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Abstract: We present the results of the luminescence response studies of a single YVO4:Yb, Er particle
of 1-µm size. Yttrium vanadate nanoparticles are well-known for their low sensitivity to surface
quenchers in water solutions which makes them of special interest for biological applications. First,
YVO4:Yb, Er nanoparticles (in the size range from 0.05 µm up to 2 µm), using the hydrothermal
method, were synthesized. Nanoparticles deposited and dried on a glass surface exhibited bright
green upconversion luminescence. By means of an atomic-force microscope, a 60 × 60 µm2 square
of a glass surface was cleaned from any noticeable contaminants (more than 10 nm in size) and a
single particle of 1-µm size was selected and placed in the middle. Confocal microscopy revealed
a significant difference between the collective luminescent response of an ensemble of synthesized
nanoparticles (in the form of a dry powder) and that of a single particle. In particular, a pronounced
polarization of the upconversion luminescence from a single particle was observed. Luminescence
dependences on the laser power are quite different for the single particle and the large ensemble of
nanoparticles as well. These facts attest to the notion that upconversion properties of single particles
are highly individual. This implies that to use an upconversion particle as a single sensor of the local
parameters of a medium, the additional studying and calibration of its individual photophysical
properties are essential.

Keywords: upconversion particles; yttrium vanadate nanoparticles; upconversion luminescence;
single particle spectroscopy; atomic-force microscopy; confocal optical microscopy

1. Introduction

It is very well established that a pair of rare-earth ions Yb3+-Re3+ (Re = Er, Tm, Ho)
exhibits excellent upconversion capabilities [1–3]. The mechanism is as follows. After Yb3+

ions absorb near-infrared photons, the cross-relaxation process accounts for the energy
transfer to the nearest Re3+ ions. Two consecutive acts of Yb3+ → Re3+ energy transfer
populate the upper levels of Re3+ ions, and the following radiative relaxation leads to a
bright green upconversion luminescence. The Yb3+-Re3+ systems are much more efficient
in comparison to the two-photon absorption and second harmonic generation because of
real intermediate and high-lying excited levels of Re3+ ions [2,4].

Due to the rapid increase in the development of nanoscale technologies during the last
decade, upconversion nanoparticles (UCNPs) attract much attention as potential nanofluo-
rophores for a broad range of applications. They have already been successfully tested in
experiments with information storage [5], volumetric displays [6], photoactivation chem-
istry [7] and photovoltaics [8]. Since excitation spectrum peaked at 980 nm wavelength falls
into so-called transparency window of biological tissue, utilization of UCNPs in biomed-
ical field [9], this has opened up wide perspectives in bioimaging [10], biodetection [11],
theranostics [12], optogenetics [13], drug delivery [14], etc.
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Mostly, the mentioned above applications rely on upconversion properties of large
nanoparticle ensembles (LNPEs). However, using a single UCNP expands opportunities for
achieving nanoscale resolution. Potentially, this approach allows one to measure the effect
on local parameters of the environment. For example, the challenging task of low-invasive
monitoring of intracellular temperature [15,16] requires employing very few (ideally single)
fluorescent nanosensors.

Unfortunately, measuring the luminescence response of a single UCNP requires far
more extensive and challenging experimental efforts as compared to an LNPE [17]. This
could, possibly, explain why there is not much information about photophysical properties
of a single UCNP in the literature. Nevertheless, it is quite understandable that many
factors (such as individual composition, lattice defects, ionic distribution, size, surface
status and so on and so forth) have a great impact on upconversion properties [18,19].

In this work, we are focused on studying upconversion characteristics of a single parti-
cle (SP) in comparison with an LNPE. The choice of YVO4:Yb, Er nanoparticles as an object
was determined by several considerations. Firstly, the synthesis method is well described
in literature and easily implemented [20,21]. Secondly, the upconversion luminescence of
the YVO4:Yb, Er LNPE is well documented [22–24]. Finally, since the yttrium vanadate
nanoparticles are not very sensitive to surface quenchers in the water solution, they are
of special interest in biological applications. For example, YVO4:Yb, Er UCNPs are highly
promising as low-invasive upconversion sensors for biological tissues [21,25,26].

According to the reports [17,27–29], single UCNPs exhibit polarized emission. Even
spectral components of the emission corresponding to the transitions between different
energy levels (for example, red and green bands in the luminescence spectrum [30]) could
have quite distinguishable polarization characteristics. Evidently, this phenomenon reflects
the properties of crystalline order and considerable local crystal field impact on the intensi-
ties and polarizations of the emission transitions that is of great interest to spectroscopic
studies. On the other hand, the luminescence polarization is a considerable negative factor
for employing SPs as single nanosensors, making the luminescence response dependent on
SPs’ orientations.

