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The linear and two-dimensional coherent optical spectra of Coulomb-coupled quantum emitters are discussed
with respect to the underlying coupling processes. We present a theoretical analysis of the two different resonance
energy transfer mechanisms between coupled nanostructures: Forster and Dexter interaction. Our investigation
shows that the features visible in optical spectra of coupled quantum dots can be traced back to the nature
of the underlying coupling mechanism (Forster or Dexter). Therefore, we discuss how the excitation transfer
pathways can be controlled by choosing particular laser polarizations and mutual orientations of the quantum
emitters in coherent two-dimensional spectroscopy. In this context, we analyze to what extent the delocalized
double-excitonic states are bound to the optical selection rules of the uncoupled system.
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I. INTRODUCTION

Within the last years, the development of precise and
highly efficient crystal growth techniques has given rise to
the fabrication of high-performance semiconductor devices
with tunable optoelectronic and transport properties. Quantum
confined nanostructures such as semiconductor quantum dots
are used in various applications such as quantum dot lasers [1],
single-photon sources [2], light-emitting diodes [3], and solar
cells [4]. In particular, a detailed, quantitative understanding
of the exciton dynamics in coupled nanostructures driven by
coherent, ultrafast laser pulses is of great interest for quantum
information [5]. The electronic properties and optical spectra
of such coupled quantum systems can be considerably affected
by Coulomb interaction processes induced by optically gener-
ated electron-hole pairs [6-8].

Therefore, investigating the Coulomb induced resonance
energy transfer mechanisms between two nanostructures has
been a central topic of research. There have been several
experimental [9-11] and theoretical studies [12-15] on the
spectroscopic signatures of Forster (dipole-dipole) excitation
transfer between colloidal and self-assembled quantum dots. In
this paper, we also consider direct electronic exciton transfer,
i.e., the Dexter mechanisms [16], and include different spin
states of the interacting electrons. Our goal is to work out
specific signatures of Forster and Dexter transfer in optical
spectra of coupled semiconductor quantum dots: Dexter
transfer describes a direct exchange of electrons between the
nanostructures and thus requires an electronic wave-function
overlap. The spin of the transferred electron is conserved in the
case of Dexter coupling. In contrast, Forster coupling denotes
a dipole-dipole—type interaction which can either transfer or
flip the spin state of the transferred exciton in quantum dot
structures [17]. Since Forster coupling elements depend on the
microscopic interband dipole orientations, spin-preserving and
spin-flipping Forster coupling strengths can be manipulated by
changing the mutual orientation of the two nanostructures [17].
This offers the opportunity to control quantum information
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with respect to the spin state of the transferred exciton, which
is of particular interest for future quantum computational
applications based on the electron spin [18,19].

Both Forster and Dexter coupling processes induce an
excitation energy transfer from an initially excited donor to
an acceptor [16,20-22]. This causes a hybridization of the
excited states of the individual quantum emitters into new
excitonic states potentially delocalized over the hybrid sys-
tem. The characteristic optical resonances of the delocalized
single-exciton states are encoded in linear absorption spectra.
However, a profound insight into the microscopic coupling
mechanisms between higher excitonic states and specific
excitation pathways can be better gained using nonlinear,
multidimensional coherent spectroscopy techniques [23-29].
The method applied in this paper, two-dimensional (2D)
double quantum coherence [30-32], offers a direct access
to the single-exciton and two-exciton resonances and thus
reveals the corresponding excitation pathways and quantum
state correlations. We show that the spectroscopic features
visible in 2D spectra reveal the Forster and Dexter coupling
characteristics and the limitations imposed on the optical
selection rules in the nonlinear response.

This paper is organized as follows: First, the basic Hamilto-
nian is discussed. The coupling elements between the quantum
dot nanostructures are determined by using the effective mass
and envelope function approximation and performing a dipole
approximation on the unit cells. After that, the delocalized
exciton basis is presented and the linear and nonlinear optical
signals are introduced. We finally discuss the characteristic
features of our calculated spectra. All calculations are based
on the Liouville diagrams [30,32], which serve as an elegant
theoretical formulation of the problem.

II. MODEL SYSTEM

The system considered in our work contains two nanostruc-
tures labeled 1 and 2 that are coupled via Coulomb interaction.
As an example, Fig. 1(a) shows a coupled quantum dot system.
In the following, we will focus on the energetically lowest
light-induced transitions between the highest occupied and
the lowest unoccupied electronic states of each structure such
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FIG. 1. (Color online) (a) Two coupled QDs as spin-degenerate
two-level systems. (b) Three-band model containing the ground state
(]g)) and single-exciton (|e)) and two-exciton states (| f)).

that both quantum emitters can be described as two-level
systems. In the case of a quantum dot (QD), the energetically
lowest allowed electronic transition occurs between its highest
occupied valence (v) and lowest unoccupied conduction (c)
band state. This transition constitutes the lowest bound exciton.

The single particle electronic wave functions of a dou-
ble quantum dot system are described using the effective
mass and envelope function approximation [33,34]. Here,
the wave functions are written as products of the lattice
periodic Bloch function u, s k~0(r) and the envelope function
&, (r) of an electron with spin o € {1,]} in the valence
or conduction band A € {v,c} of nanostructure n € {1,2}:
Y(r) = Zx,n,a En(M)pne (P ayns. En(r) solves the single-
particle Schrodinger equation for the confinement potential
Uc(r) of the QD structure: [—h>V?/(2m*) + Uc(r)|&,(r) =
E;, &, (r). m* denotes the valence or conduction band effective
mass, respectively. For InAs/GaAs QD systems, they are well
described by the GaAs bulk effective masses due to the strong
strain and confinement conditions affecting the InAs dots
[35,36].

