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Tri-layered heterojunction devices based on oxide thin films are attracting significant attention for ultra-

fast visible photodetection. However, the responsivity of these devices is still low. In this work, high

performance photodetectors based on a tri-layered heterojunction of n-Si/p-Co3O4/n-ZnO were

fabricated. Under no applied bias, a maximum responsivity and detectivity of 14.2 mA W�1 and 1.34 �
1012 Jones were achieved respectively, for a power density of 9.35 mW cm�2. Remarkably, a significant

increase in the responsivity of approximately 864% was found when the device was biased at �2 V. This

effect is understood based on the coupling of the photovoltaic and pyroelectric effects. Also, upon

applying an external bias of �2 V, at a laser power density of 9.35 mW cm�2 and at a chopper frequency

of 10 Hz, the device exhibits a detectivity and sensitivity of 3.4 � 1011 Jones and 2.2, respectively,

together with a rise and fall time of 4 and 2 ms, respectively. Compared to high performance Al/Si/SnO/

ZnO/ITO and Au/pCuI/ZnO devices, our voltage-biased Al/Si/Co3O4/ZnO/ITO devices exhibit a 440%

increase in R and 410� higher D*. Furthermore, an important advantage of our PDs is the p-type

component, Co3O4, which is more stable and stoichiometric than CuI and SnO, ensuring PD

performance that is stable with time. Therefore, n-Si/p-Co3O4/n-ZnO heterojunction devices shows

great promise for ultrafast visible photodetection.

1. Introduction

A photodetector (PD) is an optoelectronic device with the ability
to directly convert light energy into an electric current.1 Appli-
cations of broadband sensing range from the ultraviolet (UV)
to the near infrared (NIR) for optical communications, environ-
mental monitoring and light sensing, as well as imaging
systems.2

Self-powered PDs with a simple and compact device structure,
and with significantly lower energy consumption for operation

without an external energy source, are attracting tremendous
attention not only for the aforementioned applications, but also
for the Internet of Things (IoT) and wearable electronics.3,4 The
utilization of heterojunctions (HJs) or Schottky junctions with
built-in electric fields is a distinctive approach to enhance the
performance of self-powered PDs by decreasing the recombina-
tion rate of photogenerated charge-carriers.1 Moreover, the photo-
detector performance can be significantly enhanced through the
pyro-phototronic effect. The pyro-phototronic effect is a tripartite
coupling effect between the pyroelectric effect, photonic excita-
tions, and semiconductor properties, where the light-to-heat
induced pyroelectric charges can effectively tune and modulate
the charge transport across the HJ.5,6

In this context, ZnO-based self-powered PDs are attracting
significant attention for UV-Visible-NIR photodetection based
on the pyro-phototronic effect. Here, the piezoelectric nature of
ZnO leads to a self-powered response.7–9 HJs based on n-ZnO/
p-Si have been developed to deliver a fast response together
with a low-cost and simple fabrication method.7,10 However,
the PD performance usually suffers from weak intrinsic internal
electric fields at the HJ, which causes low photosensitivity.
Recently, tri-layered HJs were proposed for achieving improved
photosensing. Different materials, such as NiO11–13 and SnO14
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were incorporated between Si and ZnO. While in the first case
the NiO layer can moderately enhance the PD performance by
reducing the leakage current, in the second case the SnO layer
introduces a built-in electrostatic field to significantly enhance
the photoconductive by more than an order of magnitude. This
demonstrates that the inclusion of p-type materials between
n-Si and n-ZnO is a promising solution for self-powered PDs.
However, controlling the stoichiometry in a SnOx layer, which
can exhibit a number of different phases depending on the
oxidation level (p-type SnO, n-type SnO2, and metallic Sn),
is a challenging process that degrades the HJ performance.14

Therefore, it is imperative to investigate novel n–p–n HJs for
self-powered PDs.

