temperature fluctuations. The stress tensor and strain
rate tensorg,; andA,; can be written as the sum of isotropic and anisotropic parts:

Oup = O’ + Op® (IV-3)

AaﬁzAa/?i +Aa/3a (IV'4)
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The isotropic and anisotropic parts of the strain rate tensor are respectively written as follows,
Ay =000,/ 3 (1vV-5)
A" =(0avg + 050, )/ 2— 0,0, %/ 3 (1V-6)

To consider the coupling of translational mode to reorientational mode, we will use the de Gennes’
phenomenological treatment and take the tensor order parameter of molecular reori@qtation
and its conjugated stregg; as internal variable®*® Since the tensor order parameter is anisotro-
pic (i. e. traceless), the anisotropic part of dhgandA,; can couple to the reorientational mode.
The relation between “force” and “flow” can be thus written by the expression of non-equilibrium

thermodynamics as follows:

Oup' = 3’7VAaﬁi (IV-7)
Oap®= 2N sAgs" + ZﬂQaﬂ (IV-8)
Qup = 2HAE"+VQ o (1IV-9)

wheren, is the volume viscosityjq is the shear viscosity, apdandv are viscosity parameters

introduced by de Gennegis a measure of coupling betwe@p,; and anisotropic part of the flow

field, while vis related to the relaxation ;. The dot abov€,,; denotes taking time derivative.
In the original de Gennes’ theory, the strain rate teAgpr (J,v, + 9;v,)/2”*® was used in

Egs. (IV-8) and (IV-9). He only dealt with incompressible fluids in which case the rekgtion

AL,,[,a holds. To extend his treatment to the general case, for example plane sound wave propagation,

the anisotropic part of the strain rate tensor should be coupled to the tensor order p@gmiéter

the fluctuation ofQ,, is small, the relation d@,; andg,, is written as?*¥
Pop =—AQp (Iv-10)

whereA is the quadratic expansion coefficient of free energ®jn We also need the following
thermodynamic relation,

8p = (0p/ 9p)Bp=c,dp (IV-11)

wherec, is the sound velocity in the low frequency limit. From Egs. (IV-1) to (IV-11), we can
deduce the following linearized transport equations,

Op+ poyv, =0 (1V-12)
PUa =05 31y Aug' + 2 sAp™ + 21Q o — 9P, Oy (1IV-13)

~AQ s = 2UA" + VQ g (1V-14)



132 H. Nomuraet al.

For a longitudinal velocity field wit@,v, # 0, d,v, = d,v, = 0, Eq. (IV-12) to Eq. (IV-14) can be
written as:

5p+ pd,v, =0 (1V-15)

:})(qv qs)a v, +2'UOQ ° d,9p (1V-16)
Q, =-TQ, g% U, (1IV-17)
QN:IQW+§%®W (1V-18)
Q. =TQ, +2 0, (IV-19)

whererl is the relaxation frequency of reorientational order, which is relate@ndA asl" = A/v.

Taking into account the traceless character of the tensor order parameter and the requirement from
the longitudinal symmetry, the relatiog, + Q,, + Q,,= 0 andQ,, = Q,, must hold. Egs. (IV-17)

to (IV-19) satisfy these requirements and the transport equations can be written by only three inde-
pendent variablép, v,, andQ,,. Egs. (IV-15) to (IV-17) are the fundamental equations for the
sound propagation and the ultrasonically induced birefringence. The dispersion relation for sound
propagation is discussed in the APPENDIX of this section and is compared with Grubbs and
MacPhail’'s treatment based on the irreversible statistical mechanics.

2) Ultrasonically Induced Birefringence

In this section, we will derive an expression for the ultrasonically induced birefringence using
the transport equations obtained in the previous section. Birefringence is induced when the local
dielectric tensor becomes anisotropic due to the local orientational order of the anisotropic mol-
ecules.

The tensor order parametgy, is related to the local dielectric tensot'as

Q=3 o 2o, (1V-20)

wheree,; is the dielectric tensokg, is the mean dielectric constant in the absence of external per-
turbations and\¢ is the anisotropy in the dielectric constant if all molecules are perfectly aligned
in one direction. We choos&to be the direction in which ultrasonic wave is propagatingzaad
be the direction of the optical beam whose polarization lies igzptane. The direction of the
polarization is at 45from they axis.

Ultrasound propagating in thedirection induces a non-zero componenQgf and the re-
sultant breakdown in the isotropy of the dielectric tensor causes the birefringence. The relation of
Qaﬁ to the birefringence can be obtained as follows,
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An=VEy - &y
=\/§+2A£Q 13—/ +28eQ, /3. (1v-22)

(Qxx ny )

\ﬁ

As mentioned in the previous subsection, the relat@ps Q,, + Q,,= 0 andQ,, = Q,, hold.
Therefore, Eq. (IV-21) can be written as,

An=—Q,, (1Iv-22)

wheren is the mean refractive index which refers to the dielectric constant &s. We consider

a plane wave propagating in theirection:Q,, = Q,, expli (wt —gX)], dp= 3p expl (wt —gx)], v,

=0, expl (wt —kx)].

Equations for the density conservation and the relaxation of the order parameter are written as

i wop —iqEv, =0 (Iv-23)
iw@+r@—iq%ﬁx =0 (IV-24)

Eliminatingv, from Egs. (IV-23) and (IV-24), the relation §b to (':)Xx is obtained as,

% jw

N =4 KR -

@EZV D Twer (1V-25)
Substituting the thermodynamic relation,

p =(9p/ 0p),0p = ¢, 5P, (1V-26)

wheredp is the amplitude of the pressure perturbation, into Eq. (IV-25) and using the definition of
the ultrasonic intensity, = 3p~/2pc,, the modulus 00, is obtained as,

-4 H / g
3A \/1+(w/r (V-27)

The root mean square of the ultrasonically induced birefring&ngeis acquired as,

A ) A
2n V2 3nA N ped 1+ (@iTy

The flow birefringencé\n, under a constant shear strain 1@tes obtained as Eq. (1V-39) in fol-
lowing flow birefringence section,

XX

An, =-2uGAE/ (3RA). (1V-29)
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Thus, the ultrasonically induced birefringence is related to the flow birefringence by,

_| An

—| =0 W w
rms G

pc® 1+ (@ITY

Frenkel derived an expression for the ultrasonically induced birefringence similar to Eq. (V-
28) M52 His treatment is very akin to ours in coupling the anisotropy tensor of the molecular ori-
entation to the traceless part of the strain rate tensor. Our treatment, however, is based on a stan-
dard theory of irreversible thermodynamics and gives a concrete expression for the proportionality
constant that appeares in his theory.

Peterlin derived the following expression for ultrasonically induced birefringence using the
rotational diffusion equation for an ellipsoid under a longitudinal ultrasgirid;

(1V-30)

2
[A*+2) a4 B W w
ApPeetin — N _ u , .
Nims n(Bn ) = b (0 —05) o \/ o¢ 1t @i oDy (1v-31)

whereN, is the number density of the ellipsoa, anda, are the polarizability along and perpen-
dicular to the principal axis of the ellipsoid, respectively Brid the rotational diffusion constant.

