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ABSTRACT: In this study, we report an Er-doped quaternary
piezoelectric semiconductor CaZnOS:Er3+ which shows both
mechanoluminescence and upconversion luminescence proper-
ties. Under mechanical stimulation, green light emission can be
observed by the naked eye from a flexible film fabricated by
encapsulating CaZnOS:Er3+ particles between two polyethylene
glycol terephthalate substrates. The integral emission intensity
is proportional to applied pressure, making CaZnOS:Er3+

suitable for dynamic pressure sensing applications. Moreover,
the doped sample also shows bright visible emission with near-
infrared (980 nm) excitation. The fluorescence intensity ratio
between two upconversion emission bands corresponding to
2H11/2,

4S3/2 → 4I15/2 transitions of Er3+ is sensitive to the
variation of temperature. As a multifunctional optical material, CaZnOS:Er3+ could be used to not only visualize two-dimensional
pressure distribution, through mechanically induced emission, but also sense temperature via the upconversion (UC)
luminescence. This work provides a novel kind of multifunctional luminescent material for the development of integrated and
coupling devices.

■ INTRODUCTION

Functional materials capable of sensing pressure and temper-
ature based on optical methods may find their great
applications in future intelligent sensors, human−machine
interfaces, and robotics, which are hence not only exciting
scientific topics but also technologically compelling.1−7

Recently, intelligent materials with mechanically induced light
emission properties, or so-called mechanoluminescence (ML),
have been intensively investigated due to their uniquely
inherent ability of emitting visible light under mechanical
stimuli and their promising applications for optical force/
pressure detection.7−14 Meanwhile, upconversion (UC)
luminescent materials that convert long-wavelength radiations
into shorter wavelength emissions are vigorously studied for
optical-based temperature sensing and other scientific objec-
tives.15−25 A material that exhibits both ML and UC properties
might find interesting applications in visualizing pressure and
temperature distribution, which is meaningful for developing
highly integrated sensing systems.
Piezoelectric semiconductors (e.g., ZnO, GaN, CdS, and

ZnS) have rich multifunctional physics, and their optical,
electrical, and mechanical characteristics are capable of
integration and coupling to originate new interesting effects,
such as peizotronics and piezo-phototronics. The devices based
on these effects have resulted in their widespread applications

in photonics, electronics, sensors, and energy harvest.26−34 The
quaternary piezoelectric semiconductor CaZnOS first reported
in 2003 is considered to be a good host material for
luminescent centers due to its chemical and thermal stability,
wide band gap, and high piezoelectricity which is pivotal for
piezoelectric-induced ML emissions.35−40 On the other hand,
the Er3+ ion is one of the most studied rare earth luminescence
centers with UC ability.41,42 Temperature sensing based on the
fluorescence intensity ratio (FIR) between 2H11/2 and

4S3/2 →
4I15/2 transitions of Er3+ has been demonstrated with the
advantages in noncontact measurements and the immunity to
electromagnetic interferences.43,44 In the present work, for the
first time, we simultaneously realize ML and UC multifunc-
tional properties in Er-doped piezoelectric semiconducting
material CaZnOS and demonstrate its potential applications in
pressure and temperature sensing.

■ EXPERIMENTAL SECTION

Preparation of CaZnOS:Er3+. The CaZnOS:Er3+ particles
were prepared via a solid-state reaction at high temperature.
Appropriate ratios of raw materials including CaCO3 (99.99%
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in purity, Sinopharm Chemical Reagent Co.), ZnS (99.99% in
purity, Aladdin), and ErF3 (chemically synthetic) powders were
thoroughly mixed by wet grinding (typically 1 mol % ErF3 and
99 mol % CaCO3 with respect to ZnS), employing ethanol as
the dispersion medium. Then the dried powder mixture was
loaded into a corundum crucible and sintered at 1000−1100 °C
under an Ar atmosphere for 3 h. The sintered product was
cooled to room temperature in the furnace and ground again
into powders for subsequent characterizations and use. The
nondoped CaZnOS particles were prepared likewise except for
that no ErF3 was added in raw materials.
Materials Characterizations. The crystal structure of

