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Highly sensitive optical temperature sensing based
on pump-power-dependent upconversion
luminescence in LiZnPO,4:Yb**—Er**/Ho>*
phosphorsy

Kamel Saidi, & ** Wajdi Chaabani® and Mohamed Dammak {2

In this work, various LiZnPO4:0.5 mol% Ln®*" (Ln = Ho, Er) phosphors with different Yb®* ion doping
concentrations were synthesized by a sol-gel/Pechini method. X-ray diffraction (XRD) and scanning
electron microscope (SEM) techniques were used to evaluate the phase and morphology of the samples.
The UC process was mentioned as the typical emission peaks of Er*" and Ho®*. For Er** and Ho*",
different optical temperature sensing methods are included. The Boltzmann distribution was
accompanied by the fluorescence intensity ratio (FIR) for the two green Er®* emissions originating from
thermally-coupled levels. The effect of pump power on sensor sensitivities was extensively studied. The
temperature uncertainty is also evaluated. The red and green emissions generated from non-thermally-
coupled levels were used for temperature sensing in the Ho®>"-activated LiZnPQ,. High sensitivities were
obtained in the phosphors, and the LiZnPO,:Yb**/Ho®* showed the largest absolute sensitivities.
LiZnPO4:Yb3* —Er**/Ho®* phosphors may be useful in the development of new luminescent materials for

rsc.li/rsc-advances optical temperature sensing.

Introduction

Temperature sensors account for 80% of the global sensor
market, owing to their significance in a range of science and
industrial applications." Compared to traditional contact
temperature measures like electrical resistance and thermo-
couples, which are constrained by reaction time and spatial
resolution, non-contact thermometry approaches including
Raman spectroscopy and luminescence are gaining traction.*?
The luminescence-based thermometry, in fact, has a number of
benefits, including rapid response, high resolution and preci-
sion, and a wide temperature range.** Now, thermometry
reliant on emission line intensity, bandwidth, spectral line
direction, increase or decay life of the exciting polarization stage
is used.®® The most widely used technique is temperature-
induced variations in luminescence intensity ratio (FIR)
between two thermally coupled energy levels.*'* In particular,
the lanthanide (Ln) particles doped upconversion (UC) phos-
phors are famously utilized for the FIR strategy. As it is well
known, lanthanide ions have a unique electronic structure and
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are excellent discovery materials due to the advantages of their
large Stokes decalage, their net emission profiles, and their long
fluorescence lifetime.*>** The traditional activator ions for UC
Luminescence (UCL) are Er’", Ho®", Tb** and Tm?®'613-1
Because of its large absorption portion about 980 nm, the Yb**
ion is commonly used as a sensitizer to increase anti-stocks
emissions.’®"” On the basis of the rare-earth doped UCL mate-
rials, two strategies established to realize the FIR technique,
containing thermally coupled levels (TCLs) and non-thermally-
coupled levels (NTCLs). On the one side, two (TCLs) of acti-
vator ions are used, the populations of which obey the Boltz-
mann distribution, and their energy gaps are habitually in the
range of 200-2000 cm ™", such as Er**, Eu*", Dy**, Nd**, Mn**
and so on."®*?* However, since the energy gap between two TCLs
is restricted, growing the relative sensitivity of an activator is
hard. The second approach, which uses NTCLs of single or
couple activators to overcome this problem, is being studied.
Various luminescent ions of this class have been acquired, such
Ho®*', Pr**, and Tm?*.>>2#

On the basis of the above points, new luminescent materials
with high-temperature sensor sensitivity need to be explored
urgently. To develop new inorganic phosphor materials of more
excellent temperature-sensing characteristics, continuous
researches are still highly solicited. Apart from quantum dots
and fluoride-based luminescent materials for optical tempera-
ture sensing.”” In the previous reports, the properties of
LiZnPO, phosphors doped rare-earth ions have been studied by
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some researchers.**** To the best of our knowledge, the UC
luminescence properties and optical temperature characteris-
tics of Er**/Yb*" and Ho*"'Yb*" in this host lattice have not been
discussed so far, there has been no study into the Er** and Ho®"
activated LiZnPO, phosphors used for optical thermometry.

