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A
photodetector is a sensor of light

or other electromagnetic radiation,

which can convert incident radiation

into an electrical signal. Photodetectors are

applied in wide fields of space communica-

tion and chemical/biological detection.1�5

The current intense interest in the exploita-

tion of nanostructures in photodetectors is

mainly attributable to two reasons: first,

large surface-to-volume ratio and small di-

mensions of nanostructured materials can

yield higher light sensitivity than their bulk

counterparts, and the photocarrier lifetime

is considerably prolonged due to charge

separation promoted by surface states;6�8

second, the bandgap of nanomaterials

strongly depends on their sizes and this size

effect permits the spectral tunability within a

single material system, enabling multispectral

photodetectors that are sensitive in the

visible, near-infrared, and ultraviolet.9,10Quan-

tum dots and one-dimensional (1D) nanos-

tructures of carbon nanotubes, semiconduct-

ing nanowires, and nanobelts have been uti-

lized to develop high performance photode-

tectors. For example, infrared photodetectors

with a large photocurrent gain (>103AW�1)

and a high sensitivity were fabricated from

PbS colloidal quantumdots (QDs) via solution

processing;10 high performance photodectors

have been demonstrated by using 1D semi-

conducting nanostructures of ZrS, CdS, ZnSe,

etc.11�14 One obstacle for nanoscale photo-

nics in real application is the complexity in

manipulation and fabrication of QDs or 1D

nanostructures. Therefore, there is still a ne-

cessity for exploration of new optical nano-

structures that can possess characteristics of

both high performance photocurrent proper-

ties and practicality in manufacture.

Two dimensional (2D) nanostructures are

currently becoming the focus of nanoscience.

Graphene,whichhasa linearenergydispersion

relation (vanishing effective mass), and an

extremely high mobility (approaching ca.

200000 cm2 V �1 s�1 for a free sheet) of both

electrons and holes,15,16 is the most widely

studied 2D nanomaterial. These properties

render graphene potential in fast electronics

and researchmodelsofphysics. Inspiredby the

discovery of graphene, research has been

triggered in other 2D inorganic materials such

as transition metal dichalcogenides (MoS2,

WS2 etc.), transition metal oxides, and other

2D compounds (e.g., BN, Bi2Te3, and Bi2Se3).
17,18

These single layer or few layer inorganic

graphene analogues can be produced by

mechanical cleavage, chemical exfoliation,

or self-assembly.19,20 Compared to quan-

tum dots and one-dimensional nanostruc-

ture of nanowires and carbon nanotubes,

2D materials are more compatible with

present microfabrication techniques, and

are easily fabricated into complex struc-

tures. To the best of our knowledge, so far,

there are few reports regarding photode-

tectors made of 2D semiconductor nano-

materials,21,22 although zero bandgap,
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ABSTRACT

Two-dimensional (2D) semiconductor nanomaterials hold great promises for future electronics

and optics. In this paper, a 2D nanosheets of ultrathin GaSe has been prepared by using

mechanical cleavage and solvent exfoliation method. Single- and few-layer GaSe nanosheets

are exfoliated on an SiO2/Si substrate and characterized by atomic force microscopy and Raman

spectroscopy. Ultrathin GaSe-based photodetector shows a fast response of 0.02 s, high

responsivity of 2.8 AW�1 and high external quantum efficiency of 1367% at 254 nm, indicating

that the two-dimensional nanostructure of GaSe is a new promising material for high

performance photodetectors.
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single layer, or few layer graphene transistors have

been utilized as novel fast photodetectors, in which

electron�hole pairs are separated to produce photo-

current by exploiting external electrical fields.23 In this

communication, we demonstrate the preparation and

characterization of few-layer gallium selenide (GaSe)

nanomaterials; further, we first demonstrate their

photodetector devices.

