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We employ two-dimensional (2D) coherent, nonlinear spectroscopy to investigate couplings within individual

InAs quantum dots (QDs) and QD molecules. Swapping pulse ordering in a two-beam sequence permits one

to distinguish between rephasing and nonrephasing four-wave mixing (FWM) configurations. We emphasize

the nonrephasing case, allowing one to monitor two-photon coherence dynamics. Respective Fourier transform

yields a double quantum 2D FWM map, which is corroborated with its single quantum counterpart, originating

from the rephasing sequence. We introduce referencing of the FWM phase with the one carried by the driving

pulses, overcoming the necessity of its active stabilization, as required in 2D spectroscopy. Combining single and

double quantum 2D FWM provides a pertinent tool in detecting and ascertaining coherent coupling mechanisms

between individual quantum systems, as exemplified experimentally.

DOI: 10.1103/PhysRevB.96.041124

Nuclear magnetic resonance (NMR) spectroscopy con-

ceived phase-locked, multipulse techniques, yielding multidi-

mensional spectra by Fourier transforming temporal sequences

into respective frequency coordinates [1,2]. The possibility

to spread the response of biological or chemical molecules

of high structural complexity, especially proteins, across

many axes enabled one to assess their spatial form and to

understand interatomic interactions and couplings. The idea

to selectively address and evolve subsets of transitions from

congested spectra via a multipulse toolbox, and then projecting

the results onto two-dimensional (2D) or three-dimensional

diagrams, is a far-reaching legacy of NMR. At a juncture

of coherent spectroscopy and condensed matter physics, 2D

spectroscopy provided insight into the dynamics and couplings

of many-body optical excitations in solids, in particular, of

excitons in semiconductor quantum wells [3–5] and novel 2D

layered materials [6], as well as in ensembles of quantum

dots [7,8] (QDs) or nanocrystals [9]. A principal tool in

these investigations is k-resolved four-wave mixing (FWM)

spectroscopy and its extensions probing multiwave mixing

processes [4].

FWM spectroscopy has been exploited over the years to

study Coulomb interactions and related ultrafast coherent

dynamics of excitons in semiconductors [10–14]. In these

ensemble experiments, a strong inhomogeneous broadening

usually is an obstacle to implement coherent control protocols.
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Creative Commons Attribution 4.0 International license. Further

distribution of this work must maintain attribution to the author(s)

and the published article’s title, journal citation, and DOI.

This issue is largely overcome when restricting the study

to individual excitons. Moreover, in an exciting context of

optical information processing in solids, establishing con-

trolled channels of coupling within a set of few-level systems

represents a truly challenging goal. For these reasons, it is

necessary to access the coherence of individual excitons, and

then to ascertain the mechanism of their coherent interactions,

involving both Coulomb (local) and radiation (long-range)

mediated phenomena. The present Rapid Communication

represents a step forward in this field.

FWM microscopy of single QD excitons [15] was previ-

ously accomplished by phase-sensitive optical heterodyning

combined with interferometric detection, efficiently subtract-

ing resonant background and permitting colinear geometry

of the excitation pulses. Recently, the detection sensitivity

of intrinsically weak single QD FWM has been enhanced

substantially by using photonic nanostructures, improving

the QD coupling with external laser beams [16–18]. Here,

we perform FWM spectroscopy of individual InAs QDs

embedded in a low-Q semiconductor microcavity [19]. We

point out two advancements with respect to our recent reports

[16,20]: First, we demonstrate 2D FWM constructed from

two-photon coherences—known as double quantum 2D FWM

[21–24]—driven on individual transitions, specifically QD

exciton-biexciton systems (GXB) [25]. Second, we introduce

referencing of the FWM phase, offering a convenient alter-

native for its active stabilization, which is widely believed

to be required in 2D spectroscopy. Using the one-quantum

and two-quantum spectroscopy, we have measured single QDs

and a QD molecule. A comparison of the spectra signatures to

theory allowed us to identify the nature of the internal coupling

mechanism in the QD molecule system. Our work shows that

the combined single and double quantum 2D spectroscopy is

a powerful tool to reveal and understand coherent coupling

2469-9950/2017/96(4)/041124(6) 041124-1 Published by the American Physical Society
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FIG. 1. Rephasing and nonrephasing pathways in two-beam

four-wave mixing of individual quantum dots. (a) Two possible

pulse sequences in the so-called positive (negative) delays τ12,

corresponding to the rephasing (nonrephasing) FWM pathways. The

nonrephasing pathway involves a two-photon coherence between

the ground state (G) and a two-particle state, here, a quantum dot

biexciton (B). (b) Measured FWM amplitude as a function of τ12

on a few InAs QDs embedded in a low-Q microcavity. Impinging

E1,E2 intensities of (150,600) nW correspond to pulse areas of

around (0.4π,0.8π ), significantly beyond the χ (3) limit, generating a

pronounced exciton-biexciton beating.

and excitation transfer mechanisms—an interdisciplinary is-

sue spanning from biology and photochemistry, to quantum

engineering. The results are especially pertinent for the latter

area, as we open different avenues of research in the quantum

control of optically active nanoscopic two-level and few-level

systems in solids.

To acquire the FWM spectra [16], we use a pair of

100 fs laser pulses, E1 and E2, with a variable delay τ12,

positive for E1 leading. They are frequency shifted by �1 =

80 MHz and �2 = 80.77 MHz, respectively, using acousto-

optic deflectors. A FWM heterodyne beat with a reference

field ER is retrieved at 2�2 − �1 = 81.54 MHz frequency,

carrying the lowest-order response E
⋆
1E2E2 (where ⋆ denotes

complex conjugate) and also higher orders with the same

phase evolution. The signal is spectrally dispersed using a

spectrometer, detected with a CCD camera and retrieved

in amplitude and phase by applying spectral interferometry.

ER arrives a few picoseconds prior to E2, unless specified

otherwise.

