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ABSTRACT: While it has long been accepted that the role of
momentum dark excitons in the photoresponse of transition metal
dichalcogenides (TMDs) is critical, their weak optical signature
inhibits their study through conventional means. Here we expose the
room-temperature contributions of both bright and dark excitons to
the behavior of a TMD, WSe,, from monolayer to multilayer to bulk.
To do so, we present dual action spectroscopy, a photocurrent- and
luminescence-detected Fourier-transform excitation spectroscopy
scheme, to microscopically map the energy landscape of WSe,.
While bright excitons naturally dominate the luminescence response
of the material, dark excitons dominate the current response.
Notably, the dark KK’ exciton is more accessible than the ground
state KA, while current maps reveal a disparity in the diffusivity of
the two states. This work provides the basis for a new, current-detected approach to study the dynamics of dark exciton states across
different materials.
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he physics of bound electron—hole pairs, or excitons, and

their role in energy transfer carries importance across
several disciplines of science.' > Their influence on material
properties is particularly pronounced in transition metal
dichalcogenides (TMDs), a class of two-dimensional materi-
als." TMDs owe their remarkable electronic properties to
stable excitons which exhibit binding energies in the region of
0.5 eV.>~” The planar nature of these excitons, that are largely
confined to individual TMD layers,*”'" makes them not only
ideal candidates for novel optoelectronic devices but also
useful platforms for the study of exciton behavior."'~"* Once
an exciton is created, what it does with its energy determines
the photoresponse of the material. Short lifetimes'* followed
by radiative recombination of excitons is prevalent in
monolayer (ML) TMDs.”"> In the multilayer material,
specifically for WSe, which we study here, this photo-
luminescence (PL) is diminished.'®™"*

The loss of luminescence efficiency raises the question: what
happens to the excitons that go “dark”? The decrease in
radiative recombination points to the material’s multivalley
band structure that induces myriad allowed and forbidden
exciton states.”'” Such states unlock a new regime of exciton
physics in TMDs, where lifetimes move from the pico- to the
nanosecond”””" and diffusion lengths move from the nano- to
the micrometer.”> Indeed, great effort has gone into under-
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standing these forbidden, or dark, excitons as the significance
of their role in the photoresponse of TMDs has become
increasingly clear. These efforts include cryogenically emptying
the population of higher energy bright states to observe dark
exciton PL,'"72° application of in-""° and out of-plane31
fields to induce spin state mixing, and nanopatterning of the
TMD substrate to induce strain in the material, encouraging
recombination of the dark exciton.””*’ Understanding dark
states can inform the realization of valleytronic and spintronic
devices with these materials.”"*®

Here we present dual action spectroscopy, experimentally
separating the contributions of dark and bright excitons to the
photoresponse of WSe, at room temperature. We diagnose the
valley of origin of each dark exciton and infer their role in the
transport of energy through the material. This is achieved by
simultaneously measuring the PL and photocurrent (PC)
response of a WSe, flake of multiple thicknesses, from the
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Figure 1. Monolayer to bulk WSe,, bright to dark excitons. Band structure and corresponding Brillouin zones of monolayer (solid lines) and bulk
(dashed lines) WSe, using data compiled from refs 9, 10, and 36. The spin states of each band are represented in red and blue, indicating whether a
transition between states is spin allowed or forbidden. Notable exciton states are outlined with ellipses. The only allowed transition is bright KK
shown in orange, which accounts for the observable fluorescence response of the material. All other excitons shown here are forbidden. The ground
state of monolayer WSe, is the spin-forbidden K1K| exciton (red hollow ellipses). Moving to the bulk, conduction band relaxation at the A
symmetry point means the momentum-forbidden (purple hollow ellipses) KA exciton becomes the ground state, while throughout all layers the
KK’ (purple hollow ellipses) maintains its energy shift relative to the VBM, due to offsetting effects of spin relaxation across inverse points in the k-

space.

