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Abstract

We report calculated substantial enhancement of the second-harmonic generation (SHG)

in cuprous oxide crystals, resonantly hybridized with an appropriate organic material
(DCM2:CA:PS ‘solid state solvent’). The quadrupole origin of the inorganic part of the
quadrupole—dipole hybrid provides inversion symmetry breaking and the organic part
contributes to the oscillator strength of the hybrid. We show that the enhancement of the SHG,
compared to the bulk cuprous oxide crystal, is proportional to the ratio of the DCM2 dipole
moment and the effective dipole moment of the quadrupole transitions in the cuprous oxide.

It is also inversely proportional to the line-width of the hybrid and bulk excitons. The
enhancement may be regulated by adjusting the organic blend (mutual concentration of the
DCM2 and CA part of the solvent) and pumping conditions (varying the angle of incidence in
the case of optical pumping or populating the minimum of the lower branch of the hybrid in the

case of electrical pumping).

1. Introduction

Considerable attention has been paid to the relatively strong
optical second-harmonic generation (SHG) in thin film (D4
symmetry) and bulk (O, symmetry) cuprous oxide crystals.
This was first addressed in the pioneering work of Shen et al
(1996). The effect is attributed to the electric-quadrupole
hiwrs = 2.05 eV exciton effect. The quadrupole exciton has
very small oscillator strength but it possess rather narrow line-
width 7y, s so the effect is well pronounced when the exciting
laser energy is close to one fiw;s — iw < Ay;s or two photon
resonance fiwys — 2hw K hy;s. In the dipole approximation
this effect disappears (Atanasov et al 1994).

We propose to amplify the SHG characteristic of the 1§
quadrupole Wannier exciton (WE) in cuprous oxide by making
a hybrid with an organic Frenkel exciton (FE) (see the next
section for more details). The idea of resonant enhancement
of some nonlinear properties generic to semiconductor dipole-
allowed Wannier-Mott (WE) excitons was presented in the
pioneering work of Agranovich et al (1998) for layered
organic—inorganic heterostructures. It was also developed
for quantum wires and dots embedded into an organic shell

0953-8984/08/235238+09$30.00

(Engelmann et al 1998, Gao et al 2004) or attached to
dendrimer structure (Huong and Birman 2000, 2003).

In our previous work (Roslyak and Birman 2007a) we
demonstrated considerable enhancement of another nonlinear
effect in cuprous oxide, photo-thermal bi-stability which
was measured in pure Cu,O crystals (Dasbach 2004). We
demonstrated a considerable enhancement in the hysteresis-
like region size (from weV for bulk cuprous oxide to meV
for the hybrid). The enhancement was attributed to the large
oscillator strength of the hybrid exciton inherited from the
organic part and the still rather narrow line-width, of the
same order as the coupling. Analogous enhancements can be
expected for the SHG, which is the subject of this paper.

In section 2 we propose a pump-probe experiment to
reveal the SHG enhancement due to the resonant dynamical
hybridization and briefly discuss relevant quadrupole hybrid
exciton properties. In section 3 we address the question of how
this resonant! enhancement depends on such parameters of the
system as oscillator strengths and damping of the FE and WE
constituting the hybrid. Using a classical model of nonlinear

1" The resonance occurs between the FE and WE energies.

© 2008 IOP Publishing Ltd  Printed in the UK
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Figure 1. Schematic representation and the energy offset of a
possible experimental set-up to observe the enhanced SHG by the
quadrupole—dipole exciton. Here the inorganic Cu, O quantum well
provides the 1S quadrupole WE. The DCM2 part of the organic
‘solid state solute’ provides dipole-allowed FE (set of small arrows);
the PS host prevents wavefunction overlapping between organic and
inorganic excitons; CA under proper concentration allows tuning of
the excitons into the resonance.

coupled oscillators, we demonstrate that while the large ratio
of the hybrid oscillator strength suggests many orders of
magnitude enhancement it is actually somehow reduced by the
rather small coupling parameter and density of the FE.

Because the FE is dynamically brought into resonance
with the WE there is an important hybridization time Tt
parameter. Hence, in section 4, we develop a more
sophisticated quantum mechanical model to address the
dynamics of the hybrid SHG. Namely we show that the signal
enhancement drastically depends on whether one probes the
system before or after the hybridization occurred.

