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ABSTRACT: Low-temperature solution-processed photovoltaics
suffer from low efficiencies because of poor exciton or electron−
hole transfer. Inorganic/organic hybrid solar cell, although still in
its infancy, has attracted great interest thus far. One of the
promising ways to enhance exciton dissociation or electron−hole
transport is the doping of lanthanide phosphate ions. However, the
underlying photophysical mechanism remains poorly understood.
Herein, by applying femtosecond transient absorption spectrosco-
py, we successfully distinguished hot electron, less energetic
electron, hole transport from electron−hole recombination.
Concrete evidence has been provided that lanthanide phosphate
doping improves the efficiency of both hot electron and “less
energetic” electron transfers from donor to acceptor, but the hole transport almost remains unchanged. In particular, the hot
electron transfer lifetime was shortened from 30.2 to 12.7 ps, that is, more than 60% faster than pure TiO2 acceptor. Such
improvement was ascribed to the facts that the conduction band (CB) edge energy level of TiO2 has been elevated by 0.2 eV,
while the valence band level almost remains unchanged, thus not only narrowing the energy offset between CB levels of TiO2 and
P3HT, but also meanwhile enlarging the band gap of TiO2 itself that permits one to inhibit electron−hole recombination within
TiO2. Consequently, lanthanide phosphate doped TiO2/P3HT bulk-heterojunction solar cell has been demonstrated to be a
promising hybrid solar cell, and a notable power conversion efficiency of 2.91% is therefore attained. This work indicates that
lanthanide compound ions can efficiently facilitate exciton generation, dissociation, and charge transport, thus enhancing
photovoltaic performance.
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1. INTRODUCTION

It is known that the current solar cell market is dominated by
inorganic photovoltaic (PV) cells (e.g., silicon solar cell),
whereas the emerging technologies such as dye-sensitized solar
cell (DSSC)1−4 and organic solar cell5 (e.g., polymer solar cell)
have also attracted interest. However, either inorganic or
organic PV cell suffers from certain shortcomings, although
each bears unique advantages. In detail, although both silicon6

and dye-sensitized solar cells7 have attained a solar-to-electric
power conversion efficiency (PCE) of more than 10%
milestone, nevertheless due to the expensive raw materials
and fine processing8 or due to the challenging long-term
stability,2,3 a desired and promising candidate of exploiting
advantageous characteristics of both inorganic and organic
semiconductors is still intensively pursued. Hitherto, although
various kinds of hybrid solar cells (HSCs) such as hybrid Si−

organic solar cells9 and hybrid−DSSC devices10 have been
developed, nevertheless one should bear in mind that each of
them inevitably bears the above-mentioned defects of either
silicon or DSSC-based devices. Inorganic/organic HSCs, with a
bulk-heterojunction (BHJ) architecture consisting of an organic
conjugated polymer as the hole transporter and inorganic
semiconductor as electron transporter in a photoactive layer,
have attracted increasing attention and become of great interest
to the researchers11−15 due to the promising potentials of
exploiting advantageous properties of both organic polymer and
inorganic semiconductors, such as utilizing inexpensive and
environmentally compatible raw materials16,17 and a facile
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solution-processed manufacturing to enable potentially low-
cost solar cells.18−20

Despite the advantages exhibited by inorganic/organic HSCs,
as a relatively newly emerging hotspot, to attain a desirable
efficiency of solar cells based on inorganic nanoparticles and a
well-known conducting polymer poly(3-hexylthiophene)
(P3HT) BHJ remains challenging and still in its infancy.
Over the last five years, most of the reported PCE of solar cells
based on P3HT is around 2%, ranging from 1.7−2.6%,
depending on the type of inorganic nanocrystals (except
quantum dots, which are more related to colloidal quantum dot
solar cells21), organic morphology,22,23 and others.8,24 Whereas
titanium dioxide (TiO2) is widely recognized as the most
promising and versatile photocatalyst due to its outstanding
physical and chemical properties including photostability,
nontoxicity, inexpensiveness, and appropriate electronic band
structure, thus TiO2−P3HT holds great promise in pursuing
efficient and inexpensive HSCs. It is also known that the high
efficiency is critically dependent on the efficient exciton
generation, dissociation, the transfer of charges, and less charge
carrier recombination.25 However, the energetic charges that
are produced by the photon absorption of P3HT, that is,
electron−hole pairs, are tightly bound by the strong Coulomb
attraction, thus adding difficulties to the efficient charge
separation and limiting the improvement of the PCE.26−28

The highest occupied molecular orbital (HOMO) and lowest
unoccupied molecular orbital (LUMO) edges of P3HT are at
−5.1 and −3.0 eV, respectively, as compared to −7.4 and −4.2
eV versus vacuum for valence band (VB) maximum and
conduction band (CB) minimum of TiO2, respectively. The
energy offset between the LUMO energy level of donor
(P3HT) and CB edge of acceptor (TiO2) is ∼1.2 eV, which
enables one to break the Coulomb attraction (typically 0.1−0.5
eV) but not in an efficient way.29 Because there was a larger
energy offset at the donor/acceptor interface, there was a
longer transfer time from donor to acceptor. Thus, an efficient
energy transduction not only requires the separation of the
photogenerated electron−hole pairs into long-lived dissociated
charges with a minimal loss of free energy, but also requires an
appropriate energy offset that enables the efficient charge
transfer. The ability of a semiconductor to undergo photo-
induced electron transfer to inorganic adsorbed acceptor is
governed by the energy band positions of the semiconductor.30

Therefore, to regulate the energy positions of conduction and
valence bands of the acceptor is a promising approach to
decrease the energy offset and finally improve the efficiency of
HSCs.31−33