monolayer to bulk, to retrieve the spatially resolved excitation
spectrum of the TMD through both observation channels. The
combination of the two detection mechanisms enables the
separation of bright and dark excitons due to their respective
dominance in the PL and PC response. Naturally, radiative
recombination in the material is representative of the bright
exciton response, which is shown in the PL excitation
spectrum. Conversely, the more stable, but less abundant,
dark excitons are more likely to contribute to the PC generated
in the material, that requires exciton diffusion over micro-
meters. This natural filtering of the bright exciton contribution
enables the observation of these dark states that, due to their
low yield (<1 X 107°), evade detection in typical experimental
approaches such as conventional absorption and differential
reflectance. Probing the excitation spectrum in both domains
also offers insight into the states that are directly accessible
with optical stimulation instead of those to which the system
relaxes as in conventional PL spectroscopy. We hope that the
insight we provide can be of use to the community in the
design of devices using these materials going forward.

Although many of the plethora of charge and energy carrying
states available in WSe, at cryogenic temperatures are
destroyed by phonons at room temperature, the multivalley
form of the TMD’s conductance band means that many tightly
bound exciton states can still exist. Spin—orbit coupling, as well
as weak intralayer dielectric screening, lead to a complex band
structure. A heavily simplified version of the diagram, showing
the excitonic states that will be relevant for this study, is
compiled from the theoretical calculations of refs 9, 10, and 36
in Figure 1.

Across both conductance and valence bands, spin—orbit
coupling induces splitting between the two electronic spin
states throughout the first Brillouin zone.”” In the valence
band, the splitting is so pronounced (100s of meV'’) that for
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the band edge transitions that we are able to resolve here, we
only need to consider one spin configuration. For the sake of
Figure 1, we show this configuration as spin . There are a
number of transitions available to an electron sitting at the
valence band maximum (VBM) of the monolayer, located at
the 7K high symmetry point. Of these transitions, only one
near the band edge is allowed. This is the bright exciton,”
shown in orange in Figure 1. It is responsible for the large PL
response of monolayer WSe,. The other three transitions
shown all represent dark excitons. The first, shown as a hollow
red ellipse, is the spin forbidden transition to the ground state
of the K point. The final two, shown as purple ellipses, are the
momentum-forbidden transitions of the electron across the k-
space, with valleys lying at the A and K’ points.

Adding extra layers to the material changes the band
structure. Although excitons remain largely confined to a single
layer, overlap of the out-of-plane orbital components with
neighboring layers relaxes the energy of the conductance band
edge across the Brillouin zone.'” The introduction of new
magnetic fields from surrounding layers specifically relaxes the
higher energy spin states at the K and K’ points, bringing the
two spins close to degeneracy. This shift is indicated by dotted
lines in Figure 1. The largest relaxation occurs at the A
symmetry point, which incurs a red shift of ~200 meV relative
to the VBM from its monolayer value. This makes the dark KA
transition the ground state exciton for bulk WSe,. The shift
represents the origin of the PL suppression in multilayer
TMDs, as electrons excited into the conductance band from
the VBM are far more likely to relax into the energetically
lower valleys away from the K point, where the corresponding
hole remains.

Although defining the shift in the ground state exciton is a
useful way of defining the behavior of the semiconductor, all of
the valleys across the conduction band can provide a stable
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Figure 2. Separating bright and dark excitons through dual action spectroscopy mapping. A staircase flake, with multiple steps of increasing
thickness from monolayer to bulk (bright field image in (b)), was mounted across two gold electrodes (a) on a sapphire substrate and encapsulated
in hBN. It was ensured that a part of each thickness region made contact with both electrodes; monolayer contact is confirmed with fluorescence
imaging in (c). The area of the sample that was mapped in this work is marked by dashed lines in (a), (b), and (c). A simplified experimental
approach is shown in (d). Using a broad-band laser, the flake is illuminated with a 750 nm spot. The photoresponse is then measured by capturing
both the fluorescence and photocurrent generated by the laser as the frequency components of the pulse are modulated. The excitation spectra are
recovered through Fourier transform, and the process is repeated for each 1 X 1 ym portion of the flake to provide spatial resolution. The
amplitude of the spectrum measured at each point is mapped in fluorescence (g) and photocurrent (h). The area of the flake that bridges the
electrodes is cropped from (b). and thickness steps are labeled in (e). The same area of the sample is shown through bright-field microscopy in (f).

basis for exciton formation and propagation. Here, we untangle
the roles of the bright KK exciton, dark KK’ exciton, and dark
KA exciton toward the photoresponse of WSe, at room
temperature. To do so, we use microscopic broad-band Fourier
transform excitation spectroscopy to spatially resolve the
excitation spectrum of the material through two detection
pathways.

