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We have calculated the energy eigenvaiues of the localized energy states arising from the interac-
tion between the composite exciton-phonon states and isotopic impurity states for 0-0 and 0-1 pho-
non transitions in molecular crystals. The exciton-phonon—impurity state interaction Hamiltonian
is derived, and the results are obtained at low temperatures where the participation of the low-
energy acoustic phonons is assumed to be dominant. A condition on the localized energy states as a
function of the trap depth is obtained. The results are found to be in good agreement with experi-
ments on doped naphthalene crystals, and with the theoretical results already established.

I. INTRODUCTION

Lattice vibrations always exist in crystalline solids, and
most solids contain some impurities. Studies of the elec-
tronic and spectral properties of doped crystalline solids
thus provide information very useful in several applica-
tions. In molecular crystals which are mostly insulators
or poor semiconductors, the exciton-phonon interaction is
an important area of investigation. In doped crystals or
crystals with defects, however, in addition to the exciton-
phonon interaction, the effect of impurities and defects on
excitons and phonons, and vice versa, must also be taken
into consideration. In other words, one has to study the
interactions among excitons, phonons, and defects or im-
purities in solids.

The problem of exciton-phonon interaction in pure
molecular crystals is usually approached through the use
of an interaction operator! —* linear in lattice displacement
vectors, i.e., within the single-phonon-approximation lim-
it. In crystals with defects® or structural disorders,’ the
theory of exciton, phonon, and defect interactions has
been worked out, including only the exciton-phonon and
exciton-defect interactions. However, the defect-phonon
interaction has usually been omitted. It is done through
diagonalization of the exciton-defect interaction Hamil-
tonian first, and then in the approximately diagonalized
Hamiltonian thus obtained the exciton-phonon interaction
is introduced.>® One obvious inconsistency in this ap-
proach is that the introduction of lattice defects or
structural disorders destroys the translational | symmetry
of the crystal. As a result the wave vector k does not
remain a good quantum number which is so otherwise for
excitons, phonons, and exciton-phonon interactions in
pure crystals. Therefore, by diagonalizing the exciton-
defect Hamiltonian first one moves from the translation-
-ally symmetric situation to non-translationally-symmetric
situation, but in that one again considers the exciton-
phonon interaction which is translationally symmetric, as
the defect-phonon interaction is omitted. In order to
avoid this problem of going back and forth from transla-
tionally symmetric to non-translationally-symmetric situ-
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ations it may be considered more appropriate to diagonal-
ize the exciton-phonon interaction first and then introduce
the structural disorders or lattice defects. The diagonali-
zation of the exciton-phonon interaction gives rise to the
composite exciton-phonon states”® which are different
from the exciton states interacting with the localized in-
tramolecular vibrations as done by Klafter and Jortner.’
In the present paper we study the mutual effects of the
composite exciton-phonon states and isolated impurities
(impurity-impurity interaction is omitted) in doped molec-
ular crystals. It is done by assuming that the impurity
concentration is so less that one impurity is infinitely
apart from the others and their mutual interactions can be
neglected. It is also assumed that the impurity molecules
differ from the host only in their energy of excitation,
otherwise they have the same molecular structure, i.e., the
impurities are like isotopic impurities. The Hamiltonian

_ for a molecular crystal with excitons, phonons, and an im-

purity is presented in Sec. II. From this Hamiltonian then
the energy eigenvalues of the doped crystal are calculated
for (1) 0-0 phonon and (2) 0-1 phonon transitions in Secs.
III and IV, respectively. The diagonalized Hamilton® of
the composite exciton-phonon states for 0-0 and 0-1 pho-
non transitions are used, and in these the exciton-impurity
and impurity-phonon interactions are introduced. The en-
ergy eigenvalues of the two transitions are then obtained
as functions of the Debye cutoff frequency, trap depth
(difference between the excited-state energies of the im-
purity and host molecules), and the unperturbed exciton
bandwidth of the molecular crystal. In Sec. V the results
are calculated for doped naphthalene crystals with four
types of isotopic impurities. The results derived here are
valid in the low-temperature limit in which the acoustic
phonons are anticipated to play the dominant role. From
the results obtained two very important features emerge:
(a) the actual trap depth is reduced due to the interaction
with phonons and (b) the structure of phonon spectra
changes with the change in trap depth in 0-0 phonon tran-
sitions but not in 0-1 phonon transitions. These two
characteristics agree remarkably well with the previous
theory, and experimental results obtained in doped molec-
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ular crystals. Although the theory presented here is essen-
tially worked out in the presence of acoustic phonons, the
method can easily be extended to the optical phonons as
well.

II. THEORY

For a molecular crystal with an isotopic impurity the
exciton-phonon—impurity Hamiltonian is derived in Ap-
pendix A. With the use of (A7) and (A8), the Hamiltoni-
an may preferably be written in the following form:

AR)=H,+HAyp , (1)
where

H,=H., +HAph +ﬁex-ph (2)
and

ﬁlP=ﬁex-D +ﬁD-ph . (3)

The right-hand side terms of (2) and (3) are given in (A8).

