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Starting from the stochastic Liouville equation of the full Haken-Strobl model, describing the coupled
coherent and incoherent motion of excitons in molecular crystals, the Nakajima-Zwanzig generalized master
equation (GME) for the probability of finding an exciton at a specific lattice site is derived by an exact
straightforward evaluation of its memory function. Various recently derived generalized master equations
describing the exciton motion are obtained as limiting cases and the Born approximation is discussed. It is
shown that, even in the case of nearest-neighbor interaction in the stochastic Liouville equation, in the
GME generalized time-dependent transition rates evolve between non-nearest neighbors and that their time
behavior shows damped oscillations. Applying the Born approximation to the GME, the range of the
generalized transition rates reduces to that of the interaction in the stochastic Liouville equation.
Furthermore in this approximation the transition rates show a purely exponential decay with increasing
time. Taking into account the interaction with an arbitrary number of neighbors, the mean square
displacement of the exciton motion is calculated exactly from the GME. Finally the GME is solved exactly
in the general case and several limiting expressions are discussed.

I. INTRODUCTION, STOCHASTIC LIOUVILLE EQUATION,
NAKAJIMA-ZWANZIG FORMALISM

The problem of the coupled coherent and inco-
herent motion of electronic excitations in molecu-
lar aggregates has attracted a lot of experimental
and theoretical interest! in recent years. Theo-
retical models for the description of exciton mo-
tion have been developed mainly along three lines.
In the Haken-Strobl model® * of the coupled coher-
ent and incoherent motion of excitons the elec-
tronic degrees of freedom are treated quantum
mechanically, whereas the influence of the phon-
ons is taken into account in a stochastic manner.
From this model a stochastic Liouville equation
has been derived, which has been applied to a var-
iety of experimental situations such as diffusion
of excitons, optical absorption®:°~*? in molecular
aggregates, ESR!®'3-!% and NMR,!*:1%:!7 but also
to the description of conductivity'®:!° in organic
crystals and of the motion of chemisorbed atoms®
on a surface. In the second approach to the prob-
lem of exciton motion the electronic degrees of
freedom as well as those of the phonons are treat-
ed quantum mechanically. In such a treatment
the phonons may either be considered as a heat
bath for the excitons®'?? or their influence may be
taken into account by a canonical transforma-
tion.®-%# In the third method®*-%° the evolution in
time of the probability of finding an exciton at a
particular lattice site is calculated from a Mark-
offian master equation.®*~% As a generalization of
this procedure, Kenkre and Knox**3% have recently
used the non-Markoffian generalized master equa-
tion (GME) of Nakajima®® and Zwanzig®” for the

3,5~-8

calculation of the time dependence of the excitonic
occupation probability. In contrast to the ordinary
master equation, the GME with its non-Markoffian
memory function allows one to take care of the
coupled coherent and incoherent nature of the ex-
citon motion. Kenkre and Knox have evaluated
the kernel of the GME only in lowest (Born) ap-
proximation and by this procedure the memory
function could be determined from optical absorp-
tion and emission spectra.3®

The relations between the three methods is an
interesting problem which merits thorough inves-
tigation. Kenkre has treated this question by con-
sidering the mean-square displacement calculated
in the various models,?*3%% and by determining the
memory function of the GME from exact solutions
of the Schrodinger equation in the case of the com-
pletely coherent exciton motion.** Furthermore,
he has also determined the memory functions of
the GME from the solution® of the exact stochastic
Liouville equation according to Haken, Reineker,
and Strobl (HRS)? %% for a molecular pair®® and
from the solution of a simplified version®? of that
equation for a linear chain of molecules.** The
calculation of the memory function of the GME
starting from a microscopic description of the ex-
citon phonon interaction has been carried through
by Kenkre and Rahman* and by Smith*® within the
Born approximation, Starting from the same mi-
croscopic picture, Sokolov and Hizhnyakov*® have
succeeded in obtaining an approximate expression
for the memory function; in this calculation no
use has been made of the Born approximation. A
numerical evaluation of the memory function for
the purely coherent exciton motion in one, two,
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and three dimensions has been carried through by
Subrta.®” Finally, using a method*® developed re-
cently, which allows the elimination of the pro-
jection operator form the kernel of the Nakajima-
Zwanzig GME, an exact analytical expression®®
for the memory function of the GME, describing
the coherent motion of excitons on an infinite lin-
ear chain, was derived for the first time in a
straightforward manner.

Inthis paper we shall show how our straightforward
method allows an exactderivation of the GME for the
probability of finding an exciton ata specific lattice
site, starting from the stochastic Liouville equation
for the density operator of the coupled coherentand in-
coherent exciton motion corresponding to the full
Haken-Strobl model. To that end in the remainder
of this section the Liouville equation of the Haken-
Strobl model is represented and the Nakajima-
Zwanzig formalism is summarized. In Sec. II the
kernel of the GME is calculated, and in Sec. III
we represent explicitly the GME together with
computer plots of its memory function. In Sec.

IV it is shown how from our general equation re-
cent results obtained independently by Kenkre and
by us drop out as limiting cases. Starting from the
GME, in Sec. V we derive the mean-square dis-
placement for the coupled coherent and incoherent
motion, taking into account the interaction with an
arbitrary number of neighbors. The exact solu-
tion of the GME is represented in Sec. VI and
several limiting cases are discussed.