In this work, we demonstrate that p-type Co3O4 is a reliable
choice to replace the SnOx layer in an n–p–n HJ. Co3O4 is the
most stable cobalt oxide, is low-cost and environment-friendly.
Its p-type conductivity and adjustable optical energy band-gap
between 1.5 and 2.5 eV make it promising for photovoltaic and
photo-sensing devices.15 Therefore, the photoresponse to violet
laser illumination under different chopping frequencies, power
densities and external bias are thoroughly investigated. We find
that a pyro-phototronic effect occurs in the Si/Co3O4/ZnO
structures which yields the enhanced performance. Thus the
pyroelectric effect occurs in ZnO and this is coupled to a
photovoltaic effect at the Co3O4/ZnO p–n junction. We investi-
gate and discuss the mechanism of the pyro-phototronic effect.

2. Experimental section
2.1 Film preparation and device fabrication and
characterization

To make the Si/Co3O4/ZnO structure, a 15-nm thick Co3O4 thin
film was first grown by ion-beam sputter deposition (IBSD) onto
an n-type Si (100) substrate (Si-Mat), using a Co target (Kurt
J. Lesker, 99.95%). The vacuum chamber was evacuated down
to a low pressure of 1 � 10�6 mbar prior to the deposition.

During the deposition, the substrate was kept at a temperature
of 330 1C at a distance of 87.3 mm from the target. The gas
pressure inside the chamber was maintained constant at 2.5 �
10�4 mbar. A gas flow of 7.2 ml min�1 of Ar and 0.8 ml min�1 of
O2 was introduced into the ion beam gun and the atoms were
ionized in the ion source with an RF-power of 100 W. The ion
beam was further accelerated at 600 V and the ion beam current
was maintained at 34 mA. Then, a ZnO film with a thickness of
70 nm was deposited, without breaking the vacuum, at a
temperature of 160 1C, by using a Zn target (Kurt J. Lesker,
99.95%). The gas pressure and flow was kept the same for the
ZnO layer growth, while the atoms were ionized in the ion
source with an rf-power of 100 W and the ions beam was further
accelerated at 500 V. After the deposition, the thin films were
annealed in air at 400 1C, for 30 minutes, to promote the fully
oxidation of the Co3O4 and ZnO layers.

The structural characterization of the deposited layers was
performed using X-ray diffraction (XRD), which was carried out
in a Bruker D8 Advance DaVinci (Germany) diffractometer at
room-temperature over the range 2y range = 30–651, in a Bragg–
Brentano configuration using Cu Ka radiation (l = 1.5406 Å).
The Raman measurements were conducted using T64000 Hor-
iba Jobin-Yvon spectrometer at a room temperature in a single
subtractive operation mode and entrance slit width of 0.1 mm.
For excitation the 514.5 nm line of Ar+ laser was used.
The detection was done with the silicon CCD camera cooled
with liquid nitrogen. Cross-sectional transmission electron
microscopy (TEM) samples were fabricated and measured as
previously reported.2

An indium tin oxide (ITO) top electrode with 5 � 5 mm2 size
was deposited by IBSD as reported in ref. 16, while aluminum
electrodes were attached to the Si wafer backside by electric
spark, to fabricate the PDs. A schematic device structure is
shown in Fig. 1(a). The electrical and photoelectrical measure-
ments were performed as described in previous works.2,17 The
illumination of the devices was provided by a semiconductor
laser with a wavelength of 405 nm and power density in
the range 9.35 up to 251 mW cm�2 controlled with a TTL
signal, and by light-emitting diodes with a power density of
0.25 mW cm�2 and different wavelength (405, 470, 515, 590,
625, 850 nm).

