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We report on the fabrication of a vertical 2D/3D heterojunction diode between gallium selenide (GaSe) and
silicon (Si), and describe its photoresponse properties. Kelvin probe force microscopy (KPFM) has been
employed to investigate the surface potentials of the GaSe/Si heterostructure, leading to the evaluation
of the value of the conduction band offset at the heterostructure interface. The current-voltage
measurements on the heterojunction device display a diode-like nature. This diode-like nature is
attributed to the type-Il band alignment that exists at the p-n interface. The key parameters of
a photodetector, such as photoresponsivity, detectivity, and external quantum efficiency, have been
calculated for the fabricated device and compared with those of other similar devices. The
photodetection measurements of the GaSe/Si heterojunction diode show excellent performance of the
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Accepted 10th November 2021 device, with high photoresponsivity, detectivity, and EQE values of ~2.8 x 10° A W™, 6.2 x 10*° Jones,

and 6011, respectively, at a biasing of —5 V. Even at zero biasing, a high photoresponsivity of 6 A W=*
DOI 10.1039/d1na00659b was obtained, making it a self-powered device. Therefore, the GaSe/Si self-driven heterojunction diode

rsc.li/nanoscale-advances has promising potential in the field of efficient optoelectronic devices.
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Introduction

Dimensionality is one of the crucial parameters to define the
property of a material. The same material can exhibit a dramatic
change in its behavior depending on whether it is arranged in
a zero-dimensional (0D)," one-dimensional (1D),> two-
dimensional (2D),* or three-dimensional (3D)* crystal structure.
Ever since the successful isolation of a single layer of graphite
through mechanical exfoliation in 2004 by Novoselov and Geim,?
two-dimensional layered materials (TDLMs) such as transition
metal dichalcogenides (TMDCs),*” and transition metal mono-
chalcogenides (TMMCs)® garnered tremendous attention of the
scientific community. These materials overcame the zero band-
gap limitation of graphene and emerged to be revolutionary in
the field of optoelectronics and microelectronics with their highly
promising properties, such as layer-dependent bandgaps, effi-
cient light absorption, flexibility, and alluring electrical
tunability.>*® The weak van der Waals (vdW) forces existing
between the different layers of TDLMs help to cleave them in
layers; moreover, the absence of dangling bonds in these mate-
rials facilitates the integration of different TDLMs to realize van
der Waals heterostructures (vdWHs).""** These ultrathin vdWHs,
such as GaSe-MoS,," GaSe-InSe,"” GaSe-WS,,"* GaS-GaSe,"
SnSe,~MoSe,,”® and GaSe-MoSe,,” have been fabricated for
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potential applications in several optoelectronics devices for their
high sensitivity, high speed, and wide range of photoresponse
properties. Beyond these 2D heterostructures, the TDLMs can also
be integrated with bulk 3D semiconducting materials without any
problem of crystal lattice mismatch. In these mixed-dimensional
vdWHs, the advantageous properties of both 2D and 3D materials
can be utilized in a single device.**? In the recent past, several
research groups implemented this idea of utilizing the comple-
mentary properties of different dimensions and integrated the 2D
layered materials with several bulk materials, such as SiC,* GaN,*
and Si.>** In particular, the 2D/3D heterojunctions between 2D
layered materials and 3D Si have shown immense potential for
large-scale practical applications, such as highly efficient solar
cells*®** and photodetectors.**** To date, most of the reported 2D/
3D p-n heterojunction-based photodetectors have been limited to
the combination of Si with graphene® or with TMDCs such as
MoS,**** and most recently a few have involved combining gra-
phene with GaN.**** There are very few reports available on p-n
heterojunctions based on Si and TMMCs such as InSe and GaSe.
In the recent past, several research groups developed GaSe-based
photodetectors which were found to be very promising in terms of
their detectivity, photoresponsivity, speed, and noise equivalent
power (NEP).*** Yan et al.*® provided a brief account of some
high-performance selenide-based vdW heterojunction photode-
tectors, such as SnSe/Si** and InSe/Si.** However, the photo-
response properties still require some improvements to find
potential for commercial applications. One of the most effective
ways to do this is to integrate this intrinsic p-type GaSe with the
state-of-the-art silicon-based technology.
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GaSe is a III-VI semiconducting material with a direct
bandgap of ~2 eV in the multi-layer form and an indirect
bandgap of ~4 eV when prepared in a monolayer form.** Each
layer of this layered material comprises a respective sequence of
four atoms, Se-Ga-Ga-Se, and a weak van der Waals force exists
between the different layers, enabling it to be exfoliated in
layers via mechanical exfoliation.*