With the aim to avoid or decrease a luminescence polarization degree, we intended
to test a relatively large (of 1-µm size) and essentially formless SP. If the upconversion
properties of the selected SP would appear to be close to those of the LNPE, then taking into
account that a 1-µm size provides relatively intense upconversion luminescence as com-
pared to 10–100 nm SPs, the selected SP might be considered as the ready-to-use biosensor.

Having examined the upconversion properties of the synthesized LNPE (to be assured
of their suitability), we applied methods of atomic-force microscopy (AFM) to clean up
the contaminants off the glass surface, and then selected the required SP and placed it in
the center of the cleaned area. These preparations allowed us to study the upconversion
characteristics of the selected SP using conventional confocal optical microscopy (COM),
eliminating possible interference from other luminescent particles.

2. Experimental Section
2.1. Hydrothermal Synthesis of YVO4:Er, Yb UCNPs

UCNPs were prepared according to the following procedure [20–24]. A solution of
Y(NO3)3, Er(NO3)3 and Yb(NO3)3 (c = 0.1, 0.002 and 0.02 mol/L, respectively) was slowly
added to an Na3VO4 solution (c = 0.1 mol/L) under constant stirring at room temperature.
A white precipitate, corresponding to crude YVO4:Yb, Er NPs, was obtained and further
purified by dialysis. A silica sol was prepared by heating tetraethylorthosilicate, ethanol
and distilled water at pH = 1.25, T = 60 ◦C for 1 h. Crude yttrium orthovanadate particles
were then incorporated into silica sol with a dispersing polymer (PE6800) (the molar ratio
of V/Si/PE6800 = 1:5:0.05). After drying, a mesoporous silica network was obtained,
encapsulating the NPs. It was calcinated at 500 ◦C for 1 h and then annealed at 1000 ◦C
for 10 min. The silica matrix was removed by a 3 h treatment in hydrofluoric acid with the
molar ratio of HF/Si = 9:1.
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2.2. Characterization of the Large Nanoparticle YVO4:Er, Yb Ensemble (LNPE)

Figure 1 presents the surface morphology of the synthetized UCNPs. The image was
made by using a scanning electron microscope (SEM) “EVO 50 XVP” (Carl Zeiss, Jena,
Germany) equipped with “INCA Energy-350” (Oxford Instruments, Abingdon, UK).
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Figure 1. Scanning electron microscope image of the dry YVO4:Yb, Er nanoparticle clusters on a
glass substrate.

Fluorescence excitation measurements were carried out using a Ti:Sapphire CW laser
as a tunable pump source. The intensity of the laser was tuned by a neutral density filter to
deliver 5 mW at every excitation wavelength into the sample chamber of a FluorologQM
spectrofluorometer. The luminescence of LNPE in the form of a dry powder was detected
using an emission channel of the FluorologQM spectrofluorometer, equipped with a 360 mm
double monochromator (1200 g/mm grating) and an R13456-11 thermoelectrically cooled
photomultiplier tube. Intensity dependent measurements were carried out using a 980 nm
CW diode laser equipped with absorption and interference (3 nm FWHM) filters. The
pump laser beam was focused on the sample on a 3 mm spot.

2.3. Atomic-Force Microscope (AFM) Preparation of Sample for SP Spectroscopy

The study of the surface requires precise positioning in order to obtain access to each
particle. Therefore, grid lines (Figure 2a) in the form of straight micro-scratches were made
on the glass substrate prior to the UCNP’s deposition. It is worth noting that the grid was
essential in studying the selected SP by either AFM (Figure 2c), SEM (Figure 2a,b) or COM
(Figure 2d) methods.

The solver-Bio (NT–MDT) atomic-force microscope was used for the characterization
and manipulation of nano-objects. The AFM operates in scanning-by-probe mode; the
maximum scanning area is about 95 × 95 µm2. The setup includes an optical microscope
(Biolam) operating in the transmission mode with positioning of the AFM probe on trans-
parent substrates with an accuracy of several µm. N11-A AlBS AFM-probes of 3 N/m
stiffness and 60 kHz resonant frequency were used. The probes support both contact and
semi-contact modes. We have applied the contact mode to move nano-objects (which are
UCNPs and contaminants) outside the study area. The test of cleaning quality and the
control of the SP positioning were performed in the semi-contact mode.
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Figure 2. SEM image of grid lines (micro-scratches) made on the glass substrate and location of the
cleaned area (a), SEM (b) and 3D-AFM (c) images of SP. COM image (d) of the sample in reflection
mode with highlighted insert “F” of the cleaned area in luminescence mode, the cleaned area and the
SP are clearly visible.