As shown in Fig. 1(a), in two-beam FWM, the first pulse

E1 induces coherence, which evolves during τ12, to be then

converted into FWM by the second pulse E2. The lowest

electronic excitations of a neutral QD can be cast into three

categories of states: a ground state (G), single excitons (X), and

two-exciton states, known as biexcitons (B). GX transitions

are addressed by one-photon coherence driven by E1, which

is converted to FWM of GX and XB by a density grating

E
⋆
1E2 on G and X [20,26]. Inverting the temporal ordering of

the two light pulses, a GB transition can be inspected by a

two-photon coherence induced by E2, transformed into FWM

of both transitions at the arrival of E1 [20,26]. The simple

three-level system of Fig. 1(a) illustrates the case of a neutral

QD driven along one of its polarization axes. For a single

two-level system, such as a QD trion, FWM can be only
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FIG. 2. Photon-echo formation on a single QD exciton measured

upon a FWM rephasing pathway. The delay τR2, between the reference

ER and E2, is scanned for different values of τ12, as indicated.

Formation of the photon echo is observed: A Gaussian form of the

FWM transient is fully recovered for τ12 > h̄/σ . Temporal width of

the echo yields the inhomogeneous broadening σ . Inset: By adjusting

τR2, one shifts the temporal detection window towards the echo, such

that the FWM signal can be retrieved via spectral interference even

for delays exceeding the temporal resolution of the setup, defined

by the spectrometer. This is here exemplified for τ12 = 1 ns and

τR2 = −0.85 ns.

created for τ12 > 0 from one-photon coherence induced by

E1, since the trion system cannot be doubly excited within

the employed spectral bandwidth. In fact, two transitions

in Fig. 1(b) show strictly no signal for τ12 < 0 and are

attributed to trion transitions. Therein, we also recognize pairs

of exciton biexcitons, labeled as GX1-X1B1, GX2-X2B2, and

GX3-X3B3, occurring in three distinct QDs. FWM exhibits

a pronounced beating as a function of τ12 > 0, with a period

corresponding to B binding energy, which is induced beyond

the χ (3) regime by high-order contributions propagating at the

FWM frequency [20,27]. Instead, for τ12 < 0, FWM is equally

created on GX and XB transitions, with no beating.

A time-resolved FWM transient created upon the two pulse

configurations displays different characteristics. For τ12 > 0,

there is a phase conjugation between E1 and FWM. Owing

to the rephasing, FWM of an inhomogeneously broadened

system has a Gaussian form, with a maximum at t = τ12

and temporal width inversely proportional to the probed

spectral inhomogeneous broadening σ . Importantly, the time-

integrated amplitude of such a photon echo is not sensitive on

σ , instead, the homogeneous broadening is probed through the

τ12 dependence. At a level of individual transitions, σ is accu-

mulated due to a residual spectral wandering in time-averaged

measurements [17,18,26,28]. For σ in the μeV range, which

is a case even for high-quality QD systems, the echo width

becomes comparable to or larger than the temporal sensitivity,

given by the spectrometer resolution (here about 120 ps). To

demonstrate the formation of such a broad echo [18], we

scan the delay τR2, between ER and E2, for three different

τ12, as shown in Fig. 2. The echo develops fully only for

τ12 = 200 ps, and from its width [full width at half maximum

041124-2
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FIG. 3. Coherent dynamics of an exciton-biexciton system mea-

sured at the nonrephasing FWM configuration, τ12 < 0. (a), (b)

Time-resolved FWM transient measured at GX1 and X1B1 for

negative delays. Due to the nonrephasing configuration, the FWM

decay becomes more pronounced when increasing delay. (c), (d)

Two-photon coherence dynamics, induced between G and B (also

known as a biexciton coherence), measured at the nonrephasing FWM

configuration. The two-photon dephasing time is retrieved from the

exponential decay of GX1 and X1B1 transitions.

(FWHM)] tσ = h̄/σ = (214 ± 33) ps we retrieve spectral

inhomogeneous broadening 8 ln (2)σ = 8 ln (2)h̄/tσ = (17 ±

3) μeV (FWHM). By advancing τR2 sufficiently close to the

maximum of the echo, the temporal detection window is

brought toward its maximum, permitting one to retrieve FWM

spectral interference for delays significantly exceeding the

temporal sensitivity of the spectrometer, as shown in the inset

for τ12 = 1 ns and τR2 = −0.85 ns.

For τ12 < 0 there is no strict phase conjugation between

two-photon coherence and FWM, and therefore the photon

echo is absent. In Figs. 3(a) and 3(b) we show (t,τ12)-

resolved maps of the FWM amplitude measured on the

GX1 and X1B1 transitions, respectively. As τ12 is increased

towards more negative values, FWM decay becomes more

pronounced, owing to a nonrephasing character of the signal.

The two-photon coherence dynamics of GX1 and X1B1,

i.e., respective time-integrated FWM vs τ12, are presented in

Figs. 3(a) and 3(b). From the exponential decay of GX1 and

X1B1 we retrieve two-photon (biexciton) dephasing [29,30]

TTP(GX1,X1B1) = (75 ± 3,65 ± 3) ps. Similar values of TTP

are obtained by analyzing two other GX-XB pairs. Note that,

in homogenously broadened GXB systems, TTP should be the

same when inferring it either from the GX or XB transition.

A slightly faster biexciton dephasing evaluated from the X1B1

decay is attributed to its stronger inhomogeneous broadening

via spectral wandering with respect to GX1: The latter is

due to energy fluctuations of the exciton level only, whereas

the former is sensitive on wandering of both the exciton and

biexciton levels [31,32]. These spectral fluctuations do not

have to be correlated, and thus yield a shorter TTP when reading

it out from X1B1.
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FIG. 4. Two-dimensional FWM spectroscopy of exciton com-

plexes in a few InAs QDs probed along the (a) rephasing and

(b) nonrephasing pathways. Four exciton-biexciton systems in dif-

ferent QDs are indicated dashed-dotted, dotted, dashed, and solid

lines, respectively.

To illustrate couplings in the probed system of a few QDs,

we Fourier transform FWM(ω3,τ12) sequences with respect to

the delay τ12. The experimental setup is encapsulated, provid-

ing a passive stabilization of the phase during the acquisition.

However, the phase relationship between FWM measured for

subsequent τ12 is inevitably lost and can only be achieved via

active stabilization [33,34], which is not implemented here.

