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A reduced equation of motion that describes the excited-state dynamics of interacting two-level
impurity molecules in a dielectric host crystal is derived starting from a microscopic model for the
total system. Our theory generalizes the derivation of the conventional superradiance master equa-
tion for molecules in vacuum; the role of photons in the conventional theory is played by polaritons
(mixed crystal-radiation excitations) in our approach. Our final equation thus contains dispersive
and superradiant polariton-mediated intermolecular interactions. The effect of the dielectric host is
completely contained within a rescaling of these interactions with the transverse dielectric function
€(w) of the crystal taken at the impurity’s transition frequency. Our theory yields all local field and
screening factors for both the dispersive and the dissipative couplings from a single, unified starting
point. Known scaling laws for the spontaneous-emission rate and the instantaneous dipole-dipole
interaction are extended to the frequency region where the dispersion of €(w) is important.

I. INTRODUCTION

Currently, many optical experiments are carried out on
molecules in a condensed phase; examples of typical sys-
tems are disordered crystals, molecules embedded in
glasses, or solutions.! ™3 The excited-state dynamics of
the molecules studied is affected by the host medium.
The simplest manifestations of the interaction with the
medium are spectral shifts and line broadening, resulting
from homogeneous and inhomogeneous dephasing pro-
cesses. In addition, quantities that appear to be intrinsic
to the molecules under study may be altered by the envi-
ronment. For example, the spontaneous decay rate of an
excited molecule in a dielectric host differs from the rate
for the same molecule in vacuum.*~® Many experimental
and theoretical studies have been dedicated to the effect
of the environment on the radiative lifetime. Apart from
molecules in a bulk dielectric, systems that have received
much attention in this context include molecules (dipoles)
near a dielectric or metallic surface,” in high-Q cavities,?
in or near small dielectric particles,”!® or in an artificial
superlattice with a periodicity in the dielectric constant.!!
The basic principle underlying all these examples is that
the density of radiation modes is changed by the presence
of a medium and (or) by restriction of the geometry. Be-
cause the spontaneous decay rate of a molecular excited
state into radiation modes is proportional to this density
of states (Fermi golden rule), it is clear that spontaneous
emission may be enhanced or inhibited by changing the
environment. A total absence of spontaneous emission
may, in principle, occur if in certain frequency intervals
no radiation modes exist at all (band gaps).'""!* Not only
radiative decay rates, but also intermolecular interactions
are sensitive to the molecular environment.»!2 A well-
known consequence of this is that the resonant Forster
rate of energy transfer between two molecules depends on
the index of refraction of the host medium.*® The role of
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the medium on cooperative radiative phenomena occur-
ring in optically dense systems (e.g., superradiance), is
less well studied. In view of the current interest in linear
and nonlinear optical properties of molecular systems in
condensed phases, it is extremely valuable to give a mi-
croscopic treatment of all these medium effects. This
may be done by deriving a reduced equation of motion
for the excited-state dynamics of the molecules starting
from a microscopic model that includes the host. Not
only would such an approach clarify the microscopic ori-
gin of various medium effects, the reduced equation of
motion could also serve to properly incorporate these
effects in the description of nonlinear optical processes in
a dielectric host.

The excited-state dynamics of a collection of two-level
molecules is described in an elegant way by the superradi-
ance master equation derived by many authors.!> This
equation describes the evolution of a general operator
working in the Hilbert space of the molecules and con-
tains the effects of single-molecule radiative decay, the
Lamb shift, dispersive intermolecular interactions, and
superradiant interactions. The equation can be used to
describe a great variety of optical phenomena, e.g., pho-
ton echoes and superradiance.!* Usually the equation is
derived for molecules in vacuum, starting from the mul-
tipolar Hamiltonian, in which no direct intermolecular
interactions are present;'> retarded interactions are in-
stead mediated by exchange of photons between two mol-
ecules. For molecules in a dielectric medium, heuristic
arguments may be used to include the effect of the medi-
um dielectric constant on the coefficients (the interactions
and decay rates) occurring in the master equation (see
Sec. V). In this paper we show how this can be done
from first principles, where we even include the frequency
dispersion of the dielectric function. The model system
that we consider consists of a collection of two-level mol-
ecules (impurities) randomly substituted in an atomic
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crystal. The basic idea behind our calculation is that the
impurities do not interact through exchange of photons,
but rather through exchange of exciton-polaritons, which
are the proper elementary excitations (mixtures of pho-
tons and excitons) of the host crystal.'®!7 We recover the
conventional master equation with interactions and decay
rates which are scaled by the frequency-dependent dielec-
tric function of the host crystal. This dielectric function
is obtained within the same calculation, namely, through
the dispersion relation of the polaritons. The unique
feature of our approach is that it yields from a unified mi-
croscopic starting point in an unambiguous way all
local-field factors and screening factors which scale the
interactions and decay rates.

The outline of this paper is as follows. In Sec. IT we
further specify the model, define pertinent quantities, and
present the Hamiltonian. The form of the polaritons for
the pure host crystal is derived in Sec. III. In this deriva-
tion, we do not neglect umklapp processes, which leads to
an infinite number of polariton branches in the first Bril-
louin zone (in contrast to the usual two branches when
umklapp is neglected'®) These polaritons are used in
Sec. IV to derive the master equation for a general opera-
tor acting in the Hilbert space of the impurities. Finally,
we discuss our results in Sec. V. Some technical details of
the derivation presented in Sec. IV are contained in Ap-
pendixes A and B.

II. MODEL AND HAMILTONIAN

We consider an infinite simple-cubic crystal with sites
occupied by atoms. One atomic sp transition of frequen-
cy Q is considered explicitly. The transition dipole mo-
ments between the atomic ground state and the three de-
generate excited states form an orthogonal set and have
magnitude u. On a small fraction of the lattice sites, the
atoms have been replaced by two-level impurity mole-
cules with transition frequency (), and transition dipole
B, (a labels the impurities.). The p, are not necessarily
oriented in the same direction. We work within the mul-
tipolar Hamiltonian'> in the dipole approximation, in
which the fully retarded interaction between the radia-
tion field and a particle with transition dipole operator fi
at point r is given by —f-D(r), with D(r) the transverse
electric displacement field at position r. Furthermore,
there are no direct Coulomb forces between particles in
this Hamiltonian; all interactions are instead mediated by
exchange of photons. The total Hamiltonian for our sys-
tem may now be written

H=H,,+H,,+H, . (2.1)
The first term in this equation represents the electronic
energy of the impurity molecules

A,..,=%0,3b'h,, (2.2)
a

where 32: (b,) is the creation (annihilation) operator for

an excitation on molecule a. These operators obey the

Pauli anticommutation relations

(65,651, =8,5+2b [hs(1—5,5 . 2.3)
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The second term in Eq. (2.1) consists of three contribu-
tions: the electronic energy of the atoms in the crystal,
the Hamiltonian of the radiation field, and the atom-
radiation interactions. We have

o468 L oo™ 3 B DIT,) .

(2.4)

The index i labels the three Cartesian axes and B :r,,,- (ﬁmi)
is the creation (annihilation) operator for the excited state
on atom m with transition dipole in the i direction. The
operator B :r,,i, when acting on the ground state of atom
m, yields the excited state of this atom with transition di-
pole in the i direction and gives zero when acting on any
other state. The operator B,,; gives the ground state of
atom m when acting on its excited state with transition
dipole in the i direction and yields zero when acting on
any other state. In the second term of Eq. (2.4), @ .2
and @, g, denote the usual creation and annihilation
operators for a photon of wave vector k+G and trans-
verse polarization A. They obey the Bose commutation
relations  [@y1G1,@ v+gv] =88 di- Throughout
this paper, k runs over the first Brillouin zone only, un-
less explicitly stated otherwise, and G runs over the re-
ciprocal lattice. w,,g=|k+G/c is the vacuum photon
dispersion relation. In the last term of Eq. (2.4), i,
denotes the dipole operator of atom m given by

fin=3 pe/B,,+B,), (2.5)
i

with e; the unit vector along the i axis, and the displace-

ment field D(r) at position r is written in second quanti-

zation as'®
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Here V is the volume of the quantization box of the radi-
ation, which is taken equal to the crystal volume and will
eventually be sent to infinity, and the unit polarization
vectors ey,i.gx are chosen real and such that
€_y_Ggr—¢€kx+gxr Finally, the last term in the total Ham-
iltonian Eq. (2.1) is the interaction between the radiation
field and the impurities, which reads

A== 3, Dlry) 2.7)
a

with p,=p,( 3a+3 L) the dipole operator of the ath im-

purity.