It is to be noted that the problem of lattice defects® and
structural disorders® in molecular crystals has so far been
solved only with the exciton-defect interaction operator
similar to A ex.p in (3), and the exciton-defect-phonon
operator A p-ph has been neglected. The importance of
A D-ph 18 that it represents the interaction between ex01ton
and impurity in a vibrating lattice where as A ex-D
represents the interaction only in a rigid lattice (at the lat-
tice equilibrium). In a vibrating lattice, therefore, A D-ph
has to be included. One should also note that in the in-
teraction operators ﬁex_p (A8c) and H pph (A8f) of a P
(3), the wave vectors are not conserved, whereas in all the
interaction operators of A o (2) the exciton and phonon
wave vectors remain conserved. This is a consequence of
the translational symmetry being preserved in I?o (2) but
not in A e (3), which is obtained only due to the impurity
that destroys the translational symmetry of the crystal. In
what follows we will use the Hamiltonian (1) to solve the
eigenvalue problems for 0-0 and 0-1 phonon transitions in
doped molecular crystals.

III. 0-0 PHONON TRANSITION

The operator i o in the Hamiltonian (1) represents the
unperturbed Hamiltonian and this has been diagonalized®
in a form that represents the composite exciton-phonon

Hamiltonian A 0.0 for 0-0 phonon transition:

Hoo= 3 1K)d a5, )
X

where ko(ﬁ) is the energy eigenvalue of a composite
|
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exciton-phonon state with wave vector K, and A%

represents the creation operator of a composite exciton-
phonon:

ATR. = c,o(f(,a;nm*k. + ;:, [Cy(K,K—K;n +1)B}(.bT
. k

-

+Ci(k,k—K ,n—l)B Lho o 1]107) (Ocxpn] -

(5)

A2 is the conjugate of (5)
and | Ogy.ppn) represents the vacuum state of the composite

exciton-phonon particles. The eigenvalue ko(ﬁ) is ob-
tained by solving the secular equation:®1°

The annihilation operator!®

W(K)—2(K)=N"'3 sAK,K—k)
¥
I+ ¢
W (K)+#io(K—K)—2g

X

n

4 ¥-K
W(K)—fio(K—K)—4g |
(6)
where the phonon branch index s has been omitted.
We aim at solving the eigenvalue equation:
(Hoo+Hp) | ¥)oo=W5 | ¥)oo , o)
and we have already solved:?
Hoo | Ksn)=2ryK)|K;n) , ®)
where
| K;n):ATR. | Ocxph? - 9)
Therefore, we expand | ¥ ) in terms of | K;n ) as
(10)

| ¥)o0= 3, Do(ﬁ)lﬁ;n) ,
X

where Do(K) is the probability amplitude coefficient
whose Fourier transform is assumed to be!!">

1723 Do(K) exp(—iK i) .
g

Dy(m)=N" (1n

Dy(m) is localized at the lattice site . Using (8), (9),
and (10) in (7) and then multiplying (7) from the left-hand
side by an eigenvector | K;n)*, we obtain the following
secular equation:

[A(K) =W IDo(K)+A,N ! 3 Do(K,)CH(K,T;n)Co(K,, 03n) expli (K, —K)-B]

<
K,

X[Zo(K 1, K, Ao)+Z 1 (K, K, Ao+ Z,(K(,K,20)]=0 .

where

(12)

X -

X
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SAKK-K)(1+75_3)

ZoK, K )=N"13 |1+
¥

SAK, K-l‘{)

[ (§) + i (B — &) — A BN W (K + K —K) +fin(K —K)—Ao(K )]

(13)

+
[W(K)—fio(K — —K) - K[W(K+K

-

S‘(k,Kl—k)(l'l'ﬁil_T{) ’S*(k’k"‘Kl)- —ﬁl

-K
-K

|
o
|
>
=N
iy

) —fio(K

Z(K K r)=— 3 P(K,K,K,—K)

= W (K)+fin(K; —K)—Ao

=2

ZZ(I—{I’K,}‘O)“—‘— 2 P(E,K],ﬁ—K)

¥ W (K)+7io(K—K)— 2o

" : (14)
W (K)— (K — K1) — Ao
S*ER-O+7,_ ) SEKK-B_o s

W (K)—fio(K —K)—Ag

In order to solve the secular equation (12) analytically we have to make certain simplifying assumptions. We assume
that Z,, Z,, and Z, are not very sensitive to K;—K, and this enables us to obtain

Zy(K1,K,ho) ~ Zo(K, K, Ao)=[Co(K, O;n)] >,
Z(K, K, 20)~Z, (K, K, 20)=Z (K, Ap) ,
Z,(K 1, K A~ Z, (KK, A0)=Z (K, Ao) .

