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ABSTRACT

Halide perovskite solar cells have demonstrated a rapid increase in power conversion efficiencies. Understanding and mitigating remaining carrier
losses in halide perovskites is now crucial to enable further increases to approach their practical efficiency limits. Recent observations in halide
perovskites have revealed processes such as shallow carrier trapping, which give rise to an apparent non-radiative bimolecular channel that is diffi-
cult to distinguish from intrinsic radiative recombination. Here, we quantify this shallow-trap manifestation by jointly analyzing time-resolved
photoluminescence and quantum efficiency to separate the total second-order term into radiative (gesck2r) and shallow-trap-mediated non-
radiative contributions (k2non), and evaluate their device impact. We show that k2non is strongly modulated by temperature and surface chemistry
and thus depends on extrinsic factors and its origin is independent from deep traps, whereas the intrinsic radiative coefficient and intrinsic
second-order recombination follow detailed-balance expectations and align with theoretical evaluations through van Roosbroeck–Shockley rela-
tions. Based on density functional theory simulations and Quasi-Fermi level calculations, we propose that surface states are the primary origin of
this shallow-trap-related second-order component, contributing up to �80mV of the overall reduction in Voc at room temperature. This work
reveals that the origin of carrier losses from two non-radiative recombination types (first and second order) are not linked, emphasizing the need
for distinctive mitigation strategies targeting each type to unlock the full efficiency potential of perovskite solar cells.

VC 2026 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license (https://
creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0279622

I. INTRODUCTION

Halide perovskite solar cells have emerged as a promising candi-
date for next-generation photovoltaics due to their excellent optoelec-
tronic properties and rapid progress in power conversion efficiencies.

With reported efficiencies now reaching 27%,1 perovskite solar cells
have already demonstrated their potential to compete with efficiencies
of traditional silicon-based technologies. To drive down power conver-
sion losses to their lowest possible values and approach their practical
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limits, a complete understanding of charge carrier recombination
dynamics for solar cells is crucial, regardless of the choice of absorber
materials.

In all solar cells, the theoretical maximum efficiency—governed by
the Shockley–Queisser (SQ) limit—assumes idealized conditions,
including perfect charge extraction and no non-radiative recombination
losses.2–5 However, in practical devices, material imperfections in the
absorber layer (e.g., bulk and surface recombination) impose a lower,
practical efficiency limit. This limit reflects the best performance achiev-
able with existing absorber materials under realistic constraints. While
optimizing charge transport layers and electrode contacts can reduce
resistive losses and improve device performance, such enhancements
cannot surpass the practical efficiency limit inherently defined by the
absorber’s non-ideal properties. Thus, advancing the absorber material
itself remains critical for bridging the gap between practical and theoreti-
cal efficiencies.2,6 These losses are attributed to non-radiative carrier
recombination, which can typically (for example, in halide perovskites)
be categorized as first-order, second-order, or third-order processes,
depending on the excitation density. Typically, non-radiative carrier
losses in halide perovskites have been linked to first-order trap-assisted
recombination, which is dominant at low charge carrier densities and
characterized by coefficient k1, or to third-order Auger recombination,
which prevails at high charge carrier densities (typically beyond the
operational regimes of solar cells). However, at operating charge carrier
densities, second-order processes are frequently dominant (especially
once first-order charge trapping has beenminimized) and typically con-
sidered radiative, represented by coefficient k2r . This process is often
referred to as band-to-band or radiative recombination between free
electrons and holes, an intrinsic property of semiconductors, while first-
order processes depend on extrinsic factors.

A growing body of work reports shallow traps near the band
edges in halide perovskites, for example, through long-lived tail com-
ponents in time-resolved photoluminescence (TRPL) transients at
device-relevant excitation densities. These works collectively reveal
carrier-loss dynamics that are consistent with an apparent non-
radiative contribution to the bimolecular term that is difficult to distin-
guish from intrinsic radiative recombination.2–4 Early demonstrations
separated the radiative vs non-radiative shares of the measured
second-order term using outcoupling/photon-recycling control
together with TRPL/transient absorption (TA)/photoluminescence
quantum efficiency (PLQE) models,3,5 and time-resolved microwave
photoconductivity (TRMC)/PLQE analyses quantified a non-radiative
share.6 Here, we directly separate the radiative component from a
shallow-trap-mediated non-radiative component, demonstrate its
temperature- and passivation-dependent modulation, and assess its
device-level significance.7–9

In this framework, we introduce the notation k2non to denote the
non-radiative share of the total second-order coefficient k2, which we
will later relate to a shallow-trap manifestation, distinct from
the intrinsic radiative k2r and the first-order SRH term k1(see
supplementary material note 1). Such a shallow-trap manifestation
means the overall second-order recombination with rate k2 is not equal
to the radiative rate k2r , but rather k2 ¼ gesck2r þ k2non, accounting for
both radiative and non-radiative second-order processes. Here, gesc
stands for the escape probability of photons from the film, including
the effect of photon recycling. Despite previous studies separating radi-
ative and non-radiative contributions to the experimentally extracted

k2
3,6,7,9 and identifying shallow band edge trap states in halide perov-

skites,2,6,10 a direct quantitative link between k2non and specific
shallow-trap populations—and how this contribution can be modu-
lated by temperature and surface chemistry—has not yet been estab-
lished. In particular, the origin of this second-order non-radiative
component, and whether it is predominantly intrinsic (and thus
unavoidable) or extrinsic (and potentially controllable), remains
unclear. Nonetheless, they are regarded as the reason for a drop of
�50–100mV in the open-circuit voltage (Voc) of perovskite solar
cells.9 Therefore, understanding this recombination channel is crucial
to guide strategies aimed at achieving the highest performance levels.
For instance, elucidating the interplay between these non-typical sec-
ond-order losses and classical first-order recombination will help in
targeting the minimization of both losses, either independently or
simultaneously, to enhance perovskite device performance.