In the present work, we report about the fabrication and
characterization of a vertically stacked exfoliated GaSe/Si-based
2D/3D p-n heterojunction. A type-II band alignment is present
at the p-GaSe/n-Si interface which modulates and tunes the
optoelectronic properties of GaSe effectively. The Kelvin probe
force microscopy (KPFM) investigation confirms that a differ-
ence of 146 mV in the surface potential values exists between Si
and GaSe; this results in an interfacial barrier, which causes
quick separation of the charge carriers. The heterojunction
shows a rectifying nature, with a high current rectification ratio
of about 10 evaluated at +5 V. Photoresponse measurements
on the fabricated device indicate excellent performance, with
high photoresponsivity, detectivity, and EQE values of ~2.8 X
10° AW, 6.2 x 10" Jones, and 6011, respectively. Moreover,
a strong photoresponse of 6 AW has also been observed even
at zero biasing. The inbuilt potential at the heterostructure
enables the device to work even without power, making it a self-
driven photodetector. Therefore, this GaSe/Si-based p—n vertical
heterojunction holds great potential to enrich the field of elec-
tronic and optoelectronic devices.

Experimental section

To fabricate the vertical p-GaSe/n-Si heterojunction, an n-type
silicon (100) wafer with a thickness of ~400 pm and p-type
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GaSe (purchased from 2D Semiconductors, USA) were used.
Firstly, the n-type silicon wafer was given an ultrasonic bath to
remove all the contamination from its surface. It was treated
successively in acetone, isopropyl alcohol, and de-ionized (DI)
water for 5 minutes each at room temperature. Metallic marks
were fabricated on the cleaned Si substrate, with the help of
electron beam lithography (EBL) and electron beam evapora-
tion, so that the position of the micro-sized GaSe flakes could be
easily traced. A small amount of the bulk GaSe crystal was taken
on scotch tape, and it was uniformly distributed all over the
tape. The tape was then slightly pressed onto the cleaned
marked n-Si substrate and peeled off. This mechanically exfo-
liated GaSe possesses better crystallinity with fewer defects than
chemically produced GaSe.

The thicknesses of the transferred GaSe films were precisely
measured by employing atomic force microscopy (AFM) in
tapping mode (model: Dimension ICON from Bruker), and the
surface potential measurements were performed using multi-
modal KPFM (model: Dimension ICON from Bruker) in
tapping mode. Raman measurements were carried out with
514 nm laser excitation in a Micro-Raman system at a power of
40 mW to confirm the successful transfer of GaSe flakes on Si
(model: Lab RAM HR evolution from Horiba). The chemical
compositions at the p-n heterojunction were estimated using
energy dispersive X-ray spectroscopy (EDS) (Hitachi tabletop
microscope, TM 3000).

The device was fabricated using EBL (model: eLine plus
Raith GmbH). To insulate the electrode over GaSe from Si,
a 300 nm thick PMMA (polymethyl methacrylate) layer with
a molecular weight of 950k was hardened at the GaSe flake in
such a way that it partially lies on the flake. The PMMA was
exposed to an optimized high dose with an energy density of

Fig. 1 Complete device fabrication process. (a) Cleaned Si (100) substrate; (b) fabrication of plus marks; (c) transfer of GaSe flake on the Si
substrate using mechanical exfoliation; (d) PMMA hardened near the edge of the GaSe flake to insulate the electrode; (e) formation of the

electrode on the GaSe flake; (f) schematic of the final device.
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7000 uC cm > to harden it and later developed in acetone fol-
lowed by rinsing in isopropyl alcohol. One more step of EBL was
performed to pattern the contact electrode on the GaSe flake. Ti
(30 nm) with a capping layer of Au (60 nm) was deposited on the
electrode with the help of e-beam evaporation, and the lift-off
process was performed in acetone. The complete process of
fabricating the device was carried out inside class 100 clean
rooms, avoiding any unwanted contamination effects. The
complete process of the device fabrication is shown in Fig. 1. A
DC probe station (model: EverBeing-EB6) coupled with a semi-
conductor characterization system (Keithley: SCS-4200), placed
inside a black case, was employed to carry out the electrical
characterization of the fabricated device. A 75 W xenon lamp
was used for the photodetection measurements. The power
density of the incident light (580 nm laser) was measured with
the help of a silicon power detector from Thorlabs (model: S-130
VC) and a power meter (model: PM-100D).