(16)
1n
(18)

We use (16)—(18) in (12), multiply (12) by N—1Co(K,0;n) exp[il_i-fﬁ],‘and then sum it over K to obtain

exp[iK-(f—P)1Fo(B)

Fo()+AN 1S — +2N 1Y
- A(K)— W <
where
Fo(@)=N~"13 Co(K,0;nDo(K)exp(iK-f) . (20)
®
For =7 the secular equation (19) becomes
1
1+AN 1S ————
PTg B —wh
Co(K,0;n) | 2Z (K, A,
fan-t s JCEKOMZ®A)
% Ao(K)— W3

Equation (21) is still very complicated to solve; one has
to evaluate first Co(ﬁ, O;n) and Z (K,ko) as explicit func-
tions of K and Ao. For this we define a low-temperature
limit in which one can assume that the phonon population
ip=f_o=0, and only the low-energy acoustic phonons
can take an active part.? By using these assumptions,
Z(K,Ao) and Co(K,0;n) are evaluated in Appendices B
and C, respectively, and it is found that Co(K,O;n)%. Us-
ing (B8) in (21), we obtain the secular equation as

3'h“)Debye
1+A, |T\+———F— (T +T
+4, 1+8(IIP)1/202( 1+T5)

(5WD —4fiopepye)
5

where I and I, are, respectively, the mass of host and im-

T;=0, (22

Co(K,0;n)2Z (K, Ao) exp[iK-(7a—B)1Z(K, o)

— =0, (19)
A K)— w3

purity molecules. v is the velocity of sound in the crystal
and

1

T\=N"13 ———, (23a)
% MEK)—W)
T,=N"'y —L1 | (23b)
2 [Eo(B)—A(K)]
T3=N—12 1 (23¢)

[Eo(K)—2Ao(K)][Ao(K) — WD]

The secular equation (22) gives W) as the energy eigen-
value obtained due to the interaction between the compos-
ite exciton-phonon states and impurity or the trap with
depth A,. The composite exciton-phonon wave vector K
sums over all possible values. However, before one can
calculate W3 from (22) one need to evaluate T,, T,, and
T;. Here we present the evaluation of T';, and only men-
tion the results for T, and T'; which can also be evaluated
following the same procedure.

A. Evaluation of T, (23a)

We convert the sum over K in (23a) into an integra-
tion'2 over the composite exciton-phonon energies as

Tl“ f pex-phd)"o

vl (24)

where pg’x.p,, represents the density of the composite
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exciton-phonon states in 0-O phonon transition. pgx_p,, is
obtained from the product of the density of exciton states
Pex and that of phonon states D (#iw) as
Ej+B _#o
0 0 Debye
Popn= [ . I, pedl EXD(Fieo)8(Wo — W —Fi0)

XdE d (fiw) . (25)

In evaluating the integral (25) we set the initial phonon
population 271’ o (e +7 >)=0, so that

W=E + g fio(G) A4 +7)=E .
q
However, this is done only to avoid the superficial com-
plications without the loss of any generality. The exciton
energy limits of integration is taken within the unper-
turbed exciton band ranging in energy from Ej—B to
Ey +B; E| being the center and 2B the width of the un-

perturbed exciton band. Using the Debye model for the

density of acoustic-phonon states given in (B5), we obtain
from (25)

o _ 3[(Eo—Ey)+B*/2]
Pex-ph= ( ﬁwDebye)a

where E, represents the energy variable of the pure exci-
tonic state corresponding to

Wo=Eo+ 3 #io(q) iy +7) .
q

) (26)

In order to evaluate T; (24), we also need to know the
eigenvalue A of the composite exciton-phonon state and it
is obtained?® as

M=Eo*[E{(Eq—Ey)+BAEy/2—Ey)V4~12, (27)

where t =Iv?=mQu? with m being the mass den31ty and
Q, the volume per unit cell of the crystal.

Using pex-ph (26) and A (27) in (24) we obtain T'; in the
following form:

where

B3/2
T V2AB-WY)

T, (28) is derived taking the center of the unperturbed ex-
citon band, E;=0, and within the limit such that

(29)

(BZ+8Wgt)1/2
V2t (2V2tB +B)

Likewise, T, (23b) and T; (23c) can be evaluated, and
the expressions obtained are

372
T,=+ iZ_CL, (30)
5(#iopepye)®
4V2iB | B
r=—" |+ 225 2w
(ﬁwDebye) B 3
B* 3_, B? 14u
Tl 27 s | 1=
233/2
B¥ (31)
+BF

B. Solution of the secular equation (22)

Usually it is expected that ¢ >>B and | W5 —B | is not
very small. This gives | U | << 1 leading to

3 B* BWj 2, B2 1+u
r——23 | |E 4 we+ B
' wpaye? | (82T £ 2T 2 1 |14 | o
1—u
_2B%? _2B%? |B? WO In this limit we substitute T'; (28), T, (30), and T'; (31) in
Y3var T v |2 +3Wp the secular equation (22) which then becomes a quadratic
in W9, and the possible solutions are given by
pE=[—b+(b2—4ac)'”*1/2a , (32)
+ZB2rawdn |, (28) [ ]
2t where
|
@ =+180A, (fiopeye) V21 33)
b =304, (8t + 3fiwpey.)(£3tB>—Bt V2B ) /t V2t
—15A, fioopepyel F4BV2E +3B32F6B%/V'2t ) F144V/21 A, (Fidpepye)” » (34)

¢ = —40t(Fiwpepye)*V' B — 50, (8t + 3tiwperye( F2B3t F3B*+ 5 B3V2tB )
+126A, (fiwpenye) B2V 2t + 12A, (fiwpeny.)(F4BV2t +3B32F6B2/V2t ) . (35)



30

The eigenvalue W9 thus derived in (32) represents the
possible solutions for 0-0 phonon transition energy states
as explicit function of the trap depth A,, Debye frequency
fiwopevye> and the bandwidth (2B) of the unperturbed exci-
ton band.