Here, we present an approach to yield precise recombination
parameters and, together with temperature-dependent measurements,
we extract both k1 and k2non for various high-performance formamidi-
nium lead iodide (FAPbI3) variants. Using surface passivation methods
as a lever, we demonstrate that the change in the radiative second-
order recombination rate with temperature is in line with theoretically
evaluated values. By contrast, we show that the absolute value of k2non
is an extrinsic parameter that relates to the surface, and the
temperature-dependence of the values varies between samples. In our
work, this extrinsic, surface-sensitive behavior of k2non, together with
density functional theory (DFT) calculations, supports its assignment
to surface shallow trap states. Finally, utilizing the temperature-
dependent recombination parameters, we calculate the practical
impact on carrier losses for solar cell device open circuit voltage, Voc,
from sources of non-radiative recombinations via either k1 or k2non.
The Voc drop due to k2non highlights the importance of eliminating the
controllable k2non, in addition to the more widely known and control-
lable k1, when striving to reach the practical efficiency limits for perov-
skite solar cells.

II. RESULTS AND DISCUSSION
A. A joint TRPL–PLQE anchor separates the radiative
and non-radiative components of k2

A useful method to check film quality is by measuring recombi-
nation rates via time-resolved spectroscopy, such as TRPL. In several
reports, arbitrary multi-exponential fitting is applied to the data to
obtain a combination of two rates, but such approaches lack physical
meaning (explained in supplementary material note 2) and thus are
incapable of providing real recombination rates. Here, we employed an
approach that is physically reasonable for representing the recombina-
tion processes and is mathematically logical for extracting the parame-
ters. The rate equation for a photo-excited carrier population n,
assuming uniform carrier density, can be described using a simplified
equation

dn
dt

¼ G� k1n� k2n
2 � k3n

3: (1)

Here, the k1, k2, and k3 represent the first, second, and third order
(Auger) recombination rates, respectively. G is the generation term,
which is time-independent for continuous excitation and time-
dependent for pulsed laser excitation. Our measurements below
explore two measurement conditions: pulsed excitation11 and steady-
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state excitation.7 Under transient excitation, we solve Eq. (1) to obtain
the PL intensity as a function of time,11

PL tð Þ ¼ c
ninitk1

ninitk2 ek1t � 1ð Þ þ k1ek1t

� �2

: (2)

Here, we neglect the Auger recombination term, which is negligible12

under the excitation conditions used in our experiments. The ninit is
the excited carrier density calculated by the recorded incident fluence,
beam size, and film thickness. The constant c contains information
about the photon collection efficiency of the instrument. We also
assume lateral uniform excitation density over the sample and negligi-
ble charge transport effects for the time window over thousands of
nanoseconds, supported by the ultrafast propagation and long diffu-
sion lengths of carriers in perovskites.13–15

To measure and analyze recombination parameters, especially
k2non, we first deposit stabilized FAPbI3 onto glass substrates, following
a recipe using EDTA additives,16 and the film sample is then treated
with post-annealing in air for 24 h, and hereafter termed EDTA-24h.
Next, we measure the TRPL decay curves with initial excitation densi-
ties generated from 520-nm-wavelength pulsed light from 5:2� 1015

cm�3 to 2:3� 1017 cm�3. As shown in Fig. 1(a), we use Eq. (2) for
global fitting on the excitation density-dependent TRPL traces. Here,
global fitting means we input the excitation densities in a single step to
fit all three traces simultaneously, and the only two variables are k1
and k2 as the variables, while c is a common constant representing the
photon collection efficiency of the instrument. This method ensures a
valid k2 by globally matching the decays under high (�1017 cm�3),
medium (�1016 cm�3), and low (�1015 cm�3) excitation densities,
including 1 sun illumination (equivalently between�1016�1017 cm�3)
and representing recombination, which is dominated by second-order,
mixed-second, and first-order recombination regions, respectively.
Moreover, the rate constant k1 obtained via the global fitting
(5:2� 105 s�1) is validated by an independent exponential fitting on
the trace under the lowest excitation density (4:6� 105 s�1,

supplementary material note 1, Table S1). The close agreement
between these methods confirms the robustness of the global fitting,
even as the system’s complexity necessitates a multi-parameter
analysis.

From the above fitting, we obtain the overall k2(2:446 0:03
� 10�11 cm3s�1), which is the coefficient representing all second-order
recombination. To explore the components of k2, we employ our
recently developed photoluminescence quantum efficiency (PLQE)-
based approach.7 Typically, k2 is interpreted as radiative from band-
to-band recombination and thus is a constant value representing an
intrinsic direct bandgap semiconductor property. Hence, k2r and k2
are not distinguished in the common definition of PLQE within the
recombination model, as outlined

gPLQE ¼ gesck2r p0nþ n2
� �

k1nþ k2n2 þ k3n3
: (3)

Here, p0 is the background hole concentration, which is negligible
compared to carrier densities under 1 sun illumination for most lead-
based perovskites, including those explored here (can be equally
replaced in the case of n-doping by n0).

We use Eq. (3) to fit the excitation density-dependent PLQE val-
ues, using a stochastic fitting strategy.7 This method, applied to the
PLQE values across a range of steady-state excitation densities span-
ning two orders of magnitude, extracts individual values for k2 and
gesck2r . For this sample, the external PLQE has already dropped to
�0:1% at excitation densities about 50 times below 1 sun, and at lower
fluence, the signal falls below our detection limit. To stabilize the
PLQE–fluence fit and impose the physically required boundary condi-
tion that the PLQE vanishes as the excitation density tends to zero
(radiative recombination / np vs first-order SRH / n), we therefore
introduce a single synthetic point at a fluence approximately 105 times
lower than the lowest measured point and set its PLQE to zero. From
the fitting as shown in Fig. 1(b) and Table S2, we obtain distinct values
for k2(2:78� 10�11 cm3 s�1) and gesck2r(0:02� 10�11 cm3 s�1).