A simplified schematic of the experimental approach is
shown in Figure 2d. A WSe, staircase flake (a flake starting at
monolayer thickness and increasing in steps up to bulk values)
was mounted on a sapphire substrate across two gold
electrodes (Figure 2a) and encapsulated with hBN. To obtain
spectra, the frequency of a broad-band pulse was modulated in
the Fourier domain. The PC response to illumination was
monitored with a lockin amplifier where excitons are only
detected once they reach the contact between the device and
the active electrode, i.e,, the electrode that supports conditions
for charge tunneling and separation (more information in
Supporting Information Figure 3). This means PC is only
detected for excitons that diffuse from the point of illumination
to the active electrode. PL was measured with a photon
counting camera in transmission using a long-pass filter to
block the illumination beam. The illumination was focused to a
750 nm spot and scanned across the flake with galvo mirrors so
the spectrum of the WSe, could be resolved with microscopic
spatial resolution. Maps, like the ones shown in Figure 2gh,
were then constructed for both detection mechanisms. Each
pixel of these maps has a corresponding excitation spectrum for
that specific part of the flake, indicated in Figure 2e,f. For those
interested in reproducing the results here or using the
experimental technique, a detailed explanation of the
procedure is given in the Supporting Information. For all of
the spectra presented here, true data points are shown, as well
as a curve retrieved through zero padding and frequency
filtering in the Fourier domain. Full descriptions of the data
handling and the spectral acquisition process are also available
in the Supporting Information.
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The layer number of each step in the staircase is determined
through absorption. The enhanced fluorescence in the thinnest
section of the sample (Figure 2g) means we can confidently
assign this section as a monolayer and use this absorption as a
reference for the other layers. The absorption coeflicients,
plotted in Figure 3a, reveal the steps as 3, 6, and 12 layers (L)
thick.

Spectra recovered in PL and PC show a clear distinction
between exciton states more likely to recombine and states
more likely to produce photocurrent in WSe,. Figure 3b,c
demonstrates this difference in the spectral ranges of 1.6—2.1
eV (780—590 nm), specifically at the band edge between
1.6—1.7 eV, that contains the transition energies between the
VBM and the three conduction band valleys for the monolayer.
In PL, a 40 meV red shift is visible with increasing thickness,
shown in the inset of Figure 3c. The shift is indicative of
relaxation of the bright state as splitting between spin states
decreases at the K points. The red shift in PL is accompanied
by a decrease in amplitude through 3L, 6L, and 12L. This is
consistent with the quenching that occurs at multilayer
thicknesses as electrons are funnelled toward the lower energy
regions of the k-space, away from the allowed transition.

One such forbidden state dominates the exciton response in
PC. Shown in Figure 3b, the KK’ exciton peak (marked with a
dashed line) remains fixed and red-shifted by ~30 meV from
the bright state in the monolayer throughout all thicknesses.
Although all K points experience a shift in energy from
introducing layers, the counteraction of spin—orbit coupling of
electrons in the K’ minima and holes in the K maxima cancels
out any overall change in the KK’ resonance. Access to the
momentum forbidden states in excitation is enabled through
coupling to phonon modes at room temperature. The same
access cannot be gained to the spin-forbidden exciton, as the
likelihood of simultaneous photon absorption and spin flip is
vanishingly small. We can conclude from these initial spectra
that the photocurrent response of WSe, is dominated by
momentum dark excitons. The forbidden transition required
for recombination ensures longer lifetimes and a significantly
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Figure 3. Absorption by step (a) and PC (b) and PL (c) excitation
spectra for all 4 regions of the WSe, flake. In PL, the expected shift in
both the spectral position and intensity of the bright exciton is
observed (shown in the inset), as interlayer orbital overlap induces a
red shift of the direct transition along with a switch in the ground
state of the conduction band. In PC, we observe that the main exciton
peak (marked with purple dashed line) directly corresponds to the
literature value for the red shift of the dark KK’ exciton.” No shift is
observed in this exciton with layer thickness, while the amplitude of
the peak saturates at this laser power (~20 yW) above the bilayer
thickness.