For our analysis, we choose a model system consisting of
two self-organized ellipsoidal InAs/GaAs QDs as shown in
Fig. 1(a). However, our results are not limited to a specific QD
system and similar coupling identifying absorption patterns
are expected for other coupled nanostructures such as excitons
in inorganic sheets coupled to molecular excitons. Uc(r) is
separated into the three spatial directions Uc(r) = Uc(x) +
Uc(y) + Uc(z). The potentials in the y and z directions
are assumed to be harmonic (minima at y,z = 0) [37]. The
ground-state dynamics of the envelope functions &; (y) and
&7, (z) is thus given by Gaussian wave functions of widths b in
the y direction and 4 in the z direction [cf. Fig. 1(a)]. The con-
finement potential in the x direction exhibits two minima at the
QD centers with center-to-center distance Rj,. Its shape is de-
scribed by two Gaussian functions [37] for our model system:

2
Uc(x) = =Upexp |:—% <X+IOM) :|

2
— (Us + AU)exp [—% (x_—R‘Z/Z) } 1)

lO.x

with depth Uy and width [y, = b/(24/21n2). Due to its
continuity, this model potential allows an exchange of elec-
trons between the two nanostructures. The corresponding
one-dimensional (1D) Schrodinger equation for & (x) is
solved numerically using eighth-order finite differences [38].
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TABLE I. Material and quantum dot model parameters.

Medium relative permittivity [39] € 10,9
Conduction band eff. mass m} 0,07 mg
Heavy-hole valence band eff. mass mj 0,45my
Conduction band confinement depth [40] Us 770 meV
Conduction band potential offset AU —0.5meV
Valence band confinement depth [40] Uy 330 meV
Valence band potential offset AUY —0.05 meV
QD lateral extension b 5nm
QD height h 2.5nm

For small interdot separations, the resulting single-particle
wave functions are not well localized at a particular QD due
to the wave-function tunneling. Nevertheless, the two lowest
eigenstates &;, and &;, represent the single-particle states
predominantly localized at the lower-energy QD 1 and the
higher-energy QD 2, respectively. Consequently, the index n
labels the single-particle states that, strictly speaking, do not
entirely reside within a particular QD. The full envelope func-
tion is given by the product &,(r) = & (x)& (1), (2). As
both Forster and Dexter coupling strengths are very sensitive to
the interdot separation, it is preferable to choose small QDs for
an increased coupling strength since the distance between the
two QD volumes can be relatively small compared to their size.
All material and model system parameters are given in Table I.

III. HAMILTON OPERATOR

The full Hamilton operator consists of three contributions:
H = Hy+ H¢ + H,.p. The free-electron part Hj contains the
undisturbed electronic eigenenergies &;,4:

= Z gknoa;[nga)»na~ (2)

A,n,o

e and aim, denote the annihilation and creation operators
of an electron with spin o in level A of the nth single-particle
state. Since the spin-orbit coupling is often weak compared
to the homogeneous linewidth (which is typically in the
order of few ueV for the zero phonon line [41,42]), the
spin-up and -down states of the same band within one QD
are considered degenerate in this paper: €,y = €y,y. The
Coulomb Hamiltonian H¢ is given by

_ E T T
He = Vabed Ay ngo, Goynyoy GrangoaAaen o, 3)

Aaohd
Ng...Ng
Oq...0q4

with the Coulomb-coupling matrix element

&2 ,
r— /dSr/d3r ui“nm(r)uj{bnbﬂb(r’)
r
" & (D& (X0, (F)E 0, (1)

r =7

Vabea =

X u)\dndtrt, (r,)u)\(.nca,.(r)aaao*(ﬁcrb(rt,a (4)

where e is the elementary charge, € the vacuum permittivity,
and €, the medium relative permittivity. The two Kronecker
deltas ensure spin conservation for the Coulomb interaction.
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The Coulomb coupling contains contributions within each
single nanostructure and between the two nanostructures.
Here, we focus on the discussion of the coupling between the
nanostructures (n, # n,). However, all inner QD couplings
are included in an analogous way. A Taylor expansion around
the center of each elementary cell of the Green’s function
G(r,r')= er—r/\ in Eq. (4) gives three types of matrix
elements (cf. Appendix): the zeroth-order contribution leads to
the so-called monopole-monopole shifts and Dexter elements,
the dipole-dipole terms describe the Forster elements. The
corresponding coupling elements are derived in detail in the
Appendix.

The diagonal monopole-monopole part of the Coulomb
Hamiltonian has the form

Hénono — Z

AashbiNa,
np,0q,0p

mono T T
abab alan“aaa)\,bnbo'ba)hb”bfrba)\anaaa' (5)

It represents the electrostatic Coulomb interaction between
two charge densities of the electronic states [cf. Eq. (A4)]. The
monopole-monopole shifts induce an energy renormalization
with respect to the isolated system due to Coulomb interaction.
However, monopole-monopole shifts do not describe excita-
tion transfer [14]. All monopole-monopole shifts are included
in the calculations of the electronic Hamilton matrix. (There-
fore, also single-exciton and biexciton shifts are included
in the monopole-monopole part.) The shifts do not strongly
alter the eigenstates and are diagonal in the exciton states
constructed from the single-particle states. When speaking of
the uncoupled system and interaction shifted system energies
throughout this paper, we thereby refer only to the off-diagonal
couplings such as Forster and Dexter interaction. The diagonal
Coulomb couplings are always included in the “uncoupled
basis.”

The off-diagonal dipole-dipole part of the Coulomb Hamil-
tonian has the form (n, # n;)

Forster __ F i T
HC = 2 : Va“(rb 416,920, %020, Aclo, + Hec. (6)

0q,0p

with the matrix elements

1 dan _dZJb
vE = Br | a3 —e_ov
@b Amene, lr —r'|;

[d)o - (r = )] [d20 - (r — r’)])

lr —r')?

