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ABSTRACT

Strong confinement in semiconductor quantum dots enables them to host multiple electron–hole pairs or excitons. The excitons in these
materials are forced to interact, resulting in quantum-confined multiexcitons (MXs). The MXs are integral to the physics of the electronic
properties of these materials and impact their key properties for applications such as gain and light emission. Despite their importance, the
electronic structure of MX has yet to be fully characterized. MXs have a complex electronic structure arising from quantum many-body
effects, which is challenging for both experiments and theory. Here, we report on the investigation of the electronic structure of MX in
colloidal CdSe QDs using time-resolved photoluminescence, state-resolved pump–probe, and two-dimensional spectroscopies. The use of
varying excitation energy and intensities enables the observation of many signals from biexcitons and triexcitons. The experiments enable the
study of MX structures and dynamics on time scales spanning 6 orders of magnitude and directly reveal dynamics in the biexciton manifold.
These results outline the limits of the simple concept of binding energy. The methods of investigations should be applicable to reveal complex
many-body physics in other nanomaterials and low-dimensional materials of interest.
Published under license by AIP Publishing. https://doi.org/10.1063/1.5142180., s

I. INTRODUCTION
One of the key features of quantum confined structures is their
ability to support multiple bound states. The leading elementary
excitation is an exciton, for which the physical geometry gives rise
to a spectrum of states.1–5 The excitonic states and the dynamics
within these states in colloidal semiconductor quantum dots (QDs)
are now well established.6,7 In addition to these single excitations,
nanostructures can support multiexcitons (MXs) that are also quantum confined.5,8–10 These multiexcitons are not merely insignificant
corrections but can give rise to many key properties.11–15 For example, biexciton (BX) formation dynamics is central to the physics of
optical gain in semiconductor quantum dots (QDs). Even in simple LED applications, the multiexciton interactions can control the
performance. In short, multiexcitons are fundamental to nanostructures and confer many of their optical and electronic properties.
The biexciton, formed from two interacting electron–hole
pairs, is the simplest multiexciton and has been studied in great
detail.14,16–18 The CdSe nanocrystal (NC) QD provides a model
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system for studying multiexciton interactions and dynamics. The
simplest question is whether the biexciton (BX) is a bound or an
anti-bound state. The impact of material properties such as size or
composition on the biexciton binding energy is of interest both in
its fundamental aspects and for applications. More deeply, one can
interrogate the dominant interaction mechanism, whether the interactions are well described using mean field treatments or require the
calculation of electron correlation effects.19,20 In short, MX in NCs
represent a test bed of basic quantum mechanics and many-body
physics.
Historically, the simplest way to observe MX was through
photoluminescence (PL).8 PL experiments were critical to the initial successes in understanding the electronic properties of X, BX,
and MX in epitaxial QDs. Time-resolved PL (t-PL) later provided
significant advances in the field. The short lifetimes of MX in
colloidal NCs posed a significant challenge to their observation
via PL. Therefore, initial reports on BX in CdSe used femtosecond transient absorption (TA).16,21 Since then, a variety of NC
QDs have been investigated by t-PL8,22,23 and by state-resolved
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pump–probe (SRPP).24–27 Most recently, two-dimensional electronic spectroscopy (2DE) experiments have been performed on
these model systems.28–33
Since MX in QD remain an interesting test bed for exploring many-body physics and for their continued relevance in new
nanomaterials from perovskites34–41 to transition metal dichalcogenides,42–49 one aims for a comprehensive overview of the methods
for investigation and their critical comparison. Here, we report on
such an overview of the experimental signatures of MX in CdSe NCs
using the three main methods: t-PL, SRPP, and 2DE. The aim of this
work is to describe how different experiments reveal different processes and to what extent the results can be compared. Critically, we
aim to learn from the comparison. The broader aim of this work
is to provide a roadmap for future investigations using these three
tools.

II. BACKGROUND
Quantum confinement gives rise to novel phenomena; in
semiconductor nanocrystals, it progressively transforms the electronic excitations from free bulk-like charge carriers to molecular orbitals.1,50,51 CdSe NCs are typically in the strong confinement
regime, where the radius of the NC is smaller than the Bohr radius
of the exciton a0 = 5.6 nm. In this regime, the elementary electronic excitation is the exciton, a bound electron–hole pair. Excitons are charge-neutral perturbations of the charge density, much
like the electronic excitation of molecules. The electron and hole
are delocalized over the entire volume of the NC, pinned in place
by the physical boundaries of the NC and are, thus, forced to
interact. Excitons are, thus, easily observed in these materials.2,3
They exhibit a rich spectrum arising from the interplay of bulklike semiconductor physics, quantum confinement, electron–hole
interaction, and coupling to the lattice.4,9 Excitons in semiconductor NCs have been studied in great detail, both theoretically and
experimentally.52–55
Strong confinement also enables the observation of multiexcitons (MXs) formed of multiple electron–hole pairs, which are usually not observed in the bulk.8,17,21,32,56 Due to the physical boundaries of the NC, the MXs are constrained to overlap. The interaction
is further enhanced by reduced dielectric screening in low dimensions and low polarizability of the confined electrons and holes. The
physics of MX in strongly confined volumes exists in a regime intermediate between bulk-like semiconductor and molecular systems.
It, thus, inherits concepts from both fields. Compared to excitons,
the physics of MX is influenced by electron–electron and hole–hole
interactions. It is truly a quantum many-body problem.19 Due to the
high-level of excitation required for their observation, the physics of
MX is challenging to study theoretically.9,19,20,57,58
The most studied MX is the biexciton BX. MXs are usually studied by PL spectroscopy.8,56,59 This is illustrated in Fig. 1 for the case
of the biexciton. Fast relaxation of the excited state ensures that PL
is dominated by emission from the lowest energy states of a given
manifold. The emission from BX is compared to the emission from
X, and the shift is considered equal to the biexciton binding energy
ΔBX . This simple description of the problem ignores another important feature of exciton physics: the large emission Stokes shift of
X, δX . The Stokes shift indicates the presence of a significant fine
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FIG. 1. Electronic structure of the biexciton BX. (a) Biexcitons are most often studied using PL experiments, revealing a well-defined shift interpreted as the binding
energy ΔBX . This simple picture disregards the electronic structure of the exciton, which is revealed by the exciton Stokes shift δX . (b) The electronic structure
of strongly confined semiconductor NCs can be represented in the exciton basis
(left) or the electron–hole basis (right). The exciton basis includes the interactions between electrons and holes (middle). The degeneracy of the electron–hole
configurations is indicated on the right panel.

