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ABSTRACT: Carrier dynamics in polycrystalline Bi2Se3 topo-
logical insulator thin films were investigated by femtosecond
transient absorption spectroscopy (FTAS) at 77 K, by using an
infrared pump photon of 0.62 eV energy and a white super-
continuum probe ranging from the near infrared to ultraviolet
regions (0.9−3.5 eV). The Bi2Se3 samples were grown by vapor
solid deposition, a quick, inexpensive, and easy-to-control growth
technique to obtain films of different thicknesses, endowed with
topological properties. FTAS spectra present several absorption bleaching signals, which can be attributed to electronic transitions
involving both bulk and surface states present in the complex Bi2Se3 band structure. We observe clear differences in the rise times of
several bleaching signals, differences that can be attributed to different band filling dynamics. Fast rise times are observed for
transitions only involving bulk states, while a delayed onset of the bleaching signal has been observed for transitions involving surface
topological states, which are more efficiently populated by carrier−phonon scattering of bulk electrons and holes, rather than by
direct photoexcitation. The observed features shed fresh insights into the properties that allow these materials to be employed as
innovative, low-cost, and wide-range photodetectors.
KEYWORDS: Bi2Se3, topological insulators, carrier dynamics, transient absorption spectroscopy

■ INTRODUCTION
Topological insulators (TIs) have emerged as a new state of
matter where the two-dimensional (2D) surface1 electrons are
characterized by Dirac dispersion and spin-momentum lock-
ing.2 The spin-momentum locking and the presence of a bulk
bandgap offer new opportunities in fields such as spintronics,
superconducting quantum computing,3 and optoelectronics.4

From this perspective, Bi2Se3, with its high surface mobility
5 μ

= 103−104 cm2 V−1 s−1 and relatively large bulk energy
bandgap EG = 0.32 eV,

6 is the most promising among the TIs
to explore broadband photodetection ranging from ultraviolet
(UV) to infrared (IR)7 and THz.8

The crystal structure of Bi2Se3 is rhombohedral with a unit
cell containing three blocks piled up along the [001] direction,
each formed by five atomic layers in the sequence Se−Bi−Se−
Bi−Se.9 The layers inside each block are strongly ionically
bonded, while the different blocks (called a quintuple layer,
QL) are weakly held together by van der Waals forces. This
property allows Bi2Se3 thin films to be grown on almost any
kind of substrate, independently of the lattice mismatch.10,11

The possibility of obtaining a wideband optical absorber with a
metallic surface, together with the ease of integration with
other semiconducting materials, motivates the recent use of
Bi2Se3 as a component for optoelectronic nanodevices. A new
fabrication method based on vapor solid deposition (VSD) on
n-doped silicon or glass substrates provides stoichiometric

Bi2Se3 ultrathin films
12 that grow well-oriented along the [001]

crystallographic direction, even on glass. This feature makes
them similar to the samples cleaved from bulk materials in
ultrahigh vacuum (UHV). In particular, samples grown on n-
doped silicon substrates show a bulk insulating nature (i.e., the
Fermi level (EF) lies within the bandgap). In contrast, a
frequent limitation of other techniques, such as molecular
beam epitaxy (MBE),11 pulsed laser deposition,13 chemical
vapor deposition,14 or different methods of VSD,15 is that they
produce n-type Bi2Se3 films due to Se vacancies. In this case,
the EF lies within the conduction band, giving rise to a
conducting bulk that obscures the topological properties of the
film.12

In general, for Bi2Se3 films above ∼6 QL (about 6 nm), the
material takes the form of a gapless 3D TI phase, i.e., with the
presence of a Dirac cone within the bulk bandgap and a second
Dirac cone at higher energy. The band structure of the gapless
3D TI phase of Bi2Se3

16−21 is qualitatively and partially
sketched in Figure 1a. It is important to highlight the presence

Received: June 13, 2023
Accepted: July 9, 2023

Articlepubs.acs.org/acsaelm

© XXXX The Authors. Published by
American Chemical Society

A
https://doi.org/10.1021/acsaelm.3c00787

ACS Appl. Electron. Mater. XXXX, XXX, XXX−XXX

D
ow

nl
oa

de
d 

vi
a 

14
1.

