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ABSTRACT: Two-dimensional (2D) piezoelectric materials have recently drawn intense AFM cantiley PFM Amplitude
ZnO-NS ]

interest in studying the nanoscale electromechanical coupling phenomenon and device
development. A critical knowledge gap exists to correlate the nanoscale piezoelectric
property with the static strains often found in 2D materials. Here, we present a study of the
out-of-plane piezoelectric property of nanometer-thick 2D ZnO-nanosheets (NS) in
correlation to in-plane strains, using in situ via strain-correlated piezoresponse force
microscopy (PFM). We show that the strain configuration (either tensile or compressive)

can dramatically influence the measured piezoelectric coefficient (d;;) of 2D ZnO-NS. A

comparison of the out-of-plane piezoresponse is made for in-plane tensile and compressive strains approaching 0.50%, where the
measured d;; varies between 2.1 and 20.3 pm V™' resulting in an order-of-magnitude change in the piezoelectric property. These
results highlight the important role of in-plane strain in the quantification and application of 2D piezoelectric materials.
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train engineering has long been utilized to enhance the

mechanical and physical properties of functional electronic
and photonic devices, where coupling between material
properties has enhanced the field of wearable electronics,
intelligent sensing, energy harvesting, and biointegration.l_9
Studying the strain-related property change has shown
substantial significance in 2D materials developments. For
example, polymer encapsulation and surface modification are
effective techniques for transferring uniaxial strain into 2D
transition metal dichalcogenides (TMD), where enhanced
optical properties were achieved by strain induced bandgap
modulation.” Microheater actuators were used for inducing
up to 0.64% biaxial strain in single-layered MoS, by controlling
the thermal expansion in the supporting substrate.” Utilizing
the mechanical stimuli of biological movement and ambient
vibrations to actively modulate the electronic functionality of
wearable devices, the broadening field of piezotronics has
effectively harnessed the piezoelectric properties enhanced by
(or evolved from) two-dimensional (2D) materials (such as
ZnO, MoS,, GaN, etc.) for next-generation flexible elec-
tronics.'°~'* Since the heterogeneous components that
comprise flexible devices can induce sufficiently large in-
plane strains, an in-depth understanding of the strain-related
piezoelectric behavior is critical for advancing the seamless
integration of electronic properties with mechanical actuations.
Yet, there remains a critical knowledge gap regarding the
piezoelectric property of 2D materials incorporated into
heterogeneous device schemes when subjected to large in-
plane strain. Because of this gap, our capability to accurately
predict or analyze the piezoelectric performance of 2D
electromechanical devices is rather limited. Current under-
standings of the nanoscale piezoelectric property are either
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directly leveraged from bulk materials or determined from
unstrained or relaxed lattice configurations.

Zinc oxide (ZnO) has shown to be an excellent candidate
for exploring the coupling effects between piezoelectric and
semiconducting properties, known as piezotronics.”’_18 ZnO-
based piezotronic device schemes typically utilize the dominant
piezoelectric coefficient (d;; [pm V~']) oriented along the
[0001] direction of wurtzite ZnO (c-axis), harnessing the
piezoelectric surface charge to control electronic transport.
Recently, 2D ZnO nanosheets (ZnO-NSs) synthesized via
ionic layer epitaxy (ILE),""~*" with thickness ranging between
1—4 nm, have illustrated strong out-of-plane d;; values as high
as 18.9 pm V™, nearly doubling their bulk ZnO counterpart.””
Given the large degree of thickness control”"** and high d;
value, ILE ZnO-NSs offer a promising platform for exploring
the stress—strain relationship with the linear electromechanical
coupling of the piezoelectric property in the nanometer regime.
Furthermore, the large surface-to-volume ratio of ZnO-NSs
offers a unique opportunity to uncover the contribution of in-
plane piezoelectric tensors on traditional c-axis device schemes.
Here, we address the in-plane strain contributions on the out-
of-plane piezoelectric property of [0001] ZnO-NSs, by
introducing in situ strain-correlated piezoresponse force
microscopy (PFEM). The piezoelectric coefficients are extracted
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Figure 1. Characterization of the piezoelectric property of a ZnO-NS under uniaxial strain. (a) Schematic of testing setup of strain-correlated PFM
on ZnO-NSs. Inset illustrates the relationship between electric field, applied strain and the [0001] direction of wurtzite ZnO. (b) Schematic of the
PFM scan across the (0001) plane and the strain direction relationship. (c) Lateral force microscopy (LFM) showing a ZnO-NS supported on a
Au-coated PI substrate. (d) Typical large scan area PFM amplitude image of a ZnO-NS without any strain. (e) Four small scan area PFM
amplitude images taken from the ZnO-NS surface as indicated in (d). (f, g) Image intensities extracted as functions of amplitude responses of the

