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Abstract: IV-VI semiconductor quantum dots embedded into an inorganic matrix represent 
nanostructured composite materials with potential application in temperature sensor systems. This 
study explores the optical, structural, and morphological properties of a novel PbS quantum dots 
(QDs)-doped inorganic thin film belonging to the Al2O3-SiO2-P2O5 system. The film was synthesized 
by the sol-gel method, spin coating technique, starting from a precursor solution deposited on a 
glass substrate in a multilayer process, followed by drying of each deposited layer. Crystalline PbS 
QDs embedded in the inorganic vitreous host matrix formed a nanocomposite material. Specific 
investigations such as X-ray diffraction (XRD), optical absorbance in the ultraviolet (UV)-visible 
(Vis)-near infrared (NIR) domain, NIR luminescence, Raman spectroscopy, scanning electron mi-
croscopy–energy dispersive X-ray (SEM-EDX), and atomic force microscopy (AFM) were used to 
obtain a comprehensive characterization of the deposited film. The dimensions of the PbS nanocrys-
tallite phase were corroborated by XRD, SEM-EDX, and AFM results. The luminescence band from 
1400 nm follows the luminescence peak of the precursor solution and that of the dopant solution. 
The emission of the PbS-doped film in the NIR domain is a premise for potential application in 
temperature sensing systems. 

Keywords: sol-gel method; lead sulfide; quantum dots; quantum confinement; optical properties; 
alumino-silico-phosphate glass; composite material 
 