structure in the band-edge exciton manifold. There must be at least
two X1 states: an emissive state favored in emission experiments and
an absorptive state favored in absorption experiments. PL lifetime is
also significantly influenced by this fine structure.2,60 Furthermore,
the Stokes shift is typically comparable to or larger than the biexciton shift. There are, thus, multiple final states for emission from
the biexciton. There is no guarantee that PLX and PLBX involve the
same state or even that PLBX involves an exciton for which the transition to the ground state is allowed. The interpretation shown in
Fig. 1(a) requires that the final state for X1 X1 emission is also the
emissive X1 state. If, instead, X1 X1 emission is considered to yield the
absorptive X1 state, the binding energy would be around −30 meV.
The situation is, thus, not as clear as the simple PL signals might
suggest.
The difficulties arising from measuring the energetics of multiexcitons are further compounded when considering their complex electronic structure. The electronic structure of a semiconductor NC is illustrated in Fig. 1(b) in the exciton basis (left) and in
the electron–hole basis (right), according to effective mass models.9 The exciton basis can be obtained from the electron–hole basis
when including interactions between the electrons and holes (middle
panel). Although the electron–hole basis is not an eigenstate of the
system, it can be used to derive the properties of the excitons such as
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the number of states in the manifold. The band-edge exciton X1 in
CdSe NCs is formed by electrons in the 2-fold degenerate 1Se state
and holes in the 4-fold degenerate 1S3/2 state. For the single exciton,
there are, thus, eight possible configurations. The biexciton requires
two electron–hole pairs, which saturates the electron level. There are
six possible configurations, corresponding to the possible arrangement of the two indistinguishable holes in four levels. These simple
considerations immediately predict a fine structure for the biexciton, which arises from the same many-body effects as the exciton
fine structure and biexciton binding.
The current work wishes to discuss the electronic structure
of multiexcitons. We designate exciton states Xi , where i is a phenomenological label used for distinguishable spectroscopic transitions. This is often called the coarse structure of the exciton. The
lowest exciton, X1 , will be called the band-edge exciton, following
common usage. Biexcitons will be designated as BX. When multiple transitions can be identified, they will be indicated as indices.
The biexcitons generated from the band-edge exciton by the excitation of a second electron–hole pair will be labeled X1 Xi . The lowest biexciton, X1 X1 , will similarly be called the band-edge biexciton. The binding energy of a given biexciton can be observed using
both absorptive (ΔAbs ) and emissive (ΔEm ) experiments. The biexciton will be indicated by the argument, for example, ΔAbs (Xi Xj ).
The binding energy will be defined as the difference between the
energy of the biexciton and the sum of the energy of the constituent excitons, Δ(Xi Xj ) = E(Xi Xj ) − E(Xi ) − E(Xj ). The binding energy of the triexciton (TX) will similarly be defined as the
difference between the energy of the triexciton and the sum of
the energy of the corresponding single excitons. The fine structure
states will not be labeled individually as they cannot be resolved
experimentally in the current ensemble measurements at room temperature. Instead, the difference between the absorptive and emissive transitions will be used as an indication of the widths of
the exciton manifolds. The Stokes shifts of the band-edge exciton, biexciton, and triexciton will, respectively, be labeled δX , δBX ,
and δTX .
Excitons in NCs can be described in two bases: the electron–
hole basis and the exciton basis. Although both bases are valid
choices, some phenomena can be expressed or interpreted more
directly in one basis or the other. The electron–hole basis is closely
related to semiconductor physics. It represents the electron and hole
as two particles in their own manifolds with their own dynamics. According to the effective mass model of semiconductor NCs,
the electron and hole states are obtained from the bulk bands
upon confinement.4,20,61 Although they correspond directly to the
continuous bands of semiconductors physics, they form discrete
states similar to molecular orbitals. The electron and hole states
are single particle states obtained in the absence of electron–hole
interaction, and they are, thus, not the eigenstates of the system.
The inclusion of electron–hole interaction gives rise to the exciton states, interacting electron–hole pairs. They are, thus, the elementary electronic excitations in these materials and form the
basis of a rigorous discussion of the optical response. The exciton basis, containing both X and MX, describes the electronic state
of the entire nanocrystal: it is the state of the entire system. Due
to confinement, there cannot be two non-interacting excitons in
the same NC. Of course, the exciton states can be obtained from
a linear combination of electron–hole states. Since both are valid
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choices, the choice of basis varies depending on the phenomenon of
interest.
Although the exciton basis is the eigenbasis of the system, the
excitons can be a bit abstract. The electron–hole basis will, thus,
be frequently invoked to explain specific phenomena. Indeed, the
electron–hole basis can be used as a complete basis set for the calculation of exciton wavefunctions.4,20 Many properties of the electron–
hole states are conserved when transferring to the exciton basis. The
electron–hole basis is, thus, a useful tool to compute the properties of
specific excitons. For example, the number of states in X1 and X1 X1
manifolds were previously determined from the degeneracies of the
electron and hole states [Fig. 1(b)]. Surface trapping and Auger processes are also more easily discussed using independent electrons
and holes as is dot charging. The electron–hole basis will, thus, be
used when discussing specific population dynamics.
The exciton basis is the appropriate basis when discussing the
spectroscopic properties of the NC. Essentially, all derivations of
light–matter interaction start by separating the Hamiltonian into
a material part and a light–matter interaction part and then use
the material part as a reference Hamiltonian to define the interaction picture.62–65 As a result, the spectroscopic transitions directly
connect the eigenstates of the material Hamiltonian, the exciton
states. This is a subtle but an important distinction. Many experimental spectroscopic studies on CdSe QDs discuss the spectroscopic
transitions in the electron–hole basis.10 In the process, they make
it difficult to account for the effect of electron–hole interactions,
the salient physics of the system.66 We will discuss the transitions
as occurring between exciton states. The electron–hole basis will,
nevertheless, be useful when discussing the properties and dynamics of the exciton states, such as number of states, approximate
transition dipole moments, and dynamics. Furthermore, we wish
to emphasize the difference between ground and excited states. In
semiconductor QDs, the ground state (G) is the exciton vacuum,
and it can only exhibit vibrational dynamics (or recovery following excitation). Holes are part of the excited state and, thus, can
only be discussed in connection with excited state signals: stimulated emission (SE) and excited state absorption (ESA). The basis of
excitons should be used when discussing absorption, whether from
the ground or excited states, and emission, whether spontaneous or
stimulated.
The properties of excitons have been computed using multiple levels of theories from effective particle-in-a-box treatments to
full ab initio calculations. The above discussion follows the logic
and results of the multiband effective mass approximation (EMA)
model of NCs.4,9,61 In this model, the bands of the bulk semiconductor are used to obtain the single-particle wavefunctions for the
electrons and holes in a confining potential. The electron and hole
states are used to obtain the exciton states after inclusion of electron–
hole interaction. The structure of the exciton and multiexcitons
arises from the NC size and shape, lattice symmetry, and the interactions between electrons and holes. The EMA model of NCs is
the standard model used when discussing the electronic structure
of semiconductor NCs. Higher levels of theory have been applied
to the electronic structure of NCs. Importantly, atomistic methods enable the computation of the electronic structure for realistic
NCs.20,52,55,67–69 In general, the atomistic methods break the symmetry that is present in continuum models, lifting degeneracies and
further mixing states and, thus, giving rise to a more complicated
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manifold of fine-structure states. Nevertheless, the multiple theoretical treatments at different levels of theory generally agree on the
properties of the first few excitons.
The electronic structure of multiexcitons has been subject to
significant theoretical work. It is, indeed, an exciting problem containing an important dilemma: accurate treatment of the quantum mechanical many-body aspects is only feasible when using
approximations of the NC structure. This challenge has motivated
investigations at multiple levels of theories from quasi-analytical to
atomistic.9,19,20,57,66,70 All models predict a dense manifold for the
biexciton arising from the interplay of direct and exchange Coulomb
interaction. The models agree on the dominant role of exchange
interactions in determining the energy and level structure. Again,
the atomistic nature of the NC breaks the symmetry of the problem,
generally resulting in the lifting of degeneracies, giving rise to further
mixing of the states. The electronic structure of the multiexciton is
as rich, if not more, as the single excitons.
The experimental studies of MX require non-linear spectroscopy, which is sensitive to multiply excited states. Three timeresolved experiments are used, as shown in Fig. 2. All experiments
use a strong excitation pulse to generate X or MX populations.
The signal depends on the properties of the exciting pulse. We will
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refer to the energy of the exciting photon Eex = hc/λ as the excitation energy, in eV. The excitation intensity I 0 refers to the energy
content per pulse, in nJ/pulse. The three experiments differ in the
information they reveal. Time-resolved PL (t-PL) measures the PL
intensity as a function of both emission time t and energy of the
emitted photon EPL . State-resolved pump–probe (SRPP) measures
the change in optical density (ΔOD) as a function of pump–probe
delay t and probe energy E = hc/λ. Two-dimensional electronic
spectroscopy is related to SRPP. However, it measures a change in
the transmission as a function of three axes: excitation energy E1 ,
pump–probe delay t 2 , and probe energy E3 . In 2DE, the excitation is
performed by two pulses; therefore, it is equivalent to a TA experiment carried out with twice the intensity. The three techniques
have different advantages in revealing the electronic structure of
multiexcitons.
III. METHODS
A. Samples
The experiments focus on a single size and type of QD.
Wurtzite CdSe QD with octadecylamine ligands dissolved in toluene
was obtained commercially (NNLabs, CSE-640). Their band-edge
absorption was 640 nm, with a typical quantum yield of ∼40%. All
spectroscopic experiments were carried out while flowing the sample using a peristaltic pump (Masterflex 77390-00). A total of three
different batches were used throughout the paper.
B. Time-resolved photoluminescence

FIG. 2. Non-linear spectroscopy experiments. (a) Time-resolved photoluminescence (t-PL) using a Streak camera resolves the emission spectrum on time scales
from 100 ps to 1 μs. (b) State-resolved pump–probe (SRPP) enables the study of
absorption and emission from excited NC populations. (c) Two-dimensional electronic (2DE) spectroscopy reveals the spectroscopic response as a function of
excitation energy (E 1 ), detection energy (E 3 ), and pump–probe delay t 2 .
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The t-PL spectra are acquired using a streak camera (Axis TRS,
Axis Photonique Inc.). A femtosecond pulse excites the sample. The
PL is collected at a 90○ angle and imaged to the slit at the entrance
of the streak camera using a pair of off-axis parabolic mirrors. The
principle of operation of the streak camera is illustrated in Fig. 2(a).
The streak camera has three components: a grating monochromator, a streak tube, and a detector. The spectrum of the PL is resolved
by a spectrometer (Acton SP-2358i, 150 g/mm, 600 nm blaze), thus
encoding the wavelength in the horizontal position. The spectrum
is converted to electrons using a photocathode, followed by acceleration of the electrons in a bilamellar streak tube (Photonis P820).
During the propagation through the tube, the electrons are subjected
to a time-dependent high voltage streak ramp, thus converting the
arrival time into the vertical position. The streak ramp is triggered
electronically using a synchronization output of the laser amplifier
and a delay generator (DG645, Stanford Research Systems). Finally,
the electrons are detected using a phosphor and CCD (Spectral
Instruments 1200 series). The resulting image resolves the emitted spectrum in both energy, along the horizontal axis, and time,
along the vertical axis. The resulting spectral resolution is about
0.2 nm. The temporal resolution depends on the settings of the
high-voltage ramp. Two ramps are used in the current work: a fast
ramp [temporal range: ∼10 ns, instrument response function (IRF):
120 ps FWHM] and a slow ramp (temporal range: ∼1 μs, IRF: 2.2 ns
FWHM).
Experiments with I 0 ≤ 50 nJ/p averaged 20 images acquired
with 15 s exposure time each; experiments with 75 ≤ I 0 ≤ 250 averaged 10 images acquired with 15 s exposure time; experiments with
I 0 ≥ 500 nJ/p used 10 images acquired with 10 s exposure time.
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A background image is acquired before each image with the excitation beam blocked. This image is then used for background subtraction. The final traces are corrected for electrode and detector
alignment (1% shear) and the non-constant time and energy bin
widths.
The sample (NNLabs CSE-640) is diluted with toluene to an
OD of 0.2 at 640 nm in a 0.5 mm path length cell. During the experiment, this sample is flowed in a 0.5 mm path length flow cell (Starna
Type 48). Excitation pulses at 400 nm and 640 nm in the range of
1–1000 nJ/pulse with a duration of <100 fs are generated by coupling the output of a Ti:sapphire regenerative amplifier (Coherent
Legend Elite Duo HE+, 1 kHz rep rate) to either a 100 μm thick BBO
crystal (frequency doubling to obtain 400 nm) or to an optical parametric amplifier (OPA, OPerA Solo, Coherent) to obtain 640 nm
light.
C. State-resolved pump–probe
The ultrafast SRPP instrument used here has been described
previously.71 Briefly, the output of a Ti:Sapphire amplifier (Coherent Legend USP, 820 nm, 1 kHz, 70 fs, 2.2 mJ/pulse) is split into
three arms. Two of those arms (approximately 1 mJ each) pump
two optical parametric amplifiers (OPAs) for color conversion. The
third arm is used to create the white light continuum probe, and
in the case of 3.1 eV pumping, used for second harmonic generation to create the 410 nm pump. Each OPA output is compressed
using individual prism compressors. The white light probe is generated through self-phase modulation in a 1 mm sapphire window. The probe is compressed using a prism compressor. After
transmission through the sample, the probe is passed through a
monochromator and detected with a photodiode. TA spectra are
recorded by scanning the monochromator at a fixed pump–probe
delay.
The chirp of the white light probe is characterized through
sum-frequency generation (SFG) with the 800 nm fundamental at
the sample position. The chirp is removed in situ by moving the
delay stages in accordance with the measured chirp as the probe
wavelength is scanned.
Two pump–probe experiments are performed in parallel by
using two pump beams, each chopped at 333 Hz. The choppers are
phased such that over three laser shots, the sample is pumped by one
pump, followed by the second, then not pumped at all. The sample is
probed at each laser shot. The TA signal is measured by comparing
the transmission of the probe when the pump is absent to the transmission of the probe following each pump. Each pump arm has its
own computer-controlled delay stage.
The duration of the fundamental and OPA laser pulses are
determined using autocorrelation in BBO. They are each under 80 fs.
The IRF is determined through SFG between the fundamental pulse
and the white light continuum in BBO. The IRF was found to be less
than 100 fs.
D. Two-dimensional electronic spectroscopy
For the two-dimensional electronic (2DE) spectroscopy measurements, we employ the pulse-shaper based instrument described
in detail in our recent works.33,72 Roughly, 600 μJ pulses centered at
800 nm (Coherent Legend Elite Duo HE+, 1 kHz rep rate, <130 fs
pulse duration) are focused into a hollow-core fiber (HCF) filled
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with argon in a differential-pressure setting. The input pulse is
broadened via self-phase modulation by propagating through the
fiber. At the output of the fiber, a shortpass filter is used to select
the visible part of the continuum, yielding 40 μJ pulses in the
540–700 nm spectral range. The visible pulses are then collimated
and sent to GRISMs (GRatings + prISMs) to pre-compensate for the
large dispersion arising from acousto-optic pulse shapers (Dazzler,
Fastlite), where the 2DE pulse sequences are generated. The beam
is split into two arms, a pump arm and a probe arm, each equipped
with a pulse shaper. In the pump arm, the pulse-shaper is employed
to create a pair of compressed phase-locked pulses with controllable delay t 1 and relative phases. In the probe arm, the pulse-shaper
is used to create the compressed probe pulse with pump–probe
delay t 2 . The spectral phase of the pulses is optimized by iteratively applying a phase mask in the pulse-shaper and characterized
in a dispersion-free line using transient-grating frequency-resolved
optical gating (TG-FROG).73 Typical retrieved pulse durations are
11–15 fs.
The pump and probe beams are focused and crossed in the sample. The spectrum of the transmitted probe beam is detected using
a spectrometer (Acton 2500i + PIXIS 100B Excelon). In this pump–
probe implementation of 2DE, both rephasing and non-rephasing
2DE signals are emitted in the same direction and the probe beam
also acts as the local oscillator, thus yielding an automatically phased
2DE absorptive spectrum. Unwanted signals are eliminated using
a 4 × 1 × 1 phase-cycling procedure since standard pump–probe
and linear signals do not depend on the constant phase difference
between the two pumps.74 Delay t 1 is sampled from 0 fs to 100 fs
in steps of 1.0 fs. The acquisition is performed using a rotating
frame with frequency 307.45 THz. Reference spectra are interleaved
throughout the dataset, and they are used to normalize the signal.
The sample is diluted with toluene to an OD of 0.3 at 640 nm in
a 0.2 mm path length cell (Starna) and flowed using a peristaltic
pump.
IV. RESULTS
A. Static spectroscopic properties
The energy spectrum of strongly confined semiconductor NCs
can be described as a progression of quantized excitons. Figure 3(a)
shows the exciton manifold in the electron–hole basis (left) and
exciton basis (right), with exciton states labeled Xi . The electron–
hole basis consists of single-particle wavefunctions in the absence
of electron–hole interactions.4,61 Taking into account the Coulombic interaction between the electron and hole gives rise to a manifold of excitons, which is the eigenbasis of the QD. Although some
mixing of the single-particle states can occur, it remains limited
for the lowest excitations. The correspondence can, thus, be made
between specific electron–hole pairs and exciton states. For example, the X1 exciton consists of a 1Se electron and a 1S3/2 hole.
The correspondence is indicated by the color-coded arrows in both
diagrams.
The single exciton X1 has eight possible electron–hole configurations. The degeneracy among these is lifted due to exchange
interactions, crystal field splitting, and the details of the shape of
the nanocrystal.4,9,69,75–77 These perturbations give rise to a finestructure for every exciton, represented in Fig. 3(b). The details