The intensively pursued nanocrystalline rare-earth phos-
phates, which can broaden the absorption domain to enhance
the exciton generation and improve the transfer of charges by
the doping effects,34−36 have attracted significant attention due
to their intrinsic and unique conversion properties.37 Especially,
europium or yttrium ion has demonstrated an excellent
enchancement of ultraviolet light harvesting via a down-
conversion luminescence process in DSSC devices.38−40 With
such benefits of rare earth ions, we envision that rare earth ions
should also be critical to inorganic/organic HSCs because the
solution-processed light-harvesting films prepared by techni-
ques such as bath soaking are typically amorphous or
polycrystalline,41,42 consequently suffering from the poor
charge-carrier transport. Nonetheless, little significant research
on the doping effect induced by lanthanide phosphates in the
inorganic/organic HSCs has been attempted thus far. Also, the

crucial role of regulating energy band positions is not clarified,
and charge photogeneration dynamics, the innate dynamics of
the photoexcited electrons and holes driving the high efficiency
of HSCs by lanthanide phosphates, have not been explored yet,
although the conversion properties of lanthanide rare-earth
materials have been demonstrated in previous work.38−40

Herein, the dual functions of lanthanide phosphates acting to
widen the absorption range of P3HT and regulate energy band
positions of TiO2 are confirmed by the photoluminescence
(PL) spectrum and cyclic voltammetry (CV) characteristic. To
elucidate the origin of the efficiency improvement, by applying
pump−probe spectroscopy and femtosecond transient absorp-
tion spectroscopy, we successfully monitored the electron
dynamics, hole dynamics, and electron−hole recombination.
Also, concrete evidence has been provided that both the hot
electron and the less energetic electron transfers at the interface
from donor to acceptor have been improved. A novel BHJ solar
cell based on lanthanide phosphate doped TiO2/P3HT was
fabricated, and its photovoltaic characteristics were correspond-
ingly examined.

2. EXPERIMENTAL SECTION
Materials. All chemical reagents including tetrabutyl titanate,

poly(ethylene glycol) (PEG, molecular weight of 20 000), nitric acid,
phosphoric acid, P25 (Degussa), OP emulsifying agent (Triton X-
100), diammonium hydrogen phosphate, acetonitrile, isopropanol,
yttrium oxide, and europium oxide are of analytic purity and were
purchased from Sigma-Aldrich, Hongkong, China. Conjugated
polymer P3HT and poly(3,4-ethylenedioxylenethiophene)-polystylene
sulfonic acid (PEDOT:PSS) were provided by Aldrich. Fluorine-doped
tin oxide glass (FTO, sheet resistance 8 Ω cm−2) was purchased from
Hartford Glass Co., U.S.

Preparation of LnPxOy. LnPxOy powder was prepared by the
hydrothermal method.43 First, Y2O3 (0.050 mol) and Eu2O3 (0.002
mol) were mixed and homogenized thoroughly. Next, adequate nitric
acid was added into the mixture under heating and stirring. After being
completely dissolved, the mixture was quickly transferred into a
Teflon-lined stainless-steel autoclave, followed by adding
(NH4)2HPO4 (0.100 mol) into the autoclave under stirring. Afterward,
appropriate deionized water was added until the filled degree reached
80% of the total container volume. The pH value of the mixed solution
then was adjusted to 4 using phosphoric acid. The obtained solution
was hydrothermally treated at 200 °C for 12 h. After being naturally
cooled to room temperature, the obtained product was centrifuged,
washed until the pH value of the system reached 7, and then dried in
air at ambient temperature, followed by sintering in air at 850 °C for
30 min.

Synthesis of Lanthanide Phosphate Doped TiO2. Lanthanide
phosphate doped TiO2 was prepared by the following procedure.1,44

Tetrabutyl titanate (10 mL) was added to distilled water (100 mL)
under stirring, followed by a white precipitate immediately. The
precipitate was filtered, washed with distilled water, and then
transferred to a mixed solution (150 mL) containing nitric acid (1
mL) and acetic acid (10 mL) at 80 °C. Under vigorous stirring, a light
blue TiO2 precursor was formed, followed by ultrasonic stirring for 30
min. Finally, the mixture was hydrothermally treated in an autoclave at
200 °C for 24 h to form a colloid of TiO2. Subsequently, the P25
(0.075 g) and LnPxOy powder (0.375 g) were dispersed into the TiO2
colloid by ultrasonically vibrating for 90 min and hydrothermally
treating at 200 °C for 12 h to form a (TiO2 + LnPxOy) colloid. At last,
the resultant slurry was concentrated to 1/5 of its original volume by a
thermal evaporation, and PEG-20000 (0.5 g) and a few drops of the
Triton X-100 emulsifying agent were added. Finally, an even and stable
TiO2 colloid was produced.

Fabrication of HSC Devices. A layer of nanocrystalline lanthanide
phosphate doped TiO2 film with a thickness of 300 nm was prepared
by coating the TiO2 colloid on FTO glass using spin-coating
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technique, followed by sintering in air at 450 °C for 30 min. The
acceptor film then was soaked in a 0.15 mmol mL−1 P3HT toluene
solution for 12 h to uptake P3HT. Next, PEDOT:PSS layer with a
thickness of 50 nm was spin-coated onto the BHJ. Finally, about 50
nm thickness of Pt electrodes was deposited on the top of the
PEDOT:PSS layer by thermal evaporation under vacuum. Note that
the active area of the HSC device in this work is about 0.25 cm2.
Characterizations. The phases of LnPxOy powder were identified

by a Rigaku MiniFlex II X-ray diffractometer (XRD) using Cu Kα
radiation (λ = 0.154 nm) at a power of 30 kV and 40 mA. The XRD
patterns were collected in a scan mode at a scanning speed of 5° min−1