FIG. 1. Fits of TRPL and PLQE data acquired on thin films of FAPbI3 EDTA-24h at room temperature. The fits exhibit agreement in the value of the overall second-order recom-
bination rate, k2, despite the different measurements and fitting models. (a) Excitation-density-dependent TRPL (solid lines) and fits (dashed lines). The excitation wavelength is
520 nm, and the repetition rate is 1 kHz. The k2 value is double-checked by an exponential fitting of the trace at the lowest excitation density, shown in Fig. S1. (b) Excitation-
density-dependent PLQE (solid symbols) and fits (dashed line) of PLQE using Eq. (3). The excitation wavelength is also 520 nm under continuous wave (CW) mode. The arrow
points at the excitation density close to standard 1 sun illumination. The open symbol at the lowest excitation density is not a measured data point but a synthetic extremely-
low-fluence point used only for the PLQE–fluence fit: we set the PLQE to zero at a fluence estimated to be five orders of magnitude below the lowest measured point in order
to impose a boundary condition assumption that the PLQE tends to zero as the excitation density tends to zero. (c) Excitation-density-dependent TRMC traces normalized to 1,
with excitation at 500 nm with a repetition rate of 10 Hz. Inset: log-linear plot of the traces.
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While a hypothetical scenario could posit equality between these
parameters (e.g., k2¼ gesck2r), our unconstrained fitting procedure
inherently yields non-identical values. This result indicates that such
equality is neither required nor consistent with the data, allowing us to
rule out this scenario. These values are listed in Table S1. Thereby, we
confirm again that k2 and gesck2r are different, subject to
k2 ¼ gesck2r þ k2non, accounting for both radiative and non-radiative
processes. In planar, non-outcoupled films, where gesc is small,3 the fit-
ted radiative product gesck2r can be small even when the intrinsic k2r
remains within literature-reported ranges for halide perovskites.17 This
is consistent with previous works in which distinct k2 values are
obtained by the same fitting method on transient absorption (TA) and
TRPL, revealing the existence of the k2non component. Herein, the
k2non values are obtained through the extracted k2 and gesck2r values
from Eq. (3).

While fitting PLQE data using Eq. (3), we need to input the value
of k1 to extract gesck2r . To ensure accuracy, in addition to cross-
verifying the k1 value from the global fits via Eq. (2), we carried out
time-resolved microwave photoconductivity (TRMC) measurements.
These TRMC results confirm the first-order recombination regime, as
illustrated in Fig. 1(c). Compared to recording radiative recombination
of carriers by PL, TRMC records the overall recombination of free
charge carriers, regardless of whether they recombine non-radiatively
or radiatively. As shown in Fig. 1(c) inset, the TRMC decays show an
overlapping and straight behavior under excitation densities in the
range below 5:4� 1014 cm�3, where TRPL is no longer accessible
from the instrument used in this study. In this range, the carrier
recombination becomes non-radiative between trapped electrons and
background holes, but with a rate (2� 106 s�1) larger than k1 obtained
from PL, indicating that PL is more influenced by surface traps since
TRMCmonitors residual mobile carriers in the bulk.18 We herein con-
tinue to use TRPL for fitting but use TRMC as a cross-check.

Overall, our methodology employs two complementary pathways
to determine k2: the first uses Eq. (2) to globally fit TRPL data, provid-
ing a direct estimate of k2 (alongside k1, which is independently vali-
dated via exponential fitting), while the second and primary approach
uses PLQE recordings [Eq. (3)], combined with the pre-determined k1
values, to extract k2 and further decouple it into its components,
including the key parameter of interest, k2non. While the TRPL fits
serve as a useful cross-check for k2, the PLQEþ k1 approach is the pri-
mary driver for obtaining k2 and k2non. Encouragingly, we find that,
despite the different measurements and fitting models, the overall
second-order recombination rate, k2, obtained from the fitting
approaches above is in good agreement: ð2:446 0:03Þ vs (2:786 0:32Þ
�10�11 cm3 s�1 from TRPL and PLQE fitting respectively, as shown in
Fig. 1(b). The low external PLQE of the planar test films is expected
when gesc is small and a residual k2non is present and is therefore consis-
tent with the extracted coefficients rather than indicative of a fitting
artifact. Such values are consistent with previous results of k2 from vari-
ous time-resolved spectroscopies, such as THz spectroscopy,17,19

TRMC,18,20 TA,3 and PL.7 For example, they are within a single order
of magnitude of FAPbI3 values reported by OPTP/THz.17 Specifically,
optical-pump terahertz-probe (OPTP/THz) conductivity on FAPbI3
thin films reports / k2 � (1.16 0.2) � 10�10 cm3 s�1;17 by the same
technique, MAPbI3 typically yields k2� (6–8) � 10�10 cm3s�1 and
FAPbBr3 k2 � (1.0–1.2) � 10�9 cm3 s�1.6 These results, consistently
falling within the range of �10�11– 10�10 cm3 s�1, also align with

simulations. This alignment, however, masks the potential existence of
a non-radiative component (k2non) within the total k2, as the consis-
tency implies completeness in the measured values. By combining
global TRPL fitting (directly providing k2 for cross-check and k2) with
stochastic PLQE fitting (decoupling k2 into gesck2r and k2non using k1
values from global TRPL fitting, validated through exponential fitting),
we extract k2non¼2:75� 10�11 cm3 s�1 out of the total k2 of 2:78�
10�11 cm3 s�1. This reveals that k2non dominates the total k2(98.9% for
this sample), further consistent with the sample’s low PLQE of around
0.4% at the excitation density equivalent to 1 sun.