IV. 0-1 PHONON TRANSITION

We follow the same procedure as for 0-0 phonon transi-
tion. The unperturbed Hamiltonian (2) is obtained in a di-
agonal form® as

Hu= 3 MERAY Ay & (36)
K,k
where
ME,K)=WEK-—K)+%(K)*N~12|S(K-K,kK) | ,
37

represents the energy eigenvalue of a composite exciton-
phonon state with wave vector K created by an exciton
with wave vector (K—K) and a phonon with K. The
composite exciton-phonon creation operator A Tk’ T is ob-

tained?® as
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In (36)—(38) it is assumed that in a 0-1 phonon transition
only the interaction between a pure exciton state and a
state with one exciton and one particular phonon is im-
portant within the single-phonon approximation. Interac-
tion with multiphonon states® is neglected here.

The eigenvector of the Hamiltonian ﬁo_l (36) plus
Hp(3) can be constructed as

1¥)ou= 3 Dy(K,K) | K,K-K,K;n) , (39)

K

where D1(I_{,E) are the probability amplitude coefficient,
and |K,K—{q;q;%) are the eigenvectors of Hy.i:

(41)

Using (36), (3), and (38)—(41), we solve the following
Schrodinger equation for the 0-1 phonon transition as we
did for 0-0 phonon transition in the preceding section:

t rOAR T B t t 2 G-t ~ N
A—]—i,?—[C](K—k’k;n +1)Bi—¥b?+CO(K,O,n)BK] (H0-1+HIP)I\F)0-1=W11)|\P)0-1 . (42)
X | 037 ) Ocxpn | - (38) The secular equation thus obtained is
1
ME K —WHID (K, K)+4,N " 3 DK, K)CHEK—K,K;n +1C,(K'— K, K;n + Dexpli (K’ —K)-B]
‘K’ '
X[Z (R, KK, K)+Z,(K", KK, K)+Z3(K",K,k,kK)]=0, (43)
where
o N * — ,__-—> — —»_——» —
Zj (KK Kk K)=(1+7) [1+ Er— S (Kq k’k)S(Kq k’f) = , (44a)
(W (K'—K)+70(K) =MW (K —K)+7i(K)—A]
o PRK'—4,S(K—KK)1+7)(1+7 )
ZlZ(K”K’k)a)='— . - s (44b)
Wi(K —Kk)+#w(k)—A,
o P(R—KK',—KS(K'—G, )1+ ) 1+7)
Zx3(K,K,k,_q,)=— . (44c)

WK’ —§)+%H0(q)— A

In order to solve (43) we assume that le(ﬁ’,ﬁ, k, k), ZIZ(I_(",I_{, k,k), and 213(1—(",12, k,K) are not very sensitive to
K’'—K. Applying, then, the low-temperature limit (7 =7 _ > =0), we obtain from (44) the following simplified forms:

Z (KKK, K=[C(K-K,k;n +1D]2, (45a)

W (R —B) -+ (B)— A, ]~

Zl2(ﬁ’7K’E’E)=Zl3(ﬁ,’K)E,E)~Z(K7E)= =
AN UI,) ()

(45b)

Using (45) in (43), we obtain the secular equation:
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MK, K)— WD (K, K)+A,N ! 2 DK kK)ct(K—

-

x[Cy(K

l—<’,i<*;n+l)C1(I—{’——
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-

K,K;n + Dexp[i (K '—K)-B]

—K,kn+1)7242Z(K,X)]=0. (46)

As N is usually very large one can expect Z ( K,K) <], and this gives a very simplified secular equation from (46) as

(MR, ) —whID (K, K)C (K—K,K;n + D+A,N~' 3 DyK", K)C(K'—K,K;n +1) expli (K'—
<=

As in the 0-0 phonon transition, we define here a F;(in, k)
as

Fi(i,K)=N"'2S D(K,X)C(K,K;n + 1) exp[iK @] ,

K \
48)
and (48) enables us to write (47) as
~ Fy(B,K)exp[iK (i —P)
P B+an-t s DEReplRGE-PI_,
% MEK)—W)
(49)
For m =p, we obtain from (49)
1+A,N~! 2 1 (50)

T ME-w)

We convert the sum into an integration over the energy
variables in (50) to give

p:l:x-phd A 1

=0, (51)
M—Wp

1+, [

where pex ph is the density of the composite exciton-
phonon states in the 0-1 phonon transition.

pex .ph 18 obtained, as shown in the preceding section,
from the product of exciton’s density of states, p.x and
phonon density of states D (#iw). In the O-1 phonon tran-
sition, however, as we consider the excitation of only one
phonon of a particular mode, the composite exciton-
phonon density of states would be the same as the exciton
density of states:

Phem=r[B*—(E ~Eg P72 (52

Using (52) in (51) and taking the center of the unperturbed
exciton band at zero (Ey=0), one obtains the energy
eigenvalue W) from (51) as

Wh=—B(14+A2/B)' 2 14w . (53)