in the 2θ range between 15° and 80°. The microstructure of the
LnPxOy powder was analyzed by means of high-resolution trans-
mission electron microscopy (HR-TEM) and selected area electron
diffraction (SAED), which were carried out by using a TEM (JEM-
2010, JEOL Ltd.) working at 200 kV. Samples for TEM and HR-TEM
characterizations were prepared by ultrasonically dispersing the
LnPxOy powder in absolute ethanol, placing a small volume of this
suspension on carbon-enhanced copper grids, and drying in air. The
morphologies of the LnPxOy:TiO2 layer and the cross-section of BHJ
were characterized by using a field emission scanning electron
microscope (FE-SEM, Hitachi S4800). The cyclic voltammetry
(CV) characteristics were performed using a BAS 100B instrument
at room temperature and a scan rate of 50 mV s−1 with
tetrabutylammoniumhexafluorophosphate (TBAPF6, 0.1 M) in
acetonitrile as the supporting electrolyte, a platinized platinum (0.5
cm2) as the counter electrodes, Ag/Ag+ electrode as the reference
electrode, and the TiO2, LnPxOy:TiO2, and LnPxOy films as work
electrodes, respectively. The values are expressed in potentials versus
Fc/Fc

+. Charge photogeneration dynamics of the BHJs were measured
by the mode-locked Ti:sapphire laser (Coherent Mira 900) in
combination with a regenerative amplifier (Coherent Legend-F).
The photoluminescence spectrum was measured by using a
spectrophotometer (FLS920, Edinburgh), in which a xenon lamp
and a photomultiplier tube (R955, Hamamatsu) were used as
excitation source and fluorescence detector, respectively. The
photocurrent−voltage (J−V) curves of the assembled HSCs were
recorded on an Electrochemical Workstation (Xe Lamp Oriel Sol3A
Class AAA Solar Simulators 94023A, U.S.) under an irradiation of a
simulated solar light from a 100 W xenon arc lamp in ambient
atmosphere.
Charge Photogeneration Dynamics. Time-resolved photo-

luminescence (PL) spectrum was measured on a spectrometer (Bruker
Optics 250IS/SM) with intensified charge coupled device detector
(Andor, IStar740). The samples were excited by 120 fs laser pulses at
400 nm with a repetition rate of 10 Hz. The time resolution of this
experiment was determined to be ∼60 ps. Femtosecond transient
absorption spectrum was performed as follows: the ultrafast light
source with a temporal resolution of ∼120 fs was generated by a
mode-locked titanium-sapphire laser operating at 800 nm. An optical
parametric amplifier (OPA-800CF-1, Spectra Physics) provided the
ultra-short laser pulses at desired wavelengths (∼120 fs, full width at
half maximum). A continuum white light generated from a sapphire
plate was directed into the excited sample and detected by a charge
coupled device (CCD) detector. Ultra-short laser pulses at 400 nm
were employed as the pump light for the sample excitation and the
probe light for the absorption measurement. Transient absorption at
various delay times was measured by controlling the arrival time of
each laser pulse at the sample. The laser system was operated at a
repetition rate of 10 Hz; thus each pulse excited fully relaxed sample.
Each datum was obtained by averaging 100 individual measurements
to improve the signal-to-noise ratio, and the typical detection
sensitivity of the difference aborption (ΔOD) was better than 10−4.

3. RESULTS AND DISCUSSION

3.1. Characterization of Prepared LnPxOy Powder. In
the present work, LnPxOy powder was first prepared by the
hydrothermal method,43 and then the lanthanide phosphate
doped TiO2 colloid was prepared as per the procedure

reported.1,44,45 The XRD patterns of LnPxOy powder are
shown in Figure 1a. It reveals that the diffraction peaks can be

indexed as those of the monoclinic phase of EuPO4 nanocrystal
and Y2P4O13, which are consistent with the standard patterns of
JCPDS25-1055, JCPDS35-0079, respectively. For example, the
peaks at 17.282°, 22.161°, 27.533°, and 29.416° correspond to
(1̅,0,1), (1,0,1), (2,0,0), and (1̅,2,0) planes of EuPO4,
respectively. Further structural characterizations of the powder
were carried out by TEM. Figure 1b shows the TEM images of
the prepared crystals, indicating that most of the crystals are in
the nanometer domain. Figure 1c and d reveals the HR-TEM
images and the corresponding SAED patterns of EuPO4 crystal
and Y2P4O13, respectively. Figure 1c demonstrates that the
values of distance spacing of d1 = 0.519, d2 = 0.327, and d3 =
0.403 nm obtained from SAED are in agreement with those
obtained from XRD pattern, that is, d1 = 0.5127, d2 = 0.3237,
and d3 = 0.4008 nm corresponding to (1̅,0,1), (2,0,0), and
(1,0,1) planes, respectively. Likewise, Figure 1d reveals that the
values of d-spacing of d1 = 0.472, d2 = 0.347, and d3 = 0.620 nm
are in agreement with those obtained from the XRD pattern,
that is, d1 = 0.437, d2 = 0.352, and d3 = 0.617 nm (note that
because JCPDS35-0079 does not mark the hkl planes, the
corresponding planes are unknown). It is also noteworthy that
the signal intensity of certain peaks of EuPO4 seems strong,
although the initial usage of Eu is only about 5 mol %. This may
be because, on one hand, some postions of peaks of both
EuPO4 crystal and Y2P4O13 are consistent, thus leading to a
strengthened intensity; on the other hand, the ratio of Eu to Y
element may relatively increase after complete reactions, to
which some hints can be given from the corresponding energy
dispersive spectrum (EDS) as shown in Figure S1 and Table S1
of the Supporting Information.