The reason to combine the three terms in Eq. (2.4) to
one term in the total Hamiltonian is that, as is well
known, for the perfect crystal it is possible to transform
from the radiation and atomic creation and annihilation
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operators to a set of polariton creation and annihilation
: ize A .. 1617 :
operators that diagonalize H ;. We then obtain

ﬁpol =f 2 mkvg:lvgkv ’

k,v

(2.8)

where £ I,, (€,.) is the creation (annihilation) operator of a
polariton with wave vector k in branch v with frequency
®y,- These operators obey the Bose commutation rela-
tions

[gkv:gl'v']:‘skk'avv . 2.9)

The transformation to these new operators and the
dispersion relation for the polaritons will be worked out
explicitly in Sec. III. We note that there are two approxi-
mations involved in using Eqgs. (2.8) and (2.9). First, the
atoms in our system do not occupy a perfect lattice, but,
strictly speaking, holes should be considered at sites
where impurities have been substituted. These holes
would result in scattering of the perfect crystal polari-
tons, giving them a finite lifetime. We will not consider
this perturbation, assuming that the density of impurities
is low enough to make its effect negligible. Second, the
use of Bose commutation relations is a common approxi-
mation which is valid for a low degree of excitation in the
atomic crystal and suffices to treat the linear optics of the
crystal.!” 1% Even though we may be interested in the
nonlinear optics of the impurities, we will assume that
the nonlinear optics of the atomic system is weak enough
to be neglected, so that we may safely use Eq. (2.9).

The introduction of polaritons is a matter. of conveni-
ence. If we write the interaction Eq. (2.7) between the
impurities and the radiation field in terms of polariton
operators, and we use the form Eq. (2.8) for A pols the to-
tal Hamiltonian Eq. (2.1) is expressed in terms of impuri-
ty and polariton creation and annihilation operators. It
is then no longer necessary to address the atomic system
and the radiation field explicitly; their coupled dynamics
has been formally solved by introducing the polaritons.
We may thus describe the complete excited-state dynam-
ics of the impurities by considering them as interacting
with the polariton field. At this point we note a strong
analogy of our starting Hamiltonian and the Hamiltonian
for molecules in vacuum.!* Both contain completely
equivalent unperturbed molecular parts. Also, in both
cases there is a contribution of the same formal form
which describes the elementary excitations of the space
surrounding the molecules: the photons in vacuum case
and the polaritons in ours. Finally, both Hamiltonians
contain an interaction between the molecules and these
elementary excitations, which can also formally be
brought in the same form (Sec. IV). The two Hamiltoni-
ans differ in that the dispersion relation and the
coefficients occurring in the interaction with the impuri-
ties are much more complicated for polaritons than for
photons.

III. POLARITON TRANSFORMATION

In this section, we derive the polariton transformation
for the perfect atomic crystal. Because of the technical
character of this derivation, it is useful to point out its
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importance. The transformation is needed to obtain the
dispersion relation (wy,) of the polaritons and to translate
the interaction Eq. (2.7) in terms of polariton operators.
Hopfield derived this transformation within the minimal
coupling (p- A) Hamiltonian'® for the crystal and the ra-
diation field.!® We prefer to work with the multipolar
Hamiltonian, however, because there the interaction be-
tween the impurities and the polaritons takes a simple
form, as it only occurs through the radiation field com-
ponent of the polaritons. In the minimal coupling Hamil-
tonian, on the other hand, there is also an interaction be-
tween the impurities and the exciton component of the
polaritons, arising from the Coulomb interactions be-
tween the impurities and the crystal atoms. Although the
polariton problem within the multipolar Hamiltonian has
also been addressed in the literature, results have so far
been limited to the calculation of only the dispersion rela-
tion for some of the branches.!” A complete dispersion
diagram and the explicit derivation of all of the transfor-
mation coefficients between the polariton operators and
the atomic and radiation field operators will be given in
this section. The main results are comprised within the
expressions Eqgs. (3.6), (3.11), (3.20), and (3.23) and are de-
picted in the Figs. 1 and 2. The reader who is willing to
take these results for granted is advised to skip this sec-
tion.

Our starting point is the multipolar Hamiltonian for
the perfect atomic crystal and the radiation field as given
in Eq. (2.4). Since in an infinite crystal it is natural to
work in momentum space, we transform the exciton
operators as follows:

§ =L_ ﬁ .e—i(k+G)-rm , (3.18,)
k+Gi Vv N % mi

Biiar= 2(9k+cx)i§k+ai , (3.1b)

where (ey g, ); is the ith Cartesian component of e,y

WAVE VECTOR

FIG. 1. Typical polariton dispersion curves in the optical re-
gion (thick solid curves). The diagonal line represents the pure
photon dispersion curve (w; =kc). The shaded region between
the transverse (w,) and longitudinal (o)) crystal exciton frequen-
cies is the stopgap, where no polariton modes exist.
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and N is the number of lattice sites, which is to be sent to
infinity together with the volume such that N/V=p is
the average atomic density. We also define §k+m for
J

where

#C(K,G, A\ )= 27fipw, ) (3.3)

Hex+Gr Gk -

As usual we will assume Bose commutators for the exci-
ton operators in k space

[Bi,Bly1=

which is a good approximation for crystals with a low de-
gree of excitation.'!7 Since the photon operators also
obey Bose commutation relations, the Hamiltonian Eq.
(3.2) is harmonic and may be diagonalized, i.e., brought
in the form of Eq. (2.8).%° The eigenmodes are the polari-
tons. In order to find the polaritons we evaluate the
Heisenberg equations of motion for the photon and the
exciton operators (the time dependence is implicit)

S » (3.4)

w
=[d

FREQUENCY

Tc

-Tt/a 0 Tt/a
WAVE VECTOR

FIG. 2. Schematic representation of the polariton dispersion
diagram including the very high frequency polaritons discussed
in the text. For convenience, a one-dimensional crystal is as-
sumed, with lattice constant a. All curves should also be
reflected with respect to k =0 (dotted line) to obtain the full dia-
gram; these additional curves have been omitted for clarity.
The most familiar part of this diagram is indicated by the shad-
ed box and is shown in more detail in Fig. 1. To facilitate the
presentation, an unrealistically large value for the atomic transi-
tion frequency Q has been used.