In this work, the LiZnPO, was chosen as the matrix due to its
simple preparation, great physical stability, and environmental
friendliness. The Er** and Ho®" ions were used as the activators,
and Yb*" was employed as a sensitizer. The UC photo-
luminescence emission spectra excited by 980 nm NIR radiation
and the sensitivities for temperature sensing were studied.

Experimental
Materials

To synthesize the LiZnPO, phosphors, we have used: lithium
carbonate (Li,CO3, 99.5%, Rankem Reagent), zinc oxide (ZnO,
99.0%, Rankem Reagent), ammonium dihydrogen phosphate
(NH4),H,PO,, 98.5%, E-Merck), erbium oxide (Er,O;, GR
99.99%), europium oxide (H0,03, 99.99%), ytterbium oxide
(Yb,03, 99.99%, nitric acid HNO; (69%).

Synthesis procedure

LiZnPO, nanosized phosphors were prepared by sol-gel
method. The balanced method of the chemical composition
and reaction used to prepare the host LiZnPO, from the starting
material is as follows:

Li2C03 +7Zn0O + (NH4)2H2PO4 - 2LIZHPO4 + 2NH3T + COzT
+ 3H,0

Firstly, the nitrates of all the oxides were obtained by
dissolution in nitric acid. All solutions were added one by one in
a glass beaker and kept for stirring at a constant rate. 0.1 M
solution of polyethylene glycol (PEG) and citric acid solution
were added to the above solution. The entire solution was kept
for stirring and heating at 80 °C until the solution hydrolyzed
into a sol and later on into a gel. The gel was kept for drying in
an oven at 120 °C and the gel transformed into a dry dark
brownish precursor. This procedure was followed for the prep-
aration of all the phosphor samples in the series. The dark
brownish precursors were transferred into porcelain crucibles
and then heated in a muffle furnace at 600 °C for 1 h. Finally, it
was put into alumina crucibles and burned in an electric
furnace at the required temperatures for 3 h at 800 °C.

Characterization

The phosphors were measured in the 26 range of 10-70° on an
X-ray diffractometer (Bruker D8, Germany) with Cu Ko radiation
(1.5405 A), working at 40 kv and 30 mA for phase detection. The
FT-IR spectrum for the titled compound was recorded at room
temperature using a PerkinElmer Spectrum 1000 FT-IR spec-
trometer in the 400-4000 cm ™' range. A UV-vis-NIR spectrom-
eter (PerkinElmer Lambda 950) was used to measure UV-vis-NIR
absorption. The samples morphologies were studied using the
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Zeiss Supra 55VP SEM-FEG scanning electron microscope (SEM)
with an accelerating voltage of 2-8 kV, equipped with a Bruker
XFlash 5030 to study the elemental composition via energy
dispersive X-ray spectroscopy (EDS). A JOBIN YVON HR 320
spectrometer with a temperature controller and a 980 nm laser
excitation source was used to investigate temperature-
dependent UC emissions. The sample temperature was
controlled to be in the 300-440 K range by using a helium
closed-cycle cryostat and a Lake Shore 321 temperature
controller. The decay times were recorded on fluorescence
spectrometer (Edinburgh FLS 980) equipped with a 980 nm
laser source.

Results and discussion

XRD analysis

Fig. 1 exhibits the XRD patterns of the typical LiZnPO,,
LiZnP0,:0.05% Er**/5% Yb*', LiZnP0,:0.05% Ho*'/3% Yb*'.
The standard XRD data of LiZnPO, were built with ICSD. The
XRD pattern showed no additional peaks, suggesting that the
prepared phosphors were produced in a single phase. These
reflections show that the samples are well indexed to LiZnPO,
and belong to a monoclinic process with the C;c; space group.*
The plane corresponds to the most extreme diffraction peak
(004). Other important diffractions peaks are assigned at (311),
(—223), (402), (204), (—225), (—330), (—516). The effective ionic
radii of the Li*, Zn**, P°*, Er’*, Ho®" and Yb*" ions are 102 pm,
74 pm, 38 pm, 89 pm, 94.7 pm and 86.8 pm respectively.*»** The
dopant ions such as Er**, Ho*" and Yb** are supposed to occupy
the LiZnPO, lattice to substitute Zn>* ions. There were no
detectable impurities due to the low doping concentration.