3.2. Down-Conversion of Eu3+. It is known that an ideal
solar cell material should bear good optical absorption

Figure 1. (a) XRD patterns of LnPxOy (Ln = Eu, Y) powder; (b)
TEM image showing the morphology and the size of the generated
powder with (c) and (d): HR-TEM images showing an individual
nanocrystal. The insets are the corresponding SAED patterns of
EuPO4 crystal and Y2P4O13.
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characteristics first. The energy level diagram of Eu3+ excited at

λ = 393 nm and a possible down-conversion mechanism is

shown in Figure 2. Briefly, Eu3+ ions are first excited from the
7F0 ground state to the 5L6 state after absorbing one pumping
photon of λ = 393 nm. Nonradiative, multi-phonon decay is
then responsible for populating the 5D1 and

5D0 states. Figure
2b shows the photoluminescence spectra of LnPxOy excited in
the 5L6 (7F0 → 5L6) of Eu3+ at 393 nm, followed by the
emission of Eu3+ in the visible light range. The emission
spectrum of LnPxOy under 393 nm excitation consists of line
peaks mainly located at 592, 612, 650, and 701 nm,
corresponding to the transitions of Eu3+ ions, that is, 5D0 →
7FJ (J = 1, 2, 3, 4).46 In addition, the peaks at 527, 539, 618, 696
nm stem from the transitions of Eu3+ ions: 5D1 →

7F0,
5D1 →

7F1,
5D1 → 7F4, and

5D1 → 7F5, respectively. Therefore, the
ultraviolet irradiation at 393 nm can be converted to the visible
light and near infrared spectrum (500−750 nm) via down-
conversion luminescence of Eu3+. Consequently, the light
absorption range of P3HT is widened. Of note, the down-
conversion of Eu3+ has been reported in the previous work
associated with DSSC devices;38 therefore, herein the
fluorescence emission spectrum only was used to confirm this
without using incident photon-to-current efficiency (IPCE) to
further verify this.
3.3. Time-Resolved PL Decay Transients. As can be seen

from Figure 3, all of the transient PL signals for the P3HT/
methylbenzene solution, TiO2/P3HT, and LnPxOy:TiO2/
P3HT films have prominent contributions from the electronic
hyperpolarizability near zero delay, but exhibit a complicated
temporal profile at positive time delay. We have decomposed
the transient PL signals into three dynamically distinct
components. These components include: (1) a slow
component with an exponential time constant in the range
∼nanosecond that accounts for the prominent shoulder in the
upper curves of Figure 3b; (2) a fast decay, which accounts for
the PL intensity at probe delays <100 ps; and (3) a response
that is instantaneous on the time scale of the laser pulse and is
well represented by a scalar multiple of the laser pulse
autocorrelation function. Under the almost identical exper-
imental conditions, the fast component of PL signal of the
P3HT was greatly reduced when the P3HT is interfaced with
an electron extracting TiO2 layer or LnPxOy:TiO2 layer. These

high degrees of PL quenching indicate that there exists a strong
charge transfer in these blended donor−acceptor system. Of
note, the fast PL quenching is expected to originate from the
hot electron transfer with a fitted lifetime of τhot‑e = 892 to 80
ps, and the fluorescence decay time was estimated to be about
τflu = 38 ± 12 ns (Supporting Information, Table S2).
However, because of the limited temporal resolution of ∼60 ps,
our time-resolved PL decay transients cannot accurately reveal
the effect of doping on the hot electron transfer, whose transfer
time is on the order of picosecond.29 What is more, because of
the relatively poor signal to noise ratio (SNR), it cannot
effectively monitor all of the photoexcited charge carriers
including the hot electron, less energetic electron, and holes.
Therefore, femotosecond transient absorption spectroscopy
with a temporal resolution of ∼120 fs and a high SNR (10−4)
was applied, and we successfully distinguished the hot electron,
less energetic electron, hole transfers, and even electron−hole
recombination.

3.4. Energy Diagram and the Dynamics of Electron
and Hole Transport. Apart from the good optical absorption
characteristics, an ideal solar cell material also should have
efficient charge-transport properties. Thereby, femtosecond
time-resolved absorption spectroscopy was adopted to explore
the primary dynamics of photogenerated charges and to probe
the role of the energy level regulation induced by LnPxOy (Ln =
Eu,Y), which have seldom been detailed before. The CV
characteristics show that the doping of LnPxOy results in the
changes of the energy positions of CB and VB of acceptor
TiO2: the CB energy level of TiO2 has changed from −0.38 to
−0.58 eV (vs Ag/Ag+), while the VB energy level almost does
not change, lowered by 0.05 eV only (Supporting Information,
Figure S2 and Table S3). Now one will wonder what influence
it will exert on the primary dynamics of the photoexcited
electrons and holes in the LnPxOy:TiO2/P3HT BHJ, that is, the
transport of electron/hole at the interface of acceptor and
donor. Heterogeneous electron transfer in solar cells has been
probed using transient absorption spectroscopy;47,49 never-
theless, extending this approach to LnPxOy:TiO2/P3HT film
remains challenging due to the scattering effect of TiO2
substrate, limited delay time, and temporal resolution. In our
experiment, the effect of scattering stemming from TiO2
substrate has been overcome, and a wider delay time from
−5 ps to 2.5 ns and a higher temporal resolution of ∼120 fs was

Figure 2. (a) Energy level diagram of trivalent Eu3+ ions with
dominant visible emission transitions designated by arrows represent-
ing the approximate color of the fluorescence. (b) Fluorescence
emission spectrum of LnPxOy excited at 393 nm.