2.2 Computational details

First-principles calculations were performed using the projec-
tor augmented wave (PAW)18 method as implemented in the
Vienna ab initio simulation package (VASP), version 6.4.2.19,20

DFT calculations were employed using the generalized gradient
approximation (GGA) approximation and Perdew–Burke–
Ernzerhof (PBE) functional,21 and PAW pseudopotentials with
semicore states treated as valence ones for Co and Zn. The
band alignment between different materials was estimated
using the ionization potentials (IP) of the materials under
consideration.22,23 The IP was obtained as a difference between
the vacuum energy and the valence band energy maximum:

IP = DEvac-ref � DEVBM-ref (1)
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where DEvac-ref is the difference between the value of the
potential in the vacuum region and its reference value taken
in a bulklike region. DEVBM-ref is the difference between the
valence band maximum (VBM) obtained from a bulk calcula-
tion and the electrostatic potential reference value, taken from
the average of the local Kohn–Sham potential within a PAW
sphere over atomic sites in the bulk. Once the IP is known, the
conduction band minimum (CBM) could be obtained by adding
the band gap value EG

ECBM = EVBM + EG (2)

where the band gap is obtained from bulk calculations and
EVBM is the negative of IP. To obtain the VBM energies and band
gaps, the GW approximation to the many-body perturbation
theory was employed, with G the one-particle Green’s function
and W the dynamically screened Coulomb interaction.24,25

Initially, unit cells of bulk ZnO (Co3O4), were fully relaxed at
the PBE level of theory, until all atomic forces were smaller than
10 meV Å�1, using a plane wave energy cutoff of 520 eV (450 eV)
and a 7 � 7 � 7 (5 � 5 � 5) g-centered k-point grid. For ZnO,
spin unpolarized calculations were performed on a 4-atom
hexagonal unit cell of the wurtzite structure (space group
P63mc). In the case of Co3O4, spin polarized calculations were
performed on the 14-atom unit cell of the spinel structure
(space group Fd%3m), imposing an A-type anti-ferromagnetic
spin configuration. Then, GW calculations were performed
using the same k-point grid and plane wave energy cutoff.
The quasiparticle (QP) self consistent GW0 method was
adopted, in which the QP eigenvalues and wave functions are
both updated only in G. Corrections to QP energies due to the
basis set size was performed using the infinite basis-set extra-
polation procedure calculated using a 3 � 3 � 3 k-point grid.26

To obtain the potential in the vacuum region, slabs with 12
bilayers for ZnO (10�10) were used, while for Co3O4 (100) 11
layers slabs were considered. In both cases, a vacuum layer of
20 Å was used, which was thick enough to ensure convergence
of the potential. The ZnO (Co3O4) slabs were relaxed until all
atomic forces were smaller than 10 meV Å�1 using a g-centered
7� 7 � 1 (5� 5 � 1) k-point grid was employed.

3. Results and discussion

The structural characteristics of the layers in the p-Si/Co3O4/
ZnO stack were investigated by XRD. The XRD pattern is shown
in Fig. 1(b). The Miller indices of the diffraction peaks were
successfully indexed according to the JCPDS file no.: 36-1451
(ZnO; hexagonal structure with space group P63mc and point
group C6v

4) and 43-1003 (Co3O4; cubic structure with space
group Fd%3m and point group m%3m). In addition to the peaks
from the Si substrate and the peaks from the wurzite ZnO and
spinel Co3O4, no other peaks were observed, revealing the
absence of secondary phases.

To further confirm the presence of the wurzite ZnO and
spinel Co3O4 structures, Raman spectroscopy measurements
were performed. The most dominant peak in the Raman
spectrum, shown in Fig. 1(c), is located at 521 cm�1 and is
connected with Ehigh

2 mode of the Si substrate.27 The peaks at
301 cm�1 and 616 cm�1 are also connected with the Si substrate
and detailed analyses are provided in a previous work.27

In addition, there are several typical peaks that can be assigned
to the wurtzite ZnO layer as follows:28,29 277 cm�1 – Ehigh

2 �
Elow

2 , 437 cm�1 – Ehigh
2 , 584 cm�1 – A1(LO). Their presence

confirms the structure of the ZnO layer, as well as the good
quality of the layer. Two other peaks were assigned to the Co3O4

layer as follows:30–33 484 cm�1 – Eg, 693 cm�1 – A1g. The A1g

peak is characteristic for the spinel structure of this layer, as it
is directly connected to the Co–O breathing vibration of Co2+

ions arranged tetrahedrally.32

The optical properties of the Co3O4 thin films were evalu-
ated. The transmittance spectrum of a Co3O4 thin film depos-
ited on a glass substrate is shown in Fig. S1(a) (ESI†). The
optical band gap (Eg) values of the films was determined by the
Tauc equation:34

