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Abstract. A new method for the description of simultaneous creation, annihilation, propagation
and relaxation of excitations in exciton (electron) systems interacting with a phonon bath and an
ultrashort quantum optical pulse is developed on the basis of generalized master equations derived
by using a time-dependent projector. It is shown, that standard theories starting from an already
created excitation at a given place, without any off-diagonal elements of the exciton density
matrix, have a very limited area of application because off-diagonal elements are generally
nonzero once the excited pulse switches off. Derived equations also describe the influence of
quantum statistics of the pulse.

1. Introduction

Investigation of the interaction of electromagnetic fields with quantum systems gets more
important all the time due to the rapid development of experimental techniques. In particular,
ultrafast optical spectroscopy, which takes advantages of optical pulses of several tens of
femtosecond duration, is developing fast [1]. New experiments make it necessary to develop
theories which are more powerful in the description of the interaction of electromagnetic
fields with matter than the classical optical Bloch equations.

Optical Bloch equations describe the interaction of a two-level atom with a
monochromatic classical wave and the interaction of the two-level atom with a bath is
described phenomenologically using the longitudinal and transversal relaxation times [2].
The inclusion of the interaction with a bath on a microscopic level leads to the generalized
optical Bloch equations [3]. They contain in general three relaxation times, which are
field dependent. Their use is inevitable in the case of strong fields. They reduce to the
classical Bloch equations in the limit of weak fields. The Bloch equations can also be
generalized for atoms which have more than two levels and for fields composed of two or
more monochromatic components [2].

Great attention has been devoted to the description of the interaction of ultrashort
classical pulses with excitations in semiconductors during last years [4]. The spacial
periodicity of studied materials enables us to apply conveniently the description based on
Green function techniques. The method of equations of motion for reduced density matrices
has been developed and successfully applied [5, 6] when studying Coulomb, exchange and
electron (exciton)—phonon interactions in semiconductors. The other method used in this
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field is the method of nonequilibrium Green functions. It can also be successfully applied
when static disorder of material is present [7].

In the case of excitations in various molecular condensates interacting with a phonon
bath the above mentioned approaches are not suitable. The reason is a combination of the
strength of the static disorder as compared with the band width and the strength of the
on-site coupling to phonons. Description based on (generalized) master equations (see e.g.
[8-10]) is standardly used in this field. However, an initially created excitation is always
supposed in standard theories, and master equations then describe only the dynamics of an
excitation interacting with a phonon bath. On the other hand, with respect to the progress
of experimental techniques, it is important to understand also the initial period of the time
development of excitation, i.e. the period in which the excitation is being created but in
which it is already influenced by propagation and relaxation.

We develop a new method which allows us to treat simultaneous creation, relaxation and
propagation of an excitation in molecular condensates interacting with ultrashort pulses [11].
The method is based on the use of the projection superoperator technique based on a time-
dependent projector and it provides a generalized master equation for the reduced density
matrix of the exciton subsystem. It represents a generalization of standard approaches based
on time-convolutionless master equations [12—-14]. Similar to the standard approaches, the
perturbation approximation in both the exciton—photon and the exciton—phonon coupling
constants is invoked in a rather sophisticated manner.

After the pulse is gone, the method provides the same equations for the excitation
dynamics as were derived by the standard approaches which include off-diagonal matrix
elements of the exciton-reduced density matrix. However, the method shows that after the
pulse switches off, off-diagonal matrix elements are in general nonzero. This means that the
standard approaches have a very limited area of application because they suppose an initially
created excitation at a given place and they assume zero initial off-diagonal elements of the
exciton reduced density matrix.

The method also substantially differs from all the above-mentioned theories in the
following. It is capable to describe effects connected with statistical properties of optical
fields including nonclassical, i.e. purely quantum, properties like squeezing of vacuum
fluctuations. This makes the method promising for applications in this direction, because
all the above-mentioned methods describe only the interaction of matter with classical
deterministic fields.

