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1. Introduction

Humankind faces unprecedented global environmental 
challenges mainly driven by uncontrolled greenhouse gas 
emissions in atmosphere.[1] To reduce them, renewable 
and environmentally sustainable energy sources are neces-
sary. Solar energy is the sustainable energy source that has 
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the most potential to satisfy all energy 
demands. Photovoltaic (PV) technology 
effectively harvest solar energy converting 
it directly into electricity. Methylammo-
nium lead halide perovskites (MHPs) are 
prominent PV materials thanks to their 
well-suited optoelectronic properties, 
which allowed for reaching 25.2%[2] of 
photoconversion efficiency. Furthermore, 
MHPs have substantial potential for 
other applications such as light-emitting 
diodes,[3] field-effect transistors,[4,5] and 
photodetectors.[6–9]

Two main issues remain to be solved 
in MHPs: stability and defect control. 
Several studies probed the defect con-
centration,[10–12] activation energies of 
traps,[10,11,13–18] and capture cross-section[19] 
in perovskites. The majority of spectros-
copy methods, such as photoconductivity, 
photoluminescence (PL), transient spec-
troscopy, capacity profiling, and others, 
however, do not distinguish between elec-
trons and holes; therefore they cannot 

detect the exact position of the defects in the bandgap. The 
assignment of the nature of the defects is therefore challenging. 
Even if multiple studies probed lifetimes in single crystals 
(ranging from 10 µs to 1 ms[20–22]) and in thin films (ranging 
from 100  ns up to a few microseconds[23–29]) and assessed 
the minority carrier diffusion length (tens of micrometers in 
single-crystal MAPbI3

[21,22,24,30–32]) previous investigations did 

The ORCID identification number(s) for the author(s) of this article 
can be found under https://doi.org/10.1002/adfm.202104467.

© 2021 The Authors. Advanced Functional Materials published by 
Wiley-VCH GmbH. This is an open access article under the terms of the 
Creative Commons Attribution License, which permits use, distribution and 
reproduction in any medium, provided the original work is properly cited.

Adv. Funct. Mater. 2021, 31, 2104467

http://crossmark.crossref.org/dialog/?doi=10.1002%2Fadfm.202104467&domain=pdf&date_stamp=2021-09-01


www.afm-journal.dewww.advancedsciencenews.com

© 2021 The Authors. Advanced Functional Materials published by Wiley-VCH GmbH2104467  (2 of 13)

not provide an overall analysis of these defect and charge trans-
port properties in the same samples. In most cases, they could 
not ascertain the interaction of the defects with the free charges 
of each sign. The dominant part of charge transport studies is 
performed with intense illumination which affects the occupa-
tion of traps and the lifetime of free carriers.[29,33] In others, the 
phase transition[34–36] of MAPbI3 limits the experimental range 
of measurement of the thermal emission of traps.

In general, determining the transport properties of elec-
trons and holes separately is extremely challenging. To the best 
of our knowledge, the effect of shallow and deep defects on 
electrons and holes separately is not demonstrated so far. For 
example, the effect of non-radiative recombination on electron 
and hole diffusion lengths and lifetimes cannot be directly 
probed by time-resolved PL (TRPL).[37] TRPL monitors the 
number of recombination events of free electrons with free 
holes.[38] At high light fluences (n = p > nt), the concentration 
of holes and electrons are similar, allowing monitoring of both 
carriers at the same time. On the other hand, at low light flu-
ences (nt > n), the recombination of the minority carriers hap-
pens with a higher probability through a trap-assisted process 
than by recombination with the majority carriers. Therefore 
the lifetime extracted from TRPL provides information on the 
number of minority carriers and traps only. In addition, the 
TRPL measurements at low light fluences are extremely dif-
ficult due to the low intensity of the light. In our ToF measure-
ments, we are in a regime equivalent to a very low fluence (the 
density of minority carriers is very low, 106 cm−3). ToF detects 
the probability of being trapped and detrapped for the minority 
carrier as it would be TRPL assuming the possibility of the 
detection of all recombination events through the full bulk of 
the sample. However, TRPL selectively describes the near-sur-
face charge concentration (as the detection happens through 
an objective which focuses in a spot with a volume of ≈1 µm3) 
which is dominated by surface traps (as the surface of the crys-
tals is very different from the bulk). In addition, the diffusion 
of charges towards the bulk of the sample affects TRPL[39,40] (as 
demonstrated in Section S6 and Figure S10, Supporting Infor-
mation). It is important to notice that ToF can also identify the 
trapping and de-trapping process of majority carriers too. The 
method can indeed distinguish between electrons and holes. 
This is a fundamental element of our article as it provides 
information that is otherwise hidden in optical measurements. 
It also has to be noticed that TRPL lifetime is dependent on 
the product of the trap density and the cross-section while in 
ToF measurement, it is possible to distinguish between both 
of them.

The distinct features of electron and hole transport, which 
are crucial for the effective separation of free charges, remain 
to be properly identified. Importantly, the trap-assisted recom-
bination of free carriers can induce chemical bond breaking[41] 
and degradation of the active PV material. This paper provides 
the most detailed description of methylammonium lead iodide 
(MAPbI3) defects existing to date, measuring their concentra-
tion, energy, capture cross-section, and charge trapping/detrap-
ping time by several highly sensitive spectroscopy methods.