(ahn)n = A(hn � Eg) (3)

where A is constant, hu is the photon energy, Eg is the band gap
energy and n = 1/2 for indirect transitions and n = 2 for the
direct transitions. Fig. S1(b) (ESI†) shows plots of (ahn)2 as a
function of photon energy for the Co3O4 thin films, which

Fig. 1 Structural characterization of the Si/Co3O4/ZnO heterojunction. (a) Illustration of the device cross section. (b) XRD pattern and (c) Raman
spectrum.
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reveal two direct band gaps at B1.4 and B1.8 eV. The first
band gap value is usually related with a charge transfer Co3+d
(t2g) - Co2+d (t2), while the second one is associated with O2�

(2p6) - Co2+ (3d7) and O2
� (2p6) - Co3+ (3d6) charge transfer.

The values are close to the reported values for Co3O4 thin
films.34

The p-Si/Co3O4/ZnO structure was further investigated by
TEM. The cross-sectional TEM image shown in Fig. 2(a) shows
(from the diffraction contrast), the ZnO and Co3O4 layers
deposited on the Si substrate. In addition, a native 2–3 nm
thick SiOx layer was observed between the Si and the Co3O4

layers. From this cross-sectional TEM image, we obtained a
thickness of approximately 70 nm for ZnO, and 15 � 1 nm
for Co3O4.

The SAED pattern shown in Fig. 2(b) was performed on an
area from the cross-sectional TEM image and consists of some
intense peaks, which can be assigned to the Si substrate and
some other weaker peaks arranged in diffraction rings, which
can be assigned to the ZnO layer and Co3O4 layers, as indicated
by the subscripts in Fig. 2(b). We indexed and assigned 5 sets of
peaks corresponding to the (200)Si, (111)Si, (311)Co3O4

, (400)Co3O4

and (100)ZnO crystallographic planes. All these indexed peaks
belong, for the bottom layer to the spinel structure of Co3O4, a
cubic structure, and for the top layer to the wurzite structure of
ZnO, a hexagonal structure with space group P63mc.

Fig. 2(d) shows a HRTEM image that reveals an interfacial
area, in which both ZnO and Co3O4 layers are oriented relative
to the electron beam. The interface between ZnO and Co3O4 is
clean and continuous, with no visible discontinuities. From the
measurements performed on the HRTEM image we indexed

and assigned lattice fringes to the interplanar distances corres-
ponding to the (100)ZnO, (002)ZnO set of planes of wurzite ZnO
structure and to the (311)Co3O4

set of planes of spinel structure
of Co3O4, as shown in Fig. 2(d). These results are in perfect
agreement with the ones measured in the SAED pattern.

In order to analyze the spatial distribution of the elements
across the sample, we performed energy dispersive X-ray
spectroscopy (EDS) measurements in the scanning TEM (STEM)
mode. Fig. 3 shows a high-angle annular dark-field scanning
transmission electron microscopy (HAADF-STEM) image, in
Z-contrast mode, together with the elemental maps of Si, Co
and Zn, corresponding to an area from the HAADF-STEM
image. From the combined color map, which was obtained by
overlapping the Si, Co and Zn maps, it is possible to observe a
uniform and continuous interface between the layers with a
clear delineation between them.

The transient response of the Al/Si/Co3O4/ZnO/ITO device
was investigated under no applied bias, with a 405 nm
wavelength laser illumination, at a fixed power density of
251 mW cm�2, as a function of the pulse repetition rate. The
I–t curves shown in Fig. 4(a) display a typical sharp increase
in the current when the light is turned on, and also a sharp
negative peak when the light is turned off, which can be
assigned to the pyroelectric effect in ZnO.35 This effect is
observed at all fixed frequencies.