GaSe is a typical example of layered materials from

the transitionmetal chalcogenide family. GaSecrystals are

composed of vertically stacked Se�Ga�Ga�Se sheets

held together by weak forces such as van der Waals with

some ionic or Coulomb contributions (shown in Figure

1a).24 They are usually p-type semiconductors with an

indirect bandgap of 2.11 eV, which is only 25 meV lower

than the direct bandgap.24�26 However, the difference

between direct and indirect band edges is so small that

electrons can easily be transferred between this mini-

mum with a small amount of thermal energy. GaSe quan-

tum dots and nanowires show a distinct influence of

quantum confinement on their electronical and optical

properties.27,28Other features ofGaSe that render it promis-

ing for nanophotonic device applications include the ab-

sence of danglingbonds and thermal stability up to 600 �C.

RESULTS AND DISCUSSION

The ultrathin GaSe flakes prepared by mechanical

exfoliation are characterized by using atomic force

microscopy (AFM) and transmission electron micro-

scopy (TEM). Figure 1a shows the schematic structure

of single layer GaSe which has a thickness of 0.93 nm.

The thickness of GaSe flakes is mainly in the range of

1�8 nm, which corresponds to a layer number of 1�8.

For instance, a typical GaSe flake lying on SiO2/Si was

determined to be ∼4 nm thick by AFM measurement,

indicating∼4 layers of GaSe (shown in Figure 1b,c). The

GaSe flakes are further characterized by using TEM

(Figure 1d,e). The lattice fringes show that the GaSe

flakes have good crystal quality, and the observed

d spacings correspond to the (110) plane of GaSe.29

The selected area electron diffraction (SAED) pattern

(Figure 1d) is also consistent with the simulated layer

structure of GaSe. To further characterize the flakes,

their chemical compositions are measured by energy-

dispersive X-ray spectroscopy (EDS) (Supporting Infor-

mation, Figure S1), confirming that the flakes have a

Ga/Se stoichiometric ratio of ∼1:1.

Raman spectra on as-prepared ultrathin GaSe flakes,

as well as bulk crystals, were collected for comparisons.

As shown in Figure 2, Raman spectra were collected for

mechanically exfoliated thin flakes and bulk crystal on

SiO2 substrate. A1g indicates planar vibration, and E1g,

E2g associate with the vibration of selenides in the out-

of-plan direction. Six Raman active modes of A1g, E2g,

and E1g symmetry are found in Figure 2, which corre-

spond well with the literature.30,31 Two A1g modes are

Figure 1. Characterization of as-prepared few-layer GaSe: (a) threedimensional structure ofGaSe, single layers, 9.3 Å thick; (b)
AFM imaging of a few-layer GaSe flake on a silicon substratewith a 300 nm thick oxide layer; (c) cross-sectional plot along the
line in bdetermines the thickness to be 4.23 nm; (d) high resolutionTEM imagewith inserted selected area electrondiffraction
pattern.
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observed at 134 and 308 cm�1. The Raman peak at

213 cm�1 comes from the E2g mode, and another E2g
mode that should appear at 19 cm�1 is beyond the

detection limit of the Raman system because of its low

frequency. One E1g mode appears at 59 cm�1, while

another one at 249 cm�1 is very weak. When polarized

Raman scattering is performed with the incident laser

normal to the base plane of bulk GaSe, the E1g and E2g
modes at 59 and 213 cm�1 show the same intensity

whether the incident light is parallel (VV) or perpendi-

cular (HV) to the scattered light. However, the two A1g

modes are very strong in the VV polarization config-

uration but are very weak in the HV polarization

configuration. For few-layer GaSe flakes, a significant

decrease in thickness can significantly weaken the

intensity of Raman vibrations, as can be seen from

the signal-to-noise of the Raman spectra of few layer

GaSe flakes shown in Figure 2a2. The polarization and

peak position of each mode in few-layer GaSe are

similar to that in bulk GaSe, indicating good crystal

structure.

PL emission from several few layered GaSe flakes

was measured and shown in Figure 2b. The peak

position shows a slight blueshift with a decrease in

the layer number, in comparison to that of bulk GaSe.

