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Antimony-based (Sb-based) short-wave infrared (SWIR) photodetectors have attracted considerable attention for their
applications in non-destructive optical analysis. However, defect-induced charge trapping at heterojunction interfaces
severely degrades device performance and stability, while the dominant defect types and their underlying physical mecha-
nisms remain poorly understood. In this study, we employ first-principles calculations with Marcus charge transfer theory to
investigate the defect-induced hole trapping process within the GaSb/AlSb heterojunction. We find that among all intrinsic
defects examined, Sb vacancy (VSb), Al vacancy (VAl), and the Al antisite on Sb (AlSb) introduce shallow acceptor levels
near the valence band maximum (VBM), rendering them highly effective in trapping holes. Moreover, we demonstrate
that Al-related defects (VAl and AlSb) undergo substantial orbital hybridization with the VBM. This significantly enhances
the coupling strength between the initial and final states, thereby boosting hole trapping efficiency. These findings provide
crucial insights into the performance limitations of Sb-based SWIR photodetectors and offer valuable guidance for defect
engineering and device optimization.
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1. Introduction

Short-wave infrared (SWIR) photodetectors, operating
within the atmospheric window of 1 µm–3 µm, uniquely
combine long-range detection and high-resolution imag-
ing capabilities.[1,2] This enables critical applications in
many fields, such as autonomous driving,[3–5] satellite
surveying,[6,7] etc. For the SWIR detector material sys-
tems, many have been studied, including Si-based,[8–10]

HgCdTe,[11,12] graphene,[13,14] InGaAs,[15–17] and Sb-based
detectors.[18–20] Among these, Sb-based InAs/GaSb/AlSb
type-II superlattice detectors stand out as a leading “third-
generation” candidate, addressing the critical limitations of es-
tablished technologies, such as the lattice mismatch in InGaAs
and the high cost and poor uniformity of HgCdTe.[21] A key
innovation in this material family is the incorporation of wide-
bandgap AlSb layers, which enables advanced band-structure
engineering to achieve wide spectral tunability without strain,
while maintaining the superior epitaxial quality required for
large-area substrates.[22–24]

However, the performance and stability of Sb-based
SWIR detectors are often limited by charge trapping.[24,25]

As a critical source of instability common to many infrared
photodetector systems, charge trapping is well documented to
induce multiple deleterious effects, including degraded pho-
tometric precision, interfacial charge accumulation, enhanced
carrier recombination, and the introduction of spurious time-
dependent signals.[26–28] Current performance studies of Sb-
based SWIR photodetectors predominantly focus on macro-
scopic characteristics, such as dark current, with the analyses
being closely integrated with experimental data. A typical ex-
ample is the widely adopted Shockley model, which incorpo-
rates physical parameters determined via experimental tech-
niques: doping concentration is commonly extracted through
capacitance–voltage (C–V ) profiling, carrier diffusion lengths
can be derived from Hall measurements, and the generation–
recombination (GR) lifetimes (τGR) are determined by fitting
the model to measured current–voltage curves.[24,25] However,
the underlying microscopic physics, specifically the charge
trapping mechanisms that dictate these capture rates and dark
current, remains unclear.

To address these issues, in this study, we employ first-
principles calculations to investigate hole trapping by intrin-
sic defects at the GaSb/AlSb interface, a critical process in
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devices where GaSb serves as the primary hole potential
well.[29–31] We compare the hole trapping rates of all con-
sidered defects, identifying Al-related defects (VAl and AlSb)
as exceptionally efficient hole trapping centers with trapping
rates reaching up to 1014 s−1. More importantly, we find
that the physical origin of enhanced hole trapping arises from
strong orbital hybridization between Al-related defects and va-
lence band maximum (VBM) states. Our results provide fun-
damental ab initio insights into carrier trapping mechanisms
in Sb-based SWIR, and offer valuable guidance for strategic
defect engineering and device optimization.