B. Temperature-dependent analyses reveal that k2non
values are independent of k1 and relate to an extrinsic
property

To elucidate the origin of the non-radiative component of k2(i.e.,
k2non), we carry out temperature-dependent measurements. As a pre-
requisite, we first examine the PL spectra of each sample under differ-
ent temperatures, as shown in Fig. S2. The shift of the PL peak aligns
with the change in the bandgap at lower temperatures, and the full
width at half maximum (FWHM) of the PL peak becomes narrower.
Importantly, no additional peak or shoulder emerges in the PL spectra
at lower temperatures over the range studied here (50–293K, Fig. S2),
indicating that it is suitable for temperature-dependent analysis
through either TRPL or PLQE.

To extract the k2 values from both the TRPL and PLQE
approaches at each temperature, we first record and carry out global
fitting of TRPL traces at low temperatures, using Eq. (2), as shown in
Figs. 2(a) and 2(c). Then, we record the PL emission spectra under the
same excitation and signal collection conditions. This ensures an accu-
rate ratio of PL spectra integration between low temperature and room
temperature. Given no change in absorbance on temperature at the
excitation wavelength (Fig. S2), and assuming that the ratio between
PL emissions at two temperatures represents the ratio of PLQE at those
temperatures,7 we record the PL spectra at the excitation densities
equivalent to those used in PLQE records. This allows us to obtain the
excitation-density-dependent PLQE at each temperature, as shown in
Figs. 2 and S4. We adopt this scaling method because direct PLQE
measurements at low temperatures using integrating spheres are, in
general, not feasible. We observe across the different samples that the
PL emission intensity and consequently the PLQE increase at lower
temperatures under the same excitation densities. Notably, most
apparent at the lowest temperature, the excitation-density-dependent
PLQE shows a downturn at high excitation densities, indicating the
onset of Auger recombination. This onset is consistent with an
increase in the Auger recombination rate and an increase in the carrier
density due to reduced non-radiative recombination at low
temperatures.22

At each temperature, we also record the TRMC traces to confirm
first-order recombination behavior under the lowest excitation density.
The temperature-dependent TRMC decays are shown in Fig. S5, and
mobilities are in Fig. S6. At low temperatures, the first-order recombi-
nation rate becomes smaller, which is also in line with the rates
obtained by TRPL. Similar to MAPbI3, the sum of mobilities of free
charge carriers, including electrons and holes, increases upon cooling,
then drops at 150K, which is close to the phase change temperature
point of FAPbI3.

19,23 This turning point indicates that the onset of
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Auger recombination at 150K and lower arises from a combination of
both reduced carrier trapping efficiency and mobility drop.

With these preparations, we apply the temperature-dependent
analyses to the FAPbI3 EDTA-24h sample. All recorded temperature-
dependent TRPL traces of FAPbI3 EDTA-24h are shown in full in Fig.
S3, and a subset of spectra is shown in Figs. 2(a) and 2(c). At lower
temperatures, we observe increasingly pronounced curvature of the
TRPL traces across the whole range under high excitation densities,
which is the excitation condition in which the second-order recombi-
nation dominates. Such a higher curvature indicates a larger value of
k2 at lower temperatures, and this is in line with previous temperature-
dependent records and analysis of charge carrier dynamics, such as
THz,19 TRMC,23 and TRPL.24 As shown in Fig. S3, the global fitting
method performs well across a range of parameters, accurately captur-
ing decays with varying curvatures at different temperatures. For each
temperature, the fitting was performed separately via the global fitting
by Eq. (2). Additionally, the slope of the straight line in the log-linear
plots, corresponding to first-order recombination, is smaller, sugges-
ting a smaller value of k1. These k1 values are again double-checked
(see Table. S1) by exponentially fitting the decay excluding the initial
sharp drop, as shown in each inset in Figs. 2(a) and 2(c). Then, as with
the room temperature data, we use these k1 values to perform PLQE
analysis at each temperature [Figs. 2(d) and 2(f)]. We find that the k2
values obtained from TRPL by Eq. (2) and PLQE by Eq. (3) are consis-
tent at each temperature. Based on the extracted k2 values with good
fits across all temperatures, we further find that k2non value increases

from 2:75� 10�11 cm3 s�1 to 6:8� 10�11 cm3 s�1 and k2non=k2 ratio
drops from 98.9% to 92.9%.

We apply our fitting approach combining TRPL and PLQE on
various FAPbI3 samples, as shown in Figs. S3 and S4 and summarized
in Table S4. We selected reagents from distinct materials chemistry
classes to disentangle bulk vs surface contributions to k2non. EDTA
(multidentate Lewis base) is purported to chelate undercoordinated
Pb2þ at grain interiors/boundaries, suppressing deep traps (bulk
passivation). MACl (volatile chloride) is reported to transiently
modulate crystallization and drives surfaces toward A-site–rich/
near-stoichiometric terminations after annealing, allowing us to test
the removal of PbI2-like terminations without bulky capping. ACCl
(quaternary ammonium) has been reported to steer the surface ter-
mination during growth while largely avoiding incorporation into
the three-dimensional (3D) A-site lattice. Post-deposition CHABr
and M-PEAI (bulky ammonium halides) are reported to form ultra-
thin quasi-2D surface layers that passivate halide vacancies and
under-coordinated Pb at the outermost lattice.25–27 Together, these
choices span bulk passivation, growth/stoichiometry control, and
explicit surface capping, allowing us to isolate how surface vs bulk
chemistry governs k2non. Specifically, we find (1) EDTA-std, a sam-
ple prepared using EDTA-doped precursors and surface-modified
by gas quenching (standard method),16 exhibits stable quality and
has a k2non of 9:75� 10�11 cm3 s�1 (k2non=k2¼ 97.5%); (2) EDTA-
24h, the sample shown above in Figs. 1 and 2, treated with EDTA
and post-annealed in air for 24 h at room atmosphere, exhibits stable