ZnO-NS from the large (f) and small (g) scan areas.

for a series of compressive and tensile strain configurations of
ILE grown ZnO-NSs. This research uncovers how the d3; of a
2D piezoelectric material may be coupled to in-plane strains at
the nanometer scale, offering insights into additional coupling
effects for flexible piezoelectric nanodevice design.

Figure 1 shows a schematic of a strain-correlated PFM
experiment used to examine the nanoscale piezoelectric
property of ZnO-NSs. Application of in-plane strain was
achieved using a series of 3D printed mounts, which enabled
different convex and concave bending configurations (see
Supplemental Figure S1) to the flexible sample substrates
(tensile configuration shown in Figure la). As-synthesized
ZnO-NSs were transferred onto a flexible Au-coated polyimide
(PI) substrate, which was affixed to a curved mount to provide
constant strain during the PEM scan. Strong adhesion between
the ZnO-NSs and Au-coated PI substrate, along with a
nominal Young’s modulus of the PI (Eyyyg ~ 2.1 GPa)™
ensured an efficient strain transfer between substrate and the
ZnO-NSs. Because the thickness of the ZnO-NSs was orders of
magnitude smaller than that of the PI substrate, we could
assume applied strain (+€) to be uniaxial for both tensile (+¢)
and compressive (—¢) strain configurations. Application of the
static uniaxial strain was determined to be normal to the
[0001] axis and across the basal plane of the wurtzite ZnO-NS
(illustrated in Figure 1b).*

Given the extremely thin thickness of the NSs (typically t <
S nm), along with relatively large surface roughness (Ra ~ 3.4
nm) and imperfections on the flexible PI substrate, typical
topography scans could not accurately characterize the ZnO-
NS thickness or morphology. To determine the thickness,
ZnO-NSs synthesized under the same conditions were
transferred onto rigid and flat Au-coated Si substrates (nominal
Ra ~ 0.4 nm), which revealed the NSs had a fairly uniform
thickness of t ~ 2.4 nm (Supplemental Figure S3).

However, the need remained to exactly characterize the
location and morphology of the target ZnO-NS on a flexible
Pl-substrate for accurate strain-correlated PFM character-
ization. A lateral force microscopy (LFM) method was
employed to strictly resolve the location and morphology of
ZnO-NS shown in Figure lc. LFM is a contact mode AFM
measurement which utilizes the lateral forces associated with
changes of frictional coeflicients at the tip—sample interface as
the probe raster scans across a sample surface.”*”’ Since the
probe dynamics that govern PEM measurements occur in the
same contact regime, this coupled LFM/PFM technique
offered a unique solution to characterize low-dimensional
materials on substrates with large surface roughness but
inhomogeneous surface friction.

