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ABSTRACT: The ultrafast carrier dynamics and hot electron
extraction in tetrapod-shaped CdSe nanocrystals was studied
by femtosecond transient absorption (TA) spectroscopy. The
carriers relaxation process from the higher electronic states
(CB2, CB3(2), and CB4) to the lowest electronic state (CB1)
was demonstrated to have a time constant of 1.04 ps, resulting
from the spatial electron transfer from arms to a core. The
lowest electronic state in the central core exhibited a long
decay time of 5.07 ns in agreement with the reported
theoretical calculation. The state filling mechanism and
Coulomb blockade effect in the CdSe tetrapod were clearly
observed in the pump-fluence-dependent transient absorption spectra. Hot electrons were transferred from arm states into the
electron acceptor molecules before relaxation into core states.
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1. INTRODUCTION

Progresses in the synthesis have enabled us to control
accurately the shape of semiconductor nanocrystals (NCs),
having spherical, linear, and branched structures.1−6 Unlike the
change in size, the change in shape can result in the change in
electronic structure, including the state energy, the overall
shape of the wave function, the symmetry, the polarization, and
the localization of carriers.7,8 Tetrapod is an electronically
coupled semiconductor NC molecule with four arms branched
from a central core at the tetrahedral angle.8 The energy levels
and the wave functions of electronic states in the tetrapod-
shaped CdSe NC were calculated by a semiempirical
pseudopotential method (SEPM).7 The lowest electronic
state (conduction band, CB1) is localized in the central
tetrahedron and the highest hole state (valence band, VB1) is
extended into the arms of the tetrapod.7 In single tetrapod-
shaped NC transistor, two arms were used as the two
electrodes and another arm was used as the electric-field
control gate.9 Because of the localization of the electronic state,
the electron transport properties of single-electron transistor
based on CdSe tetrapods were dramatically controlled by the
sensitive arm-gate.7,9 Tetrapod-shaped NCs could be applied as
optical strain gauge, because of their sensitive strain-dependent
electronic level structure.10,11 It has been demonstrated that

tetrapod-shaped NCs lead to better solar cell performance than
both nanorods and quantum dots, because of the improved
electron transport perpendicular to the plane of the film,
independent of the orientation of NCs.12−15 Dual photo-
luminescence (PL) and electroluminescence (EL) emissions
from multiple excited levels were observed in CdSe/CdS core/
shell tetrapod, which violated Kasha’s rule.16,17 The electric-
field-controlled exciton storage was observed in CdSe/CdS
tetrapods and attributed to states filling of discrete trap state in
CdS arms.18 However, controlling carrier transport and
localization via NC’s morphology is still a challenge for
scientists.
The femtosecond transient absorption (TA) spectroscopy

based on the time-resolved pump−probe method is a powerful
tool to investigate the ultrafast carrier dynamics in semi-
conductor NCs.19−24 The state filling in the NCs leads to a
negative bleaching signal of the interband optical transitions
involving populated quantized states. For CdSe quantum dots,
size dependent carrier relaxation process from high-energy
states to low-energy states and state filling mechanism of 1S
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and 1P states were observed in pump-dependent TA spectra.
On the other hand, Coulomb interaction induced Auger
recombination was quantitatively analyzed by varying the
average electron−hole pairs per NC and size of NC. the
ultrafast carrier dynamics determines the optical and electrical
properties of semiconductor quantum dots or tetrapod-shaped
NC.23 The electron−hole dynamics of CdTe tetrapods and the
localization of the excited-state wave functions were studied by
the TA spectroscopy.19 Charge separation was induced by type
II alignment in CdSe/CdTe tetrapod heterostructures.20

Mauser et al. studied the spatiotemporal electron−hole transfer
and Coulomb drag in CdSe/CdS tetrapods by femtosecond
time-resolved pump−probe and PL spectroscopy.21 Up to now,
there remains a fundamental question how the morphology-
dependent electron states control the dynamics of the
photogenerated carriers in NCs.
In this work, we studied the ultrafast electron transfer from

the arms to the core in CdSe tetrapod-shaped NCs by
femtosecond TA spectroscopy. The state filling mechanism in
the tetrapod was discussed by measuring the pump-fluence-
dependent spectroscopy. Ultrafast charge separation from
tetrapods to organic electron acceptors was also studied to
understand the extraction of hot electrons.