The energy elgenvalues W3 (32) for 0-0 phonon transi-
tions and W) (53) for 0-1 phonon transitions both are cal-
culated within the low-temperature limit. Obviously at
higher temperatures the spectra will be much more com-
plicated as will a solution to be the corresponding secular
equations.

f(’)-p]:Q . @

V. RESULTS AND DISCUSSION

The eigenvalues W3? (32) for the 0-0 phonon transition
are obtained as roots of a quadratic equation, and there-
fore they become imaginary for b2—4ac <0. On the oth-
er hand, the eigenvalue Wj (53) for 0-1 phonon transition
does not show such a behav1or This is a very interesting
difference between the eigenvalues W5 and W) and the
meaning of this will carefully be presented in what fol-
lows. However, before doing this one may like to see
some numerical values for W3 and W) in order to get a
deeper insight of the problem.

Consider naphthalene crystals doped with four types of
isotopic impurities'® (1) CyDs, (2) 2a-CjoH¢D,, (3) 2a-
C,oH;D¢, and (4) 4-C;oH;D,. The corresponding trap
depths (A,) of the impurity levels,'® measured from the
bottom edge of the unperturbed exc1ton band of the host
crystal, are (1) A,=50 cm™', (2) A,=30 cm™, (3)
A,=18 cm™!, and (4) A,=8 cm". We consider a typl-
cal value for the unperturbed exciton bandwidth in the
pure naphthalene crystal as 200 cm*l, so that B=100
cm~!. The eigenvalues W3 (32) and W) (53) are calculat-
ed taking the center of the unperturbed band as the origin
( Ey =0); therefore, we measure the impurity energy levels
also from the center of the unperturbed band. The above
four impurities then would appear at energies E, such
that (1) E,=—150 cm~!, (2) E,=-—130 em™, (3)
E,=—118 em™", and @) E, — 108 cm™". The bottom
edge of the unperturbed exmton band would then be at an
energy = —100 cm™ L Wlth the use of the above values,
in Table I W= —E, and Wy, =W} —E,, where
Wy, gives the pos1t10n of the energy eigenvalue for 0-0
phonon transition measured from the energy E, of impur-
ities. One can calculate the energy eigenvalue due to the
interaction of exciton-defect interaction®!> (no phonons)
as

Wy_x=—B(1+A2/B})/2 . (54)

The position of W,_, measured from E,, and given as
Ep.ex=Wp.ex—E, is also calculated and given in the
Table I for above four doped crystals. The composite
exciton-phonon energy eigenvalue for the 0-0 phonon
transition Ay’s (27) relative position from E,, defined by
Aoo=Ao— Ep, is also given in Table I. Ao.o does not de-
pend on the impurity. For results given in Table I the
positive sign in Aq (27) is used.
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TABLE 1. Eigenvalues W, and W, of 0-0 phonon transition, and the corresponding energy eigenvalue of the composite
exciton-phonon states (Aq) are calculated for naphthalene crystals doped with isotopic impurities of trap depths A, =50, 30, 18, and

8 cm™

1. The parameters used in the calculations are the sound velocity v=1.3X10* cm/s, unit-cell volume Q,=4.74 X 10~2? cm?,
and mass density m=1.283 g/cm®. Debye frequency #i pevrye =90 cm ™

3

!, The energy eigenvalue E.,.p, and W, are also calculated.

Eop=Wpe—E, Wio=(W5 )~ Woo=(W3)\—E, Aoo=Ao—E, Wor=Wp—E,

E, (cm™!) (cm™!) (cm~!) (cm™!) (cm™) (cm~1)

—150 38 22 75 2812 38 +7iw

—130 26 8 49 2612 26+ i

—118 16 3 20 249* 16 +%iw

—108 6 not possible not possible 239 6+ i

—100 0 231

(pure

crystal)

*Not prominently effective.

A. Comparison with experiments

In the fluorescence spectra of 0-0 phonon transition in
naphthalene crystals doped with the above four impuri-
ties, Meletov et al.'*!* have observed at temperature
<4.2 K that as the trap depth A, changes from 50 to 8
cm~! the fluorescence spectra changes significantly. For
A,=8 cm~! some emission occurs at about 120 cm™!
away from the impurity transition line at E,, and this
emission is identically close to the intrinsic spectra of pure
naphthalene crystal.

From Table I it is clear that we get localized energy
states (do not depend on k) with two distinct ( W, and
W) eigenvalues due to interaction between the compos-
ite exciton-phonon states and impurity levels for trap
depths 50, 30, and 18 cm™!. The transition can, there-
fore, be expected to take place at these energies in the 0-0
phonon fluorescence spectra. This agrees very well with
spectra by Meletov et al.,'>!* where they observe double
peaks between 40 and 80 cm~! range from phononless im-
purity transition for trap depths 50, 30, and 18 cm™
According to the present calculation these lines are due to
the localized energy states arising from the interaction be-
tween the composite exciton-phonon states and the impur-
ity.

For the trap depth 8 cm ™!, however, Meletov et al.!>!4
have observed a change in the spectra such that one of the
peaks of the doublet changes into another peak that ap-
pears at about 120 cm~! away from the peak at E,.

