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Photo-generated carriers lose energy during
extraction from polymer-fullerene solar cells
Armantas Melianas1, Fabian Etzold2, Tom J. Savenije3, Frédéric Laquai2,4, Olle Ingana¨s1 & Martijn Kemerink5,6

In photovoltaic devices, the photo-generated charge carriers are typically assumed to be

in thermal equilibrium with the lattice. In conventional materials, this assumption is

experimentally justi“ed as carrier thermalization completes before any signi“cant carrier

transport has occurred. Here, we demonstrate by unifying time-resolved optical and electrical

experiments and Monte Carlo simulations over an exceptionally wide dynamic range that in

the case of organic photovoltaic devices, this assumption is invalid. As the photo-generated

carriers are transported to the electrodes, a substantial amount of their energy is lost by

continuous thermalization in the disorder broadened density of states. Since thermalization

occurs downward in energy, carrier motion is boosted by this process, leading to a time-

dependent carrier mobility as con“rmed by direct experiments. We identify the time and

distance scales relevant for carrier extraction and show that the photo-generated carriers are

extracted from the operating device before reaching thermal equilibrium.
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Organic solar cells, a carbon-based alternative to inorganic
solar cells, can now perform at power conversion
ef“ciencies over 10% (refs 1,2). The photoactive layer in

state-of-the-art organic photovoltaic (OPV) cells is most
commonly a disordered mixture of a polymer donor and a
fullerene-based acceptor. The mixture of the two, a so-called
bulk-heterojunction, turns out to be a necessity for ef“cient
exciton dissociation and free charge carrier generation. Following
charge generation, the free charge carriers, as in inorganic solar
cells, must be transported to the electrodes before they can deliver
useful work in an external circuit. The energy of the extracted
charge carrier population is critical as it is related by
thermodynamics3 to the maximum attainable open-circuit
voltageVOC, and thus to the power conversion ef“ciency of the
photovoltaic device.

In analogy to modern, high-performance inorganic solar cells,
for OPV cells it is often tacitly assumed that following photon
absorption and free charge carrier generation„but before any
transport to the electrodes occurs„the free charge carrier
populations have already fully thermalized in their respective
density of states (DOS). Thus, the free charge carriers are
assumed to be transported at their corresponding equilibrium
energy levels„lowest unoccupied molecular orbital (LUMO) for
electrons and highest occupied molecular orbital (HOMO) for
holes„in analogy to the conduction and valence bands of
inorganic semiconductors. This assumption implies that no
further charge carrier energy losses to thermalization can occur.
In other words, a quasi-equilibrium situation is established and
quasi-equilibrium Fermi-Dirac statistics can be employed. In
silicon, for example, the photo-generated carriers thermalize by
phonon scattering to their respective band edges in approximately
350 fs (ref. 4), making the quasi-equilibrium assumption valid.
Despite lack of experimental proof this is often assumed to be also
the case in OPV devices.

It is, in fact, well known that thermalization is especially
important to consider in any semiconductor exhibiting strong
energetic disorder, extending the DOS far into the bandgap5…8.
For organic semiconductors, the DOS shape is commonly
assumed to be Gaussian with a typical widths around 0.1 eV.
This leads to equilibrium energies9 of the order ofs2/kTE 0.4 eV
away from the centres of the relevant levels: LUMO or HOMO.
Hence, thermalization could potentially lead to a total energy loss
(of both the electrons and the holes) as high as approximately
0.8 eV, an enormous number for a photovoltaic device. However,
such large losses are in con”ict with well-established empirical
rules, which nevertheless indicate approximately 0.5 eV loss of
open-circuit voltage10 to largely ill-understood causes11,12. In
view of the above, it is surprising that thermalization in OPV
devices has not yet been thoroughly investigated and that implicit
assumptions of local quasi-equilibrium are widespread in the
OPV community.