Results and discussion

The mechanically exfoliated GaSe thin flakes, transferred onto
the Si substrate, were observed under a field emission scanning
electron microscope (FESEM), and suitable flakes were chosen
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for device fabrication. Fig. 2a presents a schematic of the
fabricated device. The AFM image of the vertical p-n hetero-
junction formed between the p-type GaSe thin flake and the n-
type Si within the rectangular region, as indicated in Fig. 2a,
is shown in Fig. 2b. AFM in tapping mode was employed to
characterize the surface morphology of the p-GaSe/n-Si hetero-
junction (Fig. 2b). The inset in Fig. 2b presents the height
profile corresponding to the drawn arrow line, and it shows that
the thickness of the GaSe flake is approximately 19 nm. The
FESEM image of the as-fabricated device is shown in Fig. 2c.
The existence of the exfoliated GaSe flake on the Si substrate
was confirmed using Raman spectroscopic measurement with
a 514 nm laser excitation (of 40 mW power). The Raman spec-
trum of the sample at the pristine GaSe, Si, and GaSe/Si over-
lapped region sites is shown in Fig. 3a. As can be observed from
Fig. 3a, GaSe gives three dominant peaks, positioned at
133.0 cm™ ! (Afy), 307.0 cm ™' (Ad,), and 212.5 cm ' (E3,). Among
these three Raman-active modes, Ej, is an in-plane vibration
mode and Aig and Aig are out-of-plane vibration modes. These
Raman modes are in complete agreement with the previously
reported Raman spectrum of GaSe.®? In addition to these three
main peaks, a broad feature, positioned at 249.0 cm™*, can be
seen in the Raman spectrum. The reason for the appearance of
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Fig. 2

(a) A schematic of the top view of the GaSe/Si p—n heterojunction photodetector. (b) AFM micrograph of the GaSe/Si heterojunction,

where the inset graph represents the height profile along the white dashed arrow. (c) FESEM image of the as-fabricated device.
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this feature lies in the formation of amorphous selenium (a-Se)
in GaSe from the inter-chain bond stretching of the disordered
selenium.® In the Raman spectrum of Si, a high-intensity peak
is located at 521 cm ™. All the characteristic peaks of both GaSe
and Si are observed in the GaSe/Si overlapped region without
any noticeable change in their peak positions, as shown in
Fig. 3a. As the Raman peaks of GaSe are generated from the thin
GaSe nanoflakes, their intensities are much lower compared to
the Raman peak of bulk Si. Moreover, according to Doan et al.,*
the interfacial coupling between the two materials of the het-
erojunction may also contribute to the reduction of intensities
of the GaSe peaks. The energy dispersive X-ray spectrum (EDS),
derived at the GaSe/Si heterojunction, also confirms the exis-
tence of GaSe and Si in the heterostructure. Fig. 3b clearly shows
the signals from the elements Ga, Se, and Si. The peaks for Ga
and Se appear at almost the same height, indicating that the
stoichiometric amounts of Ga and Se are in the ratio of 1: 1.
Before carrying out the photodetection measurements on the
GaSe/Si vertical p-n heterojunction, the current-voltage (I-V)
characteristics of the heterostructure were examined in dark
conditions at room temperature. The I-V curve from the het-
erostructure in Fig. 4c shows a very clear diode-like nature with
a high current rectification ratio. Prior to the fabrication of the
heterostructure, we conducted a separate study on the ohmic
contact formations on n-Si and p-GaSe. Eutectic In-Ga provided
perfect ohmic behavior on n-Si, and nearly ohmic behavior was
observed in the case of p-GaSe with Ti(30 nm)/Au(60 nm) as
metal contacts. The linear I-V characteristics on p-GaSe are
shown in Fig. 4a and those for n-Si are shown in Fig. 4b. The
lower dark current drawn from the p-GaSe, as compared to the
n-Si, is attributed to the lower hall mobility and higher
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(a) Raman spectra of isolated Si, GaSe, and their overlapped region. (b) EDS spectrum of the GaSe/Si p—n heterojunction.