In particular, we used photo-Hall effect spectroscopy (PHES), 
thermoelectric effect spectroscopy (TEES), and time of flight 
current waveform (ToF CWF) to identify the exact position of 

the trap in the bandgap, and to reveal the impact of traps on 
electrons and holes separately. Knowing the defect parameters 
is the key to design defect control strategies and to understand 
the impact that defects play on stability.[3,42–47] We perform our 
study in MAPbI3 single crystal, which describes the material 
itself, avoiding any influence from the substrate, grain bounda-
ries, and any other preparation-related properties in thin films. 
Knowing the recombination and trapping pathways is therefore 
of primary importance to obtain stable MHP devices. With this 
paper, we elucidate the interaction of free charges with defects 
in MHPs and determine the artifact-free mobility and lifetime 
of holes and electrons.

2. Experimental Probing and Theoretical Analysis 
of Charge Transfer in Single-Crystal MAPbI3

For the first time, we used ToF CWF measurements and 
Monte Carlo (MC) simulations to study both electron and hole 
dynamics in MAPbI3. On the same samples, we use PHES 
and TEES to find concentration, activation energy, and capture 
cross-sections of traps. This allowed us to have a complete pic-
ture of the defects and their interaction with the free carriers in 
MAPbI3, establishing a foothold in the interpretation of other 
results in the literature. We visualized the electron and holes 
transport and their interaction with traps in a video simula-
tion shown in Movies S1 and S2, Supporting Information. MC 
simulations separate the free carriers into three main groups: 
A) never trapped free carrier; B) detrapped carrier; and C) 
trapped carrier by one of the defects.

We used large MAPbI3 single crystals grown by inverse tem-
perature crystallization (ITC) method followed by solvent evap-
oration. Large scale crystals (typical size of the samples is 0.6 × 
0.6 × 0.2  cm3) are needed to obtain current waveform (CWF) 
measurements with good enough resolution. It would be 
impossible to have reliable CWF measurements on thin films 
due to a nonuniform electrical field. Samples were synthesized 
in a MAI:PbI2 (1.1:1 mixture) solution in γ-butyrolactone, which 
underwent the heating procedure as shown in Figure  1a (for 
more details, see the methods section).

CWF measurements (Figure  1b) discern between electron 
and hole transport effects. We used positive and negative 
pulse-biases (1 ms) inducing hole and electron drift in MAPbI3, 
respectively. In the ToF measurements, we study charge trans-
port in a low injection regime where the concentration of 
photogenerated carriers does not exceed 106 cm−3. Such a low 
illumination regime preserves traps from significant occupa-
tion; therefore, neither electron nor hole lifetimes are affected 
by the filling of traps. The lifetime of electrons and holes in 
such a regime is affected mainly by the trapping time of deep 
defects. More details on the charge transport regime can be 
found in Section S1, Supporting Information. During the drift 
process, electrons and holes interact with shallow and deep 
traps modifying the timing of their arrival to the electrodes. 
From the CWF it is possible to extract the typical trapping (τT) 
and detrapping (τD) times of free carriers (more details in the 
Section S1 and Figure S1, Supporting Information). Shallow 
and deep traps induce complex non-exponential decay of the 
CWF (Figure 1b, which requires being analyzed accurately.
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3. Effect of Traps on Charge Transport in MAPbI3

3.1. Free Hole Transport and Hole Traps

Here we studied hole transport dynamics. Because the hole 
relaxation dynamics are different at low and high biases we 
changed the amplitude of the voltage pulse to have more 
deep insight into the interaction of traps with shallow and 
deep defects, as shown in Figure 2a. At 7  V almost all free 
holes fall in traps. This causes the CWF to show two typ-
ical decay times as determined by a faster decay in the time 
range of 1–10 µs, due to holes falling in shallow traps, fol-
lowed by a slower decay in the range of 10–45 µs due to holes 
falling in deep traps. At higher voltage bias, 30 V, a large part 
of the holes drifts to the electrode without falling into deep 
traps. This causes the CWF to have third decay presumably 
produced by the arrival of delayed holes to the electrode, 
starting at transit time, TR = 52 µs, the time needed for the 
free holes to reach the electrode. The non-exponential shape 
of CWF reflects the presence of shallow and deep hole traps 
in the MAPI3.[48]

Using MC simulations we analyze the evolution of the hole 
cloud and trap-occupation at t  = TR shown in Figure  2b,d. 
The hole-CWF can be fitted by an MC simulation having one 
shallow (E1) and one deep trap (E2). Hereinafter, we number 
defects according to their energy in respect to the valance band. 
The shallow trap E1 is responsible for fast trapping (trapping 
time τT1  = 3.5 µs) and fast detrapping (detrapping time τD1  = 
4 µs) of free holes. Figure 2c in yellow, shows the occupancy of 
the shallow trap, which increases rapidly after the laser pulse, 
peaks at 4 µs, and decreases more slowly. The trapping–detrap-
ping phenomenon of the shallow trap E1 delays the hole cloud 
drift, which translates to reduced hole mobility. A second effect 
of the shallow trap is the broadening of the charge cloud dis-
tribution in space, as demonstrated in Figure  2b,d by never 
trapped and detrapped holes.

Contrary to the shallow trap E1, the deep trap E2 permanently 
traps free holes (as shown in Figure 2b,d) with τT2 = 60 µs and 
τD2 ≫ 20 ms (temporal limit of our instrument). Traps fill with 
a nonlinear spatial profile (pt2(x)) in MAPbI3. Figure 2c shows 
the temporal occupancy of the deep hole trap E2 (pt2(t)). It 
slowly increases when the hole cloud moves through the bulk 
toward the cathode and never decreases since the holes are not 
released. The concentration of deep trapped holes remains con-
stant after TR since no more holes are available after the cloud 
reached the cathode. According to ToF and MC results, deep 
trap E2 is the only hole recombination path in MAPbI3. Thus, 
the lifetime of the free hole (τh) is equal to the trapping time of 
E2, τT2, which gives τh = τT2 = 60 µs.