Morphological analysis

Fig. 2a displays the morphology of a LiZnPO, powder sample.
The slightly aggregated particles have irregular shapes and
a small size range of 0.5-1 pm, which is favorable for enhancing
its PL properties, which is also similar to the results obtained

LiZnPO,:Ho*/Yb**

I | | LiZnPO:Er¥*/Yb®*
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Fig. 1 XRD patterns of the LiZnPO,, LiZnPO4:0.05% Er**/5% Yb*,
LiZnP0O4:0.05% Ho®*/3% Yb**.
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Fig. 2 LiZnPO4 (a) SEM microscopic morphology image, (b) EDX spectrum, and (c) elemental mapping graphs.

for the sample LiZnP0,:0.5% Er**/5% Yb** and LiZnP0,:0.5%
Ho*'/3% Yb*" in Fig. S1a and S2at respectively. In addition, the
elemental composition of a selected area shown in Fig. 2b is
identified by the EDS elemental mapping and the results are
represented in Fig. 2c. As can be seen, Zn, P, and O elements are
uniformly distributed throughout the selected area. The light
element Li was not detected in the all phosphors. To confirm
the presence and relatively uniform distribution of Er**, Ho®",
and Yb*" element in the phosphors. The results of EDS spec-
trum and elemental mapping measurement of Er**, Ho®>", and
Yb** element in the phosphors is shown in Fig. S1 and S2,f
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Fig. 3 FTIR spectra of LiZnPO,4 and LiZnPO,4:Ln**/Yb®* (Ln = Ho, Er)
phosphors.
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which further confirms that the LiZnP0,:0.5% Er®*/5% Yb** and
0.5% Ho>*/3% Yb>" were successfully prepared and lanthanide
ions have doped the host matrix uniformly.

FTIR

The FTIR spectra for the phosphors in the 400-4000 cm™*
spectral range are seen in Fig. 3. The non-doped and co doped
0.5% Er*'/5% Yb*', LiZnP0,:0.5% Ho*>'/3% Yb*" nano-
phosphors have extreme bands peaking at 1100-960 cm ',
which are assigned to the asymmetrical and symmetrical
stretching modes of the P-O bond, respectively. The spectrum
displayed a weak absorption band in the range 520-630 cm™*
which arises due to the P-O vibration mode.**** The dopant of
RE ions had little impact on the main structure of the matrix,
according to the non-doped/co-doped FTIR spectra of several
doped ions, which was compatible with the XRD data.

Optical characterization

Diffuse reflectance of LiZnPO,:Er’*, Ho**/Yb®**. The reflec-
tance spectrum of LiZnP04:0.5% Er’*/5% Yb**, 0.5% Ho’'/3%
Yb*" in the 380-1100 nm range are illustrated in Fig. S3.} The
sharp pic in the NIR region at 980 nm can be assigned to the *F;,
» — ’F5, electronic transitions of Yb®*.* Therefore, doping Yb**
ions is beneficial to enhance the up-conversion luminescence
intensity and efficiency for LiZnPO,:Er’*, Ho®>". The RE*" acti-
vators create some heavy absorption lines. For example, those at
~379/521 nm are from the “I,5,, — *Gyy,,/*H;1,, transitions of
Er** and those at ~363/451 nm belong to the Iy — °G,/°F,
transitions of Ho**.>>* Furthermore, the Kubelka-Munk func-
tion can be used to determine the magnitude of the band-gap

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 Plot of [F(R) x hv]? versus hw for the band gap energy of LiZnPO,, LIZnPO4:Ho>*/Yb®* and LiZnPO4Er**/Yb3*.

(Eg). This function was used to transform the measured reflec-
tance into an analogous absorption range, which was normal-
ized by the reflectance of the regular reference. As a result, the
optical band-gap energy can be expressed as:**

(F(R) x hv)" = C(hw — Ey) (1)

where hv is the incident photon energy, C is a proportionality
constant, and E, is the band-gap (eV). The n is a factor that
indicates whether or not an indirect transformation is possible
for the n value 0.5 and whether or not a direct transition is
allowed for the n value 2. The (F(R) x hv)® versus on hv is shown
in Fig. 4a-c. The & value at the intersection of the tangent and
the horizontal axis will be used to calculate the E, for different
samples. The E, values are estimated as 3.99, 3.90 and 3.89 eV

(a)

for LiZnPO,, LiZnPOy;Ho*'/Yb*" and LiZnPO.Er’'/Yb*",
respectively. This host broad bandgap efficiently accommodates
the dopant ions energy levels to achieve luminescence.