prepared particles was examined by X-ray diffraction (XRD)
using an X-ray diffractometer (PANalytical X’Pert3 Powder)
with the Cu Kα radiation. The morphology was characterized
through a field emission scanning electron microscope
(FESEM; Hitachi SU8020). The elementary composition was
investigated by energy-dispersive X-ray spectroscopy (EDS,
EDAX TEAM EDS). Down-shifting and UC spectra at room

temperature were recorded by a fluorescence spectrometer
(FLS980, Edinburgh Instruments) excited with a Xe lamp and
980 nm laser, respectively. The temperature-dependent and
pump power-dependent UC spectra were collected by another
fluorescence spectrometer (Hitachi F-7000) with additional
temperature control unit.

Device Fabrication and ML Measurement. To evaluate
the ML feature of CaZnOS:Er3+, a homogeneous layer of
obtained particles (0.3−0.5 g, dispersed in ethanol or in
poly(methyl methacrylate):anisole solution for homogeneous
deposition) was heat-sealed between two flexible and trans-
parent 5 cm × 5 cm squared polyethylene glycol terephthalate
(PET) thin films (each with thickness of ∼15 μm and covered
by thermoplastics in one side). The ML emission of this
composite film was detected by an in-house assembled ML
measurement apparatus, in which a whole-steel stylus fixed on a
linear motor (Linmot E1100) was used to apply periodically
sliding force on the film that was supported by an acrylic sheet.
The value of applied force could be tuned through three-

Figure 1. (a) XRD patterns of prepared Ca0.99ZnO0.99S:(ErF3)0.01 and CaZnOS samples together with the standard XRD pattern of CaZnOS. (b) An
FESEM image of the Ca0.99ZnO0.99S:(ErF3)0.01 sample.

Figure 2. (a) Upconversion, down-shifting, and mechanoluminescence spectra of CaZnOS:Er3+. (b) The linear correlation between the integral ML
intensity and load pressure. (c) The UC emission spectra under the excitation of the 980 nm laser with different pump power. (d) UC emission
intensity of the two green emission bands versus the pump power, indicating the two photons involved in the UC process.
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dimensional mechanical stages and be monitored by a force
sensor (ATI Nano17), and a fiber optic spectrometer (Ocean
Optics QE65pro) was employed to record the ML emission
spectra. The pressure distribution image was captured by long-
exposure photography or by accumulating frames in
mechanoluminescence videos.

■ RESULTS AND DISCUSSION

Crystal Structure and Morphology. Figure 1a shows X-
ray diffraction (XRD) patterns of prepared Ca0.99ZnO0.99S:
(ErF3)0.01 particles together with the nondoped CaZnOS
sample and the standard Powder Diffraction File card of
CaZnOS (PDF #01-072-3547) for comparison.
Both samples were sintered at 1050 °C for 3 h. Some obvious

peaks from unreacted ZnS and CaO are found appearing in the
nondoped sample, which is consistent with the previous
report,45 while these impurities are largely suppressed and
dispelled when ErF3 is introduced. The XRD results reveal that
the doping of ErF3 may promote the formation of the CaZnOS
phase at 1050 °C. Besides, the comparison among XRD
patterns of samples sintered at different temperatures reveals
that 1050 °C is proper for reaction: for the sample prepared at
1000 °C, the reaction is not complete; while for the sample
prepared at 1100 °C, an additional CaS phase appears (Figure
S1 in Supporting Information), which is also consistent with
the previous report.46 The FESEM image given in Figure 1b
shows the size of the obtained particles was about 2−4 μm.
EDS data confirm that the sample contains Ca, Zn, O, S, and Er
elements (Figure S2 in Supporting Information), and the C
peak may be described to the conductive carbon paste utilized
to immobilize the sample.
Spectroscopic Studies. Prepared CaZnOS:Er3+ simulta-