2. EXPERIMENTAL SECTION
Synthesis of Tetrapod-Shaped CdSe Nanocrystals (NCs) and

Optical Characterization. CdSe tetrapods were synthesized
following ref 6. UV−vis absorption and PL spectra were taken with
a UV−vis−NIR scanning spectrophotometer (Shimadzu, UV-
3101PC) and a spectrophotometer (Hitachi, F-7000), respectively.
Preparation of MB+-Tetrapod Complex. MB+ (methylene blue

hydrate, purity ≥97.0%) was purchased from Aldrich without further
purification. MB+ molecules (5 μL, 2 mg/mL dispersed in methanol)
were added into NC solution (3.5 mg/mL, 200 μL in quartz cuvettes
with optical path of 1 mm) and ultrasonic dispersion 10 min.
Transient Absorption (TA) Spectroscopy. Ultrafast TA experi-

ments were conducted using a Ti:sapphire laser (Spectra-Physics, 800
nm, 0.3 mJ/pulse, fwhm 120 fs, 1 kHz repetition rate). The white-light
probe was generated by the fundamental laser output focused on a
CaF2 window with 5 mm thickness. The probe beam at the sample
had a diameter of 150 μm. Pump pulses at 400 nm were generated by
frequency doubling of the fundamental laser in a BBO crystal. The
pump beam at the sample had a diameter of 660 μm. The energy
pump beam used for the measurement was controlled by a variable
neutral-density filter wheel. The energy of the pump pulse was
changed by a variable neutral density filter. The pump pulses were
chopped by a synchronized chopper to 500 Hz. After passing through
the sample, the probe beam was focused into a fiber-coupled
spectrometer (Avantes; AvaSpec-1650F-USB2,). The angle between
pump and probe polarizations was set at magic angle (54.6°) to ensure
the dynamics free from reorientation effects. The group velocity
dispersion of the whole experimental system was compensated by a
chirp program. During the data collection, samples were constantly
stirred to avoid degradation. All experiments were performed at room
temperature.

3. RESULTS AND DISCUSSION
The CdSe tetrapod-shaped NCs were synthesized by the
method described in Xie’s report.6 The morphology of CdSe
tetrapods was characterized by transmission electron micros-
copy (TEM), as shown in Figures 1 and S1 in Supporting
Information. The arms of the tetrapod NCs were determined to
have a length of 11 nm and a diameter of 3.5 nm; the diameter
of the spherical core was 5 nm according to the TEM
measurement. The tetrapod had Td symmetry, and it had a
tetrahedron with zincblende (ZB) crystal structure at its

center.1 This central core was connected by four wurtzite (WZ)
structure nanorods at the (111), (1̅1 ̅1), (11 ̅1 ̅), and (1̅11 ̅)
surfaces, as shown in the inset of Figure 1.7 The arms of CdSe
tetrapods NCs were pure wurtzite growth along c axis (WZ
(0001) direction), as seen in Figure S1 in Supporting
Information.
In a previous report, it has been surprisingly found that the

lowest conduction band CB1 is completely localized in the
central tetrahedron and the second, third, and fourth states
(CB2, CB3(2), and CB4) are extended into the arms of the
tetrapod.7 The electronic state CB3(2) and the highest hole state
of valence band VB1(2) are doubly degenerated.7 The CdSe
tetrapod modeled for the previous calculation was set up 2817
atoms, and the four arms of the nanorod were 2.2 nm in
diameter and 4.6 nm in length. The energy difference between
CB2 (CB3(2)) and CB3(2) (CB4) was 2 (26) meV. However, the
size of the modeled tetrapod is smaller than that of the CdSe
tetrapod used in our experiment. Hence, the actual energy
difference between CB2, CB3(2), and CB4 will be smaller in our
sample used in the experiment. It can be assumed that these
electronic states are nearly degenerated. Therefore, the
transitions VB1(2) → CB2, VB1(2) → CB3(2), and VB1(2) →
CB4 are difficult to decide from the overlapped spectrum,
corresponding to the strong excitonic absorption peak around
595 nm, as seen in Figure 1.22 The lowest excitonic absorption
peak at wavelength of 640 nm is weak, which is attributed to
the transition VB1(2) → CB1.