+
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A=3, corresponding to the longitudinal polarization:

€ +G3 IS parallel to k+G Using Egs. (2.4)-(2.6) and
realizing that Bk+G, Bk, , we find
MYB _iror— Bt leon B iy —B Lnalie) 3.2)
[
1d
T'd_taHGx:—wHGaHGA
3
—i Y C(k,G,AMA)B,. +B1 ),
A=1
(3.5a)
1 dﬁ _
kA T —QBI()»+12 ECkG}\.}\.)
J G A=1
X(@yi6a—8 Lyogi) -
(3.5b)

When this set is supplemented with the equations for
" —Grand B ’ka [which are easily obtained from Egs.
(3 5) by Hermitian conjugation], we obtain for every k a
closed (infinite) set of linear equations coupling @y g,
2’ _gw Buv,and BY |, (all G; A=1,2; A’=1,2,3). The
set is infinitely dimensional, because umklapp processes
(G#0 photon operators) are not neglected. We note that
in Hopfield’s original derivation of polaritons from the
minimal coupling p- A Hamiltonian, these processes were
neglected.'® When working with the multipolar Hamil-
tonian, the high wave-vector photons are essential to
mediate the interatomic interactions. In the p- A Hamil-
tonian, on the other hand, the umklapp processes are
only necessary to account for retardation in the intera-
tomic interactions. This point has been addressed in the
literature;*! ~?* but a polariton transformation accounting
for umklapp has not been worked out in detail.
In analogy with Hopfield,'®?? we search for polariton
annihilation operators

% A§1 [wea, (K)8y 4 6o Tyer (k) T—k—GA]
+ N}i:l X (K)Byy +2z,, (0B T, 1, (3.6)
obeying
l“%ékv: — o b - (3.7)

Equations (3.6) and (3.7) together with the Heisenberg
equations of motion (3.5) define an infinitely dimensional
eigenvalue problem. The polariton dispersion w,,, follows
from the associated secular equation, whereas the eigen-
vectors yield the polariton transformation coefficients w,
x, y, and z. Before going into the details of actually solv-
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ing the problem, it is useful to mention two general re-
sults.?’ (i) The condition that the polaritons obey Bose
commutation relations (or alternatively, that the polari-
ton transformation is canonical) yields a normalization re-
lation for the transformation coefficients

2 2 [wga, (k)I?

‘kav )|2]

+ 2 [x(K)2=1z,,(k)2]1=1. (3.8

A=1

(ii) It can be shown quite generally that the inverse trans-
formation to Eq. (3.6) reads

S w&i (K, —yernKELLT,

v

Arar= (3.9a)

Bi=3 x5, (kE,—2,,(E" T, (3.9b)

with the asterisk denoting complex conjugation. The
complete eigenvalue problem to be solved reads explicitly

3
(a)k‘,ﬁmk.{_g)wG;\v(k)‘{‘i 2 C(k,G,)\.,A.I)

o=

[xh(k) z,,(k)]=0, (3.10a)
(wkv+wk+G)yGM,(k)—i 2 C(k,G,k,}\.l)

A=1

(x50 (K) =z (K)]=0,  (3.10b)

TMw

—

—iy Ck,G,A A )wgp, (k) +yga, (k)]
G

+ (@ —Q)x,,(k)=0, (3.10c)
2
> Lz C(k,G, A A [wary (k) +yguy (k)]
G A=1
+ (@, +Q)zy, (K)=0 .  (3.10d)

The first two equations hold for any G and for A=1 and
A=2, whereas the last two hold for A'=1,2,3. The
coefficients w and y can easily be eliminated from the
problem by solving formally for them from Egs. (3.10a)
and (3.10b) and substituting the solutions into the last
two equations. We then obtain a 6X 6 eigenvalue prob-
lem, which (of course) still contains the complete physics;
the complexity is buried in an interatomic interaction
that depends on the frequency w,,.!° We shall not follow
this approach right away because it eventually poses
great algebraic difficulties related to dipole sums over the
lattice (see below). Instead, we use physical intuition to
determine the majority of the polariton branches. We
start by making the observation that if there were no
photon-exciton coupling [C(k,G,A,A')=0], we would
have polariton branches with frequency wy,=w, g (pure
photons). For G#O0, this frequency is orders of magni-
tude higher than the exciton frequency Q, so that even if
the photon-exciton coupling is switched on, the pure pho-
tons for G#0 must still be good approximations to polar-
itons. In fact, if we neglect  with respect to wy, g
(G#0), we find consistent solutions to Egs. (3.10) of
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which we will label the branches as v=(G'#0,A'=1,2).
These solutions have frequencies

wkv:wk+G' (3.113)
and transformation coefficients
Wery (k) =8GO
Yer(k)=0 (3.11b)
5 1/2
XK=z, (K)=i | F— | e, g€y ,
fiwy 1o

which obey the normalization condition Eq. (3.8). We
will accept Eqgs. (3.11) as a good approximation to polari-
ton branches with “high energy” (i.e., branches which are
associated with umklapp processes). Of course, it is pos-
sible to search for systematic improvement of this ap-
proximation by using perturbation theory in Q/wy g
but we will not do this here.

Now there are five more polariton branches left to
determine. These are possibly strong combinations of the
two (transverse) first Brillouin zone photon branches and
the three (two transverse, one longitudinal) exciton
branches, with a further small contribution of higher
Brillouin zone photons. For these polariton branches Q
may not necessarily be neglected with respect to w,,, so
that a more careful solution to the eigenvalue problem
must be sought. We first eliminate the coefficients wg;,,
and yg;, for G#0 from Egs. (3.10)

(0= 1w, (k)= —(0+ o6 eark)

C(k,G,A, 1)

X[xxlv(k)—z;w(k)] .(3.12)

Substituting Eq. (3.12) back into Egs. (3.10) yields the fol-
lowing 10X 10 eigenvalue problem:

(g, — @y Jwy (k) +iC(k)[x,,(k)—z,,(k)]=0, (3.13a)
(@, o yor, (k) —iC(k)[x,,(k)—z,,(k)]=0, (3.13b)
—iC(K)[wey, (k) +you, (k) ]+ (@, —Q)x;, (k)
3
- 2 R}L}J(k’wkv)[xk'v(k)_zk’v(k)]:0 ’ (3.13¢)
=1
—iC(K)[woy, (k) +you, (k) ]+ (@, +Q)zy, (k)
3
— 3 R (ko )[x, (k) =z, (k)]=0. (3.13d)

A=1

The first two of these equations hold for A=1 and A=2;
the last two hold for A=1,2, and 3, where the coefficients
w and y must be set zero for A=3. C (k) is defined as

1/2

2
LA (3.14)

C(k)= P

and R,; (k,w) is the frequency-dependent effective in-
teratomic interaction which is mediated by photons out-
side the first Brillouin zone. It is defined by
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2 2w
R, (k)= _“TktG

b

2
G (#0) A'=1 0"~ Wk G

XC(k,G,A",\"),

C(k,G,A", 1)

(3.15a)

which, using Eq. (3.3), may be written in tensor notation

as R)»}»'(k’w):ek}‘,'R(k,w)'ekA', with
e 2 2_
Rik,o)=27PK" (k+G)’~ (k+G)(k+G)
i G7o (w/c)*—(k+G)
(3.15b)

The summand in Eq. (3.15b) is closely related to the
Fourier transform of the retarded dipole field tensor
F(r,w),?*% so that the sum over all but the central point
in the reciprocal lattice yields a difference between the
lattice [FLSk ®)] and continuum [F (k,w)] Fourier trans-
forms of F(r,w)

P 2
R(k,w)=—3ﬁ"— —ST”+Re[F,(k w)—F,(k,0)] |,
(3.16)
with
= 1 p=g —ikr
F/(k,0)=— 3 Fl(r,,0)e " (3.17a)
P m (+0)
F.(k,0)= [ drF(r,0)e T, (3.17b)
2
F(r,w)l 3—3:0 | @k ]%
c r
2 iwr/c
[1—ﬂ 2L TS (3.17¢)
c c r

The real part should be taken in Eq. (3.16) because

R(k,w) as defined in Eq. (3.15b) is real, even though @
contains an infinitesimal imaginary part (0—®=+i07) in
order to obtain a retarded, instead of an advanced, in-
teraction. In principle, this ;0" generates imaginary
parts in the summation of Eq. (3.15b) proportional to
8(w/c*x|k+G|). Since, however, we are in this specific
part of the calculation only interested in low-frequency

J
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polaritons (wy, /c within the first Brillouin zone), and the
sum excludes G=0, R(k,®) is real. We also note that in
deriving Eq. (3.16), real self interactions (Lamb shifts)
have been neglected; they are assumed to be accounted
for in the exciton frequency (2.