152, 104710-5

The Journal
of Chemical Physics

ARTICLE

scitation.org/journal/jcp

the unresolved background,3
3

OD(E) = ∑ αi G(E, Ei , σi ) + b0 + b1 E + b2 E2 ,

(1)

i=1

1 E − Ei 2
) ],
G(E, Ei , σi ) = exp[− (
2
σi

(2)

where αi is the amplitude, proportional to the absolute square of
the transition dipole moment of each transition, σ i is the Gaussian
linewidth, and Ei is the central energy. The resulting energies are
E(X1 ) = 1.934 eV, E(X2 ) = 2.002 eV, and E(X3 ) = 2.180 eV. The
resulting Stokes shift is δX = 42 meV. For reference, a direct comparison of the maximum position for PL and first absorption feature
yields a value of 49 meV.
Linear spectroscopy allows the characterization of the single
exciton manifold. It reveals the electronic structure of excitons.
Separable signatures of the different exciton states Xi are readily
observed. The large Stokes shift of the band-edge exciton indicates
the presence of a significant fine structure, in agreement with theoretical calculations.4,60,61 However, linear spectroscopy does not
enable the study of the MX. For further investigations, non-linear,
time-resolved spectroscopies are needed.
FIG. 3. Linear optical properties of excitons in CdSe NCs reveal the electronic
structure of the exciton. (a) The coarse electronic structure can be expressed either
in an electron–hole (left) or exciton basis (right). (b) Each of these exciton states
Xi possesses a fine structure. The PL Stokes shift can be explained by different
absorptive and emissive states, separated by energy δX . (c) Linear absorption
and PL spectra of CdSe NCs. The absorption spectrum can be decomposed into
a series of peaks, corresponding to different exciton transitions.

of the fine-structure vary between models and depend on model
parameters. For spectroscopic purposes, a minimum of two states
can be assumed: an absorptive state XAbs and an emissive state XEm .
The absorptive state is the preferred state for light-induced absorption due to its larger absorption cross section, the combination of
oscillator density of states and transition dipole moment. The emissive state is the preferred state for emission following equilibration
in the fine-structure manifold. This difference between the states
preferred for absorption and those preferred for emission will be
invoked repeatedly throughout the paper. We label the shift between
these two transitions as δX . The Stokes shift contains contributions
from shifts between the electronic states and reorganization of the
NC lattice and solvent. In CdSe NCs, the latter effects are considered
to contribute <5 meV,78,79 such that the Stokes shift is mostly due
to shifts in the electronic populations. The experimental determination of the Stokes shift, thus, provides an experimental estimate of
the width of the exciton manifold.
The linear absorption and PL spectra of CdSe NCs reveal the
quantized nature of excitons, as shown in Fig. 3(c). The PL spectrum (red symbols) reveals a single transition well described using a
single Voigt function (red line), yielding a central emission energy
of 1.892 eV. The absorption spectrum (black symbols) reveals a progression of absorption features, corresponding to the different single
exciton states. The transition energies can be obtained by modeling
the linear absorption spectrum, OD(E), following a previous procedure introduced by Zhang.80 The model, expressed in Eq. (1), is a
series of three Gaussians. A quadratic polynomial is added to remove
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B. Time-resolved photoluminescence
Time-resolved PL enables the observation of short-lived populations that cannot be observed in static PL. PL is the principal tool
used for the observation of excitons and multiexcitons.3,8,23,60 Signals observed by PL arise from the radiative relaxation of excited
states. As such, the spectra are usually composed of a few identifiable transitions. Furthermore, the excited state lifetime is usually
much longer than the time required for relaxation between excited
states. In this common case, static PL only reveals the properties of
the lowest emissive excited state. Time-resolved PL, however, allows
the observation of higher lying emissive excited states, provided that
the temporal resolution is faster than relaxation or that multiple
independent radiative states are present.8,54,81
Previous experiments utilizing time-resolved PL up-conversion
have extracted the emissive biexciton binding energy of CdSe quantum dots (QDs) through spectral shifts.8,82 Binding energies were
in the range of 10–33 meV for QDs of radii 1–3.5 nm. It was
found that initially, upon decreasing NC radius from 3.5 nm to
1.8 nm, the binding energy increased from 14 meV to 33 meV
before rapidly decreasing to 12 meV upon further decreasing the
radius. This trend inversion was attributed to the increased Coulombic repulsion between electron–electron and hole–hole pairs in the
smaller NCs but has since been shown to be due to exchange interactions.57 In addition to binding energies, multiexciton emission
lifetimes were determined. These were found to be on the scale of
100–6 ps on decreasing QD radii, following the typical r3 dependency found through transient-absorption spectroscopy.83 PL from
single QD at high excitation intensity indicated the presence of up
to quadraexcitons in CdTe/CdSe QDs. Multiple emission pathways
are reported for TX, indicating a large structure in BX spanning
∼150 meV.56
Here, we use time-resolved PL (t-PL) to study the emission
spectrum of excitons, biexcitons, and triexcitons. We perform t-PL
using a streak camera, simultaneously resolving the emitted light in
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both energy and time. The t-PL spectrum depends on both the excitation energy Eex and intensity I 0 . The experimental t-PL signatures
from CdSe NCs can be understood using the scheme in Fig. 4(a).
At low excitation intensity, where ⟨N⟩ ≪ 1, a population of single
excitons X is created. In this case, PL kinetics reveal the exciton lifetime τ X ∼30 ns. At high excitation intensity, two-photon absorption
yields additional biexciton contributions with a lifetime τ BX . The
shift between PL from X and PL from BX reveals the emissive biexciton binding energy ΔEm (X1 X1 ). At even higher intensities, multiphoton absorption allows the formation of multiexcitons (MX), as
shown in Fig. 4(b), provided every exciton state encountered while
climbing the ladder of states can absorb at Eex . The MX can relax
down the ladder of states, potentially yielding photons at every step,
revealing the dynamics of the relaxation cascade.