1. Introduction 
Semiconductor colloidal quantum dots (CQDs) have attracted vast scientific and 

technological interest throughout the past three decades due to the unique adjustment of 
their optoelectronic properties by variation in size and composition. However, the na-
noscale size brings in a large surface-to-bulk volume ratio, where the external surfaces 
have a pronounced influence on the chemical stability and physical properties of the sem-
iconductor [1–3]. Lead sulfide (PbS) is an important direct narrow gap semiconductor ma-
terial with an approximate energy band gap of 0.4 eV at 300 K and a relatively large exci-
tation Bohr radius of 18 nm what makes PbS very suitable for infrared detection applica-
tions. A new study based on PbS quantum dots synthesized by colloidal chemistry was 
reported [4] in connection with the influence of temperature (10–300K) and excitation 
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power on the luminescence features. A blue shift of the intensity peak was noticed with 
temperature increasing along with a broadening of the emission bands due to the interac-
tions of the charge carriers with phonons. Recent results show that colloidal PbS QDs have 
been highlighted as a distinguished photonic material in nanotechnology, with applica-
tions in the next generation of electronic and photonic devices due to their intense size- 
dependent effects. PbS QDs exhibit nearly infrared light emission with size variation. PbS 
QD solutions and thin films with narrow fluorescence emission, high quantum yield, out-
standing photo-stability and photoluminescence in the range 1000–1650 nm by 785 nm 
excitation have been reported [5]. IV-VI QDs with sizes between 2.7–7.6 nm, photolumi-
nescence in the range 800–2000 nm. and decay kinetics in the time interval of 0.01–10 µs 
have been reported [6] as well as IV-VI QDs photoluminescence in the range 800–2000 nm, 
kinetic luminescence properties between 0.8 and 1.7 µm, resolution of 3 ns, and PbS QDs 
sizes between 3.4–8.4 nm [7]. Recently, a study was published relating to the double-tun-
able emission of colloidal PbS quantum dots in dependence on nanoparticle size and en-
vironmental temperature, due to the core/shell heterostructure, applied for temperature 
sensing systems [8]. The ability to tailor the optical properties by changing the particle 
size gives QDs materials the potential to solve many of the challenges of luminescence-
based temperature sensors. Thus, PbS QDs in graphene oxide and reduced graphene ox-
ide [9]; PbS QDs emission photoluminescence in the temperature range 4–300 K, emission 
domain 1000–1200 nm, collected by 514 nm excitation [10]; PbS QDs emission in the tem-
perature range 100–300 K with PbS QDs between 3–6.5 nm; and emission at 800–1000 nm 
[11] and optical fiber luminescent temperature sensors based on QDs [12] were reported. 
Higher quantum efficiency due to an increase in oscillator strength gives QDs the poten-
tial to rival traditionally used rare-earth ions as optically active centers for thermal sens-
ing. A step toward developing useful low-cost opto-sensing devices consists of immobi-
lizing QDs in solid support structures. Optically transparent organic matrices having PbS 
QDs desirable for opto-sensing applications have been reported [13]. The temperature-
dependent emission of PbS QDs has recently been noticed, thus opening new possibilities 
for optical temperature sensing devices, using PbS QDs that show photoluminescence be-
tween 850–950 nm and a temperature range of 10–310 K, with a QD size of about 2.5 nm 
[14]. An easy synthesis method to obtain silica-coated PbS nanocomposites with tunable 
size and optical properties was reported in [15], and PbS QDs embedded in the silicate 
matrix had photoluminescence at 440 nm and 605 nm. Size-dependent optical properties 
of colloidal PbS QDs were investigated by combining the QD absorbance spectra with 
detailed elemental analysis of the QD suspensions [16]. The photoluminescence depend-
ence on the size of PbS QDs embedded in a complex silicate glass was shown based on 
the electron-hole/trap states of the QDs interacting with the defects from the interface be-
tween PbS QDs and the glass network [17]. The microstructural and optical properties of 
hierarchical eight-arm PbS QDs-based sensors for Pb2+ ions and infrared detection for op-
tical and bio-sensing applications were also presented [18]. PbS colloidal QDs photode-
tectors working in the NIR (Near infrared) spectral range were recently proposed encom-
passing a wide variety of applications including optical fiber communications, spectros-
copy, imaging, security, remote sensing, and metrology in several fields such as food in-
spection, agriculture, pharmacology, and biology. Thanks to their strong confinement, 
QDs have enhanced light–matter interactions providing unique optical properties such as 
increased optical absorption and emission as well as size adjustment. For these reasons, 
QDs have attracted a lot of attention for several optoelectronic devices, including light 
emitting diodes, lasers, solar cells, photodetectors, and recording of optical information 
[19–22]. PbS thin films have been prepared by various techniques such as chemical depo-
sition [23], spray pyrolysis [24], chemical bath deposition [25–31], electrodeposition [32], 
photo-accelerated chemical deposition [33], microwave heating [34,35], and the spin coat-
ing method [36]. 

Small-size PbSe/PbS Core/Shell CQDs have been investigated by Yanover et al. [37]. 
Thus, the core diameter ranges between 2 and 2.5 nm, the shell diameter between 0.5 and 
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1 nm, and the emission about 0.15 eV. Recently, small-size colloidal quantum dots (QDs) 
consisting of IV–VI semiconductors with PbSe/PbS core/shell structure were synthesized 
by a specially developed wet chemistry method. Their electronic properties were found 
by comparison of theoretical calculations with continuous wave and transient photolumi-
nescence measurements at various temperatures [38]. The influence of interfacial strain 
on the optical properties of PbSe/PbS CQDs was studied. The derived strain profile was 
incorporated into a band structure calculation to evaluate the influence on the electronic 
band edges of the core/shell CQDs [39]. 

In this study, a new nanocomposite material based on PbS QDs-doped film belong-
ing to the Al2O3-SiO2-P2O5 system was synthesized by the sol-gel method and thespin-
coating technique. The sol-gel method applied in this study is appropriate for synthesiz-
ing PbS QDs-doped alumino-silico-phosphate thin films having optical properties. This 
method allows control of the composition of the doped thin film, ensuring the uniformity 
of the film thickness and chemical homogeneity of the deposited film due to the molecu-
lar-level mixing and processing of the precursors at relatively low temperatures. Moreo-
ver, the sol-gel method is a suitable method for producing a low-cost QDs-doped thin 
film. This method does not limit the choice of the substrate material, providing a very 
good method for exploring the optical properties of semiconductors [40]. 