B is a constant depending on the molecular shape and defmﬁd:a(ssxl -a, )/(01l +a )

wherea, anda, are the long and short diameters of the ellipsoid, respectively. AIthough the col-
lective effect was not included in Peterlin’s theory, the intensity and frequency dependence is the
same as that in Eq. (IV-28), if the term & replaced by . The formula for flow birefringence is

also obtained in the same frameworR&%

erln_ (n +2) 47TN (al_az) B (IV'32)

3n 5

Substituting Eq. (IV-32) into (1V-31), the following relation is obtained:

nf Peterlin W w
— N/ — . IV-33
G PC® /1 + (w! 6D) ( )

This equation is the same form as Eq. (IV-30).

Martinoty and Bader obtained Eq. (1V-28) for the ultrasonic birefringence of isotropic phase
of liquid crystals substituting Eq. (IV-39) in place|af,/G[”***""into (IV-33). Their indirect deri-
vation of Eq. (IV-28) is confirmed hef&

Expressions for flok? and ultrasonically induced birefringeff¥avere obtained by Kivelson
and coworkers based on an irreversible statistical treatment as,

Peterlin —
A nrms -

1/2
An, Kivelson RTO ,7 R A 2
G ﬁ 1 fA ke T o (IV-34)

1/2
2
ApKivelson — 27];1 (VK D@ [& D?) /‘70 Wo w (IV'35)

rms T pC03 \/m
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whereRy,, is the total light scattering per unit volunde,is the depolarization ratioy is the ratio

of the central Lorenztian HH Rayleigh line relative to the total depolarized light scattering inten-
sity, kg is the Boltzmann constari,is the temperature ariRlis the coupling parameter of the
molecular reorientation to the translational motion. It should be noted, however, the proportional-
ity constant in Egs. (IV-30) and (1V-33) differs by a factor of 2 from that implied by Eqgs. (IV-34)
and (IV-35).

3) Flow Birefringence

The formula for flow birefringence has been already obtathét! For ease of comprehen-
sion, we will here mention its derivation.

Consider a stationary shear strain @t which fluid flows in thex direction with its gradi-
ent parallel to thg axis. Taking into account the stationary condition, Egs. (IV-13) and (IV-14)
relate the order parameter to the strain rate as,

~AQ, =—AQ, =HG (1vV-36)

The dielectric tensor is then written as,

E 0 O
os & 0 |, (1v-37)
0 0 £

wherede is defined a®e = —2uGAe/3A. By choosing new axesY, which are rotated counter-
clockwise from thexy axes by 4% the dielectric tensor can be written as,

E+0¢ 0 0
0 £-0¢ 0 (1v-38)
0 0 g
The birefringencén; is then obtained from
An, =VEx —VEw
=/JE+de—\/E-0O¢ . (1V-39)

\/? 3nA

2UGAE
00 _ 2K

APPENDIX: COMPARISION BETWEEN IRREVERSIBLE STATISTICAL TREATMENT
AND DE GENNES’ PHENOMENOLOGICAL ONE

From Egs. (IV-15) to (IV-17), we can obtain the dispersion relation of the sound waves as,
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2
— i P — P %('7\/"' ns( s\//“lv))+r +

2
iw %(nﬁgns)ﬂcozqz +c,2f =0 (IV-Al)

Alms et al”” compared the irreversible statistical treatment on the reorientational-translational cou-
pling with de Genne’s phenomenological one for the purely shear case. They derived the relation-
ship of the coupling parameteR* between reorientational and transverse translational modes to
the phenomenological transport coefficientandv as,

R:%_ (IV_AZ)

Although the coupling of the longitudinal translation to the reorientational mode is considered in
this paper, Eq. (IV-A2) is valid in our case for the following reason. In our approach, the longitudi-
nal velocity gradient and its conjugated stress are divided into isotropic and anisotropic terms and
only the latter terms are coupled to the tensor order parameter and its conjugated stress variable, as
introduced by de Gennes. The definition of the parametensdv is the same as that for the

purely shear case.

Equation (IV-Al) can be expressed as follows,

g:Coz'f'iw%

q2

nv+4ns(1—R. e ) . (IV-A3)
3 jw+T

If the coupling parameteR is zero, Eq. (IV-A3) reduces to the ordinary dispersion relation of
sound waves. It should also be noted that in the case of simple shear, de Gennes derived an effec-
tive dynamic shear viscositys*( w),>*?

i(w/T)
1+|(a)/r)) . (IV-Ad)

ns (@)= ’75(1—
If Eq. (IV-A4) is substituted in place of the shear viscogityn the ordinary dispersion relation,
the Eq. (IV-A3) is obtained again. In the limit lkMRek) << 1, we obtain from Eq. (IV-A3) ap-
proximate expressions for the sound velocity dispersion and absorption coefficient:

2 w2l
c=c,|1+ R IV-A5
0 3pc,? S w42 ( )
w? r?
a= = 1- R+f R IV-A6
2003;7(,7\/ Ns(1-R)+ 2 NsR r2) ( )

In the low frequency limit, Eq. (IV-A5) reduces ¢e ¢, and Eq. (IV-A6) becomes the ordinary
classical sound absorption:
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__ W 4
a_2c03p(’7\/+3 175) (IV-A7)

Grubbs and MacPhail have derived the VV light scattering density function from the follow-
ing equationd?

Dy yy =T Dy, —il (aR)*p, (IV-A8)
D,=-ID, —il (aR/3)"?p, (IV-A9)
n=ic, qp, (IV-A10)
p.=—il (aR"*D,_,,—il (aR/3)"*D, —ig,qn

—rafn,/ ns+(1-R)4/3 p, (IV-A11)

whereD,, ,(q, t) andD,(q, t) are the orientational density tensor componentg t) is the num-
ber densityp,(q, t) is the longitudinal momentum density, ame: qzr)slpl'. Unlike in the original
theory of Lipeles and Kivelscl) the coupling td, [k, t) term is considered. Using Fourier trans-
forms, the dispersion relation is obtained from Egs. (IV-A8) to (IV-All) as,

2
(iw+7)| - - o ‘},(nv+;‘ns(1—R)) 4T

2
”‘”(%(ﬂv+gﬂs)r+cozq2)+cozqzr =0 (IV-A12)

The term in the second parenthesis is identical to the left hand of the Eq. (IV-Al). The relation
iw+T = 0 represents the non-propagating mode, thus the expressions for the sound velocity and
absorption are identical to Egs. (IV-A5) and (IV-A6) respectively. The sound velocity and absorp-
tion relations which appeared in the Lipeles and Kivelson paper are not identical to those obtained
here since the coupling @,(q, t) term is not taken into account in their paffeHowever, the
Lipeles-Kivelson expression for ultrasonically induced birefringence still remains as in Eq. (IV-
35), since only Egs. (IV-A8) and (IV-A10) are necessary to derive the expression of ultrasonically
induced birefringence.