2. Proposed experimental set-up for the SHG

In this work we adopt the concept of a layered organic—
inorganic heterostructure. The inorganic component of the
hybrid is a thin layer of Cu,O (quantum well, latter in the
text referred to as QW) grown upon a film of the organic
composite (see figure 1). Due to the small radius of both the
WE and FE exciton part of the hybrid one can neglect the
effect of confinement. In this case one cannot tune the two
types of excitons in resonance by adjusting the confinement
(Lw > ag = to the cuprous oxide unit cell a = 4.6 A). The
QW confinement just assures that the WE propagates along the
interface and is subjected to the electric field gradient of the FE
propagating along the adjacent chain of the DCM2 molecules.

To provide resonance between WE in cuprous oxide and
FE in the organic, we propose utilization of ‘solid state
solvation’ (SSS) of the DCM2 molecules? in a transparent
polystyrene (PS) host doped with camorphic anhydride (CA)

2 [2-methyl-6-2-(2,3,6,7-tetrahydro-1H, 5H-benzoli,j]-quinolizin-9-yl)-ethe-
nyl]-4H-pyran-4-ylidene] propane dinitritle.

(Bulovic et al 1999). The SSS is a type of solvatochromism
manifesting itself as a change in the spectral position of the
absorption/luminescence band due to change in the polarity
of the medium. The Forster dipole-dipole non-resonant
interaction between DCM?2 and CA modifies the energy
structure of the molecules involved.

During the ‘slow’ phase (t; & 3.3 ns) the energy of the
FE experiences’ a red shift linear with the CA concentration
due to a non-resonant dipole—dipole interaction with the CA
molecules. Note that our model capitalizes on the fact
that DCM2 molecules form a 2D layer rather than being
diluted in the PS:CA solvent which is the case for currently
manufactured optical light emitting devices (OLED). This
allows us to neglect the rather complicated problem of the
inhomogeneous broadening of the FE energy by utilizing a
mean field approximation*. For the mean field approximation
the red spectral shift of the FE energy in resonance with the
quadrupole WE can be accomplished with pca ~ 22% CA
concentration.

To avoid complicated problems of time dependent
hybridization and stay within the analytical model framework,
we assume that the FE and WE are in exact resonance once
the DCM2 energy is in close proximity to the WE energy
i.e. iwpemn — hwrs < Tx. We introduced the quadrupole—
dipole coupling parameter I'y < 4 peV (Roslyak and Birman
2007b) (see also appendix (A.1)). This resonant coupling gives
rise to the upper and lower branches of the quadrupole—dipole
hybrid (QDH) dispersionsz hw,; = hws £ I'k. To populate
both of the branches one needs a second pumping photon tuned
into resonance with the 1S transition.

The radiation field interacts through both dipole and
quadrupole parts of the hybrid. The dipole interaction can be
used to produce a linear response signal due to the pumping
(Roslyak and Birman 2007a). By using the nonlinear response
to the probe signal, the second harmonic can be generated
through the quadrupole part of the hybrid. Different SHG
regimes can be achieved by changing the timing between
pumping and probe signals (see section 4 for more details).

According to the selection rules for the quadrupole—
dipole hybrid, the pumping signal, running along the organic—
inorganic interface of the heterostructure, induces a linear
polarization in the z direction (Roslyak and Birman 2007b).
The probe signal induces a second order nonlinear response in
the cuprous oxide. This is perpendicular to the interface, and
defined by the second order polarization along the x direction
(see figure 1). The net polarization is given by a second rank
tensor through the following expression:

| 2) (1) ., (2)
P+ PI:fxi‘ =X, Ei +ix)5 j K EiEj. Sy

Here E;, E; are the electric field of the pumping and probe
lasers correspondingly. The x component of the probe

3 In our case we define the FE as DCM2 excitation.

4 Indeed, in our simplified model the DCM2 molecules are not randomly
situated but rather form a uniform (homogeneous) thin layer near the interface.
Also the experimentally observed FE energy relaxation shows no significant
energy fluctuations. These experiments have been performed at MIT by
Dr Bulovic. The results are not officially published yet, but have been reported
in the MIT proceedings.