Figure 3. (a) The normalized time-resolved PL decay transients
measured at 602 nm for P3HT/methylbenzene solution (black),
TiO2/P3HT (red), and LnPxOy:TiO2/P3HT (blue) films after
excitation at 400 nm (10 Hz, 30 ps, 4 mJ/cm2). The solid lines are
the double-exponential fits of the PL decay transients,47 and the inset
highlights the enlarged curves on long time scale. (b) The normalized
time-resolved PL decay transients around zero delay.
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employed, thus allowing us to simultaneously examine the
primary dynamics of both electron/hole transfer (on the
picosecond time scale) and electron−hole recombination (on
the nanosecond time scale).
The energy-band model shown in Figure 4 interprets the

optical excitation and subsequent relaxation process. Each band

(including the associated vibronic level |v⟩) of P3HT molecules
is conventionally denoted as SP3HT

m for the singlet manifold,
where the superscript refers to the state formed from certain
electronic configurations in molecular orbitals. The VB and CB
energy levels of LnPxOy:TiO2 are referred as Sacceptor

0 and
Sacceptor
1 , respectively. The transitions from the singlet to the
triplet of P3HT are not our concern because of the long
intersystem crossing time (hundreds of nanoseconds). At the
thermal equilibrium, the unperturbed P3HT molecules reside
in the ground state SP3HT

0 . When pumped by a laser pulse at 400
nm, the molecules were promoted to a vibronic level of P3HT
SP3HT
1 |n⟩ via a one-photon process, that is, charge generation29

(Figure 3, violet up-arrows in P3HT ). The molecules were first
excited to a vibronic level of SP3HT

1 , and then the separated hot
electrons undergo one of the following processes: (a) the
cooling via a vibronic relaxation to a lower vibronic level of
P3HT SP3HT

1 |0⟩ (Figure 3, red curved lines in P3HT) with a
decay lifetime of τvib1 in sub-picosecond;50 (b) the recombina-
tion with the hole excitons at the ground state of P3HT (SP3HT

0 )
with a recombination time constant τre (Figure 3, black down-
arrow in P3HT); and (c) the diffusion to the interface of BHJ
SP3HT
1 |n⟩→ STiO2

1 with a hot electron transfer time constant τhot‑e
(Figure 4, brown down-arrow from donor to acceptor). The
delocalized electron transfer comprises the hot electron transfer
and “less energetic” electron transfer. The absorption of high-
energy photons creates hot electrons and holes that cool
quickly to the band edges. However, the energy dissolved from
the fast decays was converted into the kinetic energy of the
electrons in the order of sub-picosecond. The energy
converting process occurs long before the subsequent energy

dissipation into adjacent molecules because the correlative local
thermoequilibrium time is on the hundreds of picosecond time
scale. The electronic relaxation rate is known to increase
exponentially.51 Thus, the hot-electron transfer can compete
with the cooling of hot electrons. Unfortunately, not all of the
energetic electrons can inject into the CB level of the acceptor.
A number of the hot electrons were cooled by the emission of
phonons after hundreds of picosecond, and then the “less
energetic” electron may transfer to the interface of BHJ.
Because of the initial cooling process, a substantial amount of
solar energy has already been irreversibly lost.49

The transient absorption spectrum (TAS) (580−700 nm) of
donor/acceptor films excited by the 400 nm femtosecond laser
pulse with a specific delay time from 0 to 500 ps is shown in
Figure 5. The TAS consists of one negative and one positive

peak locating at ∼602, 650 nm, respectively. Note that the
negative absorption bands at 602 nm are ascribed to the
photobleaching (PB) of the ground-state absorption, which is
consistent with the ultraviolet−visible absorption of P3HT
(Supporting Information, Figure S2b). In contrast, the positive
absorption peak at ∼650 nm was observed immediately after
the laser excitation and is ascribed to the photoinduced excited-
state absorption (PA). For 400 nm photoexcitation, it is
reasonable to attribute the 650 nm PA band to the state-filling
effects.52−55 Additionally, it should be noted that both the
negative and the positive peaks decay quickly from 0 to 50 ps,
indicating that there exist fast mechanisms influencing PB and
PA, and this agrees well with the time-resolved PL decay
transients (Figure 3). However, on the longer time scale (50−
500 ps), PA peaks decay slowly, whereas the PB peaks increase
slightly, although not so obviously. The different characteristics
of PA and PB signals are attributed to the complex electronic
contributions such as charge generation, transfer, and
recombination, which are disentangled below. Because the
observed TAS signal has already been extensively dis-
cussed,53−55 the transient absorption data that we observed
may be taken as a convolution of the background-free laser
pulse autocorrelation function G(t) with the response
function.56,57

∫τ τ ϕ= −
−∞

+∞
G t t tS( ) ( ) ( ) d

(1)

The response function ϕ(t) may be taken to be a linear
superposition of electronic contributions.

Figure 4. Energy level diagram of acceptor/donor showing optical
excitation (up arrows), nonradiative relaxation (curved lines), radiative
relaxation (down arrows), and electron−hole transfer times. |n⟩ refers
to the vibrational eigenstates involved in transitions. Violet up-arrow
denotes the excitation to form electron−hole pairs, and curved lines
mark the vibrational relaxation (the red curved line represents the
cooling of hot electrons τvib1, while the blue line denotes the cooling of
hot holes τvib2). The HOMO and LUMO energy levels of P3HT are
−5.1 and −3.0 eV, respectively.48