The paper is divided as follows. Section 2 describes a model of the system under
investigation composed of exciton, phonon and photon subsystems in the mutual interaction.
Section 3 is devoted to generalized master equations for coupled systems. Section 4 contains
a derivation of equations for the exciton-reduced density matrix. Comparison of equations
derived in section 4 with those from standard theories is given in section 5. Section 6
summarizes the obtained results and gives conclusions.

2. Description of a model

Our system consists of exciton (or electron), photon and phonon subsystems with the
exciton—photon and exciton—phonon interactions. Hamiltonians of the free exégn (
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photon @) and phonon M) subsystems are given as follows
[:Ie = Z Jmnéjnén
ﬁf = ZE&)K&};&K (1)
K
Hoh = Zﬁﬂkéﬁk
k

where &}, (¢) means the creation (annihilation) operator of exciton attik site of

the lattice (Frenkel excitons are considereﬁj),(&,() represents the creation (annihilation)
operator of theKth photon mode anﬂ,ﬁ (by) is the creation (annihilation) operator of the
kth phonon mode. The coefficients,, describe energies of the free exciton subsystem
for m = n and transfer in the exciton subsystem given by overlaps of wavefunctions for
m # n. The excitonless stati®) is supposed to have zero energy. The symbpl(2;)
stands for the frequency of thiéth (kth) mode of photon (phonon) field. The symBo),

(3_,) means summation over all photon (phonon) modes xhddenotes summation over

all exciton states} is the reduced Planck constant.

The exciton operatoréf,, and ¢,, obey the Pauli commutation relations, whereas the
photon and phonon operatoﬁi, ag, 13,1 and b; obey the boson commutation relations.
With respect to the restriction of the following calculations to the excitonless state and to
states with only one exciton, we can also use the obtained results without any change for an
electron subsystem instead of the exciton one, regardless of the fact that electron operators
are of the fermion type.

The exciton—photon interaction Hamiltonidi. ¢ in the rotating wave approximation
reads [15]

Aot =Y hog,F(agc), +al gén) @
m,K
wherewg, is a typical photon frequency. The coupling constarjfsmust fulfil the relations
F¢ = F™¢ (x denotes complex conjugation) in order to ensure hermiticitydgf;. The
exciton—photon coupling constan&’ are given in the dipole approximation by

1 n
Frm—— = | € e m|pIO) exp( K - 7). 3)
hog,\ 260V ok me

Here e (e < 0) is the charge of electronn, the mass of electronp the momentum
operator of the electrom;,, the mean position of thath atom in a lattice|0) describes the
excitonless statém) the state with one exciton localized at théh site of the lattice and the
dot means the scalar produet; is the polarization vector of th&th mode of the photon
field, eg permittivity of a vacuum and/ the quantization volume of the electromagnetic
field. We supposed thaty = €* , and the coefficientgn|p|0) to be real in expression (2)
for He s.

The exciton—phonon interaction is described by the interaction Hamiltoﬁaph in
the form [15, 10]

N 1 _ N N
Heph=—— Y huGyelénby +b1)) )
\/N m,k

with only the site-diagonal exciton—phonon coupling included. Hermiticit)lflgiph leads
to the restrictionG}' = G™} for the exciton—phonon coupling constants. The dependence
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of the exciton—phonon coupling constaiit$ on the site index: and the mode indek is
determined according to the type of phonons (optical or acoustic) and according to the model
of the exciton—phonon interactionV means the number of phonon modes. Hamiltonian
(4) describes deformation of the lattice around a givensitafter it was occupied by an
exciton (polaron effect). Terms describing the site-off-diagonal exciton—phonon coupling,
which describe the motion of excitons promoted by phonons, are missing here, because we
suppose that they are negligible (for a detailed discussion see [10]).