5 See the eigenvalues of the linearized system (4) or the Hamiltonian (8).
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signal wavevector is taken to be close to zero to avoid
possible interference in momentum conservation. For the
sake of simplicity we are going to omit x and [/ indexes
of the tensor keeping in mind that the wavevector of the
pump signal has only an x component and the SH signal
is perpendicular to it and the probe signal polarization:
Xk = X0

In this paper we develop both classical and quantum
mechanical models, which can be used to find a specific
form of the hybrid second order nonlinear susceptibility. In
section 3 we demonstrate that the second order nonlinearity
(generic to the cuprous oxide and introduced through a small
parameter A) is enhanced due to the resonant quadrupole—
dipole hybridization with the organic (see (5)). In section 4
we develop the quantum theory of the enhanced SHG. It
allows the investigation of different regimes of the process
defined by the time ordering between the probe pulse and
the time when the FE and WE energies are close enough to
form the hybrid. We generalize the concept of the double-
sided Feynman diagrams (Mukamel 1995) to include non-
radiative processes for the energy exchange between DCM2
and CA as well as resonant QDH between DCM2 and cuprous
oxide.

3. Anharmonic coupled oscillators model

As a first step, we will use the simplest classical model
neglecting the non-local effects of the linear X,'(,]z) and nonlinear

susceptibility Xl(,%,)/',x to describe the hybrid SHG. Namely,
we adopt an extension of the anharmonic oscillator model
(Bloembergen 1965, Mukamel 1995) generalized for the case
of resonant coupling between two distinct sets of oscillators.
This simplified picture only covers the case when the pumping
field is polarized along Z || [001] axis (E; = E) and we probe
the hybrid system (w;s = wp) with a signal perpendicular
to the interface and polarized along 3 || [010] direction
(E; =E,).

We consider the WE in cuprous oxide as an assembly
of oscillators with the oscillator strength per unit cell
given by fi,x o k. (see for example Moskalenko and
Liberman (2002)). The second set of the oscillators with the
oscillator strength given by fF corresponds to the FE in the
organic.

Treating the wavevector k as just another parameter®, the
polarization PV, P¥ due to WE and FE can be written in terms
of the effective electron—hole displacements X, Y as:

N
PV = g frekeX )
B
N
PF = % fFey. 3)
B

6 In the text we are going to omit the index k unless we put an emphasis on it.

Here S is the area of the interface and ay, af are the WE
and FE Bohr radius, e is the electron charge. The surface
density of the WE and FE excitons are Nfy./(agS) and
opeve N/ (agS) correspondingly and N is the total number
of the oscillators. Here we also took into account the low
density (opcmz = 0.05%) of the DCM2 molecules in the
organic to avoid the aggregation effect (Madigan and Bulovic
2003).

In the time frame of the hybridization 7, — w, < t < 75,
the WE and FE energies are at perfect resonance. Hence, the
system of equations governing the oscillator dynamics can be
written in the form:

.. . 2wsT
X+l X+yX— 2Ly 00X =0
“
.. . 2wsT .
Y_'_a)%SY_FyY_%X:iEielwt.
m

The nonlinear factor a)fs)» appears due to the probe signal.
It is defined such that A has dimensions of reciprocal length
and is considered to be small in the sense that it is much
less than the reciprocal of the maximum displacement of
the FE (Y) and WE (X) oscillators. The exact value of
A can be obtained either from an experiment or from the
microscopic quantum theory (see the next section for more
details).

The terms proportional to y describe the QDH damping.
The terms proportional to 2w;sI"x /i describe the quadrupole—
dipole coupling. Hence, the eigenvalues of the linearized
system of equations (4) give both branches of the QDH.

The system is driven dominantly by the light-dipole
interaction in the organic and the quadrupole-light interaction
is neglected (m is the electron mass).

Using standard perturbation theory with respect to the
small parameter A in zero order (neglecting the quadratic term)
and combining equations (1), (2) and (4) one has the linear
response of the hybrid and bulk cuprous oxide given by the
following expressions:

fFez/m(a)]zS — ? +iwy)
(a)fS —w? +iwy)? — QwisTi/h)?

fxz,kez/m

Wg 2 2 "
ag S wig — w* +iy

ppcm2 N
ags

1
Xy (@) =

Including the nonlinear term as a source for the SHG to first
order in the perturbation parameter, there is a displacement at
2w. The SHG response is given by a solution of the following
coupled system:

25Tk

X +olgX+yX— Y —afh X7, =0

25Tk

).’:—i—a)%SY—i—yY— X =0.