To our knowledge, this nanostructured material with complex composition based on 
PbS QDs-doped inorganic film, synthesized in the present study, is reported for the first 
time in the specialty literature. This paper aims to study the correlation between optical, 
structural, and morphological properties of this composite material, consisting of a PbS 
crystalline phase and an amorphous oxide network. The dimension of the PbS nanoparti-
cles was calculated by different routes and compared to the PbS quantum dots size from 
the starting solution. The authors consider that this nanocomposite material presents real 
scientific interest, and it is recommended as a good candidate for temperature-sensing 
systems. 

2. Materials and Methods 
2.1. Synthesis of the Film 

The PbS QDs-doped film prepared in this study using the sol-gel method, spin coat-
ing technique, belongs to the Al2O3-SiO2-P2O5 system. The following chemical reagents 
were used as precursors: AlAcAc-aluminum acetylacetonate (C15H21O6Al), TEOS-tetra-
ethoxysilane (Si(OC2H5)4), and TEP-triethylphosphate- (C6H15O4P). Other chemical rea-
gents were: EtOH-ethanol (C2H5OH) as the reaction medium and MEA-monoethanola-
mine (C2H7NO) to catalyze the gelification process, namely, the hydrolysis and condensa-
tion reactions. The dopant used was PbS QDs, covered by oleic acid and dispersed in tol-
uene, concentration 10 mg/mL, having an emission at 1400 nm. All the chemical reagents 
were of analytical grade and were bought from the standard producer Sigma-Aldrich, St. 
Louis, MO, USA. The molar ratios of the precursors were: TEOS/TEP = 2.5; TEOS/AcAcAl 
= 4; TEP/AcAcAl = 1.5, TEOS/EtOH= 2.6 × 10−4, and MEA/TEOS = 1.02. The final solution 
with pH=8 was prepared using 5.9895 mL of precursor solution composed of TEOS, TEP, 
EtOH, and MEA and 5 mL of PbS solution. The solution was kept at room temperature, 
under continuous magnetic stirring, for 2 h, to achieve an improved homogenization of 
the starting reagents, followed by the deposition process by spin coating on a glass sub-
strate [41,42]. The deposition process took place at 2000 rpm, for 20 s, 50 layers, each layer 
being dried on an electrical plate at 150 °C, for 2 min, to remove EtOH and water from the 
mixture and to promote the vitreous host matrix formation. The vacuum environment 
protects the PbS against oxidation, which could alter the luminescence of the film. The 
vitreous matrix is chemically and thermally stable, having a chemical composition that is 
capable of preventing, also, the oxidation of the dopant to get a stabilized emission [43]. 

An un-doped film was also synthesized, keeping the same molar ratios of the pre-
cursors and the same preparation parameters as for the PbS-doped film. 
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2.2. Measurements 
The deposition of the film was performed with a spin coater (WS-650SZ, Laurel Spin-

ner, Laurell Technologies Corporation, North Wales, PA, USA) on a glass substrate of 2.5 
× 2.5 mm2, which was chemically cleaned before the deposition process. 

The X-ray diffraction spectrum was recorded with a Bruker D8 Advance device 
(CuKα = 1.5406 Å) Billerica, MA, USA, having a measurement error of ±0.1%, at room 
temperature, in the range of 10–70°. The scan was performed with a step of 0.05° and a 
step time of 10 s. Phase identification was made with ICDD Powder Diffraction Files da-
tabase [44]. 

The optical absorption was measured using a spectrophotometer Lambda 1050, 
(PerkinElmer, Waltham, MA, USA) in the UV-Vis-NIR domain in the range of 320–2500 
nm, with a measurement error of ±0.03%. 

The luminescence spectra were collected with a spectrofluorometer FluoroLog-3, 
HORIBA Jobin Yvone S.A.S. (Paris, France) in the range of 850–1600 nm, using 850 nm 
excitation wavelength from a Xe lamp of 450 W, with a measurement error of ±0.5 nm. 