Since Egs. (IV-A9) to (IV-A12) are not equivalent to Egs. (IV-15) to (IV-19), the spectral den-
sity functions for the VV light scattering obtained from our transport equations are different from
those obtained by Grubbs and MacPhail. For example, the spectral degify of

Joo (6, @)=Re [ dtep(iwn)(Q,(0,9Q:(0.0)) /(| @@ 0 ).
(IV-A13)
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is approximately obtained using the Laplace-Fourier tranéhwhencok >> r;qulp, nsqzlp as,

9 - rz_cozqz My

4
Joo (K, W)={ 1+—=Ng—
o (k. ©) 3 0P (rraclqry | w2

2 r2_c2q2 r r
—gns%r : Zqzz = ®— 1] (IV-A14)
3 (M+c°0°) | (w—we) +Tg  (w+wg) +Tg
4 qzr coql Wp—0 W+ w
505? 2 2\2 2 2 2 2
(M +c,0%)" | (w-wg)" +Tg"  (w+wg) +Tg
wherel ,, wg andl 5 are given by the equations,
re=r 4% (IV-A15)
3P r2+C02q2
_ 29° r
W5 =C,q 1+§?05Rr2+cozq2 ) (lV-A16)
_1| @ 4 ¢y’ g’
=5 o f7v+3ﬂs(l—Rr2+C02q2 : (IV-A17)

Equation (IV-A14) is different from Eq. (8b) of Ref. 49. Wang derived the spectral density of the
density fluctuatiordp as>®

3y (0. 0)=Re [ ctexp(iw) (300,52 3.0)) /| 80(a. 0 )

i+ &0 440 1r?
|w+p ’7v+3’75(1 RIO)‘I‘F)

=Re (IV-A18)

g 4 iw
C2Q2 +i W jw+ nv+3ns(1_Riw+r)

The same results can be obtained from Egs. (IV-15) to (IV-19). Eqg. (IV-A18) is not identical with
Eqg. (8a) of Ref. 49. The differences demonstrated above come from the difference in the choice of
the coupled variables. In the statistical approach, the reorientational deDgitjeandD,, were

chosen and were directly coupled to the longitudinal momentum density. On the other hand, in our
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treatment, the translational term was divided into isotropic and anisotropic components and the
only latter couples to the reorientational mode.

V. Ultrasonically Induced Birefringence in Liquids and Solutions

1. Introduction

The birefringence is induced in liquids and solutions containing certain amount of nonspherical
particles as a result of the particle orientation due to ultrasonic waves. This was called the phe-
nomenon of the ultrasonically induced birefringefi¢é@he early theoretical studies of the bire-
fringence have been reviewed by Hilyard and Jerfaithe theory developed by OR4indicated
that large disc-like rigid particles align by hydrodynamics torque which is produced by the radia-
tion pressure due to the passage of the ultrasonic waves. The normal of disclike particles is parallel
to the ultrasonic field, and the sign of the birefringence of disk particles is negative. The measure-
ments of the birefringence of large rigid disc-like particles were carried out on beiftamite
gold sols'?*" These experimental results show that the birefringence is proportional to the ultra-
sonic intensity as predicted by the Oka theory. Ou-Yetrg*> made use of the Raman-Nath
diffraction effect to measure the ultrasonic intensity at the frequency range from 1 to 19 MHz and
investigated the ultrasonically induced birefringence of gold sols as a function of solvent viscosity,
particle size and ultrasonic intensity and frequency. The birefringence increased with increasing
ultrasonic frequency and decreasing viscosity and the sign of the birefringence was positive. They
modified the Oka theory to explain the sign of the birefringence and the dependence of the bire-
fringence on the frequency and viscosity.

For large rigid rod-like particles, no theoretical study of the ultrasonically induced birefrin-
gence has been reported. Experimental investigations on the birefringeng sbi¢”>?**have
been carried out so far. The ultrasonically induced birefringence@f3a6ls was proportional to
the ultrasonic intensity and the volume fraction as predicted by the Oka tAceeyralia also
indicated that the birefringence depends on the viscosity and the sign of the birefringence is posi-
tive.>® No experimental investigation of the frequency dependence of the birefringence of rod-like
rigid particles has been carried out.

On the contrary, for neat liquids, a sinusoidal velocity gradient can directly produce sinusoi-
dal orientational order. The reorientational order produced is not uniform but propagates as waves
and the induced birefringence should be proportional to the ultrasonic amplitude, that is, the square
root of the ultrasonic intensity)*?>4-°)

After the brief description of the modified Oka theory of ultrasonically induced birefringence
for rod-like particles, we discuss the ultrasonically induced birefringence of liquid crystal in iso-
tropic phase by comparing the experimental results with the expression obtained in the frame of
the de Gennes’s phenomenological theory.

Next, we would like to discuss the frequency dependence of the ultrasonically induced bire-
fringence of rod-like particles. Birefringence for unit ultrasonic intensity has been estimated. The
experimental results will be discussed on the basis of the modified Oka theory for rod-like par-
ticles. In addition, orientational relaxation times of rod-like particles have also been evaluated from
the trace of the transient birefringence.

Finally, we would like to describe our recent results for ultrasonically induced birefringence
of the rodlike micelles in the aqueous salt solutions and polymer solutions.
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2. Modified Oka Theory for Rodlike Particles?®
Application of ultrasonic fields will induce the birefringents, which is given by

An =27AGO@/ n, (V-1)

where® is the mean orientation of the particl&; is the optical anisotropyis the volume
fraction of particles and, is the refractive index of solvent. The mean orientation can be calcu-
lated from the distribution function of particles which is obtained by considering the potential en-
ergy due to the torque caused by the applied ¥&fd.Oka> assumed that the passage of acoustic
waves sets up the radiation pressure so that large rigid disc-like particles are subject to the turning
torque that will align them. The ultrasonic torque is estimated by considering the Rayl€igfi'tlisc
problem. At this point we extend the modified Oka theory for disc-like particles in view of appli-
cation to prolate particles. We assumed that prolate particles saeRegS, sols and PTFE latex

are also subject to the torque due to radiation pressure.%i’dﬁg’ved the time averaged torque

M| for prolate particles as

|M|=Xp,ab® (v-u)’sin26 (V-2)
2]7;:3 27834.1(1_52)|n ﬁ —&
3 2 1-¢
X= (V'3)
La—e)in|itE| gl 2e2+ L (12 in|1¥E| ¢
2 1-¢ 2 1-

with € = (a2 —b%™%a, where v the fluid velocity is the translational velocity of particie andb

are the radii of major and minor axes of the particle, respectwglythe densities of solvent and

Bis an angle between the major axis of prolate spheroids and the direction of ultrasonic propaga-
tion. If the ultrasonic energy is small compared with the thermal disturbance, the birefringence is
expressed as

_ AXTab’AG @ A°F?