The coupled coherent and incoherent exciton
motion is described within the Haken-Strobl mod-
el,>~* whose Hamiltonian consists of two parts
H,and H,(!). The time-independent part H, de-
scribes the coherent motion of the exciton and is
given by

H0=Z€b:bn+zz Hn—n'bzbn" (11)
n n#*n’

b! and b, are creation and annihilation operators
for a localized electron hole pair at site n; € is
the excitation energy of such a pair and H,_,-

the interaction matrix element between sites » and
n’, which is responsible for the coherent exciton
transport. The phase of this coherent, wavelike
motion of the excitation energy is disturbed by
the phonons. In the Haken-Strobl model the in-
fluence of the phonons is treated stochastically,
giving riseto a random modulation of the excita-
tion energy and of the interaction matrix ele-
ments. These fluctuations are represented by the
time dependent part H,(¢) of the Hamiltonian:

Hy()= 2 Hog@b15, 4 25 2 P (01D, 1.2)

Mathematically the 4,,(t) are described as 5-cor-

related Gaussian processes with disappearing mean
value and with correlation functions given by

(hm,:(t)h,,,n(t'))=2‘y|"_,.:|6(t—t') 5 (1.3)
G ey () = 27, B = 1) (1.4)

for n#n’. For n=n' the correlations function is
given by

PO () =2y B (= 1) . (1.5)

Yin-nt1 @and 7,_ . describe the strength of the fluc-
tuations. From the total Hamiltonian H =H ,+H ,(¢)
after averaging over the fluctuations we arrive
at the following stochastic Liouville equation (for
details see Sec. IIA and Appendix A of Ref. 50):

p(t)=Tp(®). (1.6)

Here we have introduced a modified density opera-
tor p via

p)=e 2Tp(t), 1.7)
where
r= Z Ve (1.8)

The Liouville operator L is given by [see Eq. (A.19)
of Ref. 50]

Eﬁ<t>=-§ Hy[b],,5(0)]

+2 Z E Z Gisnr + Vprambiby BE)
R RTOR”

be"bk&"-k" (1.9)
(1.10)

The three parts L,, L,, and L, contain the param-
eters i,, 7,and 7,, respectively. b} and b, are
creation and annihilation operators for excitons
with wave vector k:

1 ~ikn
b,,‘—‘—ﬁz e~ t® b, .

L=L,+L,+L,.

(1.11)

f,, 7, and 7%, are the Fourier transforms of H,,
Y11, and 7,, respectively, and given by [see (2.12)-
(2.15) of Ref. 50]

}-Ikr'ZHme-‘km, (1.12)

- 1

n=ﬁz Yme ™", (1.13)
m

= _1 —  —ikm

'y,,=ﬁ2‘/,,,e tkm (1.14)
m

We are not interested in the whole information
contained in the modified density operator p, but
only in that part describing the probability of find-
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ing the exciton at a lattice site n. This informa-
tion is obtained from p by the application of a pro-
jection operator ® (Refs. 36,37) projecting out the
diagonal part p,, of p and is given explicitly in
(2.12). The equation of motion for ®p is [details
are given in (2.16)-(2.22) of Ref. 50]

—d%@ﬁ(f)w'imﬁ(t) + fot arK(t)ept-t).
(1.15)
The kernel K(¢) in this expression is defined by
K(t)=®Lexp[(1 -@)Lt](1 -P)Le. (1.16)

In writing (1.15) we have used that an inhomogen-
eous term in this equation disappears®-** (for de-
tails see Appendix C of Ref. 50).

II. CALCULATION OF THE KERNEL K(#)
A. Transformation of the kernel

In this section the kernel K(¢) will be calculated.
To that end K(¢) of (1.16) will first be expressed
by its Laplace transform. After a little algebra
K(t) may be written in the following way [see (3.1)
of Ref. 50]

1 CHo g ( 2z
K(t)—m J;_,'w dz e®*®L W—l)(?'

2.1)

The path of integration has to be chosen parallel to

the imaginary axis of the z plane in such a way that

all singularities are situated to its left. For z—

the Laplace transform disappears, and therefore

the path of integration may be closed by a semi-

circle in the left half-plane. Denoting this closed
path by C, from (3.1) we arrive at®®

-1 etoff— 2 )
K= fc dze (PL(Z e -Ye @2
Using the identity
1 1 1 - 1

z-L+¢L z-L RIPTEY ALy v A 2.3)
we obtain
1 — z 2
— _¢)- — _1)¢.
@’z—L )(‘PLz—(l—@)L“) “’(z—L )‘P
(2.4)

Dividing by the inverse of the first factor, the
kernel K(¢) of (2.2) may then be written as [de-
tails are given in (3.5)—(3.9) of Ref. 50]

K(t)=2j;r—i fc dz e® [z - (@;f—z—@)_l-ﬂ]@.

(2.5)

On account of the closed path of integration, the
first and third terms in (2.5) disappear and we get

K(t)= -—2—17r7 fc dz e® (z?zljcp)d@. (2.6)

The projection operator used in the following is
of the form (R is an arbitrary operator)
PR=A(B,Q)=A Tr(B'Q), 2.7

where the scalar product is defined by the second
equality and where on account of ®*=¢ the opera-
tors A and B have to satisfy (B,A)=1. We insert
this form of the projection operator into (2.4) and
obtain

A(B, . _{L A) (B,_I:z—_(%WA>(B,...)
=A(B,(;—i—z--1)A) (B,...). 2.8)

Dividing by (B, (z - L)A) we get

A(B,Z;—_—ﬁfﬂ)(&...)

] 1\

=zA(B,...) - (B, pwy 5 A) A(B,...). (.9)
From the comparison with (2.4), and after dividing
by (® (z -L)*¢®), we obtain

(‘Pz - (P>_16’. .= (B,—;%;—A)_IA(B,...).

L
Equation (2.10) shows that the problem of the cal-
culation of the kernel of the GME has been re-
duced to that of the determination of a Green’s
function.