FIG. 2. Fits of TRPL and PLQE data obtained from FAPbI3 EDTA-24h thin films at low temperatures. The estimated generation rate at the minimum excitation power, Pmin in
(d)–(f), is around 7� 1016 cm�3 s�1. Consistent k2 values are obtained from the fits (dashed lines) of TRPL (solid lines) and PLQE (solid symbols) at each temperature, follow-
ing the method applied at room temperature in Fig. 1, using Eqs. (2) and (3), respectively. The temperature-dependent traces of TRPL (a)–(c) are from direct recordings, while
the low temperature PLQE (d)–(f) values are from scaling steady-state PL emission.7,21 Results at other temperatures are shown in Figs. S3 and S4. Insets of (a)–(c): exponen-
tial fits (dashed lines) to the TRPL recorded (solid lines) under the lowest excitation density in ln-linear plots, with the excitation density stated (cm�3). These linear fits ensure
the validity of the k1 values obtained from the global fitting.
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quality and an extended PL lifetime compared to the ETDA-std
sample;16 (3) MACl, prepared using an FAPbI3 precursor treated
with MACl and surface modification,13 results in an improved poly-
crystalline morphology that enhances charge collection, achieving a
solar cell efficiency of 23% with a much lower k2non of 2.42� 10�11

cm3 s�1 and a k2non=k2 ratio of 75.6%; and (4) ACCl, a sample doped
with ACCl and further surface-modified using CHABr and M-PEAI
in IPA solution, results in a uniform, pinhole-free surface with large
grains. This material attains the highest solar cell efficiency of 25.1%,
with a k2non of 2:68� 10�11 cm3 s�1 and a k2non=k2 ratio of 76.7%.

Despite the high qualities of either stability16 or high device per-
formance,13 all samples exhibit significant k2non values comparable to
k2 at room temperature. Previous work20 using the combination of
TRMC and PLQE analysis on perovskites verified that the overall k2
can be affected by light-soaking post-treatment, highlighting the k2non
component, as k2r is not expected to change since it is an intrinsic
property. Here, we find different k2non proportions in the different
FAPbI3 samples at room temperature, which are as large as around
98% (k2non¼ 9:75� 10�11 cm3 s�1) in EDTA samples and still signifi-
cant at 77% in ACCl (k2non¼ 2:68� 10�11 cm3 s�1), which shows
state-of-the-art solar cell performance. After cooling, as shown in Fig.
S7, the k2 values of all samples extracted from TRPL and PLQE are
consistent at each temperature, allowing us to analyze the
temperature-dependent trend of k2non and k1 values. As exhibited in
Figs. 3(a) and 3(c) and Figs. S6–S8, which show the quantified temper-
ature dependence of recombination rates, the trend of k2non values on
temperature does not follow either k1 or k2. This discrepancy means
there is no straightforward relationship between k2non and k1 or
mobility.

First, the k1 values decrease as temperature decreases for all sam-
ples [Fig. 1(a)], in line with a previous study19 on halide perovskites
and conforming to the standard behavior of traditional semiconduc-
tors, such as recombination rates governed by deep traps.28 The k1 is
traditionally described by a Shockley-Read-Hall model, and its
decrease at low temperatures is attributed to reduced thermal energy,
which diminishes impurity ionization, passivates dopant sites, and lim-
its their role in recombination.19 Meanwhile, the absolute k1 value
depends on the density and energy level position of traps. Therefore,
due to the differences in doping and surfaces between the four samples,
we observe a significant difference between the k1 values, as seen in
Fig. 3(a). Both MACl (7:7� 105 s�1) and ACCl (7:9� 105 s�1)
samples, which are proven excellent solar cells, present significantly
smaller k1 than EDTA-std (7:8� 106 s�1). This suggests that bulk-
doping modified film crystallization leads to fewer deep traps in the
materials. The improved13 surface effect is supported by the EDTA-
24h, where the 24-h post-annealing in air primarily modifies the sur-
face condition of the material compared to EDTA-std.16 In this case,
the k1 of the EDTA sample drops dramatically (from 7:8� 106 s�1 to
5:2� 105 s�1) and becomes comparable to that of MACl and ACCl.

Second, the k2 values increase as the samples are cooled, in contrast
to k1, as shown in Fig. S7 for comparison. This increase aligns with pre-
vious experimental reports about k2 in halide perovskites, using various
time-resolved spectroscopies.19 It also follows the trend of temperature-
dependent theoretical calculations on k2.