An 5
15k; TVg ng

(V-4)

whereV, the sound velocity of solven is the ultrasonic amplitudé, is the Boltzmann con-
stant, and is the temperature. For spheroid particéS,is obtained by an extension of the theory
of Peterlin and Studit as

ng ( n?— n02)2 (N, —=N;)
AG=

(V-5
|47+ (n2= )N, || 4mmg + (2= n)N,

wheren is the refractive index of particles, respectively and for prolate partilesdN, are
shape factors alorggandb, respectively. Th&l, andN, are obtained by
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un Bl o) =y 24N
/1_1 ) 2 3

N, =27(2~1) ;

(V-6)

with = a/(a® —b%)"2

Ou-Yanget al* indicated that the suspended particles which execute translational oscilla-
tions in fluid are subject to the drag force that is shown in terms of the librational Reynolds num-
berR = azprIZUS, wherew is the ultrasonic angular frequency apds the shear viscosity of
the solvenf” They supposed that the translational motion is much faster than the orientational
motion and the equation of translational motion for particles in dilute region is expressed as

VU P—Po (V-7)

p+i(¢/Vw) (1+\/ﬁ)—i(ﬁ+yﬂ)]

whereV is the particle volume{ is the Stokes’ drag coefficient aipds a constant. When the
prolate particles are translating in the direction normal to its major axi&jstwver?® as

_ 167 ab® -
= e aa) (V-8)
where
azatf [ dx (V-9)
[0 Va+x ( b? +x )2
and
x=at' | i (V-10)

Jo (b +x)V @ +x

If R =, the parametdf in viscous fluids is reduced to that in ideal fluid. For ideal fl&ids
obtained from the inertia-coefficient of a prolate particle.

P—Po
F=—pag—. (V-11)
p+ﬁ Po

Comparing Eg. (V-7) with Eqg. (V-12) lead yaiven as follows.

_aly-p'a) (V-12)
6a2(2—-a)

The frequency dependence of the birefringence of prolate, namely, rod-like particles can be ex-
pressed in terms & which is obtained by substituting Egs. (V-8), (V-10) and (V-12) into Eq. (V-
7).
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Fig. V-1 Ultrasonic intensity dependence of the root mean square of the induced birefringence of 5CB (Closed
square) at 5TC. The solid line indicates the slope of 0.5.

3. Ultrasonically Induced Birefringence in Isotropic Phase in Neat Liquid Crystai”

As shown in the preceding section, the theoretical expressions for the ultrasonically induced
birefringence of liquids and solutions are obtained in the frame of the de Gennes’ phenomenologi-
cal theory.

The isotropic phase of liquid crystals is most appropriate to examine the expression obtained,
because the relaxation frequencies of the orientational motions are in the same order of ultrasonic
frequencies usually uséll.Besides, the flow birefringence for isotropic phase of liquid crystals,
p-n-pentylp’-cyanobiphenyl (5CB), has been already reported by Martieo#y*? The values of
the flow birefringence and the relaxation frequencies are required for the reproduction of the fre-
quency dependence of the ultrasonically induced birefringence.

To confirm our expression quantitatively, we measured the ultrasonically induced birefrin-
gence op-n-pentylp’-cyanobiphenyl (5CB) in the isotropic phase as a function of frequency (fre-
guencies at 3,5,7,11, and 13 MHz) at temperature of 50 & 55

Figure V-1 shows the ultrasonic intensity dependence of the birefringence in 5CEat 50
The slope of the solid line for this logarithmic plot is 0.5, indicating the birefringence is propor-
tional to the square root of the ultrasonic intensity. This result is in good agreement with Eq. (IV-
30).

An W
Ang=|—" S . : 1V-30
6 |V bet s ity (V-39

Figure V-2 shows frequency dependencAnf, W, 2 The value ofAn,, W, *increases but the
sloped(an,, W, 4/ f decreases with increasing frequency. The solid curves in Fig. V-2 are the
calculated ones obtained by substituting into Eq. (IV-30) the valuasnd6| from flow birefrin-
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Fig. V-2 Frequency dependence the birefringence per the square root of the ultrasonic intensity at 50 (closed)
and 55 (open)C. Solid curves indicate the estimation from Eq. (IV-30). The detailed explanations
are given in the text.

gence measuremefftsandl” from optical beating light scattering experimeltsThe values of
|An/G| are 1.86 and 1.26 ns and thosd &frrare 10.0 and 15.3 MHz at 50 and®65respec-
tively. The observed values AfnrmsWU’”2 in this study are satisfactorily reproduced by Eq. (IV-
30).

Martinoty and Bader measured the ultrasonically induced birefringence for the isotropic phase
of liquid crystals’*? In their experiment, however, only the relative values of the ultrasonic in-
tensity were measured and they examined Eq. (IV-30) in terms of the temperature dependence of
the birefringence at three different frequencies. In this work, we directly measured the ultrasoni-
cally induced birefringence as a function of frequency and ultrasonic intensity. Our results are re-
produced completely by the equation derived here. Moreover, the absolute values of ultrasonically
induced birefringence obtained in this work are in good agreement with those calculated using the
flow birefringence and reorientational relaxation frequency obtained by light scattering. This indi-
cates clearly that our theoretical treatment is valid and the method of ultrasonic intensity measure-
ment presented here is very useful.

4. Frequency Dependence of Ultrasonically Induced Birefringence of Rod-like Particfés

1) Introduction

For large rigid rod-like particles, no theoretical study of the ultrasonically induced birefrin-
gence has been reported. Experimental investigations on the birefringeng sbi¢”>?**have
been carried out so far. Measurem&htsy Petralia on YO, sols indicated that the birefringence
depended on the viscosity and the sign of the birefringence was positive. In our previod® paper,
the ultrasonically induced birefringence of0 sols was proportional to the ultrasonic intensity
and the volume fraction, as predicted by the Oka theory. However, no experimental investigation
of the frequency dependence of the birefringence of rod-like rigid particles has been carried out.
Furthermore, the mean axis ratio of0f used was 1/70 and at the volume concentration 1.28 —
6.40x 10°* the distance of the center of gravity of the rodlike particles ofih. Tong was 1.1 —
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1.8 um and almost same order of the length of the particle. This means thgOthsoVis not in
dilute, but in semi-dilute regions.
In order to elucidate the frequency dependence of the ultrasonically induced birefringence
and the orientational relaxation time of rod-like particles, we used the hensafe@; axial
ratio = 5.5, the volume fraction was varied from 8.20° to 2.4x 10°) sol of rodlike particles
and poly (tetrafluoroethylene) (PTFE; the average length of major axis gfi.85d the average
axial ratio of 1.9. The volume fraction was varied from4.B)" to 8.2x 10™) latex of prolate
particles.

2) Birefringence of Rod-like Particles

The Oka theory? indicates that the birefringence is proportional to the ultrasonic intensity
and volume fraction. In his theory, the solvent is assumed to be as ideal fluid and the birefringence
does not depend on the ultrasonic frequency nor the solvent viscosity. As shown in the Figs. V-3
and V-4, the birefringence af-Fe,0O; and PTFE particles is proportional to the ultrasonic intensity
and volume fraction and depends on the frequency and viscosity. This means that the birefringence
of rod-like particles is not fully interpreted by the Oka theory.