Knowledge of the FWM phase for subsequent delays τ12 is

a precondition to execute the Fourier transform yielding 2D

FWM. In our previous works [20,35], we have circumvented

this issue by imposing a phase relationship onto the data

by choosing a separated transition in the spectral domain,

acting as a local oscillator, and setting its phase to zero

for all delays. We then applied this phase factor globally to

the full spectrum, adjusting all other frequencies versus τ12,

accordingly. Such a transformation remains justified, as long as

the guiding transition to correct for, in particular, exhibiting no

coherent coupling, is available in the spectrum. This generally

is not the case. To overcome this experimental limitation,

we have conceived a post-treatment protocol permitting

one to reference the FWM phase, using auxiliary spectral

interferences of ER with the driving pulses (see Sec. II A

of the Supplemental Material [36] for a description of the

phase-referencing protocol).

In Fig. 4 we present 2D FWM obtained from the set of

QDs highlighted in Fig. 1. For τ12 > 0, FWM generated by

all resonances driven by E1 forms a diagonal in the resulting

2D spectrum. This includes single trions and neutral excitons,

but also biexcitons—the latter can directly be driven by E1

beyond the χ (3) limit [20], as applied here (an example of the

2D FWM of GXB systems in the χ (3) limit is provided in

041124-3
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FIG. 5. Quantum dot molecule, consisting of two electrostatically

coupled InAs QDs, observed in single and double quantum 2D FWM.

Measured (a) rephasing and (c) nonrephasing 2D FWM spectra

revealing coherent couplings between two QDs. Corresponding

simulations (see Sec. I C of the Supplemental Material [36] for

details regarding the model parameters) are shown in (b) and (d).

The signatures belonging to this QD molecule are marked by

dashed lines. An additional exciton-biexciton pair in (a) and (c)

at (1360.3,1356.8) meV occurs in other QDs not involved in the

molecule formation, thus not included in the calculated spectra.

Fig. S6 of the Supplemental Material [36]). The biexcitons are

off-diagonally shifted by their respective binding energies of

a few meV, and form squarelike features in 2D FWM under

strong excitation, i.e., close to the (π/2,π ) area of (E1,E2)

pulses. 2D FWM resulting from τ12 < 0 is shown in Fig. 4(b).

FWM originates from a corresponding two-photon resonance

driven by E2. Here, the two-photon energy corresponds to the

sum of GX and XB transition energies. In such nonrephasing

2D FWM, we retrieve the response of GXB systems, whereas

exciton complexes without doubly excited states within the

excitation bandwidth, such as singly charged QDs, do not

contribute.

Figures 5(a) and 5(c) show the measured rephasing and

nonrephasing 2D spectra recorded at another position at the

sample. In the following, we focus on the two QDs that show up

as transitions GX1 and GX2 on the diagonal of the rephasing

spectrum with resonance energies E1 = 1359.7 meV and

E2 = 1358.95 meV—via hyperspectral imaging these are

found to be within a 0.5 μm vicinity [35] (see Fig. S7 of the

Supplemental Material [36] for experimental results regarding

the FWM imaging). The peak pattern highlighted by the

dashed lines differs from the signatures observed in Fig. 4

in two major respects: First, the spin-orbit coupling of the two

circularly polarized excitons within each QD leads to linearly

polarized exciton eigenstates, where each QD is described by

a four-level system [20]. This causes a splitting of each exciton

resonance on the diagonal of the rephasing spectrum into

clusters of four peaks, observed in Figs. 5(a) and 5(c). Second,

besides the X1B1 and X2B2 peaks that are redshifted along the

FWM axis by the intradot biexciton binding energies 	1 =

−3.3 meV and 	2 = −3.6 meV, respectively, we observe

two off-diagonal cross peaks labeled X2X1 and X1X2 at the

spectral positions (ω3 = E2; ω1 = E1) (upper cross peak) and

(ω3 = E1; ω1 = E2) (lower cross peak). The appearance of

these cross peaks clearly indicates a coherent interdot coupling

between the two QDs: The electrostatic Coulomb coupling

leads to an energy renormalization of the interdot biexciton

B12 consisting of one exciton in each QD. The biexciton shift

lifts the symmetry of the lower GX1 (GX2) and higher X1B12

(X2B12) transitions, such that the quantum pathways involving

these transitions no longer destructively interfere and cross

peaks show up [35]. (See Sec. I of the Supplemental Material

[36] for theoretical details. A level scheme of the considered

QD molecule, including all coupling-induced energy shifts, is

shown in Fig. S1.) The electrostatic interaction 	12 between

two excitons located in two different QDs is small compared

to the intradot biexciton binding energies 	1 and 	2. In fact,

the spectrally resolved FWM amplitude [see Fig. S7 of the

Supplemental Material [36] for experimental results regarding

the spectrally resolved FWM amplitude retrieved from the

2D FWM spectrum shown in Fig. 5(a)] reveals that it is

only of the order of 	12 = 90 μeV and it shifts the interdot

biexciton towards higher energies, showing up as blueshifted

[37] high-energy shoulders of the exciton resonance peaks.

This interpretation is supported by calculations [38] of the

rephasing and nonrephasing 2D signals depicted in Figs. 5(b)

and 5(d) (see Sec. I of the Supplemental Material [36] for

details regarding calculations of the FWM response).

In the nonrephasing two-quantum spectrum, the coupling

of the two QDs manifests itself in a peak pair labeled X1B12

and X2B12 at the interaction-shifted two-exciton transition

GB12 (energy ω2 = E1 + E2 + 	12 = 2718.74 meV) with

FWM frequencies ω3 = E1 = 1359.7 meV and ω3 = E2 =

1358.95 meV, respectively. Theoretical calculations (see Sec.

I of the Supplemental Material [36] for details regarding

calculations of the FWM response) also suggest that exciton

transfer processes between the two QDs such as a dipole-

induced (Förster) interaction and Dexter-type coupling via a

wave-function overlap are negligible [39]: First, these coupling

types are expected to be in the μeV range [35] and therefore

difficult to detect considering our spectrometer resolution of

25 μeV. Second, they would lead to additional peaks for an

intradot biexciton in one QD after the first pulse has created a

single exciton in the other QD. These peaks are not observed

in the spectra, indicating that exciton transfer elements are

negligible (see Sec. I C and Fig. S3 of the Supplemental

Material [36] for theoretical simulations of the FWM spectra

involving different origins of the coherent coupling).