10
8.

25
3.

14
6 

on
 J

ul
y 

21
, 2

02
3 

at
 1

5:
47

:2
5 

(U
T

C
).

Se
e 

ht
tp

s:
//p

ub
s.

ac
s.

or
g/

sh
ar

in
gg

ui
de

lin
es

 f
or

 o
pt

io
ns

 o
n 

ho
w

 to
 le

gi
tim

at
el

y 
sh

ar
e 

pu
bl

is
he

d 
ar

tic
le

s.

https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Valerio+Campanari"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Daniele+Catone"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Patrick+O%E2%80%99Keeffe"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Alessandra+Paladini"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Stefano+Turchini"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Faustino+Martelli"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Faustino+Martelli"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Matteo+Salvato"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Nouha+Loudhaief"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Elena+Campagna"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Paola+Castrucci"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/showCitFormats?doi=10.1021/acsaelm.3c00787&ref=pdf
https://pubs.acs.org/doi/10.1021/acsaelm.3c00787?ref=pdf
https://pubs.acs.org/doi/10.1021/acsaelm.3c00787?goto=articleMetrics&ref=pdf
https://pubs.acs.org/doi/10.1021/acsaelm.3c00787?goto=recommendations&?ref=pdf
https://pubs.acs.org/doi/10.1021/acsaelm.3c00787?goto=supporting-info&ref=pdf
https://pubs.acs.org/doi/10.1021/acsaelm.3c00787?fig=abs1&ref=pdf
pubs.acs.org/acsaelm?ref=pdf
https://pubs.acs.org?ref=pdf
https://pubs.acs.org?ref=pdf
https://doi.org/10.1021/acsaelm.3c00787?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://pubs.acs.org/acsaelm?ref=pdf
https://pubs.acs.org/acsaelm?ref=pdf
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/
https://acsopenscience.org/open-access/licensing-options/


of a first group of bands around the EF: the bulk valence band
(BVB), the bulk conduction band (BCB), separated by a ∼ 0.3
eV bandgap, and the first Dirac cone (SS1). Moreover, a
second group of bulk bands with a second Dirac cone (SS2) is
placed ∼1.7 eV above SS1.
The material response to optical excitation and the

subsequent carrier dynamics are of primary importance for
device applications of Bi2Se3 thin films. Ultrafast spectroscopy
gives important information on the carrier dynamics, and
femtosecond transient absorption spectroscopy (FTAS) has
been successfully employed on Bi2Se3, mainly in the form of
epitaxial films grown by MBE.22−27

The aim of the present work is to use FTAS to characterize
an ∼8 nm Bi2Se3 polycrystalline film grown on a glass
substrate, to unravel the electronic properties and to show how
ultrafast techniques give useful information on the possible
employment and optimization of these films in efficient
devices. Our measurements were performed at 77 K on films
grown by a recently developed VSD method,12 with a low-
energy pump, Ep of ∼0.62 eV (2000 nm), and a very broad
UV−vis−IR probe (from 3.5 down to 0.9 eV). The results
allow us to reveal the presence of surface topological states and
the mechanisms that underlie the carrier scattering between
bulk and topological states and to demonstrate the insulating
nature of the bulk material, thus showing how the new growth
method provides a device suitable material even on an
amorphous substrate like glass. Further measurements taken
with a different pump energy (1.5 eV, 830 nm) and on samples
of different thicknesses (t = 3 nm) confirm the picture
obtained for an Ep of ∼0.62 eV and t = 8 nm, the parameters
that we will mainly describe in the text. Our measurements are
compared, when possible, to the previous measurements made

on Bi2Se3 grown by MBE and give a more robust picture of the
carrier dynamics in gapless 3D TI Bi2Se3.

