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ABSTRACT
The extraction of photogenerated holes from CH3NH3PbI3 is crucial in perovskite solar cells. Understanding the main parameters that influ-
ence this process is essential to design materials and devices with improved efficiency. A series of vacuum deposited hole transporting materials
(HTMs) of different ionization energies, used in efficient photovoltaic devices, are studied here by means of femtosecond transient absorption
spectroscopy. We find that ultrafast charge injection from the perovskite into the different HTMs (<100 fs) competes with carrier thermal-
ization and occurs independently of their ionization energy. Our results prove that injection takes place from hot states in the valence band
making this efficient even for HTMs with higher ionization energy than that of the perovskite. Moreover, a new trapping mechanism is
observed after the addition of HTMs, which is attributed to interfacial electron traps formed between the CH3NH3PbI3 and the HTMs, in
addition to traps in the neat perovskite. Interfacial electron trapping is slower compared to the ultrafast hole injection, which contributes to
the high efficiency obtained when these HTMs are employed in solar cells.

© 2019 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/1.5086692

I. INTRODUCTION

Metal halide perovskites that have the general chemical for-
mula ABX3, where A is an inorganic or organic monovalent cation,
B is a divalent metal cation, and X is a halogen atom, are prov-
ing themselves as efficient light-harvesters for solar cell applica-
tions.1–3 Key benefits over other thin-film alternatives are their high
absorption coefficient, low exciton binding energy, and long car-
rier diffusion lengths.4 In addition, the versatility of the material
allows modifications to form perovskites with higher exciton bind-
ing energies, tuneable bandgap, and narrow emission bandwidth for
light-emitting diodes (LEDs).5–7 Concerning perovskite solar cells
(PSCs), the exceptionally steep increase in their performance within
the last few years situates them amongst the most promising candi-
dates to provide a solution for modern energetic demands, either in
the single junction8 or, as recently shown, in multijunction tandem
devices.9–11 Standard single junction devices consist of an absorber

perovskite, such as CH3NH3PbI3 (MAPI), interposed between
an electron-transporting material (ETM) and a hole-transporting
material (HTM).12 In these devices, the favorable processes of
charge formation and subsequent electron and hole extraction are
in kinetic competition with undesirable processes, such as trapping,
that can lead to recombination losses.13 Therefore, the main role of
the ETM and HTM layers is to facilitate the charge transport to the
electrodes, block undesired back injection, and help the long-term
stability of the PSCs.14,15

Characteristics that are typically taken into consideration for
the choice of a HTM are the ionization energy (IE), the hole mobility,
and the photochemical stability, as well as a suitable light absorp-
tion that does not interfere with the perovskite absorption when the
HTM is on the side of light incidence.16 Concerning the IE, a favor-
able offset with respect to the perovskite valence band (VB) is in
theory necessary for an efficient hole injection. However, there
are contradictory reports about the impact of the difference in IE
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between the perovskite and HTM on the solar cell performance
and Voc. Recent experimental results, including on the systems
investigated here, show that the use of HTMs with different IEs
does not determine the device Voc within the explored range.17–20

Similarly, Voc has been reported to be independent on the differ-
ence in the built-in potential, when employing ETMs with different
work functions (WFs) in devices containing Spiro-OMeTAD as the
HTM.21

Previous studies have highlighted the influence of trapping on
the Voc of PSCs.22–25 This has been one of the main drives to under-
stand the role of perovskite defects. Many studies have shown the
defect-tolerance of MAPI concerning its intrinsic bulk defects,26–30

and a lot of progress on the reduction intrinsic surface trap states has
been made.31–35 Additional surface states can be formed at the inter-
face with an ETM or HTM, which can act as active interfacial traps
if their energy lies in the bandgap. Along this line, an increased crys-
tallinity of the MAPI perovskite can result in a Voc enhancement,
thus highlighting the effect of the trap states.36

Besides the influence of the trap states on Voc, their impact on
hole injection to an HTM remains uncertain. Moreover, the exact
mechanism of the hole injection, in general, remains not very well
understood. A broad range of time-constants for the hole injec-
tion has been reported, even when using the same HTM (Spiro-
OMeTAD).13,37–45 In particular, fast (80 fs up to 1 ps),13,37–41 inter-
mediate (8 ps),42 and slow (0.75 ns to tens of nanosecond)43–45

hole injection times have been reported for Spiro-OMeTAD. On the
other hand, slow hole injection rates have been found for polymeric
HTMs.46 The dependence of the hole injection rate on the energetic
alignment of the HTM IE with the perovskite VB is of high impor-
tance for the design rules of novel HTMs aiming to increase the
efficiencies of PSCs.