Using the definitions (1) and (2) one gets the following
nonlinear second order response function for the hybrid and
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bulk cuprous oxide correspondingly:
@) Pocm2 N
20; 0, W) = ———
Xy ( ) (lg S
. fre}/m*wishQwisTy/h)
(0}s — Qw)? + i20y)? — QwisTi/1)?)?

(a)%s - (1)2 + 1(,()]/)2 (5)

X
(0ig — @? +iwy)? — QwisTi/h)?

2
xéu)zo(2w; w, ®)

_ N fxz,ke3/mza)fs)\
ay S (0lg — Q)+ 2y)(0g — w? +iy)?

Straightforward comparison of the expressions above evinces
the resonant rise of the second order nonlinearity owing to
hybridization. There are several competing factors involved.
The enhancement by means of large oscillator strength ratio
f¥/feex is reduced by the rather small coupling parameter I'y
and small DCM2 density ppcmz (see more numerical details in
section 5).

4. Quantum theory of SHG due to the QDH

Although the system of nonlinear susceptibilities (5) in
principle solves the problem of SHG due to the hybrid it does
not clarify the origin of the nonlinearity . Also, such an
important parameter as the hybridization time 1, is left out of
the classical description. Hence, in this section we propose a
unified quantum theory of the hybrid SHG.

The linear response of the hybrid is due to dipole
transitions from the ground |g) state’ to the FE |F) in the
organic and due to quadrupole transitions to the WE |LS§)
in the cuprous oxide. The nonlinearities are the result of
some intermediate inter-band transitions in the cuprous oxide
(Mukamel 1995).

In cuprous oxide the nearest state in energy to the
quadrupole ortho-exciton ha)ls(l";r ) is the fiw,p (I, ) dipole-
allowed excitonic band [2P), E, > hwp > hop >
fiws. Hence it plays the main role in formation of the
nonlinear response and can be excited by a properly tuned
probe signal. We neglect the remaining inter-band and intra-
band® transitions. Therefore, the states above form a complete
basis for the SHG problem:

1g), [1S). |F), |2P). (6)

Inversion symmetry of the DCM2 is also broken by the CA
induced local field and the interface effect. Therefore, unlike
in the classical model, the contribution from the organic to the
SHG has to be considered as well. But due to the smallness of
the symmetry breaking local field it only contributes a little to
the SHG enhancement.

Using the basis above let us introduce creation operators
for the FE and the 1S and the 2P WE exciton b’ =
|F)(gl, Blg = |1S)(gl, Bj, = |2P)(g| respectively. The

7 When no excitations are present in the system.
8 Due to the small radius of the quadrupole WE.

commutation algebra of the operators is presented in the
appendix (B.1).

The net polarization of the sample is defined as (Mukamel
1995):

P = 'u‘ilS,k(B;rS + Bis) + ubp(Bl, + Bap)
+up (b +b) + “{S,zp(BlTSBZP + BisBip). (7)

Here I’LilS,k = f-%kx Oy, =3x 1073 (kx/ ko) D is an effective
dipole moment (Moskalenko and Liberman 2002, Roslyak and
Birman 2007b) due to the quadrupole transitions associated
with the oscillator strength; ko is the resonant wavevector for
bulk cuprous oxide (appendix (A.2)). The dipole moment of
the transitions from [1S) to (2P| is defined by (Artoni et al
2002, Elliott 1961):

(Mj )2 _ NeR® fop
15.2P Sa]gVZm*Ezp
Finally, the DCM2 dipole moment of the transition from |g)

to (F| per unit area of the interface is given by (Madigan and
Bulovic 2004):

A~ 2
(j x x) —6x 107D,

ppema Ne?h? fF

- =0.2D%
Sag2m*hw;s

i \2
(W)™ =
Using equation (7) and the rotating wave approximation for the
resonant wavevector k, the hybrid Hamiltonian can be written
as:

H = hopb'b + hwisB]¢Bis + Eap Bl Bop
+ Ty (B]st + BleT> + p (bTEiT + bEi>
'HLIiS,k (BlTsEiT + BlSEi) + 1hp (BZTPE,T + BzPE,»)

+ ils.p (BlsBor E] + BisBI,E}) ®)

The linear response from both branches of the hybrid may
be observed by pumping the hybrid with two signals E; ||
Z o €. The first photon hiw = Epcwp excites DCM2
molecules. During the time period 73 — 7, the system relaxes to
the FE exciton energy close to /iw; s thus providing resonance
between WE and FE. Then the second pumping photon Aiw =
hiwys enters and excites the quadrupole WE so that both
QDH branches are populated. The QDH exciton lives for
nanoseconds and then both branches of the hybrid relax to the
ground state, emitting photons of energy fiw;s £ I'k.

