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ABSTRACT: Piezoelectric materials can be applied into
electromechanical conversion and attract extensive attention
with potential applications in various sensors. Here, we present
two types of piezotronic pressure sensors based on ZnO
nanoarrays. By introducing an insulating MgO (i-MgO)
nanolayer, the “on/off” current ratio of the sensor is
significantly improved up to 105. Furthermore, the sensor
shows a high sensitivity of 7.1 × 104 gf−1, a fast response time
of 128 ms. The excellent properties are attributed to the
combination of piezoelectric effect of ZnO nanoarrays and
electron-tunneling modulation of MgO nanolayer, and the
reversible potential barrier height controlled by piezoelectric potential. We further investigate the service behavior of the sensor,
which can detect force varying from 3.2 to 27.2 gf. Our research provides a promising approach to boost the performance of
nanodevices.
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■ INTRODUCTION

Structural health monitoring, which primarily consists of strain
sensors (pressure sensors), is extremely significant to measure
physical quantities of infrastructures, such as aircrafts, ships,
automobiles, buildings, and railways.1 To date, various
nanomaterials, including nanoparticles,2,3 nanowires,4−12 nano-
fibers,13−15 and nanotubes,16−18 have been used for the
achievement of novel sensors. These nanomaterials-based
sensors are major based on force-induced changes in
resistivity,2,10,11,13,15−18 capacitance,7,12 or piezoelectric-
ity.4−6,8,9,14 The advantage of piezoelectric pressure sensors
lies at relatively low energy consumption in operation. It is of
great significance for energy conservation.9,19 Furthermore,
piezoelectric effect combined with other effects can be utilized
for enhancing performance of devices, such as photodetectors,
humidity sensors.20−22

Zinc oxide (ZnO) is typical piezoelectric-material owing to
noncentrosymmetric crystal structure.5,6,8−10,23−29 This semi-
conductor material is harmless to environment29−32 and gains
widespread attention to pursued to design pressure sen-
sors.5,6,8−10,24 The recently developed ZnO pressure sensors
based on a single nanowire have high sensitivity to load
fluctuation, due to so small of sensing material that can
response to tiny vibrancy.5,8,9,24 In addition, the sensitivity of
the devices can be further improved through the piezo-
modulated interface engineering with appropriate structure
designs. Via reversible Schottky-barrier height controlled by
piezoelectric potential, the on/off current ratio can reach 120,24

while the current value is small (10 μA, at 1 V with strain
∼0.39%6). Research on single nanowire sensors provides a
strong theoretical foundation for future extensive applications,
such as multitudinous nanowire/nanorod arrays (NWAs/
NRAs) prepared into devices. Recently, a large area of
NWAs/NRAs was integrated into devices to obtain a large
current value.7,33 Nevertheless, the switch ratio (SR) is only
∼100 at 3 V.33 It is worth mentioning that a 104−107 scales SR
of field-effect transistors or ultraviolet (UV) detectors is
achieved by inserting insulating materials, due to the
mechanism of electrons trap-assisted tunneling.34−37 These
insulating materials also promoted the characteristics of
nanogenerators and spintronic devices.38,39 However, to the
best of our knowledge, relatively little work has been done to
combine insulating dielectric property with piezo-modulated
interface engineering in sensors.
Herein, we present pressure sensors based on ZnO NRAs.

Typically, the SR achieved 105 by exploiting ultrathin
magnesium oxide (MgO) insulating/barrier layer, which played
a crucial role in modulating carrier transport and improving
sensitivity of the sensors. The piezoelectric effect coupled with
electron-tunneling modulation would be a promising means for
performance optimization of other piezotronic devices.
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■ EXPERIMENTAL SECTION
The ZnO-NRAs were prepared by a hydrothermal method.6,30,33 A
ZnO seed layer was obtained by spin-coating a seed solution (0.5 M)
of equal molar ethanolamine [C2H7NO] and zinc acetate dihydrate
[Zn(CH3COO)2·2H2O] dissolved in ethylene glycol monomethyl
ether (EGME) onto a fluorine-doped tin oxide (FTO) glass and then
annealed at 623 K for half an hour. The precursor solution was an
aqueous solution of hexamethylenetetramine (HMTA) and zinc
nitrate hexahydrate [Zn(NO3)2·6H2O] with a concentration of 50
mM. The FTO glass coated with the seed crystal film was put into
precursor solution, and the process was conducted at 368 K for 20 h.
Subsequently, a part of the modified FTO glass was selectively etched
with hydrochloric acid, where the electrode was led out. The next step
was to deposit an ultrathin MgO film onto another FTO glass via the
method of atomic layer deposition. Then, the two different FTO
glasses were bonded together in the vertical direction. Finally, the
contact was packaged well with polydimethylsiloxane (PDMS).
In all of the test procedures, the reference electrode was the FTO

with the ZnO nanoarrays, and the potential was 0 V. Field emission
scanning electron microscope (FESEM, SUPRA55) was employed to
observe the morphology of synthesized materials. The Raman
spectrum was obtained by utilizing confocal Raman spectroscopy
(JY-HR800) with an Ar+ laser source at room temperature. The
surface morphology and elemental analysis were carried out using

atomic force microscopy (AFM, Nanoscope IIIa, Multimode) and
energy dispersive X-ray spectroscopy (EDS). The electromechanical
properties of the pressure sensors were measured with semiconductor
characterization system (Keithley 4200) under atmospheric pressure.