FIG. 4. Time-resolved photoluminescence spectra reveal the emission of relaxed
excitons and biexcitons. (a) Level diagrams for exciton and biexciton. PL measures
the effective binding energy between the lowest bright states of both manifolds. (b)
Excitation using UV light allows the generation of multiple excitons. (c) Example
t-PL trace obtained using X1 excitation. The signal is dominated by emission from
X. Scattering from the excitation beam is also visible. (d) Example t-PL trace using
high excitation intensity at 3.1 eV. The early part of the signal shows additional
contributions, arising from bi- and tri-excitons.
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Representative t-PL spectra with X1 excitation are shown in
Fig. 4(c). The signal is dominated by emission from X1 . Emission
from X1 X1 is present, but weak. The use of an excitation energy resonant with the X1 transition (1.94 eV) prevents the formation of
triexcitons. In CdSe QDs, the generation of more than two excitons
cannot be achieved using band-edge excitation. The 1Se electron
state has a degeneracy of two, and it is, thus, entirely filled in the
X1 X1 state. The next available electron state is 1Pe , corresponding to
the X3 transition. It requires significantly higher excitation energy.
Scatter from the excitation beam is visible at t = 0 ns. This contribution, which cannot be removed with simple filtering techniques,
sets an upper technical limit on the excitation intensity: at high
intensity, the scattered beam completely dominates the observed
signal.
Additional features can be seen when using an excitation energy
of 3.1 eV, shown in Fig. 4(d). The use of a high excitation energy
enables the formation of multiexcitons as the NC exhibits strong
absorption at this energy irrespective of its current exciton number. Similar to the previous case, the signal at longer times (>500 ps)
is dominated by emission from single excitons, in agreement with
Kasha’s rule. However, additional contributions arising from TX are
visible at early times on both the low and high energy sides as TX can
relax via multiple pathways. These data are entirely consistent with
previous reports obtained in similar conditions.59
A quantitative look at the fluence dependent kinetics can be
achieved by integrating the t-PL spectrum as a function of emission
energy. The resulting projections are shown in Fig. 5. Figure 5(a)
shows the kinetic transients obtained by integrating t-PL traces for
1.77 < EPL < 1.895 eV, in order to eliminate scattering from the

FIG. 5. Kinetic transients at increasing intensity reveal the emission from biexcitons. (a) Kinetic transients for E PL < 1.895 eV, using 1.94 eV excitation. The
biexciton component clearly increases at higher fluences. Inset: emission kinetics on longer time scales. (b) Kinetic transients for E PL < 1.895 eV using a 3.1 eV
excitation. The early-time component increases with fluence, indicative of emission
from BX and TX.
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pump. The kinetic transients are normalized to their value at late
time (t > 5 ns). We find that such a long time scale is necessary to
observe the same dynamics irrespective of I 0 . The relative intensity
of the early time component increases monotonically with fluence,
indicating they arise from BX. At low fluence, a weakly biexponential decay persists. We attribute this effect to multiple populations of NCs with different decay kinetics, the faster component
corresponding to a dark fraction of NCs.84,85
The kinetic transients obtained with 3.1 eV excitation are
shown in Fig. 5(b), using the same procedure. Again, an early time
component increases with fluence. Contrary to the previous case, the
early time component does not vanish at low intensity, indicating
multi-photon absorption is still present.86 This can be understood
from the high absorption coefficient of NCs at 3.1 eV, and the high
peak power of femtosecond pulses. Emission kinetics on longer time
scales are shown in the inset of Fig. 5(a). The kinetics on this time
scale are independent of intensity or excitation energy, indicating
emission arises from the single exciton.
For X1 excitation, the biexciton signal can be obtained by comparing the signals obtained at low and high intensity excitation.
This is achieved by scaling both images to their values at late time

(t > 5 ns) and performing a simple subtraction. The resulting differential streak trace is shown in Fig. 6(a). It shows two contributions: undesired scatter and emission signatures from X1 X1 . The
kinetic transients are shown in Fig. 6(b). The resulting behavior is
monoexponential, with a time constant of τ BX = 335 ps, independent of intensity and emission energy. The black line shows a fit
obtained by reconvolution fitting using a Gaussian IRF with FWHM
120 ps. The emission spectrum is shown in Fig. 6(c). The spectrum
is entirely described by X1 X1 emission and scatter from the excitation beam, both modeled as Gaussian peaks. The position of X1 X1
emission does not depend on intensity. This behavior is consistent
with the discrete nature of the exciton states and contrasts with the
behavior of bulk semiconductors where the binding energy is sensitive to carrier density. The shift between the late-time spectrum
(in gray) and the X1 X1 emission yields ΔEm (X1 X1 ) = 11.5 meV. The
single exponential temporal decay and simple emission spectrum,
both independent of fluence, suggests that the simple scaling and
subtraction approach neatly isolates the biexciton signature in this
case.
The same procedure can be repeated for excitation using 3.1 eV
pulses. An example differential trace is shown in Fig. 7(a). In

FIG. 6. Differential trace obtained by subtracting the low fluence signal from the
high fluence signal using 1.94 eV excitation. (a) The differential trace isolates the
biexciton contribution. I0 : 200 nJ/pulse. The color bar indicates values relative to
streak trace before subtraction. (b) Biexciton kinetics are independent of I0 with
a lifetime of 335 ps. (c) Emission from the biexciton indicates a binding energy
ΔEm (X1 X1 ) = 11 meV. The same legend is used to for panels (b) and (c).

FIG. 7. The differential trace obtained using 3.1 eV excitation reveals the triexciton.
(a) The differential trace contains signals arising from X, BX, and TX. I0 : 500 nJ/p.
The color bar indicates values relative to streak trace before subtraction. (b) The
kinetics vary significantly across the trace. (c) The TX signal can be isolated, with
an emission energy of 2.052 eV. The corresponding emissive triexciton binding
energy is 139 meV (see text).

J. Chem. Phys. 152, 104710 (2020); doi: 10.1063/1.5142180
Published under license by AIP Publishing

152, 104710-8

The Journal
of Chemical Physics

this case, however, the signal is more complicated and subtraction
does not isolate a single contribution. Two general features can be
observed: a short-lived signal between 2.0 eV and 2.1 eV, labeled
TX and a second feature below 1.9 eV, which blueshifts on a very
short time scale. Relaxation kinetics vary as a function of EPL , as can
be seen in Fig. 7(b). The duration of the TX feature is nearly IRF
limited and uniform across the spectrum (blue curve). The kinetics in the feature below 1.9 eV vary across the spectrum: the low
energy edge is very short lived (red curve). The high energy end
of this feature, around 1.9 eV, shows a significantly longer lifetime, which we attribute to a mixture of emission from BX and
short-lived X population (green curve). This transient also shows a
slight buildup delay. The short lived X component is visible at low
fluence in Fig. 5(a) and has been discussed previously. The integrated spectrum obtained from the differential trace in panel (a)
is shown in Fig. 7(c). The high energy TX feature has a central
energy of 2.052 eV irrespective of excitation intensity. The mixed
feature at low energy is well modeled as a single Gaussian peak with
a central position ranging from 1.86 eV to 1.87 eV with increasing excitation intensity. No attempts are made here to separate the
contributions.
We assign the signals to a cascade of TX → BX → X.59 The lowest energy TX that can be formed by optical excitation is X1 X1 X3
or 1S2e 1Pe 1S23/2 1P3/2 in the electron–hole basis. The TX → BX process can occur via two radiative processes: recombination of an
S-like exciton (X1 X1 X3 → X1 X3 ) or recombination of a P-like exciton (X1 X1 X3 → X1 X1 ).23,56 The S-like channel emits a photon of
slightly lower energy than X1 , consistent with the very fast kinetics at
EPL = 1.82 eV. The second pathway yields photons with lower energy
than X3 , giving rise to the feature at 2.052 eV. This value represents
a redshift of 128 meV with respect to X3 absorption. We compute
the emissive TX binding energy as the sum of this redshift and
ΔEm (X1 X1 ). The BX generated by recombination quickly relaxes to
the lowest BX state, which is the same as for 1.94 eV excitation. BX
then recombines to X. The mixed feature below 1.9 eV is, thus, the
addition of S-like recombination of TX, BX, and delayed X population. The two recombination pathways for TX differ in the final BX
state. The energy for recombination by the S-like pathways cannot
be determined accurately in these measurements. However, the two
signals must be separated by >170 meV. This is a clear indication of
the coarse structure of BX.
Using t-PL, we could observe simultaneously signals arising
from the radiative recombination of single excitons, biexcitons, and
triexcitons. By varying both excitation energy and intensity, we
could isolate signatures from all three processes. The emissive biexciton binding energy of X1 can be cleanly extracted upon resonant
excitation and found to be 11 meV, in qualitative agreement with
previous works.8,56 The lifetime of the biexciton is τ BX = 335 ps.
Short-lived signals arising from TX were observed with Eex = 3.1 eV.
Defining the triexciton binding energy as the difference between the
sum of the constituent single excitons and the triexciton, we can estimate a triexciton binding energy of ΔEm (X1 X1 X3 ) = 139 meV. The
analysis is carried out simply by scaling the t-PL traces to their late
time intensity, followed by subtraction.
Time-resolved PL is uniquely powerful to observe multiexcitons as it allows us to study the excited states in the absence of a
background arising from the ground state. The simultaneous spectral and temporal resolution enables the isolation of signals from
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multiple MX and the observation of dynamics on time scales ranging from 100 ps to 100 ns. However, observations made by PL are
limited to the spontaneously emissive states, which are generally
the lowest energy state of a given manifold. In order to address
in detail the electronic structure of multiexcitons in nanostructures, complementary information obtained using other techniques
is needed.
C. State-resolved pump–probe
The use of experiments based on PL enabled the evaluation
of the properties of the lowest emissive exciton and multiexciton
states. In order to gain information on higher lying biexcitons, methods which probe the absorptive spectroscopic response are necessary. Optical pump–probe spectroscopy is a well-established femtosecond spectroscopy technique which enables the interrogation of
excited states. By adjusting the properties of the excitation beam, the
initial state can be specified. We call this technique state-resolved
pump–probe (SRPP).
Pump–probe spectroscopy is one of the most common tools
used to study ultrafast dynamics in the excited states of optically
active materials. A short pump pulse is used to excite the system, and after a certain controlled delay, a second pulse probes
the excited system. By varying the delay between pump and probe
pulses, the relaxation of the excited state toward equilibrium can
be followed. Importantly, the temporal resolution in a pump–probe
experiment is limited by the duration of the pump and probe pulses
not by the detector response time. This allows for experiments with
femtosecond resolution that use slow photodiode or CCD based
detectors.
We perform an optical-pump, optical-probe experiment in
transmission mode. In this experiment, the transmission of the
broadband probe pulse is monitored as a function of pump-probe
delay. It is, thus, transient absorption of the sample that is probed.
A probe pulse will have different transmission if the sample was
excited by a pump pulse or not. This is transient absorption (TA)
spectroscopy. The TA spectrum has three components, shown in
Fig. 8(a):
1. Ground state bleach (GSB). This is due to depletion of the
ground state. GSB will decrease absorption, i.e., a negative signal in the ΔOD spectrum. The intensity of this signal decreases
as the ground state population recovers.
2. Stimulated emission (SE). This is due to stimulated emission
through radiative recombination of a bright excited state. SE
is another negative feature in the ΔOD spectrum. This signal
reveals dynamics in the excited state.
3. Excited state absorption (ESA). This is due to absorption from
one excited state to a higher lying state such as biexcitons. This
causes an increase in absorption, a positive feature in a ΔOD
spectrum. This signal also tracks the dynamics in the excited
state manifold.
An example dataset is shown in Fig. 8(b). A cut at fixed delay
yields a transient spectrum, as shown in Fig. 4(c). TA signals depend
on the properties of the exciting beam. State-resolved pump–probe
(SRPP) exploits this behavior to prepare different excited states. By
pumping into different initial states, qualitatively different effects
can be observed, including gain,26,87–89 carrier cooling,90,91 and
non-radiative trapping channels.53,92–95 Furthermore, by carefully
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FIG. 9. Analysis of the transient absorption spectrum at low intensity. Depending
on the transition, biexcitons result in either attenuated bleach (left) or a derivative
lineshape (right). Analysis of the TA spectrum enables the extraction of binding
energies for X1 Xi biexcitons. Spectrum obtained with X1 excitation, a delay of 5 ps
and I0 = 90 nJ/pulse.