Generalizing conventional double-sided Feynman dia-
grams (Mukamel 1995) to include the non-radiative processes,
the linear response from the QDH can be represented by the
following diagram:

l9) (9l A
|

hw:i}k\\ /-/ﬁw/l:-i-jl":

(1S F) i

A . ©
g) (DCM2| —— |C'A)
A
Euczuz? Ts—Th
v

(gl
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X (@, k) = g o(Blso + Biso) + i (by + bo)
(W) (ho — hoys +ihy) + phopl T
(hw — hwys +ihy)? — 7

On the diagram the wavy lines represent the incoming and
outgoing photons; the straight lines stand for the non-radiative
transitions. The diagram shows energy exchange between
photon—exciton and exciton—exciton as well as the time
separation between two pumping signals. Time increases
from bottom to the top of the diagram as for the conventional
Feynman diagram. The hybrid lifetime is denoted as 7, = 1/y
and the hybridization between FE and WE is denoted as .

In the derivation of the linear response xi(l) (w, k) we used
equation (7) along with solutions of the Heisenberg equations
of motion presented in the appendix B (B.2). Formally the
linear response can be written in terms of the hybrid Green’s
functions as:

+c.c. (10)

k= Y b @)
a,b={g,1S,F}
I = hw — hwys + ihy
BT (hew — hays + ihy): — T2
Lisr = L
BT (hw — hays + ihy)? — T2
Iy =17,

Here the dipole matrix elements in the corresponding basis (6)
are given by:

0 H1s UF 0
H1s 0 Jspr 0

wr o JEFEs 00
0 0 0 0
Note that we neglected the non-resonant term associated with
ground state dipole moment of the organic fi,.

The SHG is due to second order response E; L E; || z
and given by the last term in equation (7) and the solutions of
the equations of motion (B.2), (B.3). The first type of SHG
is formed when the branches of the hybrid interacts with the
|2 P) level excited by the probe signal. Using all the diagram
conventions we adopted above, the diagram for this nonlinear
process is given below:

l9)
l9) g (9l A
SN
hwis—Tg g hwis+Tg
A ~
|2P) 5o (IS F) Th
!
ghwzb hots 5 k ;
hwo p y
l9) l9) 2 (DOM2| —[CA)
A ! A
[ T2p>Ts—Th é EDCM2§ Ts—Th
v v
(9] (gl

an

Xi(j-z) Qw; w, w) = wis.2p (BITS,Osz,l + C-C-)

 ihpttisap (s (ho — hons +ihy) + 1 Ty) e
Qho — harp) ((ho — hays + ihy)? —T7) o

12)

Here the probe signal comes after the hybrid is formed: 7,p >
Ts — Th-

Another second order nonlinear response can be formed if
the probe signal comes before the hybridization T,p < T3 — Th.
It can be represented by the following diagram:

l9) ) (9] A

N
.

hwléir‘k hwsp hwlgqil"k

R n

h ~

lg) ~25 (1S @ F) :
M1£,2P \
y v

A 12P) (DCM2| —— |CA)
A
Top<Ts—Th ghwgp EDCJWZ? Ts—Th
' v

(gl l9)

X7 Qw; 0, ) = wisap(Blg  Bapo +c.c.)
 hptt]s 2p (W 5(2he — hos +ihy) + Ty
" (ho — hoyp)((Qhw — hiws + iliy)? — T7)

The Green’s function representation of the SHG due to
the second order response is given by the following

expression:

a={g,1S,F,2P}
X [La1s (@) Lopp Qw) + Iis.a Qo) Lo ()]
1

ho — liwap

” ' . 4 .
Xi(' Qw; v, w) = M{S’zp Mo, 1sH2p.q

bLpg =

The dipole matrix elements on the basis (6) are given by:

0 His MF Hap
s 0 IUISIUE - [1s2pP
KF  JUFI1S 0 0

Maop  Mis2p 0 0
According to the last term in the equation (7), the signal at
2hw = hw;s £ Ty may generate a signal at iw = fiwys & T':

3
x5 (@; 20, —w)

. HEP(H{S’ZP)Z(zhw — hws +ihy)

" (ho — hwyp) (Qho — hays +ihy)? —T7)
This type of signal has been experimentally detected (Shen
et al 1996) in bulk cuprous oxide (I'y = 0) when the
pumping signal was tuned to the wavelength between 12285
and 12195 A. A strong SH signal was detected at 6096 A
which has to be attributed not only to the narrow line-width of
the quadrupole exciton but to the fact that p;52p > w15 as
well. From the last expression it follows that in this case no

+c.c.