MC simulations distinguished the component of the CWF 
due to never-trapped and trap-delayed holes, Figure  2a. The 
transit time of (never trapped) free holes defines a “pure” 
hole drift mobility (μh) of 21 cm2V−1s−1 (as extracted by 
Figure S2a, Supporting Information) which, combined with 
the hole lifetime (60 µs) provides[49] a very elevated hole dif-
fusion length (Lh) of 56  µm, and a diffusion coefficient (Dh) 
of 0.53 cm2 s–1. The hole mobility in MAPbI3 is larger than in 
MAPbBr3 (12 cm2 V−1 s−1 as we measured[48]) due the polaronic 
nature of mobility (or strong hole–phonon coupling). Polarons 
are affected by the lead-halide bond strength where the PbBr 
bond is more ionic than the PbI bond.[50] Finalizing analysis 
of the free hole transport, we also estimate the hole surface 
recombination pathway with a typical velocity (SRV or Sh) Sh < 
500  cm s−1 found from the ToF bias dependence [Section S2 
and Figure S2, Supporting Information]. Classical semicon-
ductors such as silicon show SRV over 1000 cm s−1.[51] We relate 
slow surface recombination velocity—proportional to the con-
centration of defects on the surface—to the self-healing[52–56] 
nature of MAPI3. MAPbI3 shows weak structural bonds (PbI) 
that can be considered to continuously brake and reform.[57] 
Because of this, the kinetic re-formation of a damaged sur-
face similar to the known phenomenon of Ostwald ripening 

Figure 1.  Perovskite growth method and schematic of ToF probing charge transport. a) Single-crystal MAPbI3 grown by ITC with slow GBL evaporation 
at 110 °C. b) Physical principle of ToF method. Example CWF of the ToF signal measured in MAPbI3.
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takes place in short times, amending many of the defects that 
would be otherwise present on other, harder, semiconductor 
surfaces. Similar effects of self-healing[52–56] were observed 
by Yadavalli et  al.[57] which noted cracks formed in mechani-
cally stretched thin films disappear over time once the tensile 
stress is removed. This effect is relevant when the surfaces are 
macroscopically smooth and have scratches below 1 µm as it is 
in our case, thanks to our accurate mechanical polishing pro-
cedure (see the Experimental Section).

To clarify the hole-transport dynamics we report the 
Movie S1, Supporting Information, which shows the time 
and space evolution of the hole cloud in MAPbI3 at 30 and 
7  V biases. The video shows free holes, detrapped holes, and 
trapped holes by shallow and deep traps. The movies cover 
a broad range of holes dynamics ranging from 50  ns, where 
light generates free holes up to 300 µs where the cathode col-
lects all holes. More details can be found in Section S4, Sup-
porting Information.

3.2. Free Electron Transport and Electron Traps

We performed a very similar analysis on electron drift by 
applying negative biases of −30 and −70 V required to detect clear 

signals. We obtained the value of the “pure” electron mobility of 
4.0 cm2 V−1 s−1 (Figure 3a and Figure S2b, Supporting Informa-
tion) five times smaller than for holes. Electron CWFs show a 
fast decay in the range of 2 ns–3 µs followed by a slow decay in 
the range of 3–120 µs. MC simulations indicate that the elec-
tron transport is influenced by deep trap (E3) with trapping time 
τT3  = 120 µs and τD3  ≫ 20  ms and two shallow traps (E4 and 
E5) as shown in Figure 3b,d. Also in this case the electron life-
time (τe) is equal to the trapping time of the only deep trap E3. 
We have therefore τe = τT3 = 120 µs. Among all samples (eight  
samples), we observed deviations in electron lifetime up to  
26 µs, as shown in Figure S4c,d, Supporting Information. In 
the case of holes, we observe values between 60 and 200 µs  
(Figure S4a,b, Supporting Information). We did not observe 
the variation of mobility larger than 12%. Electron and hole 
lifetimes can vary between samples implying that the crystal 
growth conditions can be slightly different between each crystal 
in the function of the time at which the first nuclei appeared. 
These may modify the defect densities in the perovskite and, 
therefore, their transport properties. A detailed study of the 
influence of the growth conditions on the defect properties in 
MAPbI3 is beyond the scope of this research.

The shallow electron traps E4 (with τT4  = 100 µs and τD4  = 
100 µs) and E5 (with τT5 = 2.5 µs and τD5 = 1.5 µs) are responsible  
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for the fast trapping and fast detrapping of electrons. Quick 
trapping time rapidly occupies the shallow trap E5 at all biases, 
as shown in Figure 3c The occupation of the trap peaks at t = 
2 µs. The shallow electron trap, E4, occupancy follows a similar 
trend but on 100 µs timescale due to longer trapping–detrap-
ping times. Movie S2, Supporting Information, (−70 and −30 V) 
shows the whole process of the time and space evolution of the 
electron cloud in MAPbI3. Slow electron SRV Se < 100 cm s−1 
was estimated from the ToF bias dependence (Section S2 and 
Figure S2e,f, Supporting Information).