29 In Fig. S6, we plot gesck2r val-
ues of each sample, together with the simulated k2r via the van
Roosbroeck–Shockley relation, using temperature-dependent absorption
(supplementary material note 2). Importantly, we find that the lines of
gesck2r values for each sample as a function of temperature are exactly

FIG. 3. Temperature-dependent recombi-
nation rates, extracted from fits to PLQE
and TRPL data in Figs. 2, S3, and S4,
using Eqs. (2) and (3) demonstrate the
intrinsic and extrinsic properties of k2.
(a) k1 values from TRPL fits, checked by
exponential fits to the traces at the lowest
excitation density. Error bars are represen-
tatively included for the EDTA-std sample.
The error bar represents the standard error
derived from the global fit covariance matrix,
accounting for residual variance, data vari-
ability, and parameter correlations. Direct
comparisons of gesck2r (b), k2non (c), and
k2non=k2 ratios (d) between different sam-
ples are derived from the approach in Sec.
II A. Normalized temperature-dependent
gesck2r values with a dashed line (guide to
the eye) illustrating their parallel nature to
the simulated k2r derived from the van
Roosbroeck–Shockley relation.
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parallel to the line of the simulated k2r . The vertical offsets between these
parallel lines arise exclusively from variations in gesc, a factor critically
influenced by surface treatment that differs among the four samples due
to fabrication parameters, and also the difference in thickness.30

To further explore the parallel nature of these lines, we indepen-
dently normalized the extracted gesck2r values to their respective max-
ima [Fig. 3(b)]. This normalization shifts the curves vertically but
preserves their temperature-dependent slopes, which were individually
shown for all samples in Fig. S6. After scaling, the gesck2r values of the
four samples—despite stark differences in doping, fabrication, and sur-
face treatments—align onto the same line. This alignment reinforces
that the temperature-dependent k2r , extracted using Eq. (3), is an
intrinsic property of FAPbI3, while the pre-normalization vertical off-
sets exclusively reflect extrinsic, sample-dependent variations in gesc.
This follows the principle of detailed balance, which states that the radia-
tion by recombination and generation by absorption of electron–hole
pairs are equal at thermal equilibrium. This means that the intrinsic
second-order recombination is the reverse process of absorption of
charge carriers, as has been reported for MAPbI3. According to the Van
Roosbroeck–Shockley relation, the increase in k2r during cooling can be
attributed to the narrower Bose–Einstein distribution of electrons and
holes, which increases the electron–hole interaction probability.29

Finally, as shown in Fig. 3(c), the trend of temperature-
dependent k2non is not clearly following either k2 or k1. By contrast, the
k2non=k2 ratio is monotonically decreasing over temperature for all
samples [Fig. 3(d)], regardless of the significant discrepancy in values.
MACl and ACCl, which have the smallest k1 and k2non, also show a
smaller k2non=k2 ratio, dropping from around 75% to nearly negligible
when cooling to 50K. This suggests that, in these samples, the increase
in k2 as the sample is taken to lower temperatures is mainly due to k2r .
Despite a clear decrease, both the EDTA-std and EDTA-24h samples
maintain a large ratio of about 93% of k2non=k2 at 50K. This implies
that at 50K, trap-assisted first-order recombination is the only carrier
loss mechanism in MACl and ACCl, while k2non still plays a significant
role in the EDTA samples. Compared to the EDTA-std sample, the
surface-modified EDTA-24h (post-treated) exhibits k1 and k2 values
comparable to those of MACl and ACCl at room temperature.
However, unlike MACl and ACCl, the k2non of EDTA-24h still
increases upon cooling, like EDTA-std. This means that in the case of
EDTA-24h, of which the surface treatment is incomplete,16 k2non
remains pronounced at room temperature and persists at lower tem-
peratures. Meanwhile, since k1 is already significantly depressed, this
case of EDTA-24h reinforces that k1 and k2non are different.

Despite the same temperature-dependent trend of k1 and k2non of
MACl and ACCl, the value of k1 only drops two times while the k2non
reduces to a negligible value with respect to the absolute rates of other
contributing terms with complete surface treatments, suggesting no
connection between k1 and k2non. The distinction could indicate that
k2non arises from shallow states, unlike k1 from deep traps. In shallow
states, carriers are weakly localized, allowing them to escape back to
the conduction or valence band via thermally activated processes.31

This thermal localization enhances k2non at lower temperatures, as
cooling reduces carrier escape rates and increases state occupancy.
However, this enhancement diminishes or even reverses if fewer car-
riers can be trapped—such as when the energy distribution and density
of shallow states are substantially reduced. This is evidenced by
Fig. 3(c): EDTA-std and EDTA-24h samples exhibit elevated k2non at

lower temperatures, while MACl and ACCl display suppressed k2non
values, owing to effective surface modification for the latter samples.

C. The origin of k2non is attributed to surface shallow
states

The results above show that k2non is a substantial, extrinsic contri-
bution to the second-order recombination that is strongly sensitive to
surface treatments, whereas k1 and k2r behave as expected for deep-
trap SRH and intrinsic radiative recombination. This suggests that
k2non may be linked to shallow surface states rather than deep bulk
defects. In the growing work on shallow states in perovskites,2,7,9,10,20

the non-radiative components of the bimolecular recombination coef-
ficient are consistent with shallow band edge traps—especially those
very close to the band edge—but this relationship is not made explic-
itly, and the origin is not clear.

Within the Shockley–Read–Hall (SRH) framework,

R ¼ np�n2i
spðnþntÞþsnðpþptÞ. For shallow traps near the band edge under fast

band–trap exchange, trap occupancy tracks free carriers; eliminating
the trap variable yields an effective non-radiative bimolecular term
Rnr � k2nonnp, with k2non / rvthNt(thermal factors omitted for brev-
ity). A detailed SRH-based derivation showing how shallow traps near
the band edge can manifest as an effective non-radiative bimolecular
channel is given in supplementary material note 1. Hence, fits to the
simple first-/second-/third-order recombination rate equation [Eq.
(1)] without an independent radiative anchor will absorb shallow-trap
SRH into the empirical k2.