(2.10)

B. Definition of the projection operator

Instead of the stochastic Liouville Eq. (1.6) for
the total density operator p we wish to obtain a
GME (1.15), which describes the time evolution
of that part of the density operator p, which is
diagonal in the site representation. In the follow-
ing we shall define a projection operator @, which
projects out this part of the density operator (more
exactly its Fourier transform). The diagonal ma-
trix elements of the density operator in the site
representation are expressed in the following way
by its Fourier transforms:

p’l’l:E.eiK"ﬁK b
K

where 5, =7, P, »_- The projection operator pro-
jecting out this component of the density operator
is given by

®Q=1/N)n, (n,2)=1/N)n, Tr)Q).

(2.11)

(2.12)
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Here the operators », are defined by

"= }; P (2.13)

where n,, = |k)(k — k| and ( | and | ) denote Dirac’s
bra and ket vectors. From these definitions we
immediately derive

(2.14)

With this result we easily prove the fundamental
property of projection operators #X2 = 2. Using
this projection operator in (2.10) we have with
A=(1/N)n, and B=n,

1 -t 1 1 1 -1
((PK';'_T(PK) :Pﬁ:wnx(nk,ﬁwnx) (s .. .).

(2.15)

(nklm nkzk') = chlkz kK’ ¢

C. Calculation of (n,(,—l_—- ln,)
z-L N
The kernel (2.6) is mainly determined by the ma-
trix element in (2.15). Using the definition (2.13)

we have
)=— E Z( Meyes 5 nkzﬁ()

( 1
N, ——=
z-
(2.16)

The decomposition of the Liouville operator L
=L,+L,+L, introduced in (2.10) allows us to write
the following identity"

Using (2.17) and
Llnko.K = _i(i;lko —I-{”o"‘)nko-K , (2.18)
L™ 2 20 Fasngrcns (2.19)
Lty =27 2, (2.20)

[see also (B.7)-(B.9) of Ref. 50] we obtain the fol-
lowing equation for the matrix elements in (2.16):

2 (6 S 7S/ U Y )

2\ = @, e ) 2+ ils e )
1 . 1

2 L "= Z+i(f-1k _flk-K) .

[For details of the calculation see Egs. (3.32)—
(3.35) and Appendix B of Ref. 50.] Equation (2.21)
represents an inhomogeneous set of algebraic
equations for the matrix elements of interest. The
equations for different matrix elements are cou-
pled via ¥,»,,_,. Inserting (1.14), using the trans-
formation k~ k+%k, k"~ k" + 3« and applying
(1/N)2, e**", we have from (2.21)

X (1, (2.21)

f,- 2 27, (0 =06, )L, fpr==I,. (2.22)
Here the abbreviations

fa= ——Z e""'( My lk +5K)(k = 2:cl) (2.23)
and

DML +i<fzm/12-ﬁ,,-x/g .24

have been introduced. [Details are given in (3.36)-
(3.40) of Ref. 50.] For the calculation of the kernel
of the GME we only need

_ 1 1
o=\t TTT N
In order to obtain explicit results, we consider

nearest-neighbor interaction. In this case (2.22)
gives

(2.25)

(A =291_)f =29 NI_,fo=2Y I, f,=-I_,, (2.26a)
=29 0_ f ,+(1 =29 NI)fo—-2y_JI.fi==1,, (2.26b)
=2y Iof_ =27 NI, fo+ (1 =27_[I)f,=~I,. (2.26¢)

For an infinite chain of molecules and nearest-
neighbor interaction (2.24) transforms to

tkn

n" f dkz—z‘]H | sink sinz«

Evaluation of this integral in the complex plane
results in

1 [z-(@2+a)"?"
I= ——%—L(Z 7 g2z n=0

a

(2.27)

(2.28)

with I_ = (-1)"I, and a,= 4H ,sinjk. Assuming still
¥,=¥.,, from the solution of (2.26) we obtain

1 1 1_n)-1
fk,z) U0 z—L N«

_ (@%+a%)Y%-z
S-IrN+zeqg +(47,/ad(z%+a2)V % 2]
(2.29)
With (2.6), (2.15), and (2.29) the kernel of the
GME may be written in the following way:

K@®)2-= nn,Q)  (2.30)

1 ot
2 fcd“ fo(x )N x

(R again being an arbitrary operator), and the re-
tarded term in (1.15) becomes

t
f At K@) Bl -1)
V]
t
= l.fdt’fdze“'
2mi J,

1
fo(K9 ) N KpK
where use has been made of (D5) of Ref. 50.

t-v), (2.31)
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III. GENERALIZED MASTER EQUATION FOR THE
COUPLED COHERENT AND INCOHERENT
MOTION OF EXCITONS

In order to obtain explicit results for the mem-
ory function of the GME, in this section its kernel
is represented in a form which easily allows
computer evaluation. The first (nonretarded)
term of (1.15) may immediately be evaluated with
the help of Eqs. (4.1), (4.2), and (D.3) of Ref. 50:

®Lep(t)=n,27.p = 2N7,8,p(t) . (3.1)

In arriving at (3.1) use has been made of (2.18)-
(2.20) and of 33, H, =Y, H,_,. With (2.31), (3.1),
and dropping now the operator n, occurring in each
term, from (1.15) we arrive

d - -~
'Et_p,((t) = 2N7x Pk (t)

1 gt — 5 _p
e dtfc T =t 3.2

Using (1.7), this equation is obtained in a form
which will be the starting point for the calculation
of the mean-square displacement of the coupled
coherent and incoherent exciton motion in Sec.
Iv:

%5&(1) = —2(I" _N‘;K)ﬁx (t)

t
+—1—-f dt’f dz el#-2D)¥
2m J, c

1 .
Xm)—p,((t -t (3.3)