Finally we introduce the Liouville superoperators

Lu= 71hu] ©

for all Hamiltonians A, defined above, i.e. for = e, f, ph, e-f, e—ph. We also
introduce the Liouville superoperators for the exciton subsysfeniCs = L¢), compound
photon and phonon subsystefiz (Lr = Ls + Lpn), whole system without interactiofi
(Lo = Le+ L5+ Lyn), for the interaction part of the whole systefp: (Lint = Le—t + Le—pn)
and for the whole system (£ = Le + Ls + Lph + Lot + Le—ph)-

3. Projection superoperator formalism

A projection superoperator formalism forms the basis for the method. We have a system
which consists of three subsystems, but we orientate our attention mainly to the exciton
one. So our aim is to eliminate the photon and phonon subsystems and to obtain equations
which govern the dynamics of the exciton subsystem only. Such a task can be solved by the
use of projection superoperator techniques applied to the Liouville equation for the density
matrix of the composite system [16,17]. The projection superoperator techniques based on
time-independent projectors [18-21] are used by standard methods for the description of
exciton interaction with an inertial phonon reservoir [12—-14]. However, the situation is more
complex in our case, because the photon subsystem with a density matrix which is strongly
time-dependent (it describes an ultrashort optical pulse) should also be projected off. A
strong time dependence of the photon density matrix does not exclude, in principle, the
application of time-independent projectors, but their use is not convenient. The application
of a time-dependent projector in such cases is natural and convenient.

It was revealed when studying exciton—phonon systems, that the time-convolutionless
generalized master equations are much more suitable for dealing with such systems, because
they are able to describe correctly the relaxation of excitons to the equilibrium state for long
times in the finite (second) order of the perturbation theory in the exciton—phonon coupling
constants. The time-convolution generalized master equations do not have this property
unless other (Markovian) approximations are involved [22].

For the above reason, we use the so-called time-convolutionless formalism. This name
comes from the fact that it yields time-convolutionless (i.e. time-local) equations upon
application of the time-independent projectors. In our case, owing to the time-dependent
form of the projector [23], the equations are also time-nonlocal. Anyway, technical
advantages remain. Our approach is based on the master equations for coupled systems
derived in [24] (for an application see [25]) for a system (described by the density matrix
0(1)) composed of a small system describeddayr) (os(r) = Trr{p(¢)} Trgr is the trace
over reservoir) and reservoir described &(z) (or(t) = Trs{p(¢)} Trs represents the trace
over the small system). The derivation of the master equations is based on the application
of the time-dependent project@t(s) of the form

P)X = ps(t) Trs{X} + pr(t) Tra{X} — ps(t) pr(1) Tr{X)} (6)
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where Tr= Trs Trg denotes the trace over the whole system Anstands for an arbitrary
operator.

The standard procedure for the derivation of the time-convolutionless generalized master
equations leads to the following master equation

d . . . .
ap(t)ﬁ(t) = —iPOLP®)pt) —iIP@)Lim[0(r) — 1P () p(r)

—iP () Lintd (1)G(t, t0)D(t0) p(t0) (7)
where
— G(I) — 2 e
O(t)—l—l_e(t)—e(t)+e(t)+ (8)
e(t) = —i/ ds G, D) LintP(s)G(t — ) 9)
G(t,s) = exp_ [— i/ dr D(r)ﬁ} (20)
G(t —s) =exp[iL(t — s)]. (11)

In (7)-(11), D(t) = 1 — P(¢) is projector and the symbol expdenotes a time-ordered
exponential with time arguments increasing to the left. The initial condition term (the
last term in (7)) is zero when the factorized initial density mafix) = ps(to) or(fo) IS
supposed (the®(#9) (o) = 0). The equations for the reduced density matriée@) and
Or(?) are derived from (7) by the application of the operations dind Tk, respectively.