Raman spectra were collected by means of an LabRam HR Evolution HORIBA, (Pal-
aiseau, France), acquisition time 2 s, accumulation 20, laser 514 nm, hole diameter 100 
micro, objective 50×, grating 600 gr/mm, ND filter 100%, range 100–16,000 cm−1, with a 
measurement error of ±0.5 cm−1. 

The AFM images were acquired with an atomic force microscope (AFM), XE100 type 
from Park System Company (Suwon, Korea). Different areas such as 40 µm × 40 µm and 
2 µm × 2 µm were scanned. The measurement error was ± 5%. 

The morphology and elemental compositions of the samples were studied with a Carl 
Zeiss Gemini 500 Field Emission Scanning Electron Microscope FESEM (Carl Zeiss, Ober-
kochen, Germany) equipped with a Bruker (Bruker, Bremen, Germany) Quantax Energy 
dispersive X-ray spectrometer (EDS) with an energy resolution of 129 eV and Peltier cool-
ing. Top- view FESEM images were evaluated without metallic coverage of the samples. 
The cross-section evaluation and the thickness of the films’ measurements were per-
formed on freshly cleaved samples. The measurement error of the film thickness was ±1%, 
and for the EDS the measurement error was ±0.02%. 

3. Results and Discussion 
3.1. X-ray Diffraction Analysis (XRD) 

An XRD pattern of PbS-doped film is presented in Figure 1. It confirms the amor-
phous state of the host inorganic matrix (Al2O3-SiO2-P2O5), shown by a broad aspect of the 
spectrum. Distinct peaks corresponding to the PbS hexagonal crystalline phase (ASTM 
file-04-004-3789), localized on the amorphous halo, are noticed. 

 
Figure 1. XRD pattern of PbS-doped film. 
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The nanocrystal size of PbS has been calculated using the Scherrer formula [41,45], 
Equation (1), applied to the main peaks found at 2θ = 25.8° (111), 29.77° (200) and 42.90° 
(220) respectively, 𝑑 = 𝑘𝜆𝛥𝑐𝑜𝑠𝜃 (1)

where k is the Scherrer constant (the shape factor has a typical value of about 0.9); λ, the 
wavelength of the incident X-ray beam (λCuKα1 = 1.5406 Å); 2θ, the peak position of the re-
flection; and Δ, the full width at half maximum of the reflection. According to this calcula-
tion, the PbS grain size was estimated to be around 7.99 nm compared to the size of PbS 
QDs from the dopant solution in toluene about 7 nm (Sigma-Aldrich-Technical Specifica-
tion). 

3.2. Optical Properties 
3.2.1. Optical Absorption 

In Figure 2a, the optical absorption of the glass substrate and the PbS-doped film is 
presented. Extremely low absorption of the glass substrate is revealed, and a decrease in 
the optical absorption of the PbS-doped film is found from the UV to the visible domain, 
being almost constant in the NIR domain. An absorption peak is found at 1254 nm corre-
sponding to the first exciton transition, and a low intense absorption peak is noticed at 
about 580 nm, corresponding to the second exciton transition. 

The cutoff wavelength deduced from Figure 2a, is λcutt-off = 446 nm. 
For the un-doped film, we also revealed a decrease in the optical absorption from UV 

to the visible domain, being almost constant in the NIR domain. The optical absorption 
values are lower than in PbS-doped film, mainly in the UV and visible domain, without 
peaks, as in the case of the PbS-doped film. 

 
 

(a) (b) 

Figure 2. (a) Optical absorption of PbS-doped and un-doped film, and glass substrate; (b) graph-
ical determination of the optical band gap value. 