Figure 5. Transient absorption spectrum decays of LnPxOy:TiO2/
P3HT film excited at 400 nm, probed at 580−720 nm.
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3.5. Electron Transfer Dynamics. Next, we will detail the
innate dynamics of the hot electron and the “less energetic”
electron transfers. Comparative studies on the different
acceptor/donor films at the identical probe wavelength with
PA would yield detailed information about the charge-transfer
dynamics including the electron transfer, hole transfer, and
even electron−hole recombination, etc. The transient absorp-
tion dynamics at PA as shown in Figure 6 were used to inquire
into the electron transport at the interface of acceptor/donor
and the charge separation process. The complex state-filling
effects can be regarded as the excited-state absorption from
SP3HT
1 |n⟩ to the higher levels with absorption cross section σS1 >
σS0. Thus, the PA decay monitors the variation of delocalized
electron population of the excited state SP3HT

1 |n⟩ in P3HT. We
measured transient absorption decays probed at 650 nm to
discuss the dynamics of singlet and the electron transport from
donor to acceptor after the 400 nm excitation. The transient PA

dynamics are described with a sum of three exponential
functions:

ϕ δ τ τ

τ

= + − + −

+ −
‐A t B t

C t

(t) (t) exp( / ) exp( / )

exp( / )
vib1 hot e

re (2)

where δ(t) is the pure electronic hyperpolarizability that
responses instantaneously to the applied laser field (Figure 6,
PA1), the second term is the nonradiatively decay from
vibronic level |n⟩ |0⟩ of SP3HT

1 after excitation by the pump
pulses (Figure 6, PA2), the third term is the intermolecular
cross (SP3HT

1 |n⟩ → Sacceptor
1 ) of the hot electron contributions to

the detected signal (Figure 6, PA3), and the last term is the
geminate recombination of electron−hole pairs (photoexcited
electron−hole pairs that fail to fully dissociate) SP3HT

1 |n⟩ →
SP3HT
1 responses (Figure 6, PA4). All of these decay transients
were well fitted with three exponential time constants (Table
1). From fitting the normalized absorption decay dynamics with

Figure 6. (a) Normalized femtosecond transient absorption decays of LnPxOy:TiO2/P3HT (○) and TiO2/P3HT (■) films excited at 400 nm (17 μJ
cm−2) probed at 650 nm. (b) The early time dynamics probed at 650 nm. The fitted hot electron transfer time constants with either LnPxOy:TiO2/
P3HT or TiO2 as acceptor are τhot‑e = 12.7 ± 1.6 ps, τhot‑e = 30.2 ± 1.0 ps, respectively. The solid lines are the exponential fits using eq 2.

Table 1. Values for Lifetimes and the Amplitudes from Fits to Transient Absorption Decays Using the Linear Superposition of
Electronic Contributions

lifetime (τ) (amplitude) τvib1/ps (A) τhot‑e/ps (B) τre/ns (C) τvib2/ps (D) τcomplex/ns (E) τh/ns

LnPxOy:TiO2/P3HT 0.73 ± 0.01 (0.91) 12.7 ± 1.6 (0.16) 11.0 ± 0.6 (0.13) 0.82 ± 0.04 (−0.80) 8.50 ± 1.00 (−0.19) 6.95 ± 0.35
TiO2/P3HT 0.75 ± 0.01 (0.95) 30.2 ± 1.0 (0.15) 14.0 ± 1.5 (0.14) 0.80 ± 0.04 (−0.81) 8.50 ± 1.00 (−0.19) 6.95 ± 0.35

Figure 7. (a) Normalized femtosecond transient absorption decays of TiO2/P3HT (■) and LnPxOy:TiO2/P3HT (○) films excited at 400 nm (17 μJ
cm−2) probed at 602 nm. Solid lines are fitting curves with exponential components. (b) The early time dynamics probed at 602 nm. The hole
transfer times of BHJs with LnPxOy:TiO2 or TiO2 as acceptor are identical, τh = 6.95 ± 0.35 ns.
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energy-band model, with LnPxOy:TiO2 layer present, we found
that the hot electron transfer time was determined to be τhot‑e =
12.7 ps and the hot electron transfer efficiency can be estimated
as 13.3% by using the ratio of the amplitude B/(A + B + C).
However, with pure TiO2 layer present, the hot electron
transfer time and transfer efficiency can be estimated to be τhot‑e
= 30.2 ps and 12.1%, respectively. The variation of the hot
electron transfer efficiency can be attributed to the energy level
regulation induced by the doping of LnPxOy. With
LnPxOy:TiO2 as acceptor layer present, the hot electron
transfer time from donor to acceptor was shortened, and the
transfer efficiency was higher than that of pure TiO2. Moreover,
after doping with LnPxOy, the energy offset between the
donor’s LUMO and CB level of acceptor, that is, the CB-
LUMO energy offset, narrows from 1.33 to 1.13 eV. However,
the energy offset is still greater than the Coulomb binding
energy (typically 0.1−0.5 eV), thus giving rise to an
energetically downhill initial electron transfer. Those hot
electrons that are excited by 400 nm pulses have considerable
kinetic energy to cross the narrow energy offset of the interface
into the acceptor SP3HT