An interesting feature about the observed QD molecule

is that, in contrast to the other isolated exciton-biexciton

systems, the two coupled QDs show a pronounced fine-

structure splitting (FSS) of the order of 60 and 140 μeV,
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respectively. This is around five times higher than the FSS

typically present in these QDs [20]. Moreover, the FSS of the

other isolated exciton-biexciton systems in our sample (see

also Fig. 4) is not visible since the direction of the linear

excitation/reference polarization was chosen to be parallel to

the anisotropy axis. The observation of such a pronounced

FSS only for the resonances associated with the QD molecule

therefore suggests that the spatial proximity of the two coupled

QDs altered the local symmetry of the confinement, changing

the magnitude of the FSS and the polarization of the excitonic

transitions.

In summary, we have implemented phase-referenced dou-

ble quantum 2D FWM spectroscopy of individual quantum

systems. By merging it with a single quantum counterpart,

we have ascertained coherent couplings between excitons,

the structure of (bi)exciton states, and coupling energies in

single InAs QDs and in a quantum dot molecule. The optical

selection rules of the latter were investigated theoretically.

This methodology is appealing to infer electronic couplings

and charge transfer in deterministically defined QD molecules

[40,41] and propagative coherence in photonic molecules

[42]. By merging it with a recently developed multiwave

mixing toolbox [16], it could be also used to visualize and

control polaritonic couplings in solid state cavity-quantum

electrodynamics [43].

Note added. Recently, we became aware of a report

of 2D FWM in rephasing and nonrephasing configurations

of individual transitions in interface fluctuation QDs in

Ref. [44].
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ABSTRACT: By implementing four-wave mixing (FWM) micro-
spectroscopy, we measure coherence and population dynamics of the
exciton transitions in monolayers of MoSe2. We reveal their dephasing
times T2 and radiative lifetime T1 in a subpicosecond (ps) range,
approaching T2 = 2T1 and thus indicating radiatively limited dephasing at
a temperature of 6 K. We elucidate the dephasing mechanisms by varying
the temperature and by probing various locations on the flake exhibiting
a different local disorder. At the nanosecond range, we observe the
residual FWM produced by the incoherent excitons, which initially
disperse toward the dark states but then relax back to the optically active
states within the light cone. By introducing polarization-resolved
excitation, we infer intervalley exciton dynamics, revealing an initial
polarization degree of around 30%, constant during the initial
subpicosecond decay, followed by the depolarization on a picosecond
time scale. The FWM hyperspectral imaging reveals the doped and undoped areas of the sample, allowing us to investigate the
neutral exciton, the charged one, or both transitions at the same time. In the latter, we observe the exciton−trion beating in the
coherence evolution indicating their coherent coupling.

T he identification of atomically thin solids1 resulted in the
development of the intriguing physics of graphene,

followed by the emerging technological applications.2,3 Also,
it stimulated a rapid progress in fundamental studies of thin
films extracted from other than graphite layered materials, such
as semiconducting transition metal dichalcogenides (S-TMDs).
The bandgap of S-TMDs converts from indirect to direct, when
reducing the material thickness to a single monolayer,4 enabling
exceptionally strong excitonic transitions. Owing to the
breakdown of out of plane translational symmetry for two-
dimensional systems, the coupling of excitons with light is
boosted,5 resulting in their short radiative lifetime and thus
increased oscillator strength μ. Excitons in S-TMD monolayers
display large binding energies EB of several hundreds of
meV6−9

an increase by 1−2 orders of magnitude with respect
to a typical semiconductor quantum well.10,11 The observed
excitonic absorption in S-TMDs reaches the values as high as
10%,12 illustrating an exceptionally strong μ in these systems
and implying a radiative lifetime in the subpicosecond (subps)
range,13 as recently observed in monolayers of WSe2

14,15 and
other emerging two-dimensional systems, namely, nano-
platelets.27 The robust coupling with light is attractive in

prospective applications, especially for photodetectors.3 It is
also appealing in optical fundamental studies, for instance in
polaritonics16 and nonlinear spectroscopy.15,17,19

The large μ in S-TMDs gives rise to a giant nonlinear optical
response, which is investigated in this work via three-pulse four-
wave mixing (FWM) microspectroscopy. This approach offers a
direct access to the exciton coherence and population dynamics
with a time resolution limited only by the duration of the laser
pulses, which resonantly excite targeted optical transitions.
Indeed, time-resolved nonresonant photoluminescence meas-
urements,18 offer insufficient time-resolution to infer subps
evolution and involve complex relaxation pathways. Instead,
resonant experiments,15,19 also investigating internal transi-
tions14 occurring in the THz domain, have recently revealed
ultrafast radiative recombination of the exciton ground state in
WSe2.
In this work, we show that the optical dephasing time T2 of

the neutral exciton transition (EX) in a monolayer of MoSe2 is
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intrinsically limited by the EX ultrafast radiative recombination
T1. In contrast to previous works inferring optical coherence in
S-TMDs,15,19 we take advantage of the microspectroscopy
approach, employing the laser beams focused down to the
diffraction limited size of 0.7 μm (full width at half-maximum,
fwhm). Such implementation is used to perform the FWM
hyperspectral imaging,20 which discriminates the exciton charge
state across the sample and helps to reveal the striking features
of coherent coupling between the neutral and charged excitons.
We demonstrate that the EX linear response inferred via
microreflectance is affected by the inhomogeneous broadening
ξ also on a subμm scale, evidenced by the photon echo
formation in the FWM transients.21 The analysis of the FWM
delay dependence yields T2 ≃ 2T1, occurring on a subps time
scale. A spatially resolved study shows that T2 depends on the
local disorder varying on a subμm scale. From the temperature-
dependent homogeneous line width, we determine the
dephasing due to phonon interaction. We also monitor the
density dynamics of excitons, which is governed by the
interplay between bright states within the light cone and
various available dark states.
Sample and Experiment. The investigated MoSe2

monolayerw were fabricated by means of polydimethylsilox-
ane-based exfoliation of bulk crystals, purchased from HQ
Graphene, and transferred onto a Si/SiO2 substrate. Relatively
large monolayer flakes of up to (50 × 50) μm2 size have been
obtained and placed in an optical He-flow cryostat.
To infer both the coherence and the population dynamics of

excitons, we retrieved their FWM by implementing a three-
beam configuration20 of the heterodyne spectral interferom-
etry.21 This technique has been proven as an efficient detection
scheme of optical nonlinearities in a solid, until now only
employed to retrieve wave mixing signals generated by
individual transitions in semiconductor quantum dots.20,21,25