2. Methods
2.1. DFT calculations

All density functional theory (DFT) calculations are per-
formed using the plane-wave package PWmat with graph-
ics processing unit acceleration.[32,33] In all calculations, we
adopt the SG15 norm-conserving pseudopotentials and an en-
ergy cutoff of 50 Ry for the basis set. For structural relax-
ations, we employ the Perdew–Burke–Ernzerhof (PBE) func-
tional, and the convergence criterion is set to 0.02 eV/Å for the
maximum Hellmann–Feynman force on each atom. For elec-
tronic structure calculations, we maintain the same computa-
tional parameters but employ the Heyd–Scuseria–Ernzerhof
(HSE06) hybrid functional with atom-weighted mixing pa-
rameters to accurately describe the band structures and band
offsets of GaSb and AlSb.[34] This method enables contin-
uous bandgap tuning through adjustment of the ai and σi

parameters.[35] Using parameter sets of (ai = −0.20, σi =

2.75) for GaSb and (ai = −0.29, σi = 2.75) for AlSb, we ob-
tained bandgaps of 0.78 eV and 1.62 eV, respectively, showing
excellent agreement with experimental values.[23]

Furthermore, we constructed the GaSb(100)/AlSb(100)
heterojunction using the interface builder tool in Quantum
ATK.[36] The GaSb(100)/AlSb(100) heterojunction is built
with Sb atoms serving as the common interface atoms, while
a uniform strain below 5% was applied to the AlSb layer
to accommodate the slight lattice mismatch between the two
materials. In addition, a vacuum layer of approximately
20 Å is added in the direction perpendicular to the interface.
The resulting heterostructure supercell, with dimensions of
12.33 Å×12.33 Å×65.76 Å, consists of 8 Ga layers, 8 Al lay-
ers, and 15 Sb layers, totaling 280 atoms. All exposed Ga
and Al dangling bonds on both sides of the heterojunction
are passivated with pseudo-hydrogen atoms. The reliability
of this supercell size is validated by convergence tests on key
defect properties and by its favorable comparison to dimen-
sions used in similar first-principles studies of interface charge
trapping.[37,38]

2.2. Marcus theory

To further investigate the charge trapping caused by in-
terfacial defects, we calculated the hole trapping rates using
Marcus charge transfer theory.[39,40] The charge trapping rate
is given by

ν =
2π

h̄
|Vc|2

√
1

4πλkBT
exp
[
− (∆G+λ )2

4λkBT

]
, (1)

where ∆G represents the Gibbs free energy difference between
the initial and final states for the charge transfer reaction, λ

is the reorganization energy of structural relaxation during
charge trapping, and Vc is the coupling constant between the
initial and final states.[41] In practice, we calculate Vc by us-
ing an electric field to intentionally drive the two-level sys-
tem (e.g., VBM and defect level) into a crossing region, where
an anti-crossing behavior occurs, and Vc is exactly half of the
anti-crossing energy gap.[37] In our calculations, the external
electric field was modeled as a linear potential applied perpen-
dicular to the heterointerface. This strategy has been success-
fully demonstrated for charge transfer dynamics at different
interfacial systems.[37,38,41–43]

Furthermore, when Sb-based SWIR photodetectors are in
operation, an external electric field is often applied to effi-
ciently separate photogenerated electron–hole pairs.[24,25] The
applied electric field F will change the position of the defect
level relative to the VBM, which is reflected in modifying the
Gibbs free energy as

∆G(F) = ∆G0− eFd. (2)

Here, ∆G0 is the Gibbs free energy difference in the absence of
an electric field, e is the elementary charge, and d is the defect-
interface distance.[37,38] By substituting ∆G with ∆G(F), the
effect of the external electric field can be incorporated.