The interaction R(k,w) is, in general, a nondiagonal
matrix with a complicated k and » dependence, so that
the eigenvalue problem Eq. (3.13) is, in general, too
difficult to solve analytically. The problem may be
simplified ap(yecmbly by neglectlng the off-diagonal com-
ponents of R(k,w),?! assuming a diagonal matrix with
transverse components R ,(k,») and longitudinal com-
ponent R (k,w). The 10X 10 eigenvalue problem then
separates into two (identical) 4 X 4 problems for the trans-
verse polaritons and one 2X2 problem for the longitudi-
nal polariton (exciton). The neglect of off-diagonal R
components is justified for small (optical) k and w, where
the polariton transformation is the least trivial (strong
mixture of photons and excitons). In this region, we may

approximate?®

- - R, o .

Fi(k,0)—F. (ko)== [ “Frole *, (.18
with R. of the order of the Ilattice constant
(47ch3p/3z 1). In this approximation we find (along the
lines used in Ref. 27)

Re[F,(k,0)—F,(k,0)],
2
4 oR
—T’T LR P— == | |, (3.18b)
Re[F,(k,0)—F,(k,0)],
2
4 wR
=~31’— — L(kR, 2~ CC . (3.18¢)

up to order (kR.)* and (wR,/c)*. An important and

often usq,g further approximation 1is to neglect
F,(k,0)—F_.(k,0) completely, which is justified for opti-

cal wave vectors and frequencies as can be seen from Egs.
(3.18b) and (3.18c). This leads to R(k w)=~4mBQ /3, with
B=2pu’/%Q (as introduced by Hopfield) a parameter
that is small compared to unity for typical cases.

For the transverse polaritons we have the following ei-
genvalue problem

o~ O iC (k) —iC(k) Wy (k)
0 o, o, —iC (k) iC (k) Yorn (k)

—iC(k) —iC(k) wp,—Q—R, (k) R, (k) X, k) |=9 (3.19)

—iC(k) —iC(k)  —R,(kw)  op+Q+R,(ko)||z,k)

for which the secular equation reads:

(0} — 0}, )[QX(1—47B)+2QR | (K, 0,) — 0f, ]

=47B0%}, .  (3.20)

r

In the approximation R(k,w)=4mBQ /3 this dispersion
relation is a quartic equation for w,,, yielding the usual
upper and lower polariton branches separated by the
stopgap'®?® ranging from the transverse dipolar exciton
frequency
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0, =Q(1—47B/3)'/?, (3.21a)
to the longitudinal one
o =0U1+87B/3)'"*, (3.21b)

(Fig. 1). Inclusion of Re(F, —FC) in R(k,») accounts for
effective exciton mass effects and for retardation in the in-
teratomic interactions.?>2® In the limit ¢ — oo, Eq. (3.20)
yields the dispersion curve for the transverse dipolar exci-
tons. The frequency- and wave-vector-dependent trans-
verse dielectric function follows directly from Eq. (3.20)
and reads (0 = wy,)
47BQ2
— 0’ + Q%1 —47B)+20R | (k,»)

(3.22)

WDy
s(k,a))z-2—=1+
[0)

(0+w 0*—Q*—2R [ (k,0)Q)
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We note that the denominator in Eq. (3.22) is real, imply-
ing that the polariton has an infinite radiative lifetime.
This conclusion is in agreement with the existing litera-
ture.'®23% We have earlier’>?’ derived an expression for
€(k,w) that very closely resembles Eq. (3.22) combined
with Eq. (3.16), except that «? is replaced by o’ +iyw
(with y the single-atom radiative decay rate) and that the
real part is not taken in Eq. (3.16). A careful analysis of
our previous result shows that the imaginary part in
[F)(k,0)—F.(k,0)], cancels the extra decay term, so
that there, too, an infinite polariton lifetime is predicted.

Finally, we give the polariton transformation
coefficients that follow from Egs. (3.19) and (3.12). The
branch label v takes on four values, given by v=(b,1’),
with b=upper or lower and A'=1 or 2. At frequency
0=y, we have

k)= Si (3.23a)
Wonl 2w,0)" [(0?— 0> —2R (K, 0)Q)*+47p0 202 ]1/2
Yo =22 (k) (3.23b)
(ok+a)
172
K)=i |78 8in s (3.23c¢)
*all) =1 w [(0®—Q?—2R ,(k,0)Q)*+47B0%3 172 **
w—Q
Zlv(k)zmx“(k) , (3.23d)
172
7BQ 20, C(k,G,A,A’)
wga, (k)= [Z, P TP sy Yy oT e (G#0) , (3.23¢)
k+G 1VB k
k+G @
_ _ (3.23)
Yain(k) oo ToYonk) (G#0)

The normalization condition Eq. (3.8) is obeyed exactly if
only the first four of the above coefficients are taken into
account. The error in the normalization, which is thus
due to the contributions of the small G#0 coefficients
given in Egs. (3.23e) and (3.23f), can be shown to equal

47BNV widR | (k,w)/dw
o{[0®—Q2—20R  (k,0)*+47BQ%w32

(3.24)

An estimate for the derivative of R (k,w) with respect to
o in the optical region may be obtained from Eq. (3.18¢c)
in combination with Eq. (3.16). We then find
A(k,w) <47 .Q.Rc/c)z, which is much smaller than uni-
ty for realistic cases. We believe that also for (k,w) out-
side the optical region, the derivative of R 1(k,w) is
sufficiently well behaved to justify neglecting A(k,w).
The transformation coefficients are only determined up to
an overall phase factor, which has no physical
significance and has been chosen unity for all branches.
Equations (3.11), (3.20), and (3.23) together define all

Alk,0)=—

transverse polariton branches. The total dispersion dia-
gram is depicted in Fig. 2.

At this point, we would like to summarize and explain
once again our method of solving for the polaritons. We
separated the derivation into the approximate solution
for high-energy polaritons [Egs. (3.11)] and the solution
of the four polariton branches with low frequencies [Egs.
(3.20) and (3.23)]. It should be stressed that the method
used to obtain the latter solutions is, in principle, also
suited to treat the high-frequency branches because the
formal solution Eq. (3.12) is valid for all frequencies.
Therefore, apart from the separation into transverse and
longitudinal parts, the dispersion relation [Eq. (3.20)] is
valid for all branches, i.e., solving this equation for oy,
should yield all polariton branches in Fig. 2. This is a
consequence of the frequency dependence of F,—F..
Since, however, F, —F, is, in general, a very complicated
function of frequency and wave vector, the only roots
that can actually be found easily from Eq. (3.20) are the
lowest ones, for which F;—F_ may be neglected, leading
to the familiar quartic dispersion relation. Fortunately,
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the remaining polaritons, which are intimately connected
with umklapp processes, are easily found using physical
intuition, as was shown above. A different way of solving
the polariton problem would have consisted of eliminat-
ing all w and y coefficients as in Eq. (3.12), i.e., also for
G =0. This method has already been mentioned above.
A 6X6 eigenvalue problem is obtained with an intera-
tomic interaction like in Eq. (3.15b), except that the sum
now extends over the complete reciprocal lattice. This
interaction is therefore just the lattice’ Fourier transform
[Eq. (3.17a)] of the retarded dipole-dipole interaction.'®
Again neglecting off-diagonal matrix elements in the in-
teraction, the problem separates into three 2 X2 problems
J

@, — Q=R (k,wy,)
—R(k,0y,)

R, (k,0y,)
Cl)kv+Q+R “(k,wkv)

x3,(k)
Z3V(k)

Using, again, the approximation E(k,a)):47TBQ/3, the
usual longitudinal dipolar exciton frequency ), as
defined in Eq. (3.21b), is found from the secular equation.
Since we will neglect the role of longitudinal polaritons in
the remainder of this paper, we do not derive the trans-
formation coefficients for this branch.