■ EXPERIMENTAL SECTION
FTAS Experimental Setup. The pump−probe experiments were

performed using a laser system consisting of a 1 kHz, 4 mJ, 35 fs
chirped pulse amplifier seeded by a Ti:Sa oscillator, and the pump
pulse was generated by an optical parametric amplifier (OPA). The
experimental results reported in this work were obtained with pump
wavelengths of 2000 and 830 nm. The probe for the visible region
(350−750 nm) was generated by focusing a small quantity of 800 nm
light into a rotating CaF2 crystal and then collimating the white light
supercontinuum thus generated. The probe for the IR region above
900 nm (900−1400 nm) was generated in a similar manner by
focusing a small quantity of 800 nm light (1−3 μJ) into a YAG crystal.
On the other hand, the probe for the IR region between 750 and 900
nm was generated with the same method but starting from a 1300 nm
laser pulse, obtained from an in-house developed OPA. The optical
layout of the commercial transient absorption spectrometer (Femto-
Frame II, IB Photonics) consisted of a split beam configuration for the
UV and visible regions in which 50% of the white light passed through
the sample while the remainder was used as a reference to account for
pulse-to-pulse fluctuations in white light generation. For the IR probe
region, a single detector was used with all probe light passing through
the sample. The pump pulse was focused (circular spot diameter =
200 μm) onto the sample with a power density of 1.1 mJ/cm2. The
probe spot was much smaller (approximately 150 μm), and its pulse
was delayed with respect to the pump by varying the length of its
optical path.28,29

Sample Preparation. Bi2Se3 thin films were obtained by a two-
step vapor solid deposition (VSD) method12 using a Carbolite TF1-
1600 furnace. In the first step, the Bi2Se3 powder (Sigma Aldrich,
granular, ≥99.995% trace metal basis) was evaporated at the
temperature of 580 °C in a quartz tube under Ar at a pressure of 5
mbar for 1 h. During cooling, the material was deposited on the inner
walls of the quartz tube under an Ar flow rate of 50 sccm. This caused
a partial loss of Se, which is more volatile than Bi, and it was pumped
by the pumping system. At the end of the first step, the quartz tube
was opened, and it was loaded with the substrates and a given
quantity of Se, enough to make up for the loss suffered during the first
step. During the second step, the Se and the species attached to the
tube wall evaporated at the temperature of 600 °C under the pump
streaming toward the substrates that are positioned in the coldest part
of the tube. Bi2Se3 films with different thicknesses were obtained
depending on the position of the substrates along the quartz tube,
and, thanks to the added Se quantity, they showed the correct
stoichiometry. Due to their van der Waals nature, the Bi2Se3 films
grow with the [001] crystallographic direction perpendicular to the
substrate surface.12 The NIR−vis−UV steady-state absorption spectra
of the samples are reported in Figure S1, in the Supporting
Information (SI).

■ RESULTS AND DISCUSSION
Results. Figure 1 shows the FTAS spectra in a 2D false-

color map (Figure 1b) and transient spectra at representative
delay times (Figure 1c). The measurements show a feature-rich
spectrum with multiple, overlapping photoinduced absorption
bleaching (PB) signals, which form a broad feature over the
whole probe range. From this broad signal, some resolvable
PBs (negative minima) emerge at 1.03, 1.13, 1.50, 1.60, 1.80,
2.10, 2.35, 2.66, 2.95, and 3.17 eV. Moreover, some positive
signals are observed, especially below 1.40 eV and above 3.20
eV, but their low intensity makes them more difficult to be
better identified. In Figure S2, we compare results of the
samples with 8 and 3 nm thickness. The transient absorption
spectra of the two samples are reported for the probe delay
time of 1 ps. The similarity of the spectra is evident, the main