3. Results and discussion
The GaSb/AlSb heterojunction is constructed by epitaxial

connection of the GaSb(100) and AlSb(100) surfaces, where
Sb atoms naturally bridge the interface [Fig. 1(a)]. At this
interface, both Ga and Al atoms retain their tetrahedral coor-
dination, forming Ga–Sb–Al bonding configurations. During
structural relaxation, we fix the outermost five layers of each
material to preserve their bulk properties. The relaxed struc-
ture reveals minimal bond distortion, with the interfacial Ga–
Sb and Al–Sb bonds both converging to 2.67 Å. While GaSb
and AlSb exhibit Td symmetry in their bulk forms, the point
group symmetry of the GaSb/AlSb heterojunction is reduced
to C2v, as the symmetry in the z-direction is broken, while the
xy-plane remains almost unaffected. For the purpose of analy-
sis, we sequentially label six distinct positions with increasing
distance d from the shared Sb layer, three within the interface
(I-1, I-2, I-3) and three within the bulk (B-4, B-5, B-6). At
each designated position, a defect can be introduced on either
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an Al or an Sb atomic site. Figure 1(a) highlights the interface
and bulk regions where a defect can be placed.

Furthermore, we determine the band offset between GaSb
and AlSb by aligning the macroscopic averaged potentials.
The GaSb/AlSb heterojunction forms a type-II band align-
ment, with the valence band offset (VBO) and conduction
band offset (CBO) of AlSb relative to GaSb determined to be
0.38 eV and 0.46 eV, respectively [Fig. 1(c)]. These values
exhibit good agreement with previously reported experimen-
tal and theoretical data,[23,44,45] which validates the accuracy
of our calculated electronic structures. Further orbital analysis
of the heterojunction band edge states reveals that the CBM is
primarily composed of Ga-4s and Sb-5s orbitals, with minor
contributions from Sb-5pz and Ga-4pz. The VBM, in contrast,
consists mainly of Sb-5px and Sb-5py orbitals. This distinct or-
bital composition stems from C2v point group symmetry of the
heterojunction. As illustrated in Fig. 1(b), the s and pz orbitals
from both Ga and Sb atoms couple under the same symmetry
representation and form the CBM state, whereas the px and py

orbitals form the bonding states that constitute the VBM.
To investigate hole trapping effects within the GaSb/AlSb

heterojunction, we perform first-principles calculations on six
intrinsic defects in AlSb: Sb vacancy (VSb), Al vacancy (VAl),
Al antisite on Sb (AlSb), Sb antisite on Al (SbAl), Al intersti-
tial (Ali) and Sb interstitial (Sbi). For each defect type, we
examine six previously defined positions to evaluate distance-
dependent trapping behavior. The calculated defect energy
levels for these intrinsic defects, all corresponding to their neu-
tral charge state, shown in Fig. 1(c), reveal that SbAl, Ali, and
Sbi display deep acceptor levels. According to Marcus theory,
these deep acceptor levels imply high charge transfer energy
barriers and low hole trapping efficiency. However, VAl, VSb,
and AlSb introduce shallow acceptor levels near the hetero-
junction VBM. The origin of these shallow defect levels varies
significantly: (i) VAl forms a conventional shallow acceptor
level near the VBM, originating from Sb-5px/py orbitals of
broken Al–Sb bonds; (ii) surprisingly, VSb also creates a shal-
low acceptor level, despite expectations that the Al-3p orbital
contribution would position it near the CBM. This anomaly
stems from significant structural relaxation. Due to the large
Al/Sb size mismatch, an internal strain is generated, causing
the four surrounding Al atoms to move towards the vacancy
center. Specifically, the Al–Al distance decreases by approx-
imately 30%. This deformation causes the defect electrons to
be strongly attracted to the positive Al nuclei, which drasti-
cally lowers the defect energy level into a shallow acceptor
state; (iii) while for AlSb, the Al atom occupying an Sb site in-
troduces Al–Al orbital coupling, resulting in shallow bonding
states primarily composed of Al-3px/py orbitals. These shal-
low acceptor levels render them more efficient for hole trap-
ping. Consequently, we focus subsequent hole trapping effi-

ciency calculations specifically on these three VSb, VAl, and
AlSb defects.
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Fig. 1. (a) Atomic structure of GaSb/AlSb heterojunction. The blue and or-
ange shaded areas highlight the interface and bulk regions within the AlSb
side, respectively, which contain the designated positions for point defect
analysis. The variable d denotes the distance from the shared Sb interface.
(b) Schematic diagram of atomic orbital coupling in GaSb. Solid dots on
the energy levels denote electron occupation. (c) Calculated defect levels
for intrinsic defects in AlSb at the six designated atomic sites. The shaded
area distinguishes shallow defects. All defect levels shown correspond to the
neutral charge state of the defects.