This blueshift has been observed in few MoS2 layers,
32

known as another typical layered semiconductor. A

blueshift of 20 meV is observed between 2 layer and

bulk GaSe, which is smaller than the case of MoS2. This

blueshift is possibly due to the modification of band-

gap structure caused by the thickness decrease of

layered GaSe, differing from nonlayer semiconductor

nanomaterials (e.g., CdSe, CdS quantum dots) whose

optical properties are strongly influenced by a quan-

tum confinement effect. For example, the optical

bandgap of an ultrathin MoS2 flake was trans-

formed from indirect bandgap to direct one with

decreasing thickness, and the MoS2 monolayer

emits light more strongly than its bulk material.31

Further theoretical calculations on band structure

of few layered GaSe flakes will be performed to

understand this result.

To measure the photoelectrical properties, a mono-

chromatic light is vertically incident on a GaSe device,

and the corresponding photoelectric behavior is re-

corded (as shown in Figure 3a). Figure 3b is an SEM

image of a typical device. The influence of wavelength

on the photoresponse is investigated (Figure 3c,d).

Figure 3c shows the I�V curves of photodetectors

illuminated with different wavelengths and under dark

conditions. Figure 3d shows the wavelength depen-

dent photocurrent at 5 V, which is calculated from

Figure 3c. The photocurrents increase when the wave-

length of light decreases from 610 to 254 nm. Espe-

cially, a significant increase in photocurrent is observed

when the device is illuminated with short lights. This

indicates that 2D GaSe-based photodetectors are

highly sensitive to UV�visible light. The ray with a

photon energy higher than the bandgap of 2D GaSe

(∼2 eV, wavelength < 620 nm) can produce hole

�electron pairs in GaSe flake. A shorter excitation

wavelength of light provides higher excitation energy

which increases the photocurrent. As shown in

Figure 3d, with the light irradiation of 254 nm on and

off, the current in the devices showed two distinct

states: a “low” current of∼1 nA in the dark at 1 V and a

“high” current of 8.8 nA under illumination, giving an

on/off switching ratio of ∼8. The switching between

these two states is very fast and reversible, allowing the

device to act as a high quality photosensitive switch.

The high photosensitivity of the GaSe devices is further

confirmed by photocurrent measurements on the

devices at different incident light intesities (as shown

in Figure 3f). When the intensity of the incident light

was changed, the photocurrent of the device changed

accordingly. This GaSe nanosheet device can be pro-

posed to be a simple metal-semiconductors-metal

(MSM) structure consiting of two schottky barrier con-

tacts connected back to back. Under an applied vol-

tage, one of contacts is reverse biased (cathode) and

the other contact is forward (anode), creating an

electric field in the GaSe flake. Ultrathin GaSe can

strongly absorb photons from the visible to the near-

ultraviolet, and electron�hole pairs are generated.31

Figure 2. (a) Raman spectra taken from bulk GaSe crystal
and few layer GaSe flakes where HV and VV configurations
denote that the incident light is perpendicular or parallel to
the scattered light; (b) layer number dependent photolu-
minescent spectra of GaSe flake and bulk GaSe crystal.
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The pairs become separated by the electric field, and a

photocurrent is generated.

The detector current responsivity (Rλ), defined as the

photocurrent generated per unit power of the incident

light on the effective area of a photoconductor, and

the external quantum efficiency (EQE) defined as the

number of electron�hole pairs excited by one ab-

sorbed photon, are critical parameters for a photode-

tector. Rλ and EQE can be expressed as Rλ = ΔI/PS and

EQE= hcRλ/(eλ), whereΔI is the photoexcited current; P

is the light power intensity irradiated on the GaSe; S is

the effective area of photodetector; h is Planck's con-

stant; e is electron charge; and λ is the excitation

wavelength. From our experimental results, under an

illumination of 254 nmat 5 v (calculated from Figure 2c),

the Rλ and EQE are calculated to be ∼2.8 AW�1 and

∼1367%, respectively. The high Rλ and EQE are due to a

high surface ratio which causes an efficient adsorption

of photons. These performace parameters of ultrathin

GaSe photodetectors can be comparable with those

devices that aremade of nanowire and nanotubes.10�14

Although some nanoscale photodetectors have been

demonstrated with nanowires or nanotubes in the

past ten years,10�14 their pratical application in high

yield, scalable sytems faces formidable engineering in

assembly and other aspects of manufacturing. Mate-

rials in 2D geometries can avoid these limitations

since they are compatible with established device

designs and processing approaches in the semicon-

ductor industry. All of these results demonstrate that

atomically thin GaSe can be used in highly sensitive

nanoscale photodetectors and fast photoelectric

switches.