-3

x &1 (NELI g (e (r). (N

These dipole-dipole terms represent Forster excitation transfer
between the two nanostructures [20]. For this dipole-dipole
mediated interaction mechanism, no electronic wave-function
overlap is required. As can be seen in Eq. (7), the value of
a Forster matrix element is determined by the orientation
and magnitude of the microscopic interband dipole moments
dﬁz of the elementary cells. As stated in Refs. [13,39], the
expression is beyond the simple point-dipole approximation
often used for Forster transfer [12,43] since the dipole
approximation is carried out on every unit cell. Furthermore,
the distance between the nanostructures does not simply
determine the coupling strength, but the distance between all
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FIG. 2. (Color online) (a) Two QDs aligned in a column with
local coordinate systems. 6 defines the rotation angle between the
QD orientations. (b) Values of a spin-preserving (|VTFT |) and a spin-
flipping Forster coupling element (| Vf 1 1) as a function of 6.

unit cells of the nanostructures weighted by the occupation
probability does [cf. Eq. (7)]. The dipole moments depend on
the orientation of the crystal lattice [cf. Eq. (A3)]. The structure
of V] shows that the spin of an excited electron changes from
o, (in structure n,) to o, (in structure n,) during Forster energy
transfer. The dependence of the spin-preserving (o, = 03) and
-flipping (0, # 03) exciton transfer mechanisms (described
by the spin dependence of ng s,) On the mutual orientation
of the two coupled nanostructures has been discussed in
Refs. [17,44,45] for double QD structures: It was shown
that the Forster coupling strength strongly depends on the
relative orientation of the QDs if they are arranged in a
column as shown in Fig. 2(a). Parallel alignment of the two
vertically stacked QDs leads to spin-preserving Forster transfer
[6 =0, see Fig. 2(b)], whereas the exciton spin is flipped
during Forster transfer in the case of antiparallel alignment
(6 = m). In contrast, the Forster coupling elements show no
orientational dependence if the QDs are grown in a plane with
their crystalline ¢ axes parallel to each other, as depicted in
Fig. 1(a). Consequently, Forster coupling is not spin selective
if the two QDs are arranged in a row, and the donor exciton
couples to both exciton states in the acceptor. We will show
that this will lead to more bright single-exciton states than in
the case of the stacked growth, caused by the Forster induced
hybridization process of the single-exciton states.

Rotation angles 6 # 0 can be realized for systems with
tunable relative orientations such as colloidal QDs. In the
considered example of two self-assembled QDs grown in a
plane or vertical stack, the growth direction is oriented along
the host crystal lattice. Therefore, nonparallel dipole moments
will only occur as a consequence of light-hole admixture [46],
which exceeds the framework of this paper.

In this work, we will include a second type of Coulomb
induced excitation energy transfer, the Dexter transfer [16].
As in the case of Forster transfer, Dexter transfer also induces
an exciton transfer from the donor to the acceptor, but the
underlying mechanism is different: Dexter transfer describes a
direct, real exchange of electrons between the structures, which
is only possible for overlapping electronic wave functions.
Thus, it is only important if the nanostructures are close to
each other. The corresponding Dexter part of the Coulomb
Hamiltonian is also derived in the Appendix and has the
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form
Dexter __
H, C

ZVa

Oq,0p

Cz(,baclabaUZUa + H.c. ®)

with the coupling elements

22
D: /d3r/d3r/
4 epe,

o0, denotes the spin of the electron transferred from one
valence band to the other, while o;, denotes the spin of the
transferred conduction band electron. Because of &, (r)&,,(r)
and £%5(r")&.(r"), Dexter transfer relies on sufficient wave-
function overlap. VP is spin independent and, therefore, each
electron keeps its spin state during the transfer: There are only
spin-preserving Dexter processes, which is different to the
Forster transfer.

Finally, the electron-light interaction H,.; is treated semi-
classically as [33]

o1 (PES(rNE (r)Eun(r)

lr —r'|

. 9)

H,, = —d - E(t) (10)

with the dipole operator
d=Y" ( / dr&r (PEa(r)dal, aeme + H.c.) . (1)

In principle, also spatially indirect excitons originating from
light-induced electronic dipole transitions from one QD to
the other must be taken into account since we consider a
nonvanishing electronic wave-function overlap between the
QDs. However, direct excitons with the electron and hole
within the same QD are strongly preferred energetically due to
Coulomb attraction. Therefore, indirect excitons are not part of
the discussion since their excitation energies are several tens of
meV above the energy window studied in the spectra and the
transitions have only weak oscillator strengths. Nevertheless,
these exciton states have been included in all calculations.

For circular polarization of the external field, E(¢) can be
expressed as E(t) = E(t)e,, with the polarization vectors e,
and e,_ for right- and left-circularly polarized light. They
are given by e,;, = (&x — iéy)/«/i ande, = (e, + iéy)/\/i,
respectively, where &, and é, are unit vectors in a plane
perpendicular to the propagation direction [47].

In order to study the impact of the Coulomb interaction
on the eigenenergies of the system and to discuss linear and
nonlinear optical properties, we rewrite the Hamiltonian in
diagonalized exciton states. The system is assumed to be
initially in the ground state |g). The absorption of one photon
generates a single-exciton state. The uncoupled, local single-
exciton states | X;) of the individual QDs (n;) are eigenstates of
Hj and created from the ground state: | X;) = aimmavmg/ lg).
In this local basis, the exciton Hamilton operator has only off-
diagonal elements for Forster and Dexter coupling elements.
Due to these nondiagonal transition matrix elements, the local
single-exciton states are hybridized [12,13,48]. By diago-
nalizing the exciton Hamilton operator, the new delocalized
single-exciton basis set {|e)} of eigenstates |e) = ) . n¢|X;)
of the electronic Hamiltonian (Hy + Hc¢)|e) = E.|e) and the
expansion coefficients n{ are obtained.