3.3. Delaying Effect of Traps on Holes and Electrons

We have previously extracted the “pure” electron and hole mobil-
ities; however, a shallow hole trap (E1) and electron traps (E4 and 
E5) delay the electrons and holes during the charge separation 
process. Therefore the center of the electron and hole clouds 
advances more slowly than the never-trapped carriers. Through 
MC simulations, we can track the trapped and detrapped car-
riers (Figures 3b d and 2b,d) and calculate an effective electron 
(µe
� ) and hole (µh

� ) mobilities, as shown in Figure 4 µe
�  and µh

�  
decrease to the values of 1.7 and 10 cm2 V−1 s−1, respectively. One 
should notice that the µ ( )e

� E  has more than one inflection due 
to the presence of two shallow traps E4 and E5 (cf. Figure  4a). 
The extreme values of effective electron and hole mobilities are 

in complete agreement with effective steady-state mobilities 
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Free hole drift maintains a Gaussian profile (Figure 2b,d) and 
non-dispersive transport (for more details, see Section S2, Sup-
porting Information). The Gaussian distribution indicates the 
Fröhlich large polaron (or strong hole–phonon coupling) rather 
than small polaron hopping assisted transport.[58] In principle, 
the treatment of CWF at low biases by dispersing power–law 
relation (in log–log scale) leads to notable mistreatment of 
experimental data, transit time, and, as a result, mobility value 
(Figure S3, Supporting Information). For example, the dis-
persive law gives an overestimated mobility of 64 cm2 V−1 s−1 
at 7 V, while the MC simulation gives a correct description of 
the hole drift and mobility (21 cm2 V−1 s−1) at all biases. The 
drift mobility found in this study is in agreement with electron  
(0.7–1.4 cm2 V−1 s−1)[59,60] and hole (20–35 cm2 V−1 s−1)[30,61–64] 
mobilities found in the literature. The lower electron mobility 
values reported in other studies can be explained by the effect of 
shallow traps on electron transport, also shown in this study. One 
should note that the larger mobility values of over 64 cm2 V−1 s−1  

Figure 3.  Electron transport properties and electron-defect interaction. a) ToF spectroscopy and MC simulation of electron transport at −70 and 
−30 V biases. b,d) Simulation of the electron cloud drifting in the bulk of MAPbI3 affected by shallow and deep electron traps at −70 and −30 V biases, 
respectively. c) Temporal evolution of trap occupation at −70 and −30 V biases.
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are reported in articles that use simplified analytical equations 
which allow for evaluating only the order of magnitude of the 
mobility.[31,65,66] The activity of traps should be taken in other 
characterization methods such Hall effect,[29,67] terahertz con-
ductivity probes,[68,69] time of flight, and others.

4. Traps Energetics and Parameters

4.1. Photoactivation of Traps in a Magnetic Field

ToF identifies the effect of traps on charge transport, but it 
does not allow us to determine trap concentration or acti-
vation energy. For this reason, we performed PHES and 
TEES to complete our view on the fingerprints of defects in 
MAPbI3. We mark PHES energy as EH and TEES energy as ET. 
Figure 5a reports the photoconductivity (PhC) spectrum in the  
0.5–1.8 eV range, which we fitted according to the photoioniza-
tion cross-section:[70]

σhv = −
− −

( )

( (1 / ))
t

1.5

t ef
2

C hv E

hv hv E m m
� (2)

Where hv, Et, C, and mef are the photon energy, photoioni-
zation energy of trap, constant, and effective hole mass. We 
observe an increase of PhC starting from 0.6 eV associated with 
the optical excitation of charge carriers from the deep trap E2 
followed by the second ionization of trap E3 at 0.75 eV. The two 
shallower traps were identified at 1.2 and 1.35 eV. The peak of 
absorption was observed at 1.55  eV, which is the edge of the 
band-to-band transition. The PhC spectroscopy is a highly sen-
sitive technique allowing us to resolve a low concentration of 
defects. On the other hand, PhC cannot distinguish electrons 
from holes and cannot find this way how activation energies 

are linked to the valence or conduction bands. One should also 
notice that shallow traps E4 and E5 mix their PhC signals for 
hv > 1.25 eV because of continuous interaction with the valence 
and conduction bands and resolution of a probed light of 0.1 eV.

By photo-Hall measurements (Figure 5b) we determined the 
relative energy between the defects. We observed an increase of 
the Hall mobility with a positive Hall voltage (Figure S5, Sup-
porting Information) in the energy regions 0.6–0.75, 0.8–1.1, 
and 1.2–1.4  eV, indicating the transition of the electrons from 
the valance band to the defects. Such transition leads to free 
hole generation in the valance band. Thus, we assign the posi-
tion of deep traps found by PHES as EH2  = Ev  + 0.6  eV and 
EH3 = Ev + 0.75 eV as shown in Figure 6b. Concerning shallow 
traps, one should notice that their assignment by PHES is chal-
lenging. Shallow traps can be activated by a two-step photon-
induced ionization and subsequent thermal filling genera-
tion process[71] which decreases the energy sensitivity of the 
measurement.

4.2. Thermal Activation of Traps

To identify the thermal activation energies, concentration, and 
capture cross-section of defects, we used TEES. Defects typically 
show slightly different optical and thermal ionization energies. 
TEES allows determining the position of a defect in the bandgap 
and its thermal ionization energy. We studied the thermal 
emission current as a function of temperature in the range of  
300–340 K using different heating rates 0.6–1.0 K min−1. Figure 5c  
shows TEES bands obtained below the phase transition temper-
ature[75] which should also allow excluding heat induces lattice 
defects (formed for T > 350 K). TEES bands showed activation 
energies of 1.0 and 1.25  eV as well as electron capture cross-
sections 5 × 10−13 and 2 × 10−11 cm2, respectively fitted by the 
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Arrhenius plot in Figure  5d[76] We obtained defect concentra-
tions of Nt2 = 1010 cm−3 and Nt1 = 5.0 × 1010 cm−3 by integrating 
the bands in Figure 5c. The positive sign of the current allows 
assigning the relative position of the traps to ET2 = EC − 1.0 and 
ET1  = EC  − 1.25  eV, which are in good agreement with PHES 
ionization energies, as shown in Figure 6b.