IV. MASTER EQUATION FOR IMPURITY
OPERATORS

Having found the polaritons for the atomic crystal, we
will now return to the excited-state dynamics of the im-
purities substituted into the crystal. Our derivation of
the master equation that couples different impurity
operators follows to a large extent the derivation of the
conventional master equation for molecules in vacuum as
given by Lehmberg.!*®) The difference is that in our case
the molecules interact with the transverse polariton field
instead of the photon field. This causes a considerable
technical complication, but, as we will see, yields the
dependence of the dynamics on the dielectric function of
the crystal in a natural way. Our starting point is the
Hamiltonian Eq. (2.1) expressed in polariton operators.
ﬁpol then takes by definition, the form of Eq. (2.8) and,
using Eq. (2.6) and the inverse polariton transformation
Eq. (3.9), it is easily shown that

Hn==775 33 SKu(@b, —KL(@ELIS, ,

(4.1)

where the k summation extends over the first Brillouin
zone and v runs over all branches except the longitudinal
one. In Eq. (4.1) we have defined

3,=b,+b] (4.2a)
172
270y 4G
Kila)=3 3 [w&a, (k) +y &, (k)]
G A=1 #i
X (e igre F ¢ T (4.2b)
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with frequency-dependent interactions. In order to ob-
tain the quartic transverse polariton dispersion relation,
part of this frequency dependence has to be known very
well, forcing one to address the details of retarded dipole
sums on the lattice.'”*°732 Our way of solving, namely,
by explicitly keeping the central Brillouin zone photons
in the calculation, avoids this problem and allows us to
neglect the frequency dependence of the effective interac-
tion.

For completeness, we will finally discuss the longitudi-
nal exciton branch. The eigenvalue problem to be solved
reads

(3.25)

Substituting Egs. (3.23) into Eq. (4.2b), we find for the
four lowest polariton branches [v=(b,A")]

172
WOk

wI/Z

(=02, e )e e

X
{[0°—Q2—2QR | (k,0)]*+47B0 2w} /2’
(4.3a)

where o stands for w,, (see Appendix A). Analogously,
we get for the higher branches [v=(G’,1’)] with the aid
of Egs. (3.11)

172

21w .
k+G
— (Lo extgrle

#i

i(k+G')r
Kkv(a): .

(4.3b)

The Heisenberg equation of motion for a polariton de-
struction operator reads now

d ~

.2 1 .
Eé‘kv:_lwkvé‘kv+—‘/_?-§1(;v(a)sa N (44)
which has as solution
~ ~ —iw —t,)
B (D=8 (1g)e 10
1 t ., PN 2 (et )
+‘—/7§ft0dt K& (a)8,(t")e .

(4.5)

Here ¢, is an initial time, which we will eventually choose
in the infinite past. It should be kept in mind that in or-
der for Eq. (4.5) to be the retarded solution, the frequency
oy, under the integral actually stands for w,,—i0". Now
consider an arbitrary operator Q working in the Hilbert
space of the impurity molecules. Its Heisenberg
equation of motion reads (with the definition
[4,B],=[A(),B(1)])
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7 SB201 3 I Kil(@hlo
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The first right-hand-side term in this equation represents
the interaction of the impurities with the positive-
frequency part of the pure crystal displacement field
defined by

N c — i# 2 iop (1 —1tg)

a)itgle

(4.8)

This field is not affected by the impurities and propagates
according to the pure crystal dispersion relation. The
second right-hand-side term in Eq. (4.7) contains
polariton-mediated interactions between the impurities,
which we will now work out in a more explicit form. In
Appendix B we show that within the approximation

R( k,®)=47BQ /3 introduced in Sec. III,

lV S S K (@Kg(Ble T
k

v

— 1 *® —io(t—1t')
- fo do fplw)e ,  (4.92)
with

1 ? (w)+2 2

® — | elw
= — —_— V —_—
Sapl®) 71 ] e(w)
Xy T \/s(w)——C: rag | g - (4.9b)

In the w integration in Eq. (4.9a) the polariton stopgap is
excluded from the integration path. In Eq. (4.9b), e(w) is
the transverse dielectric function in the infinite effective
mass approximation, which follows from Eq. (3.22) with
R= =47BN/3:

2
e(w)=1+ AmpQ

(4.10)
—w?+ 02 [1—%"3
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where normal ordering with respect to the polariton
operators is used. This equation does not only involve
impurity operators at time ¢, but also polariton operators.
The latter can be eliminated by substituting the solution
Eq. (4.5), leading to an equation of motion involving im-
purity operators at all times ¢’ <t and polariton operators
at the initial time 7, only. We will first work out the
second term in Eq. (4.6)

1 —i ~r
)2 3 3 K@K g Be 7 @)
k v
[
Furthermore,
Fx) =T 47 |22 - BAE (4.11a)
X X
ith
U=1—rogrop/rip V=1=31,41,5/rp (4.11b)

[rag= IraB| Ir,—rgl]. The appearance of the functions
of e(w) in Eq. (4.9b) is, of course, of utmost importance in
this paper. As shown in Appendix B, these functions
arise in a nontrivial way from (i) a change of variable
from k to o (density of states) and (ii) the functional
dependence of the coupling coefficient K, (a) on the po-
lariton frequency, combined with the form of €(w).

We now substitute Eq. (4.9a) into Eq. (4.7), interchange
the integrals over @ and t’, and then apply the Markov
approximation!? to the resulting ¢’ integral

f[ dt,[i;ﬁ(tl)_'_gE(tl)]e—i(a)*in)(l“f')
_ibg(n)
Qy—w+in

Qgto—in (4.12)
Here we used our choice t,— — o« and we indicated ex-
plicitly the infinitesimal imaginary part n—0+ of the
frequency Eguatlon (4.12) is derived by factoring from
bB( t’) and b ( ') their high-frequency components
exp(—iQyt’) and exp(iQyt’), respectively, and assuming
that the remaining operators vary so slowly that they can
be approximated by their values at time z. We thus ob-
tain for the second right-hand-side term of Eq. (4.6)

1 A 2~
—= 2 [3.,,Q1 Ky (a)§y, (1)
vz T 2 Hu@h

=% 2B 0lpeDory0

++ zf do f.50)3,,01,
bo() B ln
Qy—w+in Qyto—iy

- (4.13)
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The third right-hand-side term of Eq. (4.6) follows easily from this by taking the Hermitian conjugate and replacmg 0 t

such as [ba,Q]bB(t) 1314 and define D (r,1)

by Q. If we ignore high-frequency operators,
—[D (r,¢ ] we obtain as total equation of motion for Q
9 0,3 1615001 5 S (0O lta D lro ) = St D10, 0050,0]
a a a
o~ PN ~ ~ A o~ AT A
61,016, 16,016} BH6,,0]1 bl67,0]
+L }_;f do fop(@) | 4 [ R e (4.14)
Qo—owt+inp Qyto—inpg Qy—w—in Qytotin
T
Due to the Markov approximation, this equation is time —o, to —w, [cf. Egs. (3.21)] is excluded from the o in-

local: all impurity operators are to be taken at time ¢.