10 The spectral positions of the
excitonic absorption peaks (640, 595, 556, 493, 466, 422 nm)
are clearly distinguished by the second derivative of the
absorption spectrum as seen in Figure 1. The energy difference
between the bands (595 and 556 nm) is about 146 meV, which
is close to the calculated value (∼130 meV) between CB2,3(2),4
and CB5,6(2). Therefore, the absorption peak at 556 nm is
attributed to the transition VB1(2) →CB5,6(2). Absorption peaks
at 493, 466, and 422 nm are assigned to the higher electronic
states.
To understand the electron−hole dynamics of the tetrapod-

shaped CdSe NCs, the femtosecond TA spectroscopy in the
visible spectral range was performed. Figure 2a shows the TA
spectra measured at low pump fluence (13 μJ/cm2), avoiding
multiple photon absorption of one NC.23 The chirp-corrected
TA spectra of CdSe Tetrapod NCs at different delay time are

Figure 1. Steady-state absorption spectrum (black line) of tetrapod-
shaped CdSe NCs. The second derivative of the broad absorption
spectrum is shown by a red line. The inset shows TEM images of
tetrapod-shaped CdSe NCs (denoted as core/arms) prepared by the
seeded-growth approach.
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shown in Figure 2b. There are three obvious bleaching peaks at
640, 595, and 493 nm labeled by B1, B2, and B3, respectively.
The TA spectral feature is well consistent with the second
derivative of the absorption spectrum. The photobleaching
signals at 640 (B1) and 595 nm (B2) can be attributed to the
electronic state filling of CB1 and CB2,3(2),4.

7,23,24 The energy
difference between B1 and B2, 146 meV, is smaller than 178
meV of the calculated one between CB1 and CB2.

7 Peak B3
may result from state filling of the higher electronic state, so-
called hot electron. Figure 2c shows the bleach signal kinetics of
B1 and B2. The experimental data were fitted by single
exponential rise and double exponential decay functions. The
rise and decay time constants of B2 (595 nm) are determined
to be 0.22 and 1.04 ps, respectively. The B2 peak reaches its
maximum at 0.5 ps after the excitation while the B1 peak (640

nm) is still small at the same time, indicating that the electron
first fills into CB2,3(2),4 after pump excitation. The B2 peak
decreases rapidly with increasing the delay time from 0.5 to 5
ps, but the B1 peak is gradually enhanced, as seen in Figure 2b.
The buildup and decay time constants of B1 (640 nm) are
fitted to be 0.86 ps and 5.07 ns, respectively. It is noted that the
decay time constant of B3 (595 nm) is 0.99 ps, as show in
Figure S3 in Supporting Information. The decay time constants
of the B2 and B3 peak are close to the buildup time constant of
the B1 peak, indicating the rapid relaxation of carriers from
higher electronic states to the lowest electronic state. However,
the maximum bleaching amplitudes of B1, B2, and B3 are about
7, 10, 4 mOD, which is related to the carrier populations at
corresponding states. The carrier population at state B2 is more
than that at state B3. On the other hand, there are surface trap
sates and middle electronic states between B1 (640 nm) and B3
(493 nm), the relaxation from B3 to B1 is not the only
depopulation path for B3. Therefore, carrier relaxation from
CB2,3(2),4 to CB1 is the main contribution for buildup of
bleaching peak B1 (640 nm). Because electronic wave functions
of CB1 and CB2,3(2),4 are distributed at different areas of
tetrapod,7 the relaxation from CB2,3(2),4 to CB1 corresponds to
the spatial electron transfer from arms to core. However, the
electron cannot transfer from the long CdS arm to the CdSe
core in CdSe/CdS core/shell tetrapod NC, due to the
Coulomb drag of hole trap in the arms.21 The lowest electronic
state, CB1, is localized in the core, which is far away from the
surface defect states, thus the photobleaching signal at 640 nm
has a long decay lifetime of more than 5 ns. The localization of
the electronic state implies the device applications of the
tetrapod.7 Applying electric voltage on the control gate in
tetrapod can drive the CB1 state away from the tetrahedron
center and then dramatically control the current in the
conduction band.9