4. Equations for the exciton-reduced density matrix

We derive equations for matrix elements of the exciton-reduced density ngatrixon the
basis of the master equation (7). First we divide our three-component system into a small
system and a reservoir. The exciton subsystem constitutes the small system=(pq(1))
and the photon and phonon subsystems form together the resedM@ir £ Trpn{r(?)},
Ppon(®) = Tri{pr()}, where Tpn and T mean the traces over the phonon and the photon
subsystem, respectively). We suppose that the exciton and photon—phonon subsystems are
statistically independent at the beginning of interaction at tigaeso the initial density
matrix p (7o) factorizes p(r0) = ps(t0) or(f0)) and the initial condition term in (7) is zero.
We further restrict ourselves to the second order of the perturbation approximation in the
interaction Liouville superoperatagin;.

The master equation under these constraints reads

d . . ! :
ap(t)ﬁ(t) = —1POLP@)p(1) — P(t)ﬁim/ ds exp[—iLo(t — ][ = P()]LinP(s)

x explilo(r — )P (1) (1) + O(LE,). (12)

The relationP(¢) LoD(t) = 0 was used when deriving equation (12). The application gf Tr
and Tg to the master equation in (12) provides a coupled set of equations for the reduced
density matricegs(¢) and pr(z) in the form

d o . . . ! .
aﬁs(t) = —iLsps(t) — I TrR{Lintpr(1)} ps(t) — Trr {Emt / dr exp[—iLo(t — 7)]

x[1 — P ()] LinP(7) €XP[iLo(t — r)]ﬁR(t)}ﬁs(t) +0(L2y) (13)
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d . ) . . ! .
EﬁR(I) = —1LgrPr(t) — 1 Trs{Lintos(t)} or(t) — Trs {ﬁint/ dr exp[—iLo(t — 7)]

X[1 — P(0)] P (2) expliLo(t — D)]s(t) }ﬁRa) o2y, (14)

We suppose that the influence of the exciton subsystem on the photon—phonon subsystem
(reservoir) is negligible. This leads to a strong simplification of equation (14pgan in
which only the first term on the right-hand side remains.

The photon and phonon subsystems are statistically independent at the beginning of
interaction and, neglecting the influence of exciton subsystem on the photon and phonon
ones, no coupling between the photon and phonon subsystems can develop during the
interaction. The density matrix of reservoir thus factorizes for all tinags;) = 5:(t) fpn(?),
and the density matricegs(r) and ppn(t) of the photon and the phonon subsystem,
respectively, obey the following equations,

d o

aﬁf(f) = —iLtpr (1) (15)
d, .

apph(t) = —iLphPph(1). (16)

The phonon subsystem is supposed to be in the thermal equilibrium and it is described
by the canonical density matrig(z),

expl—B Hyr]
Tron{expl—B Hpnl}

B =1/(ksgT), kg being the Boltzmann constant affidthe absolute temperature.

The photon subsystem is described in general by a density niatrixobeying equation
(15) [26, 27].

After prescribing the time development p&(¢) driven by equations (15) and (16) and
inserting or(¢) into (13), equation (13) then represents a closed equation for the exciton-
reduced density matrige(z) in the form,

Pph(t) = Pph(to) = 17)

d o _ . . ! .
Eﬁe(t) = —iLePe(t) — I TrR{Lintor(t)} pe(t) — Trr {ﬁim / dr exp[—iLo(t — 7)]

X[1 = P(1)] Lint €XP[ilo(t — T)] pr(1) }ﬁe(t) +0(L2). (18)

The resulting equation fgde(¢) is nonlinear and integro-differential. This is connected with
the special type of the time-dependent projector (6) which was used in its derivation.