J. Phys.: Condens. Matter 20 (2008) 235238

O Roslyak and J L Birman

increment in the outgoing signal can be expected due to the
hybridization effect.

The third order nonlinearity is responsible as well for
some small contribution to the SHG due to the non-zero ground
state dipole moment of the DCM2 molecules (Kishida et al
1994). In the local electric field created by the polar CA
molecules on the interface Ej,.(0), the SH signal is due to
the third order susceptibility x;f )(20); w,w,0). The exact
expression in terms of the corresponding Green’s functions is
too lengthy to be listed here (Mukamel 1995), therefore we
provide numerical calculations of the total SHG including the
above correction in the next section.

5. Results and discussion

In order to make a numerical comparison of the hybrid and bulk
SHG the lifetime of the hybrid plays a major role. Considering
the bi-stability effect in the hybrid (Roslyak and Birman 2007a)
we assumed that the cuprous oxide has purity of 99.99%
with the reported line-width of Ziy;s = 0.1 meV (picosecond
lifetime) (Shen et al 1996). Therefore the hybrid lifetime is
dominated by its inorganic part iy = hy;s. To compensate
for such a large line-width we also assumed that the DCM2
is presented as a thin film embedded into PS host close to the
interface with the cuprous oxide. For the nonlinear absorption
experiment this assumption can be justified as it makes the
absorption length of the hybrid equal to the narrow region
around the interface, of the size of the hybrid itself. However,
there is a drawback in that model due to possible aggregation
of the DCM2.

Hence in this paper we adopted the picture of a disordered
organic and higher purity of the inorganic crystal. This will
bring the line-width and the coupling parameter to the same
order. For pure cuprous oxide crystal the lifetime of the
quadrupole 1S exciton is reported to be 715 = 1.7...3.0 ns
(hy = 1...0.5 peV) (Dasbach 2004, Frohlich et al 2005,
Elliott 1961). Such higher purity crystals and thin films are
widely used in searching for BEC of excitons.

In this case the lifetime of the 1S quadrupole exciton is
mainly determined by the ortho—para exciton conversion. The
lifetime of the organic part of the hybrid is determined by the
time the excited DCM2 molecule takes to reach an equilibrium
with the bath of polar CA molecules. The lifetime for the
given concentration of the CA is reported to be 3.3 ns (Madigan
and Bulovic 2003, 2004). Because these processes are of the
same order, the effective lifetime of the hybrid is a non-trivial
combination of the effects described above and will be reported
elsewhere. Here we assume the simplest case of a non-coherent
lifetime of the hybrid iy = 0.29 ueV (Roslyak and Birman
2007b).

The intensity of the second harmonic is proportional
to |x@ke|? (see for example (Haueisen and Mahr 1973)).
Therefore an important measurable quantity is the relative
value of nonlinear susceptibility |x@k,| presented in
figure 2.

The SHG signal is split according to the response from the
lower and upper branch of the hybrid. Asymmetry between
these two branches is a result of quantum effects and not

0.04

10.03

|

10.01

Figure 2. Relative value of the nonlinear susceptibility in the case of
bulk cuprous oxide (dotted curves) and the quadrupole—dipole hybrid
(solid curves). The density of the disordered DCM2 is taken as
poemz = 0.005% while the CA density is pca = 22%. The

(a) represents moderate coupling I'y = fiyys = 0.29 peV and

(b) corresponds to the strong coupling regime Iy = 3.5 peV. In the
last case the enhancement is evident and indicated by the different
scales for the bare cuprous oxide (left) and hybrid (right) SHG

(This figure is in colour only in the electronic version)

present in the classical anharmonic oscillator picture. We
also included the corrections due to the interface effect in the
organic in our numerical simulation.