FWM is an optical polarization created with short, resonant
driving pulses; 1, 2 and 3, as depicted in Figure 1 a. In the
third-order (χ(3)) regime its amplitude is proportional to

μ *4
1 2 3. Thus, owing to a large μ, a dramatic enhancement

of FWM is expected in MoSe2 monolayers. Note that the *

stands for the complex conjugate, which is the origin of the
FWM rephasing in inhomogeneously broadened systems,21

generating the photon echo (as also sketched in Figure 1a),
which acts as a probe of the microscopic dephasing.
Micro-FWM spectroscopy requires the colinear arrangement

of the driving fields 1,2,3, which is enabled by phase-selecting

the signal through optical heterodyning.21 By employing
acousto-optic modulation, 1,2,3 are frequency up-shifted by

radio-frequencies, introducing controlled phase-drifts in their
respective pulse trains generated by a Ti:sapphire femtosecond
laser. After acquiring the delays τ12 and τ23, introduced by a pair
of mechanical delay lines, 1,2,3 are recombined into a common

spatial mode and are focused on the sample with the
microscope objective. The reference beam r, used in the
heterodyne mixing and interferometric detection, is also
focused at the sample, yet is vertically displaced with respect
to 1,2,3 by around 12 μm.

The time-ordering of the pulses is presented on Figure 1 a:
measuring time-integrated FWM detected at the Ω3 + Ω2 − Ω1

heterodyne frequency, as a function of τ12 (τ23), yields the
coherence (population) dynamics of an optical transition. The
FWM signal is measured in reflectance, attaining a shot-noise
detection limit and rejecting the resonant driving fields 1,2,3

with 106 (1012) selectivity in field (intensity). The interference
between the heterodyned signal and r is spectrally resolved
with an imaging spectrometer. Further details regarding the
current experimental implementation are given in ref 20.
In Figure 1b we present a typical spectral interference

between r and the FWM at a temperature T = 5 K for τ12 = 0.
The FWM intensity is retrieved by spectral interferometry and
shown in Figure 1c. The signal consists of two transitions
identified as the ground state−exciton (EX) and the single
electron−trion transitions (TR).22 In Figure 1 d we present the
FWM intensity of EX as a function of 1 intensity
demonstrating a linear dependence in the χ(3) regime, as
expected. Note that the FWM can be driven with a 1 intensity
as low as a few tens of nW, corresponding to a few hundreds of
photons per pulse 1 and generating a low carrier density, less
than 109/cm2. Such density is far below the saturation density23

estimated at around 1013/cm2. In our study, we therefore
consider the creation of excitons with K ∼ 0 center of mass
momentum, which appear at the K+ and K−, points of the
Brillouin zone of the S-TMD crystal. Those excitons can either
decay radiatively or disperse out of the light cone (K > nω/c)
via phonon scattering. The latter process occupies dark exciton
states, which relax back to K < nω/c on a pico-second time
scale and eventually recombine. Further relaxation pathways are
scattering electrons and holes between the K-points.

Hyperspectral Imaging. An image of the studied MoSe2
monolayer is shown in Figure 2 and in the Table of Contents
graphics. The microspectroscopy approach enables to perform
FWM hyperspectral imaging,20,25 allowing us to identify regions
of the flake dominated by the FWM of EX or TR (see Figure
2b and c). Clearly, the two images are complementary, which
permits to distinguish regions of different resident carrier
concentration. In the following experiments, the performed
imaging allowed us to selectively address EX or TR or to drive
simultaneously both transitions.

Figure 1. Four-wave mixing spectroscopy of the MoSe2 monolayer.
(a) Pulse sequence employed in FWM experiments and related
observables. (b) FWM spectral interferogram obtained on the flake
position displaying the exciton (EX) and trion (TR) transitions. (c)
FWM intensity (black) retrieved from (b) via spectral interferometry.

r is shown with a blue line. (d) Spectrally integrated FWM intensity
of EX as a function of 1 intensity, showing the driving range yielding
the χ(3) regime of the FWM.
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Performing microspectroscopy also permits to locally address
subμm regions of smaller spectral inhomogeneous broadening
with respect to the total area of the flake. To exemplify this, we
have performed a statistical analysis of the microphotolumi-
nescence (PL) hyperspectral imaging. Similarly as in Figure 1 c,
confocally detected PL spectra yield EX and TR transitions, as
displayed at the top of Figure 2d. We observe particularly bright
emission, with a photon flux per second of 108−109, indicating
a high quantum yield.
For every spatial position, we have determined the integrated

intensity for both transitions and their center energies. For the
latter, we observe the spread over ξ ≃ 10 meV, as displayed at
the bottom of Figure 2 d. Interestingly, despite this large,

macroscopic ξ, the trion binding energy Δ remains well-
defined, Δ = (28.8 ± 0.3) meV. We note that the lower the TR
transition energy, the higher its intensity is measured. In our
understanding this reflects the distribution of residual electrons
in the sample. Interestingly, however, such correlation is not
observed for EX, i.e., the EX intensity is not sensitive to the
apparent changes in the charge density in our sample.
In Figure 2 e and f we present the PL imaging spectrally

integrated over EX and TR transition, respectively. By
comparing it with Figure 2 b and c, we point out two
advantages of our original FWM imaging with respect to the
routinely performed PL one. First, owing to the third-power
scaling of the FWM intensity with the excitation power,
combined with heterodyning with r, the spatial resolution in
the FWM imaging is enhanced26 up to 0.3λ/NA ≈ 360 nm,
surmounting the standard diffraction limit by a factor of 2.
Second, the FWM yields a significantly improved imaging
selectivity of EX and TR across the flake. In fact, different
properties are inferred in both experiments. The FWM directly
probes μ of the resonantly generated excitons at the K-points of
the valleys. Instead, the nonresonant PL reflects more complex
carrier relaxation along the valleys toward their K-points, prior
to the exciton formation, followed by their radiative
recombination.