Ou-Yanget al*® modified the Oka theory to explain the frequency and viscosity dependence
of the birefringence of conducting disc-like gold sols. We have extended the modified Oka theory
for disc-like particles in view of application for rod-like particles. The birefringence of rod-like
particles is given by:

2 22
_ AXTTal’AG 9 AF (v-4)

An 5
15k; TVg ng

whereAG is the optical anisotropythe volume fractionvs0 the sound velocity of solvent. The
is given as

8

T

Birefringence X 10
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Ultrasonic Intensity (W/cm 2)

Fig. V-3 Birefringence against ultrasonic intensity at@%25 MHz): () a-Fe,O, sols at volume fraction 4.7
x 10°% (0) PTFE latex at volume fraction 7x610~.
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_v-u_ p-p
F=—0 ° (V-7)

_p+i(C/Vw) (1+\/§)—i(\/§+y&)

with R = azwp0/2/7 wherep andp, are the densities of particles and solvent, respectivehe
fluid velocity, u the translational velocity of particlé,the Stokes’ drag coefficiendy the ultra-
sonic angular frequency, the particle volume ang a constant. The reduced birefringence
AnTVSkB/AZq)can be estimated from the results in Figs. V-3 and V-4. The results are shown in Fig.
V-5, where the theoretical line is included. [eeFe, 0O, sols, the experimental values are about 20
times larger than the theoretical values and for PTFE latex, while the experimental values are about
100 times as large as the theoretical values. The large deviations from the theoretical values can
not be explained in terms of the modified Oka theory for rod-like particles, even if one takes into
account the experimental and estimation errors in the refractive index and the size of the particle.
In the Oka theory, the turning torque which aligns the disc-like particles was derived from the
Euler equation for ideal fluid and the ultrasonically induced birefringence was predicted to be pro-
portional toF %, namely, [¢-u)/v]>. The value of in ideal fluid does not depend on the frequency
and viscosity. Ou-Yangt al™® modified the Oka theory to interpret the frequency dependence of
the birefringence of disc-like particles in viscous fluids. In the modified Oka theory, the parameter
F in the Oka theory was replaced by the one derived from the Navier-Stokes equation for viscous
fluids. However, the turning torque also should be modified on the basis of the Navier-Stokes equa-
tion. In addition, under oscillatory motion, the flow around the rod-like particles is complicated
and the flow may be in eddy or stagnation. A new theory of the ultrasonically induced birefrin-
gence should be required for the case of rod-like particles after taking into account of turning torque

30 T T T M 10
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Fig. V-6 Orientational relaxation time far-Fe,O, sols and PTFE latex againgfk;T. A. a-Fe,0, sols (vol-
ume fraction: (0) 2.4x 10> (O) 4.7x 10°). B. PTFE latex (volume fractionm} 4.1x 107 (e) 7.6
x 10°% (0) 2.6x 10°. The orientational relaxation times farFe, O, sols obtained by transient mag-
netic birefringenc® measurements are also included. Field strength: () high; () low.
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in viscous fluids and the boundary condition of fluids around the rod-like particles.

3) Orientational Relaxation Times of Rod-like Particles

The birefringence decays after ultrasonic field disappears as shown in Experimental section
(see Fig. 1I-4). This decay reflects the orientational relaxation process of the patrticles. The orienta-
tional relaxation time of the particles is obtained by fitting the extinction process of the birefrin-
gence to Eqg. (11-9). The orientational relaxation times-6fe,O, sols and PTFE latex are plotted
againstng/k; T in Fig. V-6, wherajg is the solvent viscosity, the temperature arg the Boltzmann
constant. The figure demonstrates that the orientational relaxation time is proportipyikl To
The orientational relaxation tineof a-Fe,O, and PTFE particles in dilute solution follows the
Debye-Einstein equation,

r= ”kz\; (V-13)

whereV* is the effective volume of a particle. The effective volumerdfe,O; and PTFE particle
estimated from the slopes in Fig. V-6 are 4. 802’ and 7.6x 10°° m’, respectively. According to
Perrin® v* of a prolate particle is given as

x _8rma® 1_p4
Ve = V-14
9 |(2-p)G(p)-1 ( )
1/2
1+(1-
G(p)=—2—In ( ppz) (V-15)
(1-7)

wherep is the axial ratido/a and thea andb are the radii of major and minor axes of the particle,
respectively. For PTFE latexaZalculated from Eqgs. 2 and 3 is 0/&® with p = 1/1.9. The size

of PTFE particles obtained from the electron microscopy is within 0.4 tom @ith an average
value of 0.55um and it is smaller than the size estimated from the birefringence measurements.
For a-Fe,O, particles, the value ofaZs 0.55um with p = 1/5.5 and is consistent with the value
reported by Ozal§”

The extinction of the transient ultrasonically induced birefringence reflects the orientational
relaxation process. Birefringence induced by magnetic and electric fields also involves the same
information as the ultrasonically induced birefringence. J&frestimated the orientational relax-
ation time ofa-Fe,O, sols from the measurements of the transient magnetic birefringence. He used
thea-Fe,O, sols with the average length of major axis Oréd and the axial ratio ca. 5, while are
nearly equal to those used in this work. Although, as is shown in Fig. V-6, the relaxation time
obtained from the magnetic birefringence depends on the magnetic intensity, the values are close
to those from the ultrasonically induced birefringence within the experimental error. James ex-
plained the intensity dependence of the relaxation time as follows. The larger particles are prefer-
entially oriented in the low magnetic fields, while under the high magnetic fields all the particles
are oriented. In the ultrasonically induced birefringence, the relaxation time is independent of the
ultrasonic intensity investigated here. Irrespective of their size, the particles can be orientated by
the radiation pressure.

As is shown in Fig. V-6, the orientational relaxation times of wpte,0, and PTFE par-
ticles can be expressed by the Debye-Einstein equation. This fact means that the orientational mo-
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tion of these patrticles is not affected by the interparticle interaction. In other words, information of
the orientational motion of isolated particles with large anisotropy is obtained by the ultrasonically
induced birefringence, since the measurements in very dilute solution can be carried out.

5. Ultrasonically Induced Birefringence of Rodlike Micelles in Entanglement Network®

1) Introduction

Some surfactant molecules form rodlike micelles in aqueous softtiGhn the dilute con-
centration range, the solutions of these surfactants behave IiReAtdiigher concentrations, the
rodlike micelles form the entanglement networks and the solutions show the pronounced viscoelas-
ticity. The rodlike micelles are anisotropic aggregates and the solutions become birefringent by
application of external fields. The dynamics of the entanglement networks of the rodlike micelles
has been investigated by birefringence measurements such as electric birefffhgaddéow
birefringence’®"®The results of studies showed some anomalous behaviors characteristic of the
entanglement networks.

Hoffmannet al’® investigated the rodlike micelles of hexadecyloctyldimethylammonium bro-
mide by the electric birefringence. They indicated that the four different relaxation processes ap-
pear with changing the micelle concentrations. In the dilute range, a birefringence was observed
with a first relaxation time which results from the orientation of the individual rods whose relax-
ation time is about I8s. The length of rodlike micelle estimated from the first relaxation time
agreed with the one determined by light scatte¥ihghe overlaping of the rodlike micelles gives
rise to a second relaxation process having the relaxation time of about 10 times longer than that of
the first process. In the concentrated region where the rodlike micelles form the network, third and
fourth processes appears in the ranges from 1 ms to 10 ms and from 10 ms to 100 ms, respectively.
For many rodlike micelles, the fourth relaxation time is close to the stress relaxation time deter-
mined by the rheological measuremefts® They considered that the second process comes from
a coupled rotational translational motion and the third and the fourth processes are due to the ori-
entational motion of rods and deformational motion of the entanglement networks, respectively.
However the details of the second, third and fourth relaxation processes have not been clarified
yet’® One of the reasons for this is the difficulty in estimating thickness of the electric double
layer in rodlike micelles.