1 |n⟩ → Sacceptor
1 . Yet the narrowing of

energy offset still favors the hot electron transfer in a more
efficient way, with less transfer time and hence less energy loss.
It is also worth mentioning that the elevation of CB level of
TiO2 acceptor not only narrows the CB-LUMO energy offset,
but also meanwhile enlarges the band gap of acceptor between
its CB level and VB level, thus permitting one to inhibit or
hamper the electron−hole recombination within acceptor itself.
It is also noteworthy that the VB level of TiO2 was lowered by
0.05 eV only, and almost remains unchanged (Supporting
Information, Table S3).
As observed from Figure 6a, for both LnPxOy:TiO2/P3HT

and TiO2/P3HT BHJs, the population of electron decreases
with the increase in delay time, whereas according to the
transient absorption dynamics of PB (Figure 7a), there is no
decay of the hole in the VB level of P3HT on the long time
scale (50 ps to 2.5 ns) either in TiO2 or in LnPxOy:TiO2 as
acceptor present, and, on the contrary, the population of holes
slightly increases with increase in delay time, although not so
obviously. What is more, the electron−hole recombination
times were determined to be τre = 11.0 and 14.0 ns,
respectively, indicating that with LnPxOy:TiO2 as acceptor,
the delocalized electrons decay faster than that of pure TiO2.
On the basis of the conservation of particle number, the
discrepancy of the electron−hole recombination time and the
hole decay time can be attributed to the “less energetic”
electron transfer from donor to acceptor. In other words, there
exists another pathway for the electron relaxation. Those hot
electrons in a vibronic energy level of excited state first relax to
a lower vibronic energy level SP3HT

1 |n⟩ → SP3HT
1 |0⟩ , and then

may have enough time to transfer from donor to acceptor
because of the long lifetime of geminate recombination (∼ns).
Moreover, this electron transfer time can be estimated on the
order of several nanoseconds because the recombination time is
quenching from 14.0 to 11.0 ns. As the thermoequilibrium time
is much shorter than this transfer time, the hot electron cooling
process (subpicosecond) occurs long before transferring to the
interface of heterojunction. Because of the initial cooling
process, a lot of energy dissipates by the emission of phonons,
and then those hot electrons develop into “less energetic”
electrons.49 The contribution of the less energetic electron
transfer would mix with the recombination process. Moreover,
the reduction of the electron−hole recombination time within

donor implies a delay in the electron exhaustion and in turn
favors the less energetic electron transfer from donor to
acceptor. Thus, we conclude that the regulation of energy level
by doping LnPxOy not only reduces the hot-electron transfer
time, but also improves the less energetic electron transfer, and
thus it is beneficial to the charge separation in BHJ.

3.6. Hole Transfer Dynamics. Because the transient PB
decay can monitor the variation of the hole population of the
ground SP3HT

0 in P3HT, we measured the PB decays at the
probe wavelength of 602 nm thus to investigate the dynamics
of the hole transfer from acceptor to donor.52,54 The decay
curves represent the change in the population of the hot holes
in SP3HT

0 , which was excited by 400 nm pump pulse. There is no
recovery of the hole population in the VB level of P3HT on the
long time scale (50 ps to 2.5 ns) in either TiO2 or
LnPxOy:TiO2. On the contrary, the population of holes slightly
increases with the increase in delay time (Figure 7), despite the
nonvanishing recombination time of the electron−hole pairs.
Such increase of the hole population is attributed to the hole
transport from the VB level of TiO2:LnPxOy to the ground state
of P3HT. In fact, under the excitation of 400 nm laser pulses,
either TiO2:LnPxOy or pure TiO2 was also promoted to the CB
(Sacceptor

1 ), and thus a large number of holes were formed in
Sacceptor
0 . Also, the hot holes in acceptor then may break the
Coulomb attraction and cross to SP3HT

0 . However, when probed
at 602 nm, the probe experienced the competition among the
hot hole transports SP3HT

0 → SP3HT
0 , the recombination of the

electron−hole pairs SP3HT
1 → SP3HT

0 , and the hole cooling by a
lower vibrational relaxation SP3HT

0 | − n⟩ → |0⟩. As shown in
Figure 7, the PB dynamics reveal that the population of holes
increases in the time domain (50 ps to 2.5 ns) despite the
recombination of the electron−hole pairs. This indicates that
the hole transport STiO2

0 → SP3HT
0 dominates the contribution to

the signal. Thus, transient PB of the ground-state absorption
decay can be described with a sum of two exponential
functions:

ϕ δ τ τ= + − +t t D t E t( ) ( ) exp( / ) exp( / )vib2 complex (3)

where the first term is the purely electronic hyperpolarizability
that responds instantaneously to the applied laser field (Figure
7, PB1), the second term is the nonradiatively decay from a
lower vibronic level |n⟩→ |0⟩ of SP3HT

0 that induces the hot-hole
cooling (Figure 7, PB2), and the third term represents the
complex contributions of hole transport STiO2

0 → SP3HT
0 and

recombination of the electron−hole pairs SP3HT1 → SP3HT
0 to the

detected signal (Figure 7, PB3). The hole transfer from
acceptor (either TiO2 or LnPxOy:TiO2) to P3HT gives rise to
the holes population, whereas the recombination with the
electrons in excited states SP3HT

1 |n⟩ (n = 0,1,2,3...) with an
effective fluorescence decay time τflu and the hot hole cooling
from the lower vibrational relaxation with a decay time constant
τvib2 both give negative contributions to the population of holes.
There exists a competition between the generation of new holes
and the quenching; thus the hole transfer time τh can be
estimated by using the relation 1/τcomplex = 1/τh − 1/τflu.