Transforming now to the site representation, this
equation reads:

‘&%p"(t) ==2Ip,(?) +; 2Yp_n'Ppr(t) +; J: dt’ fc—% exp[(z - Zr)t’)]% ZK: explik(n -n')]

X [2N)7K -z

where (1.13) and (2.11) with p,,(t) =p,(t) have been
used. As described in Sec. ITA the path of integra-
tion C in the z plane runs parallel to the imaginary
axis and is closed in the left half-plane including
all singularities of the integrand. On account of
the analyticity with respect to z the contributions
of the first and second terms in the integrand dis-
appear and we obtain:

d
7 Pa8)==2Tp,(0) +>":f 2V Py (8)

t
+Zf°dt'e'2" K, .t )p,(t=t). (3.5

For a linear chain of molecules of infinite length
we have,

Kyer®= [ "5 expli(n -n) K. 1), (3.6)

where

> - #d_z__ zt alzc

K= ./c om © (z2+ad)V2+z +4y,
For the evaluation of the integral in the z plane
we introduce a new variable

=la, "'z + 2+a2)" 7], (3.8)

(3.7

(22+a,f)1/2-z
1+(47,/ad)[(z?+a®" 2 -2

]]p",u_m, (3.4)

and from (3.7) we get

(t)———‘Lf onr Pl (3la,lte -1/w)]

1+1/w?

w+471/ aK' ’ (3.9)

where the path of integration C’ is closed in the

w plane, encircles the origin in the positive sense
and includes all singularities. The exponential

in (3.9) is the generating function of the Bessel
functions of integer order.*” Inserting this expan-
sion into (3.9) and interchanging summation and
integration, we arrive at [see also Eq. (4.12) of
Ref. 50]

£ (0= =195 5 15 o, 10+7,,.000,10)]

n= -
dw w"

o 2m w+4y,/la] (3.10)

The evaluation of the integral gives

fﬁi w” _{(=47,/la))", n=0
cr 2mi w+471/laK| 0. n<o
, .

Using functional relations for Bessel functions®”
the Fourier transform K, (¢f) (3.10) of the kernel
becomes

(3.11)
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(3.12)

K ()= '—“—‘l—): 7 (la, lt)( ]——1-) .

Expanding the Bessel functions into a power ser-
ies® and introducing dimensionless variables
T=2H,t, V=Y/H, (3.13)

from (3.12) we have [see also Eqs. (4.15) and (4.17)
of Ref. 50]

12; (1) =I€K(2‘; ) = -84 2 gin®— Z n(=yr)""!

n=1

-1 21
xz:(l)-r sin 2K

k=0 Bln+k) (3.14)
With the help of
' (n —1)1k!
n=1_k_ ML ™ 1)
j; du(l —u)" " = T (3.15)

K. (1) =K"'(ET;)

< —ar? [ drxl1 =570 - ] expl (1 2]

where x%=u has been introduced as a new variable.
Using the following relation between Bessel func-
tions,®”

T = [

we finally get the previously reported result®®

e'*"J, (2t' sinzk) , (3.20)

K (1)= 411!';"/‘1 dxx[1 =y7(1 =x?)] exp[-¥7(1 = x3)]

X[J2,,(12) +J2_,(1%) = 27%(1x)], (3.21)
In Fig. 1(a) we have pictured
K, (r)=K'(1)/4H% m=1,...,10, (3.22)

as a function of 7 for ¥y=%,/H,=0, i.e., for the
completely coherent case. For 7=0 only K,(1),
describing transitions between nearest neighbors,
is different from zero. The other K,’s, describing
transitions between neighbors a larger distance
apart, are zero at the initial time. With increas-
ing time all transition rates show oscillations with
decreasing amplitude. This case of ¥, =0 has also
been discussed by Kenkre,* who especially stress-
es that long distance generalized transfer rates
evolve despite the fact that the Liouville equation
contains only nearest-neighbor matrix elements.

SOLUTION OF THE... 2453

expression (3.14) may be written in the following
way:

> - 2 X ("_777)"—1
K (1) = -8H? sin® f du" LT
x (1 ST SIS (3.16)

The summation of the two series in (3.16) may be
carried through explicitly:

rianlasm - 5 SN
k=0 1%l
a_ 3 _n__ -
1+a)e*= ;1 Py a™t, (3.18)

The kernel of the GME in the site representation
is given by (3.6) and we thus arrive at

g—::( 2™ = gl _ p-ixm-D )y (97x sintk), (3.19)

r

These nonlocal generalized transfer rates obvious-
ly have their origin in the elimination of the non-
diagonal part of the density operator, which de-
scribes phase relations between different lattice
sites. These phase relations are naturally most
important in the case of the coherent, wavelike
motion of the exciton. In Figs. 1(b) and 1(c) the
same quantities are represented for ¥=0.5 and
y=2.0. The essential points are that the initial
amplitude of K,(1) now drops more rapidly and

that the oscillations decrease rather rapidly as
well with increasing time as with increasing values
of m. In Fig. 2 the time behavior of K ,(7) is shown
for various values of ¥; the curves numbered from
1 to 10 correspond to ¥ values of 0, 0.1, 0.5, 1, 2,
5, 10, 20, 50, and 100. This figure shows very
distinctly the rapid decay of K, () with increasing
time, when ¥ increases.

In the case of single crystals of anthracene we
have ¥=0.01,...,0.1 even at room temperature.®
Therefore the real situation is described approxi-
mately by Fig. 1(a). However, it is very import-
ant to remember that on account of (1.7) the kernel
of the GME, i.e., the memory function, is given
by e~2T¢K,(t). In this expression I'=y,+2y, is
strongly temperature dependent® and at room tem-
perature because of ¥,>y, much larger than
v,~%,. For this reason, at room temperature the
total memory function decays rapidly.
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FIG. 1. Generalized transition rates K,,(7) according
to (3.22) form=1, ..., 10 and ¥ =0.0 (a), 7 =0.5 (b),
and ¥ =2.0 (c).