The energy band gap, Eg, of PbS QDs can be obtained as the sum of the exciton bind-
ing energy and the first exciton peak energy deduced from the absorption spectrum. It is 
approximated that the maximum exciton binding energy is four times the exciton binding 
energy in bulk materials, Ebulk [46]. In the case of PbS, the exciton binding energy Ebulk (PbS) 
is 3.968 meV [47]. Thus, for an electron effective mass of 0.085m0 (m0 is the free electron 
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mass), equal to hole effective mass [48,49], and a dielectric constant of 17.5 [50], the maxi-
mum exciton binding energy of QDs is 15.872 meV. The first exciton peak energy deduced 
from the absorption spectrum is 0.988 eV and, consequently, the energy band gap, Eg is 
1.004 eV. 

According to [41,43,51], the energy band gap dependency on the size of semiconduc-
tor QDs is approximated using the Equation (2): 𝐸௚ொ஽௦ = 𝐸௚஻௨௟௞ + ℎଶ2𝑚∗ 𝑑ଶ (2)

𝑚∗ = 𝑚ଵ𝑚ଶ𝑚ଵ + 𝑚ଶ (3)

where EgQDs is the effective band gap of PbS nanoparticles, EgBulk is the band gap of PbS 
bulk, i.e., 0.4 eV [1], m* is the reduced mass of exciton [51], m1 is the effective mass of 
electron, m2 is the effective mass of hole, m0 is the free electron mass (Equation (3)), h is 
Planck’s constant, and d is the diameter of the PbS nanocrystals. The PbS nanoparticle size, 
d, determined from Equation (2), based on Equation (3), using Eg = 1.004 eV, is about 7.72 
nm, close to the value determined by XRD analysis, 7.99 nm. Thus, the quantum confine-
ment effect, which is the dependency of the band gap value on the quantum dots size, is 
valid in the case of PbS-doped film, because the nanoparticle size is lower than the Bohr 
radius of the exciton in PbS, 18 nm [46,47]. 

The graphical determination of Eg for the PbS-doped film is reported in [40,42,52]. 
The Mott and Davis/Tauc equation (4) was used to graphically establish the optical band 
gap, Eg (Figure 2b). Thus, the Equation (4) [41,43,52] 𝛼ℎ𝜈 = (ℎ𝜈 − 𝐸௚)௡ (4)

enables to determine the band gap, Eg, where α is the absorption coefficient in dependence 
on wavelength, h is the Planck constant, ν is the light frequency, and n can be ½ for the 
allowed direct electron transition and 2 for the allowed indirect electron transition from 
the valence to the conduction band [53]. 

The absorption coefficient, α, is calculated using Equation (5) [54], as following: 𝛼 = 𝐴 ×  2.303𝑥  (5)

where A is the optical absorbance in dependence on wavelength as it is presented in Fig-
ure 2a and x is the thickness of the film, 2.5 µm, as it was found from SEM analysis in cross 
section. In the case of PbS-doped film, the absorption coefficient, α, calculated using Equa-
tion (5) ranges between 1038–19,341 cm−1. 

For amorphous materials, in the case of PbS-doped film, n takes the value of 2. The 
optical band gap value, Eg, was obtained by extrapolating the linear region of the curve to 
the zero absorption at which 𝛼ℎ𝜈 = 0, and the result was Eg = 2 eV (see Figure 2b). The 
wavelength corresponding to the band gap value is λg = 620 nm. Using Eg = 2 eV and 
applying Equation (2), we calculated the nanoparticle size, d = 4.72 nm, which is relatively 
close to the values determined by XRD analysis and to the maximum exciton energy, re-
spectively. 

The difference in the bandgap value deduced from the first exciton energy, 1.004 eV 
and from Mott and Davis/Tauc’s law, 2 eV, could be explained considering the nature of 
the PbS-doped film. Thus, the synthesized film is a composite material consisting of an 
amorphous inorganic matrix (Al2O3-SiO2-P2O5) and crystalline nanoparticles of PbS quan-
tum dots as shown by XRD analysis. The graphical determination of Eg using Mott and 
Davis/Tauc’s law considered only the amorphous inorganic host matrix, taking n=2. It did 
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not take into consideration the crystalline phase consisting of PbS nanoparticles corre-
sponding to n = ½. In fact, for such composite materials, the n value is not exactly known, 
as it depends on the nature and amounts of those two phases. 