Here, we study thermalization over an exceptionally wide
dynamic range. Our treatment includes several experimental
techniques spanning up to 8 orders of magnitude in time. The
results that follow are explained by a coherent quantitative model.
Although in literature these techniques are mostly discussed in
isolation, making it hard if not impossible to get the full picture,
here all relevant time scales are investigated: a uni“cation of the
most commonly employed optical, electrical and numerical
techniques to study OPV devices is presented. Our results indicate
that in organic solar cells, the photo-generated carriers do not
reach thermal equilibrium during their presence in the device. The
mechanism of thermalization is in fact fundamentally different to
that encountered in inorganic solar cells (excluding certain
amorphous materials). At early times (1…100 ns) a substantial
amount of energy of approximately 1…2s is lost by fast diffusion-

dominated carrier motion, followed by a slower loss of
approximately 0.5…1s during drift-dominated carrier extraction.
Therefore, device models based on the assumption of quasi-
equilibrium have to be reconsidered.

Results
Materials. We have studied photovoltaic blends of TQ1:
PC71BM13…19 and PCDTBT:PC61BM20…24, yielding similarly
high-power conversion ef“ciencies of 7%, and comparably high
internal-quantum-ef“ciency values of approximately 90%. Full
compound names are given in the Methods section. Both blends
are known to be rather amorphous14,22. Nevertheless, the results
that follow are expected to be general and not only apply to a
broad range of disordered polymers but also to those of more
semi-crystalline nature as will be further explained.

Experiments de“ne simulation parameters. To get a consistent
physical picture at all relevant time scales, we have employed
several transient experimental techniques that monitor charge
carrier dynamics in OPV devices. The thermalization of photo-
generated charge carrier populations (of positive polarons) was
monitored by following the bleach signal of the time-resolved
photo-induced absorption spectroscopy (TA)23,24between 10� 13

and 10� 6s. The transient mobility of the photo-generated
carriers was monitored by time-resolved terahertz spectroscopy
(THz)16, time-resolved microwave conductivity (TRMC)17,25 in
combination with TA18 and time-delayed charge extraction
experiments (pCELIV)26.

Experiments are complemented with kinetic Monte Carlo (MC)
simulations based on the well-established Gaussian disorder
model8, which accounts for the hopping carrier motion in the
disorder broadened DOS and is particularly suited for this type of
problem. In brief, the simulations account for: site occupation/
state-“lling effects; all Coulomb interactions, including image
charges in metal electrodes (when present); electron-hole
recombination and exciton diffusion. Whenever possible we
used simulation parameters as obtained from experiments or
“tting the model to experiments. Importantly, a single parameter
set was used to simulate all experiments. To keep the number of
simulation parameters to a minimum, the DOS of both the
polymer and the PCBM were chosen to be single Gaussians. The
combined rich experimental data set presented in this article and
collected from previous work19,24,27de“ned parameters for the
kinetic MC model with little room for parameter adjustment. For
further information regarding the model and which experiments
de“ned the simulation parameters, see Supplementary Note 1,
Supplementary Tables 1 and 2 and refs 19,24,27.

Finally, it is important to point out that we refer to
•thermalization• or •relaxation• by hopping motion between
localized sites. On-site thermalization/localization is expected
to be very fast28 and thus unimportant for the time scales
investigated here.

Hole thermalization. Following photon absorption, ultrafast
exciton dissociation„the formation of charge-transfer states and
free charge carriers„occurs on a time scale of hundreds of
femtoseconds or less (see ref. 23 and Supplementary Fig. 1 for
details), following which charge carrier thermalization com-
mences. Figure 1a shows the thermalization of positive polarons
(holes) as measured by the time-resolved photo-induced
absorption spectroscopy under pulsed 532-nm laser illumination.
A white-light-probe was used and the spectral shift of the bleach-
signal-maximumDE was assigned to the thermalization of holes
in the disorder broadened DOS23,24. See Supplementary Note 2
for why the photo-induced bleach (PB) band was chosen.
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It has been argued that on the nanosecond timescale charge-
transfer states can recombine into triplets on the polymer29,
hence, the presence of triplets might limit the observable free hole
energy loss to thermalization. On basis of general statistical
considerations, two-particle (triplet) relaxation must be slower
than single particle (free hole) relaxation: the number of “nal
states at lower total energy available to the electron…hole pair,
which is a joint DOS, is much (approximately quadratically)
lower than for a single charge. As relaxation rates depend on the
number of available “nal states, triplet relaxation must be
signi“cantly slower than free charge relaxation. Hence, the
larger the ratio of holes in triplets to free holes, the smaller and
slower is the hole thermalization observable via the PB. As the
rate of triplet formation is pump-”uence dependent29…31, its
limiting effect on the PB shift must also be dependent on pump-
”uence. The absence of a pump-”uence dependence on the PB
shift, see Supplementary Fig. 2 and refs 23,24, therefore implies
that the thermalization kinetics of Fig. 1a are not signi“cantly
affected by triplet formation and indicate free hole
thermalization. For a more detailed discussion and the full 3D
time-resolved and spectrally resolved data set of TQ1:PC71BM,
see Supplementary Fig. 1 and Supplementary Note 2.