■ RESULTS AND DISCUSSION

Figure 1 illustrates the morphologies and characterization of
components of the device with i-MgO. Figure 1a presents the
optical photograph and schematic diagram of the sensor, which
is composed of two different FTO glasses modified with MgO
nanolayer and ZnO NRAs, respectively. In Figure 1b,c, two
different thicknesses (10 and 20 nm) of MgO layers are
identified. Figure 1f shows an energy dispersive spectroscopic
(EDS) image of the 10 nm layer, which is deposited onto
fluorine-doped tin oxide (FTO) glass. In Figure 1g, the
continuous nanolayer is further confirmed by AFM. In addition,
the mean diameter of orderly ZnO NRAs is 100 nm and the
average length is 4 μm (Figure 1d,e). Figure 1h shows the
Raman spectra of the ZnO nanoarrays/FTO and pure FTO
glass, respectively. The peaks at 97.6 and 436.4 cm−1 are
allocated to E2L and E2H modes of ZnO, which are the main
characteristic peaks of Raman spectrum of ZnO. The intensities

Figure 1. (a) The model of a pressure sensor. The field emission scanning electron microscopy (FESEM) images of (b) 10 and (c) 20 nm MgO
layers deposited onto the FTO glass. (d and e) Cross-sectional and top-view FESEM images showing the morphologies of vertically aligned ZnO
nanoarrays. (f and g) EDS and AFM images of the 10 nm MgO layer. (h) Raman spectra obtained from ZnO nanoarrays/FTO and pure FTO glass.
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of these two peaks indicate good crystal quality of ZnO because
the intensity at 436.4 cm−1 is higher than the other peak.40 In
addition, the modes of multiphoton processes (E2L−E2H) and
A1 are observed at 331.7 and 589.6 cm−1, respectively.
Typical current−voltage (I−V) characteristics of pressure

sensor, which is based on ZnO NRAs, under various forces (1
gf = 0.0098 N), are shown in Figure 2a. The SR (If/I0, If and I0
are the final current under loading and unloading conditions,
respectively) was 10.7 at 3 V. In addition, the sensitivity value S
was −4.7 × 10−2 gf−1, which was defined as S = [ΔIf/I0]/ΔF (F
is the applied force),23 as depicted in Figure 2b.
The working principle and band structure of the sensor only

based on ZnO NRAs are demonstrated in Figure 2c−f. First,
we know the power of electrons movement is energy difference.
Lower the energy difference, the electrons move slowly. As the
piezoelectric potential was modulated by a stress applied at c
axis of ZnO,25−27 the negative pressure electric potential φn is
generated at the top surface of ZnO, and then the energy band
of ZnO ascends. On the other aspect, the positive potential φp

at the bottom surface of ZnO pulls down the energy band.
Accordingly, the energy difference, between top and bottom
surface of ZnO, is reduced from eVbi to e(Vbi − φn − φp) (e is
electron energy, and Vbi is the fixed bias voltage). Then, the
results lead to the measured current decreased as the load
increased. Furthermore, the magnitude of electric field through
ZnO is calculated by the modified equation:23

εΔ = − = −V L E V L dE / / /bi p bi (1)

where L represents the length of ZnO NRAs, Ep is the
piezoelectric field, ε is the strain of each nanowire, and d is the
piezoelectric coefficient. Because the built-in potential is
opposite to the external voltage and the potential gradually
enlarges by the increase of the applied force, the magnitude of
electric field is weakened. Then, the movement of electrons
inside the ZnO reduces, which is driven by the electric field.
Subsequently, the current monotonically decreases as the load
increased at a fixed bias voltage (Figure 2b).

Figure 2. (a) The current−voltage (I−V) characteristic curves of the sensor with ZnO NRAs under different load conditions. (b) The relationship of
current and force, obtained from graph a at 3 V. (c and d) Schematic diagram of working principle. The ribbons show the different piezoelectric
potentials. (e and f) Band structure of the sensor under different loading conditions; black dots represent electrons, and red arrows represent the
direction of electron movement.
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We also achieved another two pressure sensors with 10 or 20
nm i-MgO nanolayer. In Figure 3a,b, the current values of the
sensors fluctuated at 10−11 to 10−8 A scales between 0 to +5 V
under 0 gf. Compared with Figure 2a, we found that the values
were very small. The SRs were yet 7.2 × 105 and 5.4 × 105,
respectively, which were considerably larger than the ratio of
sensor without i-MgO. Moreover, the sensitivity values reached
to 7.1 × 104, 1.9 × 104 gf−1, respectively (Figure 3c).