Taking into account the weak SP’s adhesion to the glass surface, the following algo-
rithm was applied to prepare the sample with the SP. Initially, an area of about 60 × 60 µm2

located near the micro-scratch’s intersection was cleaned up from all objects by using the
AFM in contact mode. After cleaning, the AFM-probe was brought in contact with the
surface and oscillated in a broad frequency range with a high magnitude. Then, we had
selected one of the upconversion microparticles and moved it to the center of the cleaned
area for further studying. Finally, a control scan in semi-contact mode was carried out to
make sure that only one particle was left in the area of interest (see Figure 2).

The AFM image (Figure 2c) confirms that the selected microparticle is single; its height
is about 630 nm (see Supplementary Materials, Figure S2). The AFM image is in agreement
with data on the lateral shape and size of microparticles obtained by SEM (Figure 2b).

2.4. Luminescence Response of the Single Particle (SP)

Luminescent properties of the SP were studied using a homemade optical confocal
microscope. The UCNP luminescence was excited by a MicronLux laser at 980 nm and the
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maximum power of 100 mW. The pump beam was focused by means of a 40× objective
(NA = 0.70) into a spot with a 1-µm waist diameter. For lateral scanning, a pair of galvo
mirrors was used. The luminescence radiation was collected by the objective from the
upper surface of the sample, where the SP was located. A FELH-700 filter was used to
separate the luminescence from the pump radiation. The collected luminescence passed
through the pinhole and was divided into two parts by a 50/50 beam splitter. The first
part was registered by the photon counter, while the second part was used to record a
luminescence spectrum by means of a CCD camera (Starlight Xpress Trius SX-694, Starlight
Xpress Ltd., Berks, UK) equipped with a diffraction grating (300 g/mm).

First, the substrate was scanned without the pump cut-off filter at low pump laser
power, obtaining a reflected laser radiation map in order to find the cleaned area and
locate the SP (Figure 2c, background image). The second scanning with the installed
FELH-700 filter provided SP’s luminescence response. (Figure 2d, inserted frame “F”). The
luminescence dependence on the pump power was recorded by varying the current through
a laser diode and controlling the power of the laser irradiation incident on the sample. We
studied the polarization characteristics of the SP emission by using a polarization analyzer
in front of the pinhole. As a result, the dependence of the emission spectra on the analyzer
angle, varied with a step of 10 degrees, was registered.

3. Results
3.1. Large Nanoparticle YVO4:Yb, Er Ensemble (LNPE)

The scanning electron microscope image of the YVO4:Yb, Er LNPE sample, constituting
clusters of dry powder on a glass substrate, is presented in Figure 1. Figure 3 shows the
upconversion green luminescence of the LNPE under the laser irradiation at 980 nm.
The emission bands in the range of 520–570 nm are due to the radiative intra-ionic 4f-4f
transitions from the 2H11/2 and 4S3/2 levels to the 4I15/2 ground state of Er3+ ions. The
excitation spectrum peaked at 980 nm proves that the Er3+ luminescence is sensitized by
Yb3+ ions, providing an efficient Yb3+ → Eb3+ energy transfer.
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Figure 3. Steady-state luminescence (green) and excitation (red) spectra of the YVO4:Yb, Er LNPE
(left). The energy level diagram for the Yb3+-Er3+ upconversion system (right). Solid arrows
are radiative transitions; dotted arrows depict cross-relaxation energy transfers and multiphonon
relaxation channels.

The change in the relative intensity of the band peaked at 554 nm is shown (Figure 4) to
be influenced by the laser power variation. The integral intensity of the Er3+ luminescence
exhibits nonlinear dependence on the laser power (see Figure 5): the slopes are 1.6 and
1.4 for the 525 and 554 nm bands, respectively. Thus, the multiphoton character of the Er3+
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excitation in the synthesized nanoparticles is indisputable. Such upconversion behavior of
YVO4:Yb, Er LNPEs is well documented in literature and confirms that our synthesized
UCNPs are effective upconversion systems [20–24].
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3.2. Single YVO4:Yb, Er Particle (SP) on the Cleaned Glass Substrate

The noticeable dependence of the YVO4:Yb, Er SP upconversion emission spectrum on
the laser power can be observed in Figure 6. Besides the strong dependence of the overall
integral intensity of the Er3+ luminescence, one can notice the considerable changes in the
relative integral intensity of the band peaked at 554 nm. Interestingly, the dependencies for
the SP presented in Figure 7 are quite different from those of the LNPE in Figure 5. In the
case of the SP, the signals reach their maximum at some level of the laser power and then
decay with the further increase in laser power.
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Polarized emission is yet another distinctive feature of the YVO4:Yb, Er SP as compared
with the LNPE. Figure 8 shows the dependence of the Er3+ emission spectrum on the
analyzer angle. To avoid experimental errors due to the change in the precise optical
geometry of the confocal scheme with the variation of the analyzer angle, normalized
integral intensities are presented. The dependence of the relative intensities of the bands
peaked at 525 and 554 nm on the analyzer angle is evident. At least, this observation
indicates a difference in the polarizations of the emission transitions from the 2H11/2 and
4S3/2 levels of Er3+ ions. Meanwhile, for the LNPE, no polarization effects were detected.
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4. Discussion