The pump fluence dependence of ΔAmax/A at wavelengths of
640 and 595 nm are shown in Figure 3a. ΔAmax is the maximum
value of temporal absorption change after excitation, reflecting
the state filling level at a given pump fluence. A (A = αd) is the
value of steady state absorption at the probed wavelength,
limiting the saturation of the bleaching signal. With increasing
the pump fluence, the maximum ΔA at 640 and 595 nm are
close to the intensity of the steady state absorption peaks,
corresponding to the complete bleaching of the transitions, as
seen in Supporting Information Figure S2. When the pump
fluence reaches 0.1 and 0.3 mJ/cm2, the bleaching signals at 640
and 595 nm are close to saturation, respectively. The average
number of photons absorbed per NC can be calculated using
the expression25−27

⟨ ⟩ =
− − ×

N J
cL

(0)
1 exp( OD ln 10)

0 (1)

Here, J(0) is the photon fluence of pump beam (presented in
photons per cm2), OD is the optical density at the excitation
wavelength, c is the concentration of the NC, and L is the
optical path length of the cuvette. In our experiment, the
photon energy of the pump beam is greater than the energy gap
of NCs, thus the probability for a NC to absorb N photons is
independent of the number of e−h pairs already created in the
NC and can be described by the Poisson distribution:23,25,27

= ⟨ ⟩ !−⟨ ⟩P N N e N( ) /N N
0

0 (2)

Figure 2. (a) TA changes (0−1600 ps) and (b) TA spectra of CdSe
tetrapods at indicated delay times (0.5−5 ps) after excitation at λpump =
400 nm (at lowest intensity, 13 μJ·cm−2). B1 (640 nm), B2 (595 nm),
and B3 (493 nm) are three bleach peaks in TA spectra. (c) Bleach
signal kinetics of CdSe tetrapods. Probe wavelengths are 595 nm
(black line) and 640 nm (red line), respectively.
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Here, P(N) is the probability of NC to have N e−h pairs if the
average number of the photons absorbed per NC is ⟨N0⟩. After
excitation, the hot electron at the high energy state first relaxes
into the arm states CB2,3(2),4, and then relaxes into core state
CB1, as shown in the inset of Figure 3a. The occupation
numbers of the CB1 and CB2,3(2),4 states in this model can be
calculated as follows:27

∑= +
=

∞

n P P i0.5 (1) ( )e

i
CB1

2 (3)

∑ ∑= × +
= =

∞

n P i i P i( ) /8 ( )e

i i
CB2,3,4

1

7

8 (4)

Because ⟨N0⟩ is proportional to J(0), the pump fluence
dependence of the normalized bleaching signals at 640 and 595
nm can be fitted by eqs 3 and 4, as seen in Figure 3a. The
calculated molar extinction coefficients at 400 nm are 9.6 × 109

and 9.2 × 109 M−1cm−1 for the fitted results at 640 and 595 nm,
respectively. The molar extinction coefficient at 400 nm
estimated from the TEM image and sample mass is 9.1 ×
109 M−1 cm−1, which is close to the fitted ones. This indicates

the assumption of near degenerated electronic states CB2,
CB3(2), and CB4 is reasonable.
At the low pump fluence, the fast decay component at 595

nm is attributed to the relaxation from the arm states CB2,3(2),4
to the core state CB1. ⟨N0⟩ can be obtained by eq 1 as shown in
Figure 3b and c. The decay curves are fitted by a
multiexponential function with a raise component and two
decay components. The fitted lifetimes of the arm states
CB2,3(2),4 are summarized in Table S1 in Supporting
Information. With increasing the pump fluence, the decay
lifetimes of CB2,3(2),4 are enhanced from 1.04 to 40.15 ps, as
seen in Figure 3b. If the CB1 state is filled with one electron
(one of the two spin-degenerate CB1 transition can completely
saturate due to state filling), the electron at CB2,3(2),4 cannot
transfer into the core state CB1 because of the Coulomb
blockade effect.9 When ⟨N0⟩ = 3.1, the fast decay component
disappears, indicating that the core state is completely
occupied. Generally the decay lifetime of CdSe quantum dots
is found to decrease with increasing the pump fluence because
of the Auger recombination of multiple excitons in QDs.23