neously possesses down-shifting (DS), UC, and ML
luminescence properties. Figure 2a gives the comparison of
the three kinds of luminescence spectra from Ca0.99ZnO0.99S:
(ErF3)0.01, with the UC spectrum collected under the 980 nm
laser excitation, DS spectrum collected under the 380 nm
wavelength excitation, and ML spectrum collected under the
load force of 15 N. The main emission bands and peaks are
basically consistent in these three spectra, indicating that all
three types of emission processes originated from the same
activators of Er3+ ions. In the spectra, two main green emission
bands located at 515−535 nm and 535−565 nm can be

assigned to 2H11/2,
4S3/2 → 4I15/2 transitions, and a weak red

emission band located at 649−679 nm assigned to 4F9/2 →
4I15/2 of the Er

3+ ion.47 Stark splitting results in the generation
of multiple peaks in each emission band.48 In the ML spectrum,
the relative intensity of the red emission with respect to the two
green emissions seems to be higher than that in the DS and UC
photoluminescence spectra, which may be attributed to the
different wavelength responses between the different spec-
trometers we used for ML, DS, and UC measurements (specific
instrument types are seen in the Experimental Section). The
relationship between the ML intensity and the value of load
pressure was investigated by applying different forces onto the
composite film containing CaZnOS:Er3+ particles and collect-
ing corresponding ML signals. The wavelength interval was set
to 500−750 nm which covered the full emissive wavelength.
Figure 2b shows a linear increase in the integral emission
intensity over the wavelength interval with the increase of the
applied force/pressure, which is consistent with the established
theory,49 indicating that this material is applicable in force/
pressure sensing. Three typical ML spectra of the sample under
different applied force are given as Figure S3 in the Supporting
Information for intuitional comparison.
The excitation-intensity-dependent UC emission of the

sample was further investigated upon the pumping power. In
UC processes, the output emission intensity is proportional to
the nth power of the excitation intensity, where n is the number
of incident photons required to produce an UC photon.41

Under the excitation of an invisible 980 nm laser, the emission
intensity increases monotonously with the pumping power
from 20 to 200 mW (Figure 2c). For the two main green Er3+

emission bands (2H11/2 →
4I15/2,

4S3/2 →
4I15/2), the value of n

is 2.03 and 2.04, respectively, according to the linear fitting
result in the double logarithmic plots of the emission intensity
versus the pump power (Figure 2d), indicating that two
incident photons are involved in these two UC processes.17

This result would help us to understand the underlying
luminescence mechanism as discussed below (Scheme 1).

Luminescence Mechanisms. Possible mechanisms for the
three luminous processes are illustrated in Scheme 1. For the
UC process, an Er3+ ion at the ground state 4I15/2 absorbs an
incident 980 nm photon and is excited to the 4I11/2 level;
sequentially it is further excited to populate the 4F7/2 level
through excited state absorption (ESA) or energy transfer (ET)

Scheme 1. Luminescence Mechanisms of the ① UC, ② DS, and ③ ML Processes
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with the absorption of another 980 nm photon.50 The
nonradiative relaxation of Er3+ ions from 4F7/2 populates the
2H11/2 and

4S3/2 levels, and the radiative decays of 2H11/2 and
4S3/2 → 4I15/2 result in intense emissions at two green
wavelength ranges. For the down-shifting process, Er3+ ions
at the ground state of 4I15/2 can be excited to the 4G11/2 level by
absorbing incident 380 nm photons, and consequently a series
of nonradiative relaxations and radiative decays give rise to the
emission of visible green light; moreover, invisible near-infrared
ray (NIR) emissions peaking at 980 nm (4I11/2 →