In this context, we use femtosecond transient absorption (TA)
spectroscopy to determine the injection dynamics between MAPI
and organic HTMs with different IEs, as well as the interfacial trap-
ping processes. This analysis helps to elucidate the main mechanism
of hole injection, while highlighting the importance of the interfa-
cial traps. The hole injection into the HTMs, the intrinsic electron
trapping present in the neat perovskite, and the interfacial electron
trapping upon the addition of the HTMs are studied. A relatively
broad energetic distribution of traps is detected in neat MAPI. We
then find that hole injection faster than 100 fs occurs independently
of the IE of the HTM, while the electron trapping takes place at
longer times. Finally, an additional mechanism due to interfacial
trapping is revealed upon the addition of the HTMs in contact with
the perovskite.

II. RESULTS AND DISCUSSION
Since up to now most of the research has focused on Spiro-

OMeTAD, our study provides useful insights into the aforemen-
tioned processes for novel HTMs with different IEs and the
additional benefit of being compatible with vacuum-deposition.
Vacuum-depositing perovskites and HTMs without further post-
treatment minimize the influence of the deposition conditions
on the interface as it avoids solvent considerations. It is a well-
established technique in the electronics industry and has proven to
be very promising for large-scale commercialization of the PSCs.47

The analyzed systems were chosen based on their good performance

when employed in complete working solar cell devices, despite
the different offset between the perovskite VB and the IE of
the HTM.19,20 The HTMs studied are 4,4′,4′′-Tris[phenyl(m-tolyl)
amino]triphenylamine (m-MTDATA), N4,N4,N4”,N4”-tetra([1,
1′-biphenyl]-4-yl)-[1,1′:4′,1”-terphenyl]-4,4”-diamine (TaTm), and
Tris(4-carbazoyl-9-ylphenyl)amine (TCTA). Their ionization ener-
gies were measured by Dänekamp et al. by photo-electron spec-
troscopy to be 5.0 eV, 5.4 eV, and 5.7 eV,20 respectively, thus
having a positive, a zero, or a negative offset with respect to the per-
ovskite VB (5.4 eV), as shown in Fig. S1. The perovskite had the
same thickness both in the neat film and the bilayers, while also
the same thickness for the HTMs was used in all the bilayers. The
thickness of the layers in the studied bilayers was measured by a
profilometer and was found to be 250 nm for the perovskite and
100 nm for all the HTMs. More details on the sample preparation are
given in the supplementary material, while the complete electrical
characterization and the performance of the studied materials when
employed in solar cell devices has been reported in our previous
study.20

At first, we focus on the results for neat MAPI. We performed
TA measurements on neat MAPI using excitation pulses at 600 nm
and probing between 480 and 1100 nm. Measurements were carried
out at a low pump fluence that corresponds to an initial photoexcited
carrier density of 1.4 × 1017 cm−3. Performing TA measurements at
different excitation densities confirmed that no higher order recom-
bination effects take place for this excitation density, as shown in
Fig. S2. Figure 1(a) shows the TA spectra of neat MAPI at differ-
ent time delays after excitation between 0.1 ps and 2 ns. The steady
state photoluminescence (PL) spectrum is included in the same
Figure.

A. TA on neat MAPI
The TA spectra of neat MAPI can be divided into spectral

regions involving different processes. Figure 1(b) shows a simpli-
fied band diagram constructed according to a previous report.48 In
this band diagram, only the highest occupied VB and lowest unoc-
cupied conduction band (CB) are included—necessary to describe
our TA results—and the trap states probed from our TA measure-
ments as discussed below. The transitions probed in the different
spectral regions are also shown. More specifically, between 710 nm
and 760 nm, depletion of the VB and filling of the CB are probed as
a negative TA signal named visible ground state bleaching [vis GSB,
orange arrow in Fig. 1(b)]. Upon ultrafast photoexcitation, band-
filling competes with bandgap renormalization (BGR),49,50 while
after the first few picoseconds, most of carriers have relaxed to the
CB and VB edges51 and GSB recovery takes place due to carri-
ers returning from the CB edge to the VB edge or relaxing to the
trap states within the gap. The latter is evident by the broader GSB
band during the first 100 fs and its narrowing at longer times. In
the region between 500 nm and 710 nm, a visible photo-induced
absorption (vis PIA) is attributed either to photo-induced refrac-
tive index changes50 and/or to transitions of free carriers from the
CB edge to higher states within the CB or higher CBs and/or from
lower VB states or lower VBs to the VB edge [green arrow in
Fig. 1(b)].