However, after each sharp peak, no plateau is observed. We
will come back to the absence of the PV effect in these devices
later. The responsivity (R), detectivity (D*), and sensitivity (S)
were calculated using the equations:36,37

R ¼ ILight � IDark

P
(4)

D� ¼ R
A

2qIDark

� �1
2

(5)

S ¼ ILight � IDark

IDark
(6)

Fig. 2 (a) TEM image at low magnification of the Si/Co3O4/ZnO structure,
(b) corresponding SAED pattern of the TEM image with four peaks indexed,
(c) HRTEM image of the analyzed sample showing the interface between
Si/Co3O4 and Co3O4/ZnO, (d) magnified view of the Co3O4/ZnO interface
with both layers oriented relatively to the electron beam.

Fig. 3 High-angle annular dark-field scanning transmission electron
microscopy (HAADF-STEM) image of Si/Co3O4/ZnO structure and energy
dispersive X-ray spectroscopy elemental mapping performed on the
HAADF-STEM image showing the spatial distribution of Zn, Co and Si
elements across the analyzed STEM image. The combined color map was
obtained by overlapping the Si, Co and Zn maps.
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where ILight and IDark are the short-circuit currents with and
without illumination, respectively. P and A are the effective
illumination power and area on the PD, respectively, and q
represents the electron charge. Fig. 4(b) shows the variation of
R, D*, S when the fixed frequency is changed from 10 up to
400 Hz. It is possible to observe only a subtle increase of R, D*,
and S with the fixed frequency, which confirms that the device
can achieve the maximum performance at lower chopping
frequencies. The transient response was also investigated for
the Al/Si/Co3O4/ZnO/ITO device under zero bias and with a
405 nm wavelength laser illumination as a function of different
laser power densities in the range of 9.35 up to 251 mW cm�2,
for a chopper frequency of 10 Hz. The I–t curves are shown in
Fig. 4(c) and it is possible to observe that they significantly
change with the laser power density. Fig. 4(d) shows the
variation of R, D*, S when the laser power density is decreased
from 251 to 9.35 mW cm�2. It is possible to observe that R and
D* significantly increases with decreasing power density. This
is due to the fact that the ILight decreases slower than the
illumination power. On the other hand, since S is only depen-
dent on ILight and IDark, it is possible to conclude that its value
decreases with decreasing power density. Therefore, a max-
imum R and D* of 14.2 mA W�1 and 1.34 � 1012 Jones were
achieved respectively, for a power density of 9.35 mW cm�2.
These values are 40% and 2 orders of magnitude higher than
the ones found in the Al/Si/ZnO/ITO device.14

To further confirm the absence of the PV effect in the Al/Si/
Co3O4/ZnO/ITO device, we performed current–voltage (I–V)
measurements. Fig. 5(a) shows the I–V curves in the dark
and with 405 nm laser illumination with a power density of
9.35 mW cm�2. It is possible to observe a diode-like behavior in

both curves, typical from a n–p–n HJ formed at the n-Si/p-
Co3O4/n-ZnO interface.36 A distinctive feature in both I–V
curves is the current observed in the range �5 V to �1 V,
observed in the I–V curve with laser illumination, suggesting
that the device exhibits good violet light response and it is
sensitive to the light intensity level. In order to confirm its
impact on the PD performance, we have measured the transient
response while applying an external bias to the device in the
range �1 up to �5 V. Fig. 5(b) shows the I–t curves without and
with external bias of �1, �2, �4 and �5 V, respectively.