To resume, using the results from time-resolved ToF, 
steady-state PHES, and TEES, we could also estimate the hole 
and electron capture cross-section of the defects. (Table 1 and 
Figure  6). Trap E1 is, as revealed by all methods, a shallow 
hole trap near the valence band with a hole capture cross-sec-
tion of 10−13 cm2. E1 reduces the hole mobility, as was shown 
by ToF. E1 also has a large electron capture cross-section, and 
could shorten the free carries lifetime in high photo-injection 
regimes (trap filling of E2) considering the slightly p-type 
doped nature of the bulk, demonstrated by possible PHES. 
Trap E2, observed by all methods, is identified as a deep hole 

trap and has a hole capture cross-section of ≈10−14 cm2. This 
trap controls the lifetime of free holes, as directly shown by 
ToF. Defect E2 has a large electron capture cross-section, 
which makes it responsible for free-charge recombination. 
TEES revealed the concentration of hole traps below 1011 cm−3. 
The concentration of deep defects is consistent with previous 
studies[10,21,77–80] which suggests that the other information 
deduced by the technique is also correct.

The shallow electron traps concentration (E4 and E5) can 
be estimated roughly at 1012 cm−3 by using PHES activation 
energies and ToF trapping/detrapping times (more details in 
Section S1, Supporting Information). Similarly, we found elec-
tron capture cross-sections of 10−15 and 10−14 cm2 for E4 and E5, 
respectively. These defects dramatically decrease electron effec-
tive mobility. Deep trap E3, as observed by ToF and PHES, is 
a deep electron trap with a capture cross-section of 10−14 cm2 
and a concentration of 1011 cm−3, limiting the lifetime of the 

Figure 5.  Revealing fingerprints of defects in MAPbI3. a) Photoconductivity spectrum in the photon energy range of 0.5–1.8 eV. Fitting curves repre-
sent trap-to-band transitions according to the analytical solution of optical capture cross-section.[70] Vertical arrows show threshold energies. b) Hall 
mobility spectrum showing free hole signal excited by the light. The inset represents the basic physical principles of the PHES method. c) TEES signal 
in the range of 300–340 K measured at different heating rates. The Gaussian band shows the fitting of the TEES signal. d) Arrhenius plot of the peak 
temperatures. The inset demonstrates the basic physical principles of the TEES method.
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electron. The trap is located near Fermi level (roughly Eg/2 = 
0.77 eV) which explains why it could not be measured by TEES.

4.3. Ion Migration

In this study, we do not observe the effect of the ion migration 
on the measurements due to the very low ion mobility and the 
long transit time of mobile ions which reaches 1000 s[48,81–87] 
in single-crystals with thicknesses of 2  mm (corresponding 
to the electrical field of 300 V cm−1). The contribution of ions 
in ToF CWFs is also negligible, since the maximum transit 
time for free electrons is 150 µs. In principle, ion migration 
can cause ion accumulation and electrical field deformation. 
We do not observe electrical field deformation for the hole 
or electron CWF. This is proved by the linear trend between 
carrier transit time and electrical field applied to the sample 
(Figure S2a,b, Supporting Information). Nevertheless, to pre-
vent possible accumulation of ions we use short bias pulses 
(1  ms) in ToF measurements. Duijnstee et  al. demonstrated 

that such short pulses do not lead to perturbation of ions in 
halide perovskite.[87]

4.4. Unraveling the Defect Nature

After measuring and identifying the energy, density, and other 
parameters of each defect, it is noteworthy to assign a chem-
ical identity to each of them. Density functional theory (DFT) 
predictions identified methylammonium interstitial (MAi), 
iodine interstitial (Ii), and lead vacancy (VPb) defects as the most 
stable defects[11,73,88] in the bandgap of MAPbI3 (as shown in 
Figure 6a,b. We have, however, identified five different defects. 
Given the low deep defect concentration demonstrated by TEES 
(<1011 cm−3), it is reasonable to consider less stable defects. 
This is justified considering that DFT cannot model accurately 
shallow defects using relatively small supercells[48] as in most 
DFT studies. Also, different DFT calculations found slightly 
different defect activation energies (defect level to band energy 
difference).[72–74]
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The shallow hole traps must be negatively (or sometimes 
neutrally) charged and energetically near the valence band 
(Et  < 0.3  eV). We can therefore guess that either negatively 
charged lead vacancies VPb (−/2−)[11] or methylammonium vacan-
cies VMA may be the shallow hole traps (cf. Figure 6 and Table 1). 
Similarly, shallow electron traps E5 and E4 may be identified with 
MAi, iodine vacancy VI, and lead interstitial Pbi

[72–74] defects.
The deep defects typically have activation energies larger 

than 0.3 eV.[71] Taking again a step back from the published 
DFT results, we assign the deep hole trap E2 to lead vacancies 
(0/2−) VPb, substitutional iodine defects in MA site IMA (−/2−), 
or less probably iodine interstitial Ii (0/-). This is because the 
deep electron trap E3 may solely be identified as positive iodine 
interstitial defects Ii (0/+), which exclude negatively charged 
iodine defects as hole traps. Several studies[72–74] emphasized 
deep trap iodine interstitial to be the most probable deep trap in 
MAPbI3. Considering the energy of the deep trap of 0.55 eV and 
the low concentration of deep defects, we think that the com-
munity would benefit from a more detailed study on IMA (−/2−) 
and Ii (+/-), which were previously considered to have low cap-
ture probability or concentration.[72] Our results designate that 
chemical reasoning on defects should also consider the forma-
tion of defects in pairs such as VI − Ii, VPb − Pbi, and VMA − MAi 
and charge balance. Our results indicate that Ii, IMA, and VPb 
can be the main recombination pathways. Thus the modifica-
tion of their concentration can improve the stability of MHP 
devices. On the other hand, secondary phases,[89] defect com-
plexes, solvent (or antisolvent) species, and hydrogen vacancies 
VH

[90] should be carefully considered as defects in perovskite 
matrices and have not yet been investigated.