In view of the physical processes described by SRH, in weakly
trapping shallow states, electron–hole recombination resembles band-
to-band processes in its dependence on both the concentration of elec-
trons and holes, but becomes non-radiative due to the localization of
one carrier. This second-order effect can be considered as an extreme
case of the Shockley-Read-Hall recombination model with shallow
traps. Our experimental results support this model over trap-assisted
Auger recombination (TAAR), which, for example, leads to k2non-type
processes in III-nitride semiconductors.32 TAAR is a pseudo-second-
order process in which a trapped carrier is involved in the third-order
Auger recombination. However, due to the trap density overwhelming
the other two, the trapped concentration in the recombination form
can be scaled into the coefficient, leading to a pseudo-second order
expression. Representative cases of the TAAR process include a highly
doped semiconductor, such as silicon,33 or semiconductor nanocrys-
tals.34 The key common factors that lead to TAAR in these cases are
high carrier density (from heavy doping or strong confinement) and
high trap concentration (from doping or a large surface area to volume
ratio). In our case, Auger recombination only appears at low tempera-
tures in the recorded excitation density range (or at low temperature,
the onset of Auger recombination shows up at lower densities), consis-
tent with reduced carrier trapping and the change in mobility spike,
but k2non/k2 is larger at room temperature, in contrast to the
temperature-dependence of TAAR.35,36 Also, the carrier density after
excitation in our work is comparable to 1 sun illumination, which does
not yield a high carrier concentration. Moreover, the opposite trend of
temperature-dependent k1 and k2non in both EDTA-std and EDTA-
24h suggests that the deep trap concentration is not directly involved
in k2non processes.
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A relatively high concentration of trap density is possible at the sur-
face or grain boundaries, where the density of states can differ from the
bulk due to lattice termination. The k2non values of the samples, labeled
as EDTA-std for the bare film and EDTA-24h for film with surface
modified after treatment, present a significant difference in Fig. 3(c), sup-
porting the relevance of the surface. This is further supported by the
other two samples, ACCl and MACl, both of which show much smaller
k2non with specific surface modification. The possibility of relatively con-
centrated surface traps also aligns with wider literature,20,38,39 consistent
with k2non primarily being a surface effect. The light soaking effect, which
enhanced PL lifetime and PLQE, was originally demonstrated in
MAPbI3 and was proposed to be effective on surface shallow states.20

The same treatment on FAPbI3 also led to better PL performance; mean-
while, bulk properties were not affected.16

To provide a microscopic realization of such shallow surface
states, we next perform DFT calculations on different FAPbI3 surface
terminations (Fig. 4) and examine how the resulting shallow states are
consistent with the experimentally observed k2non. We stress that these
DFT calculations are used to support the existence and qualitative
character of shallow surface states for particular terminations; the
quantitative recombination strengths reported in this work are experi-
mentally measured as shown above and are not inferred directly from
DFT. We find that in the case of PbI2 surface terminations, [PbI6]

4�

octahedra are truncated at the surface, thus creating an extra projected
density of states to be 1.6� 1013 cm�2 at the surface, spanned by a ref-
erence value of �320meV adjacent to the valence band. By contrast,
for FAI-terminated surfaces, the [PbI6]

4� octahedra remain structur-
ally intact with no truncation, as shown in Fig. S9. Consequently, no
such extra projected density of states at the surface is observed in this
configuration. Such a result resembles the energy levels of the surface
states that are located just above the top of the valence band in bulk
MAPbI3.

30 Holes could accumulate in these shallow states, while

electrons will remain in the bulk region.31 One possible mechanism for
k2non is thus illustrated in Fig. 4(e). These locally accumulated holes,
which hop between these surface states and bulk states, involve the
overall carrier density in the valence band in their recombination, lead-
ing to a second-order recombination behavior but with a rate different
from band-to-band. The shallow states responsible for k2non, which
arise intrinsically from the surface termination of PbI2, support the
ubiquitous presence of k2non in lead halide perovskites.7 Such surface
termination-induced shallow states are in line with the experimental
results that the surface-targeted treatment, either gas quenching or
post-treatment, could effectively decrease k2non.

Given that the shallow states are from the PbI2 surface termina-
tions, these states are localized and energetically distinct from bulk
FAPbI3 bands. At lower temperatures, some surface shallow states (on
the deeper side) behave like deep traps because cooling reduces the
thermal energy required for holes to escape back to the valence band.
These states now act as deep hole traps, forcing recombination to pro-
ceed in the same as k1. This reduces the k2non/k2 ratio because fewer
active shallow traps contribute to k2non, meanwhile k2r increases.
Although k2non/k2 ratio decreases at lower temperatures for all samples,
the absolute k2non values exhibit distinct trends: they increase for
EDTA-std and EDTA-24h but decrease for surface-modified samples
(MACl and ACCl). Notably, the k2non reduction in surface-modified
samples follows an exponential temperature dependence, consistent
with an activation energy process. This behavior is corroborated by the
Arrhenius plot in Fig. S10, which reveals an activation energy of
�40meV. Such activation is consistent with trapping/detrapping in
the shallow surface states identified for PbI2-terminated surfaces; in
this picture, variations in k2non reflect changes in the capture pre-factor
(effective capture cross-section and carrier thermal velocity) and,
potentially, the effective activation term via electron–phonon cou-
pling.40 The presence of this energy barrier indicates that surface

FIG. 4. (a)–(d) DFT calculations of PbI2 termination at the surface. (a) Atom-/species-projected DOS (density of states) for the PbI2-terminated surface slab, highlighting an additional distri-
bution of surface states near the valence-band edge (b) shows the positions of calculated density of states from bulk toward surface for (c) and (d). As illustrated in (d), shallow states adja-
cent to the valence band, extending to a DFT-calculated reference value of �320meV, are generated by the surface termination of PbI2. These surface shallow states act as a “collection
bowl” for holes, thus leading to the k2non process as depicted in (e), along with k2r . (f) Calculated EF at room temperature and 50K. The k2non loss contributes 47–77meV of the overall
carrier losses at ambient conditions and is nearly negligible at 50 K. The bar cap represents the detailed balance limit,37 and the k2non or k1 loss is calculated by including or setting zero
for the k2non or k1 values while determining the quasi-Fermi level splitting, EF.
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modification suppresses carrier recombination by introducing a kinetic
hindrance. By contrast, EDTA-std (non-passivated) and EDTA-24h
(partially modified) lack such an activation barrier. Their elevated
k2non at lower temperatures instead is solely dominated by thermal
localization effects (reduced carrier escape, higher state occupancy).
Given that PbI2 terminations can be tailored via synthesis or post-
treatment, these results highlight a viable pathway to control or even
eliminate k2non by engineering surface terminations.