resistivity of the p-type GaSe layered structure than of the bulk
n-Si.** Since both the p-GaSe and n-Si provide a linear I-V
relationship, we can conclude that the nonlinear rectifying
nature of the I-V curve from the GaSe/Si p-n heterojunction in
Fig. 4c must originate from the GaSe/Si heterojunction itself.
The semi-log plot of the same I-V characteristics is shown in the
inset of Fig. 4c. The device presents a very good rectifying
characteristic, with a high forward current of nearly 100 pA at
+5 V and a low-leakage current of nearly 0.1 pA at —5 V, offering
a high current rectification ratio of nearly 1000.

The I-V characteristics of this vertical GaSe/Si heterojunction
under dark conditions could be described by the thermionic
emission model, given by eqn (1), which takes into account the
current transport of majority charge carriers from the GaSe film

to Si.*®
I = AA*T? exp(ﬂ) X |exp <V 1
kT nkT

where 4 is the effective device area (~22 pm?), A* is the effective
Richardson-constant, which has a value of 112 A cm > K2 for n-
type Si, ¢ is the barrier height, k is the Boltzmann constant, and
7 is the ideality factor.

Moreover, the values of the ideality factor, , and the barrier
height, ¢, can be evaluated with the help of the following

(1)

equations:
kT AA*T?

= —1 2
o= T @)

where I is the saturation current and is given by

—€9

I, = A4*T* exp( ) 3
A exp( 77 (3)

© 2022 The Author(s). Published by the Royal Society of Chemistry
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I-V measurements on (a) p-GaSe and (b) n-Si in dark conditions using the Ti/Au and In—-Ga eutectic electrodes, respectively. The insets

present the schematics of the arrangements for carrying out the /-V measurements. (c) /-V characteristics of the p-GaSe/n-Si heterojunction
diode under dark conditions at room temperature, showing a clear current rectification.

dr

Based on the above equations, the values of the ideality
factor and the barrier height have been estimated to be
approximately 4.9 and 439 meV, respectively. This large ideality
factor is attributed to the presence of interface states at the
GasSe/Si junction. Since the p-n heterojunction diode has been
fabricated via mechanical exfoliation with the help of scotch
tape, the interface between Si and GaSe is not free from these
interface states. As a result, the mechanism of carrier transport
is no longer followed solely by thermionic emission, but some
additional transport mechanisms such as recombination and
tunneling become dominant, thereby increasing the value of
the ideality factor. This large ideality factor value was also re-
ported previously by several groups.>***

To study the photoresponse behavior of the as-fabricated p-
n heterojunction diode, it was irradiated with a monochromatic
light of wavelength 580 nm (energy: 2.1 eV, greater than the
bandgap of GaSe). The light was vertically incident on the GaSe/
Si heterostructure device, and the corresponding photo-
generated current was patterned. A significant increment in
current was seen compared to the dark current, which is clearly
visible in Fig. 5a. The incident light generates adequate elec-
tron-hole pairs in the junction, which are promptly separated

© 2022 The Author(s). Published by the Royal Society of Chemistry

by the existing electric field, originating from the applied bias,
and it contributes to the enhancement in current. A strong
photoresponse was also observed even at zero bias, which
clearly indicates the existence of a built-in potential in the
heterojunction, thereby making it a promising candidate for
self-powered photodetectors. To further investigate the photo-
responsive effect at the GaSe/Si heterojunction, it was subjected
to laser light of varying power densities ranging from 40.7 mW
cm > to 44.6 mW cm ™ %, keeping the wavelength fixed at 580 nm,
as illustrated in Fig. 5b. It was found that at an applied bias of
—5V and a fixed power density of 44.6 mW cm ™2, the current in
the p-n heterostructure device increases from —1.45 x 10’ A to
—3.21 x 107> A, which gives a photo-to-dark-current-ratio of
about 221. In the reverse bias condition, the depletion width of
the heterojunction increases, which results in significant
enhancement of the electric field at the junction. The strong
electric field decreases the carrier transit time, leading to
reduced carrier recombination. Therefore, the large number of
electron-hole pairs produced at the junction can be separated
sufficiently and promptly, which is manifested as photocurrent.
Upon increasing the power density of the incident illumination,
a larger number of photo-generated charge carriers are available
at the junction, thereby increasing the photocurrent to a greater
extent. In contrast, under the forward bias condition, there
exists a negligible depletion layer at the heterojunction, and
hence the number of photo-generated charge carriers is