Hole thermalization energy losses are substantial: approxi-
mately 0.1 eV for TQ1:PC71BM (“lled orange circles) and 0.2 eV
for PCDTBT:PC61BM (empty orange circles). The approximately
two times difference in the energy loss due to thermalization
indicates that PCDTBT is considerably more energetically
disordered than TQ1. This is also visible in the transient
photoluminescence (TRPL) spectral peak shifts of pristine
polymer “lms (Supplementary Fig. 3), where one observes
approximately two times larger transient red shift for the
PCDTBT than for the TQ1. For both systems, a substantial and
relatively slow charge carrier thermalization energy loss occurs.

We “nd that the thermalization energy loss in TQ1:PC71BM is
pump-”uence independent for pump-”uences of up to approxi-
mately 3.5� 1013 photons per cm2 per pulse (Supplementary
Fig. 2), which corresponds to initial carrier densities in the OPV
device of up to approximately 1� 1018cm� 3. Thermalization of
holes in PCDTBT:PC61BM is also independent of light intensity24

for pump-”uences up to approximately 1� 1014 photons per cm2

per pulse. This means that concentration (state-“lling) effects are
unimportant for the hole thermalization dynamics, a direct
consequence of the system being out-of-equilibrium; whereas at
quasi-equilibrium such concentrations do lead to strong state-
“lling effects32,33. Hence, the thermalization energy losses shown
in Fig. 1a also occur (and in the same way) in devices operating at
continuous 1 Sun illumination conditions19, where charge carrier
densities are at least an order of magnitude smaller.

Figure 1a shows our MC model to successfully reproduce the
hole thermalization dynamics for both TQ1:PC71BM (red solid
line) and PCDTBT:PC61BM (red dashed line) up to a time scale
of E 100 ns. Simulations con“rm that the thermalization of holes
is concentration (pump-”uence) independent up to fractional
DOS occupancies of the order of 0.01 (Supplementary Fig. 4). The
mismatch at longer time scales is likely due to the fact that
the real DOS of the material need not be single-Gaussian-shaped.
The deviation suggests that below approximately 2s the DOS tail
decays more (TQ1:PC71BM) or less (PCDTBT:PC61BM) than
prescribed by a Gaussian-shaped DOS. We note that an
exponential DOS fails to reproduce the experimentally measured
thermalization of holes in these blend systems.