Figure 1. (a) Schematic representation of the band structure of Bi2Se3
following that proposed by Sobota et al.:30 bulk valence band (BVB),
bulk conduction band (BCB), first surface Dirac cone (SS1), second
surface Dirac cone (SS2), and some other bulk energy levels are
depicted in the figure. ED is the Dirac point energy. The figure has an
illustrative and qualitative purpose and should not be considered an
accurate and quantitative description of Bi2Se3 band structure. (b,c)
Near-IR to UV femtosecond transient absorption spectra of the Bi2Se3
film. (b) False-color map of the transient spectra with the delay time
axis in the logarithmic scale. (c) Transient spectra taken at different
delay times.
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difference being the signal-to-noise ratio that is worse for the
thinner sample, as expected.
We now proceed to describe the PB signals in detail while,

because of their low intensities, the positive contributions will
be neglected. Therefore, if not otherwise specified, we will use
terms like “rise time”, “decay”, and “peak” to refer to negative
features, always meaning the module and not the sign of the
signals.
The false-color map shows different rise and decay times for

the various PB signals, revealing several overlapped dynamics.
To show these trends, in Figure 2a, we report the temporal
evolution of the PB at selected energies.
An instantaneous (shorter than the IRF (instrument

response function) that is about 50 fs) appearance of a PB is
observed for almost the whole energy range and is prevalent
for energies below 2.30 eV. A superimposed delayed rising
component (τ1, that ends within ∼10 ps) is also observed
above 2.30 eV. The decay of the signals shows a fast
component (τ2, below 10 ps) that is prevalent for energies
below 2.10 eV and disappears above 2.30 eV, while a slower
component, τlong, ≥300 ps, (our maximum time delay) has a
small relative weight below 2.10 eV and is dominant above.
The signals between 2.10 and 2.66 eV present a very mixed
condition, in which fast and slow components have similar
weights.
These features can be summarized and modeled with the

overlapping of two carrier dynamics: the first one, with (slow)
rise time τ1 and (slow) decay time τlong, is attributed to the
presence of a broad spectral component, while the second one,
characterized by instantaneous rise (within our IRF) and fast
decay τ2, is instead attributed to superimposed sharp peaks.
This picture is supported by the transient map (Figure 1b) that
is less structured where the slow rise dominates. It is important

to notice that these two dynamics are not well-separated in
energy but overlap with the weights that depend on the energy.
For this reason, we phenomenologically model the overall

dynamics using the function u (see eq 1), which is the
weighted sum of two functions, (fully described in the SI)
representing the two dynamics. The first function ( f) contains
the instantaneous rise and the fast exponential decay (τ2),
observed for the sharp peaks, and prevails below 2.30 eV. The
second function (g) describes the broad spectral component
that shows finite exponential rise (τ1) and slow exponential
decay (τlong) and prevails above 2.30 eV. To provide a visual,
clarifying support to the interpretation of the spectra, we report
an animated gif in Figure S3. The physical interpretation of
these two components is discussed later in the text.

u A f A g( , , ) (IRF, ) ( , )f s1 2 long 2 1 long= · + · (1)

To evaluate the characteristic times individually and reduce
the number of parameters, we fit the signal using some
temporal cuts where one of the two dynamics dominates. As a
typical example, the signal at 1.80 eV (shown as a blue line in
Figure 2a) presents a strong instantaneous rise, a fast decay
(τ2), and a weak slow decay. Therefore, we fit this signal to
evaluate τ2 obtaining an estimation of ∼1.8 ps. At 2.95 eV, on
the other hand, the faster dynamics are negligible, so here, we
evaluated the finite rise time (τ1) that gives ∼1.7 ps and the
slow decay τlong that gives ∼700 ps. Another remarkable aspect
of the signal is underlined by the cut at 2.52 eV, corresponding
to the valley between the two peaks at 2.35 and 2.66 eV. In this
case, the rise time dynamics are almost identical to that of the
signal at 2.95 eV and different from the trend of the two
adjacent peaks confirming the presence of two contributions to
the spectra that have different characteristic times. Finally, we