From Table I we see that the trap depth 8 cm™! satis-
fies the condition of b%<4ac in (32) as result the eigen-
values due to the interaction of the impurity and compos-
ite exciton-phonons are not possible. That means the lo-
calized energy states due to the interaction between the
composite exciton-phonon states and impurity states do
not arise when trap A, <8 cm™!, However, the eigen-
value Aq of the composite exciton-phonon states are still
possible, hence a composite exciton-phonon line can be ex-
pected to appear at Ay. According to the result of Table I
this line appears at 239 cm™! away from the phononless
line. It is, therefore, conclusively convincing that the line
observed by Meletove et al. at 120 cm™! for the trap
depth 8 cm™! is due to transitions into the composite
exciton-phonon states. It is also observed by Meletov

et al. that the features of the 0-O0 phonon spectra corre-
sponding to the trap depth 8 cm™! is very close to those
observed in a pure crystal. This is what one can expect
from our calculations as well because the composite
exciton-phonon states are the intrinsic characteristic of a
pure crystal. Therefore, in pure crystals the transitions
correspond to energy states at Ay In Table I, Ay =231
cm™, away from the bottom edge of the unperturbed ex-
citon band in pure crystal is very close to Ag.o=239 cm™ -1
corresponding to the trap depth 8 cm™".

Although in Table I we give the eigenvalue (Aq) of the
composite excnon -phonon states in crystals with A, =50,
30, and 18 cm~! as well, it is expected that for these trap
depths the interaction between the impurity and compos-
ite exciton-phonon is relatively much more promment to
give rise to the localized energy states at Wxo. Therefore,
the pure crystal’s energy states Aqo of the composite
exciton-phonon would not play significant role in crystals
with deep trap depths, i.e., A, =50, 30, or 18 cm™!

In view of the results obtained here and those observed
by Meletov et al., the mechanism of interaction of the
composite exciton-phonon with an impurity can be
described as follows: If the trap depth A, is appreciably
large so that b2—dac>0 is satisfied the compos1te
exciton-phonon and impurity states interact to give rise to
new localized energy states different from the pure crystal
spectra. However, if the trap depth A, is small such that
b%—4ac <0, the interaction between the impurity and
composite exciton-phonon states does not remain so
prominent. The localized energy states do not arise then.
In this case, one would observe the impurity spectral lines
and composite exciton-phonon peaks separately, as it ap-
pears1 in the crystal of naphthaléne with trap depth 8
cm™ .

Meletov et al.'>!* have observed the occurrence of no
emission lines in the 0-1 phonon transition as it appears in
the 0-0 phonon transition at A, =8 cm~ 1. It is obvious
from Table I as well as from (53) that W), exists for every
value of A,, i.e., the presence of an impurity, no matter
how small its trap depth might be, does seem to change
the intrinsic spectra of 0-1 phonon transition. Therefore,
the recurrence of the intrinsic composite exciton-phonon
lines as it happens in the 0-0 phonon transition is not pos-
sible in 0-1 phonon transition at small A,. Thus, here
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again the present theory is in perfect agreement with the
observed result.

B. Comparison with previous theory

Craig and Singh!® have suggested that the participation
of phonons masks the true trap depths of impurities in
molecular crystals. From Table I one can see that the im-
purity line appearing at E, changes to Wt or W™ due
to interaction w1th the composne exciton-phonon states.
Both W5t and W3~ are shallower than W by Wg, and
W, respectively. For example, the impurity spectral
line that should occur at an energy — 150 cm™! (for 50
cm™! trap depth) occurs due to the interaction with the
composite exciton-phonon states, at —128 or —75 cm™!
from the center of the unperturbed exciton band. Thus,
the masking effect'® of impurities is demonstrated more
clearly through the present calculations.

The results obtained here are in excellent agreement
with the experimental as well as theoretical results; how-
ever, it should still be considered only as a qualitative
agreement: firstly, because the results are calculated for
crystals with one molecule per unit cell, secondly, because
the parameters such as B and fiwp are not known exactly
for naphthalene crystals, and finally, because of the ap-
proximations and assumptions involved in arriving at the
final results.

The results derived here are valid only at low tempera-
ture where one can neglect the phonon population
(7 3 ~0). This is why all the energy eigenvalues are ob-

tained independent of the temperature as
- _11-1
nﬁ—[exp(ﬁa)a.ﬁ) 1]

(B=1/kyT, kg is the Boltzmann constant) is neglected.
It is, however, obvious from the secular equations (12) for
0-0, and (43) for 0-1 phonon transitions, that their solu:
tions are extremely difficult to find otherwise. This also
means in other words that the spectral analysis would be
very complicated at higher temperatures for both 0-0 and
0-1 phonon transitions. Meletov et al.!>'* have observed
such complicated spectra in doped naphthalene at higher
temperatures.

The theory developed here is essentially applicable for
crystals with very low isotopic impurity concentration so
that the isolated impurity approximation can be applied.
For higher concentration, however, one has to include the
impurity-impurity interaction which has been neglected
here in the Hamiltonian (1). The problem then becomes
severely complicated, as is well known.

