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Nonlinear transient responses of polar polarizable particles (macromolecules) diluted in a nonpolar
solvent to a sudden change in magnitude of a strong external dc field are evaluated using the
anisotropic noninertial rotational diffusion model. The relaxation functions and relaxation times
appropriate to the transient dynamic Kerr effect and nonlinear dielectric relaxation are calculated by
solving the infinite hierarchy of differential-recurrence equations for statistical moments (ensemble
averages of the Wigner D functions). The calculations involve matrix continued fractions, which
ultimately yield the exact solution of the infinite hierarchy of differential-recurrence relations for the
first- and second-order transient responses. © 2007 American Institute of Physics.
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I. INTRODUCTION

Nonlinear dielectric and Kerr effect relaxation of fluids
springs from the rotational motion of molecules in the pres-
ence of external electric fields and thermal agitation (see,
e.g., Refs. 1 and 2). Interpretation of these phenomena is
usually based on the rotational diffusion model in the nonin-
ertial limit that relies on the solution of the appropriate
Langevin or Fokker-Planck equations. The Fokker-Planck
equation describes the time evolution of the orientational dis-
tribution function of molecules in configuration space. The
Langevin equation is a stochastic vector differential equation
for angular variables describing the orientational dynamics
of a molecule. Both approaches are completely equivalent
and all observables of interest can be calculated both from
the Fokker-Planck and the Langevin equations. The solution
of either the Fokker-Planck equation or the Langevin equa-
tion for the rotational diffusion can be reduced to that of
solving differential-recurrence equations for statistical aver-
ages describing the dynamic behavior of appropriate physical
quantities. In order to solve these equations, one can use
various mathematical methods, which allow one to obtain
solutions in a tractable form. In the most general formula-
tion, namely, anisotropic rotational diffusion of asymmetric
tops in an electric field (in the low field strength limit), a
concise theory has been developed by Perrin® and others
(see, e.g., Refs. 4-15) for the analysis of orientation relax-
ation of molecules in liquids by various spectroscopic meth-
ods (such as dielectric and Kerr effect relaxation, NMR re-
laxation, fluorescent depolarization, dynamic light scattering,
etc.). The majority of these attempts to calculate linear
and/or nonlinear responses of a system of molecules to an
external field use perturbation theory. Thus it is assumed that
the potential energy of a molecule in electric fields is less
than the thermal energy so that a small parameter exists.
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However, perturbation theory may only be used for the cal-
culation of the response of a system where there is a small
parameter. The response to a field of arbitrary strength is an
intrinsically nonlinear problem as small parameters no longer
exist so that perturbation theory may not be applied.

A deep insight into nonlinear response theory has been
gained in the last few decades (see Refs. 16 and 17 and
references cited therein for a review), because the nonlinear
response of the rise, decay, and rapidly rotating field tran-
sient dielectric relaxation and Kerr effect arising from arbi-
trary sudden changes of the external electric field has been
calculated. However, the treatment is confined for the most
part to isotropic rotational diffusion of spherical top mol-
ecules. Recently further progress in the theoretical treatment
of nonlinear responses of a system of asymmetric top mol-
ecules in strong electric fields has been achieved for the an-
isotropic noninertial rotational diffusion model'*! (see also
Ref. 20, Chap. 7). The approach developed in Refs. 18 and
19 involves transformation of the angular variables in the
underlying Langevin equation for the anisotropic rotational
diffusion of Brownian particles and subsequent direct aver-
aging of the stochastic differential equation so obtained. This
method allows one to derive an infinite hierarchy of
differential-recurrence equations for the statistical moments
(averaged Wigner’s D functions or appropriate relaxation
functions®') describing the orientational relaxation of mol-
ecules in electric fields. The resulting system of moment
equations can be solved by direct matrix diagonalization
which involves calculating the eigenvalues and eigenvectors
of the system matrix or by a computationally efficient matrix
continued fraction method.”” The solution so obtained may
be used for the evaluation of both transient and ac nonlinear
responses in strong electric fields. We remark that methods
of solution of nonlinear response problems in strong electric
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fields are very similar to those used in the theory of orienta-
tional relaxation of molecules in liquid crystals. The orienta-
tional relaxation of molecules in liquid crystals is usually
interpreted in the context of the rotational diffusion model of
a molecule in a mean field potential V (see, for example,
Refs. 22-25 and references cited therein). Here the ratio of
the mean field potential strength V and thermal energy may
also take an arbitrary value. For rotational diffusion in a
mean field potential, the corresponding Fokker-Planck equa-
tion has the same mathematical form as that for rotational
diffusion in an external electric field.”” The solution of this
Fokker-Planck equation can also be reduced to that of an
infinite hierarchy of differential-recurrence equations for av-
eraged Wigner’s D functions.”**** Thus theoretical methods
developed in the theory of orientational relaxation in liquid
crystals (such as straightforward matrix diagonalization,22
matrix continued fractions,”**® etc.) can be applied with
some modifications in nonlinear response theory of macro-
molecules in solutions.?