The slopes presented in Figure 5 clearly point out the nonlinear character of the
detected upconversion luminescence. As is known, the slope value reflects the efficiency
of the non-radiative relaxation of the Er3+ ion levels: its value increases with the rate
of multiphonon transitions, quenching the emitting 2H11/2 and 4S3/2 levels [31,32]. For
example, dispersing the YVO4:Yb, Er nanoparticles in water solutions leads to slight
luminescence quenching with the increase in the slope values [21,24–26]. In our case, the
relatively small values imply a low efficiency of multiphonon transitions if compared to
the reported data [20–24].

Another fact indirectly confirming the low efficiency of the non-radiative relaxation
is the absence of a noticeable red emission band at 660 nm. The intensity of this band
is proportional to the population of the 4F9/2 level of Er3+. There are two channels of
populating the 4F9/2 level: the first one is the downward transition from the upper Er3+

level 4S3/2→ 4F9/2; the second one consists of the downward transition 4I11/2→ 4I13/2 and
the following inter-ionic Yb3+ → Eb3+ energy transfer: Yb3+ ions, 2F5/2 → 2F7/2; Er3+ ions,
4I13/2→ 4F9/2. Since both channels include multiphonon transitions, the low population of
the 4F9/2 level suggests that the multiphonon mechanism is not efficient.

It is interesting to discuss the observed differences in the laser power dependencies
of the band intensities in Figures 5 and 7 for the LNPE and the SP. Although the selected
SP is one of the largest particles with the brightest upconversion luminescence among
the synthesized particles, it is important to note that detecting the luminescence signal
with the reasonable signal-to-noise ratio was possible for the laser intensity exceeding a
threshold of about 200 W/mm2. In order to measure the laser power dependence shown in
Figure 7, the laser intensity was varied in the range of 240–2400 W/mm2. For comparison,
the laser intensity in the range of 5–35 mW/mm2 was sufficient to observe the changes in
the luminescence spectrum of the LNPE presented in Figure 5.

The presented experimental results undoubtedly reveal an inequality between the
photophysical properties of the LNPE and SP samples. It has to be noted that the reliable
detection of the upconversion luminescence of the SP requires the laser intensity of several
orders higher as compared to the LNPE. The intrinsic inequality in the experimental condi-
tions therefore does contribute to the observed difference in the upconversion properties of
the LNPE and the SP.

At least three factors responsible for the observed laser power dependence of the SP
luminescence could be noted. The saturation effect at a certain level of the laser irradiation
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occurs [33–35] when the rate of inter-ionic Yb3+ → Eb3+ energy transfer is limited due to
the depletion of excited intermediate states, which also limits the population of the 2H11/2
level and, accordingly, the 525 nm emission intensity. The next factor is the well-known
temperature sensitivity of the 2H11/2 and 4S3/2 levels populations of Er3+ [23,36–39]. After
reaching the saturation intensity, a further increase in the laser power continues to heat
up the SP. In such conditions, the thermal activation process speeds up the upward transi-
tion 4S3/2 → 2H11/2 that could decrease the 4S3/2 level population, revealing itself as the
observed decrease in the integral intensity of the 545 nm band in the range of 4.5–8 mW
pump power (see Figure 7). As the third possible factor, a known multiphonon mechanism
contributing to the population distribution among the levels of Er3+ ions [40] can be con-
sidered. Since the temperature rise increases the rates of cascade downward multiphonon
transitions, this should result in the decrease in the population of the upper levels.

Since special efforts were made to select one of the biggest and formless upconversion
particles for the SP sample in the anticipation that its luminescent characteristics would
be close enough to those of the LNPE’s, the observed polarization dependence presented
in Figure 8 was quite surprising. First, such an effect implies different polarizations of
the 2H11/2 → 4I15/2 and 4S3/2 → 4I15/2 emission transitions. Although the polarized
upconversion emission of single nanoparticles has not been fully studied, according to
the reports [17,27,41], the polarizations of emission transitions could be very sensitive
to the crystal structure features. Second, we have to assume that the averaged crystal
structure anisotropy of the SP is non-zero. The formless SP in Figure 2 apparently has some
crystalline order, which is sufficient to make the polarizations of the 2H11/2 → 4I15/2 and
4S3/2 → 4I15/2 emission transitions quite distinguishable.

The current growing tendency to use UCNPs as nanosensors in a broad range of appli-
cations implies monitoring the local medium parameters with a small amount of UCNPs or
even by using a single UCNP (for example, for low-invasive measurements of intracellular
temperatures). Our results suggest that calibration made with the LNPEs will hardly reflect
the luminescence parameters of SPs because of their individuality. It means that using a SP
or a small ensemble of UCNPs as nanosensors requires their individual calibration.