Coherence Dynamics. The strength of the FWM spec-
troscopy in assessing the coherence in solids lies in its capability
to separate homogeneous (γ) and inhomogeneous (ξ)
contributions of the transition’s spectral width. In particular,
in a presence of ξ, the time-resolved FWM amplitude exhibits a
photon echo,15,27 which decays as exp(−2τ12/T2). Hence, to
investigate the exciton coherence dynamics, we measured
FWM as a function of τ12. Time-resolved FWM amplitude of
the EX transition, displayed in Figure 3a, clearly demonstrates
formation of the photon echo. From its temporal width we
estimate the local ξ to be in a few meV range. Figure 3b shows
the time-integrated FWM as a function of τ12. The data are
modeled by a convolution of a Gaussian profile with an
exponential decay. The former exhibits the fwhm width of 0.15
ps, reflecting duration of 1,2,3 impinging the sample. Instead,

from the latter we retrieve at T = 6 K the dephasing time T2 =
2ℏ/γ = 620 ± 20 fs, and thus γ ≃ 2.1 meV (fwhm). For
simplicity, the dynamics owing to the echo formation process
close to zero delay has been here disregarded. The
homogeneous broadening γ is around twice smaller than the
transition line width directly measured via microreflectivity, as
shown in the inset of Figure 3b and also in FWM (see Figure
1c). We thus conclude that the line-shape remains affected by
the inhomogeneous broadening ξ, even though a subμm area is
probed.
With increasing temperature, T2 is expected to decrease,15

owing to phonon scattering. This is highlighted in Figure 3 b.
At T = 45 K the dephasing accelerates, and we measure T2 =
520 ± 40 fs. At ambient temperature the dephasing occurs at a
time scale faster than 100 fs and is not resolved by our setup,
although a pronounced FWM is still measured. We note that
for the TR transition at T = 6 K we find T2 = (460 ± 30) fs and
similar inhomogeneous broadening as for EX, also generating a
photon echo as in Figure 3c (not shown). This shorter
dephasing of the charged exciton is tentatively interpreted in
terms of the final state damping, due to the energy distribution
of final state energies of the leftover electron.

Figure 2. Hyperspectral mapping of the MoSe2 monolayer. (a) Optical
contrast of the sample observed in reflectance. Red dots indicate 1,2,3

and r. (b−c) Spatial imaging of the FWM amplitude, spectrally
averaged over the exciton (b) response, centered at ∼1650 meV and
the trion (c) at ∼1625 meV. Heterodyning at the FWM frequency Ω3

+ Ω2 − Ω1 with τ12 = τ23 = 50 fs, T = 6 K. (d) Top: A typical PL
spectrum, nonresonantly excited at ∼1750 meV (∼710 nm) with ≃0.1
μW average power arriving at the sample surface, displaying bright
emission from EX and TR, with integrated count rate of 350 kHz for
each transition. Bottom: Correlation between the PL intensity of the
TR (black) and its binding energy (green), as a function of its
transition energy. (e−f) PL imaging of TR and EX, respectively.
Excitation conditions as in d. Linear color scale, as shown by
horizontal bars.
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In Figure 3c we present the coherence dynamics measured at
the boundary of the doped and undoped regions of the flake,
marked with a cross in Figure 2d, such that the FWM of both
EX and TR is driven in tandem. We observe a beating,
withstanding on both transitions during initial positive delays
τ12, up to around 700 fs when the TR coherence virtually
vanishes. The beating period of ζ = 140 fs (marked with a pair
of vertical lines), well corresponds to the EX−TR binding
energy Δ = 2πℏ/ζ ≃ 29 meV and thus indicates their coherent
coupling.28,29

To gain a deeper understanding of the exciton ultrafast
dynamics, we have combined the enhanced spatial and
temporal resolution of our experiment and we have performed
spatially resolved dephasing study at T = 6 K. Within an area of
8 μm × 8 μm, displaying uniquely the EX transition, we have
scanned the coherence dynamics with a spatial step of 0.66 μm.
The analysis of the obtained statistics of dephasing, reveals
variations of T2 within the probed area from around 0.5 ps up
to 1.5 ps. Interestingly, the locations on the flake yielding the
shortest T2 also display the broadest photon echo, and thus the
smallest ξ. Conversely, the longest T2 is measured on the areas
characterized by a larger ξ, and thus showing the narrowest
photon echo, here limited by the temporal duration of the laser

pulses. An example of such two representative cases is displayed
in Figure 4a and b. The spatially resolved dephasing experiment

indicates that T2 is governed by a local disorder, realizing
various localization potentials. The resulting spatially depend-
ent coherence volume of EX has a direct impact on its radiative
lifetime T1: the fastest recombination is expected at the areas of
the smallest ξ, as indeed measured.
In Figure 4c we present the coherence dynamics on the

chosen area exhibiting an increased T2, measured from 6 to 150
K. The data clearly show a gradual decrease of T2 with
temperature from 1.4 to 0.2 ps, respectively, adding to the
measurements shown in Figure 3b. The retrieved γ = 2ℏ/T2 is
plotted in the inset. It can be modeled with a linear dependence
and an additional bosonic term:41 γ(T) = γ0 + aT + b/(exp(E1/
kBT) − 1). The linear term (γ0 = 0.78 ± 0.11 meV, a = 0.03 ±

0.003 meV/K) is due to low energy acoustic phonons. The
latter term, with the energy E1 = 43 ± 4 meV and b = 187 ± 75
meV, could be attributed to thermal activation of higher energy
optical phonons.41 The phonon dephasing mechanisms are
therefore similar as in semiconductor quantum wells.