The working principle and band structure of the sensor with
i-MgO are presented in Figure 3d−g. As recognized, ΦZnO (the
electron affinity of ZnO) is 4.35−4.5 eV and ΦMgO is 0.85
eV.41−43 There is a potential barrier (ΔΦ = ΦZnO − ΦMgO) at
ZnO/MgO interface. When a heavy object is far away from the
sensor, most electrons cannot flow into the barrier layer due to
insufficient energy for electronic transition. While ZnO NRAs
are compressed by the pressure, the negative pressure electric
potential is generated at the top surface of ZnO beside the

Figure 3. I−V characteristics of the sensors with (a) 10 or (b) 20 nm MgO layer. (c) Current versus force, obtained from graphs a and b at 3 V. (d
and e) Schematic diagram of working principle. The ribbons show different piezoelectric potentials. (f and g) Band structure of the sensor under
different loading conditions; black dots represent electrons, and red arrows represent electron movement.

Figure 4. Current−time (I−T) curves of the sensor with 10 nm i-MgO under various forces at a fixed bias voltage of 3 V. (a) Two characteristic
relationships between current and applied force. One is the current increasing with applied force, which adds from 0 to 25 gf at 5 gf each step, and
the other is the current following with applied force decreased. (b) Current versus load; curves represent current responding with (red) increasing
and (blue) decreasing loads. Current response under circular loading at (c) 5 and (d) 10 gf.
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ZnO/MgO interface and can be further raised by the increase
of the applied force. Then, the energy band of ZnO ascends,
which is modulated by electric potential. Subsequently, the
barrier height is relatively lowered for the electrons inside ZnO.
Equivalently, more electrons have enough energy to surmount
the potential barrier. Notably, piezoelectric effects also slow the
movement of electrons at this moment, but enough activated
electrons still tunnel through and bother the barrier layer. In
the case of relatively low barrier height modulated by
piezoelectric potential, the activated electrons will surmount
the barrier layer. Thus, the current of the sensor with i-MgO is
increased as the load increased, is controlled by the applied
pressure, and has linear relationship with the force (Figure 3c).
In addition, as the 20 nm layer is too thick to allow more
electrons to easily tunnel through the barrier layer, the
performance of the sensor with 10 nm i-MgO is slightly better.
The physical robustness and reliability of the pressure sensor

with 10 nm i-MgO were evaluated by subjecting them to a
series of force cycles under dynamic loading condition, when a
fixed bias voltage of 3 V was applied. The electromechanical
properties of the sensor were measured by monitoring the
current under different force level. We can control the force to
modulate the potential barrier height and then to change the
current value. As it was applied with a force, the current was
fixed at a certain value (Figure 4a). Figure 4b depicted the
hysteresis curve related between the current and the force.
Notably, there was almost a one-to-one correspondence
between the force and the current value and negligible
hysteresis in the response of the pressure sensor. Furthermore,
the sensor responded rapidly at every turning point within 128
ms, and the current remained identical under the same force
cycles (5 or 10 gf, Figure 4c,d).
We further investigated the service behavior of the sensor

with 10 nm i-MgO. As shown in Figure 5, when the load was

less than 3.2 gf, the sensor was invalid to detect the force.
Subsequently, the current increased almost linearly with the
applied force up to 27.2 gf and then began to decrease. This
phenomenon is the result of interaction of the controllable
potential barrier at ZnO/MgO interface and the electric field
inside ZnO NRAs and can be divided into three stages. At the
stage of a small force applied, the enormous electrons are
activated by the electric field. However, the potential barrier is
too high for the most activated electrons to tunnel through the

MgO nanolayer. When the potential barrier falls below a certain
threshold through the energy band raised by the pressure
electric potential generated by the applied force increasing,
more activated electrons surmount the barrier layer at the
second stage, although the activated electrons has decreased
gradually due to the electric field weakened by the pressure
electric potential generated by the applied force. At the last
stage, though the potential barrier height decreases continu-
ously, fewer and fewer electrons are activated leading to the
current decrease.

■ CONCLUSION
In summary, we have successfully constructed two types of
piezotronic pressure sensor. We found the MgO nanolayer,
which acted as a carrier control layer, could significantly
improve the performance of the devices, and the effect of 10
nm layer was superior to that of the 20 nm layer effect. The
piezoelectric sensor based only on ZnO NRAs showed a small
SR of 10.7, a sensitivity of −4.7 × 10−2 gf−1 at 3 V. The
pressure sensor with 10 nm i-MgO demonstrated excellent
performance and featured a small “off” current, an ultrahigh SR
(7.2 × 105), which was higher than the ratio (5.4 × 105) of the
sensor with 20 nm i-MgO. In addition, it showed characteristics
of fast response (128 ms), a high sensitivity (7.1 × 104 gf−1),
good stability under different loading condition, and an
approximately linear relationship between current and applied
force in the range of 3.2−27.2 gf at a fixed voltage of 3 V. The
innovation of piezoelectric effect combined with electron-
tunneling modulation may provide an alternative route to
improve the performance of other nanosensors.
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