The different crystalline morphology and size of the material
based on different lanthanide ions could explain the differences
in energy band gap values found for the doped and undoped
phosphors.**** This may also be explained by the presence of
the Ho®", Er*" and Yb*' ions, which cause many defects in
LiZnPO,, inducing additional energy levels in the material band
gap, so as to reduce the energy gap.

Concentration dependence of UCL

UCL of LiZnP0,:0.5% Er**/x% Yb>*". In order to analyze the
effect of the Yb®" ions concentration on the luminescent
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Fig.5 (a) UC emission spectra of a series of LiZnPO,4:0.5% Ho®*/x Yb** phosphors with different Yb** concentrations (x =1, 3, 5 and 7 mol%). (b)
Energy level diagram illustrating thermally promoted ET from Yb** to Er®* ions.
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properties, the room temperature UC emission spectra of
LiZnP0O4:0.5 mol% Er**/x% Yb*" nanophosphors were observed
in the visible region with 980 nm excitation. Except for lumi-
nescent brightness, the as-prepared LiZnPO,:Er**/Yb*" present
comparable spectral profiles, demonstrating that the crystal
field around Er*" ions is nearly similar and unaffected by
changes in Yb®" ion doping concentration. The UC emission
spectra are made up of two green emission bands and a prom-
inent red emission band, which come from Er’" transitions
*Hy1p — “Lispp (524 nm), Sz, — “Lisp (551 nm), and *Fe), —
115/, (667 nm).* The green UC emission rate increases with the
increase in Yb®" ion concentration, attaining its maximum
value at x = 5% (see Fig. 5a). As the doping concentration
exceeds 5%, however, the emission rate begins to decrease. The
Yb*" ion has a high absorption cross section at 980 nm, as well
as a large energy overlap between Yb*" and Er’* ions. As
a consequence, energy can efficiently be transferred from Yb**
ions to Er** ions, resulting in improved UC emission properties.
Despite this, the UC emission rate demonstrated a downward
trend as the Yb*" ion concentration increased. This is mostly
caused by the energy back transfer (EBT) from Er** to Yb®" ions
(*Sz/ (Er*) + °F), (YD*") = My35 (Er*") + *Fs, (YH®')).** Fig. 5b
depicts the energy levels diagram of Yb**-Er*" ions. The UC
luminescence process of Er’* has been thoroughly investigated
in previous sources.”*® The existence of EBT from Er*" to Yb*"
ions in the LiZnPO, phosphors can be also verified by
measuring the decay curves (see Fig. S41). A quadratic expo-
nential function can be used to fit the temporal profile, and the
average lifetime can be defined as:

T= (11 X ’L']z + 12 X ‘Ezz)/(ll X 11+ Iz X ’[2) (2)

(a)
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On the basis of the fitting results, the average decay time for
the LiZnPO4Er’*/x Yb®" crystals was revealed to be 190.34,
153.96, 125.56, and 83.18 ps, when the Yb*" ion concentration
was 1, 3, 5, and 7 mol%, respectively. The decreased in decay
time value demonstrated the existence of EBT from Er** to Yb**.