During each strain-correlated PFM measurement, the AFM
probe slowly approached the ZnO-NS surface until tip—sample
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Figure 2. Compressive strain-correlated PFM characterization of ZnO NS. (a) Amplitude and (b) PFM phase images of a ZnO NS obtained under
four different compressive strain conditions. (c, d) Strain-related PFM amplitude (c) and phase (d) responses obtained using the image intensities
extracted from selected small scan regions on the ZnO-NS surface. The shaded region represents the unstrained result.

contact reached a normal loading force of SO nN (see
Supplemental Note S1). To induce an inverse piezoelectric
response, an AC driving voltage V¢ = V cos(wt + @) of 2 V¢
was applied to the tip—sample interface, generating a local
electric field between the Au-coated PI and conductive
cantilever-tip (Figure 1a). Deviations from the amplitude and
phase components of the driving voltage feedback loop were
subsequently collected using an external lock-in amplifier
(LiA) and correlated to the inverse piezoresponse via 2D PFM
image formation. Here, the measured amplitude (AA) and
phase (Ag) deviations represent the bias-induced electro-
mechanical deformation and relative dipole polarization,
respectively.”® For an out-of-plane piezoresponse, this
corresponds to vertical amplitude deflections of the cantilever
and phase deviations of +180°. Alternatively, lateral/torsional
displacement of the cantilever along with phase deviations of
+90° will reflect in-plane piezoresponse. In Figure 1d, a typical
PFM amplitude image taken over a large scan area (25 X 25
um?) illustrates the out-of-plane amplitude response of a ZnO-
NS in the unstrained condition (¢ ~ 0.0%). Similarly, the small
scan areas (1.5 X 1.5 um?®) selected by regions 1—4 on the
ZnO-NS surface in Figure 1d exhibited a noticeable amplitude
response (Figure le).

Image analysis was used to examine the PFM amplitude
images via the amplitude intensity histograms shown in Figure
1f and g. Amplitude intensity distributions were obtained from
vertical deflection of the cantilever-tip as a set of voltage
intensities (mV) measured by the AFM position sensitive
photodiode (PSPD). The amplitude distributions represent
the out-of-plane inverse piezoresponse of the ZnO-NS (black
curve with blue curve fitting), tip interactions with the sample
substrate (purple curve), and the mean background noise
(orange curve) of the image, which was collected by

performing a separate offset scan. The offset scan was obtained
by raising the AFM probe far (~500 pm) above the sample
surface to minimize the electrostatic contributions from the
sample substrate and was taken following the completion of
each strain-correlated PFM scan (detailed in Supplemental
Note S2). Using a Gaussian fitting (e.g., blue curve and shaded
region of the ZnO-NS amplitude), the mean intensity of each
histogram distribution was extracted and used to quantify the
strain-correlated inverse piezoresponse.

When comparing the extracted means of the ZnO-NS
response taken from the large and small scan area image sets,
we found that the amplitude intensity could vary significantly
across strain configurations (see Supplemental Note S3).
Notably, variations in the large scan area images showed
several well-known tip—sample interactions, which may
contribute to an overall enhancement of the measured ZnO-
NS amplitude response. It was likely that a combination of
short- and long-range electrostatics (ES) from the cantilever
probe (i.e, tip ES, body ES), surface adhesion, and shifts in the
contact resonance (CR) behavior of the AFM probe as it
transitioned between the nonuniform elastic domains of the PI
substrate and ZnO-NS surfaces, could elevate the final
amplitude intensities in the PFM images.”” > Although
PFM measurements in this study were performed well under
the first CR frequency of the PEM probe, dynamics at the tip—
sample interface, spatial variation in the sample modulus, and
surface topography have been shown to contribute to pixel
variation in the measured piezoresponse, leading to the large
amplitude peak difference in Figure 1£3* Therefore, to
minimize the substrate contributions, four small scan regions
selected from the ZnO-NS surface (Figure le) without an
exposed substrate were chosen for further analysis. Addition-
ally, by reducing the measurement scan area, we could mitigate

https://doi.org/10.1021/acs.nanolett.3c01728
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Figure 3. Tensile strain-correlated PFM characterization of ZnO NS. (a) Amplitude and (b) PFM phase images of a ZnO NS obtained under four
different tensile strain conditions. (c, d) Strain-related PFM amplitude (c) and phase (d) responses obtained using the image intensities extracted
from selected small scan regions on the ZnO-NS surface. The shaded region represents the unstrained result.

the influence of tip- and body-ES as the cantilever width (~25
um) would remain invariant over the entire small scan area,
and ES influence could be considered constant.