52

From fitting the normalized absorption decay dynamics using
eq 3, with either LnPxOy:TiO2 or TiO2 layer present, we found
that the complex decay time was almost the same (8.5 ns).
Assuming that the fluorescence decay time of P3HT remains
unchanged, that is, τflu = 38 ± 12 ns as obtained from the fits to
time-resolved PL decay transients in Figure 3, the hole transfer
time should be equal (∼6.95 ± 0.35 ns). This indicates that the

ACS Applied Materials & Interfaces Research Article

dx.doi.org/10.1021/am501597k | ACS Appl. Mater. Interfaces 2014, 6, 8771−87818777



doping of LnPxOy gives little influence on the hole transport
from acceptor to donor, which is in accordance with those
obtained from the CV curves and PL spectra (Supporting
Information, Figure S2 and Table S3). After doping LnPxOy,
the CB energy levels of acceptors were affected largely, whereas
the VB levels were only slightly affected. The results are in good
agreement with the phenomenon that the complex decay times
τcomplex of the different acceptors almost remain unchanged
(Table 1).
3.7. Photovoltaic Performance of HSCs. With a view to

exploring the doping effect of LnPxOy on the final photovoltaic
performance, we prepared and characterized two types of films
for comparison: pure TiO2/P3HT and blended LnPxOy:TiO2/
P3HT films. Figure 8a schematically describes the architecture
of the 3D LnPxOy:TiO2/P3HT BHJ. The devices were
fabricated by the sequential depositions of LnPxOy:TiO2,
P3HT, PEDOT:PSS, and Pt electrode on a transparent FTO
substrate. The cross-section of the photovoltaic layer was
characterized by SEM (Figure 8b): the different layers and their
individual thickness of the FTO, BHJ, and PEDOT:PSS can be
clearly distinguished. Especially, the thickness of the photo-
voltaic layer was estimated to be about 300 nm as observed

from Figure 8b. In addition, the morphology of LnPxOy doped
TiO2 was characterized by SEM, and it can be observed from
Figure 8c that the particle diameter of TiO2 was estimated to be
about 30 nm. The surface of the TiO2 layer clearly exhibits a
porous structure, which benefits the improvement of p−n
contact for BHJ. On the other hand, the porous structure of
TiO2 layer

58 is ready for the adsorption of P3HT molecules by
trapping the solution in the microporomerics.
Under the identical experimental conditions, the prepared

HSCs with LnPxOy present deliver a notable efficiency of
∼2.91%, enhanced by almost 48% as compared to its
counterpart without LnPxOy doping (1.97%). This efficiency
is higher than those of most of the other TiO2/P3HT hybrid
solar cells thus far.8 The photocurrent−voltage (J−V)
characteristics and photovoltaic parameters of the TiO2/
P3HT and LnPxOy:TiO2/P3HT HSCs under a simulated
solar light irradiation of 100 mW cm−2, as shown in Figure 8d
and Table 2, have improved after doping LnPxOy. In detail, the
photocurrent density Jsc has increased from 5.97 to 7.73 mA
cm−2. Additionally, it is worth mentioning that the CB energy
levels of acceptor are elevated by 0.2 eV while the energy levels
of donor remain unchanged, which may provide some insight

Figure 8. (a) Schematic diagram of the HSCs; (b) cross-sectional SEM image of the photovoltaic layer; (c) SEM image of porous TiO2 layer; and
(d) photocurrent−voltage characteristics of HSCs based on LnPxOy:TiO2/P3HT (solid lines), and pure TiO2/P3HT BHJs (dashed dotted lines),
respectively.

Table 2. Photovoltaic Parameters of the HSCs Based on Different BHJs

BHJ Voc [V] Jsc [mA cm−2] FF ηa [%]

LnPxOy:TiO2/P3HT 0.709 ± 0.005 7.73 ± 0.09 0.53 ± 0.01 2.91 ± 0.08
pure TiO2/P3HT 0.667 ± 0.005 5.97 ± 0.06 0.50 ± 0.01 1.97 ± 0.02

aη = JscVocFF/Pin, where Pin = 100 mW cm−2 (AM 1.5).
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into the slightly increased Voc (from 0.667 to 0.709 V)
according to eq S1 (Supporting Information).59 This
demonstrates that the doping of lanthanide phosphates indeed
is critical to the photovoltaic performance of solar cells. Last,
this work is initially motivated by exploring the potential
powerful role lanthanide ions playing in inorganic/organic
HSCs. However, having a better understanding of the
underlying photophysical mechanism will shed some light on
the designing rule of optimizing photovoltaic devices in future.
Finally, due to the expensiveness of rare-earth materials and
time-consuming processing techniques inherent in the present
work, there still exists a gap from practical and commercial
applications, which needs to be bridged in the future.

4. CONCLUSIONS
We have demonstrated that the incorporation of lanthanide
phosphates into TiO2 film indeed can result in an improvement
of both the hot electron and the less energetic electron transfers
at the interface of donor and acceptor, consequently enhancing
photovoltaic performances. The underlying photophysical
mechanism governing the double functions of down-conversion
and energy band regulation was clearly unveiled by femto-
second transient absorption spectroscopy. Strikingly, the
LnPxOy doping leads to an elevation of the CB level of TiO2
by 0.2 eV (i.e., from −4.33 to −4.13 eV) while the VB level
almost remains unchanged, and correspondingly the hot
electron transfer time from donor to acceptor shortens by
almost 60% (i.e., from τhot‑e = 30.2 to 12.7 ps). Yet the hole
transport from donor to acceptor almost remains unchanged,
which matches well with the CV characteristic and PL spectra.
Further, a novel hybrid LnPxOy doped TiO2/P3HT BHJ that
exploits the doping effect of lanthanide phosphate was
engineered. The LnPxOy doped HSCs deliver a promising
PCE of 2.91%, whereas a PCE of 1.97% was attained for its
counterpart without incorporating lanthanide phosphate. Such
high performance is ascribed to the down-conversion and the
elevated CB level of acceptor, thereby enhancing exciton
generation (via widening absorption range), promoting exciton
dissociation by decreasing the energy offset between CB levels
of donor and acceptor, and hence shortening intermolecular
electron transfer time. This study opens a new direction toward
the regulation of band position of acceptor, provides the
promising potential of lanthanide dopants that have a crucial
role in pursuing highly efficient HSCs to further enhance the
efficiency, and also motivates the synthesis and development of
more robust rare-earth compound for applications in solar cells.
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