The last term of Eq. (4.14) can still be worked out fur-
ther. We use (x —in) '=P(x ~")+imd(x) for n—0+,
where P denotes the Cauchy principal part and 8(x) is
the Dirac delta function. The contributions due to the
delta functions are easily calculated. They represent radi-
ative loss terms (see Sec. V) and, assuming that Q, does
not fall inside the polariton stopgap, we have

40\~ 5y 0B 10b,— 15 15,0+06 15,1,
dt loss  a,B
(4.15a)
with
Q, |’ Q) +2 |
- —2 |1 b i
Yaﬂ_zfaB(QO) h ¢ ] ‘/G(QO) ’ 3 ]
___Q
Xy T \/emO);ﬂraﬂ ‘g . (4.15b)

The evaluation of the principal part contributions re-
quires more algebra. The term for a=p is due to the
Lambshift of the impurity transition frequency, which we
will neglect henceforth. The terms for a3 represent the
real (dispersive) dipole-dipole interactions between the
impurities (see Sec. V). After some straightforward ma-
nipulations, we obtain

1
QO_C() Qo+a)

40 | _i -
dt ]disp T %Pfo 4o fopl@)

aFp

X[b 16,01 (4.16)
(use [b Z,EB]=O for a#p). Since both e(w) and T(x) are
even functions of their arguments, the  integration may
be extended from — « to + o, yielding

40

dr (4.17)

o fap(®@) 4 A
S P f_wdwﬁ[b 165.01.

aF*p

disp

Here, not only the stopgap, but also the interval from

tegration. If we assume that f,5(w) is an analytic func-
tion of w and extend the integration path to include the
stopgap regions, we may easily calculate the principal
value integral in Eq. (4.17) using contour integration. To
this end the tensor 7 contained in f,z(w) must be split
into parts with positive and negative imaginary ex-
ponents, for which the integration contour has to be
closed in the upper and lower complex half plane, respec-
tively. We then obtain

d0 ) ~ A
L\ =i 3 0,b5,01, (4.18a)
disp a,B
a#*p
with
2
1 QO 6(00)+2
Q = — | - —_—
B ﬁl ’\/e(ﬂo)( 3 )
Q,
Xpa & [V e(Qy) —r ‘Hg (4.18b)
O'(X) « COSX s1n2x+cos3x (4.18C)
X x X

»

The tensors U and V have been defined in Eq. (4.11b).

It should be noted that the assumption that f g(w) is
analytic is an oversimplification, and that there are more
poles that contribute to the integral of Eq. (4.17) than the
one at o=, First of all, the integration path includes
singularities at tw, [poles of e(w)]. Second, the in-
tegrand contains [e(w)]'’? and [e(w)]*/?, which give rise
to branch cuts. We will not investigate the consequences
of these singularities and cuts on the integral. It should
be noted, however, that the fact that the integration path
hits the poles at *w, is an artifact, resulting from the ap-
proximate extension of the k integral for the lower polari-
ton branch in Appendix B to infinity. In reality, the in-
tegration stops slightly outside the stopgap, yielding a
convergent integral.

The total equation of motion for the operator O may
now be summarized as follows:
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7Q_z E[b"’\a,Q]—H 2 Qaﬁ[b TbB,Q]
a?ﬁﬁ

+ 2 YGB[BLQ/b\ﬁ—%(/b\ L/b\ﬁé"‘éz; LBB)]
a,B

G ryt)

- é 2 [fg\a’é]l"a'ﬁ

Zua D (r,,1)[5,,0] . (4.19)

V. DISCUSSION

In this paper we derived an equation of motion that de-
scribes the excited-state dynamics of impurity molecules
embedded in an atomic crystal. In our picture, the inter-
molecular interactions are mediated by the exchange of
polaritons between the molecules. The main motivation
for this work is to account in a fully microscopic way for
the effect of the dielectric function of a host medium on
the excited-state dynamics of molecules embedded in it.
Our final result Eq. (4.19) is a time local equation for an
arbitrary molecular operator which contains the initial
condition of the polariton field as the only operator out-
side the Hilbert space of the impurities. As argued in
Sec. II, our theory generalizes the usual description of
the excited-state dynamics of a collection of molecules in
vacuum which are interacting through exchange of pho-
tons. Our final equation of motion has the same structure
as the vacuum superradiance master equation;'? the effect
of the host crystal is contained within the coefficients Q4
and ¥, which are scaled by the crystal’s dielectric func-
tion and within the field D °(r,#) with which the mole-
cules interact. If, in order to mimic a vacuum environ-
ment, the dielectric function is set equal to unity, the con-
ventional superradiance equation of motion is indeed ex-
actly recovered. The equation of motion Eq. (4.19) pro-
vides a general starting point to study nonlinear optical
phenomena in a condensed phase. The equation may be
written in a more compact way, which better illustrates
the significance of its different terms. First we note that
in order to calculate observables, we are eventually only
interested in expectation values of molecular operators.
Taking the expectation value of Eq. (4.19) and assuming
that at time ¢t the density operator for the total system is
a direct product of an arbitrary molecular density opera-
tor and a coherent state®3 density operator for the polari-
tons, we obtain

Q) _ L 4(00—0f i)y +i(rQ) .
Here we defined a non-Hermitian time-dependent
effective molecular Hamiltonian

Ha(n=t0,3 515,

(5.1

PPN it PN
TH S Qb lbﬁ"'?z,?’agbzbg , (5.2a)
a,B a,B
a#*p
and
FO=—i3 yub :0bs (5.2b)
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is a term which cannot be interpreted as arising from an
effective Hamiltonian. We concentrate on Hg(2). Its
first term is just the Hamiltonian Eq. (2.2) of the isolated
impurities. The second term is the coupling between the
1mpur1t1es and the expectation value
De(r,1)={D ¢ (r,t)+ D (r,1)) of the total electric dis-
placement field in the perfect crystal, i.e., without the im-
purities, at time ¢. This field is thus an external, classical
quantity. It should be noted that the last two terms in
Eq. (4.19) may only be combined in Eq. (5.2a) to obtain
this interaction with an external field, as a consequence of
the assumed initial condition for the polaritons and the
use of normal ordering of the polariton operators. The
interaction with the external field may be omitted com-
pletely in the special case that the polariton field is initial-
ly in the vacuum state. 13 This situation pertains to
spontaneous-emission problems. The third term in the
effective Hamiltonian is a Hermitian or dissipersive inter-
molecular interaction (as anticipated in Sec. IV). As is
easily shown from Egs. (3.17¢) and (4.18b), the coefficient
Q,p is proportional to the real part of the retarded
dipole-dipole interaction p,* -F(r T3 Qo)-ug where the
presence of the dielectric host is completely contained in
a rescaling with functions of €({),). Finally, the last term
in Eq. (5.2a) is an anti-Hermitian interaction, causing loss
of energy from the impurity system. The coefficient v,z
equals the imaginary part of the retarded dipole-dipole
interaction, again with a rescaling involving €({},), and
describes the superradiant intermolecular coupling for
a7 and the single-molecule spontaneous decay rate for
a=f. Equation (5.1) generates a hierarchy of equations
of motion for expectation values of impurity operators
only, because of the special initial condition for the polar-
itons. We note that only in this situation the equation of
motion derived in this paper (and analogous for the equa-
tion in Ref. 13) is useful for a systematic calculation of
nonlinear optical processes. For other initial conditions,
the operator nature of D “(r,?) must be retained, forcing
one to build a hierarchy which also involves mixed
impurity-polariton operators.

We proceed by concentrating on the intermolecular in-
teractions Qg and y ,5. Our theory shows from a micro-
scopic starting point how these are changed by the sur-
rounding dielectric. It is instructive to study some spe-
cial cases and to compare them with other theories.