It is possible to observe that the external bias has a signi-
ficant effect on the response of the PD. Thus a pyro-phototronic
effect takes place which can be defined as follows:36,37 under
laser illumination, a sharp current peak (IPyro+PV) occurs within
a short period of time due to the coupling between the pyro-
electric and PV effects, the pyroelectric effect occurring due to
heating from the laser. Then, under stable illumination the
temperature becomes constant and the light-induced tempera-
ture gradient vanishes, and therefore the current decays from
IPyro+PV to IPV. When the laser is turned off the temperature
gradient in the ZnO film is now inverted and therefore a reverse
current spike emerges. After the temperature gradient vanishes,
the current goes back to dark current (IDark). Fig. 5(c) shows the
variation of R, D*, S with the external bias. It is possible to
observe that while D* and S decreases around 73 and 99.4%,
respectively, the R value increases by 864% compared to the
performance of the device without external bias. The decrease
of D* and S are intrinsically related with the increase of IDark, as
observed in Fig. 5(b), while the increase of the R value is related
with the emergence of the PV effect that significantly increase
ILight. In addition, the linear dynamic range (LDR), which is the

Fig. 4 (a) I–t curves for the Al/Si/Co3O4/ZnO/ITO device at different chopper frequencies and at a fixed power density of 251 mW cm�2. (b) Variation of
responsivity, detectivity and sensitivity as a function of chopper frequency. (c) I–t curves for the Al/Si/Co3O4/ZnO/ITO device at different laser power
densities and at a chopper frequency of 10 Hz. (d) Variation of responsivity, detectivity and sensitivity as a function of laser power density.
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light intensity range where the responsivity is maintained as a
constant, was calculated as follows:38,39

LDR ¼ 20 log10
ILight

IDark
(7)

The LDR for the device without external bias was found to be
around 52 dB of intensity linear dynamic range, which is close
to the value found for other ZnO-based PDs,38,39 and also close
to the value required for most imaging applications.38 However,
for the device with an external bias of �2 V, the LDR was
decreased to 12 dB due to the increase in the IDark.

To further understand the external bias effect, we have first
performed ab initio calculations to understand which type of
junction could be formed between ZnO and Co3O4 and then we
have investigated the band alignment conditions under differ-
ent bias conditions. Fig. 6 shows the calculated band align-
ments obtained considering the ionization potential, IP, of the
bulk materials. The IP of ZnO was found to be 8.47 eV, and its
band gap was 3.49 eV. For Co3O4, we obtained an IP of 6.17 eV,
and a band gap of 1.29 eV (direct at the X point of the Brillouin
zone). The band gap values agree with experimental values

reported in the literature for ZnO16 and Co3O4.34 In addition, it
is possible to conclude that a type II heterojunction is formed.

Fig. 7(a)–(f) shows the bands alignment of the investigated
structure under different conditions: without external bias,
with external voltages of +1 V and �2 V, while the light is
turned on, and while it is shining on the sample. In the absence
of bias the IPyro is present, while there is no IPV, as illustrated in
Fig. 4(a) and (c). The light is absorbed in the Co3O4 layer, where
the electrons are promoted to the conduction band, leaving
a hole in the valence band. The electric field emerging from
the pyroelectric effect in ZnO contributes to separation of the
carriers, leading to the generation of the IPyro. However, in the
absence of the pyroelectric field, the opposing built-in field in
the n–p–n junction effectively restrains the carriers, and
increases the carrier recombination. Consequently, no IPV is
present in that case.

In the case of an external bias, the junctions are oriented in
the opposite direction, resulting in the polarization of the n–p
and p–n junctions being opposite. In the first scenario (Fig. 7(c)
and (d)) the junction between n-Si and p-Co3O4 is polarized in
the reverse direction, while the junction between p-Co3O4 and
n-ZnO is polarized in the forward direction. When the light is

Fig. 5 (a) I–V curves for the Al/Si/Co3O4/ZnO/ITO device in the dark and under illumination with a power density 9.35 mW cm�2. (b) I–t curves for the
Al/Si/Co3O4/ZnO/ITO without and with external bias. (c) Variation of responsivity, detectivity and sensitivity as a function of external bias.
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turned on, the generated carriers are separated by the external
field. However, the pyroelectric field, being in the opposite
direction, restrains the carriers from effective flow. In this case,
there is no current flow. While the light is shining, the pyro-
electric field is no longer present. However, the external field
does not separate the carriers effectively, due to the band
alignment of the n–p–n junction. Consequently, there is also
no current flow.