Moreover, we probed in the n-IR region between 850 nm and
1100 nm, which correspond to energies smaller than the bandgap.
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FIG. 1. (a) TA spectra at different time
delays after 600 nm excitation and nor-
malized PL spectrum (dotted black line)
for neat MAPI. The inset shows a zoom
on the n-IR spectral region. (b) A simpli-
fied band diagram for the Γ-valley in neat
MAPI is shown that includes only the
highest occupied valence band and low-
est unoccupied conduction band. In addi-
tion, the trap levels probed via our TA
measurements are included. With solid
arrows, the transitions that are probed at
different spectral regions are shown. (c)
TA dynamics at short times after 600 nm
excitation detected at different probed
wavelengths for neat MAPI. The decays
for the complete time-window are shown
in the inset.

TA signals arising from three different origins are expected in this
spectral region and are shown with red arrows in Fig. 1(b). First,
intraband transitions within the CB result in a positive PIA (n-IR
PIA). Second, intraband transitions within the same VB can also
contribute to a positive PIA. Third, the presence of trap states located
within the bandgap will result in a negative photo-bleaching signal
(n-IR bleaching). At early times, we observe a small positive signal
that disappears very quickly and becomes negative for longer times,
as shown in Figs. 1(a) and 1(c). In order for the difference between
the TA dynamics probed at the GSB and at 900 nm to be explained,
the inclusion of trap states is necessary. In the absence of trap states
that lead to the negative signal, only positive PIA should be evident
in the n-IR region. By contrast, at times longer than 100 fs, the pos-
itive PIA is converted into a negative signal due to filling of the trap
states, thus confirming their presence. The observation of the n-IR
TA signal and its characteristics is in line with previous results,39,52

which also associate them to the existence of trap states at the per-
ovskite surface. Also, the PL spectrum of the neat perovskite studied
here extends only up to 880 nm [Fig. 1(a)]; therefore, it cannot influ-
ence the signatures observed in the n-IR range. Due to the large
width of the n-IR bleaching band, we conclude that a distribution
of traps (1.180–1.458 eV, measured from the VB maximum) exists
in the vacuum-deposited perovskite. This is in line with the results
of several previous studies.53–56 Their position in the bandgap coin-
cides with the energy level of positive interstitial iodine predicted in
a recent theoretical work,30 which postulates the role of iodine inter-
stitials as donor defects and thus as electron traps. The population
of hole traps cannot be probed directly because it lies outside our
detection window.

B. Hole injection in MAPI/HTM bilayers
To study the hole injection to the HTMs, we performed TA

measurements on perovskite/HTM bilayers. The TA spectra at dif-
ferent time delays after excitation at 600 nm for the bilayer of MAPI
with m-MTDATA are shown in Fig. 2(a), while the ones for the

bilayers with TaTm and TCTA are shown in the supplementary
material (Fig. S3). Using 600 nm as the excitation wavelength
ensures that only the perovskite and not the HTM is excited, as
confirmed by the steady state absorption spectra shown in Fig. S4.
The HTMs studied here absorb at higher photon energies than the
pump.

In Fig. 2(b), we compare the normalized TA dynamics detected
at the vis GSB maximum in the bilayers with the different HTMs.
As shown in the inset of Fig. 2(b), we observe a faster GSB decay,
already from the first 100 fs onwards, upon the addition of the HTMs
in contact with MAPI. This result combined with the smaller initial
amplitude of the vis GSB seen for the bilayers [Fig. 2(c)] provides
evidence that hole injection to the HTMs takes place at very fast time
scales competing with our time resolution (≈80 fs). Indeed, since
measurements for the perovskite and bilayers with HTMs were per-
formed at the same absorbed excitation density (1.4 × 1017 cm−3)
for all cases, the smaller initial GSB in the bilayers is indicative of the
presence of a smaller number of carriers already during the first 100
fs due to fast injection of holes into the HTMs. This is faster than
the reported hot-hole cooling toward the VB edge.51 This reduc-
tion in the GSB amplitude could, in principle, also originate from a
change of the refractive index upon the addition of the HTMs. How-
ever, the HTMs are expected to have a refractive index of around
≈1.7,57,58 in-between that of the air (≈1.0) and that of MAPI (higher
than 2.4),10,59 which should not significantly affect the reflectivity
of the samples. The ultrafast hole injection also justifies the red-
shift between the vis GSB of neat MAPI and the bilayers observed
in Fig. 2(c). The initial band-filling that takes place upon photo-
excitation due to the occupation of higher intra-band states leads to
a blue-shift of the early GSB. Ultrafast hole injection in the bilayers
implies that there are less holes available to occupy the states of the
perovskite VB and to contribute to band-filling, leading to a smaller
blue-shift of the initial vis GSB (it is more red-shifted with respect to
the neat MAPI film).