Together with the VRS-anchored radiative component estab-
lished above, the moderate carrier densities (�1016 cm�3) under �1
sun and the temperature/fluence trends, including the �40meV
passivation-activated suppression, show that the residual second-order
channel in the regime studied is extrinsic and surface-sensitive. In this
room-temperature, �1-sun window, we therefore attribute k2non pri-
marily to shallow surface states and adopt a shallow-surface-trap
extension of SRH/non-radiative multiphonon as the minimal micro-
scopic picture consistent with the data; a III-nitride–type trap-assisted
Auger mechanism or other multiparticle trap-mediated channels are
not required to account for the observations and, if present, lie below
the resolution of our measurements.

D. The quantified effect of k2non on the open-circuit
voltage of perovskite solar cells

Finally, independent of the DFT analysis, we evaluate the effect of
k2non on the practical performance of solar cells. In Fig. 4(c), we calcu-
late the quasi-Fermi level splitting (i.e., difference in energy between the
electron and hole populations after photoexcitation), EF, calculated
using the recombination rates and generation term from 1 sun illumina-
tion at AM1.5 (supplementary material note 3). Since EF directly links
to the open circuit voltage, Voc, EF can be taken as the practical limit of
Voc, as previously evaluated for perovskite solar cells.41 As noted in the
room temperature column for each sample, the loss due to k2non con-
tributes to as low as 47meV (MACl) up to 77meV (EDTA) of the total
carrier losses. Even in-state-of-the-art devices such as ACCl (achieving
a PCE of 25.1%), a residual energy loss of 54meV persists. This under-
scores the need for targeted mitigation strategies from k2non, despite sig-
nificant breakthroughs in film quality and device optimization.

In line with the observation in Fig. 3 that k2non and k1 are not
directly correlated, the losses associated with k1 and k2non differ in pro-
portion, as shown in Fig. 4(f). The distinct EF drop caused by k1(1st-
order, via deep traps) and k2non(2nd-order, via shallow traps) under-
scores the two separate populations of traps and their fundamentally
different recombination physics in solar cells. Both need addressing, and
targeting the elimination of these losses is critical for device optimiza-
tion. The observed reduction in the EF caused by k2non—when compar-
ing the EDTA-std to the three other cases—underscores the potential of
targeting surface conditions to mitigate k2non losses and progress toward
the radiative limits. Since additives can interact with PbI2 during crystal-
lization of FAPbI3

25—resulting in a smoother, more uniform surface—
and the DFT simulation suggests that PbI2 termination generates the
shallow states, targeting terminations during and after crystallization
presents a promising approach to further reducing k2non. Moreover, we
also evaluate EF at 50K with the parameter values obtained above. From
the negligible effect of k2non loss along with the decrease in k1 loss upon
cooling, we expect a much higher Voc, approaching the theoretical limit,
and thus better device performance under cooler conditions, such as
those implemented in space applications.

III. CONCLUSIONS

In our work, we have elucidated the origins and impacts of the
second-order non-radiative recombination pathway (k2non), typically
hidden in k2 by the normally used simple first-/second-/
third-order recombination rate equation, in halide perovskites.
Specifically, our results— in line with studies of shallow states associated
with k2non, for which a clear physical origin had previously been
lacking—provide evidence that k2non arises from surface shallow states.
By combining fluence- and temperature-dependent TRPL and PLQE
and manipulating charge carrier dynamics through control of bulk and
surface conditions, we reveal the radiative component (gesck2r) of
second-order recombination aligns with the simulated k2r values from
the Van Roosbroeck -Shockley relation as a function of temperature.
We demonstrate that k2non arises from shallow states, distinct from the
first-order k1 pathway mediated by deep traps. Both recombination
pathways of carrier losses need to be addressed in device optimization
strategies. Our analysis reveals that these shallow states are primarily
governed by extrinsic factors, with PbI2 terminations identified as a
likely contributing factor through DFT calculations. Our further calcula-
tions show that the current gap between the best achieved Voc to date
and the limit, due to k2non loss, is up to �80mV. This work not only
enhances our understanding of k2non but also provides actionable direc-
tions, emphasizing surface conditions to mitigate its effects, thereby pav-
ing the way for further improvements in perovskite solar cell efficiencies.
Moreover, given k2non loss is critical to address in single-junction cells;
its impact remains equally vital when these wide gap cells are integrated
into tandem architectures, as second-order non-radiative recombination
directly weakens the luminescent coupling between sub-cells.42,43

SUPPLEMENTARY MATERIAL

See the supplementary material for the expanded information
on sample fabrication for EDTA-std, EDTA-24h, MACl, and ACCl,
and detailed descriptions of the PLQE, TRPL, TRMC, and
temperature-dependent UV–VIS measurements. It further includes
supporting tables that compile recombination parameters and life-
times, theoretical notes on shallow-trap SRH recombination, k2 and
quasi-Fermi-level splitting calculations, and DFT methodology, as
well as extended figures that illustrate the temperature-dependent
photophysics and modeling results underpinning the conclusions of
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