Figure 2. (a) Temporal cuts at three selected energies. The signals at 1.80 (blue line) and at 2.95 eV (red line) were fit to obtain a time constant for
the fast decay (τ2) and the delayed rise (τ1), respectively. (b) Ratio between the weight of the faster dynamics (Af) and the weight of slower
dynamics (As), normalized at the maximum value, see main text, used for the fits in panel (a). (c) Qualitative sketch of the different spectral
components at 0.5, 2, and 100 ps: in blue the sharp and structured peaks with fast dynamics and in brown the slow broad signal. The sketch
neglects the positive signal.
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performed a fit for all the other peaks above 1.50 eV (see the SI
for more details) that presents mixed conditions. We used the
weighted sum of the two functions ( f and g) fixing the three
characteristic times (τ1, τ2, and τlong) as obtained by the fits of
the temporal profiles taken at three different energies and
shown in Figure 2a (see eq 1).
In this fit, we used the two weighting factors (Af and As) for

the two functions of eq 1 as the free parameters. In order to
underline the relative weight of the fast and slow components,
in Figure 2b, we report the normalized ratio between Af and As
as a function of the various probe energies: it sharply decreases
for increasing energy between 1.50 and 2.10 eV. For the sake
of simplicity, in Figure 2c, the two components have been also
sketched with colored areas: the fast peaks in blue and the slow
bump in brown. The spectral components below 1.40 eV and
above 3.10 eV are more difficult to discuss in terms of their
dynamics because of the presence of overlapping positive
signals that complicate the description, probably shortening
their dynamics. We will not discuss the physical origin of the
positive contribution to the spectra. For the physical meaning
of positive signals in the FTAS spectra of semiconducting
materials, we refer the reader to refs 31 and 32.
General Discussion. The overall complexity of transient

absorbance signals of the Bi2Se3 thin film is not surprising: it
has been observed in previous measurements, although only on
crystalline Bi2Se3 films,

22,26 in a narrower energy range, limited
to the visible region, with a significantly more energetic pump
(above 1.4 eV) and at room temperature.23−25,33 We primarily
highlight the similarity of our data, where comparable, with
those obtained on epitaxial films: this is remarkable, given the
polycrystalline nature of our sample, the different growth
method, and the substrate.
In contrast to our measurements, however, at room

temperature, the signal mainly appears as a single, broad, and
unstructured feature centered at ∼2 eV, without spectrally
distinguishable peaks (we report a room temperature measure-
ment for a pump of 2.48 eV in the SI in Figure S4). The lower
energy of our pump and the low temperature allow a more
accurate interpretation of the results, as we will now show.
In the literature, the PB signals are mainly discussed in terms

of Pauli blocking22,26 due to the pump-induced electron
occupation of the multiple higher energy states in the band
structure of Bi2Se3

16,17,19,30 (sketched in Figure 1). However,
the pump fluences used in those works are much larger than
those used here. In those papers, all the PB signals at energies
below that of the pump are attributed to the direct occupation
of the higher energy states involved in the corresponding
transition, while any PB observed at probe energies above the
pump energy was usually explained assuming a two-photon
absorption of the pump. In our case, the pump energy is so
small that three- to five-photon absorption should be invoked
to produce features in the visible range via multiphotonic
absorption, mechanisms that have cross sections that are
orders of magnitude smaller than that of one-photon
absorption. The linearity of the PB intensity observed in
power-dependent measurements, see Figure 3, rules out any
multiphoton absorption. The power dependence of the
bleaching intensity does not change if a higher energy is
used for the pump. The energy of the pump has no relevant
effect on the shape of the spectrum either, see Figure S5 in the
SI. In the absence of any nonlinear excitation, the observed PB
must be explained with the depletion of occupied energy states
in BVB or in SS1, whose electrons are excited to the first BCB,