4.5. Surface Traps against Bulk Traps

Photoluminescence quantum yield (PLQY) measurement for 
single crystal samples (Figure S10, Supporting Information) 
revealed that essential part of free carriers (PLQY  ≈ 0.01%) 
recombine near the surface region (before 1 µs). The bulk trans-
port properties probed by ToF (Figures  2c and  3c red curve)  

demonstrates that much lower charge losses occur in bulk 
(charge transport efficiency > 50%). Such comparison of bulk 
and surface transport reflects the defective nature of the surface 
in perovskite. Taking into account PL decay of ≈50 ns (Figure S10, 
Supporting Information) and capture cross-section of 10−14 cm2, 
the concentration of defects ≈1013 cm−3 is estimated near the sur-
face (surface defects and bulk defects in the thickness defined by 
diffusion length). On the other hand, ToF demonstrates higher 
values of quantum yield (QY) calculated for the surface region 
in Figure S11, Supporting Information (electron QY ≈ 10% and 
hole QY ≈ 45%) because applied voltage bias helps to extract free 
carriers from the near-surface region. The lower value of electron 
ToF QY (in comparison with holes) reflects more active electron 
trapping near the surface region, which is in agreement with 
their lower diffusion length demonstrated by ToF CWFs and 
other studies.[91] The free holes diffuse more efficiently in the 
bulk of the material due to the larger diffusion length. The low 
recombination velocity S < 500 cms−1 obtained from CWFs sug-
gests that part of the surface defects can have a shallow nature.

5. Effect of Defects on Optoelectronic Devices 
and Further Pathways of Hybrid Perovskite 
Development

This work stresses the need for further theoretical and experi-
mental studies and material processing strategies to control 
defects in perovskite devices. We expect deep traps to decrease 
the open-circuit voltage (VOC), and the shallow trap to affect the 
solar cells’ saturation current.[92] On the other hand, the low 
concentration of deep defects (less than 1011 cm−3) and long dif-
fusion lengths (34  µm) suggest that photo-generated carriers 
can reach electron/hole selective interfaces without any non-
radiative losses in 20-µm-thick monocrystalline MAPbI3. Our 
results demonstrate a suppressed interaction of defects and 
free carriers which explains the boost in stability and efficiency 
of singly crystal solar cells.[43–93] Further improvements in sta-
bility and conversion efficiency can be achieved by controlling 

Table 1.  Fingerprints of defects in MAPbI3. Defect parameters of single-crystal MAPbI3 found from the combination of time of flight and Monte Carlo 
simulation, photo-Hall spectroscopy, and thermoelectric effect spectroscopy.

Trap Trap type Trapping time 
[µs]

Detrappingtime 
[µs]

Trap energy Electron capture cross-
section [cm2]

Hole capture cross- 
section [cm2]

Concentration  
[cm−3]

Assigned defect 
nature[72–74]

E1 Shallow hole trap 3.5 4 EH1 = Ev + 0.3 eV
ET1 = Ev + 0.35 eV

a)Ew1 ≈ Ev + 0.35 eV

2 × 10−11 ≈10−13 5.0 × 1010 (−/2−) VPb

VMA

E2 Deep hole trap 60 >104 EH2 = Ev + 0.6 eV
ET2 = Ev + 0.55 eV
Ew2 > Ev + 0.56 eV

5 × 10−13 ≈10−14 1.1 × 1010 (0/−) Ii

(0/2−) VPb

(−/2−) IMA

E3 Deep electron trap 120 >104 EH3 = Ec − 0.75 eV
Ew3 > EC − 0.7 eV

10−14 – b)≈1011 (0/+) Ii

E4 Shallow electron 
trap

100 100 EH4 < EC − 0.2 eV
Ew4 ≈ EC − 0.3 eV

≈10−15 – ≈1012 Pbi

MAi

E5 Shallow electron 
trap

2.5 1.5 EH5 < EC − 0.2 eV
Ew5 ≈ EC − 0.2 eV

≈10−14 – ≈1012 VI

MAi

a)EW1 - energies found by time of flight by fixing their concentration to 1011 cm−3; b)Concentrations of electron traps are found using PHES activation energies.
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shallow and deep defects, as demonstrated in this study. Special 
attention must be given to the collection of free electrons due to 
the lower electron diffusion length. The slightly n-type doping 
can be considered to tune electron diffusion length by occu-
pying the electron traps and, as a result, boost solar cell effi-
ciency. The effect should be even stronger in radiation sensors 
and detectors as they have a thicker thickness and more exten-
sive transit time to interact with traps.