In the present paper, the problem of evaluation of the
transient dynamic birefringence and nonlinear dielectric re-
laxation responses of polar and polarizable macromolecules
when the magnitude of a dc electric field is suddenly
changed is treated. This problem is truly nonlinear, because
the changes in the magnitude of the field may be consider-
able. Nevertheless, the hierarchy of differential-recurrence
equations for the statistical moments can be obtained by av-
eraging the corresponding Langevin equation over its real-
izations without recourse to the Fokker-Planck equation. By
solving this system of moment equations via matrix contin-
ued fractions, we calculate the relaxation functions and re-
laxation times, which describe nonlinear transient responses.
Furthermore, we show that the nonlinear decay transient re-
sponses can be evaluated in an analytic form.

Il. TRANSIENT RESPONSES

Dielectric and Kerr effect relaxation of macromolecules
in liquid solutions is usually interpreted using as model the
noninertial rotational Brownian motion of a rigid body in an
external electric field.*'*'** Here the relevant quantities are
statistical averages involving Wigner’s D functions defined

21
as

DL,M’ Q)= e_iMadjly[Mr (ﬁ)e_iM, Y,

where dzlsz'(:B) is a real function with various explicit forms
given, for example, in Ref. 21 and Q={«, B, y} are the Euler
angles, which determine the orientation of the molecular
(body-fixed) coordinate system xyz with respect to the labo-
ratory coordinate system XYZ.

We suppose that the magnitude of an externally uniform
dc electric field is suddenly altered at time =0 from E; to E;
(the electric fields E; and Ey; are assumed to be applied par-
allel to the Z axis of the laboratory coordinate systems). The
potential energy V() (N=I,1) of a dipolar polarizable
molecule is given by13
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where p and £ are the dipole moment vector and electrical
polarizability tensor of the molecule, respectively, u,({)) and
£4,(Q)) are the projections of p and &€ on the Z axis of the
laboratory coordinate systems XYZ,

0) — (1)

= pt =¥ = tin)

1
V2
are the spherical components of g in terms of the Cartesian

components i, iy, and u, in the molecular coordinate sys-
tem xyz,

3
S(iz) = \/;(sxx — &y =~ 2i8xy) s

3 1
S(il) = * \/;(EXZ + isyz)’ 8(0) = 5(3811 -Tré)

are the spherical components of 8, and Tr E=g,te te,,.
Here the effects due to the hyperpolarizability of molecules
are ignored; however, they may also be included in the
theory by adding the corresponding terms in Eq. (1)."” We
are interested in the relaxation of a system of molecules start-
ing from an equilibrium state I with the distribution function
W; (t=<0) to another equilibrium state II with the distribution
function Wy (r— o). The initial distribution function in equi-
librium state I is given by the Boltzmann distribution

W] — Zl—le—V]/kT; (2)

having altered the field, the distribution function approaches
at r— o to a new equilibrium state II with a Boltzmann dis-
tribution

Wy =Zy'e AT (3)

Here k is Boltzmann’s constant, T is the temperature, and Z;
and Zy are the partition functions defined as Zy
= [e VWK 40y

The main objective is to calculate the time-dependent Z
components of the electric polarization P,(f) and birefrin-
gence (optical anisotropy) Aa(r). The P,(r) and Aa(r) are
defined in terms of Wigner’s D functions as'?1320

1

PA1) = No{pz)(1) = No 25 (= 1P PXDg ) (1), (4)
p=—1
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Aa(t) = (az;— axx)(t)
2

=2 {<D(2):1>(t)—\%RD%;)U)+<D%;m>(t)]}a("’),

m==2

()

where N, is the concentration of macromolecules, w, and
azy, ayy are the components of the permanent dipole mo-
ment p of molecule and optical polarizability tensor & in the
laboratory coordinate systems XYZ, " are the spherical
. L P 13
components of the optical polarizability tensor & given by

+ 3 .
a®2 = \/;(am - ay, *2ia,,),

3 1
¥V =3 \/;(axziiayz), a(0)=5(3az—Tr Q),

Tr &= a,,+ a,,+ a, and the asterisk means the complex con-
jugate. Hitherto P,(r) and Aa(r) have been frequently evalu-
ated assuming low field strengths by perturbation theory
(see, e.g., Refs. 12 and 14 and references cited therein). For
arbitrary field strengths, the calculations have been usually
made folr6 }§otropic rotational diffusion of spherical top mol-
ecules.

lll. RECURRENCE RELATIONS FOR STATISTICAL
AVERAGES

According to Egs. (4) and (5), the dielectric relaxation
and dynamic Kerr effect of (macro)molecules of an arbitrary
shape in strong electric fields is completely described by the
first and second rank relaxation functions (D, ,)(f) and
<Di,m>(t), respectively. Thus a theoretical treatment of these
responses should proceed by calculating (D,ll’m>(t) and
(Di’m)(t). This can be accomplished by averaging the Lange-
vin equation.lg_zo