Nanoscale Adv., 2022, 4, 479-490 | 483
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Fig. 5 Semilog plot of the current—voltage characteristics of the as-fabricated device under (a) dark and illumination conditions (using a 580 nm
laser with a power density of 46.9 mW cm™2), and (b) a fixed 580 nm laser light illumination with variable power densities. (c) The plots of the
responsivity and specific detectivity with varying power densities. The inset shows the magnified plots of the same, highlighting the values of

responsivity and specific detectivity at the lowest power density of 40.7 mW cm

~2.(d) Variation of responsivity with applied bias voltage. The inset

demonstrates the magnified plot of the responsivity vs. the applied bias curve near the zero bias voltage.

relatively small as compared to the forward bias current.
Therefore, because of the lack of availability of the photo-
generated charge carriers in the forward bias, the photocur-
rent does not significantly increase the way it increases in the
reverse bias condition upon increasing the incident power, as
shown in Fig. 5b. A similar observation was reported by Lv
et al.*® for their photodetector based on a graphene sandwiched
GaSe/WS, heterojunction. Shin et al.>® found a similar trend for
their MoS,/Si vertical heterojunction photodetector.

The performance of the heterojunction photodetector was
evaluated based on figure of merit parameters such as the
photoresponsivity (R;), noise equivalent power (NEP), specific
detectivity (D*), and external quantum efficiency (EQE). Photo-
responsivity quantifies the response of a photodetector when
a photon is incident on it, which is calculated as the amount of
photocurrent per unit incident power on the effective area of the
device. It is mathematically represented by:

Ly

R)_

- o)

where I, is the photogenerated current (In = finuminated —

Iyar), P; is the incident power density and A is the effective area
of the device.

484 | Nanoscale Adv, 2022, 4, 479-490

The specific detectivity gives a measure of the ability of
a photodetector to distinguish weak optical signals from noise,
and it is expressed as:

R,VA
Vv 2el, dark

where e is the charge of an electron. The term in the denomi-
nator in eqn (6), v/2€elgark, represents the NEP, which expresses
the minimum power detectable per square root bandwidth of
a photodetector. The EQE measures the photon-to-electron
conversion efficiency, and it is given by the following equation:

/’lCR)l
) (7)

D* = )

EQE =

where 4 is the wavelength of the incident light, c¢ is the velocity
of light in vacuum, and % is Planck’s constant.

By using eqn (5) and (6), the variations of the photo-
responsivity and the specific detectivity of the p-n hetero-
junction photodetector with power density were studied, which
has been illustrated in Fig. 5c. As can be seen from Fig. 5c, there
is a continuous rise in the values of both the photoresponsivity
and specific detectivity with the power density of the incident
illumination. The photocurrent increases significantly with the