If two or more photons are absorbed by the system, also
double excitons can be excited. In analogy to the single-exciton
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states, the two-exciton states | B;;) of the uncoupled system are
set as |B;;) = ain,.(,,.avni(,iraz,,j,,jav,,/(,}|g) with i < j. The de-
localized double-exciton eigenstates are | f) = Zi’ j 771‘.7;.|B,< i)
with energy E¢: (Ho + He)lf) = E¢|f).

Subsequently, we will refer to the delocalized eigenstates
of our system as manifolds g (ground state), e (single-exciton
states), and f (two-exciton states) [cf. Fig. 1(b)]. Higher-order
exciton states excited in wave mixing higher than third order
can be formulated in a similar way, but will not be considered
in this work since these states do not contribute to the double
quantum coherence signal realized in 2D spectroscopy [32] in
the x @ limit used to differentiate between Forster and Dexter
coupling.

IV. LINEAR OPTICAL SPECTROSCOPY

The linear absorption coefficient at an incident frequency
w is given by [33]

a(w) =

P(l)(a))> . (12)

w
Im
n(w)egc < E(w)

n(w) is the frequency-dependent refractive index of the
material {with n(w) > Re[PP(w)/(epE(w)]}, ¢ is the speed
of light in vacuum. The polarization in first order of the
electric field is given by P () = tr[d p"(1)]. PV (w) can
be calculated by using the dipole operator d and the first-
order density operator p"(¢) in the new delocalized exciton
basis. Introducing a phenomenological dephasing constant y
accounting for radiation processes and a Fourier transform of
P1(1), the linear absorption reads as [32,33]

)4
(@) X @Y |deg - €pal’
e

1
y2 +(weg ( 3)

_w)z'

Here, ep, denotes the polarization direction of the incoming
light, and d,, is the dipole moment between the ground state
and a single-exciton state. The matrix element has the form

dog = (eld|g) = Zn (Xild|g). (14)

Weg = %(Ee — Ey) denotes the resonance frequencies of the
single-excitonic system with ground-state energy Ey. The phe-
nomenological damping is assumed tobe y = 1/(500 ps) [49].

V. MULTIDIMENSIONAL SPECTROSCOPY

In this section, we will investigate heterodyne-detected
two-dimensional (2D) signals obtained by a multiple-pulse
technique [32]. While in linear spectroscopy only a single
excitation of the quantum system is observed, coherent multi-
dimensional spectroscopy allows us to excite double-exciton
and higher states and thus study their energies and couplings.
We consider coherent spectroscopy with three pulses up to the
third order in field.

In the considered four-wave mixing experiment, the system
is excited by a sequence of three temporally separated pulses
centered at times 7, 12, and 73 with delay times 77 and 75
between them (cf. Fig. 3). A spatial separation of the pulses
by selecting the directions of the incoming signals (phase
matching) can only be realized for spatially extended systems
of identical structures and not for a single nanosystem. In the
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FIG. 3. (Color online) Timeline for the pulse sequence applied in
a double quantum coherence experiment.

case of a single nanosystem, the excitation pathways can be
controlled using phase cycling, where the phase shifts between
the pulses are varied [24]. The optical field then reads as [32]

E(r, t)—z > & -

j=luj==+1

—iujw;(t—1;)+iu;p; (15)

with the envelope 5}” (t — 7;) of the jth pulse with phase ¢;
and laser frequency w;. The u; can either take the value +1
or —1 with Sj_l = (5;”)*. The phase of a specific signal is
given by a particular linear combination of the incident pulse
phases @;: @5 = u1@1 + ur¢y + uzps. The factors u; = &1
are chosen according to the extracted phase combination, in
our case for the DQC signal. Other possible signals such as
the photon echo are described in Ref. [23].

Here, it is sufficient to consider the three lowest manifolds
g, e, and f. In this case, the polarization in third order of the
electric field is the observable [32]

PI(r,1)
3
f / / dtsdnydiy RS, 5(t3.12.11)
B.y. 8 1
X Eg(rit = )E,(r,t —t3 —0)Es(rit —t3 —t, — 1y).

(16)

RS)V st,12,11) is the third-order response function (see
Refs. [30,32]) and ¢, f,, and t; denote the time intervals
between the interactions with the optical fields.

We will focus on double quantum coherence (DQC) signals
Sy With a signal phase g = ¢1 + @2 — @3 and frequency
ws = w1 + w, — w3. The two possible Liouville space path-
ways contributing to the response function and thus to the DQC
signal are illustrated in Fig. 4 using double-sided Feynman
diagrams [30]. It can be seen on the diagrams that the first two

e[ ey 9] e
t3 ‘f> Wie! <€/‘ —p3 —(3 ‘6) We' g <g’
- |- > ovinee
ta £ wrg |{g] |F)| wrg |(9l
v P2 ()
ty le)] weg |(g] l€)] weg |{g]
v Pl ®1

9) (gl 9) (gl

(i) (i)

FIG. 4. Feynman diagrams showing the two Liouville pathways
(i) and (ii) of the density matrix for the DQC signal ¢yy;.
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interactions induce the same changes in the density matrix in
both pathways: During the time interval ¢, the density matrix is
in a coherence between the ground state g and a single exciton
state e, oscillating at an optical frequency w.,. The second
pulse generates a coherence between the ground state and a
two-exciton state f. Only after the third laser pulse @3, the
two pathways differ: It creates a | f) (¢’| coherence in pathway
(i) and a |’} {g]| coherence in pathway (ii). The last, outgoing
pulse ¢yyp represents the so-called local oscillator field which
is mixed with the signal field for heterodyne detection [32].
The third-order signal depends on the three delay times 77,
T,, and T3 between the pulses (Fig. 3) and has the form [32]
+00
SONT3, T2, Th) = f dt Py, (1) - EX(t — 7)™,