The Langevin equation for noninertial rotational Brown-
ian motion of a rigid body in a potential V({)) for Wigner’s
function D/ [Q(r)] is'>*"

n,m

d . d 9 d)
il 201= (aaa tBgt yay)y””"m(t)]

= (- V)D),,[Q1)]. (6)

where V= 6/d¢ is the orientation space gradient operator,
O¢ is an infinitesimal rotation vector, and (t)= ¢/ ot is the
angular velocity. The latter is given by

(1) = D{N(1) = VV[Q(2), 1 ]VkT. (7)

Here A(7) is a random white torque noise imposed by the
heat bath, T is the temperature, k is Boltzmann’s constant,

and D is the rotational diffusion tensor. It is convenient to
use the molecular coordinate system xyz in which the diffu-

sion tensor D is diagonal.
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D

w 0 0
D= 0 Dy, 0 | (8)
0 0 D,
The diagonal components D,,, D,,, and D of D may be
estimated using either the so-called hydrodynamic
approachg’9 or in terms of microscopic molecular parameter58

Di[ = kT/g” = f]kT/Iii'

Here I;; is the principal moment of inertia about the i axis, s;
is component of friction tensor, and T’J is the angular velocity
correlation time about that axis (which can be measured ex-
perimentally using NMR techniques8). The principal axis

system of the diffusion tensor D for an asymmetric top mol-
ecule may not coincide, in general, with the principal axis

system diagonalizing the inertia tensor 1.8 Thus if the orien-
tation of the diffusion tensor principal axis system is un-
known, the nondiagonalized diffusion tensor form must be
used. In writing Egs. (6) and (7), it was assumed that the
suspension of Brownian particles (molecules) is monodis-
perse, nonconducting, and sufficiently dilute to avoid inter-
particle correlation effects. Rototranslational effects which
are important for charged particles with complex shape (like
long bent rods) were also ignored. These effects can also be
incorporated in the theory as in the low field strength limit."

Equation (6) is a stochastic differential equation for
which one should use the Stratonovich interpretation27 (see
also Ref. 20, Sec. 2.3) as that interpretation always consti-
tutes the mathematical idealization of the physical stochastic
process of orientational relaxation in the noninertial limit.*
By averaging Eq. (6) (as described in detail in Refs. 18-20),
we have an equation of motion for the expectation value of

D,’;,m[Q(t)], viz.,

Aini voven - L2 vn
dt <D{1,m> - <VQD£l,m> sz[<VQ(VD{Lm)>

—(VWDi, ) = (D, . VaWl, (9)

where the angular brackets denote an ensemble averaging
and the operator Vé is given by

Vo=-JDJ=-(D,J;+D,J,+D_J’)

1 4 N N A
- —{JP+2A72 + E[(JT)*+ (7)),
ZTD

where J2:J5+J§+J§, and J,, Jys and J, are the components

of J in the molecular coordinate system defined as?!

A

o 1 .
sz _/—(J_l —J+1),
V2

and

i . J J 1 9
JH = =™ xcot f—+i— F —— |,
V2 dy dB sin Bia
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A J
S=—i—.
dy
Here
7p= Dy +Dyy)™! (10)

is the characteristic relaxation time, and

D 1 D.-D

Tz - g _ T Ty (11)
D +D,, 2 Dy, + Dy,

are dimensionless parameters characterizing the anisotropy

of the diffusion tensor D. We have also noted that the orien-

tation space gradient operator V can be expressed in terms of

the angular momentum operator J as V=iJ.*?! For any po-

tential V(€),7), which may be expanded in Wigner’s D func-
tions as V({),1)=2 s gv R,S,Q(I)Df{Q(Q), one can further sim-
plify Eq. (9) and so one may obtain an infinite hierarchy of
linear differential-recurrence equations for the expectation

values of Wigner’s D functions (Dj,m)(t) viz., (see Refs.
18-20 for details)
d . o M
SDL0= S i (D)0, (12)
i/ nl m

Here the matrix elements d’] o m are expressed in terms of
the Clebsch-Gordan coefficients;” eXpllClt equations for the
dj S 0 are given in Refs. 18-20. We remark that Eq. (12)
may also be obtained from the corresponding Fokker-Planck
(Smoluchowski) equation for the distribution function
W(€Q,1) of the orientations of macromolecules in configura-

. 1. 420
tion space, which is

d Aan | BN
—W==JDJW - —]JDWJV
Py JDJ kTJ J

=VoW+ —[WV2

VVAW + V3(VIW)].
2kT

We emphasize that the Langevin and Fokker-Planck equation
methods are entirely equivalent and yield the same results.”’