or to SS1 states at energy higher than EF. In other words, all the
dynamics must be described in terms of carrier relaxation and
recombination only occurring in the first group of bands near
the Bi2Se3 bandgap.
In order to reach a satisfactory model of the carrier

dynamics, we only consider the contribution of the first group
of bands around the bandgap and all the dynamics involving
higher energy states are neglected as no electron is directly
excited into those states by the pump. An important aspect that
must also be considered is the presence of the two spectral
components (see Figure 2c). Some useful information is found
in several time- and angle-resolved photoemission spectrosco-
py (TR-ARPES) studies that investigated specifically the
carrier dynamics occurring in Bi2Se3 and other similar TIs,
around the bands of interest.30,34−40 They show the presence
of fast and delayed rise times and fast and slow relaxations in
the same measurement. Those features are explained by an
interplay of topological surface states, SS1, and bulk valence
and conduction states (BVB and BCB). An important
conclusion that emerges in those works is that, given an
excitation energy that only involves the first group of bands,
the presence of slow, delayed responses (i.e., that last for ∼10
ps) and long relaxation times of hundreds of picoseconds, is
only observed in the presence of a bulk insulator nature of the
TI. Indeed, any measurement performed on bulk conductive
samples only led to dynamics faster than few tens of
picoseconds, with rise times below ∼1 ps. This observation
presents strong analogies with our results and confirms the
presence of topological states in our samples and pins the EF
between the BCB and BVB. This conclusion is also supported
by previous measurements performed on our samples, grown
with the same technique but on silicon, that showed EF to be
positioned in the middle of the bandgap.12

We conclude this first part of the discussion mentioning that
a plasmon due to strongly correlated electrons has been
observed at 1.026 eV using ellipsometry.41 Therefore, it is
possible that the PB observed at 1.03 eV could be given by the
change of the plasmonic absorption of the probe light because
of the perturbation of the electronic population provided by
the pump.
A Model for the Carrier Dynamics. In Figure 4, we

report a scheme depicting a qualitative description of the
observed dynamics.
For t < 0 (i.e., before the pump excitation), the system is in

equilibrium, and we have a bulk insulating TI with the BVB
fully populated and the SS1 partially populated. When the
pump illuminates the sample (t = 0 in the left sketch of Figure
4a), some electrons are excited from states of the BVB and of

Figure 3. Intensity of the absorption bleaching as a function of the
pump power density for two different pump energies, 0.62 (blue) and
1.5 eV (red).
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the SS1 to the BCB and to higher energy states of SS1,
producing the instantaneous rise observed in the PB signals,
and modeled by the IRF in the function f(IRF, τ2) because of
the depopulation of the electronic states below EF. We expect
that BVB-to-BCB transitions could be favored with respect to
those SS1-to-BCB because of the spin locking in the
topological states42,43 and by the spatially indirect character
of that type of transition. This means that the SS1 states are less
depopulated than those of BVB. In the qualitative sketch of
Figure 4a, we neglected any population change in SS1 for visual
simplicity.
Shortly after the excitation (up to 10 ps, see the central

sketch in Figure 4a), a fast cooling of the hot carriers occurs in
a few picoseconds. Contemporarily, the phonon scattering also
enables interband scattering between bulk and surface states,
causing carrier feeding of SS1 from bulk carriers: this can
involve both electrons (from the BCB to the upper Dirac cone
of SS1) and holes (from the BVB to the lower Dirac cone of
SS1). This process is indicated by “black and white” arrows in
Figure 4a. The bulk-to-topological state scattering becomes
important after the pump excitation and leads to a delayed
depopulation of the lower part of the SS1 Dirac cone, less
affected by the optical excitation, producing the slow rise
observed for some PB signals. This is reflected by the
exponential rise with characteristic time τ1 (present in the
function g(τ1, τlong)) and by the contemporary filling of the
bulk states that produces the exponential decay with τ2 in the
function f(IRF, τ2). This feature is more easily observed at high
energies where a minor direct photoexcitation occurs. This
kind of interband scattering was already reported by several
TR-ARPES works in bulk insulating TIs20,36,37,39,44 with similar
characteristic times. Finally, as depicted in the right part of
Figure 4a for t > 10 ps, the slow decay (τlong also modeled in
g(τ1, τlong)) is induced by residual direct and indirect carrier
relaxation. These long-living excitations, in particular the long
lifetime of excited carriers in SS1, were already observed by the
previously cited works. They were explained as being due to
several contributions: carrier feeding from bulk to surface
states by interband scattering, a bottleneck effect at the Dirac
point37,39,45 (induced by the spin locking that prevents direct