Fig. 6a demonstrates the UC emission spectra of the LiZnPO,
0.5% Ho>"/y% Yb** (1% =< y = 7%) phosphors upon 980 nm
excitation. All Ho**/Yb** codoped LiZnPO, phosphors released
heavy red UC emissions. The emission bands at approximately
520-560 nm and 645-675 nm was assigned to (°Fy, °S,) — °Ig,
and °F; — °Ig, respectively. Both emission bands were in
excellent accordance with previous researches on many other
Ho*" doped compounds.***>* The °F5; — °I, transition had the
highest red emission of the two emission bands, resulting in
a heavy red emission in Ho**/Yb** codoped LiZnPO, phosphors.
The UC emission rate rose gradually with a Yb*" rising
concentration, reaching a height when the concentration of
Yb** (x = 3 mol%) was 6 times than that of Ho>*. The emission
rate minimized when the Yb®" concentration passed this critical
value (x = 3 mol%). The UCL intensity diminishes owing to
either the concentration quenching effect or the energy back
transfer (EBT) mechanism from Yb** to Ho®".>** Fig. 6b shows
the energy level diagram of Yb*>*~Ho>" in the LiZnPO, host. The
detailed UCL process has been discussed in the recent work.*
To have a better understanding of the mechanism of the UC
emission process in Ho**/Yb®" co-doped LiZnPO, phosphor, the
normalized decay curves were presented in Fig. S5.F Using (eqn
(2)), the average lifetime of LiZnP0,:0.5% Ho>"/y% Yb** (y = 1,
3, 5, and 7) from decay curves are estimed to be 81.35, 48.86,
33.44, and 19.42, respectively. This decrease is caused by the
possibility of energy back-transfer (EBT) from Ho*" to Yb*",
which significantly improves the depopulation of the °F,, °S,
level and shortens the lifetime.

(b)
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Fig. 6 (a) UC emission spectra of a series of LiZnPO,:0.5% Ho>*/y Yb** phosphors with different Yb** concentrations (y = 1, 3, 5 and 7%). (b)
Energy level diagram illustrating thermally promoted ET from Yb>* to Ho®" ions.
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Fig. 7 Represents the variation UC emission at different pump powers, inset shows the dependences of In(iyc) on In(P): (a) for LiZnPO4:Er*,
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Power dependence of UCL and luminescence mechanisms

To gain a better understanding of UCL processes and mecha-
nisms, we investigate the relationship between up-conversion
luminescence intensity (Iyc) and excitation power (P). The
emission spectra of the LiZnPO40.5% Er**/5% Yb®" and
LiZnP0,:0.5% Ho’*/3% Yb*" sample as a function of excitation
power are shown in Fig. 7a and b. With increased pump power,
both green and red emissions for Er** and Ho®" improve
noticeably. The relationship between the UCL intensity (Iyc)
and the pump power (P) is widely agreed to be as follows:*
IUC o« P" (3)
where n denotes the number of laser photons used to occupy the
upper radiation level, and the slope of the fitted line denotes the
slope of the fitted line. Iyc is UCL intensity and P is pump
power. As displayed in the inset Fig. 7a and b. Similarly, the
obtained n values for 524 nm, 551 nm, and 667 nm emissions in
LiZnPO4Er’*/Yb*" nanoparticles are 1.17, 2.17, and 1.13,
respectively. For LiZnPO4:Ho>"/Yb*" system, the slopes of three
fitting curves respectively corresponded to 547 nm and 660 nm
emissions are 1.56 and 1.45. The results indicate that both
LiZnPO,:Er**, Ho**/Yb?" systems are two-photon process.

Temperature sensing properties

The UC emission spectra were reported at different tempera-
tures from 300 to 440 K upon 980 nm excitation at 450 mW to
investigate the optical thermal sensing behavior of LiZnPO,:-
Yb**/Er** and exposed as Fig. 8a. The emission spectra change
in lockstep with temperature, with the emission intensity of the
S3/, — 15/, transition decreasing while the emission intensity
of the ®Hyy, — “I;5, transition increasing as show in Fig. 8b.
The *H,4,, and *S;, are the two thermally coupled levels.

As temperature of the phosphor sample increases, the
overall emission intensity of the 521 and 554 nm emission
bands decreases due to thermal quenching related to the
increase of the ions lattice vibrations and thus non-radiative
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transitions. At 440 K, the relative intensity of the two emission
bands changes accordingly and the emission intensity of the
521 nm band is larger compared to that of 554 nm band. The
emission intensity variation is due to transfer of the excited ions
from the lower to the upper thermally coupled levels via the
lattice vibrations.***

Fig. 8c shows the FIR values of green emissions corre-
sponding to the (*Hyy,, “Ss/2) thermally coupled levels to the
ground state “I;5, transitions, determined from the
temperature-dependent PL emission spectra. The fluorescence
intensity ratio of the thermally coupled levels emissions
displays a remarkable increase with temperature increasing.
According to the literature, one knows that the relative pop-
ulation of the thermally coupled levels follow the Boltzmann
distribution with R parameter formulated as;*®

_AE
R = ae kT

(4)

where R is FIR for the 521 and 554 nm emissions of Er**, AE is
energy difference between *Hy,), and *S;,, levels of Er’", k is
Boltzmann constant, T is absolute temperature and « is pro-
portionality constant.