An important photodetector feature of merit is the

linear dynamic range (LDR) or photosensitivity linearity

(typically quoted in dB). LDR is given by LDR = 20 log-

(Iph/Idark), where Iph is the photocurrent, measured at

light intensity of 1 mW cm�2. The LDR is calculated

from Figure 3f: under illumination with visible light

from a 500 W halogen lamp, the calculated LDR is 32.8

dB which is less than those of InGaAs photodetectors

(66 dB).33 These modest LDR values are limited by the

relatively low ratio of photocurrent versus dark current,

thus leaving room for future improvement.

Figure 3. Characterization of few-layer GaSe photodetectors: (a) schematic drawing of the GaSe photodetectors; (b) SEM
imageof a typical device; (c) I�V curves of photodetectors illuminatedwith differentwavelengths; (d) wavelength-dependent
photocurrent; (e) photocurrent as function of time at bias voltage of 1 V; (f) photocurrent as function of illumination density,
LDR of the device under light irradiation of 254 nm. Inset is the dark current of the device. VD = 2 V.
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Response time is another key factor for photodetector

performance. A slow response time can limit their prac-

tical application. Response times for current rise and fall

obtained from some 1D nanostructures or graphene

oxide based photodetectors range from seconds to

several tens of minutes.10�14 This possibly results from

a difference in the materials or devices structures. Figure

4 shows the time responses of photocurrent in the thin

GaSe photodectors under an UV illumination of 254 nm

as it is turned on or off. The dynamic response to the UV

illumination for rise and fall in our devices can be

expressed by: I(t) = Idark þ Aexp(t/τ) and I(t) = Idark þ

Aexp(�t/τ), where Idark is the dark current; A is a scaling

constant; τ is a time constant; and t is the time when the

UV is switched on or off. The time constant can be

calculated by fitting the experimental data. The photo-

current of this device rises within 0.02 s under UV

irradiation, and then increases by a little slower process

of∼0.3 s saturation. The photocurrent starts a fast decay

process, in which the current drops quickly for 0.037 s

when the irradiation is turned off. The subsequent slow

decay lasts 7 s before the current decreases reach the

initial dark current. The time constant τ is calculated to be

0.0157 s according to the above equation and data in

Figure 3. Adimittedly, this response time is much slower

than that of tranditional metal�semiconductor�metal

(MSM) photodetectors which have a typical switching

time on the order of 10�6
�10�9 seconds. This slow

response time is possibly caused by the interaction

between the GaSe nanosheet and SiO2 surface, because

a large surface-to-volume ratio tends to induce defects

and dangling bonds on the surface of GaSe. To explore

the substrate surface effect on the photoresponse, a

comparison experiment was performed: No photore-

sponse was observed when a light of 254 nm was

illuminated on the Au-SiO2/Si device without the GaSe

nanosheet, which excludes the possible occurrence of

photoresponse in SiO2/Si. More investigation should be

carried out to reveal the intrinsic reason of slow re-

sponse. But the ultrathin GaSe based photodetectors

here show a much faster response time compared to

that of some of the reported nanostructure optics.10�14

To demonstrate that the 2D nanostructure can en-

hance the performance of photodetectors, the photo-

response properties of bulk GaSe (length � width �

thickness = 2mm� 1mm� 0.5mm)wasmeasured. The

device configuration and photoresponse data including

photocurrent versus power, photoswitching behavior is

shown in the Supporting Information Figure S3. Under

the illumination with 254 nm light (shown in Figure 3S),

the ratio of photocurrent versus dark is around 0.38, the

rise time is about 0.09 s. The Rλ and EQE are calculated to

be 0.227 A/W and 110%. These performance parameters

of photoresponse are much lower than those of GaSe

nanosheet described above, proving that 2D nanostruc-

ture can improve the performance of photodetectors.