In the second scenario (Fig. 7(e) and (f)) the polarization is
inverted: the junction between n-Si and p-Co3O4 is polarized in

the forward direction, while the junction between p-Co3O4 and
n-ZnO is polarized in the reverse direction. In this the case, the
band alignment is more favorable for the flow of carriers. When
the light is turned on, the pyroelectric field aligns with the field
from external bias. Both of these factors contribute to the
flow of the carriers, which can be observed as a current peak
in Fig. 6(b). While the light is shining on the junctions,
the separation of the carriers remains efficient enough to
observe the photocurrent, although its value is lower than in
the previous case.

We have performed cycling stability for the Al/Si/Co3O4/ZnO/
ITO PDs without and with external bias of �2 V under illumi-
nation with a power density 9.35 mW cm�2 and at a chopper
frequency of 100 Hz. From Fig. 8(a), it is possible to conclude
that the response is stable in both cases.

Moreover, the rise and fall times (tr and tf) were also
estimated for the device with and without external bias. No
significant variation was found with and without external bias
and the tr and tf were found to be around 4 and 2 ms,
respectively.

Table 1 shows a comparison of the R, D*, tr and tf of the PDs
obtained in this work with the ones presented in the recent
literature for similar excitation wavelength. For instance, com-
pared to other n–p–n HJs, the present Al/Si/Co3O4/ZnO/ITO
device exhibits very interesting features. For instance, our
biased Al/Si/Co3O4/ZnO/ITO devices show a 43.5% increase in
R and one order of magnitude higher D* compared to Al/Si/
SnO/ZnO/ITO devices, while achieving similar tr and tf values.14

The increase in R and D* are due to the enhanced PV effect in
the Al/Si/Co3O4/ZnO/ITO device. Compared to Al/Si/ZnO/NiO/Ni
and ITO/NiO/ZnO/Al devices,12,13 the present Al/Si/Co3O4/ZnO/
ITO devices shows much faster response times, although lower

Fig. 6 Band alignment between ZnO and Co3O4 calculated using the
GW0 method. The zero of the energy corresponds to the vacuum energy.

Fig. 7 Band diagram schemes of the Si/Co3O4/ZnO structure for different conditions. (a), (c) and (e) while the light is being turned on for different bias
conditions; (b), (d) and (f) with light on for different bias conditions.

Journal of Materials Chemistry C Paper

Pu
bl

is
he

d 
on

 2
0 

M
ei

 2
02

4.
 D

ow
nl

oa
de

d 
on

 2
1/

10
/2

02
5 

16
:1

9:
14

. 
View Article Online

https://doi.org/10.1039/d4tc01624f


8734 |  J. Mater. Chem. C, 2024, 12, 8727–8736 This journal is © The Royal Society of Chemistry 2024

R and D* values, which is linked to the high external bias
applied that needs to be applied to enhance charge carrier
separation. On the other hand, compared to one of the best tri-
layered HJs reported in the literature, Au/p-CuI/n-ZnO, illumi-
nated with a UV 395 nm laser,40 our PD demonstrates a 122%
increase in R, with more than an order of magnitude higher D*
and at least 4 orders of magnitude decrease of tr and tf. Another
advantage of our structure over CuI-based PDs is its good
stability, i.e. the properties and stability of CuI-based PDs are
sensitive to defects.41

We also have measured R versus different visible incident
wavelength for the Al/Si/Co3O4/ZnO/ITO device with and with-
out external bias of �2 V, as shown in Fig. 8(b), by using light-
emitting diodes with a power density of 0.25 mW cm�2. It is
possible to observe that the present PDs show remarkable
photodetection properties, at low power densities, for different
visible incident wavelengths confirming the promising charac-
teristics of the Al/Si/Co3O4/ZnO/ITO devices.