FIG. 8. SRPP measure changes in the absorption spectrum. (a) Contributions
to the signal: ground-state bleach (GSB), stimulated emission (SE), and excited
state absorption (ESA). (b) Example TA dataset obtained using 3.1 eV excitation. It reports the change in absorption (ΔOD) vs detection energy and pump–
probe delay. (c) The excitation energy controls the initial state of the system,
thus enabling state-resolved pump–probe. Signals for X1 excitation and X3 excitation are shown. The negative of the linear signal absorption signal is shown for
reference (black line).

in the same position (GSB, SE) and a single positive signal with a
slight redshift (ESA). All contributions are of similar magnitude. The
net result is a slight blueshift of the resultant peak with respect to
the linear absorption spectrum, known as attenuated bleach. This
attenuated bleach is visible in Figs. 8(c) and 9. The situation is different for the X3 transition. The signal arises from two contributions
of comparable magnitude: GSB and ESA. The result is a derivative
lineshape.
The biexciton binding energy can be extracted from the TA
spectrum as shown in Fig. 9 for low intensity, X1 excitation with a
pump–probe delay of 5 ps. The TA spectrum arises from NCs in X1 .
The contributions are, thus, GSB, SE from X1 , and ESA from X1 to
X1 Xi biexcitons. Biexciton binding energies are extracted from this
spectrum using a fitting procedure previously developed by Zhang.80
The model in Eq. (3) is fitted to the transient absorption spectrum,
ΔOD(E),
ΔOD(E) = A0 [−GSB(E) − SE(E) + ESA(E)],

(3)

3

choosing the initial state, hole-specific or electron-specific effects
can be observed.90 These considerations make SRPP a powerful tool
to study quantum confined systems. Our group has developed an
instrument that performs two pump–probe experiments in parallel,71 allowing quantitative comparison of the dynamics induced
by two different excitation energies. Figure 4(c) shows two transient spectra obtained with two different excitation conditions: X1
(orange) and X3 (blue).
The TA spectrum arises from a number of overlapping contributions, which must be separated to extract biexciton binding energies. The TA lineshapes result from an interplay of the linewidths
and binding energies. This is illustrated in Fig. 9. The net result
can range from a slight peak shift (X1 ) to a derivative lineshape
(X3 ).10,80 For the band-edge exciton, there are two negative signals
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GSB(E) = ∑ αi G(E, E(Xi ), σi ),

(4)

i=1

SE(E) = α1 G(E, E(X1 ), σ1 ),

(5)

ESA(E) = α1 m1 G(E, E(X1 ) − Δ1 , σ1 )
1
+ α2 m2 G(E, E(X2 ) − Δ2 , σ2 )
2
+ α3 m3 G(E, E(X3 ) − Δ3 , σ3 ).

(6)

A0 is an arbitrary scaling factor. GSB(E) is equal to the modeled
linear absorption spectrum using Eq. (1) shown in Fig. 3, without the polynomial background. Stimulated emission is assumed
to only occur from the X1 state; therefore, SE(E) is defined by a
single Gaussian with the same amplitude, width, and position as
the linear absorption peak corresponding to X1 . While fitting the
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model, the GSB(E) and SE(E) terms are uniquely defined by the
linear absorption spectrum and not varied. The ESA is modeled
as a series of three Gaussian peaks with the same widths as in
GSB(E) although their amplitudes are scaled, respectively, by factors
mi = ∣μX1 →X1 Xi ∣2 /∣μG→X1 ∣2 . Likewise, the positions of the ESA peaks
are shifted, respectively, from the X1 , X2 , and X3 states by biexciton
binding energies Δi = ΔAbs (X1 Xi ). The amplitude of ESA from X1
to X1 X2 is divided by two to account for the occupied 1Se electron
[Eq. (6)]. This effect, obvious in the electron–hole representation,
is known as Pauli blocking in the exciton basis.29,80 The results of
this fitting procedure are shown in Fig. 9. We note that the ESA signal from X1 X2 is not clearly visible, unlike the clear signatures of
ESA from X1 X1 (attenuated bleach) and X1 X3 (ΔOD > 0). As such,
the value of Δ2 is not statistically robust. The other binding energies are ΔAbs (X1 X1 ) = 2.84 meV and ΔAbs (X1 X3 ) = 32.15 meV, in
agreement with previous results.80 This method successfully models the TA spectrum and allows a measurement of the binding
energy for a series of mixed excitons. This is achieved by a careful
evaluation of the contributions and by determining the parameters in two steps: exciton properties are determined from the linear
spectrum; then, biexciton properties are determined from the TA
spectrum.
The signatures of biexcitons can also be observed by increasing excitation intensity I 0 in order to directly generate a population in the biexciton state. The band-edge spectrum as a function of intensity is shown in Fig. 10(a). The position of the peak
shifts to lower energies with increasing intensity. The use of the
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previous spectral model would yield a binding energy that depends
on I 0 , inconsistent with results from t-PL and with theoretical models. An intensity independent binding energy can be obtained by
modeling the intensity dependant band-edge spectrum. The data
and results are shown in Fig. 10(a). For low fluence, when ⟨N⟩ ≪ 1,
the signal arises only from GSB, SE (X1 → G), and ESA (X1 → X1 X1 ).
At high fluence, however, a fraction of the NCs will undergo twophoton absorption to form biexcitons. For the biexciton population, the ESA signal is converted to SE (X1 X1 → X1 ) and, thus,
flips sign. As a result, the peak of the TA signal shifts toward lower
energies with increasing I 0 . This variation of the spectral shape
with fluence adds additional constraints during the fitting procedure. It is, thus, possible to optimize the linewidth σ 1 to account
for size distribution effects, independently of the linear absorption
spectrum.
The transient absorption spectra were obtained with the use of
an excitation beam resonant with the X1 transition. This situation
is different from the more common case of excitation using 3.1 eV,
in the continuum. For continuum excitation, the absorption cross
section of an individual NC is independent of its electronic state.
The distribution of the number of excitons per particle, thus, follows the Poisson distribution.8,17,59,86 A quantitative analysis can be
made, including corrections for experimental geometry.86 However,
the use of 3.1 eV excitation generates hot excitons which can then
follow a number of different paths. This gives rise to a mixture of
NC states. In order to reduce this effect and better specify the excited
state populations, we choose to excite resonantly with X1 .
The series of fluence dependent spectra in Fig. 10(a) are globally
fitted using a model comprising an intensity-dependent population
part and a spectral part,
ΔOD(E, I0 ) = [1 − n0 (I0 )]S0 (E) + n1 (I0 )S1 (E) + n2 (I0 )S2 (E),

(7)

where ni is the population fraction in state i after excitation (n0 = G,
n1 = X, n2 = BX), Si (E) is the spectrum of state I, and I 0 is the
excitation intensity. The spectra are
S0 (E) = −GSB(E),

(8)

S1 (E) = −SEX (E) + ESAX (E),

(9)

S2 (E) = −SEBX (E) = α1 m1 G(E, E(X1 ) − Δ1 , σ1 ).

(10)

GSB(E) is the ground state spectrum [Eq. (4)], SEX (E) is X1 → G
stimulated emission [Eq. (5)], ESA(E) is X1 → X1 X1 absorption
[Eq. (6)], and SEBX (E) is X1 X1 → X1 stimulated emission. This spectral model contains the exact same parameters as the model used for
low fluence.
The population fractions are obtained using a saturation model
for a 3-level system under the action of a Gaussian pulse, including
both absorption and stimulated emission,
ni (I0 ) = ni (t → ∞),

(11)
2

gi ṅi (t) = aI0 exp[−0.5(t/σt )2 ] ∑ kij nj (t),
FIG. 10. Extraction of an intensity independent binding energy. (a) At high fluences,
a significant population is present in BX, resulting in an intensity dependant redshift. Solid lines are fit to a global model (see text). (b) Model intensity dependent
populations in the ground state (G), exciton (X), and biexciton (BX) manifolds.
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j=0

where g i is the degeneracy of state i, t is the time, a is a proportionality constant, and I 0 is the excitation intensity. We use a doubly degenerate exciton (±1L state).61 The rate matrix contains the
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effective light-induced transition rates,
⎡−k1
⎢
⎢
k=⎢
⎢k1
⎢
⎢0
⎣

k1
−k1 − k2
k2

0 ⎤
⎥
⎥
k2 ⎥
⎥,
⎥
−k2 ⎥
⎦

(13)