© 2022 The Author(s). Published by the Royal Society of Chemistry
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increasing power density, leading to high values of R; and D. For
the present device, the effective device area is approximately 22
um?, At a biasing of —5 V, with a 580 nm laser light of power
density of 44.6 mW cm 2, the D and R, values of the photode-
tector have been evaluated to be ~6.2 x 10"* Jones (1 Jones = 1
cm +Hz W ') and ~2.8 x 10> AW, respectively. The inset of
Fig. 5c shows that under the minimum light illumination of
40.7 mW cm™ 2, both the responsivity and detectivity have
significant values of approximately 25 A W' and 4.4 x 10"
Jones, respectively. These high values of R, and D point out that
the GaSe/Si based photodetector is very sensitive to incident
weak optical signals. The variation of R, with applied bias
voltage was also studied, and it is plotted in Fig. 5d. As can be
observed from Fig. 5d, R, increases with increasing bias voltage,
and the inset of Fig. 5d clearly indicates that the device has an
excellent photoresponsivity of 6 AW~ even at zero bias. Under
the zero bias, the electron-hole pairs generated from the inci-
dent illumination are swept in the opposite directions with the
help of the built-in electric field present at the p-n hetero-
junction, giving a non-zero value of photoresponsivity; thus, the
device is self-powered. Moreover, for the fabricated GaSe/Si p-n
heterostructure, at a biasing of —5 V, the NEP value has been
extracted to be 2.0 x 10~ '* A Hz V2. Also, the EQE value was
calculated by using eqn (7), and a high value of ~6011 was
obtained at a biasing of —5 V, which is very promising in the
field of photodetection. A comparative study of the key param-
eters of a photodetector for our fabricated GaSe/Si p-n hetero-
junction device was carried out and is summarized in Table 1.

The excellent photoelectrical performance of our fabricated
GaSe/Si-based 2D/3D vertical heterostructure device can be
attributed to the following factors:

(i) The vertical structure of the device reduces the transport
channel length of the photogenerated charge carriers, which
reduces the probability of recombination and thereby effectively
enhances the carrier collection efficiency.

View Article Online
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(ii) The type-II band alignment and the presence of the built-
in potential at the GaSe/Si p-n heterostructure aid efficient
separation of the photogenerated charge carriers, leading to an
increased lifetime of the photogenerated electron-hole pairs.

(iii) Generally, photodetectors exploiting the photovoltaic
effect have poor responsivity due to the lack of internal gain.>
However, in this case, a photo-multiplication®> (PM) process
comes into play when the heterojunction is illuminated with
laser light under an applied bias. Trap states exist in GaSe and
at the interface between GaSe and Si.>* These trap states prolong
the lifetime of the photo-generated charge carriers so that the
carriers can cycle the GaSe channel many times before recom-
bination with the help of external bias.

In brief, the large electric field and the short transit time at
the vertical 2D/3D heterojunction contribute significantly to
increasing the photocurrent, which is directly manifested as
high photoconductive gain, specific detectivity, and EQE,
demonstrating its great potential towards future optoelectronic
applications.

The temporal response of the GaSe/Si vertical p-n hetero-
junction device was also recorded with the help of a 580 nm
laser light, having a power density of 44.6 mW cm > at
a constant bias voltage of —5 V. The laser light was illuminated
on the device periodically by switching the laser between the on
and off states with an interval of 10 seconds. As can be seen
from Fig. 6a, the photocurrent increases sharply on the left edge
of every pulse. This happens because of the sudden rise in
photogenerated charge carriers upon illumination. Later, the
photocurrent increases slowly and finally attains a constant
value. A similar behavior is observed in the photocurrent when
the laser light is switched off. Fig. 6b represents the magnified
plot of one cycle, and it shows that the GaSe/Si p-n
heterojunction-based photodetector has an approximate rise
time of 1.4 seconds and decay time of 1.3 seconds. It is worth-
while to mention that the temporal response of the device was

Table 1 A table of comparison of the important performance parameters of the photodetector in the present work and of previously reported

photodetectors based on 2DLM/Si heterojunctions

Specific detectivity Response

Devices Measurement conditions Responsivity (A W™ 1) (Jones) EQE time Reference

MoS,/Si A =365 nm 7.2 ~10° ~25 N.A. 30
V=-2V

GaSe/MoS, A =532 nm 0.35 ~10* 0.82 50 ms 47
V=2V

WSe,/GaSe A =520 nm 6.2 ~10* ~15 30 ps 48
V=-15V

GaSe/WS, A =410 nm 149 4.3 x 10*? ~450 37 us 16
V=2V

GaSe/InSe A =410 nm 350 3.7 x 10*? ~1060 2 us 15
V=2V

GaSe/MoS, A =520 nm 0.67 2.3 x 10" 1.6 155 us 49
V=0V

WS,/Si A =630 nm 1.15 ~10' 1.16 42 ms 50
V=—-1V

GaSe/Si A =580 nm, 6 7.2 x 10%° 12.85 14s This work
V=0V
A =580 nm 2.8 x 10° 6.2 x 10'2 6011
V=-5V