We used absolute strain percent values for comparison of
compressive- and tensile-strain-correlated PFM character-
ization. Calculation of the absolute strain applied to the
ZnO-NS was related via thickness of the PI substrate (t =
0.125 mm) and the radius of curvature (ROC) of the 3D
printed mount with the following equation:

X 100

T
£ = —
‘ ROC + 1 (1)

where 7 is the half-thickness (t/2) of the PI substrate. Due to
the very small thicknesses of the Ti/Au (S nm/4S nm) layer
and ZnO-NS (~2.4 nm), their influence on the calculated
strain was not considered.

Figure 2 shows the amplitude and phase results of a single
ZnO-NS measured under a series of compressive strains from
0.31% to 0.50%. From Figure 2a, the ZnO-NS amplitude
response exhibited a strong output in the large scan area
images for all strain configurations, suggesting that the
propensity for out-of-plane inverse piezoelectric output is not
suppressed under a static uniaxial in-plane compressive strain.
The small dark striping across the surface of the ZnO-NS could
be attributed to imperfections on the PI substrate. Likewise,
the large scan area phase images in Figure 2b demonstrated a
uniform response from ZnO-NS at different compressive
strains. However, the apparent phase response gradually
diminished as the compressive strain increased, which could
be a result of reduced out-of-plane dipole polarization. From
these large scan images, we could qualitatively observe the
inverse piezoelectric response of the entire ZnO-NS, but these
images were not sufficient to provide quantitative relationships.

To quantify the strain-related inverse piezoresponse, the
mean intensity values were extracted from the four small scan
regions selected from the ZnO-NS surface under each strain
condition (outlined in Supplemental Note S3). The mean
amplitudes were plotted as a function of absolute strain (l£%l)
in Figure 2c and compared to the unstrained condition (le%| ~
0.0%). In the unstrained condition, the measured PFM
amplitude was ~6.6 mV, where the shaded dashed region
represented the error (+£0.3 mV) related to the zero-strain
condition. As the compressive strain increased, mean PFM
amplitude values (averaged from the four small scan areas)
exhibited a noticeable increase above the unstrained condition,
which peaked at ~18.9 + 2.2 mV at le%| ~ 0.42%. Here, all of
the measured amplitude values were well outside of the
experimental error of the unstrained amplitude response,
indicating the application of in-plane strain to be responsible
for property variation. Additionally, a subsequent drop at the
largest compressive strain of 0.50% was also observed, which
could not be explained by amplitude analysis alone.

Upon PFM phase analysis, a more regular and monotonic
increase was observed from the mean phase response in
correlation with increasing compressive strain (Figure 2d). The
mean value of phase response at ~0.0% strain was —56.8° +
0.56°, where a maximum of —42.8° + 0.53° was observed at
0.50%, giving a difference of ~14°. The more regular phase-
strain relationship could be attributed to the reduced out-of-
plane dipole displacement, which can be revealed qualitatively
by the lowered contrast in the large scan area phase image
(Figure 2b) at 0.50%. This observation suggested that the in-
plane compressive strain may increase the out-of-plane
piezoelectric response, until a threshold compressive strain
subsequently limits out-of-plane amplitude and diploe displace-
ment. The origin of this possible threshold may arise from so-

https://doi.org/10.1021/acs.nanolett.3c01728
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Figure 4. Strain-correlated piezoelectric property. (a) The out-of-plane piezoelectric coefficients (ds;) of ZnO-NSs under uniaxial in-plane
compressive strain, showing an overall enhancement as the strain amplitude increases. (b) ds; of ZnO-NSs under uniaxial in-plane tensile strain,
showing a general decrease trend beyond the unstrained case. (c) Schematic structure of tetrahedrally coordinated Zn>* and O~ ions in wurtzite
ZnO (i), showing the distortion of the tetrahedron under compressive (ii) and tensile (iii) strains, and how this may modulate the out-of-plane
dipole strength. (d) Generic Lennard-Jones potential between cation and anion, where the shaded regions present the possible out-of-plane

displacement (Ar, Ar,) under an equivalent electric field (AE).

called buckling of the ZnO-NS from residual surface
compression effects.”