4I15/2) and

1541 nm (4I13/2 →
4I15/2) were also detected in the DS process

(Figure S4 in the Supporting Information). The NIR emission
is in the range of the commonly used telecommunication
window,51 showing the potential applicability of CaZnOS:Er3+

in optical communications.
For the ML process, a possible mechanism is elucidated by

the piezo-photonic effect.37,40,49,52,53 As the host material
CaZnOS is a highly piezoelectric wide band gap semiconductor
(d33 = 38 pm V−1, Eg = 3.88 eV),36,48 inner crystal piezo
potential will tilt the conduction and valence bands of CaZnOS
when stress is applied to the CaZnOS:Er3+. Consequently, the

Figure 3. (a) Photograph of the fabricated flexible thin-film device containing a layer of CaZnOS:Er3+ particles. (b) The schematic illustration of the
handwritten trajectory recording process. (c) Visualized handwritten trajectory through the long-exposure photography captured ML image
(exposure time: 5 s). (d) Relative pressure distribution evaluated from the gray scale value mapping of the ML image.

Figure 4. Temperature sensing based on the UC luminescence. (a) UC emission spectra at different temperatures. (b) The fluorescence intensity
ratio (FIR) between the emissions from 2H11/2 →

4I15/2 and
4S3/2 →

4I15/2 as a function of reciprocal absolute temperature. (c) FIR versus the
absolute temperature, showing an exponential characteristic. (d) The sensitivity of temperature sensing as a function of the temperature.

The Journal of Physical Chemistry C Article

DOI: 10.1021/acs.jpcc.5b10302
J. Phys. Chem. C XXXX, XXX, XXX−XXX

D

http://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.5b10302/suppl_file/jp5b10302_si_001.pdf
http://dx.doi.org/10.1021/acs.jpcc.5b10302


trapped electrons in the upper electron defect state of CaZnOS
become much easier to be detrapped and released into the
conduction band. Then a nonradioactive recombination occurs
between detrapped electrons and holes by transferring energy
to Er3+ ions at the ground state of 4I15/2 to populate the 4F7/2
level. The nonradiative relaxation of Er3+ ions from the excited
4F7/2 level to lower levels and the following radiative decays to
the ground state give rise to the visible light emissions.
Pressure Mapping. A thin-film device that contains a

homogeneous layer of CaZnOS:Er3+ particles is fabricated for
pressure sensing and visualization via the ML. As presented in
Figure 3a, the composite film is flexible that can be bended to a
large angle, and the particle layer is fixed and sealed in the
sandwich-like structured middle layer, forming a robust device
for further measurements.
The pressure distribution visualization ability of this thin-film

device was demonstrated by a handwritten trajectory recording
process as illustrated in Figure 3b. A commercial smart phone
with the long-exposure photography function, which can record
the motion trail of a single-point illuminant in the dark by
prolonging photography exposure time, was used to capture the
ML emission when a string of letters “CaZnOS” was written on
the thin-film device attached on an acrylic sheet. The
handwritten trajectory was visualized through the recorded
long-exposure ML image from CaZnOS:Er3+ particles under
the pressure of the ball-point pen with a ball of 0.7 mm in
diameter and is shown in Figure 3c. It should be noted that the
pressure-induced luminescence from one touch spot will fade
away in a very short time (<15 ms), and to get such a trajectory
image, the exposure time of the camera on the smart phone
needs to be set long enough (5 s) to collect all the emitted light
from each spot during the whole signature process. According
to the previous discussion on the linear relationship between
the ML intensity and localized applied pressure, the spatial
distribution of the writing force/pressure can be derived from
the ML intensity, which is relatively evaluated through the gray-
scale value map of the visualized handwritten trajectory image
as shown in Figure 3d. Via such an optical method, pressure
distribution can be conveniently visualized and recorded
without any specialized or sophisticated equipment, which is
meaningful for developing smart human−machine interfaces.
Temperature Sensing. The multifunctional CaZnOS:Er3+

can not only visualize pressure distribution via its ML property
but also implement temperature sensing via its UC luminous
process. Figure 4a shows the UC emission spectra for
Ca0.99ZnO0.99S:(ErF3)0.01 at the temperature range of 303.15−
603.15 K under 980 nm excitation with the pumping power of
0.2 W. With the increase of temperature, the positions of the
two green UC emission bands (2H11/2,