APPENDIX A: EXCITON-PHONON-IMPURITY
HAMILTONIAN

Consider a molecular crystal with an impurity occupy-
ing one of its lattice sites at P. The impurity molecule is

._N—l 2 2

—»—»—»

1 , k'

AE+ 3 D _ |B
m;&l ’

+8,N~" 3 BLB.. expli(K'—K)-B].
i
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soepli(K'—K)-T]+N"0 3 3 My

assumed to be such that only its energy of excitation is
different from the host molecules, an isotopic impurity.
The exciton Hamiltonian of such a crystal without any
latltice vibrations can be written in the real crystal space
as

5 t
H= 3 |AE+ 3 Dy |B:By
T+ I+
¥ t
+T M BBy +AELBLB, (A1)
#

where AE is the excitation energy of host and AE,, is that
of the impurity molecules. It is assumed in writing the
the Hamiltonian (A1) that the intermolecular interaction
terms D, T and M _ between impurity and host are

equal to those between host and host molecules. This as-
sumption may be considered fully justified for isotopic
impurities which have similar molecular structures. One
does not have to use this assumption, but then one must
write these different intermolecular interaction terms
separately, which only complicates the form of (A1)
without any significant change in the final results particu-
larly for isotopic impurities.
The Hamiltonian (A1) can be rearranged as

tp.
+4,BLB (A2)

where A, =AE, —AE is usually known as the trap depth.
The ﬁrst part of the Hamiltonian (A2), without the term
A,, is the same as that for a pure crystal, and the impurity
term can be considered as a perturbation operator. For a
pure crystal with one molecule per unit cell the exciton

operators transform as

B N‘VZZB exp(—ik-T). (A3)

The transformation (A3) can be considered as the zeroth-
order correct basis for the crystal with isotopic impurity,
whose excitonic Hamiltonian is given in (A2), because the
operators B are originally obtained as the productl 16 of
electronic wave functions localized at individual mole-
cules. Therefore, the operator BT)’ in (A2) as well can be
expressed as (A3) up to the zeroth order.
Using (A3) in (A2), we obtain

t e LT, T
» BBy expli(k’m—k-1)]

«m K,kK’

(A4)
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The lattice vibrations can be introduced now in (A4) by
considering T, as the instantaneous positions of the mol-
ecules during the lattice vibrations. For clarlty, however,
we will replace in (A4) 1,m by 1 ,/i’ such that
_1"=T+ﬁ-r and ﬁ':fﬁ—f-ﬁa, where l,m represent the
equilibrium positions and RT’RE the lattice displace-
ment vectors due to vibrations. We will denote the Ham-
iltonian thus obtained from (A4) as H (l_i), meaning that
the Hamiltonian now depends on the lattice displacement
vectors R. We expand HR) in Taylor’s series about the
lattice equilibrium to obtain

HR)=HO)+A"R), (A5)

where H(0) is the Hamiltonian at the lattice equilibrium
and it is identical to (A4). H '(R) is the first-order term
of the Taylor’s series and it is linear in lattice displace-

ment vectors RT as

-

R)= 3 R |[2LR) . (A6)
T

Expressing"’ ﬁT in terms of phonon wave vectors q, and
then using the translational symmetry in the unperturbed
part of the Hamiltonian H (R), we obtain from (A5)

ﬁ(ﬁ)=ﬁex+ﬁex-D+ﬁex-ph+ﬁD-ph+ﬁph ’ (A7)
where
=3 E(KBLB, (A82)
X

is the unperturbed exciton Hamiltonian with the unper-
turbed exciton energy,

E(K)=AE+ 3 [Dg

7, (R=0)

8l

m=+£0
+M6.’l_n.(R=0)exp(ik-fr’1)] .
(A8b)
Also,
Hop=8,N"" 3 expli(k'—k)- I)’]BkB? ,  (AS8c)
g

is the exciton-defect interaction at the lattice equilibrium,

Aam=N"1? 3 s,¥,qB.

+
B aqlebog,+b
k,q,s

)

—
q,s

(A8d)

is the usual exciton-phonon interaction obtained from the

unperturbed part of A(R), |

N—2 #E (K )(K —K)?

So(K, D =F(K, D +X(@+L(K,§)+J(k, @), (ASe)
is the exciton-phonon coupling function”'®'7 with s
denoting the phonon branch, and
Apap=8,N"" 3 P(KK"q)
X, K, Ts
xexpli (K'—kK+) B
i T
B?B?'(b-a’,s+ba’,s)’ (A8)

is the exciton-defect-phonon interaction due to the pertur-
bation term. Pg( E,l—(",?j) represents the coupling function
of interaction between excitons and phonons in the pres-
ence of an impurity, and is given by
7 172

Pk, K"\ §q)=—i | ——— K
* 2I,Now(q)

(K—kK")6(q), (A9

with I, as the mass coefficient of the impurity, w,(q) is
the frequency of phonons with vector ¢, and &,(q) is the
unit polarization wave vector.
H ph is the usual phonon Hamiltonian as
Hyp= 3 #io,(q)bl, b

q,s qs
q,s

It is to be noted that A ph i added in (A7) and it is not de-
rived from (A6).