Using a Gaussian-shaped DOS, Fig. 1a is essentially a two
parameter “t: the energetic disorders of the HOMO de“nes
the magnitude of the hole thermalization loss and the hole
attempt-to-hop frequencyn0 de“nes the onset of thermalization.
As suggested by experiments in Fig. 1a, PCDTBT should
be considerably more energetically disordered than TQ1.
From simulations, we “nd the energetic disorder of the HOMO
level for PCDTBT:PC61BM blend to be 110 meV, which is in the
range of the typically observed disorder values for OPV donor
materials27,33,34. It is more than twice the remarkably low
disordersE 45 meV found for the TQ1:PC71BM blend HOMO.
A simple analysis of temperature-dependent space-charge limited
current (SCLC) experiments in TQ1:PC71BM estimates
sE 52 meV (Supplementary Fig. 5), in good agreement with a
low disorder. Such desirably low energetic disorder values are
comparable to those reported for the semi-crystalline P3HT:PCBM
blends sE 40 meV (ref. 35). This is especially important as
amorphous polymers are potentially easier to process. The reason
for such a low energetic disorder of the HOMO level in
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Figure 1 | Hole thermalization dynamics and the time-dependent mobility.(a) Smoothed experimental data of the time-resolved bleach-peak shift in
energyDEfor TQ1:PC71BM (“lled orange circles) and PCDTBT:PC61BM (empty orange circles) and the corresponding Monte Carlo simulations for
TQ1:PC71BM (solid red line) and PCDTBT:PC61BM (dashed red line). The black dashed line indicates the centre of the hole DOS„the position of the HOMO
level. (b) Time-dependent mean mobility of TQ1:PC71BM in THz and TRMC/TA experiments (blue lines), pCELIV experiment (blue open circles) and
simulations at the indicated initial carrier densitiesn0 (red symbols). The red dashed line indicates the predicted mean equilibrium mobility as calculated
from the simulation parameters34. Extraction times at short-circuit (black empty diamond) and at maximum-power point (black empty circle) mark the
time scales relevant for electron extraction. THz results taken from ref. 16.
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TQ1:PC71BM is not entirely clear. However, as TQ1 is a liquid-
crystalline polymer14, the low disorder is likely related to its rather
rigid planar conformation of the conjugated backbone on a
relevant distance scale. This would make the energies of the
polymer segments, responsible for charge transport, insensitive to
polymer backbone twists and turns in the otherwise disordered
bulk-heterojunction mixture, thereby retaining only a small energy
spread (energetic disorder) of the HOMO levels. A very similar
argument was recently used to explain near-disorder-free charge
transport in “eld-effect transistors36.

Time-dependent mobility. As the hopping rate in a Gaussian
DOS depends strongly on the energy of the hopping charge, it is
expected that the mobilitymof the photo-generated charge car-
riers is time-dependent. In other words: as thermalization occurs
downward in energy, carrier motion is boosted by this process.
Transient mobility m(t) has been investigated experimentally,
however, only in: time scales longer than microseconds after
photogeneration26, when most of the thermalization has already
occurred, see Fig. 1a. As we will show below: mobilities measured
at these time scales are not relevant for carrier extraction; early-
time measurements over a limited time range16,37,38, whereas the
full mobility transient between photogeneration and extraction
should be considered; indirect experiments39 combined with
simulations19,24,40; studies of pure polymers41,42and PCBM43,44,
results of which are not evidently comparable to OPV blends.
Thus, to our knowledge, there is no conclusive experimental
demonstration that mobility in operating OPV devices is time-
dependent over all relevant time scales, and in fact it has been
argued to be constant37,45,46. We now show by a combination of
several direct experiments that charge carrier mobility in OPV
devices is indeed time-dependent, and, importantly, is coupled to
the energy loss outlined above.

Figure 1b shows the time-dependent mobility collected from
various experiments (blue lines and symbols) and as predicted by
our kinetic MC model for the indicated initial carrier densitiesn0
(red symbols) for TQ1:PC71BM. The model prediction is in
excellent agreement with the experimental THz, TRMC in
combination with TA (TRMC/TA) and pCELIV mobilities. See
Supplementary Fig. 6 and Supplementary Note 3 for an explanation
of how the experimental TRMC/TA mobility can be estimated.
Although mobility in disordered organic semiconductors is known
to be concentration dependent at quasi-equilibrium32,33, this is not
necessarily the case when out-of-equilibrium; charge carriers reside
at higher energies in the DOS where considerably more sites are
accessible for transport, which signi“cantly diminishes
concentration effects. In fact, TRMC/TA experiments indicate
that the time-dependent mobility is pump-”uence independent up
to initial carrier densities of approximately 4� 1018cm� 3

(Supplementary Fig. 6) and up to fractional DOS occupancies of
0.01 as con“rmed by simulations in Fig. 1b and Supplementary
Fig. 7. Therefore, for the relevant charge carrier densities
encountered in operating OPV devices, the time-dependent
mobility is concentration independent„state-“lling effects are
unimportant. Hence, the mobility of the photo-generated charges
shown in Fig. 1b also decays (and in the same way) in devices
operating at 1 Sun continuous illumination conditions19, for
further details see Supplementary Figs 6…8 and Supplementary
Note 3, where it is outlined how the TRMC/TA mobility can be
estimated. As neither experimental technique can distinguish which
charge carrier is observed, the experimental data in Fig. 1b are
indicative of the mean charge carrier mobility. Therefore, also the
mean simulated mobility is plotted. Supplementary Fig. 7 discusses
the separate electron and hole contributions.