© 2022 The Author(s). Published by the Royal Society of Chemistry
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(a) Temporal response of the GaSe/Si p—n heterojunction device, observed under the illumination of a laser light with a wavelength of

580 nm and power density of 44.6 mW cm™2, at —5 V biasing. (b) Magnified curve of one response cycle.

recorded by manual switching of the laser light without using
any chopper. The slow response of the device can be accredited
to the trap states present at the p—n heterojunction interface.
Moreover, the GaSe flakes were mechanically exfoliated, and it
has been reported that flakes obtained by mechanical exfolia-
tion are prone to edge defects, which serve as traps to the
photogenerated electron-hole pairs and reduce the overall
speed of the fabricated device.****%

We further carried out KPFM measurements on the vertical
GaSe/Si p-n heterostructure to understand its band alignment.
KPFM is one of the electrical modes of AFM; it is used to obtain
workfunction values and information regarding the surface
potential and charge at the nanoscale.’® A few research groups
previously utilized this technique to examine the alignment of
bands at the 2D/3D interface.”**® KPFM basically measures the
contact potential difference (CPD) between a conducting AFM
tip and a sample surface by reading long-range electrostatic
forces generated from the probe-sample interactions. In our
present work, this technique was utilized to estimate the
conduction band offset value at the GaSe/Si heterostructure.
Fig. 7a portrays the surface potential mapping of the vertical
GaSe/Si heterostructure, and Fig. 7b plots the variation of
surface potential with respect to lateral distance at the GaSe/Si
site along the dashed line as highlighted in Fig. 7a. The CPD
between the sample substrate and the tip is defined as:

Biip — Daase ip — Dsi
—

CPDguse = and CPDg = —2 — <51 (g)
—e

where Bip, Dgase, and Jg; are the work functions of the tip,
GaSe, and Si, respectively.
The change in CPD values between GaSe and Si is given by

QGaSe - @Si
—€

ACPD = CPDSi — CPDGaSe = = 146 mV (9)

In Fig. 7b, this change in CPD between GaSe and Si at the
GaSe/Si interface can be seen clearly. The surface potential value

486 | Nanoscale Adv,, 2022, 4, 479-490

of the Si sample is 146 mV greater than that of the GaSe film.
Therefore, the difference in work function values between Si
and GaSe is evaluated as:

Dsi — DGase = 146 meV (10)

This result, obtained from the KPFM measurement, gives
direct proof of the junction formation between the GaSe flake
and the Si substrate.

Next, to obtain the conduction band offset value for the
heterojunction, we can use the following set of equations:
Considering the bandgap of GaSe as 2 eV, we have

EG®¢ — EJ** =2.0eV (11)

Also, we know from the semiconductor fundamentals®® that

(EF™ — ) = kT In (%) (12)
Subtracting eqn (12) from (11), we have
GaSe GaSe NV
EZ™ —EF*™* =20 eV —kTIn (ﬁ) (13)
Also,
. . N,
EY —E¥ =kTIn (V) (14)
d

where Eg, Ey, and Er are the energies corresponding to the
conduction band minima, valence band minima, and Fermi
level, respectively. N,, N. are the effective density of states
functions in the valence band and conduction band, respec-
tively; N, and N4 are the carrier densities of GaSe and Si,
respectively. The values of N, and N, are given by 6.3 x 10"
cm ® and 2.8 x 10" ecm ™, respectively. The carrier density of Si
was found to be ~10'® cm ™ by Hall measurements, and the

© 2022 The Author(s). Published by the Royal Society of Chemistry
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carrier density of GaSe was taken to be ~10" cm *.%
Substituting the values of Ny, N¢; N,, and Ny in eqn (13) and (14),
we obtain

ESaSe _ pgase — 1714 eV (15)

E& — E¥' =0.205eV (16)

Subtracting eqn (16) from eqn (15), we can find the value of
the conduction band offset, AEg, which is given by

AEc = EZ*e — g3 — (EE*S° — E§Y) + 1.714 — 0205  (17)
Therefore,
AEc = 1.509 — (EY — EF®%) = 1.509 — (Dsi — Dgase)  (18)

The value of the workfunction difference, (Js; — Dgase), was
experimentally found from KPFM measurements, as given in
eqn (10). Thus, the conduction band offset value was calculated
to be 1.36 eV.