Fig. 8d exhibits a monolog plot of the R parameter of
LiZnPO4Er**/Yb®" from the *Hy,,, and *S;), levels as a function
of inverse absolute temperature in the 300-440 K range as
representatives. The slope (—AE/k) is a very critical parameter to
find the optical temperature sensing ability of the luminescent
material. The fitting of the experimental data creates the AE
value of 808.46 cm . This parameter can be affected by several
variables, such as particle size, luminescent host lattice, doping
concentration, excitation pump energy.”*-** In order to study the
influence of pump power on the sensor sensitivity, we looked at
how the pump power affected the spectrum properties as
a function of temperature. Fig. S6a and df display UC emission
spectra of LiZnPO, at 850 mW and 1000 mW at different
temperatures. The FIR values change dramatically as the
temperature rises, as seen in Fig. S6b—e.t Moreover, one notices
at a constant temperature, the FIR values increase with the rise
of pump power. This finding can be interpreted by the local heat

(b)
14
Q ~@—450 mW
1.2 \ ~@~ 850 mw
9. ~@-1000mw|
< 1.0+
=
S
& 084
0.6
0.4

Ll T Ll L) ] T L) .}
300 320 340 360 380 400 420 440 460
Temperature (K)

280

Fig. 9 (a) Absolute and (b) relative sensitivities of LiZnPO4:Er**/Yb*" as a function of temperature under different pump powers.
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induced by 980 nm laser excitation. This high-powered laser will
produce heat in the vicinity of the irradiation light spot in the
sample, resulting in a temperature differential between the light
spot and other regions. Fig. S6c and ff exhibit the AE values of
579.20 and 505.02 cm ™ for 850 and 1000 mW, respectively. Due
to the presence of the local heat effect induced by the laser, we
obtain a large difference value of AE compared to 808 cm ™.
According to the above study, the UC spectra excited at 450 mW
causes the littlest heat effect, so it can be used for use in precise
temperature sensing.

The sensor sensitivity of a temperature-sensing luminescent
material is a critical factor in determining its application
potential. According to ref. 62, absolute sensitivity (S,) and
relative sensitivity (Sg) can be determined using the following
equation:

SA(T) = R x dR/AT (5)
Sg(T) = 100 x dR/AT (6)

where R is the FIR of two emission peaks and T is absolute
temperature.

According to the fitting results in Fig. 8b and S671 the abso-
lute and relative sensitivities of LiZnP0,:5% Yb**, 0.5% Er*" for
various pump powers were measured. Fig. 9a represents the
absolute sensitivity as a function of temperature under pump
powers of 450, 850, and 1000 mW. Based on the above results, it
can be assumed that the energy difference AE and the constant
D have a significant influence on the temperature detection
range of the sensor.

The highest values of S, are obtained to be about 0.614
(440 K), 0.658 (400 K), 0.620 (360 K) for 450, 850, and 1000 mW,
respectively. Furthermore, the temperature value (Tpq,) with the
highest sensitivity can be derived from eqn (3) by setting dS,/dT
to zero, as following formula:

Toax = AE2Kg ?)

The high sensitivity maximum value Samax and the high
temperature value Tp,,y at various pump power are summarized
in Table 1. Owing to the small range of temperature variation in
the current study up to 440 K, the maximum has not been traced
absolutely at 450 mW, but the maximum is predicted to occur at
a much higher temperature. Furthermore, it's important to note
that as pump power increases, the temperature at which the
highest S, value is found to decreases. The local heat effect also
contributes to these phenomena.

Fig. 9b displays the relative sensitivities of the LiZnPO,:5%
Yb**, 0.05% Er’** as a function of temperature under different

Table 1 Values of Samax and Tmax for Er¥*/Yb®* LiZnPO,4 materials

Pump power Samax (% K1) Timax (K)
450 mW 0.801 581
850 mW 0.691 416
1000 mW 0.594 363

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Table 2 Sp and Sg parameters for serval optical temperature-sensing
luminescent materials

Ln-ion Matrix Transitions S, (K™') Sg (% K ') Ref.