(%1 oo
a7

Here, & denotes the local oscillator field and P, (¢) is the
induced polarization of the DQC signal. It depends on the
corresponding response function representing the Liouville
pathway contributing to the ¢y technique (Fig. 4). The DQC
2D signal is measured as a function of the excitation frequen-
cies 21 and €2, which is obtained by Fourier transforming
the signal S, (73,7>,T;) with respect to the pulse delays T}
and T, at a fixed third time interval 73. The double quantum
coherence signal is composed of the two contributions from
pathways (i) and (ii):

SO (T3,9,,2

put Q1) = SO(T3,2,Q0) + S§(T3,,921)  (18)

with the contributions [32]

2 4
S(T3,9,.9) = Y DI, - Ewpe — )]
ee.,f
X [dh, - E(weg — w3)e D]
< dfe : 52(wfe —w2) deg : El(weg —wy)
- éfg Q1 - seg '
(19)
(2m)*
S (T3, 20,9Q0) = i-5= 3 1dgy - El(weg — o))
e, f

X [d?e’ . g;((a)fe’ - w3)eii‘i’/gT3]

« dfe . SZ(wfe - (/UZ) deg . gl(weg - (1)1)
_Efg Q1 _‘i:eg ’

(20)

In analogy to the linear case, d,, and d ¢, represent the ground
state to single exciton and single exciton to biexciton transition
dipole moments in the delocalized exciton basis, respectively:
ds. = Zi’j n;;*(B,-j|d|Xj)r/;. The &,, = wup — Va4 take into
account the dephasing rate y,; and the exciton frequencies
weg = +(E. — Ep) and wy, = 3 (Ef — E,).

The resonances that occur in the 2D spectra [Eqgs. (19) and
(20) as functions of €2 and €2,] reveal how the single-exciton
(weg) and two-exciton states (wr.) of the investigated system
are connected: Their intensities indicate the contribution of a
single-exciton resonance (£2; axis) to a specific two-exciton
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state (€2, axis) [31]. The resonances projected on the single-
exciton €2 axis (for €, = wy.) coincide with the signals
obtained by linear absorption spectroscopy. The signatures
along the €2, axis provide additional information about the
two-exciton resonances after excitation with a second laser
pulse at frequency £2;: In coupled, hybridized quantum
systems, they reveal specific single-exciton to two-exciton
excitation pathways that could not be accessed in uncoupled
systems due to the optical selection rules.

VI. DISCUSSION OF THE OPTICAL SPECTRA

We now discuss the linear and two-dimensional DQC
optical spectra [Egs. (18)—(20) as a function of ; and
,]. The single- and two-exciton energy scales are given as
detuning with respect to the uncoupled resonance energies for
the creation of a single exciton (E;) and biexciton (E;) at
the QD with lower band-gap energy (referred to as QD 1),
respectively. The detuning A between the original resonance
energies of the two QDs follows from the potential offsets
AUV after diagonalization. In order to observe both weak and
strong signatures on the same scale, the following nonlinear
scaling was chosen [50]: Sponlinear = arsinh(|S$l)l| /N) with
normalization constant N.

In the example, the optical excitation pathways follow the
zinc-blende selection rules. Only exciton states with opposite
spins of electron and hole have a finite dipole transition
moment and can thus be directly excited by optical pulses.
These excitons are called bright single excitons. In the local
exciton basis, four bright single-exciton configurations exist,
two in each QD (states X to X4 in Fig. 5). Furthermore, it is
possible to selectively excite a specific conduction band spin
state by the use of circularly polarized light [51,52].

In order to interpret the optical spectra, it is essential to
know the two-exciton configurations which can be excited
directly from the bright single excitons with different circularly
polarized optical pulses. The possible excitation pathways
are shown in Fig. 6. If the system absorbs two photons of
the same circular polarization, only one two-exciton state
composed of two single excitons with the same electron
spin at different QDs can be created. In Figs. 5 and 6, this
two-exciton state is denoted as Bs in the case of right-hand

X, Xo X X
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B 3t
§ e
TrEE
TIeE
e
i i
-5

ti)

B, Bs

FIG. 5. Configurations of the four bright single excitons X; to
X4, the six bright two-excitons B; to Bg and of two dark double
excitonic states B; and Bg (right, darkened column).

PHYSICAL REVIEW B 91, 155313 (2015)

Eyy
Ey2 Bs

Es
Ey Xy

Ey 9

FIG. 6. (Color online) Level scheme showing the possible exci-
tation pathways in the uncoupled system. E, denotes the energy of
the ground state g, E, the energy of the uncoupled single-exciton
states X; at QD n, and E,,, the energy of the local double-exciton
states B; consisting of two excitons at QDs m and n (m,n = 1,2). The
energetic distance between the uncoupled single-exciton energies E;
and E, corresponds to the band-gap detuning A between the QDs, the
uncoupled biexciton energies E1; and E,, are separated by 2A. The
purple and green arrows indicate the possible transitions for excitation
with left-hand and right-hand circularly polarized light, respectively.
The dotted red arrow labeled V° marks the Dexter coupling of the four
bright two-exciton states B, to By (red box) to the dark two-exciton
states B, and Bg.

circular polarization and as Bg in the case of left-hand circular
polarization. An excitation with two laser pulses of opposite
circular polarizations can generate so-called biexciton states
with both electron-hole pairs at the same QD (B; and B;)
as well as configurations with both excitons at different QDs
(B3 and By). Since spin-orbit coupling is neglected, B3 and
B4 are energetically degenerate. Regarding the uncoupled
system, three two-exciton resonance energies are expected:
In the spectra shown later, the double-exciton resonances are
denoted E;; (for the state B;), E» (for B,), and E;, (for the
states B3 to Bg with the two excitons at different QDs), as
shown in Fig. 6.