Due to the cylindrical symmetry about the Z axis only
the moments <Df1’m>(t) with n=0 are required in the calcula-
tion of the transient responses. For the potential given by Eq.
(1), we obtain from Eq. (12) a 31-term recurrence equation
for the relaxation functions ¢ j,m(f):<%,m>(f)—<D6,m>n (j=1,
—j<m<j), viz.,

TDd j'11(t) 2 2 ejl/ j+j’,m+m’(t)’ >0 (13)
j'==2m'=-3

(the coefficients e’] " are listed in the Appendix A). Here we

have also noted that the equilibrium averages (D{) o satisfy
2 3

the recurrence equation =,_ )3, 3ej m’” (Dgrlf1 mryn=0. The

recurrence Eq. (13) can be solved in terms of matrix contin-
ued fractions.?**

IV. MATRIX CONTINUED FRACTION SOLUTION
OF EQUATION (13)

We introduce column vectors C j(t) defined as

J. Chem. Phys. 126, 174903 (2007)

¢j-j(0)
¢,-1(1), ¢i (D) _
C,(1)= ( (1) ), Cj(t) = n=1),
Cj,](t)
(14)

with Cy(r)=0. Now, the recurrence Eq. (13) can be trans-
formed into the matrix three-term recurrence equation

=1,
(15)

d
TDECj(t) =Q;C;_ (0 +QCi(1) + Q;Cj+1(f)

where the matrices Q;T' and Q; are given in Appendix A.
Invoking the general method for solving the matrix recursion

Eq. (15), we obtain an exact solution for C 1(w) and ez(w)
20
as

Cy(0) = mpAl(w)) C, 0)+E(HQk_ A“<w))C(0) :

j=2 \k=2
(16)
Cy(w) = AN (0)Q5C () + THAY (w)
o J
X C2(0)+2(HQZ_lA?(w))C,-(O) : (17)
j=3 \k=3

where the matrix continued fractions A?(w) are defined by
the following recurrence equation

Al(w) =[iw7pl, ~ Q= Q{AL (@) Qi ], (18)
where I, is the unity matrix, and the tilde denotes the one-
sided Fourier transform, viz., F(w)=/ oF(t)e™™'dt. The initial
condition vectors C (0) can also be calculated using the ma-
trix continued fractlons AI(O) and AH(O) (see Appendix A).
The matrix continued fraction solution [Egs. (16) and (17)]
so obtained is very convenient for the purpose of computa-
tion. All the matrix continued fractions and series involved
converge very rapidly; thus, 8—12 downward iterations in
calculating these continued fractions and 8—12 terms in the
series are enough to estimate the spectra C,(w) and C,(w) at
an accuracy not <6 significant digits in the majority of
cases.

Having determined él(w) and éz(w) one can calculate
the spectra ¢j,,(w) of the first and second rank relaxation
functions ¢ m(t) <D0 O (D0 o (m=0,%1) and c¢,,,(1)
—<Do ()= <D0 o (m=0,x1,%2), and the corresponding
integral relaxation times 7“?“ deﬁned as the area under the

corresponding normalized relaxatlon functions, viz.,*
Ef,m(o)
J "= cj m(o) ] m Cj,m(o)

Thus one can estimate from Egs. (4) and (5) the overall
behavior of the dynamic Kerr effect and nonlinear dielectric
relaxation of macromolecules in terms of the components of
the diffusion tensor and the external field parameters for
various transient responses.
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V. DECAY TRANSIENT RESPONSE WITH E;=0

Let us first calculate the decay transient response when a
dc field E; is suddenly switched off at instant r=0. We are
interested in the relaxation of a system of molecules starting
from an equilibrium state I with the distribution function
Wi=Z; e (1<0) to another equilibrium state II with the
isotropic distribution function Wy=1/(87%) (t—=). The
step-off transient response with E;=0, i.e., the force-free
diffusion, is of greatest interest because this solution serves
as the basis of perturbation theory. Here the recurrence equa-
tions for the relaxation functions c;,(#) with different j are
decoupled so that the analysis of the relaxation behavior is
simplified. For j=1 and 2, Eq. (13) becomes

€y (1) =q(1)cl(t), (19)

Tpéy(1) = q%Cz(t), (20)

where the matrices q)=q,] £y=0 and Q)=q,| E,=0 Are given
by

<D(l),0>(t) <D(1),1>(t) * <D(1),_1>(t)

J. Chem. Phys. 126, 174903 (2007)

1+A 0 E12
¢=-{ 0 1 0o |, (21)
52 0 1+A
3+4A 0 \32E 0
0 3+A 0 382 0
@®=-| 32 o 3 \V312E
0 382 0 3+A 0
0 0 322 0 3+4A

(22)