Er’* K;Y(PO,), *Hy1/0/*S3,  0.0034 1.2 63

Er*’ S13(POy), *Hy15/*S3,  0.0060  0.88 64

Er*  NaZnPO, *Hy15/*S3,  0.0047  0.39 65

Er**  Ba,BiF;, *H,15/S3,  0.0035  1.22 66

HO*™  K;Y(POy), Fs/(°F4, °S,)  0.078 0.20 63

Ho*"  Sr;¥(PO,);  °Fs/(°F4, °S,) 0.019  0.16 67

HO*™  LagesSig0s65 °Fs/(’F4, °S,) 0.0226  0.21 68

Er**  LiZnPO, *H,1,/*S32  0.008 1.29 This work
Ho*"  LiZnPO, Fs/(°F4, °S;)  0.0229  0.278

pump powers. It can be noted that the relative sensitivity
decreases with increasing temperatures for all pump powers,
which is beneficial to the performance of temperature sensing
applications. The best relative sensitivity is obtained upon 450
mW pump power. On the basis of the above study, it can be
concluded that lower pump power is more advantageous to
achieving higher overall sensitivity. The Er**/Yb®" co-doped
LiZnPO, sample exhibits a high relative sensitivity to a few re-
ported temperature-sensing luminescent materials. Table 2
illustrated the optical temperature-sensing of Er**/Yb®* co-
doped other luminescent materials. In comparison with
various phosphate matrices, a favorite result was achieved in
the LiZnPO, co-doped Er**/Yb*". Furthermore, the sensitivity of
the resultant was higher than the previously developed
thermometer.

In addition, the equations below can be used to calculate the
temperature resolution (7):*

6T = 1/Sg x AR/R (8)

where AR/R is the sensitivity of the detection system, with
a value, in our case of 0.5%.*”* Fig. 10 manifested the

1.8
H 450 mW
1.6 4 ® 850 mw
A 1000 mW
1.4 4
A
12 4 A
[ A o
© 1.0 A
A (@] 7
0.8 - A o ) " u
A @ "]
0.6 - A o u
® |
| |
0.4 . -
T T T T L) T T T
280 300 320 340 360 380 400 420 440 460

Temperature (K)

Fig. 10 Temperature uncertainty 6T of LiZnPO,:5% Yb**/0.5% Er**
under different pump powers.
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calculated values of temperature resolution at different pump
power. At 450 mW power excitation, a remarkable low value of
about 0.4 K was determined at 300 K and within the physio-
logical temperature spectrum (commonly used IR cameras have
a temperature instability of about 1 K at RT).” This value is
smaller than 0.65 K reported for 850 mW and 1000 mW at 300 K.
As the temperature rises, the thermal resolution is held below 1
K for all pump power up to 300 K, which is adequate for most
applications.

Fig. 11a shows the emission spectra of the standard
LiZnPO,:3% Yb>*/0.5% Ho>" phosphor under 980 nm excitation
with 450 mW at different temperatures. By rising temperatures,
both green and red emissions are gradually weakened, as can be
shown in Fig. 11b, which shows the relative intensity of the 545
and 657 nm emissions as function of temperature. The red
emission intensity decreases at a slower rate than the green
emission intensity. This may be due to the different population
processes on the excitation states for the two emissions, as
shown in Fig. 6b, which also show that the non-radiative
relaxation (1) from the °I, to the °I, levels is very significant in
the red UC emission phase. The R values dependence on
absolute temperature is exhibited in Fig. 11c. The R value
increases steadily as the temperature rises from 300 to 440 K,
and the fitting of these experimental data yields a linear
relationship:

(a)

00 K; [ 380K
[ 320 k; [ 400 K
B0k [ a0k
B 360 X; [ 440 K

600 650 700
Wavelength (nm)

(C) 13.0 S
12.5 4
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—— Linear Fit

12.0 4
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11.0 4

o 1054 R=0.02293 *T+1.4286
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280 300 320 340 360 380 400 420 440 460
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R=0229 x T+ 1.429 (9)