Because of the near degeneracy of CB2, CB3(2), and CB4, it
becomes possible to arrange one electron at one arm and
another electron at another arm, which reduces the Auger
recombination in tetrapod NCs.22

As shown in Figure 2c, the buildup time of bleaching signal at
640 nm is determined to be 0.86 ps, corresponding to an
electron transfer process from arms to the core. The rise time is
found to decrease from 0.86 to 0.37 ps with increasing the
pump fluence, indicating direct relaxation from higher excited
states to the lowest electron state CB1. At the low pump
fluence, the decay lifetime of CB1 is about several nanoseconds,
indicating that the core state is far away from the surface defect
states. A fast decay process at the higher pump fluence is
attributed to the Auger recombination.23 When the average
numbers of electron−hole pairs in a NC reach ⟨1.4⟩, ⟨3.1⟩,
⟨8.4⟩, ⟨14.8⟩, and ⟨23.9⟩, the decay times of the fast decay
components are estimated to be about 208, 272, 65, 13, and 8
ps, respectively. For quantum dots with a diameter of 4.6 nm,
the decay lifetimes of 1-, 2-, 3-, and 4-electron−hole pairs were
510, 45, 21, and 10 ps, respectively.23 The Auger recombination
rate in the tetrapod is slower than that in quantum dot, which is
attributed to the electron in the tetrapod is extended into
different areas, such as arms or core.22,23 The fitted lifetimes of
the core state CB1 are summarized in Table S2 in Supporting
Information. The decay lifetime of the higher state (probed at
493 nm) is found to increase with increasing pump fluence,
indicating the relaxation time of hot electrons become long at
the high pump fluence, as seen in Supporting Information
Figure S3. The fitted lifetimes of the B3 peak at 493 nm are
summarized in Table S3 in Supporting Information.
Tetrapod-shaped NCs have been used in solar cells as

absorber layer, due to excellent electron transport property in
arms of tetrapod.12−15 Methylene blue (MB+) is a typical
organic electron acceptor molecule for semiconductor quantum
dots.28−30 Ultrafast charge separation from the quantum dots to
MB+ is fast enough to extract multiple excitons before their
Auger recombination.28 To understand the charge separation
from tetrapod-shaped NCs to MB+ molecules, the femtosecond
TA spectra with MB+ molecules are shown in Figure 4. The
lifetimes of the arm states CB2,3(2),4 and the core state CB1 are
found to decrease dramatically with adsorption of MB+

molecules, indicating electron transfer from CdSe tetrapods
to MB+ molecules. The charge separation (CS) efficiency can

Figure 3. (a) Pump fluence dependence of the normalized bleaching
signals at λprobe = 595 (black squares) and 640 nm (red cycles). Fitted
lines (blue lines) are assumed by a Poisson type population growth
function. Inset: After excitation, the hot electron at the high energy
state first relaxes into the arm states CB2(1),3(2),4(1) and then relaxes into
core state CB1(1). The numbers in parentheses represent the
degeneracy. (b) Normalized bleach signal kinetics of B2 (595 nm)
under different pump fluences. (c) Normalized bleach signal kinetics
of B1 (640 nm) under different pump fluences. ⟨N0⟩ is the average
number of photons absorbed by a tetrapod.
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be calculated by ηCS = 1 − τ1/2(TP−MB
+
)/τ1/2(TP), where

τ1/2(TP−MB
+
) and τ1/2(TP) are half-life times for tetrapods with

and without MB+ molecules. The fitted lifetimes and charge
separation efficiencies of tetrapod-shaped NCs with and
without MB+ molecules are summarized in Table 1. At low
pump fluence (⟨N0⟩ = 0.6), the half-life times of the arm states
CB2,3(2),4 and the core state CB1 for tetrapod-shaped NCs with
MB+ molecules are determined to be 0.62 and 6.91 ps,
respectively. The corresponding charge separation efficiencies
are 26% and 100%, respectively. Because the electron transfer
process from arm states to the core state is also fast with a time
constant of 1.04 ps, only a small part (26%) of electron in the
arms transfers into MB+ molecules. Before adsorption of MB+