6. Conclusion

We performed, for the first time, a multi-technique characteri-
zation of the defect properties in MAPbI3 single crystals, which 
allowed for identifying their density, energy, and capture cross-
section and characterizing trapping and detrapping times. We 
elucidated the effect of each defect on the electron and hole 
transport, including lifetime and mobility—crucial parameters 
for MHP device engineering. We found that defects influence 
both electron (one deep and two shallow traps) and hole (one 
deep and one shallow trap) transport as indicated with ToF 
CWF results. We showed that three defects release free car-
riers after the trapping reducing non-radiative recombination 
and provide complex charge transport features in MAPbI3. We 
demonstrated that the shallow traps significantly delay the drift 
of the free carriers showing for the first time, a fundamental 
mechanism affecting free charge carrier mobility. In particular, 
the hole effective mobility decreases from 21 to 10 cm2 V−1 s−1, 
and the electron mobility from 4.0 to 1.7 cm2 V−1 s−1. By ToF 
and MC simulations we found that holes have a lifetime of 
60–200 µs and electrons have a lifetime of 20–120 µs depending 
on the crystal quality. This gives hole and electron diffusion 
lengths of 56–110 and 21–32 µm, respectively. The secret of effi-
cient charge transport is active detrapping of carriers by traps 
preserving charge from recombination as well large diffusion 
length due to the low concentration of deep defects. The diffu-
sion length of carriers is several times larger than the typical 
thickness of single crystal solar cells, which allows for collecting 
more than 99% of carriers without significant losses in the bulk 
of the perovskite. We also showed that in the case of radiation 
sensors and photodetectors’ applications, metal contacts collect 
the dominant part of free carriers before being captured on the 
traps due to the large lifetime of free carriers.

We used PHES and TEES to reveal the activation energies and 
relative positions of traps in the bandgap. The electron and hole 
traps have activation energies of Ev + 0.35, Ev + 0.6, Ev + 0.75, 
EC − 0.3, and EC − 0.2 eV, at concentrations below 1012 cm−3, and 
capture cross-sections around 10−14 cm2. The combination of ToF 
and PL reveals a larger traps concentration of 1013 cm−3 and more 
active electron trapping in the near-surface region. In contrast, 
the free holes diffuse more efficiently in the bulk of the material 
due to the larger diffusion length. The picture of the bulk and 
surface charge transport suggest that n-type doping can be an 
effective strategy to bust electron diffusion length and enhance 
perovskite devices efficiency. Charge transport characteristics of 
perovskite material should be further studied at high illumina-
tion intensities with an adequate model including several traps 
due to the presence of several defects and possible asymmetrical 
trapping of holes and electrons.

Our results will pave the way for defect engineering in 
halide perovskites. The identification of their energy allows 
designing architectures where the electron or hole traps are 
filled, depending on the application. To conclude, a more 
detailed evaluation of the defect energies and cross-sections is 
key for the improvement of perovskite stability. The knowledge 
of the pathways of energy relaxation in the material is neces-
sary to attribute the probability of each degradation pathway. By 
adequate defect engendering the most critical defect for deg-
radation may be passivated, greatly prolonging the perovskite 
lifetime.

7. Experimental Section
Perovskite Growth: MAPbI3 single crystals were grown from a solution 

of 1 m MAI and PbI2 (1:1 mixture, slight excess of MAI) in γ-butyrolactone 
mixed at 60 °C. The authors heated the total solution to 90 °C for 1 h 
and then slowly to 110  °C over 3 h. The solution was then evaporated 
keeping the solution at 110  °C to 20% of its original volume. They 
collected the crystals before the complete evaporation of the solution. 
They polished the grown single crystals and evaporated chromium (Cr) 
contacts for electrical measurements. Samples were encapsulated in 
non-conductive toluene-based lacquer and stored in a dry chamber. They 
measured sample resistivity to control possible sample degradation. 
They observed a constant resistivity of 2 × 108 Ω cm before and after all 
electrical measurements, confirming the negligible effect of illumination 
and pulsed bias on sampled degradation or decomposition.[94–97]

Surface Treatment: Immediately after sample growth polishing 
was performed by slow rubbing (moving in circles) the single crystals 
on a filter paper partially wetted with GBL. The circular motion was 
performed in a way to make the crystal enter the wet part of the paper 
and then the dry part in the same movement. Gentle movements were 
required to avoid the formation of scratches on the crystal surface. After 
a thorough wash in toluene, the authors polished individual samples on 
a glass panel with inorganic oil and AL2O3 suspension until they had a 
mirror finish. The optical quality of their polishing excluded the presence 
of defects on the edge of large scratches. As mentioned in the main 
text, the self-healing properties of the material caused the surface to 
eliminate surface defects when scratches were below the 1-micrometer 
size, as indicated by the healing of cracks in Yadavalli et al.[57]