Shikataet al”™ examined the mixtures of hexadecyltrimethylammonium bromide and sodium
salicylate by the transient flow birefringence and viscoelasticity. They clarified that for the en-
tanglement networks of rodlike micelles, the stress-optical law holds well under the shear rate be-
low 3 $™. Under the shear rate above 3 the time dependence of the orientation angle varied in a
wavy fashion and this behavior was not completely reproducible and the stress-optical law no longer
held. The wavy curve of flow birefringence was explained in terms of some drastic structural
changes of the entanglement networks of micelles and also of the micelles themselves. This inter-
pretation has not been proved by experiment. In flow birefringence, the shear rate is generally
limited below 1000 8. Information of birefringence under high shear rate or high frequency will
help to elucidate the origin of the wavy curve of flow birefringence.

Compared with other birefringence methods, the advantages of the ultrasonically induced bi-
refringence method are that it enables us to investigate the motion of rodlike micelles under flow
of high frequency and it is free from the presence of ions or electric double layer of rodlike mi-
celle. The purpose of this work is to investigate the dynamics of the entanglement networks of the
rodlike micelles (hexadecyldimethylamine oxide: CDAO) and the rodlike micelles (mixtures of
hexadecyltrimethylammonium bromide; CTAB and sodium salicylate; NaSal) by ultrasonically in-
duced birefringence methods. The elastic property of the entanglement networks of the rodlike
micelles will be discussed from the transient spectrum of ultrasonically induced birefringence.
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Fig. V-7 (a) Time dependence of the transient transmission light of 10, 50 and 100 mM CDAQ 235
MHz, 0.058 W/crf) and the waveform of the pulse used.
(b) Expanded illustration of the transient transmission light of CDAO after cessation of ultrasound.
(e) 100 mM; (O) 50 mM. Dotted curve shows the calculated value Wih= exp(+/0.09) cos(art/
0.10) Solid curve show the calculated value with= exp(+/0.13) cos(2it/0.32)
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2) Birefringence of Rodlike Micelles

Figure V-7 (a) gives the ultrasonically induced birefringence measurements observed for 10,
50 and 100 mM CDAO and the waveform of the ultrasonic pulse used. A birefringence signal is
not observed for 10 mM CDAO. The CDAO begins to form rodlike micelles above its critical mi-
celle concentration (cmc = 22610° M)"” and the entanglement networks of the rodlike micelles
are formed above about 20 m{fiThe ultrasonically induced birefringence was observed for the
entanglement networks.
The birefringence after the onset of ultrasound increases suddenly and approaches the steady value
after a damped oscillation. The decay curve is expressed by as

An(t)=Ang (—t/ T4) cos(2mt/ T) (V-16)
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Fig. V-8 Birefringence of CDAO against ultrasonic intensity iG®25 MHz): (O) 100 mM; @ ) 50mM.
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whereAn is the birefringence at the stationary stagés the damping time constant ahds the

period of oscillation. Figure V-7(b) indicates the time dependence of birefringence of 100 mM and
50 mM CDAO after the cessation of ultrasound. For both concentrations, the sign of the induced
birefringence was negative. The value\at, of 100 mM was 2.5% 10°°, while for 50 mM it was
1.5x10°.

Figure V-8 shows the birefringence of 50 and 100 mM CDAO as a function of the ultrasonic
intensity. The birefringence is proportional to the ultrasonic intensity for both concentrations.

Figure V-9 refers to the frequency dependence of the birefringence of 100 mM CDAO nor-
malized for ultrasonic intensityn /W,. TheAn /W, increases with the frequency.

Ultrasonically induced birefringence was observed on the entanglement networks of rodlike
micelles. The birefringence of the entanglement networks of the rodlike micelles was proportional
to the ultrasonic intensity and increased with the ultrasonic frequency.

For solutions of flexible macromolecules, Peté&flif’ gave a theory of the ultrasonically in-
duced birefringence. According to the theory, the birefringence comes from the deformation of
flexible macromolecules due to the velocity gradient of sound wave. Then the birefringence of
flexible macromolecules is proportional to the square roots of ultrasonic intensity. As the birefrin-
gence of the rodlike micelles is proportional to the ultrasonic intensity, the birefringence is not
interpreted in terms of the Peterlin theory. The birefringence for dilute solutions of rigid colloidal
particles is formulated by OK&:°® If the ultrasonic frequency is much higher than the rodlike
particle reorientational frequency, the radiation pressure due to the propagation of the sound wave
causes the turning torque which aligns the minor axis of the particle to the direction of the ultra-
sonic wave propagatidif. Consequently, the birefringence of colloidal particles is proportional to
the ultrasonic intensity. The ultrasonic intensity dependence of the birefringence of the entangle-
ment networks indicates that the birefringence is induced by the radiation pressure. The frequency
dependence of the birefringence results from the translational velocity difference between the en-
tanglement networks and the solvent. With increasing ultrasonic frequency, the translational mo-
tion of entanglement networks with respect to solvent becomes more hindered. As the radiation
pressure on the rodlike micelles increases with the translational velocity difference, the birefrin-
gence increases with the ultrasonic frequency.

3) Damped Oscillation Behavior of Transient Ultrasonically Induced Birefringence of the
Rodlike Micelles

In Fig. V-7(b), the solid curve is the calculated one using Eq. (V-16) #yith0.09 s and
T=0.10 s for 100 mM of CDAO and the dotted curve is the calculated valug,with.13 s and
T =0.32 s for 50 mM. These curves well reproduce the experimental results. The vRine of
creases with decreasing concentration, while the valugdufes not depend on the concentration
of CDAO. It is interesting to note that the valueTadf solutions of 50 mM CDAQO is close to that
of mixtures of 30 mM CDAO and 230 mM NaSal. Furthermore, it should be pointed out that the
values ofr, andT do not depend on both ultrasonic intensity and ultrasonic frequency.