FIG. 2. Generalized transition rates K;(7) according
to (3.22). The numbering of 1, ..., 10 of the curves
corresponds to ¥ =0, 0.1, 0.5, 1, 2, 5, 10, 20, 50,
and 100.

IV. INVESTIGATION OF LIMITING CASES

Starting from expressions (3.5) and (3.21) for
the GME, in this section the limiting cases of
the purely incoherent, the purely coherent, and the
quasi-incoherent exciton motion are considered.
Furthermore, we specialize our result to the case
¥,=0 and derive the Born approximation of the
GME. It is shown that the generalized master equa-
tions obtained recently for a part of these situations
by Kenkre-* and by Kuhne and Reineker”-4°:%°
are included as special cases in the GME of this
paper.

A. Purely incoherent exciton motion
In this case H,_,»=0. From (3.21) it is seen that
K'(1)=0. (3.5) is then given by
Balt) = =2Tp,(8) + 2 2y, pr() - (4.1)
nl

With the definition of I" from (1.8), the GME re-
duces to an ordinary master equation with hopping
rates 2y,_,. between molecules a distance n —n’
apart:

F.)n(t)': Z 2yn—n’[pn’(t) _pn(t)]' (42)

n'(=n
This equation is identical with the incoherent limit
of the stochastic Liouville equation of HRS.?"*"7

B. Purely coherent exciton motion

In the limit of ¥,_,,=%,_,» = I'=0 the kernel (3.21)
of the GME becomes (tx=x')

2 T
K, (1) =%" ,/; dx'x' T2, (") +J 5, (")
- 272(x')]. (4.3)

Using a series representation for products of Bes-
sel functions®” from (4.3) we arrive at

K'.(7) =ﬁ7i L. (4.4)

[Details of the calculation are given in (5.3)~(5.7)
of Ref. 50.] In complete coincidence with Ref. 49
we obtain for the GME

Lo0-Z [ (3L )
X (t=1). (4.5)

It may be shown that the memory function of
Kenkre*? may also be written in this form.

C. Quasi-incoherent exciton motion

Using (3.21), the last term of the GME (4.5) is
written
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t
A ®= [ at e K, (), = 1)
o

t 1
= f dt' e~2Tt '4Hff dxx[1 =27t (1 =x®)]exp[-27,t' 1 - x?)]
0 0

X [Jrzl-n'ﬂ(ZHlt’x) +J,2,_",_1(2H1t’x) - zj:-n

In the quasi-incoherent case I'>>H,, and
exp(-2r't’) decays rapidly with time as compared
to the changes of the Bessel functions. Therefore
the main contribution of the ¢ integral stems from
t'=0. For this reason we evaluate the Bessel
functions and p,. at ¢ =0 and let the upper limit of
the ¢’ integral approach infinity. The evaluation of
the integral and of the Bessel function results in
[see also Eq. (5.11) of Ref. 50]

Ann'(t) = (an-n'+1.0+ 6n—n'-l 07 26n-n',0)
X p, @)HY/ (T +7,)]. (4.7)

Taking into account nearest-neighbor interaction
also in the incoherent terms, the GME (3.5) be-
comes

Lo 0= (27t B (C+7)) pa+pa = 20) . (4.8

The comparison with (5.2) shows that in this case
the influence of the coherent interaction merely
leads to a modification of the incoherent hopping
rate37:8,

D. Case of 7=0

Using =0 in (3.21), we see that K/,(7) reduces
to the expression (4.3) of the purely coherent ex-
citon motion. (However, now I'+0.) Using (4.4)
and (3.13), from (3.5) we obtain

dt

Up to this point the calculations are exact. The
Born approximation now consists in neglecting the
term (1 -®,)L, in the exponent, stemming from the
coherent interaction.

We now use the explicit form (2.12) of the pro-
jection operator and drop the factor n,, common
to all terms:

d -

t
IR +N-‘f° at' (n, L, e* 29 L n.)

Xp (t=1). (4.11)

J(2H  t'x)]p, (E =) . (4.6)

ditp,,(t) ==2Tp,(t) +Z; 2Ypep P (8)

¢
+Zf dt'e'zn'(-'l—iJj_,,:(?Hlt’))
n' 0

t'dt’
Xp,(E—t). (4.9)

This result has been achieved recently by Kenkre.*?
As compared to the completely coherent case of
Sec. IVB, all memory functions are multiplied by
the same damping factor exp(—2r't’).

E. Derivation of the GME in the Born
approximation

The derivation of the GME in the Born approxi-
mation is instructive, because this approximation
has been used by Kenkre and Knox* in order to
determine the kernel of the generalized master
equation from optical spectra, generalizing in this
way the Markoffian result of Forster,?® and be-
cause Silbey! and Kenkre* have commented on its
inapplicability for the case of highly coherent mo-
tion.