Population Dynamics. In the following, the FWM is
employed to infer the EX population dynamics after their
resonant and selective excitation in a given valley ( 1 and 2,
denoted as 1,2, are cocircularly polarized). They arrive at the

flake with virtually no delay generating exciton population.
Owing to the large μ, the excitons exhibit fast radiative decay.
Nevertheless, they still experience scattering24 for instance
induced by defects, disorder and phonons, which can efficiently
redistribute them out of the light cone (marked with dashed

Figure 3. Exciton dynamics in the MoSe2 monolayer inferred with
FWM microscopy. (a) Time-resolved FWM amplitude as a function of
τ12, showing the formation of a photon echo: a Gaussian signal with a
maximum for t = τ12. Logarithmic color scale is given by the color bar.
(b) FWM amplitude as a function of τ12 retrieved from the EX at T =
6, 45, and 300 K given by black circles, purple squares, and green
triangles, respectively. The simulations yielding T2 ≃ 620 and 520 fs
are given by red traces. Inset: reflectance measured at T = 6 K yielding
4.1 meV fwhm. (c) Cartoon of the considered radiative recombination
and intravalley relaxation processes is presented in the inset. The initial
dynamics of the EX population measured at 5, 45, and 300 K, color
coding as in b. The results yield radiative lifetime T1 and relaxation
time Tintra (see main text). (d) τ12 dependence of the FWM amplitude
when simultaneously driving the EX (blue) and TR (brown)
transitions, revealing a beating with 140 fs period, and thus indicating
EX−TR coherent coupling. The location of the excitation is marked
with a cross in Figure 2 b, while the corresponding microreflectance
spectrum is given in the inset.

Figure 4. Impact of a local disorder and temperature on the exciton
dephasing in the MoSe2 monolayer. (a) Time-resolved FWM
amplitude, measured on the location displaying a larger ξ, showing a
temporarily narrowed photon echo. The observed increased dephasing
time with respect to Figure 3 attributed to a localization induced
increase of the radiative lifetime T1. (b) As in panel a but measured on
the area showing a broader echo and thus smaller ξ. A weaker
localization yields a shorter T1 = T2/2 than in panel a. Logarithmic
color scale over 2 orders of magnitude. (c) FWM amplitude dynamics
as a function of temperature measured on the area as in a. Above T =
125 K the dephasing is faster than the temporal resolution of the
experiment. The temperature-dependent homogeneous broadening γ

= 2ℏ/T2 (inset) indicates the phonon-induced dephasing mechanism.
For clarity, the fits are not shown.
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lines in the inset of Figure 3c), toward K > nω/c. This type of
scattering is particularly efficient in S-TMDs: due to heavy
masses (and thus flat bands at the bottom of the branches) and
large γ, the excitons’ center of mass scatter out of the light cone
at practically no cost in energy. As a result, the major part of the
created population instantly decays with its radiative lifetime T1,
while the remaining part spreads along the dispersion branch
populating dark states (i.e., outside the light cone). Also a part
of these excited excitons eventually relax toward the bottom of
the valley with a characteristic time Tintra and recombine
radiatively, as depicted in Figure 3c. In the dynamics probed
with FWM, we disregard the influence of strongly localized,
quantum-dot like states, due to their small density and we
disregard nonradiative Auger processes,14 as we operate at low
exciton densities.
The FWM therefore probes all the above-mentioned

processes via τ23 dependence. This is shown in Figure 3c, for
the EX (obtained the same spatial position as in Figure 3b) for
driving upon cocircular polarization of 1,2,3. The data are

modeled with a double exponential decay convoluted with the
Gaussian laser pulse, showing temporal width of 0.16 ps
(fwhm). From the initial decay we retrieve the exciton lifetime
of T1 = 390 ± 20 fs, while the FWM for further delays τ23 yields
the intravalley relaxation time of Tintra = 4.3 ± 0.6 ps. At T = 45
K we measure instead T1, Tintra = 0.42 ± 0.01, 6.84 ± 0.38 ps.
An increase of Tintra with temperature is attributed to
Boltzmann distribution of excitons, allowing for reaching
higher energies and K-vectors out of the light cone, and also
to access different dark states offered by the structure of the
valley excitons.
A physical picture arising from the FWM experiment at low

temperature is that the initial exciton decay with the time T1,
covering an order of magnitude in amplitude (see Figure 3c), is
due to the radiative recombination, while the nonradiative
processes are of minor impact, as they are not faster than the
Tintra (we assume they have the same dynamics for both bright
and dark excitons). Importantly, comparing the T1 with T2

times, we conclude that the dephasing is principally due to the
radiative decay, nearing to the radiative limit. Observation of
the radiatively limited dephasing is a prerequisite for
implementing more advanced optical coherent control schemes
in S-TMDs.
We point out that the dynamics of the secondary, incoherent

excitonshere probed by τ23 dependence of FWMis
particularly complex and might be influenced by a set of
unconventional features present in S-TMDs. One should bear
in mind coupling with and scattering toward counter-polarized
K-valleys and spin-split bands, relevant in formation of exciton
complexes. In fact, triple degeneracy of the K-valleys, enables
various configurations for bright and dark exciton states, as
previously considered for other systems hosting multiexci-
tons.30,31 We also point out exotic dispersion relations for the
center-of-mass momentum.32 Thus, we refrain from firm
interpretation and first-principle modeling of the secondary
exciton dynamics, displayed in Figure 5 on a 100 ps time scale.
Intervalley Dynamics. Below, we present the FWM results

obtained upon polarization-resolved driving, employed to
investigate exciton scattering between counter-polarized valleys,
and thus testing the robustness of the pseudospin degree of
freedom. The reciprocal space of TMD monolayers displays
nonequivalent bands with the extrema at K-points,33−35 labeled
as K+ and K−. The dipole-allowed transitions in these two
valleys can be selectively addressed by circularly polarized light,

σ+ and σ−, respectively. The light helicity is therefore
considered as an asset to drive, manipulate, and read the
state of the valley subspaces. The valley polarization,34 although
protected by the strong spin−orbit splitting in the valence
band, decays mainly due to the to electron−hole exchange
interaction.36,37 Since the stability of this degree of freedom is
required in prospective applications of TMDs, intense efforts
are currently devoted to study its dynamics and to reveal the
mechanisms that govern it,38 in particular in a presence of spin-
forbidden transitions.12,39,40,42−44

To infer the exciton intervalley dynamics, we implemented
polarization-resolved excitation of the FWM signal. Specifically,