One can easily solve the systems of linear first-order differ-
ential Egs. (19) and (20) for (D(l),m>(f) and (DS,W)(t) [see Ap-
pendix B, where the explicit solutions for <D(')’m)(t) and
(Dé’m>(t) are given by Egs. (B1)-(B5)]. However, the sim-
plest form of the solution can be given in terms of two sets of
the normalized relaxation functions z//’;n(t) (j=1,2) defined as

1 = N }_ = s 23
HO=pi0 == D) )0 = D)) 29
for j=1 and
(D5 (0) = (D5 _)(0)
0= p 0~ DF (0
2 N <D(2) (1) = <D(2)—1>(l)
V0= 03 )0) = DF_)0)
PP 3EANDE (1) = BBEDE ) (1) + (D} _)(1)]
T (A + A2+ 3E24) (D} )(0) - VIBE[DE )(0) + (D _)(0)]
0 PEDR 0+ (3 W SEUDE0 + (D] (0] s
27T \BREDEN0) + (A + A2+ 3EYA)(DE)(0) + (D _)(0)]
[
for j=2. The obvious advantage of using the normalized re- 2 )
laxation functions ¢/ (¢) instead of (D{)’m>(t) is that the decay Aa(r)= D, de™™, (27)

transient solution is given by the single formula

(1) = e, (25)

where the relaxation times 7",;1 are given in Appendix B, Egs.
(B6) and (B7).

Having determined (D(l),m>(t) and (D%’m>(t), one can
evaluate the time-dependent electric polarization P,(r) and
the optical anisotropy Aa(r) from Egs. (4) and (5) as

1
PAt)= > alem, (26)

m=—1

m==2

where the amplitudes a{ﬂ are listed in Appendix B. Here only
the amplitudes a;, depend on the field strength E; the relax-
ation times 7/, depend on the diagonal components of the

diffusion tensor D. In the low field limit, E— 0, the above
equation for P,(r) and Aa(r) can be reduced to known
results.>'*** Thus just as for low field stlrengths,lz’m‘20 the
decay transients of P,(¢) and A«(r) are characterized, in gen-
eral, by three and five exponentials, respectively, with dis-

tinct relaxation times. It should be mentioned, however, that
for typical values of the diagonal components of D the re-
laxation times 7/, and 7/, (for particular j and m) are of the
same order of magnitude; thus it is difficult to separate the
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=
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contributions of the corresponding relaxation modes to the
decay transients P,(r) and Aa(r). The overall behavior of
P4(t) and Aa(r) can be characterized by the integral relax-
ation times 7., and 77, defined as the area under the normal-

ized decay functions P(t)/P4(0) and Aa(r)/Aa(0), viz.,

“ Pt
7'-1[=f Adt:

1 1

> Tha,

" 0 PZ(O) m=—1 m=—1
2 2
“ Aa(t)
2 _ Q=S 2 2
" fO Aa(O) m§2 il m=2—2 n

where P,(0)==!__a! and Aa(0)==2_ ,a?. For isotropic
rotational diffusion [when A=E=0, Eq. (11)], the decay
transients P,(f) and Aa(r) are described by a single exponen-
tial, viz.,

P,(t) = Pz(o)e_’/TD, Aa(r) = Aa(O)e‘MTD,

where 7, is given by Eq. (10).

VI. RISE TRANSIENT RESPONSE WITH E,;=0

Let us now suppose that a strong constant electric field
Ey is suddenly switched on at time =0, so that E;=0. Here
we are interested in the relaxation of a system of molecules
starting from an equilibrium state I with the isotropic distri-
bution function W;=1/(87%) (t<0) to another equilibrium
state 11 with the distribution function Wy=2Z;'e "W " (¢
— ). Noting that Cj(O)z—Hj =1A,I(I(O)Q; (see Appendix A),
Egs. (16) and (17) can be considerably simplified and are
given by

J. Chem. Phys. 126, 174903 (2007)

N
2NN
ZSWN
SS\N
iR
SN
e
AN

S
24 S
SRR

>
SR
Eetetiathintants
\‘:“\}‘

FIG. 1. 3D plots of Re[¢/(w)], m
=0, +1, as functions of the normalized
frequency w7y, and field parameter &y
for the step-on transient response with
§=0, uy=u,=1/2, u.=1/\2, A=3, E
=-1/3, and a,,=0, s,r=x,y,z (pure
permanent dipole response).

()= 181(0) - $1(w)], (28)

Cslo) = LISHO0)SHO) - SHwS! (0], (9)

where Sil(w)zAil(w)Q,:. Equations (28) and (29) allow one
to calculate the step-on transient responses (D(l)’m>(t) and
(Dé’m>(t). Having determined <D(l)’m)(t) and <D§ym)(t), one can
also calculate the spectra of the normalized relaxation func-
tions ¢/ () defined by Eqs. (23) and (24). The results of the

calculation of Re[J/,%(w)] versus the normalized frequency
o7p and nonlinear parameter Ej are shown in the three-
dimensional (3D) plot Figs. 1 and 2. As the electric field
strength Ey; increases, the dispersion curves are shifted to
higher frequencies and the amplitude decreases due to satu-
ration. For the rise transients, the relaxation functions W;,l(t)
contain an infinite number of decaying exponentials.