A rise of the polaron signal from the HTM occurring on the
same time scale as the observed reduction in the perovskite GSB
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FIG. 2. (a) TA spectra at different time-delays for the m-MTDATA/MAPI bilayer following excitation at 600 nm. (b) TA dynamics normalized at 0.75 ps, detected at the
respective vis GSB band maximum of neat MAPI and m-MTDATA/MAPI, TaTm/MAPI and TCTA/MAPI bilayers. The inset shows the early time dynamics normalized at 0 ps.
(c) TA spectra of neat MAPI and MAPI/HTM films detected 100 fs after excitation. (d) Normalized TA dynamics detected at 900 nm for all studied systems.

would be an absolute proof for the occurrence of hole injection.
However in our case, the TA spectra of MAPI/m-MTDATA, as well
as the other HTMs, show comparable signatures in the visible range
with neat MAPI and the oxidized state of the HTMs is not observed.
This is because the signature of the oxidized state of the HTMs is
not accessible in our experiment since it is expected to lie further in
the IR or to overlap with the signatures of the perovskite in the visi-
ble range, as has been previously reported.37,39 Some differences are
nevertheless observed in the n-IR range [inset of Fig. 2(a)] and will
be discussed below.

Figure 2(d) shows the normalized TA dynamics of all samples
detected at 900 nm, where the trap population is probed. Since the
same rise time of the negative n-IR bleaching signal at 900 nm in
the neat perovskite and bilayer systems is observed, we exclude that
the ultrafast initial decay seen for the vis GSB in the bilayers arises
from filling of the traps (and confirm its origin due to hole injection).
However, the difference in the dynamics between the perovskite and
the bilayers seen after the first 10 ps will be explained below in terms
of interfacial trapping.

The observed ultrafast hole injection for all HTMs, indepen-
dently of their favorable or unfavorable IE, is in line with previous
reports on the hole injection from MAPI to Spiro-OMeTAD,13,37–41

NiOx,60 vacancy-engineered MoS2,61 poly(triarylamine) (PTAA),
and poly(3,4-ethylenedioxythiophene):poly(styrene sulfonate)
(PEDOT:PSS).62 The efficient hole injection is further confirmed
by the fact that solar cell devices employing all the studied HTMs
are functional20 and is in line with previous reports on the inde-
pendence of Voc on the IE of the HTM.36,63 However, we can-
not exclude any nanosecond hole transfer, as has been reported
for both Spiro-OMeTAD43–45 and different polymeric HTMs such

as PTAA, poly(3-hexylthiophee-2,5-diyl) (P3HT), and poly[2,6-
(4,4-bis(2-ethylhexyl)-4Hcyclopenta[2,1-b; 3,4-b′]dithiophene)-alt-
4,7-(2,1,3-benzothiadiazole)] (PCPDTBT),46 since this is outside of
the studied time window.

As already mentioned above, the hole injection in the bilayers
competes with carrier thermalization processes such as band-filling
and bandgap renormalization. This is evident in Fig. S5, where the
dynamics detected at a short and a long wavelength of the vis GSB
band for neat MAPI and the m-MTDATA/MAPI bilayer are com-
pared. The dynamics detected at the short wavelength is faster than
the one detected at the longer wavelength in both the neat perovskite
and the perovskite/HTM bilayers. The longer rise time at the longer
wavelength is due to the time that the carriers need to relax form
higher states to the band-edge. The decay at the short wavelength is
faster for the bilayer because of the loss of the carriers due to the fast
hole injection toward the HTM and thus less carriers will thermalize
to the band edge of the perovskite. This clearly shows that the hole
injection to the HTM is faster than the thermalization. Eventually,
less carriers will thermalize to the band edge of the perovskite in the
bilayers and therefore the relaxation to the band edge in the bilayers
is faster compared to that seen for the neat MAPI.