3 and r are set as cocircular. Instead, the circular polarization
of 1,2 is opposite, such that FWM probes the conversion of

the exciton population between K+ and K− valleys,35 as
depicted in Figure 5. Instead, to probe the exciton dynamics in
the same valley, we set the cocircular polarization of 1,2 and

3. The measurement is presented in Figure 5 (bottom). As in
Figure 3 c, we observe an initial fast decay of the radiatively
recombining excitons within the first picoseconds and
subsequent recombination of the secondary excitons. The
early dynamics for both polarization configuration is not the
same during initial several picoseconds of τ23. Instead, for
longer delays, τ23 > 10 ps, the measured FWM (generated by
the secondary excitons) is the same for both driving
configurations.
We calculate the FWM circular polarization degree, which we

define as ρ τ = ×
τ σ τ σ

τ σ τ σ

+ − −

+ + −
( ) 100%

R R

R R23
( , ) ( , )

( , ) ( , )

23 23

23 23

, where R

Figure 5. Intervalley population dynamics in the MoSe2 monolayers
investigated with the polarization-resolved driving of the FWM.
Bottom: FWM amplitude versus τ23 of the EX transition obtained at T
= 6 K upon co- (green trace) and cross-circular (blue trace) setting of
( , )1,2 3 . The modeling, as in Figure 3c, is displayed as red lines.

Equivalent dynamics have been measured (not shown) for a counter-
polarized driving (σ+ → σ−). Inset: Rationale of the intervalley
dynamics probed with FWM using polarization-resolved driving: 3

induces the FWM signal in a given valley, which originates from the
population generated in the counter- or copolarized valley, by setting
counter- or cocircular 1,2, respectively. Top: τ23 delay dependence of

the measured circular polarization degree, ρ(τ23). We measure ρ(τ23)
of several tens of percent for initial delays τ23, followed by a total
depolarization of the FWM, generated by the secondary exciton
population (see the main text).
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denotes the spectral FWM amplitude. The resulting ρ(τ23) is
plotted at the top of Figure 5. We thus do observe a significant
pseudospin polarization around zero delay, ρ(τ23) ≃ 0) ≃ 30%,
which however vanishes extremely rapidly, within around 5 ps,
such that ρ(τ23) = 0 for τ23 > 10 ps. We therefore show that
under resonant excitation it is possible to generate valley-
polarized excitons in MoSe2 monolayers, but confirm their
rapid depolarization. This result brings new input toward a firm
understanding of an intriguingly weak efficiency of optical
pumping in MoSe2 monolayers, as opposed to other S-
TMDs.45 The circular polarization degree, relevant for
valleytronics applications, could be stabilized by using magnetic
fields38 or by fabricating more involved heterostructures46,47

based on S-TMDs.
When analyzing Figure 5 it is worth noting a large fraction of

the FWM response within initial several picoseconds for both
polarization configurations, as compared to the subsequent
dynamics. This shows that the exciton density is mainly
removed radiatively within the subps radiative lifetime T1, as
discussed before.
Conclusions. By performing FWM spectroscopy, we have

demonstrated a giant, optical, coherent, nonlinear response of
exciton transitions in MoSe2 monolayers. We find an increase in
the FWM amplitude by 2 orders of magnitude, as compared to
a high-quality CdTe semiconductor quantum well (not shown),
emitting at the similar wavelength and excitation power. Taking
advantage of the microscopy approach, we have performed the
hyperspectral imaging, which allowed us to accurately
determine the areas yielding FWM responses of either neutral
or charged excitons, or both. Electrical gating of such structures
could enable spectral control of coherent responses from
TMDs, providing insights into the mutual influence of TR and
EX onto their dynamics. Using two-beam FWM micro-
spectroscopy, we have measured the excitons’ coherence
evolution, accessing dephasing times T2, which turn out to be
intrinsically limited by the radiative lifetime. The inhomoge-
neous broadening on a subμm range is reduced by an order of
magnitude with respect to the size of the flake, although still
gives rise to the photon echo. We have also shown that T2

spatially varies across the flake, as the T1 is governed by the
local disorder, determining the exciton localization. Micro-
scopic measurement of the FWM response is therefore required
to accurately assess these parameters. Prospective experiments,
exploiting two-dimensional FWM spectroscopy, will ascertain
coupling mechanisms between exotic valley−exciton species
offered by S-TMDs. Our approach could be used to retrieve
coherent responses of the localized exciton states in S-TMDs,48

which are expected to exhibit ultralong dephasing.49 Finally, by
exploiting polarization-resolved, three-beam FWM we assessed
the exciton population dynamics, revealing the interplay
between the subps radiative decay T1 and the intravalley
relaxation Tintra of the excitons scattered toward the dark states,
revisiting the light−matter coupling in two-dimensional
systems.5

■ AUTHOR INFORMATION

Corresponding Author

*E-mail: jacek.kasprzak@neel.cnrs.fr.

Notes

The authors declare no competing financial interest.

■ ACKNOWLEDGMENTS

We acknowledge the support by the ERC Starting Grant
PICSEN contract no. 306387 and the ERC Advanced Grant
MOMB contract no. 320590. We thank G. Nogues and M.
Richard for helpful remarks on the manuscript. We also
acknowledge the support from Nanofab facility of the Institute
Neél, CNRS UGA.

■ REFERENCES

(1) Novoselov, K. S.; Geim, A. K.; Morozov, S. V.; Jiang, D.; Zhang,
Y.; Dubonos, S. V.; Grigorieva, I. V.; Firsov, A. A. Science 2004, 306,
666−669.
(2) Fiori, G.; Bonaccorso, F.; Iannaccone, G.; Palacios, T.; Neumaier,
D.; Seabaugh, A.; Banerjee, S. K.; Colombo, L. Nat. Nanotechnol. 2014,
9, 768−779.
(3) Koppens, F. H. L.; Mueller, T.; Avouris, P.; Ferrari, A. C.; Vitiello,
M. S.; Polini, M. Nat. Nanotechnol. 2014, 9, 780−793.
(4) Mak, K. F.; Lee, C.; Hone, J.; Shan, J.; Heinz, T. F. Phys. Rev. Lett.
2010, 105, 136805.
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