recombination through the surface states and by the reduced
phase space of the Dirac point) and, primarily, a carrier
separation induced by band bending near the sample surfaces,
which establishes a Schottky barrier between bulk and surface
states.34,39,46 This carrier separation, in particular, strongly
contributes to extending the carrier recombination time.
It is important to mention again that any TR-ARPES

investigation performed on bulk conducting TI38,39,47 shows
fast dynamics, with signal lifetimes below ∼10 ps. This is
because the interband scattering and the band bending are
reduced if EF is pinned above the BCB or below the BVB,

38 or
if in general it is too far from the Dirac point.39 Therefore, we
can consider long-lived transient absorption signals with
delayed rise times as a fingerprint of the bulk insulating nature
of TIs (at least in the case of a low energy pump that only
excites carriers within the first group of bands).
Finally, the broad and unstructured component of the

transient absorbance, which shows delayed rise and slow decay
times, can be attributed primarily to the delayed depletion of
the lower energy states belonging to SS1. The large number of
observed optical transitions makes it impossible to assign each
of the individual spectral components of the PB signals, but
their number and energy positions are compatible with the
known electronic bands of Bi2Se3 (see Figure 1).

■ CONCLUSIONS
Making use of femtosecond transient absorption with low
pump energy and at low temperatures, we have shown the
presence of surface states and the bulk insulating nature of
Bi2Se3 deposited on glass by a recently developed VSD
technique. A bulk insulating nature of the material is beneficial
for device operation because it gives the opportunity to better
exploit its topological properties and because it allows longer-
living carrier excitation. We also provided new insights into the
ultrafast spectroscopic characterization of Bi2Se3 thanks to the
low temperature and the low energy pump that allow a
temporal and spectroscopic discrimination between the two
main dynamics with different temporal characteristics. In
particular, we have related the instantaneous signal rise with
direct optical transitions and the delayed slow rise to the need

Figure 4. (a) Pictorial description of the carrier dynamics with a sequence of the carrier distribution and relaxation channels at different delay
intervals. (b) Sketch of the temporal behavior of the fast and slow components. At t < 0 (i.e., before the pump excitation), the system is in
equilibrium, and we have a bulk insulating TI with the BVB fully populated and the SS1 partially populated. At t = 0 (left sketch), the red arrow
indicates the excitation by the pump of the electrons from BVB to higher energy states. The direct excitation by light is responsible for the fast rise
time. As discussed in the text, we suppose that SS1 is less depopulated with respect to BVB, and for visual simplicity, in the sketch, we neglect the
small instantaneous population changes occurring in SS1 because of the excitation by the pump. Up to 10 ps, see the central sketch, carrier cooling
and interband scattering occur. They are indicated by the plain red arrows and by the “black and white” arrows, respectively. The interband
scattering is responsible for the slow rise (τ1) because SS1 states depopulate, refilling BVB. For longer times, in the sketch on the right, the gray
arrow indicates the residual part of the recombination.
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for interband electronic scattering between bulk and
topological electronic states to (de)populate the electronic
levels involved in the bleached absorption transitions. Finally,
we have clearly demonstrated that the features observed for
probe energies larger than that of the pump must be
interpreted without invoking multiphotonic excitation.
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