For the application of this approximation it is
convenient to start from (1.15) and (1.16).%° In the
following calculations we again use (1.10) and @
=@, from (2.12). The first (nonretarded) term is
given in (3.1). After some algebra [for details see
(5.15)=(5.19) and Appendices B and D of Ref. 50]
we get

t
i<1’K15(t)=ZN&K<1>K5(t)+f dt'®, Lyexp{[(1 ~®)L,+L,+ L, )t'}L®p(t-t'). (4.10)
V]

[
The scalar product in (4.11) may be written as fol-
lows:

S=(n,,L,é*2 %) L n,)
== Z Z (}}k _I_Ik-x) (I-lk' —I_ik'-x)
® R

X (n,, ,K,e"’z"nk,(). (4.12)

Here we have used >, (A, -H,_)=0.
Transforming to the site representation, with the
help of (1.12), (1.13), and (2.11) we have
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Ti-t—p,,(t) Z 2Ypn rp,,'(t)+4z ZEZ N-2 f dt' explik(n —m")H H,+ sinkm’ sinkxm

mmm

’ -1 ’ ’ -
xz:z'et(nlz)mei(l(/z)m e ik'm e ikm(nklme
kR

We denote the last line by A, _,, and from the
differential equation for this expression we get
[details are given in (5.26)—(5.29) of Ref. 50]

A ()= eTnt —Be=2Tnt (4.14)

m ,-m

With & =3N (0, m+ O o) ANd B=EN (B s =)
Inserting now (4 14) into (4.13), evaluatmg the
Kronecker symbols and using once more the in-
version symmetry, i.e., H,=H_,, with the help

of (1.7) we finally get
%—pn(t) = Z 27m[pn+m(t) —p"(t)]

t
£ f at’ 2HZ exp[-2(T +7,)t']
m o

X[ ppm(t =) =put =t')].  (4.15)

The comparison of this result with the exact
evaluation in Sec. III and with the purely coherent
motion discussed in Sec. IVB and in Refs. 41 and
49 reveals differences in two points: first, in the
case of nearest-neighbor interaction, H,,

H,(5,,+5, ), the kernel of (4.15) gives inter-
action only between nearest neighbors, whereas
in the two other cases mentioned above an interac-
tion also between non-nearest neighbors exists.
This point has also been stressed by Kenkre.*
Second, in the exact evaluation and in the limit of
the purely coherent motion, the kernels show an
oscillatory behavior in time, whereas the kernel
in (4.15) decays exponentially. The Markoffian
limit, i.e., the quasi-incoherent motion, is ob-

_3_62’2 =_21‘|_2L+21V'( )5K+4N(ﬁL><_a_BL

8% ;)
) my‘(akz

at dk oK oK

— exp[(z - 2I")¢']

Sl

x [-[—f-(f—z)]— (f;fo(x,w) Belt=t) -1

\ 3p, (t=

Laty Vpn(t=1t). (4.13)

tained from (4.15), if the exponential decays so
rapidly that the essential contribution to the inte-
gral in (4.15) is obtained for # =0. Then p,, ,(t-1t')
—p,(t=1)=p,, »(t) =p,(#), and the upper limit in
the integral may be replaced by infinity. In this
way one arrives at the ordinary master equation
(4.8).

V. MEAN-SQUARE DISPLACEMENT OF THE
COUPLED COHERENT AND INCOHERENT
EXCITON MOTION

The calculation of the mean-square displacement
of the exciton motion may be executed, taking not
only into account the interaction with nearest, but
with an arbitrary number of neighbors, without
explicitly solving the equation of motion (3.3) for
p« () and (2.22) for f,(k,z).%° Using (2.11) we may
express the Fourier transform p, (f) by the diagon-
al elements p,(¢) of the density operator, repre-
senting the probability of finding the exciton at
time ¢ at site n:

- 1
Be= 20 € 0,(0). (5.1)
From this expression we immediately verify that

the mean-square displacement may be written in
the following manner:

(n?) = an,,(t)——N 2pK . (5.2)

Differentiating (3.3) twice with respect to «x, we
obtain

2
T folk,2)]? ( Jolk, } ak

In order to obtain the mean-square displacement,
this expression has to be evaluated for «=0.
From (1.13) and (1.8) and using the initial con-

fo("1 z)]? ( o Solks Z)>p,<(t—t’)
1 a2
e =) (5.9

)

ditions p,(t=0)=5,, it is obvious that the first and
the fourth terms on the right-hand side of (5.3) can-
cel and that the third term disappears. The re-
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maining terms in (5.3) have to be determined from of (k,z) ___ nH, z (5.4b)
Eq. (2.22) for f,(x,2). For k=0 we get after some -1’8 =0 z(2r=z) z +2y, )
i i . VI of Ref, 50).
calculations (for details see Sec ) azfo(x,z)l ) 1 am? P (5.40)
. o o™ G 2z 2t T O
i =l 5.4
/x(0,2) 2 —z ’ (5.42) Inserting these results into (5.3) we get
_1
3 9%,(t)
at  ak® .-,
=Ny m27m+f dr’ f 37 “-”"( @r-z)N"'- jO(K 2) | o+ (2T = z) p pK(t ~t') o). (5.5)
m 0 K=
r
The second term in the large parentheses in (5.5) mean-square displacement. In the case of nearest-
is analytic and gives no contribution when cal- neighbor interaction, besides the term linear in
culating the z integral. For the same reasons the t we have only a single exponential term. For in-
z integral over the second term in (5.4c) dis- teraction with an arbitrary number of neighbors,
appears, and we have this exponential term is replaced by a sum of ex-
2 8%, (1) ponentials with different amplitudes and decay
E_‘BQ‘—— rates. The prefactor of the term linear in ¢ is just
o Te=o the diffusion constant for excitons.?¢~% In diffusion
¢ - 61 X o
- _on-1 -l P experiment® only this combination of the model
N Z MY =N f dt’e parameters is measured and no information on y,,,
2mH Y.» I, and H,, separately can be obtained. There-
f ot © e’ Z 2+—2—m (5.6) fore, from diffusion experiments alone, we cannot
Ym decide whether I'<H , or I'>H,,, i.e., whether the
Integrating with respect to ¢ and ¢ and using the exciton motion is coherent or incoherent. The ad-
initial condition {(n?) |z=0: 0 we have [see also (6.11) ditional information necessary for answering this
of Ref. 50] question may, however, be derived® from optical

absorption experiments.®?