Of course, the nondiagonal Coulomb couplings relax
these strict optical selection rules discussed above due to
hybridization in the formation process of delocalized states.
The diagonalized eigenenergies of the system are denoted e;
for single excitons and f; for two excitons. The energies of
the coupled system are shifted with respect to the resonance
energies of the uncoupled system which are marked by dashed
lines in the spectra (next section). In some cases, some excitons
are not hybridized and thus their energy remains unchanged.

For the discussion, we distinguish the following cases:

A. Case 1: Dominantly Forster coupled system

In this case, the QDs are separated in a way that the
QDs have negligible Dexter transfer compared to the Forster
elements. Here, a higher value d = 1.3e nm of the dipole
moment compared to case 2 was set for the numerical
calculation in order to discuss the thus increased Forster
coupling in more detail. This value is slightly higher than the
values between 0.3 and 0.9 e nm usually found in literature
[39,53-55] (dipole moments of magnitudes 1 to 2 e nm have
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FIG. 7. (Color online) Case 1(i) (left column, only spin-
preserving Forster coupling) and 1(ii) (right column, spin-preserving
and -flipping Forster coupling): Linear absorption spectra [(a) and
(d)] and 2D spectra for excitation with four laser pulses of identical
circular polarizations o, o,0. 0. [(b) and (e)] and alternating polar-
izations o,0_o,0_ [(c) and (f)]. All DQC signals were calculated
for a fixed delay time 75 = 1 ps.

so far only been measured for single QDs, cf. Ref. [56]). We
further distinguish the following:

(i) The QDs at center-to-center distance R, = 12nm
are aligned in a stack with parallel orientation [cf.
Fig. 2(a)]. In this geometry, spin is conserved during
Forster transfer. The corresponding coupling element
is calculated as |V, | = |V | = 0.11 meV.

(ii)) The QDs are arranged in a plane [cf. Fig. 1(a)]
with Rj» = 13nm, where both spin-preserving and
spin-flipping Forster transfers occur with the respec-
tive calculated coupling elements |V |=|V[||=
0.050 meV and |VTF¢| = |V¢FT| = 0.14meV.

For case 1(i), where spin-preserving Forster interaction is
the only coupling, one bright single exciton is always coupled
to the bright single exciton with corresponding spin state in the
other QD [cf. Fig. 9(a)]. This leads to a hybridization of the two
bright excitons and thus two interaction shifted peaks in the
linear absorption spectrum of Fig. 7(a). The upper resonance
exhibits a higher oscillator strength than the lower peak [13].

Figures 7(b) and 7(c) show the 2D spectra for two
different polarization combinations of the four exciting pulses:
or0y0404 and oyo_or0o_. As pointed out before, exciting
the system with photons of the same, right-hand circular
polarization [Fig. 7(b)] leads to one bright two-exciton state Bs
with both spin-up excitons at different QDs. The corresponding
excitation pathways shown in Fig. 6 consist of two sequent
green arrows lifting the system from the ground state to
Bs. This double-exciton state cannot couple to any other
two-exciton states by means of Vﬂ since all spin-up electrons
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are already excited. Hence, Fig. 7(b) shows only one two-
exciton resonance, which is not changed by Forster coupling
with respect to the uncoupled resonance Ej,. In contrast, an
excitation with four pulses of alternating polarizations, e.g.,
oro_oro_ [Fig. 7(c)], leads to three dominant two-exciton
resonances. They result from the excitation of two electron-
hole pairs within the same QD (state B at energy f; for QD 1,
state B, at energy f, for QD 2) and the excitation of one
electron-hole pair in each QD (states Bz and B4 at energy
f3). All three states are coupled via spin-preserving Forster
transfer and therefore change their energy with respect to the
uncoupled resonances E;j, Ey, and E|, (dashed lines) due to
Forster coupling (cf. Fig. 6). It is noteworthy that in particular
the peaks at e;/f; and e;/f, mark excitation pathways that
could not be excited if there were no Forster coupling since
the electron-hole pair generated by the first pulse has to be
transferred to the other QD via Forster coupling.

In case 1(ii) [Figs. 7(d)-7(f)], both spin-preserving and
spin-flipping Forster transfers occur. Thus, in linear spec-
troscopy one bright single exciton in one of the QDs couples to
both bright single excitons in the other QD and a hybridization
of all four bright single excitons can be observed in Fig. 7(d)
(upper panel). In the nonlinear regime, also the two-exciton
states are important. All six bright two-exciton configurations
are coupled via Forster transfer. If the system is excited by
photons of the same polarization, a weak coupling from Bs (see
Fig. 6) to the biexciton states B; (energy f}) and B; (energy f>)
is observed in Fig. 7(e) due to spin-flipping Forster coupling.
The third, low-energy resonance splits into two closely
spaced two-exciton resonances at the hybridized level f; and
the uncoupled resonance Ej,, where the Ej, line exhibits
only a weak oscillator strength for oyo0_o,0_ excitation.
The symmetry of the bright two-exciton configurations with
electron-hole pairs at different QDs (B3 to Bg) causes, that
the Forster shifts are canceled, which results in an additional
absorption peak at the uncoupled resonance E,. The spectrum
for excitation with alternating polarizations [Fig. 7(f)] shows
a 4 x 4 peak pattern as well due to the coupling of all bright
two-exciton configurations. In comparison to Fig. 7(e), the
two-exciton resonances at f and f, exhibit higher intensities
since the contributing dipole moments are increased.

In principle, a cancellation of the Forster shifts for some
delocalized states and thus an additional peak at the uncoupled
resonance Ej, might also occur in case 1(i) for o 0_0,0_
excitation due to the symmetry of the two-exciton states Bj
and B4. However, the corresponding two-exciton resonance
has only a low oscillator strength and is therefore hardly visible
in the spectrum.