4. Conclusions

We demonstrate that Al/Si/Co3O4/ZnO/ITO devices are promis-
ing as stable photodetectors operating in the visible wavelength

range. The photoresponse of the Al/Si/Co3O4/ZnO/ITO device to
405 nm laser illumination has been systematically examined as
a function of the chopper frequency and incident light power
density. The photodetector performance is attributed to the
pyroelectric effect in the ZnO film with chopper frequency
having a negligible effect on performance. It was found that a
decrease of power density produces a significant increase in
responsivity and detectivity, due to the fact that the generated
current decreases more slowly than the illumination power.
Moreover, the biased photodetector shows a decrease in detec-
tivity and sensitivity compared to the unbiased device
(by around 73 and 99.4%, respectively) because of the increase
in the dark current. On the other hand, the responsivity
drastically increases by a factor of 10. Careful analysis of the
band diagrams reveal that biasing is an effective way towards
enhancing the photovoltaic effect that, coupled with the pyro-
electric effect, causes the performance enhancement. In addition,
the rise and fall times were found to be around 4 and 2 ms,
respectively. Overall, by using novel tri-layered heterojunctions
made of simple binary oxides, photodetectors with high respon-
sivity and ultrafast response times are demonstrated, outperform-
ing in terms of responsivity and response times, other tri-layered
heterojunctions made of less stable p-type materials, such as SnOx

and CuI.

Fig. 8 (a) Stability of the transient response characteristics of the Al/Si/Co3O4/ZnO/ITO device without and with external bias of�2 V, under illumination
with 405 nm laser illumination at power density 9.35 mW cm�2 and at a chopper frequency of 100 Hz. (b) Responsivity as a function of different visible
incident wavelength for the Al/Si/Co3O4/ZnO/ITO device with and without external bias of �2 V measured by using light-emitting diodes with a power
density of 0.25 mW cm�2.

Table 1 Comparison of the R, D*, tr and tf obtained for the Al/Si/Co3O4/ZnO/ITO devices of this work with other PDs presented in the literature

Structure Power density (mW cm�2) Wavelength (nm) Bias (V) R (mA W�1) D* (Jones) tr (ms) tf (ms) Ref.

Al/Si/SnOx/ZnO/ITO 36 405 0 36.7 1.5 � 1011 3 2 36
Al/Si/SnO/ZnO/ITO 36 405 0 93 3.1 � 1010 2 2 14
Ag/ZnO/CuI/Ag 0.28 395 0 17.7 5 � 109 4.1 � 105 2.4 � 105 40
Ag/ZnO/CuI/Au/Ag 0.28 395 0 61.5 1.7 � 1010 4.1 � 105 8 � 104 40
Al/Si/ZnO/NiO/Ni 1.1 � 10�3 280 �7 9.4 � 103 3 � 1013 10.5 � 106 8.3 � 105 12
ITO/NiO/ZnO/Al 110 280 4 4104 9.3 � 1014 — — 13
Al/Si/Co3O4/ZnO/ITO 9.35 405 0 14.2 1.34 � 1012 4 2 This work
Al/Si/Co3O4/ZnO/ITO 9.35 405 �2 142 3.6 � 1011 4 2 This work
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cal support at the Thin Film Laboratory and Eunika Zielony, PhD,
for technical support with Raman measurements. K. G. acknowl-
edges support from the National Science Centre in Poland grant
no. 2023/07/X/ST7/00073. M. C. I. and C. G. acknowledge the
financial support by a grant of the Ministry of Research, Innova-
tion and Digitization, CNCS/CCCDI – UEFISCDI, project number
COFUND-M-ERANET-3-NanOx4Estor, within PNCDI III. JLM-D.
and R. L. Z. H. thank the EPSRC for support (grant no. EP/
P007767/1 [CAM-IES] and no. EP/Y032942/1). J. L. M-D. acknowl-
edges support from the Royal Academy of Engineering Chair in
Emerging Technologies scheme (no.: CIET1819_24) and the ERC
advanced grant, EU-H2020-ERC-ADG no. 882929, EROS, and the
EPSRC grant no. EP/Y032942/1.

References

1 S. Sahare, P. Ghoderao, M. K. Sharma, M. Solovan,
R. Aepuru, M. Kumar, Y. Chan, M. Ziółek, S.-L. Lee and
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