(n?) = Z <2ym+——+”):)t

+Z _2mHy e Lexp[ - (2T + 27, )t] -1}, (5.7) VL. SOLUTIONS OF THE MASTER EQUATION
(21 + 27,)?

. s . . . A. Gel luti i
This result coincides with that derived directly neral solution of the master equation

from the Liouville equation.® The comparison of In this subsection we present the solution of our
(5.7) with (3.21) shows that the detailed, oscillating GME (3.2). Various limiting cases will be con-
time structure stemming from the Bessel func- sidered in Secs. VIB-VID. Using (2.29), from
tions is completely lost, when considering the (3.2) we obtain
]
, ! - (z2+a%) 22 = ,
tpK(t) ZNprK(t) f dt f 9m7 ¢ (—ZN)/K +z + 5@, /a)Frad) 7= 7] p.(t=1t). (6.1)

The integral in the z plane of the first and second terms in the large parentheses disappears on account of
their analytic nature. The remaining integral may be reduced to a Laplace integral, because its contribu-
tion along the semicircle in the left half-plane at infinity vanishes. Using the convolution theorem, the
Laplace transform of (6.1) may easily be calculated and solving for 5, (z), we have®

= o0 pc(t=0)
pK(Z)—z —2Ny, +@2+aR) 2=z 1+ &y Ja e +a2) E-2] ° (6.2)

The time dependence of 5, is then given by its Laplace transform. The path of integration may naturally
again be closed by a semicircle in the left half-plane. In analogy to (3.8) we introduce a new variable (with
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a slight modification®) w =z + (22+a2)" 2, and z = +-a?/w) and arrive at

ww+4y,)

.0 [ o em[3(5-2)] (1)
PK(”‘fc, ami e"p[z (’”‘E Aty e v

The path of integration C’ is essentially the same
as described after (3.9). We expand the third fac-
tor into partial fractions and introduce A;(:=1, 2, 3)
by

A1=[_1@1+471)]/[@1‘E2)@1 ‘-Z;)a)] (6-4)

and cyclic permutation. The Ei’s are the zeros of
the denominator of (6.3). Using still the series
expansion of the exponential of (6.3), this equation
may be written as

- Go)m (=Lg2 p)
pe(t)= ZZZ( (m+k)!:!

i=1 m k
LG (—gag tf'ag )A
(m +2+Ek)k! i
dw_w
2771 w w

p(t=0). (6.5)

With the help of (3.11) we obtain

meUWZZZAWf

[(2 la, [£)?*(=1) . Gla, 18)2r2(=1) ]
(m+k)lk! (m +F + 2)1k!

(6.6)

and from this expression we immediately arrive
at

P (0)=p,(1=0) Z}:ZA (0,8

m

e P LTI

(6.7)
The following calculations may be carried through

in complete analogy to those leading to (3.19), and
using again (3.15), (3.17), and (3.18) we arrive at

P () =p,(t=0)

Ezl j;x dul (‘5; (u—1) exp[iw;t(1 - u)]>
XTo(Vaia, 11) . (6.8)

In the site representation and using (1.7), our final
result is

p,(t)= 2 exp(ikn — 2Tt)p, (¢ =0)

XZ=: J: duA, ('a%;(u - 1) exp[sw,t(1 —u)])
XJo(‘/_Jla,(m . 6.9)

4N7,) +w(a? - 16N7,7,) — 47,02 pu(t=0). (6.3)

B. Solution in the purely coherent case

In this limiting case ¥,=7, =0 and the zeros of
the denominator of (6.3) are given by w,=0, w,
=ila,|, andw = —ila,|. For the coefficients A,
we obtain A, = 0,A,=A,=%. From (6.8) we then get

B (=5, (t=0)
1 3 .
Xf du(g(u—l)cos[glaxlt(l—u)])

xJ,(Vulalt). (6.10)

In order to evaluate the u integral, the cosine and
Bessel functions are expanded into power series.
With these calculations we arrive at

p,.B)=p, (t=01(a.ld). (6.11)

In the site representation and for the initial con-
dition p,(0) = 5,,, we obtain from (2.11)

Pa(t) = Z e

For an infinite linear chain we finally arrive at
the well-known®® result

p, ()= JZ(2H 1) . (6.13)

-—Jo(la [£). (6.12)

C. Solution in the purely incoherent case

We now have Ia,( I =0 and the zeros of the denom-
inator of (6.3) become w,=0, w,= -4y, andw,
=4Ny,. The coefficients A; are simply A,=A,=0,
andA;=1. From (6.8) we have

B (B)=F, (t=0) eVt | (6.14)

and in the site representation and with nearest-
neighbor interaction

p(t)=e 21T (4y,t). (6.15)
I(4y,t) is a modified Bessel function.®
D. Solution in the quasi-incoherent case |a,|<< T’

In this case the coherent interaction matrix
elements are considered as a perturbation and the
zeros of the denominator of (6.3) and the A,’s are
calculated up to second order. In this way we ob-
tain

w,=~la, |2/4N7, (6.16a)

w,= —47,+2la, |’/ (47, + 4Ny, ) , (6.16D)

wg= 4NV, +la, |*(47, - Ny, ) /4N, (4N¥, +47)) ,
(6.16¢)
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and
A, =la |?/(aN7,)?, (6.17a)

A,==2la,|?/ (47, + NV, )?, (6.1b)

= hnd _ —2|aK|2 - 1
505 =) G 3 7 2y

= - 1 ~ Ia |2[
*pe(t=0) mz%?nT(ZNY*’)m(l Ty, + %, )

(=27,8)" +5,(t=0)

4N7,)? - 32N, 7, - (47,)°
(4N7,)%(4N7, +47)*

A3:1+|a,<|2( (6.17c)

In this case it is more convenient to start the cal-
culations from Eq. (6.6). Inserting (6.16) and
(6.17) and taking into account only terms up to
second order in |a, |, we have

2la. |? = 1 - am
(471+4'N)-/r<)2 2 ml (ZN'}/K t)

(6.18)

The series in (6.18) may easily be summed, and up to second-order terms in laKl we may write

-2la,|?