The inverse piezoresponse—strain relationship was then
examined under tensile conditions. Here, the ZnO-NS also
exhibited a uniform amplitude and phase response, as
illustrated by the large scan area PFM images shown in Figure
3a,b, respectively. Compared to the compressive conditions,
the tensile strain induced a similar amplitude response in the
large scan areas. However, phase imagery revealed a reduced
polarization for increased strain, indicated by the lowered
phase contrast of ZnO-NS under tensile strains beyond
~0.31%. The quantitative relationships in the tensile regime
were extracted from small scan area images and plotted as
functions of strain (Figure 3c,d). Compared to the compressive
regime, the tensile strain yielded narrow change in both
amplitude and phase response. All of the measured amplitudes
exhibited a value lower than the unstrained condition and
decreased to the lowest amplitude value of 1.9 + 3.4 mV at the
largest tensile strain of ~0.50% (Figure 3c). A larger deviation
of extracted mean intensities was observed from the largest
tensile configuration possibly due to a slight distortion of the
PI substrate on the mount, which can be seen from the
~0.50% large scan area amplitude image. Phase analysis of the
tensile regime indicated the mean phase responses were
relatively invariant, with the extracted values occurring within a
small range of —49.1° & 1.1° to —46.5° + 2.0°, approximately
7.6° to 10.2° from the unstrained condition, respectively. This
suggested a weaker out-of-plane piezoelectric response when
the NS was under tensile strain and dipole displacement was
suppressed regardless of the degree to which tensile strains
were applied. This was in sharp contrast to our observations

regarding application of compressive strains and the corre-
sponding notable variation of the inverse piezoresponse.

Finally, the piezoelectric coeflicients (d;;) were quantified
using mean amplitude intensities obtained from the small scan
area images and cantilever AC-bias as

d —éAAZ
By )

where § is the inverse optical lever sensitivity (InvOLS ~ 10.7
+ 0.2 nm/V) calibration constant of the cantilever, and AA, is
the difference between the mean intensities of the PFM
amplitude response and the averaged amplitude offset (~10.3
+ 0.2 mV) (detailed in Supplemental Note S2).

Figure 4 shows the calculated dj; values in both the
compressive (Figure 4a) and tensile strain (Figure 4b) regimes.
Using the mean intensity value of the ZnO-NS amplitude
response from small scan area images, the calculated d;; in the
unstrained condition was ~7.1 + 0.32 pm V!, which was
within the range of previously reported values of bulk ZnO
crystals (8.8—12.4 pm V71)."***** Since dj; was calculated
from the measured amplitude response, standard deviations
represent variation between the measured amplitudes obtained
in the four small scan regions. Compressive strain generally
enhanced the dj; over the unstrained condition, reaching a
maximum of ~20.3 + 23 pm V™' at 0.42% strain and
represented an ~186% increase compared to the unstrained
case. The large decline of d;; at ~0.50% was directly associated
with the amplitude response. As discussed above, this may

indicate a threshold compressive strain in the setup for ZnO-
NS.