Time of Flight Current Spectroscopy: To generate free carriers and 
control their drift in perovskite samples, the authors used 0.1 µs blue 
laser (450 nm) and 1 ms pulse bias. Figure  1b demonstrates the main 
principle of the ToF method. The same setup but with a negative pulse 
was used to measure electron CWFs. They chose the low illumination 
intensity of 1 µW cm−2 to exclude the noticeable occupation of traps 
and variation of free carrier lifetime. Such low illumination was used 
to generate a small carrier density of 106 cm−3. Larger illumination 
intensities (typically used in PL) produce carrier densities of over  
1010 cm−3 and fill traps[33] which affected the lifetime of electrons and 
holes. In addition, a large concentration of photogenerated carriers 
could deform the electrical field. Due to the low intensity and CWF 
signal, they used a 200× amplifier to enhance the CWF. The ToF setup 
had a time resolution of 50  ns. The effect of shallow traps could be 
detected in the CWF as a long current tail after transit time (TR). TR is the 
time needed to pass by carriers in the semiconductor bulk to reach the 
opposite electrode. The transit time connects the mobility (µ) of charge 
carriers and bias (V) by the relation TR  = L2/µV. They used different 
biases to study hole and electron CWF to compensate for the significant 
difference in carrier mobility. Deep traps typically trap electron and holes 
without any following detrapping in the time of the experiment (20 ms). 
The deeply trapped electron/holes recombined with free holes/electrons 
captured from the valance/conduction band. The effect of deep traps on 
CWF was recognized through a single exponential decay which was not 
affected by steady state concentration of free carries. Note that if the 
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lifetime of the free carrier was longer than TR, then the carriers never 
reach the collecting electrode. Adequate bias needed to be applied to 
investigate the drift of free carriers with different mobilities. The decay 
dynamics of the current before and after TR stores the information about 
charge trapping and detrapping events. Trapping time was inversely 
proportional to the trap concentration nti and defect capture cross-
section σi. The position of the trap Ei in the bandgap determines the 
detrapping time. They used the Shockley–Read–Hall recombination 
model[98,99] and Shockley–Ramo theorem to describe the dynamics of 
free charges affected by deep and shallow traps. Because there was no 
analytical solution of the SHR model with more than a single trap,[48] 
they simulated the charge transport through Monte Carlo simulation. 
They found the effect of each trap on the charge transport as well as 
mobility, lifetime, and rate parameters of the traps (trapping time τTi and 
detrapping time τDi). They measured eight MAPbI3 samples that showed 
similar hole and electron relaxation dynamics. Among the eight samples, 
they detected a variation of holes and electron lifetime. In the main text 
of the paper, they discuss sample A with the largest electron lifetime. 
The ToF measurements of samples with low electron lifetime (sample B) 
are given in Figure S4, Supporting Information, for comparison.

Monte Carlo Simulation: Both drift and diffusion of free carriers were 
included in the MC simulation.[48] The authors included the diffusion 
process of the charge cloud by means of a normal Gaussian law 
random offset. Free charge cloud diffused uniformly in all directions, 
which led to broadening of the transit time region. MC simulation was 
performed using a 1D technique (transverse uniformity of the material 
was considered) with a total number of particles, N = 105. CWFs were 
calculated using Shockley–Ramo theorem. The MC included the effect 
of shallow traps and diffusion on the broadening of the drifting charge 
cloud in space. Without shallow traps, the charge would otherwise 
have had a Gaussian space distribution equivalent to the hole diffusion 
length (obtained as the product of hole mobility and lifetime). Charge 
trapping and detrapping by deep and shallow traps were considered 
on the basis of the Shockley–Read–Hall generation–recombination 
model, as shown in Equation S1, Supporting Information. According 
to the authors’ MC simulation model, each charge carrier, whether 
electron or hole, can have two states: 1) free-drifting carrier; or 2) 
carrier trapped by one of the traps. MC simulation step changes the 
state of the MC particle using randomly generated numbers according 
to probability given by the trapping and detrapping time of a particular 
trap level. The trapping–detrapping history of each electron and hole 
can be tracked as demonstrated in Figures 2b d and 3b,d. They found 
parameters (trapping/detrapping time) of each trap in the bandgap by 
fitting experimental ToF results with MC simulation and least square 
regression analysis. Effective mobility describes the effect of defects on 
the delaying of free charge drift.[88] More details on MC can be found 
in their previous study.[48] In their Monte Carlo simulations (MC) they 
neglected band-to-band recombination (bimolecular recombination) and 
Auger recombination due to the low concentration of the photogenerated 
carriers (≈106 cm−3).

Photo-Hall Effect Spectroscopy: The principle of classical Hall-effect 
measurements and PHES were depicted in Figure  5b The longitudinal 
voltage V, current I, and the transverse Hall voltage VH were measured 
directly from the experiment. To calculate the resistivity and Hall 
mobility, the authors used the average values, including different 
orientations of the applied current and magnetic field. Measurements 
were performed at room temperature with a constant magnetic field B 
of 1 T. The illumination intensity of 1 mW cm−2 was used in the PHES 
setup.

Thermoelectric Effect Spectroscopy: For the TEES measurements 
(presented in Figure 5d) the trap levels were filling at 160K for 20 min 
by illuminating the sample using a white laser source with an intensity 
of 1 mW cm−2(≈0.01 sun). Due to absorption near the surface region of 
1  µm, the authors excluded any effect of degradation on TEES signal-
induced preferably by bulk. The occupation of traps was a preferable 
process in TEES experiments; the photodoping process does not 
contradict the principles of the method.[100–102] The defect concentration 
they found was not affected by ion diffusion since they do not use 

bias in TEES. In addition, the concentration could be assessed by ToF 
from the trapping time, which gives the value for ≈1010 cm−3 as well. 
The sample relaxed for 15 min at 160 K after illumination. Next, they 
created the temperature gradient across the sample with cold and hot 
fingers. The temperature was increased, keeping constant rates in the 
range 0.5–2.0 K min−1. Free carriers detrapped by the traps diffuse in 
the temperature gradient resulting in current measured by a current 
meter. Diffused electron and hole produce positive and negative current, 
respectively, which allowed for distinguishing electron and hole traps. 
They did not observe shallow trap bands at low temperatures (typically 
below 250 K), probably due to the fast detrapping. Thermal and optical 
ionization energies were different by 0.05 eV, on the edge of the setup 
resolution (≈0.1  eV for PHES and ≈0.15  eV for TEES). Such difference 
was typically observed in semiconductors and was mainly affected by the 
nature of a particular defect.[103] Another mechanism responsible for this 
difference was the effect of phonons on thermal transition probability.
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from the author.
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