2la, |2

la|?

P (®)=p,(t= m{WTK)TexD(_Z?JHWeXP(ZN?K £)+exp [t(2N77,< —W)]} (6.19)

For nearest-neighbor interaction and in the site representation we have with 5,( (t=0)=N"?

g ~H2 -
p"(t) = d_K eixn{M exp[_(2r+ 271)” +

op 2m (7, +N7,)*

2
+exp [— (4}/1 + ﬁé\ﬁ/—_)t(l - cosx)]} .

The first term in the curly brackets decays
rapidly as compared to the remaining terms on
account of I" =y + 2y, being much larger than y,.
The relaxation times of the second and third terms
are comparable; the prefactor of the second term,
however, is under the conditions of this subsection
much smaller than 1. The main contribution to
p,(t) stems from the last term in (6.20). For the
final evaluation of (6.20) we replace y, by ¥,, and
on account of (1.8) and (1.13) we have 4Ny, =4T.
The evaluation of (6.20) then gives:

2H? 202
= - =1 1 N
Palt) exp[ (4"‘+ 1“+71)[]I"(<4"1+ I‘+71)t)

(6.21)

This approximate expression is the exact solution
of the master equation (4.8), derived in the quasi-
incoherent case. From the discussion of this sec-
tion, however, we get an impression of the correc-
tions in a more general case. (6.21) includes
Kenkre’s solution* as is immediately seen when
setting v, =7,=0.

VII. CONCLUDING REMARKS

In this paper we have presented an exact calcula-
tion of the kernel of the Nakajima-Zwanzig gen-
eralized master equation starting from the stochas-

HZ?(1 —cosk
—(%W)— exp[—4y,t(1 - cosk)]
1 K

(6.20)

tic Liouville equation of the full Haken-Strobl
model, describing the coupled coherent and in-
coherent motion of excitons in molecular cry-
stals. In achieving at this result which is repre-
sented by Eq. (3.21), we have used a method, which
allows an exact straightforward evaluation of the
kernel of the generalized master equation. The
basic equations are (1.15), (2.6), and (2.10). This
is in contrast to recent calculations*:*® of the ker-
nels of generalized master equations, which start
from simplified versions of the Haken-Strobl model
and in which the solution of the corresponding
stochastic Liouville equation has been used. In
Figs. 1(a)-1(c) it is shown that the behavior of the
generalized transition rates K,(r) and K, (1) for

m > 1 at the initial time is rather different: we have
K,(t=0)#0 and K,(1=0) =0 for m > 1, which means
that at the initial time we have generalized transi-
tion rates only between nearest neighbors and

that with increasing time also transition rates be-
tween non-nearest neighbors arise. These addition-
al transition rates (called long-range transfer
rates in Refs. 41 and 43) occur in the GME be-
cause the non-diagonal elements of the density
operator in the original stochastic Liouville equa-
tion have been eliminated. This rather different
behavior of the transition rates for m=1and m>1,
however, is weakened when interactions also be-
tween non-nearest neighbors are taken into ac-
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count; in this situation, those K, (r=0) are differ-
ent from zero, for which the coherent interaction
matrix elements &, # 0.

Another interesting feature of the generalized
transition rates is their damped oscillatory be-
havior with time. Physically these oscillations
obviously arise from the superposition of coherent
exciton waves. These properties are considerably
changed when the Born approximation is used.
Firstly, within this approximation only generalized
transition rates exist having the same range as
the coherent interaction matrix elements; especial-
ly in the case of nearest-neighbor interaction only
K, is different from zero. Secondly, after apply-
ing the Born approximation, the kernels K,,(¢)
simply decay exponentially with time and no longer
show an oscillatory behavior. These results show
that on account of the Born approximation a large
part of the phase relations of the Liouville equa-
tion has been lost. The differences between the
exact evaluation of the kernel and the result using
the Born approximation are naturally most dis-
tinct, when the exciton motion is predominantly
coherent. The importance of the Born approxima-
tion in evaluating the kernel of the GME is based
on the fact that within this approximation the ker-
nel, i.e., the memory function, may be deter-
mined from optical absorption and emission spec-
tra.®® The question now arises whether the ker-
nel may also directly be derived from experimen-
tal data in cases where the Born approximation

does not apply. This problem has also been dis-
cussed by Kenkre (see footnote 43 of Ref. 41).

Furthermore, the exact calculation of the mean-
square displacement (5.7), taking into account the
interaction with an arbitrary number of neighbors
shows that in this expression the complicated be-
havior in time of the kernel of the GME is re-
placed by a term which increases linearly with
time and a sum of decaying exponentials. We have
discussed that experimental data available at pre-
sent from diffusion measurements allow only the
determination of the prefactor of the linear term
(diffusion coefficient) and that, therefore, from
these data alone one cannot decide whether the
exciton motion is coherent or incoherent.

Finally, in this paper we have written the solu-
tion of the GME in a form which in some experi-
mentally important cases may be evaluated analy-
tically. In the general case the final evaluation
amounts to determining the roots of a cubic equa-
tionand to the calculation of adouble integral; both
steps may easily be carried through numerically.
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