As per Anderson's rule,” the difference in electron affinity
values between GaSe and Si provides the conduction band
offset, AE.

(19)

The reported values of xg; and xgase are 4.1 eV and 2.7 eV,
respectively,® which gives the value of AE¢ to be 1.4 eV. This value
is in good agreement with our experimentally obtained result.

Further, the depletion width was estimated using the value
of the built-in potential (V};), and finally, the energy band
diagram was drawn. The energy band diagram, shown in
Fig. 8a-d, helps to understand the current transport in the
GaSe/Si p-n heterojunction.

Ideally, the work function difference between GaSe and Si
provides the built-in potential barrier.

AEc = Xsi — XGaSe

eVi = Dsi — Diase = 146 meV as measured by KPFM  (20)

© 2022 The Author(s). Published by the Royal Society of Chemistry

The depletion width is given by

X, = —28G85Nd Vi and x, =
P eNa(sGNa + SsNd) "

where x, and x,, correspond to GaSe and Si respectively. eg and
&s denote the dielectric constants of GaSe and Si, respectively.
Putting these values in the above equations, the depletion
widths in GaSe and Si were evaluated to be 132 nm and 1.32 nm,
respectively.

Moreover, the built-in potential (V},;) values can be evaluated

2egesN, Vi

—_ (21
eNd(SgNa+€gNd) ( )

on both sides using the following equations:
e a eNuxp?  eNgxy’
Vb' - Vbi + Vbi - 266 285 (22)
VB = 144.7 mV and V3; = 0.74 mV (23)

Therefore, the built-in potential barriers in the GaSe and Si
sides were evaluated to be 144.7 mV and 0.75 mV, respectively.
These values of the built-in potential and the depletion width
are used to evolve the band diagram and charge transport.

To understand the current transport and photoelectrical
behavior of the heterostructure device, a schematic energy band
diagram, based on the type-II band alignment, has been drawn
in Fig. 8. A conduction band offset value of approximately 1.4 eV
exists in the heterojunction, as depicted in Fig. 8a. Under the
zero bias condition, the Fermi levels of Si and GaSe become
aligned, which causes band bending at the junction (Fig. 8b).
Upon illumination, the photogenerated electron-hole pairs are
collected by the electrodes with the help of the built-in potential
present at the heterojunction, giving a non-zero photo-
responsivity even at zero bias; thus, the device is self-powered.
In Fig. 8c, when the heterostructure device is given negative
biasing, a strong electric field is developed at the GaSe/Si het-
erojunction; as a result, the carrier transit time is shortened,
which in turn reduces the carrier recombination. Thus, an
excellent photoresponse is observed under this condition.

Nanoscale Adv., 2022, 4, 479-490 | 487
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Under the forward bias condition, as shown in Fig. 8d, the
barrier height at the interface is reduced and a large amount of
current flows through the junction.

Conclusions

In this work, we have fabricated a vertical 2D/3D p-n hetero-
junction photodetector using mechanically exfoliated p-GaSe
and n-type Si. The KPFM measurements on the device show
that a type-II band alignment exists at the GaSe/Si hetero-
junction. Surface potential mapping at the heterojunction was
carried out to extract the conduction band offset value, which
was found to be ~1.4 eV. The current-voltage measurements on
the device reveal that the GaSe/Si photodiode exhibits a recti-
fying nature, with a high current rectification ratio of approxi-
mately 1000 at £5 V. The photoresponse measurement on the
fabricated device shows excellent performance, with high

488 | Nanoscale Adv., 2022, 4, 479-490

photoresponsivity, specific detectivity, and EQE values of ~2.8
x 10> A W', 6.2 x 10" Jones, and 6011, respectively, at
a biasing of —5 V. Moreover, an excellent photoresponse of 6 A
W, obtained at the zero bias, suggests that the heterojunction
device does not require any external power to operate. These
results show the promising potential of self-driven GaSe/Si-
based 2D/3D heterostructure devices in the field of photo-
detection. This work may pave the way to designing innovative
optoelectronic devices by integrating low-dimensional mate-
rials with conventional 3D semiconducting materials.
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