where k1 is the transition rate for the G ↔ X transition and k2 = rk1
is the transition rate for the X ↔ BX transition. This equation of
motion is integrated numerically using n(0) = [1, 0, 0] as initial conditions to yield the populations in Eq. (7). We set σ t = 100 fs and
k1 = 1. This has no impact on the results as the change is absorbed
by the proportionality constant a. The saturation model, thus, has
two adjustable parameters: the proportionality constant a and the
ratio r.
The global model is fitted to the low energy edge of the transient
spectra. A total of nine intensities are used, without normalization.
The residuals from each spectrum are weighted by the inverse of
their peak value in order to capture the spectral shift. The absorption cross sections αi are not varied from their values determined
using the linear absorption spectrum. The following parameters do
not impact the values in the window of interest and are kept fixed:
E2 , σ 2 , E3 , σ 3 , and Δ3 .
The global model has a single extra parameter compared to the
model described in Eqs. (3)–(6), yet it captures the intensity dependent shift of the band-edge peak, as shown in Fig. 10(a). The fitted
population dynamics are shown in Fig. 10(b). The resulting binding energy is ΔAbs (X1 X1 ) = 4.84 meV. This model explicitly neglects
relaxation and trapping, which occur on time scales longer than
studied here.
State-resolved pump–probe is a powerful technique to reveal
the structure of multiexcitons. At low excitation intensity, biexcitons can be observed via excited state absorption into a manifold
of biexciton states. The clearest experimental signatures are positive values of ΔOD and attenuated bleach on the low energy edge of
the spectrum. At high excitation density, stimulated emission from
a population of biexcitons can be observed via an intensity dependent shift of the first peak. Due to the large number of overlapping
contributions, a number of approximations and assumptions have
to be made with regard to the fine-structure, relaxation dynamics,
and line broadening mechanisms.
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The 2DE experiments conducted here are analogous to a
pump–probe experiment where the pump is passed through an
interferometer before interacting with the sample. It has been presented in detail previously.96–99 The interferometric pump pair
enables the resolution of the excitation energy within the pulse bandwidth by Fourier transform spectroscopy. The experiment uses a
series of three pulses, schematically represented in Fig. 11(a). The
first two pulses are separated by delay t 1 . The second and third pulses
are separated by delay t 2 . The experiments are performed in the
pump–probe geometry: the first two pulses are collinear, on the same
beam path. The pumps and probe cross in the sample, as in regular TA experiments.33,72,100,101 The transmitted spectrum from pulse
three is monitored as a function of the delay t 1 and t 2 . A spectrometer records the intensity at wavelength λ3 . The 2D signal depends
on the relative phases of the first two pulses Δφ12 , whereas the linear
and pump–probe signals do not. This enables the isolation of the 2D

D. Two-dimensional spectroscopy
So far, we have presented how t-PL measurements yields direct
information about the emissive states of biexcitons and multiexcitons. We have also shown that state-resolved TA spectroscopy yields
complementary information about the absorptive structure of biexcitons. Binding energies were extracted from fitting TA spectra, yet
several assumptions were made in the process. Given the small values of the binding energies, we observed that a slight variation of the
fit parameters could yield significant changes in the extracted values.
More generally, due to the size dispersion of CdSe NCs, an important
limitation of TA spectroscopy is its inability to clearly disentangle
biexciton effects from size heterogeneity effects. By virtue of spreading the optical response along two-dimensions, the 2DE method is,
in principle, capable of overcoming this challenge. In this section,
we explore the strengths and weaknesses of 2DE spectroscopy with
regard to probing the absorptive structure of biexcitons.
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FIG. 11. Two dimensional spectroscopy resolves the electronic response along
excitation energy E 1 , delay t 2 , and detection energy E 3 . (a) 2DE pulse sequence.
Solid (dashed) arrows indicate transitions of the bra (ket). (b) Diagrams for GSB,
SE, and ESA processes. (c)–(f) Overview of the 2D spectra as a function of pump
energy and delay (see legend). The 2D spectra show a significant distortion at high
energy, arising from two-photon absorption.
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signal by phase cycling.74,96,102 The signal recorded at multiple values
of Δφ12 is linearly combined to isolate the 2D signal. The resulting
dataset has three axes: t 1 , t 2 , and λ3 . The 2D spectra are obtained
by Fourier transformation along t 1 to yield an excitation axis. The
detection energy E3 is obtained directly from λ3 .
2D spectroscopy enables resolution along the excitation axis
by separating the excitation process in two steps. The experimental scheme is directly analogous to the calculation of the third order
response.62 The first pulse creates a coherent superposition of quantum states between the ground state G and excitonic states Xi (e.g.,
|G⟩⟨X 1 |). This coherence evolves during time period t 1 . This coherent evolution is sensitive to the relative phase of the pump pulses.
The second pulse converts the coherence into a population which
evolves during time period t 2 , sometimes called population time. A
last pulse is used to probe the sample, creating again a coherence
which evolves during time period t 3 . This last coherence generates
a macroscopic polarization of the sample which radiates the signal
field. In the pump–probe geometry, the signal field is emitted in the
same direction as the probe beam. A 2DE spectrum is obtained at
a given population time t 2 by performing Fourier transformations
along the t 1 and t 3 axes. Delay t 1 yields the excitation energy E1 , and
delay t 3 yields the detection energy E3 . In the pump–probe geometry, the Fourier transform along t 3 is performed by the spectrometer. More details about the 2DE method can be found in reference
texts.62,96–98,103
The physical processes contributing in a 2DE spectrum are
identical to the contributions in a TA experiment. The contributions are illustrated in Fig. 11(b). The three different signals arise
from a different series of interactions between the sample and the
light pulse. The possible sequences of light–matter interactions can
be represented as double-sided Feynman diagrams (DSFD) or as
wave-mixing energy level (MWEL) diagrams. We choose the latter here as they are directly related to the common Jablonsky diagrams. The horizontal bars represent the eigenstates of the material
Hamiltonian. Time runs from left to right. Arrows indicate light–
matter interactions. Solid arrows represent interactions of light with
the ket side of the density matrix; dashed arrows represent interactions with the bra. On the first diagram, the density matrix, thus,
goes though the sequence |G⟩⟨X| → |G⟩⟨G| → |X⟩⟨G|. This contribution tracks the dynamics occurring in the ground state during
delay t 2 , and it is the GSB signal. The other two diagrams project
the state into an excited state population during delay t 2 . They differ in their interaction with the third pulse. In SE, it stimulates
relaxation toward the ground state, and in ESA, it induces mixing
with doubly excited states. These contributions to the 2D signal are
identical to the signals contributing to a TA spectrum. Indeed, a
TA measurement can be obtained from a 2D experiment by setting t 1 = 0 or equivalently by integrating over E1 . Similarly, a slice
at fixed E1 is called a pseudo-TA spectrum. The 2DE spectra can,
thus, be interpreted just like in a TA experiment in terms of GSB, SE,
and ESA.
Information about the biexciton is obtained from ESA signals.
While TA and 2DE are sensitive to the same physical processes,
there are a number of important differences in the observables of
both methods. A key difference is that the pump energy resolution in a TA experiment is given by the spectral width of the OPA
pulse. In contrast, the pump energy resolution in a 2DE experiment (E1 axis) is dictated by the time range of the coherence time
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delay t 1 . This yields a typical energy resolution along the E1 axis
of 10 meV. In a 2DE experiment, there is no inherent trade-off
between energy and time resolution. This enables to access population dynamics with ≃10 fs resolution, while maintaining an excellent
energy resolution along E1 . Another important difference is that the
inhomogeneous and homogeneous contributions to the lineshape
are clearly separated on a 2D spectrum, unlike in one-dimensional
TA spectra. Static inhomogeneous broadening, for example, arising from size distribution, stretches the signal along the diagonal of
the spectrum.104,105 All these methodological advantages are highly
relevant for the observation of biexcitonic effects in ensembles of
CdSe QDs.
Exemplary 2DE spectra of CdSe QDs are shown in
Figs. 11(c)–11(f) for two representative population times t 2 and excitation intensity I 0 . We first describe the signal in panel (c). The
central feature on the diagonal arises from the X1 (1.94 eV) and X2
(2.00 eV) transitions. These two transitions are strongly coupled due
to their shared electron state.29 As such, they give rise to four overlapping signals: two diagonal signals and two cross peaks, located at
the coordinates of the X1 and X2 transitions. All contributions are
negative as they arise from GSB and SE. The signals involving X1
are stronger, consistent with both linear spectra [Fig. 3(c)] and SRPP
with X1 excitation [Figs. 8(c) and 9]. Each of the four features is elongated diagonally by inhomogeneous broadening. The resulting peak
has a blunt arrowhead shape pointing to the lower left. A positive
ESA is visible at E3 > 2.08 eV, consistent with ESA to X1 X3 in TA.
The zero-crossing line, separating the domains dominated by bleach
and ESA, is almost horizontal. These results are fully consistent with
decades of TA spectroscopy and with previous 2DE investigations
on similar materials.24,29,30,32,33
Increasing I 0 gives rise to a number of changes of the 2DE
spectra. The excitation is performed by two pulses, and the results
from 2DE are, thus, equivalent to a SRPP experiment performed
with twice the intensity. The ESA contributions (blue) change with
increasing fluence. In particular, at 100 fs, the high-fluence spectrum shows a positive signal to the red of the band-edge peak position (E1 = 1.89 eV, E3 = 1.82 eV). Furthermore, the ESA feature at
E3 = 2.12 eV changes shape: whereas it is mostly horizontal at low
intensity, it acquires a strongly diagonal character at high excitation
intensity. In addition to the changes in ESA signatures, one can also
observe changes in the band-edge peak shape. The central feature
stretches horizontally toward higher values of E1 . All these features
contain information about the biexciton absorptive structure, which
we describe in detail below.
In order to extract biexcitonic contributions in the presence of
the strong static inhomogeneity arising from size dispersion, a key
aspect is to exploit the increased energy resolution along E1 . This
can be illustrated by taking pseudo-TA projections. These projections are obtained by selecting a value of E1 and reporting the 2D
signal as a function of E3 at a fixed value of t 2 . Figure 12(a) illustrates this point by representing exemplary pseudo-TA projections
for increasing values of E1 . On this plot, one observes that the bandedge peak position blueshifts as E1 increases, reflecting the different
sub-populations of NCs within the ensemble. By analyzing the redmost part of the 2D spectrum, one can, thus, access specific signals
which would otherwise be obfuscated.
Figures 12(b) and 12(c) show zoomed-in 2D spectra to the red
of the band-edge peak for the case of 10 nJ/pulse excitation. The
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FIG. 12. 2DE resolves biexction absorption in the presence of inhomogeneous
broadening. (a) Pseudo-TA slices taken at increasing excitation energy reveals
inhomogeneous broadening from size distribution at delay t 2 = 100 fs. Low energy
edge of the 2DE spectrum at delays (b) t 2 = 40 fs and (c) 100 fs. The dynamics of
the ESA signal (blue) requires the existence of a manifold of biexciton states.