The differences in the relaxation times to the band edge, the
smaller amplitude of the initial GSB, and the red-shifted GSB sup-
port our conclusion for ultrafast charge transfer from the perovskite
to the studied HTMs. The observation of ultrafast hole injection, fur-
ther supported by the efficient charge extraction in solar cell devices
made with all HTMs,20 is particularly significant for the case of
TCTA, where hole injection should not be expected judging from
the negative offset between the VB of the perovskite and the IE of
the HTM. As was shown above, the hole injection competes with the
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processes of band-filling and bandgap renormalization; therefore, it
is possible that the hole injection does not take place from the VB
edge but from hot states which lie deeper in the VB. In this case, the
energetic off-set allows the process to take place.

C. Interfacial electron trapping
in perovskite/HTM bilayers

Differences between TA results in neat MAPI and the per-
ovskite/HTM bilayers can be used to draw conclusions regarding the
electron trapping and recombination processes in these systems. As
mentioned above, the dynamics of the MAPI bilayers with HTMs
detected in the n-IR bleaching band at 900 nm [Fig. 2(d)] are faster
compared to neat MAPI at times longer than 10 ps. Moreover, look-
ing at the TA spectra of neat MAPI [Fig. 1(a)] and the bilayers
of m-MTDATA and TaTm [Figs. 2(a) and S3], a different n-IR
bleaching band shape is observed upon the addition of the HTMs,
indicating in part a different origin of this band. For the case of
TCTA, there is not an obvious spectral change and differences can
be obtained from the analysis of the dynamics provided below.

To further analyze our results and to clarify the differences
in the relaxation/recombination processes between the studied sys-
tems, we used global analysis on our TA results. This procedure is
useful for the disentanglement of trapping processes at intrinsic per-
ovskite traps and interfacial trapping present upon the addition of
the different HTMs. The entire TA datasets at all times after the
pulse rise are simultaneously fitted to obtain the relaxation mech-
anisms and the respective time constants related to each process.
Since an a priori kinetic model is missing, the data are simulated by
a sum of exponential decays along with their amplitudes, as shown
in Eq. (1),

∆A =∑2,3
i=1 Ai ⋅ e−

t
τi , (1)

where Ai is the amplitude and τi is the corresponding time con-
stant of each relaxation/recombination mechanism. A certain time
constant is attributed to a relaxation amplitude that corresponds
to the fraction of the TA signal that participates in this relax-
ation process over the whole detection range. Plotting the ampli-
tudes vs the probed wavelengths, the decay associated spectra (DAS)
are obtained. Here, the DAS of neat MAPI, m-MTDATA/MAPI,
TaTm/MAPI, and TCTA/MAPI are shown in Figs. 3(a)–3(d). Due
to our time window that does not exceed 2 ns, we cannot define with
accuracy the long-lived component. The value given in the global
analysis is a minimum limit, especially in the case of neat perovskite,
where a higher PB signal is still present at long times.

For the neat perovskite, the inclusion of only two relax-
ation/recombination mechanisms was sufficient to analyze the data
in agreement with previous reports.43 The ultrafast time constant
(τ1 = 366 fs) corresponds to the relaxation of the carriers to the
band-edges,50,51,64,65 while τ2 = 1.4 ns represents the processes that
contribute to ground state recovery, namely, band-to-band recom-
bination and trapping. By contrast, the inclusion of an additional
relaxation/recombination mechanism with a time-constant of tens
of ps was necessary for all perovskite/HTM bilayers. The additional
mechanism is attributed to the existence of an interfacial process
different from the intrinsic trapping recombination seen in neat
MAPI. Therefore, we assign this new mechanism to interfacial elec-
tron trapping at the MAPI/HTM interface. Carriers in the perovskite
recombine from these trap states with a time constant of tens of
picosecond.