5. Conclusions

YVO4:Yb, Er nanoparticles were synthesized by using the hydrothermal method. Our
study focused on the difference between the upconversion luminescence of a single particle
(SP) and a large ensemble of nanoparticles (LNPE). We started with the examination
of the LNPE, which exhibited the ordinary photophysical properties well described in
the literature. Then, we selected the brightest, largest and seemingly formless SP and
placed it in the center of the cleaned area of a glass substrate in the anticipation that its
upconversion characteristic would not deviate much from those of the LNPE. However,
the performed measurements clearly indicated that the detection of the luminescence
signal requires the laser power density of several orders higher as compared with the
LNPE. Moreover, the variation of the laser power revealed the saturations effect. The
nonequivalent experimental conditions hinder the comparative analysis of the SP and
LNPE luminescence characteristics. The interesting and quite unexpected observation of
the polarization dependence of the Er3+ emission was made. Despite the formless character
and the relatively big size of the SP, we detected a pronounced change in luminescence
intensity with the variation of the analyzer angle. Thus, we have to conclude that (i) the
polarizations of the 2H11/2 → 4I15/2 and 4S3/2 → 4I15/2 emission transitions are different;
(ii) the SP has some degree of crystalline order, making the polarizations of these two
transitions distinguishable. The revealed facts reflect the fundamental non-equivalence
between SPs and LNPEs primarily due to SP’s individuality. Since SPs are considered as a
decent platform for monitoring and controlling the parameters of local environments in a
broad range of applications, the presented results provide relevant points to consider when
developing precise nanosensing technologies.
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(b) of the YVO4:Yb, Er SP.; Figure S2: AFM image (left) and phase-contrast image (right) of the
YVO4:Yb, Er SP.; Figure S3: Dependences of the integral intensities of Er3+ luminescence in the
520–540 nm (left panel) and 540–565 nm (right panel) ranges on the laser power for YVO4:Yb, Er SP.
Despite the Figure 7, plots are presented in linear-linear format.

Author Contributions: Conceptualization, V.G.N. and D.K.Z.; methodology, D.K.Z. and A.V.L.;
large ensemble spectroscopy, A.G.S.; single particle spectroscopy, L.A.N. and A.V.L.; polarization
measurements, D.K.Z. and A.V.L.; atomic force microscopy, A.P.C. and N.I.N.; visualization A.P.C.;
data curation, V.G.N.; writing—original draft preparation, D.K.Z. and V.G.N.; writing—review and
editing, V.G.N., A.V.L. and L.A.N.; supervision, V.G.N.; funding acquisition, V.G.N. All authors have
read and agreed to the published version of the manuscript.

Funding: The UCNP synthesis, SEM, COM studies and AFM preparation of the SP sample were
supported by the Russian Science Foundation under grant no 23-42-10012, https://rscf.ru/project/
23-42-10012/.

Data Availability Statement: The data presented in this study are available on request from the
corresponding author.

Acknowledgments: The LNPE characterization by using the FluorologQM spectrofluorometer was
performed with the support from the government assignment for the FRC Kazan Scientific Center
of RAS.

Conflicts of Interest: The authors declare no conflict of interest.

References
1. Wilhelm, S. Perspectives for Upconverting Nanoparticles. ACS Nano 2017, 11, 10644–10653. [CrossRef]
2. Wang, F.; Liu, X. Recent advances in the chemistry of lanthanide-doped upconversion nanocrystals. Chem. Soc. Rev. 2009, 38, 976.

[CrossRef] [PubMed]
3. Arai, M.S.; de Camargo, A.S.S. Exploring the use of upconversion nanoparticles in chemical and biological sensors: From surface

modifications to point-of-care devices. Nanoscale Adv. 2021, 3, 5135–5165. [CrossRef] [PubMed]
4. Dong, H.; Sun, L.-D.; Yan, C.-H. Energy transfer in lanthanide upconversion studies for extended optical applications. Chem. Soc.

Rev. 2015, 44, 1608–1634. [CrossRef]
5. Zhang, C.; Zhou, H.-P.; Liao, L.-Y.; Feng, W.; Sun, W.; Li, Z.-X.; Xu, C.-H.; Fang, C.-J.; Sun, L.-D.; Zhang, Y.-W.; et al. Lumines-

cence Modulation of Ordered Upconversion Nanopatterns by a Photochromic Diarylethene: Rewritable Optical Storage with
Nondestructive Readout. Adv. Mater. 2010, 22, 633–637. [CrossRef]

6. Deng, R.; Qin, F.; Chen, R.; Huang, W.; Hong, M.; Liu, X. Temporal full-colour tuning through non-steady-state upconversion.
Nat. Nanotechnol. 2015, 10, 237–242. [CrossRef]