We start by considering the near-zone limit
V e(Qo)Qyro5/c <<1. Then
3
Q . €(Qg)+2
e e e N e (5.3)

From this it follows, in particular, that the single-
molecule spontaneous decay rate is given by

— | e(Qy)+2
Y aa =72 €(Qg) 1#3— ) (5.4a)
with
4I~‘§ Q,
vac —
Yaa = 3z p (5.4b)
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the decay rate of the same molecule in vacuum. We note
that the rate Eq. (5.4a) can also be obtained using the
Fermi golden rule

Vaf,:%”!@lzd , (5.5)

with @ the coupling between the molecule and the polari-
tons and d the polariton density of states (in fact, as far as
the single-molecule decay rate is concerned, our calcula-
tion is completely equivalent to evaluating this Fermi
golden rule). In the crystal an excited molecule loses its
energy by emitting polaritons rather than photons.
There is considerable current interest in studying the
spontaneous emission of a chromophore in a finite size
environment (a solvent cluster or a microcrystallite). It is
clear from our present derivation that Eq. (5.4) is expect-
ed to hold only if the cluster size is at least of the order of
an optical wavelength. For smaller clusters we cannot in-
voke the notion of polaritons. This conclusion provides
an explanation for recent supersonic beam experiments in
which it was observed that the radiative lifetime of 9, 10-
dichloroanthracene embedded in Ar clusters does not
reach its bulk value [Eq. (5.4)] even for cluster sizes of a
few thousand Ar atoms.**

If the impurity transition frequency (1, is far enough
from all atomic transition frequencies so that the frequen-
cy dispersion of the dielectric function may be neglected
[e(w)=€], we may derive the scaling in Eq. (5.4) from
heuristic (macroscopic) arguments. In this derivation we
also use the Fermi golden rule, but now we simply con-
sider the impurity coupled to an effective (macroscopic)
radiation field with a modified velocity of light given by
c/€'"? instead of coupled to the microscopic polariton
field. In the frequency domain, the density of modes of
this effective field scales as €*/2, as may be seen, for in-
stance, from Eq. (B8) using o} =ew’. Furthermore, the
coupling scales as € !/? because the plane-wave ampli-
tude of the macroscopic electric field scales in this way.
The inclusion of these two effects in the Fermi golden
rule leads to a decay rate proportional to €!/2, which is
commonly given as the only dependence on the dielectric
constant.” The appearance of the last factor in Eq. (5.4a)
may be interpreted as a rescaling of the impurity’s transi-
tion dipole due to the reaction field or local field from the
polarized environment. Using electrostatics, there is a
dilemma of how to account for this effect. On the one
hand, a rescaling of ., with a factor (e+2)/3 is obtained
by considering the impurity as residing in a virtual cavity
inside the dielectric, whereas the consideration of a real
cavity leads to a factor 3e/(2¢+1). This dilemma has
been pointed out by Agranovich, who adopted the virtual
cavity.® In our microscopic calculation, we do not face
this ambiguity at all; the factor {[e(Q,)+2]/3}? emerges
naturally, justifying Agranovich’s choice.’® Moreover,
our theory properly accounts for frequency dispersion. It
should be pointed out that in the presence of frequency
dispersion the derivative of e(w) enters the density of
states [cf. Eq. (B8)], which, therefore, no longer scales as
[e(w)]’”2. The apparent simplicity of Eq. (5.4a) is the re-
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sult of delicate cancellations of factors in the coupling
and the density of states of the polaritons.

The phenomenological arguments given above may in
fact be used to explain the dependence of both Q4 and
Y op ON € for all values of Qyr,5/c. To this end, we repeat
the derivation of the master equation for molecules in-
teracting with the effective radiation field, which scales as

€ !72, instead of with polaritons. Both Q,p and v .4 in-

volve two interactions with the field, giving a factor € " ;
the density of states yields a factor €*/2 and the local-field
scaling of the dipoles gives [(e+2)/3]% Furthermore, if
we realize that the argument of the tensor 7 and & is kr
and that the wave number k scales like V'e at constant
frequency, the € dependences of Egs. (4.15b) and (4.18b)
are obtained.

We now concentrate on the near-zone limit of the
dispersive interaction

2
Qnear__ 1 E(Qo)+2
ap
() 3
1 1 Topt
X tte | = =35 g (5.6)
T ap rap

which is easily recognized as the instantaneous dipole-
dipole interaction scaled by the screening factor 1/€(Q)
and the local field factor {[e(Q,)+2]/3}% This scaling
has also been obtained by Agranovich, starting from mol-
ecules with (vacuum) instantaneous Coulomb interactions
(p- A Hamiltonian), between which exchange of lattice
excitons takes place.® We note that Agranovich’s start-
ing point is completely unretarded, in contrast to our
theory in which we account for retardation through the
polaritons. Nevertheless, both approaches yield the same
result for the near-zone real interaction because this
quantity is, by definition, not sensitive to retardation. Of
course, effects related to retardation, in particular, the
coefficients ¥ .5 cannot be obtained by just considering
excitons. A well-known consequence of the result Eq.
(5.6) is that the Forster rate of energy transfer between
two molecules, which is proportional to IQQ%‘"IZ, scales
like [(n2+42)/3]*n %, with n =Ve the index of refrac-
tion of the surrounding medium.*

Finally, we give the far-zone results
[V €(Q)Qpr o5/ >>1]
2 | %o e@p+2 |
S 3
sin[V/ €(Qy)Qyr 5/¢
X 90_"0 ab ],ua-‘lf-yﬁ , (5.7a)
Tap
2 2
gr— 1 | Qo | | €Q)+2
b #i| c 3
cos[V €(Qg) Qo7 5/¢]
X r° B Ty, (5.7b)
af

from which it is seen that the screening factor 1/¢€ disap-
pears over large distances.

Because of the fundamental role the crystal polaritons
play in our theory, it is useful to address the key points
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on their calculation once again. First, we did not neglect
umklapp processes, leading to an infinite number of po-
lariton branches and the complete recovery of the retard-
ed dipole-dipole interactions in the crystal. We mention,
without proof, that a theory starting from the multipolar
(u-D) Hamiltonian in which umklapp processes are
nelgected does not yield the local field factor [(e+2)/3]?
as, for instance, in Egs. (5.3) and (5.6), but instead gives
€’. This may be understood because in such a theory
D=¢E is the local field, instead of (e+2)E/3 (E being
the Maxwell electric field). Neglecting umklapp process-
es, one would therefore predict a scaling of, for instance,
the single-molecule spontaneous decay rate with a factor
€2, The most serious approximation in our derivation
of the polaritons is that, in order to obtain analytic re-
sults, we approximated the interaction tensor Eq. (3.15b)
by a constant diagonal tensor R(k,w)=47BQ /3. This is
only correct if wR,/c << 1 and kR, <<1 [cf. Egs. (3.18)].
We note, however, that this approximation has no effect
on the result for the imaginary interaction y .5, provided
that the impurity transition frequency does not approach
the stopgap from below. This can be understood as fol-
lows: the calculation of y,z involves a delta function at
0=, so that the polariton transformation coefficients
and dispersion relation are only needed at frequency €,
and wave number ky,=1"€(Q,)Q,/c. Since Q, is an opti-

cal frequency and we assumed that (), does not approach
the stopgap, we have QR /c <<1 and kgR, <<1 (cf. Fig.
1), which justifies the approximation on R(k,w). We note
that also the extension to infinity of the k integral over
the lower polariton branch as performed in Appendix B
does not affect y .4, again because the relevant wave num-
ber k lies inside the first Brillouin zone. It is an open
question how the above approximations affect the real in-
teraction (4.

An important question is how our results are limited
by the position of the impurity’s transition frequency 2,
relative to the crystal transition frequency 2. We explic-
itly assumed in Sec. IV that Q, does not fall inside the po-
lariton stopgap ranging from Q(1—47B/3)!? to
Q(1+87B/3)"/? and we reasoned above already that Q,
should also not approach the stopgap from below. Strict-
ly speaking, within our theory the imaginary (self-) in-
teractions ¥ ,g vanish for ), inside the stopgap because
the & function then falls outside the region of integration
in Eq. (4.14). One should realize, however, that this is en-
tirely due to our approximation on the tensor R(k,w),
which coincides with an infinite effective exciton mass ap-
proximation, leading to a total absence of polariton states
inside the stopgap. In reality, the lower polariton curve
together with the transverse exciton curve, bends upward
into the stopgap at high wave numbers giving a finite
density of states and finite spontaneous decay rates.
There is a second, more fundamental reason why our
theory does not apply when ), approaches the crystal’s
exciton band, namely that it does not account for delocal-
ization of the excitation of an impurity over neighboring
crystal atoms. This is a consequence of the Markov ap-
proximation, as a result of which the interactions Q4
and v,z are only obtained to second order in the
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polariton-impurity interaction. Delocalization can only
be taken into account in a nonperturbative theory. In his
calculation of the near-zone dipole-dipole coupling men-
tioned above,® Agranovich did go beyond second-order
perturbation theory in the molecule-exciton coupling,
and he therefore obtained extra scaling factors which are
important near the exciton band. These extra factors do
not simply depend on €({)y); the universal scaling with
the dielectric function must be expected to break down
when delocalization sets in. Obviously, our results are
most interesting in the frequency region where delocali-
zation is not important and the dielectric function shows
a clear dispersion. A measure for the importance of delo-
calization is given by pug/#lo,—Ql, ratio of the
impurity-lattice coupling and the energy mismatch.
Comparing this with Eq. (4.10) for e(w), we observe that
the frequency dispersion may still be appreciable while
the delocalizaton is negligible as long as u >>pu,, i.e., for a
host crystal with a relatively large oscillator strength.
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APPENDIX A