In the low field strength limit, £;;— 0, the analysis of the
relaxation behavior is considerably simplified. Noting that in
this limit c; ,,(¢) ~ EjJ,," so that for the calculation of the first-
and second-order responses, Eq. (15) reduces to two matrix
equations only

p€y(1) = q(1)c1(f) ) (30)

(31

Tpéa (1) = g3e, (1) + qJea(1),

where the matrices q! and q) are defined by Egs. (21) and
(22) and the matrix q; is
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u B -ut(3+44) \’E“zE 0
B3 LEy 3u, M[ZM_E —ut(3+2A)] u.=
©="101"% V32(um - u*E) 2\3u, BRwE-u) |,
u= V12[u (3 +2A) - 20 E] 3u,
0 \2u 2 uw(3+4A)—u'E
|
u*=u,+iu,, and u,, u,, and u are the components of the unit present the solutions for Aa(z) explicitly because this solu-

vector u=u/|p| directed along the dipole moment of mol-
ecule. One can readily solve Egs. (30) and (31) for
<D(l)’m)(t) and (Dé’m>(t) just as for decay transients. The solu-
tions for the first-order response functions (D(l)’m>(t), which
determine the rise transient of electric polarization P,(t), co-
incide with those given in Appendix B for the decay tran-
sients with the only difference appearing in the initial condi-
tions (Dy,)(0). These initial conditions are evaluated
analytically just as for the decay transients. The solution for
the birefringence rise transient response Aa(r) differs from
the decay transient solution obtained in Sec. IV. The main
difference is that the rise transient of Aa(z) depends on the
first-order response functions (D(l),m>(t). Here we do not

tion can be readily obtained from those previously given by
Wegenelr,14 who showed that at low field strengths, the rise
transient of Aa(r) is characterized, in general, by eight expo-
nentials with distinct relaxation times 7' and 7, defined by
Egs. (B6) and (B7).

VIl. CONCLUSIONS

In the present paper, we have given the exact solution (in
terms of matrix continued fractions) for nonlinear transient
response problems encountered in dielectric relaxation and
dynamic Kerr effect when the magnitude of a dc electric field
is suddenly changed at time #=0 from E; to Ej;. Various
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particular transient relaxation problems such as transient re-
sponses in step-on, step-off, or suddenly reversing fields can
be evaluated in the context of the approach developed. The
advantage of our approach is that it does not assume low
field strengths. In the limit of small field strengths, the results
are in complete agreement with those obtained by perturba-
tion procedures.

The theory may be applied to the interpretation of ex-
perimental data on nonlinear transient responses of dilute
solutions of polar macromolecules in dielectric and Kerr ef-
fect relaxation at arbitrary field strengths. Thus it allows one
to carry out a quantitative comparison of theoretical predic-
tions with experiments on nonlinear response, where the per-
turbation approach can no longer be applied. Moreover, it
will be possible to achieve a comparison of the theory with
available Brownian dynamics computer simulation data for
transient responses in strong fields (see, e.g., Refs. 28-30).
The use of computer simulation data is preferable for testing
the theory, as in computer simulation it is much easier (than
in real experiments) to achieve large values of the electric
field. The theory developed can be applied (with small modi-
fications) to the calculation of the nonlinear magnetic re-
sponse of magnetic systems such as magnetotactic bacteria
in aqueous solutions and ferrofluids (colloidal suspensions of
fine magnetic particles), where the dynamics are governed by
equations very similar to Eq. (1).*'"
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APPENDIX A: MATRICES Q;, Q,, and Q;, AND INITIAL
CONDITION VECTORS C((0)

The elements of the matrices Q,, Q, and Q,, are defined
by

0,0 __j(j+ 1) — A2+ o'11(23

2z Cxx T Syv)[]'(]' +1) - 3m2]

Cm="""9 4(2j - 1)(2j +3)

J. Chem. Phys. 126, 174903 (2007)

Qu-1 U, Sy-1 0
Ql’l = ( - )’ Q:—l = ( + ) s
q2n q2, q2n Soy

_ [T 9y
Qn - ( n)
0 ry,
and the matrix elements of the submatrices q;, qf, sj, and r;
are defined as