Furthermore, we show in Fig. 2 the reorganization ener-
gies λ and coupling constants Vc of VSb, VAl, and AlSb for
the hole trapping dynamics. While all three defects exhibit
comparable reorganization energies in the range of 0–12 meV,
their coupling constants display significant variations. No-
tably, VAl and AlSb demonstrate coupling constants approx-
imately one order of magnitude larger than VSb. This distinc-
tion arises from fundamental differences in orbital contribu-
tions, as the defect levels of VAl and AlSb primarily derive
from px/py orbitals, which exhibit strong wavefunction over-
lap with the VBM due to their similar orbital character. In
contrast, the VSb defect level contains significant s and pz or-
bital contributions, resulting in weaker overlap with the VBM.
Furthermore, we observed that the coupling constants for all
three defects follow an exponential decay with increasing dis-
tance from the interface. This behavior reflects the expected
reduction in wavefunction overlap as defects move further into
the bulk region.

Based on these physical quantities, we calculate the hole
trapping rate of these defects at different atomic sites under
different applied electric fields, and the results are shown in
Fig. 3. Here, we define the positive direction of the elec-
tric field as pointing from the GaSb layer to the AlSb layer.
Without an external electric field, the maximum hole trap-
ping rate of the VSb, VAl, and AlSb is about 1011, 1013, and
1014 s−1, respectively. This renders the VAl and AlSb de-
fects as the major hole-trapping centers, while the VSb de-
fect makes a limited contribution. This is consistent with our
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analysis of the coupling constants above. Furthermore, since
the defects closer to the interface have larger coupling con-
stants, the interfacial defects exhibit a significantly larger hole
trapping rate compared to their bulk counterparts. Moreover,
for most defects, we observe that as the applied electric field
increases, the hole trapping rate initially increases and then
decreases. This behavior is a manifestation of the Marcus-
inverted charge transfer phenomenon,[46,47] a universal kinetic
model essential for understanding charge dynamics in systems
ranging from molecular chemistry to advanced semiconduc-
tor heterostructures.[48–51] In our system, this non-monotonic

trend can be understood as follows: as the applied electric field

increases, the defect level, which is initially slightly above the

GaSb VBM, gradually approaches the GaSb VBM, thereby

reducing the hole transfer energy barrier and increasing the

hole trapping rate. However, with further increases in the ap-

plied electric field, the defect energy level begins to fall below

the GaSb VBM. At this point, the energy difference between

them then reversely increases with the field, which, in turn,

raises the hole transfer energy barrier and decreases the hole

trapping rate.
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AlSb (yellow) defects in AlSb.
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Fig. 3. Hole trapping rate under applied electric field at different atomic sites of (a) VSb, (b) VAl, and (c) AlSb defects in AlSb. The common
legend applies to all subplots, where solid and dashed lines represent interface and bulk defects, respectively.

4. Conclusion

This work employs first-principles calculations and Mar-
cus charge transfer theory to investigate the microscopic
mechanisms of hole trapping by intrinsic defects at the
GaSb/AlSb heterointerface, a critical process which limits the
performance of Sb-based SWIR photodetectors. Our results
identify the Al-related defects, namely Al vacancy (VAl) and
Al antisite on Sb (AlSb), as the primary hole trapping cen-
ters. Their exceptional efficiency is attributed to the synergy
of two distinct factors: a low hole transfer energy barrier pro-

vided by their shallow acceptor levels, and a large electronic
coupling constant resulting from strong orbital hybridization
with the VBM states. The combination of energetic and ki-
netic advantages leads to hole trapping rates orders of magni-
tude greater than other defects like Sb vacancy (VSb), an ef-
fect most pronounced near the interface where greater wave-
function overlap maximizes the electronic coupling. These
studies offer a crucial, atomistic-level insight beyond previ-
ous macroscopic models and provide direct guidance for tar-
geted defect engineering to enhance performance and stability
in next-generation Sb-based infrared photodetectors.
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