ESA feature visible at t 2 = 40 fs is observed to disappear within
the first 100 fs of population times. We note that this ESA feature
is not observed in the TA spectra upon band-edge pumping due to
insufficient temporal and energy resolution. In the previous work by
our group, we showed how this feature reflected dynamics within
the exciton manifold X1 coupled to multiple biexciton states. At
t 2 = 40 fs, the ESA signal at (E1 , E3 ) = (1.92 eV, 1.82 eV) requires
a binding energy of ΔAbs (X1 X1 ) ∼ 65 meV. At t 2 = 100 fs, this signal quickly disappears, consistent with a shift of the binding energy
to lower values ΔAbs (X1 X1 ) ∼ 10 meV. This shift results from exciton relaxation between states which couple to different biexciton
states.
Similarly to TA, signatures of the biexciton can also be observed
by increasing the excitation intensity, thus directly creating biexciton
populations. The biexciton population creates additional contribution to the signal, namely, SE back to X and ESA to TX. These
contributions are superposed to the 2D spectrum and are the source
of intensity dependant shifts visible in Figs. 11(c)–11(f). The series of
fluence dependant 2D spectra represent a measurement of the spectral response as a function of a total of 4 parameters: E1 , t 2 , E3 , and
I 0 . It is necessary to perform data reduction in order to analyze this
dataset.
The global behavior of the 2D spectra can be analyzed by using
the coordinates of the band-edge peak. The coordinates of the peak
are reported in Fig. 13(a), and the peak signal level is reported in
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FIG. 13. The 2D spectra shift as a function of intensity. (a) The 2D peak shifts with
both power and time. The emission coordinate E 3 shifts to lower values with intensity, indicative of SE from BX. The excitation coordinate E 1 shifts to higher energies
with intensity, indicating two-photon absorption into above band-edge biexcitons
such as X1 X2 . The intensity is reported per pulse although two pulses act as the
pump. The total excitation intensity is, thus, 2I0 . (b) Saturation of the signal as a
function of intensity. (c) The peak of the transient response can be evaluated for
each excitation energy, yielding a peak-line. The peak lines for t 2 = 1 ps are shown.
The global peak of the 2D spectrum is shown by crosses.

Fig. 13(b). The lightness of the curves indicate the pump–probe
delay t 2 . With increasing intensity, the peak shifts to lower values
of E3 (red). This behavior corresponds to the peak shift observed
in SRPP [Fig. 10(a)]. It is due to an increase in the SE signal from
BX and a reduction of the ESA (X1 → X1 X1 ). This trend tracks the
saturation of the 2D signal. In contrast, TA is unable to resolve the
location of the peak along E1 (blue). With increasing I 0 , the location of the peak along E1 shifts to higher energies. We attribute this
effect to direct absorption into higher states of the biexciton, such
as mixed biexcitons (e.g., X1 X2 ). Inspection of Figs. 11(e) and 11(f)
indicates a large increase in the signal up to E1 = 2.05 eV. Although
these extra contributions cannot be separated, this observation is a
direct signature of the existence of a coarse structure to the biexciton. The shift toward higher energies of the absorption maximum
with increasing excitation energies must arise from the biexciton
structure.
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The analysis of the peak dynamics can be refined by locating the
peak of every pseudo-TA slice at fixed E1 (i.e., black dots in Fig. 12)
and reporting its location along E3 . This results in peak-lines, shown
in Fig. 13(c) for t 2 = 1 ps. Peak-lines and the related center-line
are a common way to study the complicated lineshapes of 2D spectroscopy. The results are shown in Fig. 13(a) for increasing excitation
intensity at t 2 = 1 ps. As I 0 increases, the low energy edge of the peakline shifts down, parallel to the diagonal. This signal is similar to
the observation of a shift to lower energies along E3 discussed in the
previous paragraph. This shift indicates an increased contribution
from BX, as previously discussed. The peak-line is also influenced
by size inhomogeneity and by contributions from X2 . At very high
intensities (I 0 > 25 nJ/pulse), the peak-line develops an abrupt jump
to E3 ∼1.95 eV. We assign this shift to an increase in signals arising from two-photon absorption, isolated on the low-energy edge
along E1 .
We now take a closer look at the signal on the low energy
side along E1 , below the abrupt change in the peak line. Up to fifth
order, we count a total of 120 pathways, which can be detected
using our phase cycling and phase matching conditions. However,
the spectral region where E1 < 1.85 eV contains exclusively signals like those depicted in Fig. 14(a) as single-photon absorption
is negligible in this spectral region. In these pathways, the first
pulse interacts three times with the material, preparing the system
into a |X1 ⟩⟨X1 X1 | coherence. The signal is, thus, shifted to lower

FIG. 14. Pseudo-TA spectra at low values of E 1 reveal dynamics in the finestructure states of the biexciton. (a) Diagrams corresponding to absorption at low
values of E 1 . Corresponding non-rephasing diagrams (not shown) also contribute.
(b) Detuned excitation at E 1 = 1.82 eV isolates signals arising from two-photon
absorption processes. At high intensity, the signal consists of SE from BX and ESA
to TX. (c) Dynamics of this signal directly reveal dynamics in the X1 X1 manifold.
The apparent peak shift toward higher values of E 3 and signal decrease (more
negative) is assigned to a reduction in BX-ESA due to hole dynamics.
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energies, at E1 = E(X1 ) − ΔAbs (X1 X1 ). The second pulse interacts
once with the material, projecting the coherence into a population
either in X or BX. These populations then evolve during delay t 2 .
Finally, the third pulse probes these populations using the standard
processes of SE and ESA. We note there are no contributions from
GSB. Figure 14(a) represents four diagrams out of the 24 possible in
this region. Only the rephasing diagrams are shown. The equivalent
non-rephasing pathways can be obtained by changing the interactions of the first two pulses from the bra (solid) to the ket (dashed)
and vice-versa. The other diagrams can be obtained by permuting
the order of the interactions with the first pulse. All the 24 pathways are collected and contain identical population dynamics and
transitions to one of the four shown here. It is also possible to construct diagrams with a single interaction with the first pulse and
three interactions with the second pulse. However, these pathways
evolve in a |G⟩⟨X1 | coherence during delay t 1 and, thus, overlap with
standard contributions along E1 . Finally, we note that double quantum coherences, formed by two interactions with both the first and
second pulses, are not selected by our phase-cycling scheme. Up to
fifth order, all signals located below the band-edge absorption appear
in the same spectral locations as one of the four diagrams shown
in Fig. 14(a).
The signals for two-photon excitation into the biexciton are
shown in Figs. 14(b) and 14(c) for E1 = 1.82 eV. Intensity dependence of the signal is shown in Fig. 14(b). The signal arises from
the combination of multiple contributions, with SE signals being
negative and ESA signals being positive. This situation is similar
to the description of Fig. 9. The signal is initially below the noise
floor (I 0 < 10 nJ/pulse). The signal clearly develops a derivative lineshape, dominated by SE for E3 < 2.0 eV and ESA for E3 > 2.0 eV.
This lineshape differs markedly from the lineshape for single-photon
absorption. The use of a very low value of E1 eliminates the possibility of excitation into mixed biexcitons, yielding pure signals from X1
and X1 X1 . The negative signal is dominated by the two SE pathways.
The X-ESA signal is not clearly visible, indicating a large contribution from the BX pathways. The BX-ESA pathways gives rise to the
positive signal at E3 = 2.05 eV.
The dynamics of the signals arising from two-photon absorption are shown in Fig. 14(c). The dynamics reveal a reduction of
the ESA signal at E3 > 2.0 eV, accompanied by an apparent shift
of the main SE signal to higher energies. We attribute these effects
to dynamics in the fine structure manifold of the X1 X1 biexciton.
Dynamics in the X1 exciton can be ruled out: dynamics of this magnitude are not present around the X1 peak at low intensity and are
not observed by SRPP.24,80,106 The reduction in ESA indicates a shift
to fine-structure states with a lower cross section for absorption into
a P-like exciton. We attribute this effect to thermalization of the
holes. The excitation into X1 X1 generates holes in 1S3/2 -like states.
The energy of the 1P3/2 hole level is located close to the 1S3/2 , within
40 meV.4 Thermalization processes can, thus, shift holes to the 1P3/2
manifold, reducing absorption probability into the triexciton. The
reduction of ESA also contributes to the apparent shift in the SE signal. Indeed, hole thermalization should also reduce the intensity of
the SE signal. The apparent intensity increase is, thus, assigned to the
reduction in ESA. However, the signal at t 2 = 100 fs has a stronger
SE intensity at E3 = 1.9 eV and a different shape. We assign all
these changes to dynamics in the X1 X1 biexciton fine-structure manifold. The location of the spectroscopic features forming the curves
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in Fig. 14(c) can be estimated by locating the peak positions. The
ESA to TX is located at 2.08 eV. Compared to the value obtained
using t-PL, this yields an estimate of the width of the TX manifold δTX = 100 meV. The SE features are located at 1.90 eV and
1.96 eV. Assuming the SE proceeds to different states of X1 separated by δX , these values allow an estimation of the width of the
biexciton manifold of 20 meV, consistent with values obtained at
low-fluence.
2DE spectroscopy is a powerful technique to probe the electronic response of materials, closely related to SRPP. It uses an
interferometric pair of pulses to act as the pump, which resolves
the time-dependent dynamics as a function of both excitation
energy E1 , pump–probe delay t 2 , and detection energy E3 . This
enables increased time resolution (∼10 fs) and resolves effects arising
from sample heterogeneity. Leveraging these advantages, we could
observe a dynamical shift of the effective binding energy at low excitation intensity. This observation provided an estimate for the width
of the biexciton manifold of 20 meV. At high excitation intensity,
additional contributions arise from direct excitation into biexcitons via two-photon processes. Analyzing the response on the low
energy side along E1 , we could directly observe dynamics in the finestructure manifold of X1 X1 and ESA to X1 X1 X3 and, thus, estimate
the width of both manifolds.
V. DISCUSSION
The experimental results probe the physics of confined multiexcitons on time scales ranging from 10 s of fs to 10 s of ns. By adjusting
the excitation conditions, both excitation energy Eex and intensity
I 0 , multiple transitions are revealed. Quantifiable signals are recalled
and summarized in Fig. 15 and Table I. The use of both emissive
and absorptive techniques enables the study of different states: the

ARTICLE

scitation.org/journal/jcp

TABLE I. Summary of the observed transitions. Labels refer to Fig. 15.

Label
A
B
C
D
E
F
G
H
I
J
K
L
M
N

Transition

Energy (eV)

Exp.