Additional trapping mechanisms upon the addition of the
HTMs must be invoked to explain the trends observed in the

FIG. 3. Decay associated spectra related to the time constants obtained from the global analysis procedure for (a) neat MAPI, (b) m-TDATA/MAPI, (c) TaTm/MAPI, and (d)
TCTA/MAPI.
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dynamics detected at the vis GSB and at 900 nm in the bilayers
[Figs. 2(b) and 2(d)], which contrast with the behavior seen in
the neat perovskite [Fig. 1(c)]. The dynamics detected at the vis
GSB at times longer than the ultrafast hole injection [Fig. 2(b)] is
expected to be slower for the bilayers compared to the neat per-
ovskite due to a smaller probability of the electrons to recombine
with holes in the VB. This arises from the larger population of elec-
trons in the CB compared to the population of holes in the VB,
after the ultrafast hole injection. The slower recombination is how-
ever observed only for TaTm, while the rest of the bilayers show
the opposite trend. This behavior can be explained by increased
additional trapping in deeper interfacial states—not directly probed
here—in TCTA/MAPI and m-MTDATA/MAPI that causes a
reduction in the population of electrons in the CB, which results
in the faster decay of the vis GSB compared to the neat perovskite.
This observation suggests that interfacial recombination mecha-
nisms are more important in the case of m-MDTATA and TCTA.
This is in agreement with our previous results on solar cells with
these HTMs,20 where the higher Voc in devices with TaTm as the
HTM was attributed to dominant bulk trap-assisted recombination,
in contrast to m-MTDATA and TCTA that showed enhanced sur-
face recombination. The faster decay at 900 nm n-IR bleaching in
the TaTm bilayer compared to the other ones [Fig. 2(d)] does not
agree with the differences observed in the dynamics detected at the
vis GSB [Fig. 2(b)] likely because the overall recombination should
also include hole trapping, which is not directly accessed in our
measurements.

The nature of the surface states in neat MAPI is expected to
be the same as the one in the bulk, attributed to iodine interstitials
that can act as electron or hole traps due to their amphotericity.30

The new interfacial trapping channel observed upon the addition of
the HTMs could originate from the same iodine interstitials that are
present in the bulk (donor I+ acting as electron traps) but at a higher
density, thus manifesting themselves stronger in the TA data.

As both the decay constant τ2 and its amplitude A2, related to
the interfacial trapping, are comparable for all the HTMs (Fig. 3), the
electron trapping is not expected to be responsible for the changes
seen in Voc. It has indeed been shown that hole traps will play a
more crucial role in the recombination, as concluded from the full
device analysis.20 Therefore, despite the interfacial electron trap-
ping channel that we evidence here, all devices have a good effi-
ciency. This can be explained by the ultrafast hole injection, which
is significantly faster than the interfacial electron trapping, in com-
bination with the low density of traps as seen from the low TA
amplitude of the n-IR bleaching compared to the vis GSB. Finally,
it should be mentioned that we cannot exclude the existence of elec-
tron trapping on time scales exceeding our time window, as reported
previously.66,67,55

III. CONCLUSIONS
In summary, the dynamics of hole injection and interfacial

trapping of electrons in bilayers of the MAPI perovskite with hole
transporting materials of different ionization energies were studied.
Our results indicate that hole injection to the different HTMs takes
place within 100 fs following photo-excitation. More interestingly,
for the studied range, the hole injection is found to take place
independently of the ionization energy offset with respect to the

perovskite valence band (from >300 meV to <−300 meV). We
explain that this is because hole injection can occur even from hot
states since it occurs very fast on a time that competes with car-
rier thermalization. This finding releases constraints on energy level
considerations when looking for novel HTMs and shifts the focus
on other properties such as the conductivity of the HTMs which
can improve the fill factor of the devices. Concerning traps, we
find a broad distribution of donor states, acting as electron traps,
located within the energy bandgap of the perovskite for both the
neat perovskite and the bilayers. We reveal an additional trapping
mechanism in the bilayers due to interfacial trapping of electrons.
The similar amplitude and time constant measured for the inter-
facial trapping mechanism shows that its effect is similar in all
the studied HTM bilayers. Also, the interfacial electron trapping is
much slower compared to the hole injection. Thus, electron trap
states are not expected to influence significantly Voc and efficiency
of PSCs.

SUPPLEMENTARY MATERIAL

See supplementary material for information on the sample
preparation, energy diagram showing the offset between the MAPI
VB and the IE of the different HTMs, experimental setup, and condi-
tions for femtosecond transient absorption spectroscopy, excitation
density dependent measurements on the neat MAPI film, TA spectra
of the TaTm/MAPI and TCTA/MAPI bilayers, steady state absorp-
tion spectra of all the samples, comparison between the dynamics of
the neat MAPI, and the m-MTDATA/MAPI bilayer at two different
detection wavelengths in the GSB band.
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