No theory has been proposed yet which can explain the damped oscillation behavior of tran-
sient ultrasonically induced birefringence of the rodlike micelles. The viscoelastic prop&Rigs
of the entanglement networks of CDAO and the mixtures composed of CTAB and NaSal have
been described by the Maxwell model which has only one stress relaxatiom,fiemal the en-
tanglement networks are regarded as elastic body with plateau md8ylasfrequencies much
higher than 1. The shear stre¥on the entanglement networks of the mixtures of CTAB and
NaSal exhibited the damped oscillation according as the start of shear flow of high rate above
0.24 §". We considered the ultrasonically induced birefringence of rodlike micelles as follows.
The entanglement networks suffer the stress due to the radiation pressure of the ultrasonic wave
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Table V-1 Values of perio@ and Damping constamj of a damped oscillation, the plateau modubgsand
the stress relaxaion tintg

mixtures of
30 mM CTAB and
230 mM NaSal 50 mM CDAO 100 mM CDAO
Tls 0.36 0.32 0.10
T4/s 0.28 0.13 0.09
G,/Pa 4.4 3.2 10°
/s 28 0.2 0.8

3 Obtained at 225 °Obtained at 60 mNP  °Ref. 82.

and shrink in the direction of sound propagation with damping elastic oscillation. In the shrinked
entanglement network, the major axis of the rodlike micelles is elongated and orientated perpen-
dicularly to the direction of the ultrasonic wave propagation. After the cessation of ultrasonic fields,
the entanglement networks relax from a shrinked state with damping elastic oscillation. Since the
fact thatG, of the entanglement networks is approximately proportional to the square of the con-
centration of surfactant molecules is essentially equal to that observed in entangling polymer sys-
tems, for example, rubb&:®¥the period of damped oscillation of birefringentgis inversely
proportional to the square root Gf. The value of, is the deformational relaxation time of the
entanglement networks. Becaugeomes from the movement of entanglement networks as a
whole, the value of increases witlt,. Table V-1 indicates, andG,, as well ag, andT. The value

of T decreases with increasi@y. Since thes, of 60 mM CDAO is comparable to the one of the
mixtures of CTAB and NaSal, the valueTobf 50 mM CDAO is close to the one of the mixtures

of CTAB and NaSal. For CDAO, the both valueggindr, are independent of concentration. The
value oft, increases with the value of for CDAO and the mixtures of CTAB and NaSal. The
quantitative relationships betwe&j andT and betweemn, andr, are not clear, since available

data ofr, andG, are few.

The sign of the birefringence depends on whether the orientational direction of major axis of
the rodlike micelles is perpendicular or parallel to the propagation of sound wave and whether the
birefringence is caused by the positive form birefringence of the rodlike micelles or the negative
intrinsic birefringence of the surfactant monom@ts$n the ultrasonically induced birefringence
measurements, the signs of birefringence were negative. The negative birefringence can be ex-
plained in two different ways. In one way the orientational direction of major axis of the rodlike
micelles with the positive form birefringence of the rodlike micelles is perpendicular to the propa-
gation of sound wave. In the other the orientational direction of major axis of the rodlike micelles
with negative intrinsic birefringence of the surfactant monomers is parallel to the propagation of
sound wave. The results of flow birefringence measurefikstisw that the birefringence is caused
by the negative intrinsic birefringence of the surfactant monomers. As described in the above sec-
tion, the major axis of the rodlike micelles is elongated and orientated perpendicularly to the direc-
tion of ultrasonic wave propagation. The ultrasonically induced birefringence might be caused by
the positive form birefringence of the rodlike micelles.

In order to study the rigidity of micelle and the salt dependences of damping oscillation of
ultrasonically induced birefringence of rodlike micelles, we now are measuring the birefringence
of rodlike micelles composed of the mixtures of CTAB and NaSal.
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6. Ultrasonically Induced Birefringence in Polymer Solution&”

Under the irradiation of longitudinal ultrasound, birefringence has been observed in some lig-
uids and solutions of anisotropic solute molectil&®****The mechanisms of the ultrasonically
induced birefringence can be classified into two; one is by sinusoidal velocity gradient and the
other is by ultrasonic radiation pressure.

In the normal neat liquids and solutions, reorientational relaxation times of molecules are al-
most equal in order or faster than ultrasonic frequency. Therefore, a reorientational motion of mol-
ecules can follow the sinusoidal velocity gradient produced by irradiation of ultrasonic waves and
directly produces sinusoidal orientational order. The reorientational order produced is not uniform
but propagates as waves and induces birefringence. In this case, the induced birefringence should
be proportional to the ultrasonic amplitude, that is, the square root of the ultrasonic ifitéHsity
*3 as shown in section IV (mechanism ).

On the contrary, for large particles of anisotropic shape such as rod like and planar colloidal
particles, ultrasonic radiation pressure produces a stationary torque on the particles and induces
reorientational order as a whole, because the orientational relaxation frequency of particles is much
smaller than that of ultrasound frequency. In this case, the induced birefringence is proportional to
the ultrasonic intensity’??*®“%as expressed by ORsand Ou-Yany’ theories (mechanism I1).
Furthermore, the dynamical properties of large particles can be investigated by following the de-
cay of the birefringence after rapid cessation of ultrasonic irradistigh®® "

As shown in the experimental session, in order to measure the ultrasonically induced birefrin-
gence, used following two methods. One was the method in whidhi4h#ate is set in the optical
path (biased detection) and the other was the method witibgiate(non-biased detection) (see
section IlI). In every case, ultrasonically induced birefringértean be expressed by Egs. (11-6)
and (11-7), respectively.

Ultrasonically induced birefringence caused by mechanism | changes periodically following
the phase change of the ultrasonic wave in space and time. Taking into consideration of the radius
of the laser bean and cut-off frequency of the optical detector, the birefringence signal should be
zero by averaging in the biased detection. Therefore, the biased detection can only detect the bire-
fringence caused by mechanism Il. By the non-biased detection, the root mean square of the bire-
fringence signal can be observed. So, the birefringence caused by both mechanisms will be mea-
sured.

It is well known that flow birefringence can be observed in polymer solution under the sta-
tionary shear stred8.As shown in section IV, the ultrasonically induced birefringence should be
also observed in polymer solutions. As expected, ultrasonically induced birefringence has been
observed in polystyrene toluene and polyisobutylene cyclohexane solutions by ferrard.

For ultrasonically induced birefringence, Peterlin has proposed a theory for flexible macro-
molecules’® He considered that the polymer solution will behave more as a liquid than a colloidal
solutions, because of the flexibility of the molecules in which he considered to be permeable spheres
in which the solvent was partially in immobilized. The optical behavior was calculated as for a
liquid by finding an expression for the mean polarizabilitites in two direction and using the method
of Langevin to connect the anisotropy of the polarizability to the birefringence.

To relate the difference in the polarizabilities to the geometrical parameters of the molecules,
Peterlin used the Kuhn mooB&,namely a random coil, composed of the numbét pfegments,
having the mean length, and the end-to-end distance equdi.tdhe distribution irh is consid-
ered to rise from a kinetic equilibrium between a statistical force tending to contract the chain to
the most probable value bfand a force due to the thermal motion which is dependent on the
rotary and internal diffusion constadtof molecules. Under the influence of the acoustic field, he
consedered the spherically shaped molecule to be deformed to give a new distribufiamin
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which the anisotropy of the polarizability may be calculated.
If V, is the velocity, the distribution function Bffinding the value ofi is given by the fol-
lowing diffusion equation:

div[V,y [F —D, (2UhF +gradF )] =—0F/ ot (V-17)

wherep = 3/N, A’ andD, is a diffusion constant which is not only a function of rotary diffusion
constanD and but also is a function BX.