For the sake of simplicity let us consider two distinct
cases. First, the pump laser is perpendicular to the interface.
The states up to ka = koa are populated thermally. No
hybridization occurs and it is equivalent to the bulk case SHG
(see figure 2 dotted curve). The maximum power generated
by the second harmonic is proportional to the square of the
following expression:

Hapiisop s ik

i (2hw - hwlS)l - hao — ha)zp h)’lS

|Xij,max

13)

The small relative value of the SHG is due to the narrowness
of the cuprous oxide quantum well.



J. Phys.: Condens. Matter 20 (2008) 235238

O Roslyak and J L Birman

Second, the pump laser incidence angle is reduced to
acquire the wavevector kpa << ka. The maximum power
generated by the second harmonic is proportional to the square
of the following expression:

Hapis,ap Hrk,

@) (2hew = hors £ T)| = == oty
- 2P Uk

|Xij,max (14)
Here the incidence angle dependent coefficient oy = +/5 (see
figure 2(a)) for ka = 0.13 (I'y = Ay = 0.29 peV) and
oy = 2 for the maximum value of the coupling 'y = 3.5 ueV
at ka = 1.57 (see figure 2(b)). Finally, comparing the last
expression (14) to that for bulk cuprous oxide (13) the second
order response of the hybrid is amplified by the factor:

(ﬂ %)2

mis ahy )

Therefore the amplification can be adjusted by manipulating
the organic composition (DCM2 and CA densities) or changing
the pump laser incidence angle.

Finally, we would like to note that there is another merit
in using a hybrid structure for the SHG. Namely the fact that
optical pumping can be replaced by electrical pumping. For
this, the hybrid sample has to be placed between Alq3 and
a-NPD (Madigan and Bulovic 2004) semiconductor plates.
The bond structure and offset of these materials provide
electrons and holes to form the hybrid exciton on the interface.
Although, in this case, one can expect the SHG only from the
lower branch of the hybrid as the excitons are accumulated at
the minimum of the hybrid dispersion (Roslyak and Birman
2007b).

6. Conclusion

In this paper we addressed the possibility of enhancing the
SHG signal x® generic to a cuprous oxide bulk crystal as
the lowest excitation in this material has a quadrupole origin.
To demonstrate the concept we proposed considering a pump—
probe experiment performed on cuprous oxide sandwiched
between the organic composite. An intense pump signal
excites one part of the organic known as DCM2 (FE). Non-
resonant (Forster) energy transfer in the organic layer (‘solid
state solvation’ effect) provides a dynamical red shift of the FE.
When the FE energy is close enough to the quadrupole-allowed
1S exciton in the adjacent cuprous oxide the quadrupole—
dipole hybridization occurs due to the FE induced gradient of
the electric field penetrating into the inorganic layer. The probe
signal is designed to reveal the SHG signal.

The resonant enhancement of the x® occurs because the
hybrid exciton shares properties of both quadrupole WE (long
radiative lifetime) and organic FE (big oscillator strength). Its
quadrupole part allows x  to be non-vanishing, while its FE
part provides the enhancement of the SHG signal compared to
the bare cuprous oxide crystal due to more efficient absorption
of the pump signal by means of the large oscillator strength of
the hybrid.

However, as we demonstrated in the classical coupled
oscillator model framework,the enhancement is determined not

only by the large ratio of the corresponding organic/inorganic
oscillator strengths but somehow quenched by the small
coupling parameter and low DCM2 density. By varying
those parameters the hybrid SHG signal may be enhanced
by orders of magnitude compared with the generic (cuprous
oxide) one.

To reveal the enhancement dependence on such an
important parameter of the hybrid as the hybridization time
T, We investigated a more sophisticated quantum theory. It
suggests that there is substantial difference in the hybrid SHG
signal provided one probes the system before or after the
hybridization occurred. In the first case the SH is generated
at wyp/2 frequency. Hence it is vastly suppressed by the
short lifetime of the dipole-allowed 2P WE in cuprous oxide.
Nevertheless, if one probes the system after the hybridization
has happened, the SH is generated at w;s/2 and is heightened
by the large oscillator strength of the hybrid and its small
damping coefficient.
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Appendix A

An explicit expression for the quadrupole—dipole coupling is
given below:

82 ke™*'sinh (&%) Q. uF
(e+¢&) Ly (1 + (%)2) abay Ly,

k (A.1)