In this appendix, we derive Eq. (4.3a) for the coupling
coefficient K, (a) for the four lowest polariton branches.
Using Egs. (3.23), we have, for G=0,

w ey (k) Fp g (k)
172
el
| e

0> —Q*—20R | (k,0)

X S,
([0 —Q*—20R (k,0)P+4mpQ%} /2
(A1)
and for G#0
wakv(k)ﬂ-ya;w(k)
12 1/2
_ | mBQ’ 2rwy P 4o, 0 g
w fi o’ —ofig

Heyx +Ga Cxn
X 2_02_ 2 2 231/2 °
{[o*—Q*—2QR | (k,0)])* +478Q%w} }

(A2)

Substituting Egs. (A1) and (A2) into Eq. (4.2b), we find



7078

ikr
e

a

X
{[0*—Q2—2QR ,(k,0)?+47BQ%} } /2
X { [wZ—QZ—ZQRl(k,m)]pa-ekA:

+20p,-R(k,0)-€;.} . (A3)

The first term in the second set of curly brackets comes
from the G=O0 contribution in Eq. (4.2b), while the
second term emerges from ¥ (-0 We used explicitly
that exp(iG-r,)=1, and the interaction tensor R(k,w) is
as defined in Eq. (3.15b). If we neglect the off-diagonal
matrix elements of this tensor, as we did in the main text,
we may write

Lo R(K,0)-e, =R, (K,0) e (A4)

since ey, is a transverse polarization vector (A’=1 or 2).
Equation (4.3a) now follows trivially from Eq. (A3).

APPENDIX B

In this Appendix we derive Eq. (4.9). If we take the
limit ¥ — oo of the left-hand side of this equation it trans-
forms to

1

1
(2m)?

(B1)

i

;ledeKkv(a)K;V(B)e kT

where 7 stands for ¢+ —t'. Next we note that if k ap-
proaches the edge of the first Brillouin zone, the polariton
frequency for the branches v=(b =upper,A’) (the upper
two of the lowest branches) approaches w;. This is clear
from physical insight; at the zone boundary the exciton

((Di"_Qz)z(ll’a'ek}\')(ekk"pﬁ)e
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and photon are so well separated in energy that they do
not mix. Alternatively, this limiting behavior can be de-
rived more rigorously from the dispersion relation Eq.
(3.20) provided that 2QR | (k,0) <<} in the region of in-
terest. This condition is fulfilled in particular within the
approximation R(k,w)=47BQ /3, which we will confine
ourselves to in the remainder. It now follows from Eq.
(4.3a) that at the edge of the first Brillouin zone

172
27T(l)k

#i

(Boe)e @, (B2)

Kku)\'(a)‘—’

where the branch label v has been split into its two subla-
bels, and u stands for b=upper. In fact, we note that if
the definitions (3.20) and (4.3a) for w,, ;. and K, (a) as
functions of k are considered to pertain also outside the
first Brillouin zone (k+G’), these functions are equal to
y, and K, (a) for the higher Brillouin zones as defined
in Egs. (3.11) and (4.3b). Therefore it is possible to com-
bine in Eq. (B1) the integrals for the branches v=_(u,\’)
and v=(G'70, L") to one integral over the entire k space

=hih (B3a)
S —iw T
1: (21 )3 2 fdkKk“kl(a)K]tu)\'(B)e KuA , (B3b)
) 2
! S oy T
2=(27)3 > ledeKkm(a)KIm(B)e KT B3
A'=1

Here it should be understood that in the first integral the
definitions of K, ,;-(a) and wy,; - have been extended to k
values outside the first Brillouin zone. The label / in Eq.
(B3c) stands for b=1lower.

We will first evaluate I,.
(v=ud')

Using Eq. (4.3a) we find

ik-rua—iwkvr

with r g=r,—rg Since the frequency oy, in this integral
does not depend on the polarization A’ [cf. Eq. (3.20)] and
is also independent of the direction k of k [as a conse-
quence of the approximation R(k,w)=47BQ /3], the sum
over A’ and the integration over k can be performed. It
follows that

wi (wiv_nz )2#11'?( kraB)'F'B

[w},— QX1 +878/3)1*+47B0%0}

1 ©
I,=—>| dkk?
! wﬁfo @y [0, —QX1+87B/3) ]+ 47BQ%0}

Xe BT (BS)
with

~

ar7lkr p) = [ dk(T—kK)e™ " .

, (B4)

The integral in Eq. (B6) can be worked out to obtain the
explicit form of 7 given in Egs. (4.11).>® We now trans-
form the k integration in Eq. (BS5) to an integration over
the polariton frequency w;,=w. This is done using
o, =kc =V'elw)w, with e(w) the frequency-dependent
dielectric function of the atomic lattice given by Eq.
(3.22) with R(k,0)=478Q /3:

47803
-+ QX1 —47B/3)

Straightforward algebra yields, for the integration ele-
ment,

elw)=1+ (B7)

do=V¢€ )“)_zdwi
¢? do?

2 dw
2 — ) k
k-dk 6((0)““03 do

do (B8)
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[independent of the form of e(w)]. Taking the differential

Finally, the lower boundary k =0 of the integral in Eq.
of the dispersion relation Eq. (3.20), it is easily shown

(B5) transforms to a lower boundary at the longitudinal

that exciton frequency (w,) as defined in Eq. (3.21b) (see Fig.
dol B Q1 +87B/3)— 20+l 59) 1). We thus obtain
do? QX(1—4nB/3)—w®
J
1 —_— 3 JENS—)] o
I.=— [“do |2V F Vo) —2L |.ye—ior
1= fw“ o |~ €(®) | poT |Velw) - Bge

QX1+87B/3)—w*+[elw)—1]w?
QX 1—47B/3)—o?

(02— Q?)?

X
[@®— QX1+ 878/3) P +47Be(w)Q3w?

(B10)

Using Eq. (B7) it can be shown through tedious but straightforward algebra that the factor in the second set of large
parentheses in Eq. (B10) equals

2
QX (1+878/3)—w?+[elw)—1]w? (0*—Q?)? _ 1 |e@)+2 Bi11)
Q¥ (1—47B/3)—o? [@*— QX1+ 878/3)*+4mBe(w)Q%w?  €lw) 3 ’
so that
Il=i [ 7 do £ plwe i, (B12)
“

with f,g(w) as defined in Eq. (4.9b).
Now the term I, in Eq. (B3a) is left to be determined. If we extend the integration over all k space, this term can be
treated in exactly the same way as I,. The only difference is that for the lowest polariton branch the interval of the final

integration ranges from =0 to w =w,, the transverse exciton frequency as defined in Eq. (3.21a) (see Fig. 1). We thus
get

_1 e i
L= fo do fag(wle ™o (B13)

This result together with Eqs. (B3a) and (B12), yields Eq. (4.9a). We note that, since in reality the k integration in Eq.
(B3c) stops at the boundary of the first Brillouin zone, the  integration will stop slightly below the lower boundary N

of the stopgap.
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