B. Case 2: Predominantly Dexter coupled system

In this case, the QDs are arranged in a plane in close
proximity (R, = 10nm) with negligible Forster coupling
(calculated as |VF| &~ 0.02meV) compared to the calculated
dominant Dexter interaction strength VP = 1.6 meV. The QD
dipole momentis chosento be d = 0.6 e nm [54]. Since Dexter
interaction always preserves the spin state of the transferred
exciton, a bright single exciton in one QD couples to the bright
exciton with the same spin state in the other QD. This results
in the same linear absorption features as in case 1(a), but this
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FIG. 8. (Color online) Case 2 (dominant Dexter coupling): Lin-
ear absorption spectrum (a) and 2D spectra for excitation with
four laser pulses of identical circular polarizations o,o,0,0. (b)
and alternating polarizations o,0_oy0_ (c). Due to the Dexter
coupling, the peaks are strongly shifted with respect to the uncoupled
resonances (dashed lines) and the lower resonance single-exciton
peak at —1.1 meV nearly vanishes (dark state). Therefore, the same
nonlinear scaling as for the 2D spectra was chosen for the linear
spectrum. All DQC signals were calculated for a fixed delay time
T; = 1ps.

time the energy shift induced by the coupling is determined by
the Dexter interaction strength [cf. Fig. 8(a)].

The 2D spectrum for excitation with identical polarizations
o0.0404 [Fig. 8(b)] exhibits the same features as the corre-
sponding spectrum in case 1(i), where spin-preserving Forster
processes constitute the only coupling mechanism. In analogy
to the Forster case 1(i), only one two-exciton absorption
resonance is observed at the uncoupled resonance E|, since
no Dexter excitation transfer is possible when both spin-up
conduction band states of the two QDs are occupied. Here,
the spin-preserving Forster and Dexter coupling mechanisms
open the same excitation transfer channels in the system.

This changes in the case of an excitation with alternating
photon polarizations o o_o,o_ in Fig. 8(c): Here, a splitting
of the low-energy resonance into two peaks at f3 and Ej;
can be observed, where the interaction shifted resonance
at f3 has only a low oscillator strength compared to the
uncoupled Ej, resonance. Therefore, the oscillator strength
distribution between these two peaks is inverted compared
to the purely Forster coupled case in Fig. 7(c), where the
uncoupled resonance E is vanishing or has minor oscillator
strength. This effect is specific to Dexter coupling: Besides the
coupling between bright single excitons of the same spin state
like spin-preserving Forster interaction, Dexter transfer can
also cause a coupling between bright and dark two-exciton
states. Figure 9(b) shows a schematic representation of Dexter
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FIG. 9. (Color online) (a) Spin-preserving and -flipping Forster
coupling schemes. (b) Dexter coupling between dark exciton states.

coupling mechanisms between dark electron-hole pairs. If
a biexciton localized at one of the QDs is excited, this
state can be Dexter coupled to a two-exciton state with a
dark electron-hole pair in each QD. This leads to a Dexter
coupling between four bright (B; to B4) and two dark (B
and Bg) two-exciton states, as can be seen in Fig. 6. Again,
the corresponding Dexter shifts are canceling for multiple
couplings between these states for some delocalized states,
which leads to an additional hybridized two-exciton state
occurring at the uncoupled resonance E|,. This peak exhibits
a high oscillator strength compared to the interaction shifted
peak at f3 since Dexter transfer to dark two-exciton states
changes the overall structure of formed exciton eigenstates.
Specifically for some states, their internal distribution over
dark and bright two-exciton states leads to a cancellation of
the interaction shifts due to multiple couplings. This results
in an enhanced oscillator strength of the resonance E;, for
predominantly Dexter coupled systems.

If an intermediate distance between the QDs is chosen
such that both Forster and Dexter couplings are important,
we essentially observe the same behavior as in case 1(ii)
without Dexter processes, only that the spin-preserving Forster
transfer mechanisms are enhanced by the additional Dexter
interactions. This leads to a stronger splitting of the absorption
peaks, whereas the number of resonances is the same.

In summary, we observed the following 2D absorption peak
patterns, which identify the nature of coupling processes: In
case 1(i) (only spin-preserving Forster coupling), we obtained
a 1 x 2 pattern for 010,004 excitation due to the coupling
of the two bright single excitons with identical spin states
and no two-exciton coupling. For o,0_0,0_ excitation,
three interaction shifted two-exciton resonances are observed
because of the additional coupling to the biexcitonic states. In
case 1(ii) (spin-preserving and -flipping Forster coupling), a
4 x 4 pattern for both polarization combinations emerged as
a consequence of the coupling of all bright single excitons
and the splitting of the low-energy two-exciton resonance
due to the hybridization of all bright two excitons. Case
2 (dominant Dexter coupling) revealed a 1 x 2 pattern for
0,000, excitation [same behavior as in case 1(a)] and a
4 x 2 pattern with substantially increased peak intensity at £,
for oy 0_o;0_ excitation because of Dexter coupling to dark
two-exciton states. These spectroscopic signatures are unique
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and help to distinguish the different coupling mechanisms by
using 2D spectroscopy.

Overall, the different Coulomb coupling mechanisms, in
particular in Figs. 7(c) and 8(c), exhibit their characteristic
features in fine details of the 2D resonance peak structure
(like the intensity distribution between the two low-energy
resonances at energies f3 and E|,). Therefore, a careful
analysis of the resonance patterns and peak intensities and
a sufficient experimental resolution are crucial for a reliable
identification of the underlying coupling processes. Modern,
ultrafast laser systems (see, e.g., Refs. [57-59]) allow for a
femtosecond pulse delay control, which is short compared to
dephasing processes. However, shifts due to spectral diffusion
will in principle affect spectroscopic measurements of single
nanostructures since high repetition rates and thus long integra-
tion times are required for a sufficient resolution [49,60]. This
sampling problem can be addressed, e.g., by applying suitable
apodization schemes [61]. In the last few years, four-wave
mixing experiments with homogeneous linewidths between
20 and 50 ueV have been performed [49,62,63], such that
Coulomb couplings in the order of 1 meV (like the Dexter
coupling strength calculated for our model system) should in
principle be visible for slightly detuned single QD systems
in modern 2D experiments. Aside from experimental studies
on an ensemble of QDs [63], also studies using coherent
spectroscopy on single natural QDs in a quantum well were
carried out [62] for a photon echo. In principle, similar
coherences as in the double quantum coherence spectrum can
be detected in photon echo spectra, but DQC dissects the
resonances better. Overall, it shows that studies of coherent
spectroscopy on single systems are possible.