greater chance to diffuse across the device. Lifetime may not be
the only factor, as previous studies have established that the
orbital character of each valley can vary dramatically, where in-
plane orbitals (d,, d,;_;), that are expressed more in the
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momentum-dark valleys,'” can contribute more effectively to
transport. Naturally an increase in transport increases the
likelihood of detection through PC, as the further an exciton
diffuses, the higher the chance it has of reaching the potential
barrier at the active electrode.

At this laser fluence (~1000 ] cm™2) saturation occurs in
the state from 6 to 12 layers. An increase in signal is expected
with added layers simply due to the increase in absorption, as
observed in the blue part of each spectra, whereas the KK’
transition approaches full saturation faster. We assign this
effect to the enhanced dispersion efficiency that higher-energy
excitations can access as they vibrationally relax to a
conduction band minimum. Faster dispersion out of the
interaction area would lead to a slower approach to saturation
conditions. As alluded to in Figure 1, the CBM of multilayer
WSe, lies at the A symmetry point, 200 meV below the KK’
resonance. In order to inspect the bulk ground state dark
exciton KA, we shifted the spectral excitation window to 1.4—
1.7 eV (885—729 nm). Moving into this spectral window
means that PL is no longer measurable, as the signal at
wavelengths longer than 885 nm is below a detectable level at
room temperature. The fluence was decreased to ~50 uJ cm™
in these measurements to avoid saturation of the KK’ state
seen in Figure 3b. The fluence used in the PC-PL
measurements was necessary to achieve the required signal-
to-noise ratio in PL.

The excitation spectrum from 1.4 to 1.7 eV for each step of
the flake is shown in Figure 4a. All multilayer steps show
excitation peaks representing two momentum-forbidden states,
the KA exciton at ~1.46 €V and the KK’ exciton at 1.64 V.
The absence of the KA resonance in the monolayer spectrum
is due to the dark states’ degeneracy in 1L, in agreement with
previous study.® The small redshift of 10 meV observed in the
position of the ground state from 3L to 6L reflects further
interlayer orbital overlap at multilayer thicknesses, where these
effects become less pronounced as the band structure moves
closer to that of the bulk material. There is significantly more
off-resonance excitation in classical absorption spectra (Figure
4c) than in action spectra, obscuring the shape of the exciton
peaks. The positions of all three excitons recorded across the
excitation spectra are marked on the plot. The competition
between the KK and KK’ valleys is, for the most part, obscured
by their near degeneracy at multilayer thicknesses. In the
monolayer, two transitions are visible, while absorption in 3L,
6L, and 12L thicknesses falls off below 1.46 eV, inferring KA is
the ground state exciton.

Notably, the inequality of amplitudes between the KA and
KK’ peaks across both spectral detection mechanisms indicates
a greater probability of absorption into the K’ valley than the
A. The curvature and width of each valley of interest will
define the range of phonon momenta and photon energy with
which an electron lying at the K point of the valence band can
interact to access the conduction band valleys. The stability of
each of these excitons can be gauged by the spatial dependence
of their signal, relative to the active electrode. The amplitude of
the overall PC signal is highly dependent on which electrode is
used as active, an effect that is visible in Figure 4b. Leveraging
this property, the spatial dependence of the spectra at each
thickness is investigated in Figure S.