Further, we compare the key performance parameter of

our few-layer GaSe photodetectors to other reported 2D

nanosheet optical devices, and the results are summar-

ized in Table 1. GaSe nanosheet photodetectors show

much higher responsivity and quantum efficient than

the other reported 2D nanosheet devices,21,22,31 and a

faster response time than that of single layer MoS2
photodetector.21

CONCLUSIONS

Atomically thin GaSe nanosheets, a new 2D

semiconducting nanostructure, were prepared by ex-

foliation of the corresponding layered bulk crystals.
Figure 4. Time resolved response of photocurrent: (a) rise,
(b) decay.

TABLE 1. Comparison of the Critical Parameters for the Reported 2D-Nanostructure Photodetectors

photodetectors special responsivity (Rλ) [A W
�1] quantum efficiency (QE) [%] response time ref

single layer MoS2 7.5 � 10�3 50 ms 21

graphene oxide 4 � 10�3 0.3 2s 22

graphene 1 � 10�3 6�16 ∼ps 31

few-layer GaSe 2.8 1367 20 ms this work
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The UV�visible photodetectors made by using atom-

ically thin GaSe were characterized in terms of wave-

length, power dependent photoresponse, and

time-resolved photocurrent. The response time,

responsivity, and external quantum efficiency of

GaSe-nanosheet-based photodetectors are 0.02 s,

2.8 AW�1, and 1367%, respectively. This demonstrates

that the two-dimensional nanostructure of GaSe can

be effectively used in high performance nanoscale

photodetectors.

EXPERIMENTAL SECTION

The GaSe laminar precursor was obtained by a modified
Bridgman method. The few layer GaSe nanoheets were made
from a bulk layer precursor by a solvent or mechanical cleavage
method. The thickness and layer number were determined by
using atomic force microscopy (AFM). The composition and
structure of few layer GaSe were characterized and analyzed by
scanning electronmicroscopy (SEM, JSM-6301F), and transmission
electron microscopy (TEM, JEOL-2010F) attached with an energy-
dispersion X-ray spectroscopy (EDS). Raman and photolumins-
cence (PL) spectrawerecollected for bulk samples andnanosheets
ofGaSeusingaHoriba-JobinYvonHR800which is equippedwith a
liquid-nitrogen-cooled CCD. The laser excitation wavelength of
532 nm came from a diode pumped solid state laser with a typical
excitation intensity of about 100 kW cm�2 to avoid sample
heating. The Raman and PL measurements were done in a back-
scatter geometry using a 100� objective lens (NA = 0.90) and a
600 or 1800 groove/mm grating (dependent on the spectral
resolution) at room temperature. Polarized Raman scattering with
the incident laser normal to the base plane of bulk GaSe was
performed to identify the crystal oritation of bulk and few layer
GaSe with the incident light parallel (VV) or perpendicular (HV) to
the scattered light. The ultrathin GaSe was transferred to a silicon
wafer with an oxidized layer of 300 nm. Cr/Au electrodes with
10 nm thick Cr and 100 nm thick Au were fabricated using a
shadow mask. The devices with a gap of 20 μm were then
annealed at 200 �C to reduce resistance. Photoelectric data are
collected using a light source with a 500 W xenon lamp. Mono-
chromatic wavelengths of 254�610 nm were obtained using
optical filters. The photocurrent measurements were carried out
using Lakeshore probe station and an HP 4140B semiconductor
parameter analyzer. The intensities of incident beams were mea-
sured by a power and energymeter (model 372, Scienteck). The IR
light was filtered throughout the experiments with a Toshiba IRA-
25s filter (Japan) to protect the electrodes from heat.
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