Another point may be important if light-hole admixture is
taken into account (see, e.g., Refs. [51,64]). Then, additional
excitation pathways are accessible. Light-hole (LH) admixture
means that the heavy-hole-dominated valence band states
regarded in this paper get a (small) contribution from the
LH band (which is usually in the range of few percent
[65]). The spin-conserving and non-spin-conserving Forster
coupling cases will be slightly mixed by LH admixture since
the dipole moments are nonparallel in the case of LH admixture
[46]. However, the opened transitions will only have a minor
contribution due to the small LH admixture (below 2% [65]).

VII. CONCLUSIONS

The influence of nondiagonal Coulomb coupling on the
optical properties of a coupled quantum system was studied
using linear and nonlinear two-dimensional coherent spec-
troscopy techniques. We showed that Forster- and Dexter-type
energy transfers lead to characteristic signatures in the double
quantum coherence spectra, which allow us to deduce the
underlying type of coupling process. The splitting of the
low-energy resonance into two resonances at the hybridized
level f3 and the uncoupled resonance E; is a suitable criterion
to distinguish the dominant coupling mechanism by means
of the relative intensities of the two resonances. It is clearly
visible when spin-flipping Forster or Dexter processes take
place. In the first case, the splitting is a consequence of the
hybridization of all bright two excitons. In the latter case, it
appears due to the coupling of bright and dark two-exciton
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states and the oscillator strength of the uncoupled resonance
E; is significantly enhanced.

Moreover, the discussion of our spectra showed that Dexter
transfer processes are not limited by the optical selection rules
due to the coupling to dark two excitons. Similar coupling
identifying spectral patterns is expected, e.g., for bound
excitons in disordered quantum wells coupled to excitons in
single molecules.
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APPENDIX: DERIVATION OF COULOMB
MATRIX ELEMENTS

Starting with the general expression for the Coulomb matrix
elements in Eq. (4), we first rewrite the integrals over r and r’
into sums of integrals over the single unit cells (UCs):

62 ucC
Vabed = E / d3m/ d’rj
8 epe; L Jue uG;

i#J

8 & n, (ri)&s (1 2)E iy (F j2)60 0 (Fi1)

a nll

|rit — 72l
* *
XUy o (P, o0 (F j2)U5 gm0, (T j2)

(AD

X M)L(.ncoc(ril) 30(,0(. 801,04 .

Here, the short-range contribution at i = j has been
neglected. It vanishes for Forster-type Coulomb exchange
terms [66,67]. Since only the long-range contribution is taken
into account in this paper, the diagonal and Dexter coupling
elements are slightly underestimated. However, this limitation
of the model system does not affect the general findings
about the spectroscopic signatures of the different coupling
mechanisms and may only slightly shift the corresponding
resonances.

The vectors ry, can be split into the lattice vector Ry of
the kth unit cell and a small variation s, within this cell:
ri, = Ri + s,. A three-dimensional Taylor expansion of the
term up to the first order has the form [13]

[riv—=rja|

1 1 Rij §1°82
~ - (s1+82)+ ———=
lriv —rjpal IRl IR IR;; 3
- W(sl “R;ij)(s2 - R;j) (A2)
i

with R;; = R, — R;. The second term on the right-hand
side of Eq. (A2) (monopole-dipole term) is neglected
within the rotating-wave approximation for the quantities
important for this paper. We assume that the envelope function
&, (r) is constant over a unit cell: &,(Ry + s,) =~ &.,(Ry).
Furthermore, we use the invariance of the Bloch functions
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under a lattice translation and their orthonormality condition

fUC d3suut, (S)Uuno (s,) = 8- Vuc  denotes  the
umt cell volume. Defining the microscopic interband dipole
moment for transitions between the valence and conduction
band [68],

1

d’’ = &’s Uy, () es uyn(s),
Vue Jue

(A3)

Ap T

we get the following expressions for the monopole-monopole
contribution:

= f P / B O 8, 0
TT€Q€r |r —r’|
X 8341 82pg Oy, Onpny 80,0, 8004 (Ad)
forn, = n., n, = nyg and
= g [ar [
N & n (D& (X80, (&0, ()

lr —r'|

X 834363424 0n4ny Onyn. 86,0, 80,0, (A5)
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for n, = ng, n, = n.. These two matrix elements are referred
to as monopole-monopole shifts [Eq. (A4)] and Dexter
terms [Eq. (AS)] throughout this work. In contrast to the
diagonal monopole-monopole shifts, the Dexter terms occur
as nondiagonal entries in the matrix representation of the
Coulomb Hamiltonian.

The dipole-dipole terms have the form

d"% . g"o
Vdipole _ /d3 /d3 /( Aarp Apra
abed 8neoer —r3
Na 0, 12 nbtrb
_3[‘1,\212'(’ ] [d5g - (r =]
lr—r')?

X &5, (085, (P&, (1), (1)

X 5)»(: ha S)Lb)hc 8"«’% Sﬂbﬂd 8% e 8%04 .

(A6)

Since the dipole moments vanish for identical band indices
(d}; = 0), dipole-dipole couplings represent nondiagonal
elements in the Coulomb interaction matrix. The monopole-
monopole and Forster terms do not require a wave-function
overlap between the two nanostructures, which is expressed
by the condition n, = n. and n, = ny.
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