molecules on the arms, the maximum absorption change at 640
nm is 7.2 mOD. After adsorption of MB+ molecules, the value
becomes 2.1 mOD, indicating the charge separation from the
arm states to MB+ molecules before relaxation into the core

state. At high pump fluence (⟨N0⟩ = 3.1), the half-life times of
the arm states CB2,3(2),4 and the core state CB1 for tetrapods
with MB+ molecules are 0.47 and 3.73 ps, respectively. The
corresponding charge separation efficiencies are 99% and 100%,
respectively. This indicates that the efficient charge separation
from arms of tetrapod to MB+ molecules at the high pump
fluence, due to the reduced electron relaxation process from the
arm states to the core state. The decay time of electron at the
higher state (probed at 493 nm) is found to increase with
increasing pump fluence, possibly due to the Coulomb
blockade of multiple electrons in one tetrapod.9 The hot
electron extraction from tetrapods to MB+ molecules at the
high pump fluence (ηCS = 82%) is more effective than that at
the low pump fluence (ηCS = 60%), as shown in Figure 5. The
experimental result indicates that the hot electrons can be easily
extracted from tetrapod-shaped NCs, showing a potential
application in photovoltaic devices.

4. CONCLUSION
In conclusion, we have studied the ultrafast carrier dynamics
and hot electron extraction in tetrapod-shaped CdSe NCs by
femtosecond TA spectroscopy. The lowest electronic state CB1
localized in the core exhibited a rapid rise time of 0.86 ps and
long decay time of 5 ns, which is important for the device
applications of the single tetrapod transistor. The state filling
mechanism of CdSe tetrapods was revealed under various
pump fluence. At the low pump fluence, the carriers relax from

Figure 4. Normalized bleach signal kinetics of CdSe tetrapods without
(black lines) and with (red lines) MB+ molecules. ⟨N0⟩ are 0.6 (a, b, c)
and 3.1 (d, e, f), respectively. Probe wavelengths are 640 (a, d), 595 (b,
e), and 493 nm (c, f), respectively.

Table 1. Summary of Biexponential Fit Parameters for Kinetics of CdSe Tetrapod NCs without or with MB+ Molecules and the
Calculated Charge Separation Efficiencies for Different Energy States Shown in Figure 4

⟨N0⟩ probe wavelength (nm) with MB+ (yes or no) τRaise (ps) ADecay1 (%) τDecay1 (ps) ADecay2 (%) τDecay2 (ps) τ1/2
a (ps) ηCS (%)

0.6 640 no 0.86 100 5066.78 3817.01 100
yes 0.25 85 7.84 15 448.54 6.91

595 no 0.22 90 1.04 10 55.14 0.84 26
yes 0.04 90 0.76 10 1725.87 0.62

493 no 0.03 88 0.99 12 50.68 0.83 60
yes 0.03 100 0.48 0.33

3.1 640 no 0.42 26 272.49 74 4404.71 1730.83 100
yes 0.37 61 3.55 39 12.25 3.74

595 no 0.25 39 11.25 61 196.05 42.51 99
yes 0.04 96 0.64 4 289.27 0.47

493 no 0.04 58. 1.22 42 106.51 2.29 82
yes 0.02 100 0.60 0.42

aThe half-life time, τ1/2, is defined as ADecay1e
−((τ1/2)/(τDecay1)) + ADecay2e

−((τ1/2)/(τDecay2)) = 1/2.

Figure 5. Schematic diagram of charge separation processes from
different energy levels of CdSe tetrapod to MB+ molecule under low
(left) and high (right) pump fluences. B1, B2, and B3 are the assigned
absorption bands in Figure 2b. GS is the ground state. Blue solid
arrows, red dot arrows, red solid arrows, and black solid arrows
represent excitation, relaxation, radiative recombination, and charge
separation processes, respectively.
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the higher electronic states (CB2, CB3(2), and CB4) to the
lowest electronic state CB1 at time constant of 1.04 ps.
Coulomb blockade effect was observed in carrier dynamics of
tetrapods at the high pump fluence. The hot electrons at the
arm states could be extracted by the adsorbed electron acceptor
molecules, especially under excitation at the high pump fluence.
The ultrafast carrier dynamics in tetrapod-shaped NCs obtained
from this work highlights the importance of morphology
controllable electronic structure.
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