We make a note about the origin of nonlinearity in the equatiorpfan derived above.
The application of the projector (6) without any approximation leads to the set of two
coupled nonlinear integro-differential equations for the reduced density mafii¢esfor
a small system ang@(¢) for a reservoir. The nonlinearity of the obtained equations is a
consequence of the fact that we remove from the description the part of the whole density
matrix (given by the expressiof(r) — pe(t) or(t)) Which describes correlations between
two coupled systems originating from their mutual interaction. Thus nonlinear terms in
the equations for the reduced density matriégs) and pr(¢) describe mutual correlations
between two mutually interacting systems. In order to get rid of nonlinear terms we must
limit the accuracy of the description of the mutual interaction of two systems in general. This
can be reached by supposing that time-dependent ‘coefficients’ in the resulting equations for
0e(t) and pr(¢) (containing implicitly oe(r) and or(t) in various timesr in projectors) can
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be well approximated by their forms obtained by the restriction to several lowest orders of
their perturbation expansions. The reduced density matfige$ and or(t) in the projector

P(r) are then replaced by their forms valid to a given power of the interaction constants
and the nonlinearity is lost.

We derive equations for matrix elements of the reduced density maffix under the
restriction thatoe(r) lies within the space corresponding to the Hilbert space spanned by
the excitonless stat@®) and by states with one excitdm). So it can be expressed in the
form

pe(t) =Y p2, (O)lm)(n| + meo<r)|m (0] + Zpo,lano )(nl + p§o(1)10)(0] (19)

m,n
where p% (1) = (m|pe(t)|n) and the coefficient’,, o5, and pg, are defined similarly.
Doubly and other multiply excited states are disregarded here. This imposes limitations on
the strength of the applied pulse which do not, however, seem severe.

When we substitute the expression fé(r) from (19) into equation (18), we obtain
equations for the matrix elements,, (t), ps (1), p§,(t) and p§y(r). We get in general the
system of coupled nonlinear integro-differential equations 4y (1), p5o(), pg,(t) and
pgo(t). In order to simplify them, we suppose thad(r) in the projectorP(z) in (18) is
approximated sufficiently by its perturbation expansion limited by several lowest orders in
the perturbation parameters in such a way that coefficients in the resulting coupled linear
differential equations for the matrix elements@fr) are precise to the second order in the
perturbation parameters. A detailed analysis [11] shows, that it is sufficient to restrict the
perturbation expansion fgbe(r) to the zeroth order of perturbation parameters. Because
our goal is to study excitation of the exciton subsystem, we suppose, that the exciton
subsystem is in the excitonless state at the beginning of interactiongeizg) = |0)(0].

With respect to the form offe in (1) (state|0) is an eigenstate off, with zero energy)
this state does not evolve in time without inclusion of the exciton-photon interaction, i.e.
pQ(¢) = 10)(0] + O(coupling constants).

The method described above provides the following equations for the matrix elements
of the exciton-reduced density matrix (details of the derivation can be found in [11])

d i i
g P = =5 D (O + 2D i, (0 = 3G (005,10 = 3 G
)4 P

P p

e, (1) = ()5, (1) = > I (1)ps, (1) — IF™ (1) 0§, (¢)
p

P

HF"™ () o) + [1] (1) + 1" ()] pgo(t) (20)
d e * e H * e H e
4 P00 == Z[l/ () + I} ()] pGot) — i ; FP*(t)pSo(t) + i ; FP(1)p, (1)

+ D 1L + 1P 0] pg, () (21)

s, p
. .
SO = 2D T, 0 = Y G006, = Y L0l 0) = Y 1005,
P P P l
+ QLI @) + L (010500 =1 ) F™ 05, (1) + 1F" (1) o)
P P

Pmo(t) = PG (1). (22)

The coefficientsJ,,, describe the inner dynamics of the exciton subsystem, the time-
dependent coeﬁicients};"”(t) and G (@) characterize the interaction of the exciton
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subsystem with phonons and the time-dependent coefficiegts), 1) (@), I_I’,”(t) and f;," (3]
emerge from the exciton—photon interaction. The coefficients occurring in equations (20)—
(22) are correct to the second power of the exciton—photon and exciton—phonon coupling
constants, as will be seen from the ensuing expressions for the coefficients.