_ 0 0,1
(qj)n,m =0y, m+3€; —j+2+m + 0, m+2€ —]+1+m +0, m+1€j —jim

0,2
+5nm 26

0,1
+5nm 1¢; Jo—j-3+m

0,0
+ 5n me Jo—j—2+m

Jo—j—14m

0.3
+ 5nm 36 J—j—4+m>

+ _ 1,-2 1,-1 1,0
(q_j )n,m - 5n m+le] —j+m + 5n mej —j—1+m + 5n,m—lej,—j—2+m

+5nm3e 2

+ 5n m— 28 —j—4+m>

—j—’%+m

-1,-2 -1,0
6, ,—j+m

n, m+3e —J+2+111 + 5}1 m+2€

(qj_)nm = + 5n m+le

—]+1+m

-1,2

+ 5nm Jo—j—-2+m>

1,1
Jj—j- 1+m+ 6nm 16

_ 2,-3 2,-2 2,-1
(Sj)n,m_ 6n m+le —J+m+ 6}1 me'—j—1+m+ 5n m—le J—j—2+m

2,1

2,0
+ 5n m— 26 J—j—4+m

J—j— 3+m+5 1,m— 3¢

2,3
+ 6n m—4e —j —5+m + 5nm 56 ,—j—6+m>

-2,-3

-2,-2
nm+5€ ,—j+4+m

+ 5}1 m+4e —j+3+m

(rj)n,m = + 5n m+3e —J+2+ﬂl

-2,0
+ 5n m+2€

—j+1+m + 5n m+le

Js —_]+m + 5}1 me

—] 1+m

-23

+ 5nm 18 J—j—2+m>

N

where &, ,, is Kronecker’s delta. The coefficients ¢/ ;" are
given by

- (&= &)+ 1) = 3m2]+21sx‘m[2](]+1) 2m? —1]

+ 20y

427 -1)(2j+3)

0.1 VG T m)Gm+1)
€im = 0oy X 5
I 427 -1)(2j+3)

(Sxx + 2i8xy

{(e, 7 ie, ) 2m = 1)(2mA + 3) = E(e,, 2 ie, )[j(j + 1) = 3(m = 1)°]},

XZ —

g,,)(4mA ¥ 3) - E(2e, - &,, - €,))(2m £ 3)

2= \[2 = (m= DG+ 1)* = (m= 1)?]| -

+ oy

IR

8(2j-1)(2j+3) ’

0,+3 _ — '—‘II(sz + 182 ) []2

Gim =T 42— 1)(2j+3)

a0 bu(2j+15+1) — 3 3
=\ (2j+ 1 x1)"—4m”,
ej,l’l’l + 8(2]+1) \/( .] ) m

—m=D)-m=2)2 G Fm(xtm+3),
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VGTEm)(Fm—1)
4(2j+1)

—1l _
ej,m+ =&

111_ VGEm+D)(j+m+2)
G =SS (04 1)

—1,%2 _ gllqu /[]2

+ 1) Fm=-2)(j
G = a2+ —(m=1)7](G F m=-2)(j + m),

—
1,£2 Eﬂuz:‘
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[(2u,— i)+ 1 F 2Am) + (Fu, - iu))E(j+ 1 £m)],

[(£u, = iu,)(j = 2Am) + (Fu, — iu,) E(j + m)],

=— = [+ 1= (m= 1)?](j£m+3)(jxm+1),

m =T 40+ 1)

VG +1£1)2=m2][(j = 1)?=m?]
8(2jx1)(2j+2=1)

e = + 0

2.+l _ \/(jz—mz)(jlm—l)(jim—Z)
T 2472 -1)

[(2e,,— & — £y + Bl — &y,

{(sz +ie,)(j+ 1+ ml) -

N(2j+1F1) = 4Eis, m],

Eley xisy)(jxm+ 1)} ,

W

/[(j+1)2—m2](jim+2)(jim+3)[ 3 ]
2+l - 4+ o\ = + _ _:1 + T

Cim = = 202j+1)(2j+3) (8 ¥ i2,)) £ mA) = Bl 2 o)) ¥ m)
240 y/(jim)(jlm—l)(jlm—Z)(jIm—?))

m =01

8(4>~ 1)

X[(ex F 2ie,, —£,)(j+ 1 F 2mA) + E(28,, — &,y

&)+ 1xm)],

I ; ; ;
. [Gxm+1)(xm+2)(jxm+3)(jxm+4) . o

ehz:_gﬂ\ 8(2j + 1)(2) +m3) : [(en F 2igyy — &) (j £ 2mA) + EQ2e,. — £ — £,))(j ¥ m)],

2 = _%ﬁ P=m= )2 GEmGTm=2Gsm=-3)( Fm-4),

et = iMV/[(j+l)2—(miI)Z]Uim+l)(jim+3)(jim+4)(jim+5),

Jom 8(2j+1)(2j+3)

where u,, u,, and u, are the components of the unit vector
u=pu/|pu| directed along the dipole moment of molecule,
&y=pEy/ (kT), and oy=Eg/ (kT).