7. Wang, L.; Dong, H.; Li, Y.; Liu, R.; Wang, Y.-F.; Bisoyi, H.K.; Sun, L.-D.; Yan, C.-H.; Li, Q. Luminescence-Driven Reversible
Handedness Inversion of Self-Organized Helical Superstructures Enabled by a Novel Near-Infrared Light Nanotransducer. Adv.
Mater. 2015, 27, 2065–2069. [CrossRef]

8. Huang, X.; Han, S.; Huang, W.; Liu, X. Enhancing solar cell efficiency: The search for luminescent materials as spectral converters.
Chem. Soc. Rev. 2013, 42, 173–201. [CrossRef] [PubMed]

9. Jia, F.; Li, G.; Yang, B.; Yu, B.; Shen, Y.; Cong, H. Investigation of rare earth upconversion fluorescent nanoparticles in biomedical
field. Nanotechnol. Rev. 2019, 8, 1–17. [CrossRef]

10. Abdul Jalil, R.; Zhang, Y. Biocompatibility of silica coated NaYF4 upconversion fluorescent nanocrystals. Biomaterials 2008, 29,
4122–4128. [CrossRef]

11. Li, Z.; Liang, T.; Lv, S.; Zhuang, Q.; Liu, Z. A Rationally Designed Upconversion Nanoprobe for in Vivo Detection of Hydroxyl
Radical. J. Am. Chem. Soc. 2015, 137, 11179–11185. [CrossRef]

12. Xiao, Q.; Zheng, X.; Bu, W.; Ge, W.; Zhang, S.; Chen, F.; Xing, H.; Ren, Q.; Fan, W.; Zhao, K.; et al. A Core/Satellite Multifunctional
Nanotheranostic for in Vivo Imaging and Tumor Eradication by Radiation/Photothermal Synergistic Therapy. J. Am. Chem. Soc.
2013, 135, 13041–13048. [CrossRef] [PubMed]

13. Wang, Y.; Lin, X.; Chen, X.; Chen, X.; Xu, Z.; Zhang, W.; Liao, Q.; Duan, X.; Wang, X.; Liu, M.; et al. Tetherless near-infrared
control of brain activity in behaving animals using fully implantable upconversion microdevices. Biomaterials 2017, 142, 136–148.
[CrossRef]

14. Jalani, G.; Tam, V.; Vetrone, F.; Cerruti, M. Seeing, Targeting and Delivering with Upconverting Nanoparticles. J. Am. Chem. Soc.
2018, 140, 10923–10931. [CrossRef]

15. Wang, F.; Han, Y.; Gu, N. Cell Temperature Measurement for Biometabolism Monitoring. ACS Sens. 2020, 6, 290–302. [CrossRef]
[PubMed]

https://www.mdpi.com/article/10.3390/mi14051075/s1
https://www.mdpi.com/article/10.3390/mi14051075/s1
https://rscf.ru/project/23-42-10012/
https://rscf.ru/project/23-42-10012/
https://doi.org/10.1021/acsnano.7b07120
https://doi.org/10.1039/b809132n
https://www.ncbi.nlm.nih.gov/pubmed/19421576
https://doi.org/10.1039/D1NA00327E
https://www.ncbi.nlm.nih.gov/pubmed/36132634
https://doi.org/10.1039/C4CS00188E
https://doi.org/10.1002/adma.200901722
https://doi.org/10.1038/nnano.2014.317
https://doi.org/10.1002/adma.201405690
https://doi.org/10.1039/C2CS35288E
https://www.ncbi.nlm.nih.gov/pubmed/23072924
https://doi.org/10.1515/ntrev-2019-0001
https://doi.org/10.1016/j.biomaterials.2008.07.012
https://doi.org/10.1021/jacs.5b06972
https://doi.org/10.1021/ja404985w
https://www.ncbi.nlm.nih.gov/pubmed/23924214
https://doi.org/10.1016/j.biomaterials.2017.07.017
https://doi.org/10.1021/jacs.8b03977
https://doi.org/10.1021/acssensors.0c01837
https://www.ncbi.nlm.nih.gov/pubmed/33190473


Micromachines 2023, 14, 1075 11 of 11

16. Di, X.; Wang, D.; Zhou, J.; Zhang, L.; Stenzel, M.H.; Su, Q.P.; Jin, D. Quantitatively Monitoring In Situ Mitochondrial Thermal
Dynamics by Upconversion Nanoparticles. Nano Lett. 2021, 21, 1651–1658. [CrossRef]

17. Dong, H.; Sun, L.-D.; Yan, C.-H. Upconversion emission studies of single particles. Nano Today 2020, 35, 100956. [CrossRef]
18. Zhang, C.; Sun, L.; Zhang, Y.; Yan, C. Rare earth upconversion nanophosphors: Synthesis, functionalization and application as

biolabels and energy transfer donors. J. Rare Earths 2010, 28, 807–819. [CrossRef]
19. Dong, C.; Pichaandi, J.; Regier, T.; van Veggel, F.C.J.M. Nonstatistical Dopant Distribution of Ln3+-Doped NaGdF4 Nanoparticles.