The time-dependent coefficienﬁ;’;;”(z) and Gy (1) having their origin in the exciton—
phonon interaction are given as follows

t—1tp 1 . .
G;nn(t) = / dr N Z Q,%(Gz1 — G [ns(h2) + 1] exp(—i2% 1)
0 k

+ne(AQ_4) expiQ 7)) Y G* (mls)(x)(pls)* (1)

_ (23)
t—ty l _ . _ .
G;’,(r) = /o dr N ; QfGZ{[nB(th) + 1] exp(—i2%t) + ng(hQ_;) expi2_; 1)}
X E G (nls)(T)(pls)*(r)
where
Q) = ! 24
") = g - 1 24

denotes the mean value of the number of phonons in the obeing in the equilibrium
state and the correlation functidp|s)(r) of the exciton subsystem is defined by

(pls) () = (p] exp(—}'_lﬁer> 5) (25)

with |p) and|s) denoting the exciton states localized at the sjesnds.
The time-dependent coefficient8™ (¢), 1 @), 1)) and 1) (1) characterizing the
influence of the exciton—photon interaction are expressed as

F"(1) = wk, Y FRtlak (D)1
K
I = / dr ok, Y FR Y F llaxak (D) — lx O)lek (O)](pls)*(t — )
fo K.K' s

I = f drwh, Y FE Y F el (00 (D) — (e (0)i{eg (D) (26)

K.K’' s
+oxk expl—iok (t — D]} (pls)*(t — 1)
t
1)) = / de wio Z F Zkar[(Ot}(t)a*,}f(f)h — {ak )t ok (Ol (pls)*(t — 7).
fo K,K’' s

The symbolsk . denotes the Kronecker delta. New symbols for the correlation functions
of the photon field operators are introduced as follows

{ak (1)) = Tre{ps(to)ak (t — to)}

(o (e (D)5 = Trel fr(to)iik (t — 1)k (t — 10))} (27)

ok (e (D) = Tre {Ar(to)a (t — to)ak.(x — 10)).

The expressions for the time-dependent coefficieftyr), 1), I_;"(t) and I;;”(t)
can be simplified and rewritten in a clearer form when we omit the influence of vacuum
fluctuations of the photon field in modes which do not constitute the interaction field (for
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example a pulse) and when we approximate the expressipngm|p|0) exp(i K - r,,) in

(3) for F by ek, - (m|p|0) exp(iKp - r,,), where Ky denotes the wave vector of the most
important mode in the field. This is fulfilled when all modes in the field have the same
polarization vectoreg, and when(K — Kj) - r,, < 1 for all K in the pulse and alt,

in the lattice. The time-dependent coefficied$(z), 1)), I_;,”(t) and Ij;"(r) can then be
rewritten into the form

F™(t) = ok, F A(t)

t
1;”(;):[0 dmioF;?OZFiKOSN(t, T)(pls)*(t — 7)

_ t . . (28)
I @) = fto dr % Fg. Z F2 e SNy (2, T)(pls)*(t — 1)
t
() = / dr w?, F" Z F* ¢ SNa(t, D {(pls) (t = )
with
o 1 e R .
Fp o= o ko (m|p|0) exp(i Ko « 7). (29)
o NMe
The function
h
A(t) = XKj eV @K Ol (30)

describes a classical amplitude of the field and noise in the field is characterized by the
functions

SN(t,7) = ZZEovJamT (Sag (1)Sarg (T))s

K.K’

SNy(1,7) = N (1, 7) +Z

2eaVor expl~iwk (t — 7)] (31)

SN, (1, 7) = Zzeov — Sak(t)SotK,(r))

K,K’

wheredak (1) = ak (t) — (ag (¢))s. The description of the photon field statistics is restricted
to the first and second moments which is a consequence of the perturbation approximation
in the exciton—photon coupling constants which was invoked.