The partial mismatch between the THz experiment and the
MC simulation can, to a large degree, be attributed to the fact that

the calculated mobility is a (transient) frequency-independent
(DC) mobility at a constant applied electric “eld, whereas the
experimental mobility is frequency-dependent (AC) due to the
time-varying electric “eld. When accounting for the time-varying
electric “eld in the MC simulations, the THz mobility increases
by about an order of magnitude, as expected on basis of earlier
work47…49and becomes less time-dependent, whereas the TRMC/
TA mobility is unaffected, see Supplementary Fig. 9. Moreover,
differences between fast intra-chain or intra-aggregate motion
and slower inter-chain or inter-aggregate motion are not
explicitly accounted for in the MC model, see ref. 50 for a
complementary view. Intra-chain motion has previously been
suggested to be predominantly probed in THz spectroscopy38,49.
Full treatment of AC inter- and intra-chain motion is, however,
beyond the scope of this work.

We do note that the pCELIV results indicate a “nal mobility
decay at 10…20ms (Supplementary Fig. 10) after which the charge
carrier mobility for TQ1:PC71BM becomes constant. As the
charge carrier mobility has reached its equilibrium value, also the
charge carrier thermalization (of one of the charge carriers) must
have been complete. Unfortunately, TA signals at such long time-
delays are dif“cult to detect as few charge carriers survive
recombination. It thus proved to be impossible to follow the hole
thermalization in Fig. 1a up to 10ms but the data do indicate at
least a reduction in thermalization rate. The red dashed line
indicates the mean equilibrium mobility calculated from the MC
simulation parameters as suggested by Pasveer34. We “nd rather
balanced electron me¼3� 10� 4cm2V � 1s� 1 and hole
mh ¼2� 10� 4cm2V � 1s� 1 equilibrium mobilities, the mean
of which m¼2.5� 10� 4cm2V � 1s� 1 is in excellent agreement
with the pCELIV experimentm¼2� 10� 4cm2V � 1s� 1.

Electron thermalization. So far we looked at hole thermalization
dynamics only. In control TA experiments, we have also checked
for electron signatures originating from fullerenes. However, both
the PB and the photo-induced absorption of fullerenes were
found to be very weak, making them hardly detectable in poly-
mer:fullerene blends because of the presence of holes, the sig-
natures of which are considerably stronger. Unfortunately, we are
not aware of alternative experimental techniques that directly
monitor the thermalization of the photo-generated electron
population in PCBM. Hence, it is only indirectly, through the
time-dependent mobility of Fig. 1b, that we know of electron
thermalization. Nevertheless, the experiments presented in this
article, those studied in previous work19,24,27 and especially
Fig. 1b for TQ1:PC71BM, leave little room for simulation
parameter adjustment. We are therefore con“dent to also make
predictions for the electron thermalization dynamics on the basis
of our kinetic MC model.

Figure 2a shows the estimated free charge carrier thermalization
losses for both blend systems studied in this work. Despite the large
difference in hole thermalization dynamics (due to the difference in
the energetic disorder of the HOMO levels), the thermalization
dynamics of the electrons are found to be remarkably similar.
This suggests that for ef“cient OPV devices and for fullerene
loadings employed here, 2:5 for TQ1:PC71BM and 1:2 for
PCDTBT:PC61BM, the energetic disorder of the PCBM is hardly
affected by the choice of polymer and equals approximately
120 meV, the same value as reported for pristine PCBM27. This is
further con“rmed by identical time-dependent electron mobilities
in both blends despite the slightly different electron hopping
frequencies (Supplementary Fig. 11). This is highly unfortunate as a
large disorder leads to large thermalization losses.

Although holes in PCDTBT:PC61BM and TQ1:PC71BM have
similar hopping frequencies, as determined by their (similar)
onsets of thermalization, the energetic disorder of the
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