Here af, apy are the Bohr radii of the FE and WE exciton;
¢ and ¢ are the corresponding dielectric constants, 7' is the
distance to the DCM2 layer, L, is the quantum well width. The
quadrupole transition matrix element Q,, may be estimated
from the corresponding oscillator strength per unit cell through
the following identity (Moskalenko and Liberman 2002) and
depends on polarization of the pumping laser field:

3
drmE, (ay \ 2
= (T) o)

Frekolnno] = 3.9 x 107°

fxz,ko
(A.2)

Srakollll,1,1] = %3.9 x 1072,

Here the energy gap of cuprous oxide is denoted as E, =
2.173 eV; kg = 2.62 x 10° cm™! is the resonant wavevector;
a is the unit cell size; the unit vector in the pumping field
polarization is z.
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Appendix B

The non-zero commutator relations for the organic and
inorganic parts of the hybrid yield (Mukamel 1995):

[Bls. Bis| = =1+ BluBap + b7b:

[Bls B2 | = BlsBors Bl Bis| = BluBus

[B;P, sz] = —1+ B](Bis + b'b; B

[bT, BIS] =b'Bis; [bT, BZP] =b'Byp

[bF.b] =—-1+ BlpBop + B]TSB]&

T _ pt . i _pt
[ Bls. b] = Blsb: [Blp.b] = Blsb.
In the TDHF approximate factorization for the averages, the
corresponding Heisenberg equations up to the second order in
the creation and annihilation operators are:

_ dBj i t_  Fp pf
lhT :ha)]SB]S+Fkb — M EiBle

+ sk Ei (1 — Bl pBop — bTb)

— wap EiBl¢Bap + isapEjBlp
dB
" dtls = —hwysBis — Tieb + uFErbT By

— misuk] (1= BlpBap = b'b)

+ wapEfBlpBis — Kis2p E%Bap
dBj,

ih = hanpBlp — WWEiBjpb — 15k EiBypBis

+ uapE; (1 — B{¢Bis — bTb) + mis2p BB

., dByp N *

ih el —hwypBop + W ED  Bop + pis  Ef Bl Bop
— uapE} (1 - BITSBls - bTb) — s2pEGBis

_db
ih—— = E"b + [uBJs + u°E, (1 — Bl Bis— B;Psz)

— wiskEib"Bis — pap Eib' Bop

. db .

ih— = —E"b — [iBis — u'E; (1 — Bl By — BL,sz)
+ wiskEf Bl b + pap E; Bl pb.

Here we omitted the average brackets to shorten the notation.
In the exact resonance between FE and WE excitons fiw;g =
fiwr the linear approximation is straightforward. The creation
operators are o e’ and the system above is reduced to:

hoBlg = (hwis — ihy) Bls o + Teby + piskEi — hwBis,
= — (hwys +ihy) Biso — Dibo — s E7

ha)B;P!O = hwyp BzTP,o + wopE; —hwBap
= —hwypBapo — w2prE}

hob) = (hwys — ihy) by + Tk Bl o + 1" E; — hwbg
= — (hwys +ihy) by — Ty Biso — " E}.

The system above has a solution:

B _ HapE;
L7 X R
hw — haop
B — pisE; (hw — hwys +ihy) + uFTLE; ®2)
15:0 (hw — haos + ihy)? — T2 :
i — WP E; (hw — has +ihy) + pisTi E;
0= )

(ho — hwys + ihy)? — 7

The SHG is due to the response to the induced polarization and
is oc e

2thIS,1 = (ha)ls — lh]/) BIS,I + Fkb}L + H'IS,ZPE,/'B;P,()
2hwBis, = (hwys +ifiy) Bisq + Tiby + ,U«IS,ZPE;B;P,O
T _ T T
2nwB,p | = hwrpByp | + p1s2pEjBg
2hwBapy = hwapBap g + ,U«IS,ZPE;B]T&O
¥ _ : ¥ t
2hwb] = (hwis — ihy) b] + TeBls
2hwb, = (hwis + ih}/) by + FkBIS,l-
The system has a solution:

Mls,szjBlTS,o

Bl,, =
2P Dha — hawop
gt MsarE; Gho —hois +ify) Bl ®3)
s Qhw — hwys +ihy)* — T'? '
+ is2pE;TiByp

' Qhw — hoys +ihy)? — T2

These solutions are implemented in the main text to calculate
the linear and nonlinear responses of the hybrid.
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