Equations (20)—(22) for the matrix elements of the exciton-reduced density miairx
represent a generalization of the standard approaches in the direction of incorporation of
effects connected with processes of excitation creation and annihilation under the influence
of an ultrashort pulse. Their comparison with the standard approaches is done in the next
section. Now we would like to bring to the reader’s attention some interesting properties
of the above equations.

The time-dependent coefficients in the resulting equations are exact to the second order
in the exciton—photon and the exciton—phonon coupling. Owing to this restriction and owing
to the chaotic statistics of phonons there are no terms which would combine the influence
of both the exciton—photon and the exciton—phonon interaction on the exciton subsystem.
Inclusion of such terms is important for strong photon fields [3].

If we restrict our considerations to classical deterministic fields, then the time-dependent
coefficientsll’," ), 1_,;“(t) and fl’)” (t) proportional to the second power of the exciton—photon
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coupling constants are zero. We suppose that terms proportional to the third and higher
powers of the exciton—photon coupling constants are zero in this case, too. This assumption
can be verified for a dimer [11].

The matrix elements of the exciton reduced density madfjx(r) and pg,(¢) fulfil the
relation

D o8 () + pio(t) = 1 (32)

following from equations (20) and (21) which expresses the conservation law of the ‘total
probability’.

Although equations (20)—(22) are primarily established for the description of the
excitation dynamics in large exciton systems with the interaction with phonons under the
influence of an ultrashort pulse, they can also be conveniently used for the description of
simple systems like dimers. In fact, equations (20)—(22) in the case of a dimer represent a
strong generalization of the Bloch equations [11, 28]. This generalization is in three respects:
equations for the dimer incorporate effects of the transfer of excitation to the dynamics of
an atom (molecule) exposed to a photon field, they describe the interaction with a phonon
reservoir more precisely and more flexibly and they are able to describe the influence of
guantum noise in the photon field. A detailed study of the time development of an excitation
in the dimer reveals very interesting effects, especially in the region of values of parameters
when times characterizing pulse duration, propagation of the excitation and its relaxation
are comparable [11, 28].

The above derived equations can be used for investigations of more complex exciton
systems, e.g. polymeric chains.

5. Comparison with standard theories

The standard theories based either on time-convolution generalized master equations or on
time-convolutionless ones do not take into account the interaction with an ultrashort optical
pulse. Instead, they suppose an initially created excitation at a given place in the lattice.
In order to obtain a comparison of our approach with the standard theories, we have to
investigate our equations for cases when the optical field does not already affect the exciton
system (vacuum fluctuations of the photon field, i.e. spontaneous exciton decay processes,
are also supposed to be negligible henceforth).

The set of coupled equations (20)—(22) fdff, (1), pg,(t) and pg,(t) decomposes into
two sets of coupled equations fpf, (), pg,(t) and for pg,(r) in this case,

d i i
g P = =2 Dm0+ 2D S Tpnog, (0 = 3Gy (005, () = Y G 05, (0)
p p p P

(33)
d
4P =0 (34)
d e I e nk e
g e =7 ij Ton 0§, (1) — Xp: G (1)p§, (1) (35)

It follows from (34) thatpg,(¢) remains constant and relation (32) implies thay, oy, (t)
is constant and less than or equal to 1 (in contrast to [12—14] where one exciton is assumed
to be present in the system for all times, i,, o5, () = 1).
The set of equations (33) for the matrix elemepfs(¢) is precisely that one obtained
from the time-convolutionless generalized master equations applied to the exciton—phonon
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Figure 1. The probabilities [A]p1(t) (p1 = p5;) and [B] p2(r) (p2 = p5,) and the elements
[C] p,(r) and [D] p; (t) (p3, = pr +ip;) for the dimer; F; = 0.0005, F> = 0, J = 0.0005,

e =0,h8 =0, 11 = 1000,7, = 200, G = 0.005,G1/G = 1+ 0.25i, G2/G = 1 — 0.25i,
hS2pn = 0.01, hyph = 0.01, ng = O; for details see [11, 28] (quantities of energy are in eV, time
is in fs).