The initial condition vectors C,(0) can also be calculated
via matrix continued fractions as well. In the equilibrium
states I and II, one can write

QanN 1 + QnRN+ Q+RnN+1 - 0’

where
(D _n
N )
Ion-1 (DY _js 1IN
:(1), er:’:( rgl ), r?l: E]+
(D) )y

The solution of the above equation is given by

RY=SYO)RY , = H SY(0),
=1

where Siv (0)=AkN (0)Q;. Noting that the components c; ,,(0)
of the initial condition column vectors C,(0) are

] m(O) <D6 m>I < >H’
the C,(0) are given by

C,(0) =R -RY.
In particular, for n=1 we have Cl(O):SII(O)—SIlI(O).

APPENDIX B: EXPLICIT SOLUTIONS FOR THE DECAY
TRANSIENTS (D} ,)(#) AND (D3 (1)

Noting that (D{')’m)HZO and cj,m(t):(D{)’th), the solu-
tion of the first-order differential equations (19) and (20) are
given by
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(DY (1) = (D} N(0)e ™, (B1)

(DY .)(0) = 31D, (0) + (DY _)(0)]e™""1 £ 5[(D} )(0)

—(Dy_)(0)]e™"™, (B2)
(Dj >() IVER. A
(Di (1) = 2= (e 1 e /-2)—m
2 H\% 2
X <D0,0>(0) _[<D 2>(0)+<D0,_2>(0)]
X(e—t/fg _ e_t/%z)’ (B3)

(DZL)(1) = 21D )(0) +(D3_)(0)]e™"™ = L[(D )(0)
—(DZ_)(0)]e?, (B4)
+ LUD2)(0) = (D} _)(0)]e™"

+ 1UDE)0) +(D_)(O) ] +e'72)

(Dg o)1) =

A 2 2
+ ————=| (Dy _,)(0) + (D 0
2\'m{< 020+ D0)()

=6

=10 <Do 0>(0):| (B e), (B5)

where the characteristic relaxation times 7/, are defined as

[ B B6
0= D> Tel 1+A+E/R2 (B6)
2= A=—D
07 344A" FT34A£3E0

(B7)
7= D
+2 =

342A+4A2 4+ 352

Equations (B6) and (B7) for the relaxation times 7/, coincide
; . 377814
with the known results for free asymmetric tops.
The amplitudes a/, in Eqs. (26) and (27) are given by

ag=pADy)(0),

E? 2 ' 2 2 1
Aalf) = ﬁ{ axz(sﬂ_'_ M;;Lz>e—z/r_l + aﬂ( . M];;LZ)E_”TI +ay, (8 " Mx:"“z) 17y 4 g[(axx

(g — @, )(2A6 +3E6%) + (Bar,, - Tr &)(E5

J. Chem. Phys. 126, 174903 (2007)

_
ail = E(l:j )[<D(l),—1>(0) + <D(1),1>(0)],
V6
ag =i~ [(D] )(0) (D3 )(0)],
3
@ = ‘26(’ ”)RDO D(0) £ (D )(0)].
, _ N6
a2y = (= a1 = HUD _2)(0) +(D,)0)]

+ gDy N0)} = (3. — Tr &)

X{g[{D5 2)(0) + (D5 )(0)] £ 2(1 F f)D )(0)},
with f=24/4A2+3E2 and g=\6Z/\4A2+3E2 The initial
condition values (D,,)(0) can be evaluated as

04,00 = 04 yi=7" [ Dh (e a0

In lthe low field limit, E;— 0, the initial condition values
(D},,)(0) can be calculated analytically, viz.,

E _ Efpxipy)
DL y0)= —L , DL 0 LL’
( 0,0>( ) 3kT'uZ ( 0, 1>( )= 3y2kT

(D} )(0) = 3OZT(38 _Trs +2P«k#§>
2 _ B B, £ ipsy)
DY) = 7 s\%kr[% s o+ T] |
2 i . (% ip)?
(Dj 22(0) = m[sm — gy ki, + T}

Thus our decay transient solutions for P,(r) and Aa(z), Egs.
(26) and (27), reduce to the known results,>'*?° viz.,

PZ( —f/Tl +1U' e—l/T 1+M e—t/TO)

3kT

and

T a,)6 + (3a,—Tr @)d']

X (e—t/é + e_t/7%2)

where 6‘=sxx—syy+(,u)2(—,u,§)/(kT) and &'=e_—Tr(/3)

+(2u2 - s — py)/ (3KT).

For isotropic rotational diffusion [when A=E=0, Eq.

8 \r’4A2 +352

-2A 6+) (e_t/é _ e—zlfzz)} ,

(11)] of symmetric tops with &,,=¢&,,#&_,, £,;=0, i #j, and
=y, F a,, a;=0, i+ j, the above equatlons for P,(r) and

Aa(t) are s1mp11ﬁed to
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NoEv, 5 5 oy
Py(t) = T (p + ey + p)e™™,

— . )E?
Aa(r) = —(%15:;) e — e+

2 2 2
pe = (g + py)/2 v
kT
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