The distance dependence of the PC excitation spectrum
across the different thickness (Figure Sa,d) steps demonstrates
the inequality in the stability between the two exciton states.
The amplitude of the two exciton peaks with respect to

https://doi.org/10.1021/acs.nanolett.4c06349
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Figure 4. Momentum dark excitons of WSe,. Appearance of the ground state dark exciton, KA, near 1.46 eV above monolayer thicknesses is shown
in the PC signal of each region of the staircase, shown in (a). Absence of the peak in the monolayer region of the flake confirms the single WSe,
layer, while we see a smaller red shift of the KA peak with thickness (shown inset) than that seen in PL.'® The spectra in (a) are produced by
averaging the signal from each region of the flake as shown in the top PC map in (b). Evidence of the position dependence of the signal is shown by
flipping the location of the active electrode. Absorption measurements for each sample region (c) show that off-resonance absorption into exciton
states is heavily filtered in the action spectra, while the peak of absorption follows the resonance of the bright exciton for each step.
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Figure 5. Diffusion of dark KA and KK’ excitons. Mapping the sample spectrally (a,d) allows analysis of not only the spectra at different sample
thicknesses but also the way the peaks change as excitons need to travel further to undergo charge separation. By isolating a cross section in the 12
layer part of the flake (marked with a dashed line in (b)) and stacking the plots (a), the spectral transformation is clear when moving the point of
illumination away from the active electrode. Overall the amplitude of both states increases toward the electrode. The normalized slope of this
increase is shown for each exciton in (c) for 12 L and (e) for all others. The KA exciton is lower in amplitude across all spectra than the KK’, but
its spatial decay is lower, implying greater stability and more effective diffusion. Moving to fewer layers, the stability of both excitons across the
device increases, with almost no change in amplitude in KA in 3L and KK’ in the monolayer, respectively.
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electrode distance is normalized and plotted in Figure Sc for
12L and Figure Se for all other thicknesses. Although the
ground state has a smaller overall contribution to the PC
signal, it is more stable than the KK’ exciton in space.
Extrapolating from the lines drawn in Figure Sc, we can
estimate that the photocurrent signal could be drawn from
each exciton peak over distances of 10 and 20 ym for KK’ and
KA, respectively. Although enhanced exciton—exciton annihi-
lation in the more densely populated valley may contribute to
the inequality, both the linear nature of the signal degradation
and increase in stability of both states at fewer layers imply
annihilation is not dominant in the decay. The KA amplitude
is almost unchanged over the device at a 3L thickness. The
apparent stability but small amplitude of the KA exciton points
toward the inaccessibility of the electronic transition needed
for both recombination and excitation. Theoretical work on
monolayer WSe, predicts different diffusion constants for
different effective valley masses,”” which could also point to the
behavior that we see here. This study predicted intervalley
coupling in the monolayer at room temperature, leading to an
averaging of the diffusion constant, given the near degeneracy
of the three valleys in the single-layer structure of the material.
Probing deeper into the bulk, we observe that the energetic
barriers introduced in the multilayer band structure inhibit the
same degree of intervalley coupling, which presents an
opportunity to use such a difference in diffusivity. This
property opens the door for many promising applications in
novel electronics, leveraging the valley polarization available in
these materials, over lengths far beyond what’s needed in
modern devices. Room-temperature measurements of valley
bias in TMDs bring the potential of utilizing valleytronics in
working devices away from the confines of cryogenic
conditions. Moving to an environment rich in thermal energy,
we have shown that while the myriad of states available in the
low temperature regime disappears, the momentum forbidden
dark excitons not only remain stable at room temperature but
dominate the photoelectric response of the material over many
micrometers.

We have presented a novel technique for the detection and
diagnosis of energy transfer in photoactive materials. We
demonstrate that in the presence of both bright and dark
excitons, the photocurrent response of WSe, is dominated by
the dark KK’ state, which acts as the main state for the
propagation of energy more generally. We also observed that
although the ground state exciton, KA, contributes less to the
exciton population, its inaccessibility in transition leads to
stability, which manifests into diffusion over tens of micro-
meters. The relative simplicity of the experimental approach
paves the way for further studies of energy transfer in
photoactive materials, which brings the reality of valleytronics
applications a step closer.
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