J. Phys. Chem. C 2011, 115, 15950–15958. [CrossRef]
20. Mialon, G.; Gohin, M.; Gacoin, T.; Boilot, J.-P. High Temperature Strategy for Oxide Nanoparticle Synthesis. ACS Nano 2008, 2,

2505–2512. [CrossRef] [PubMed]
21. Mialon, G.; Türkcan, S.; Dantelle, G.; Collins, D.P.; Hadjipanayi, M.; Taylor, R.A.; Gacoin, T.; Alexandrou, A.; Boilot, J.-P. High

Up-Conversion Efficiency of YVO4:Yb, Er Nanoparticles in Water down to the Single-Particle Level. J. Phys. Chem. C 2010, 114,
22449–22454. [CrossRef]

22. Mahata, M.K.; Tiwari, S.P.; Mukherjee, S.; Kumar, K.; Rai, V.K. YVO4:Er3+/Yb3+ phosphor for multifunctional applications. J. Opt.
Soc. Am. B 2014, 31, 1814. [CrossRef]

23. Alkahtani, M.H.; Alghannam, F.S.; Sanchez, C.; Gomes, C.L.; Liang, H.; Hemmer, P.R. High efficiency upconversion nanophos-
phors for high-contrast bioimaging. Nanotechnology 2016, 27, 485501. [CrossRef]

24. Zharkov, D.K.; Shmelev, A.G.; Leontyev, A.V.; Nikiforov, V.G.; Lobkov, V.S.; Alkahtani, M.H.; Hemmer, P.R.; Samartsev, V.V. Light
converting Yb3+/Er3+ doped YVO4 nanoparticles for biological applications. Laser Phys. Lett. 2020, 17, 075901. [CrossRef]

25. Casanova, D.; Giaume, D.; Moreau, M.; Martin, J.-L.; Gacoin, T.; Boilot, J.-P.; Alexandrou, A. Counting the Number of Proteins
Coupled to Single Nanoparticles. J. Am. Chem. Soc. 2007, 129, 12592–12593. [CrossRef]

26. Giaume, D.; Poggi, M.; Casanova, D.; Mialon, G.; Lahlil, K.; Alexandrou, A.; Gacoin, T.; Boilot, J.-P. Organic Functionalization of
Luminescent Oxide Nanoparticles toward Their Application As Biological Probes. Langmuir 2008, 24, 11018–11026. [CrossRef]

27. Zhou, J.; Chen, G.; Wu, E.; Bi, G.; Wu, B.; Teng, Y.; Zhou, S.; Qiu, J. Ultrasensitive Polarized Up-Conversion of Tm3+–Yb3+ Doped
β-NaYF4 Single Nanorod. Nano Lett. 2013, 13, 2241–2246. [CrossRef] [PubMed]

28. Chen, P.; Song, M.; Wu, E.; Wu, B.; Zhou, J.; Zeng, H.; Liu, X.; Qiu, J. Polarization modulated upconversion luminescence: Single
particle vs few-particle aggregates. Nanoscale 2015, 7, 6462–6466. [CrossRef] [PubMed]

29. Yang, D.; Peng, Z.; Zhan, Q.; Huang, X.; Peng, X.; Guo, X.; Dong, G.; Qiu, J. Anisotropic Excitation Polarization Response from a
Single White Light-Emitting β-NaYF4:Yb3+,Pr3+ Microcrystal. Small 2019, 15, 1904298. [CrossRef]

30. He, J.; Zheng, W.; Ligmajer, F.; Chan, C.-F.; Bao, Z.; Wong, K.-L.; Chen, X.; Hao, J.; Dai, J.; Yu, S.-F.; et al. Plasmonic enhancement
and polarization dependence of nonlinear upconversion emissions from single gold nanorod@SiO2@CaF2:Yb3+,Er3+ hybrid
core–shell–satellite nanostructures. Light Sci. Appl. 2016, 6, e16217. [CrossRef]

31. Liu, H.; Xu, C.T.; Lindgren, D.; Xie, H.; Thomas, D.; Gundlach, C.; Andersson-Engels, S. Balancing power density based quantum
yield characterization of upconverting nanoparticles for arbitrary excitation intensities. Nanoscale 2013, 5, 4770. [CrossRef]

32. Nikiforov, V.G. Non-radiative relaxation and nonlinear properties of YVO4:Yb3+, Er3+ upconversion nanoparticles. Chem. Phys.
2021, 551, 111337. [CrossRef]