Peterlin used the results of Kuhn and Gflim which they regarded each segment (that is,
straight chain element) as being optical anisotropic with polarizabititienda, along and per-
pendicular to its axis. Considering the whole molecule they found the mean polarizghikties
¥, in direction along and perpendicular to the segrheRbr the values di smaller than the total
chain length, they give

Vi— Vo= (Ut ) (a,—0a,)/ 15 (V-18)

The contribution to the polarizability of the whole medium by each molecule depends not
only on the magnitude &fbut also on its orientation. The total contribution of all the molecules is
therefore determined using the distribution functogiven by the solution of Eq. (V-17).

According to the consideration mensioned above, Peterlin obtained the following expression
for ultrasonically induced birefringence of polymer solutions.

w. |2 L
_ U
Bl =2 M, | ( pv? ) (1+w? 1'2)1/2 (V-19)

where,r = 1/4uD, n is the refractive index of the solutiap, is the solvent shear viscosityis the
concentration in g/cfi [M],, is a specific Maxwell constarftjs the frequency ane = 2rf. This
equation resembles the Eq. (IV-31) which Peterlin gives for neat ligitiids.

Jerrard measured the ultrasonically induced birefringence of polystyrene-toluene and
polyisobutylene-cyclohexane solution as a function of ultrasonic intensity and frequency (1-6
MHz). His experimental set up corresponds to the non-biased detection in our system. He has re-
ported that ultrasonically induced birefringence of polymer solutions is proportional to the square
root of the irradiated ultrasonic intensity.

In the ultrasonic frequency region from several MHz to GHz, the ultrasonic relaxation pro-
cesses which arise from the local segmental motion have been observed. As is seen in Eq. (V-17),
in the case of the polymer solutions, the mechanisms of the birefringence will be more compli-
cated than in pure liquids and colloidal suspensions. The torque which comes from the ultrasonic
irradiation pressure will couple with the local segmental motions of polymer chains in solution.

In order to clarify the birefringence mechanisms, we measured the ultrasonically induced bi-
refringence of polystyrene-tolune solutions using both biased and non-biased measurement. The
birefringence of polymer solutions has been obtained by both biased and non-biased measurement.
Typical birefringence signal obtained by the biased measurement is shown Fig. V-10. As shown in
Fig. V-10, the rise and decay times of the ultrasonically induced birefringence signals are almost
same as that ultrasonic pulse ggs5These results also obtained by the non-biased detection. The
sign of the birefringence signal can be determined by the biased detection. In this work, the sign
was positive. Figure V-11 shows the ultrasonic irradiation intensity dependence of birefringence.
As is seen in Fig. V-11, birefringeces observed by the non-biased detection are in proportional to
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Fig. V-10 Birefringence signal of polystyrene-toluene solution using a quarter wave plate. (10 wt%, 25 MHz,
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the square the root of the ultrasonic intensity, but those obtained by the biased detection are in
linearly proportional to the ultrasonic intensity. The values of the birefringence signal measured by
the biased detection are smaller than those obtained by the non-biased detection at all ultrasonic
intensities. The experimental results for the parts which were proportional to the square root of the
ultrasonic intensity are in agreement with those obtained by Jerrard for polystyrene-toluene solu-
tions. However, the parts which are linearly proportional to the ultrasonic intensity was not re-
ported and the result obtained in our work is the first case.

It is very interesting that in the polymer solutions, at fairly strong region of the ultrasonic
power, two kinds of ultrasonically induced birefringence were clearly observed. The birefringence
obtained by the non-biased detection, that is, part proportional to the square root of the ultrasonic
power will be caused by sinusoidal velocity gradient which was obtained by Jerrard. The parts of
birefringence obtained by the biased detection were clearly measured even in the low ultrasonic
intensity region and linearly proportional to the ultrasonic intensity.

As well known, in polymer solutions, the typical non-linear viscoelastic behavior, that is the
stress normal mode effects, has been observed. Bhumz modified the Peterlin’s theory for mac-
romolecular solution to take into account the elastic effects of polymer chains in solutions. The
expression of birefringence obtained from this elastic model also indicates that the values of bire-
fringence are linearly proportional to the ultrasonic frequency and square root of the ultrasonic
intensity.

The frequency dependence of the birefringence of polymer solutions will be very important.
Our work on this line is now going on.

For the ultrasonically induced birefringence measurement of polymer solutions, it is very in-
teresting and very important that the two different types of birefringence were observed. In order
to elucidate the detailed mechanisms of polymer chain motions in solutions ultrasonically induced
birefringence measurement has opened a new field of the chain dynamics. In this case, the key
factor is how the translational and rotational motion of molecules couples with each other.

VI. General Conclusion and Scope

In this review, we discussed the coupling between translational and rotational motion of liquid
crystal molecules in isotropic phase as an example of liquids. The coupling pafRmietained
from the depolarized light scattering measurements is an important parameter to deduce the infor-
mation about the relation between the anisotropic molecular interaction and the local structure of
liquids and solutions. Besides, we presented a theory of the ultrasonically induced birefringence in
neat liquids and discussed the problem of coupling between the reorientational (rotational) mode
and longitudinal mode. Our theory is not agreement with that of the irreversible statistical mechan-
ics. The longitudinal mode is described as the sum of the bulk and shear mode. The discrepancy
between our theory and that of the irreversible statistical mechanics comes from the difference in
the choice of the coupled variables. In order to clarify this point, we must consider how the mo-
lecular volume and the rotational motion correlate each other in molecular level. For the ultrasoni-
cally induced birefringence measurement, two type of birefringence were observed; one is propor-
tional to the square root of ultrasonic intensity and the other the ultrasonic intensity itself.

It is well known that in liquids such as benzene and their derivatives, the reorientational relax-
ation timesr can be expressad= Cn + 1y, as a function of translational viscosifywhereC is a
constant and,, is a time constant which is correlated with the classical “free-rotator reorienta-
tion” time Y The value of constai@ has been discussed in their relation to the boundary condition,
that is “stick” or “slip” boundary one. The similar kinds of discussion also have been made on the
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translational diffusion constant. However translational and rotational diffusion coefficients should
be expressed in terms of molecular interaction potentials. In the molecular level or in a very short
range region, the translational and rotational motion should be coupled each other. We are obliged
to discuss the interaction between the translational and rotational motions as a measure of hydro-
dynamic parameteC because of the lack of the information about the interaction between the
translational and rotational motions in the molecular level.

The problems such as the coupling paranfetnd ultrasonically induced birefringence dis-
cussed in the review are related directly to how the molecular interaction potential of the atom and
atoms reflects on the molecular motion in the molecular level and also what the molecular volume
is. Thus, the molecular interactions in the molecular and very short range levels even in the static
and dynamic meanings are essential. However, a limitted number of experimental techniques are
available to obtain the information about the coupling of the translational and rotational motions.
The techniques available are only depolarized light scattering and flow and ultrasonically induced
birefringences.

We remember the following Einstein’s messages;

“Raffiniert ist der Herrgott aber boshaft ist er nicht.”
“Die Natur verbirgt ihr Geheimnis durch die Erhabenheit ihres Wesens, aber nicht durch List.”
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