On the basis of eqn (3), the absolute sensitivity in the whole
temperature range around 300 to 440 K is 0.02293 K™, which is
considerably higher than that of many other Er**/Ho** doped
luminescent compounds (see Table 2). The relative sensitivity
determined by applying eqn (4) at different temperatures is
presented in Fig. 11d. When the temperature rises from 300 to
440 K, the Sy decreases from 0.278% to 0.201% K ', respec-
tively. It can be noticed that the Sy value is lower than those for
Er’" and higher for Ho®" in unusual other luminescent mate-
rials as displayed in Table 2. Thus, further enhancement of Sy is
still needed in the Ho**-activated LiZnPO, phosphor. Based on
the above discussion, the Yb**-Er** co-doped LiZnPO, phos-
phor using TCLs exhibits the highest relative sensitivities in this
study.

CIE coordinate and lifetime analysis

Fig. 12 display the Commission Internationale de 1'Eclairclage
(CIE) 1931 chromaticity coordinates from the UC emission
spectra of Er**/Yyb*", Ho’*/Yb®* codoped LiZnPO, phosphor
samples at different temperature (300-440 K). As seen from the
CIE diagram, at room temperature (300 K), the yellow color

(b)

—*— I,
- _0_ IR
O\O
0
»5 - 0‘0\
2
-a 0
c
[
£ |
KA — sy

300 320 340 360 380 400 420 440 460
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(d) 0.28 - ; = ~o-sg
. 0\ ‘ o
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o 9
4
S 0.24- \o
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Fig.11 (a) Temperature dependent spectra for LiZnPO,:0.5% Ho®*/3% Yb** samples: (b) luminescence intensity of the two non-thermal coupled
levels at various temperature; (c) the R versus temperature and (d) dependence of relative sensitive (Sg) on absolute temperature presents.
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Fig. 12 Chromaticity coordinates of the emissions as a function of
temperature.

perception with coordinates of (0.36, 0.62) was acquired, and
after raising the temperature to 440 K, the color coordinates
changed into the green region (0.31, 0.64) for Er’* doped
sample. For Ho®" doped LiZnPO, phosphor, chromaticity
coordinates shift from orange (0.54, 0.42) to reddish-orange
(0.58, 0.38) region with increasing the temperature from 300
to 440 K.

Conclusions

In summary, the LiZnPO,Yb*'-Er*/Ho** samples were
prepared by sol-gel/Pechini method, and their luminescence
characteristics for optical temperature sensing were investi-
gated. As the RE ions are incorporated into the host lattice, the
XRD study shows that the as-prepared samples are all single-
phase. The pump-power-dependent UC spectra show that the
Er**/Ho’" emission peaks in the 500-700 nm range are a two-
photon excitation process. Three primary emission peaks for
Yb**-Er** doped LiZnPO, samples appeared in the visible
region when excited at 980 nm, and the optimum Yb*" doping
concentration was found to be x = 5%. For the Yb*'-Ho®"
codoped LiZnPO, samples, two emission peaks of Ho*" were
found, and the optimum Yb*" doping concentration was found
to be x = 3%. The Boltzmann distribution for FIR as a function
of absolute temperature was obtained by thermally coupled
levels of Er’" in LiZnPO4:Yb*'/Er*" phosphor. In comparison
with various phosphate matrices, a favorite result was achieved
in the LiZnPO, co-doped Er**/Yb** with S, = 0.008 (K ') and Sg
= 1.29 (% K "). On the other hand, FIR for the red and green
emissions of Ho®>* were used to describe the temperature-
sensing properties of Yb**~Ho** doped LiZnPO,. The absolute
sensitivity in the 300 to 440 K temperature range is 0.02293 K,
which is considerably higher than that of many other Er**/Ho**
doped luminescent compounds. The relative sensitivity Si
decreases from 0.278% to 0.201% K™, by varying the temper-
ature from 300 to 440 K respectively. These results demonstrate

© 2021 The Author(s). Published by the Royal Society of Chemistry
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that LiZnPO, doped with Yb**/Er** and Yb**/Er’*" nanocrystals
can be potential candidates for optical temperature sensing
applications.
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