https://doi.org/10.1021/acs.nanolett.3c01728
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Alternatively, the tensile strains (Figure 4b) consistently
lowered the d;; from the unstrained condition and reached a
minimum of ~2.1 + 3.6 pm V! at a tensile strain of 0.50%,
which corresponded to an ~70% decrease from the unstrained
case. Moreover, within the applicable strain range from
compressive 0.42% to tensile 0.50%, the piezoelectric
coeflicient exhibited a substantial variation from ~20.3 to
~2.1 pm V7!, corresponding to an order-of-magnitude change
in the piezoelectric property. The substantial change in dj;
values compared to the unstrained case and between different
strain conditions suggested a large variation of the out-of-plane
piezoelectric response could be possible when materials are
subjected to in-plane strains. It is important to highlight that
this effect is fundamentally different from either dj; or the
flexoelectric effect. Although both effects depict the out-of-
plane polarization induced by in-plane strain, they are an
instantaneous effect and (if any) would induce transient
polarization immediately following the strain being applied and
then diminished via external/internal charge flow. However,
this study investigated the effect from a static in-plane strain
that is constantly applied to the material such that any
transient contributions from other electromechanical coupling
effects have been naturally balanced. Therefore, the measured
out-of-plane piezoelectric responses only represent the targeted
ds; effect under concurrent electric field excitation.

The strain-related piezoelectric property change could be
attributed to the tetrahedrally coordinated structures of
wurtzite ZnO.*>*° For (0001)-oriented ZnO, when the lattice
is deformed along the [0001] direction, the out-of-plane
piezoelectric dipoles are created by the displacement (Ar,) of
Zn?* ions from the center of the tetrahedrons of the O~ as
shown in Figure 4c-i (r, is defined as the equilibrium bonding
length between Zn>* and O*”). When the lattice is subjected to
an in-plane strain, deformation of the tetrahedrons could alter
r, such that a different level of potential displacement between
Zn** and O® ions along the vertical direction could be
etsablished.>” For example, under a lateral compressive strain,
tetrahedra may deform into a slightly elongated geometry
(Figure 4c-ii), leading to an increased Zn*"-O*" interatomic
distance (r.). Likewise, application of an in-plane tensile strain
may slightly reduce the interatomic distance (r,) (Figure 4c-
iii). From the generic Lennard-Jones potential (LJP) plot
shown in Figure 4d, the slope of the interatomic energy-
displacement represents the propensity for out-of-plane ionic
displacement. For a given energy input (AE, such as
mechanical stress or external electric field), a larger interatomic
distance (r.) suggests that a larger ionic displacement (Ar,)
may be induced and subsequently a higher d;;. As the
interatomic distance shifts to a smaller value (r,) along the LJP
profile, a larger energy-displacement slope indicates a smaller
ionic displacement (Ar,) may be achieved at the same AE, and
thereby a lower da;.

In summary, we quantified the out-of-plane piezoelectricity
of 2D (0001)-oriented ZnO-NS, in correlation with in-plane
strains, by using a strain-correlated PFM measurement.
Analysis of the out-of-plane PFM phase response illustrated a
propensity for dipole hindrance under in-plane tensile strain,
while compressive strain facilitated higher out-of-plane dipole
moment flexibility. This effect demonstrates that in-plane
strains placed by bending can substantially influence the
piezoelectric behavior of the (0001) surface-dominated ZnO-
NSs. The maximum d;; was quantified at ~20.3 pm V™' under
a compressive strain of le%l| ~ 0.42%, which was an ~186%

increase when compared to ~7.1 pm V™! in the unstrained
configuration. Upon application of a maximum tensile strain of
~0.50%, the ds; was reduced to ~2.1 pm V™! for an ~70%
decrease from the unstrained case. Together, they presented a
wide-range variation of dj; when the lattice was strained
oppositely in-plane, which resulted in an order-of-magnitude
change in the piezoelectric property. The observed out-of-
plane piezoelectricity change could be attributed to interatomic
Zn** and O*" tetrahedron distortion that contributed to out-
of-plane dipole modulation resulting from in-plane strain. This
work experimentally revealed that uniaxial in-plane strain could
substantially influence the out-of-plane piezoelectricity in the
2D piezoelectric lattices. This discovery suggests that in-plane
strain, as an important and common factor, should be
considered in the study and application of flexible piezoelectric
materials, particularly when their thickness is small.
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