4S3/2 →
4I15/2) have no

change; however, the fluorescence intensity ratio (FIR) of these
two bands varies which is normally caused by the enhance-
ments of nonradiative relaxation, endowing the sample with the
ability of temperature sensing. The dependence of this FIR on
the temperature can be theoretically inferred. First, since the
energy gap between the 2H11/2 and

4S3/2 is small (about 700−
800 cm−1), the relative population of the two levels quickly gets
a thermal equilibrium and follows a Boltzmann distribution at a
certain temperature.54 Second, the intensity of fluorescence is
proportional to the population of the corresponding energy
level. Therefore, the FIR of the two green UC emissions from
2H11/2 and

4S3/2 can be given as follows17,54,55
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where IHI and ISI are the integral intensities of the 2H11/2 →
4I15/2 (520−539 nm) and 4S3/2 → 4I15/2 (539−570 nm),
respectively. N, g, σ, and ω are the number of Er3+ ions, the
degeneracy, the emission cross-section, and the angular
frequency of fluorescence transitions from 2H11/2,

4S3/2 levels
to the 4I15/2 level, respectively. ΔE is the energy gap between
2H11/2 and

4S3/2 levels, kB the Boltzmann constant, and T the
absolute temperature, and the constant C represents the value
of gHσHωH/gSσSωS. The subscripts of H, S, and I stand for the
levels of 2H11/2,

4S3/2, and
4I15/2 respectively.

Equation 1 can be rewritten as56

= −C
A
T

ln(FIR) ln( )
(2)

where A represents the value of ΔE/kB. Figure 4b shows a plot
of the logarithms of the FIR as a function of the reciprocal
absolute temperature. The linear fit result gives a slope (−A) of
about −1114.2, from which the energy gap ΔE can be
estimated. Figure 4c plots the FIR corresponding to the
temperature range of 303.15−603.15 K. The experimental data
are exponential fitted to eq 1 with a well-matched result. The
value of the coefficient C is 7.09 according to the fitting curve,
and the value of A found by the exponential fit is −1177.6
which is close to the linear fit result in Figure 4b.
For the practical application of the temperature sensing

ability, the temperature sensitivity S is an important reference
value, which is defined as the variation of FIR with respect to
temperature. According to eq 1, S can be deduced as55

= = Δ
S
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E

k T
dFIR
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FIR

B
2
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Figure 4d plots the resultant curve of S value obtained from the
derivation of the fitting curve of FIR in Figure 4c. In the
detection range of 303.15−603.15 K, the value of S
monotonously increases with temperature and reaches the
maximum value of about 0.0033 K−1 at the temperature of
603.15 K. The monotonous zone and the maximum value of
the sensitivity are comparable to those of other reports, given
that no sensitizer is adopted in our sample.17

■ CONCLUSIONS
In summary, we originally demonstrate the multifunctionality
of CaZnOS:Er3+ with ML, UC, and DS luminescent property
for pressure and temperature sensing via an all-optical method.
The integral ML intensity of CaZnOS:Er3+ is linearly related to
applied force/pressure, hence the pressure distribution is
visualized through the superposed ML intensity mapping
acquired via long-exposure photography. Moreover, the
fluorescence intensity ratio (FIR) of 2H11/2 and

4S3/2 →
4I15/2

of Er3+ in the UC process is utilized to probe the temperature
in the range of 303.15−603.15 K with a maximum sensitivity of
0.0033 K−1. This work may find broad applications for future
generations of intelligent sensors, electronic skins, autonomous
robotics, and human−machine interfaces based on optical
signals.
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