+3). (A10)

APPENDIX B: EVALUATION OF Z (K, Ao)
[in Eq. (21)]

From (14) or (15), and (17) and (18), we find

-

Z(K,Ap)=— 3 P(K,k,K—Kk)
¥
* - —> — -
S*K-K)(14+7g o)
W (K)+7io(K—K)—Aq

S*Kk-Kia.
+— = (B1)
W(k)—fio(k —K)—Aq
We evaluate Z(K, Ao) at low temperatures with

e T{_ni’ % ° =0. Also, we consider only the term

,(k,K K) contributing dominantly to the coupling
function S (k,K—k) in (B1). I,(k,q) is given by'’

4 172
——— | EX)&(4)q. B
o,(q) (k)e;(q)-q (B2)

—

I(k,q)=—i

Using (A9) and (B1) in (B2), we obtain Z(K,Ao) in the
low-temperature limit as

Z(K, A=

N—2

#AE(K)k 28(K—k—Kk ")

2 = — — - —
2IL,)'? T o (R =KW (K)+ B —K)—Ao]

= 172
2, 4,

@, (KW (K)+Hag (K" —Ao]

(B3)
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Converting the summation into integration over the energy variables we obtain

E)+B

fopeye Etio(Wo— W —%iw)D (fiw)

Z(K,Ap)=

(—H“)—m“zf,_B X

when v is the sound velocity in the crystal, and D (#iw) is
~ the phonon density of states given by

D (#i0)=3(# )* /(#i0Devye)’ - (BS)

@peye is the Debye cutoff frequency and Ej is the center
of the unperturbed exciton band. For

dE d (#iw) (B4)

W +#io— Ao

I

we can set the initial phonon energy to zero without any
loss of the generality, and then

W(K)=E(K). (B7)
Using (B5) and (B7) in (B4), we find that

3(Fiwpepye)(SEo(K) — 4irpepye)

) =E(& o (G T+ (B6) Z(K,Ap)= . > (BS)
WIO=E()+ 2 fion(@)g +3) 2001, 20 Eq(K)— Ao(K)]
APPENDIX C: EVALUATION OF THE COEFFICIENT Cy(K, 0;n)
Co(K,O;n) is obtained as®
. SAKK-K) (1475 o) ne_
|Co(K,0;n) | 2=N"1F |1+ = — 4 (cy

= [W(K)+7(K ~K)—Ag]?

[W(K)—#(K —K)— A2

We intend to evaluate Co(K,0;n) at low temperatures, where only the involvement of low-frequency acoustic phonons
can be considered significant; optical phonons can be neglected:

Sk, K—K)

| Co(K,0;n) | "2=N"1F [1+

(C2)

T [W (K)+7io(K —K)— Ao

The coupling function of exciton and phonon consists of four terms as given in (A8e).

F, (k,q) and X (q) are dominant for phonons with zero wave vectors, I,(k, §) is dominant for phonons with nonzero
wave vectors, and J (K, q) is usually very small and can be neglected. One can therefore write (A8e) as

SS(E’a)‘: IFS(E’6)+XS(6) I 5
Using (C3) in (C2) we obtain

4.5 HLETD).

|Co(K,05n) | 2=N"1F |1+

E(K,0)4X,(0) %8 o + | [,(K,K—

(C3)

—

k)|?

(C4)

% [W(K)+%i(K —K)— A2

In (C4) the term with coupling functions F and X for acoustic phonons will become

_ |F(XK, 0)+)(s(0)l2
[W(K)—Ao]

(C5)

N is usually large and therefore this term can easily be neglected from (C4); we then obtain the resulting C o(K,0;n) as

| I(K,K—K) |2

|Co(K,O3n) | 2=14+N"1 3

The coupling function J( K,K—K)is given by
R_©)|’= #EAK)(K —k)?

2l o ( K—k)
Substituting (C7) in (C6), we obtain

|1,(k,K

T WE)+AoK—K)—Ay

(C6)

€7



30 MUTUAL INFLUENCE OF THE COMPOSITE EXCITON- . ..

AEAK (K —K)?

7277

| Co(K,0;n) | 2=14+N"!

t 2K —K)[W(K)+ho(K—K)—A)?
2N 12
AEAKK B, o o

k ) : (C8)

., (@m)PN~?
=1+ 2Iv b

7,5 WENWE) +ho(K )=o)

We now convert the summation over k into an integration over the energy variables and then following the steps used

in solving (B3), we obtain from (C8):
E. +B

(C9)

N i 0
oy =2 n
ICO(KyO!n)] l IU2 f 6_3 0

fﬁwnebye E2w8(Wy— W —#i0)pedE d (#iw)
(W +#i— Ao)? ’

One can set the initial phonon population to zero, i.e., . fiw(q )7, + 4)=o0. CO(I—{, 6;n) 2 js then obtained as
g q g T2

N Ey?|Eo(K)—E} | +B%| Eo(K)/2—E} |

(C10)

| Co(K,O;n) | —2=1 —
IAEK)—1Ap)?

Using (27) in (C10), we obtain
Co(K,0;m=1/V2.

(1)

Therefore, at very low temperatures, the probability ( | Co(K,0;n) | ?) of exciting a pure excitonic state is 5. That is
what one may expect anyway as there are only two possibilities in exciting a pure excitonic state at low temperatures.
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