Figures

G → X1
G → X2
G → X3
X1 → G
X1 → X1 X1
X1 → X1 X3
X1 ↔X1 X1
X1 → X1
X1 → X1 X1
X1 X1 → X1
X1 X1 → X1
X1 X1 → X1
X1 X1 → X1 X1 X3
X1 X1 X3 → X1 X1

1.934
2.002
2.180
1.892
1.931
2.148
1.929
∼1.87
>1.92
1.90
1.96
1.877
2.08
2.052

Abs
Abs
Abs
PL
SRPP
SRPP
SRPP
2DE
2DE
2DE
2DE
t-PL
2DE
t-PL

3(c)
3(c)
3(c)
3(c)
9
9
10
12(b)
12(c)
14(b)
14(c)
6(c)
14(c)
7(c)

signal from emissive experiments is dominated by the lowest energy
states, whereas absorptive experiments probe all states with a strong
absorption cross section. The binding energies resulting from both
absorptive and emissive experiments are recalled in Table II. The
comparison of these results provides an estimate for the width of
the exciton, biexciton, and triexciton manifold. The resulting values
are shown in Table III. In addition, a number of qualitative observations revealing the presence of multiple BX and TX states are also
reported. The results are summarized here.
The electronic structure of quantum confined excitons can
readily be observed using linear absorption and PL spectroscopy.
These observations are well established and well known. As they
serve as a basis for the rest of the discussion, they are recalled
here. The absorption spectrum reveals a series of excitons Xi , which
we refer to as the coarse structure of the exciton [Fig. 15(a)].
These exciton states are formed from the combination of different
electron–hole pairs. Their transition energies upon absorption can
be extracted from the absorption spectrum [Fig. 3(c)]. PL from X
occurs at significantly lower energies than the absorption, which
indicates the existence of a manifold of exciton states. The Stokes
shift of the δX exciton acts as an estimate for the width of the
manifold of fine-structure states of the exciton [Fig. 15(b)].
The biexciton manifold can similarly be organized in a coarse
structure and a fine structure. Hot excitons quickly relax to the
band-edge exciton (X1 ); thus, the biexcitons which can be formed
by adding a second electron–hole pair to X1 are the easiest to
observe. An analysis of the TA spectrum at low excitation intensity

TABLE II. Binding energies in absorptive and emissive measurements.

FIG. 15. Summary of the observed transitions. The arrows are color-coded to indicate the experiment. Thin arrows refer to results from low excitation intensity, while
wide arrows indicate high intensity. Capital letters refer to Table I. (a) Coarse structure of the exciton. (b) Fine structure of the band-edge exciton X1 . (c) Coarse
structure of the biexciton. (d) Fine structure of the band-edge biexciton. (e) Fine
structure of the lowest triexciton.
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State
X1 X1
X1 X3
X1 X1 X3

ΔAbs (meV)

ΔEm (meV)

4.8
32
105

11
128
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TABLE III. Stokes shifts, establishing an estimate to the widths of fine-structure
manifolds. All quantities are related to the lowest state of each manifold.

Quantity

Value (meV)
42
54
30

δX
δBX
δTX

enables the determination of binding energies for the mixed
biexcitons ΔAbs (X1 Xi ). Clear signatures for the X1 → X1 X1 and
X1 → X1 X3 transitions can be observed, as shown in Fig. 15(c). The
excitation from X1 to X1 X2 is located in a crowded spectral region,
and a precise determination of ΔAbs (X1 X2 ) is, thus, difficult. The
existence and rich structure of these mixed biexcitons is supported
by 2DE spectroscopy at high excitation intensity. As excitation
intensity increases, the 2D spectrum elongates toward higher values
of E1 (excitation energy). This effect can be observed qualitatively by
comparing the 2D spectra at low and high intensities [Figs. 11(c)–
11(f)] and quantified by reporting the coordinate of the 2D peak
along E1 [Fig. 13(a)]. These signatures directly reveal the biexciton
manifold, but spectral congestion prevents their isolation. The width
of the X and BX manifolds is comparable to the spacing between the
X1 and X2 transitions. It is likely that the biexciton states formed
of two 1Se electrons and two holes in the 1S3/2 and 2S3/2 states
are strongly mixed and closely spaced. Furthermore, t-PL measurements indicate the presence of two recombination pathways for the
band-edge TX: recombination of an S-like exciton (X1 X1 X3 → X1 X3 )
and recombination of a P-like exciton (X1 X1 X3 → X1 X1 ) separated
by >170 meV.
The lowest biexciton, X1 X1 , can be studied in more details
due to its longer lifetime and its spectral location. This enables the
observation of multiple signals arising from the manifold of X1 X1
fine-structure states, indicated in Fig. 15(d). The use of strong X1
excitation enabled the determination of an intensity independent
effective binding energy ΔAbs (X1 X1 ) = 4.8 meV (Fig. 10). The broad
lineshapes of CdSe QDs complicate the analysis of SRPP due to the
overlap of signatures and hole burning effects that are dependent
on details of the spectrum of the excitation pulse. 2DE spectroscopy
enables direct observation of these effects with increased time resolution. The dynamics at low and high intensities are reported in
Table IV. At low I 0 , the early time dynamics were shown to be
inconsistent with either a single BX state or a fixed binding energy.
The two ESA transitions are separated by ∼50 meV (Fig. 12). The
use of high excitation intensity enables the direct generation of
biexcitons via two-photon processes. The signatures of biexciton
populations were isolated from the 2DE spectra at low values of

TABLE IV. Dynamics reveal the structure of biexcitons. All binding energies were
obtained using absorptive measurements for the band-edge biexciton.

I 0 (nJ/p)
10
42

Δt (fs)

Early (eV)

Late (eV)

60
900

1.87
1.90

1.92
1.96
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E1 , revealing dynamics in the biexciton manifold [Fig. 14(c)]. The
two SE transitions are separated by ∼60 meV. Similar two-photon
absorption processes enable the observation of BX by t-PL. In this
case, the band-edge biexciton state dominates the emission signals,
with a lifetime τ BX = 335 ps. The emission from BX is located at
slightly lower energy than emission from X, yielding a value of
ΔEm (X1 X1 ) = 11 meV for the emissive states (Fig. 6). This result
assumes that biexciton emission directly produces the emissive X1
state. Comparing the biexciton transitions observed by t-PL and
SRPP yields a biexciton Stokes shift δBX = 54 meV. This value is
consistent with the results from 2DE spectroscopy.
We observe the triexciton in both absorption and emission. The
transitions are indicated in Fig. 15(e). The lowest optically active
TX configuration has two S-like excitons (X1 ) and one P-like exciton (X3 ). This is due to filling of the doubly degenerate 1Se electron
state. Although these excitons are separated by ∼250 meV, their
hole states are energetically close.4 ESA from BX to TX is clearly
observed using 2DE at high excitation intensity (Fig. 14). PL corresponding to radiative TX recombination can be observed using
3.1 eV excitation [Fig. 7(c)]. The recombination of a P-like exciton
(X1 X1 X3 → X1 X1 ) is clearly separated from other emission pathways.
A comparison of the transition energies observed in absorption and
emission yield δTX = 30 meV. The emissive binding energy of the
triexciton is ΔTX = 139 meV. The lifetime of TX is very close to
our experimental resolution, τ TX < 100 ps. The binding energies
of MX containing a mixture of S- and P-like excitons tend to be
large. This is true both for the biexciton (X1 X3 ) and for the triexciton (X1 X1 X3 ). We hypothesize this effect arises from a diminution of
both the Coulomb and exchange interactions for states with different
symmetries.
The results obtained by the use of t-PL, SRPP, and 2DE
yield a consistent picture: the electronic spectrum of semiconductor
nanocrystals exhibits a rich structure. Our results show that the biexciton and triexciton exhibit bound, bright states which result from
stabilizing exciton–exciton interactions. Furthermore, each manifold consistently exhibits significant width. The experimental Stokes
shifts δ provide an estimate for the widths of each manifold. Thus,
the spectrum of states for X, BX, and TX covers a few tens of meV.
For the biexciton, this value is larger than the binding energy: there
are a significant number of states for which the exciton–exciton
interaction is unfavorable. The width of the BX and TX manifolds,
thus, reveals the limit of the concept of binding energy. The concept
of binding energy arises in the context of bulk semiconductors. It
seems reasonable when only a subset of the states can be observed
as is the case when using PL. However, the binding energy is not
uniquely defined for a complicated spectrum of discrete states as
is the case in CdSe QDs. The use of absorptive experiments (SRPP
and 2DE) simultaneously reveals multiple states. It is, thus, difficult
to define a binding energy from absorptive experiments. This effect
is exacerbated by dynamics, resulting in a time-dependent effective
binding energy.106 The concept of binding energy is not entirely
appropriate to describe the complicated electronic structure arising
from quantum confinement.
The electronic structure of QDs would be fully addressed by
resolving the individual eigenstates. This is not possible in the current case as the spacing between the states is narrower than the width
of the individual lines. Inhomogeneous broadening arising from size
distribution is the dominant line broadening mechanism in these
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materials. Its mitigation should enable the direct observation of the
electronic structure. In principle, 2DE spectroscopy can separate
static inhomogeneous broadening from other contributions.62,105
Although it succeeds in part at room temperature, significant spectral congestion remains.29,30,32,33,104,107 The recent low-temperature
2D experiment reports impressive line narrowing which should,
in principle, reveal fine structure states.108,109 Another common
approach consists in isolating the response from single nanocrystals.23,84,85,110–113 Performing a spatially resolved version of the current experiments should enable the observation of the electronic
structure in the absence of ensemble broadening.114–116 Finally, the
use of 2Q spectroscopy should enable the study of signals arising
from the direct two-photon absorption without contributions from
the single-photon absorption spectrum.117–119
VI. CONCLUSION
In conclusion, we have analyzed the electronic structure of
strongly confined semiconductor quantum dots with the help of
time-resolved photoluminescence, state-resolved pump–probe, and
two-dimensional electronic spectroscopies at varying excitation
energies and intensities. The observations, performed over time
scales spanning 6 orders of magnitude, reveal the spectrum of excitons and multiexcitons (biexcitons and triexcitons) arising from the
interplay of exciton–nuclei interaction and exciton–exciton interactions. In strongly confined semiconductor QDs, the electronic
structure of multiexcitons consists of multiple states spread over
tens of meV. The range spanned by each manifold is at least
comparable to the effective binding energies of the particles, stressing the limits of the concept of binding energy in these materials. The demonstrated techniques, analyses, and physics are generally applicable to electronic nanostructures and low-dimensional
materials.
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