33. Pollnau, M.; Gamelin, D.R.; Lüthi, S.R.; Güdel, H.U.; Hehlen, M.P. Power dependence of upconversion luminescence in lanthanide
and transition-metal-ion systems. Phys. Rev. B 2000, 61, 3337–3346. [CrossRef]

34. Suyver, J.F.; Aebischer, A.; García-Revilla, S.; Gerner, P.; Güdel, H.U. Anomalous power dependence of sensitized upconversion
luminescence. Phys. Rev. B 2005, 71, 125123. [CrossRef]

35. Lei, Y.; Song, H.; Yang, L.; Yu, L.; Liu, Z.; Pan, G.; Bai, X.; Fan, L. Upconversion luminescence, intensity saturation effect, and
thermal effect in Gd2O3:Er3+,Yb3+ nanowires. J. Chem. Phys. 2005, 123, 174710. [CrossRef]

36. Zaldo, C. Lanthanide-based luminescent thermosensors: From bulk to nanoscale. In Lanthanide-Based Multifunctional Materials;
Elsevier: Amsterdam, The Netherlands, 2018; pp. 335–379.

37. Green, K.; Huang, K.; Pan, H.; Han, G.; Lim, S.F. Optical Temperature Sensing with Infrared Excited Upconversion Nanoparticles.
Front. Chem. 2018, 6, 416. [CrossRef] [PubMed]

38. Wang, X.; Li, X.; Zhong, H.; Xu, S.; Cheng, L.; Sun, J.; Zhang, J.; Li, L.; Chen, B. Up-conversion luminescence, temperature sensing
properties and laser-induced heating effect of Er3+/Yb3+ co-doped YNbO4 phosphors under 1550 nm excitation. Sci. Rep. 2018, 8,
5736. [CrossRef] [PubMed]

39. Wu, X.; Zhan, S.; Han, J.; Liu, Y. Nanoscale Ultrasensitive Temperature Sensing Based on Upconversion Nanoparticles with
Lattice Self-Adaptation. Nano Lett. 2020, 21, 272–278. [CrossRef] [PubMed]

40. Wang, Y.; Chen, B.; Wang, F. Overcoming thermal quenching in upconversion nanoparticles. Nanoscale 2021, 13, 3454–3462.
[CrossRef]

41. Rao, L.; Chen, Y.; Huang, J.; Gong, X.; Lin, Y.; Luo, Z.; Huang, Y. Polarized spectroscopic properties of Er3+/Yb3+ co-doped
Ca9Y(VO4)3(PO4)4 crystal. Opt. Mater. Express 2021, 11, 3666. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.1021/acs.nanolett.0c04281
https://doi.org/10.1016/j.nantod.2020.100956
https://doi.org/10.1016/S1002-0721(09)60206-4
https://doi.org/10.1021/jp206441u
https://doi.org/10.1021/nn8005784
https://www.ncbi.nlm.nih.gov/pubmed/19206285
https://doi.org/10.1021/jp107900z
https://doi.org/10.1364/JOSAB.31.001814
https://doi.org/10.1088/0957-4484/27/48/485501
https://doi.org/10.1088/1612-202X/ab9115
https://doi.org/10.1021/ja0731975
https://doi.org/10.1021/la8015468
https://doi.org/10.1021/nl400807m
https://www.ncbi.nlm.nih.gov/pubmed/23611309
https://doi.org/10.1039/C5NR00289C
https://www.ncbi.nlm.nih.gov/pubmed/25797713
https://doi.org/10.1002/smll.201904298
https://doi.org/10.1038/lsa.2016.217
https://doi.org/10.1039/c3nr00469d
https://doi.org/10.1016/j.chemphys.2021.111337
https://doi.org/10.1103/PhysRevB.61.3337
https://doi.org/10.1103/PhysRevB.71.125123
https://doi.org/10.1063/1.2087487
https://doi.org/10.3389/fchem.2018.00416
https://www.ncbi.nlm.nih.gov/pubmed/30320058
https://doi.org/10.1038/s41598-018-23981-4
https://www.ncbi.nlm.nih.gov/pubmed/29636498
https://doi.org/10.1021/acs.nanolett.0c03637
https://www.ncbi.nlm.nih.gov/pubmed/33372803
https://doi.org/10.1039/D0NR08603G
https://doi.org/10.1364/OME.435943

	Introduction 
	Experimental Section 
	Hydrothermal Synthesis of YVO4:Er, Yb UCNPs 
	Characterization of the Large Nanoparticle YVO4:Er, Yb Ensemble (LNPE) 
	Atomic-Force Microscope (AFM) Preparation of Sample for SP Spectroscopy 
	Luminescence Response of the Single Particle (SP) 

	Results 
	Large Nanoparticle YVO4:Yb, Er Ensemble (LNPE) 
	Single YVO4:Yb, Er Particle (SP) on the Cleaned Glass Substrate 

	Discussion 
	Conclusions 
	References