system [12—-14]. However, there is a question: What is the exciton-reduced density matrix
at the end of the interaction with an optical pulse? Our theory shows that, in general, a
pulse leaves the exciton subsystem in a state which cannot be described by a density matrix
with zero off-diagonal matrix elements. This is clearly demonstrated in the case of a dimer
in figure 1 [11]. Nonzero off-diagonal matrix elements at the time when the pulse switches
off, mean that the probabilities (diagonal matrix elements) do not evolve in time according
to (r —#)? (1 being the time at which the pulse sharply switches off) in the short period after
the pulse switches off (i.e. there is no ‘slippage time’). This also means, that the excitation
is more delocalized after the pulse switches off and thus has a lower kinetic energy. This
leads to a faster loss of the exciton coherence.

Thus the standard theories working only with diagonal matrix elements of the exciton-
reduced density matrix, have a very limited area of application, because they also suppose
initially zero off-diagonal matrix elements. The assumption of zero off-diagonal matrix
elements is inevitable in this case because the initial condition term must be precisely zero
in order to keep consistency of the perturbation approximation invoked in the derivation
of equations. In principle the standard theories working with off-diagonal matrix elements
[12-14] are also able to describe the excitation dynamics well, but there is a question of
how to determine the initial exciton-reduced density matrix. The above developed theory
does not need it.

The time-dependent coefficients])” (1) and G,(¢) in (23) can be further simplified for
times much longer than the relaxation timg of the phonon reservoir, which is important
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for the long-time analysis of the excitation behaviour,

Z ng(h%) +1
E,—E, +hQy — i€

V1,V2

](mlv1> (vals) (s[v2) (v2|p)

Z nB(EQk) + 1
Ey — E,, + 7Sy — i€

V1,02

mn H mn ih 2 m n K
Gy = lim Gp"(0) = - Xk: QLG — GY) Z G,

ng(hQ_y)
E, —E, —hQ; e

n H n IE 2 K
G = lim Gy (1) = — Xk:szkck ijc_k
ng(hQ_y)
E,, — E,, —hQ_; — i€

where E,, denotes the eigenenergy corresponding to the eigenstate the free exciton
Hamiltonian He; € denotes a small parameter which goes to zero after performing all
calculations (integration over after substituting sums ovér by integrals in (36)). The
coefficientsG})" in (36) were already derived in [29] when applying the time-convolutionless
generalized master equations to exciton—phonon systems. It was shown for simple systems,
that they describe correctly the time evolution of an excitation towards the equilibrium
state. Such coefficients can also be derived when the Born—Markov approximation in the
interaction picture in the time-convolution generalized master equations is invoked. The
use of time-convolution equations leads to unphysical results in other cases [22].

(36)

](nlw) (va|s) (s[v2) (v2| p)

6. Conclusions

Starting from the Liouville equation for the density matrix we have developed a microscopic
theory which allows us to treat simultaneous creation, annihilation, propagation and
relaxation of an excitation in molecular condensates. It generalizes standard approaches
which are based on the assumption, that the excitation is initially created at a given place in
the system. We have shown that the standard approaches, not including off-diagonal matrix
elements of the exciton-reduced density matrix, have a very limited area of application,
because off-diagonal elements are generally nonzero once the pulse switches off. This
means that the time delay known as a ‘slippage time’ does not occur. Also the loss of
exciton coherence is faster.

The above developed general theory opens the possibility to study exciton systems with
such values of parameters, that the mutual interplay of creation, annihilation, propagation
and relaxation of an excitation plays an important role.

The theory is also suitable for investigations of the influence of statistical properties of
optical fields (including nonclassical ones) interacting with exciton systems.
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