To verify the validity of the graphical method to determine Eg and, respectively, λg, 
the absorption spectrum fitting (ASF) method was applied [41,43,52] by means of which 𝐸௢௣௧஺ௌி  was determined and compared to the Eg value determined by the Mott and Da-
vis/Tauc law. Thus, the Tauc law is written as Equation (6) [41,43,52]: 𝛼ℎ𝑐𝜆 = (ℎ𝑐𝜆 − 𝐸௚)ଶ  (6)

where α is the absorption coefficient, h is the Planck constant, c is the speed of light in 
vacuum equal to 3 × 108 m/s, λ is the wavelength, and Eg is the band gap energy. Thus, the 
function (𝛼/𝜆)଴.ହ = 𝑓 ቀଵఒቁ is graphically represented in Figure 3a. The result is a curve, and 
the tangent to the linear region of the curve will intersect the x-axis in a point, 1/λg(ASF), 
resulting in λg(ASF). 

This value is compared with that found from the Tauc law—in our case, 1/λg(ASF) = 
0.0016 and λg(ASF) = 625 nm, which is remarkably close to that determined from the Tauc 
law, λg = 620 nm. The Equation (7) [41,43,52] 𝐸௢௣௧஺ௌி = 1240𝜆௚  (7)

is applied to calculate 𝐸௢௣௧஺ௌி, which, in our case is 1.984 eV; this is remarkably close to 2 
eV, which is graphically determined by the Tauc law. 

Generally, for amorphous materials, the allowed indirect electron transitions accord-
ing to the Tauc equation are valid. 

 
 

(a) (b) 

Figure 3. (a) variation of (α/λ)0.5 with 1/λ; (b) Urbach plot for PbS-doped glass. 

In the case of optical absorption, for low photon energy ranging between 102 and 104 
cm−1, the absorption coefficient follows Urbach’s law. This is the width of the band tails of 
the localized states from the valence band. Urbach’s law is depicted by the following 
Equation (8) [18,21,30]: 𝛼(𝜗) = 𝛼଴ 𝑒𝑥𝑝 ൬ℎ𝜗∆𝐸൰ (8)
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where α(ν) is the absorption coefficient in dependency on the frequency, hν is the energy, 
and ΔE is the Urbach energy. If the logarithm of Urbach’s equation is applied, the follow-
ing Equation (9) is obtained [41,43,52]: 𝑙𝑛𝛼(𝜈) = 𝐶 +  ℎ𝜈𝛥𝐸 (9)

Hence, it is possible to deduce the ΔE value, where C is a constant. The dependence 
of lnα on energy results in a curve, and the tangent to the linear region of the curve will 
intersect the x-axis in a point, corresponding to an energy value of 0.429. Taking into ac-
count the values of the projects of the tangent upper point on the x and y-axes, tgα was 
calculated. Thus, Urbach energy, ΔE was calculated. 

In the case of PbS-doped film, Urbach energy, ΔE, is 1.04 eV (Figure 3b). Urbach en-
ergy is a measure of the disorder degree of the materials, and it is correlated with an ex-
tension of the localized states within the band gap [52]. In the case of PbS-doped film, 
Urbach energy value reveals a certain degree of disorder taking into consideration the 
composite material consisting of two phases, namely, the amorphous host matrix and the 
crystalline nanoparticles of the PbS dopant. 

3.2.2. Optical Emission 
The optical emissions of the glass substrate, PbS QDs dopant solution, and PbS-

doped film are presented in Figure 4, collected at 800 nm excitation in the range of 850–
1550 nm. We note a lack of emission at about 1400 nm in the case of the glass substrate as 
compared to the PbS-doped film where an emission peak is noticed around 1404 nm. The 
PbS QDs precursor dopant solution dispersed in toluene shows an emission maximum at 
about 1394 nm. The position of the photoluminescence peak in the case of PbS-doped film 
is slightly shifted toward higher wavelength, possibly due to the influence of the inorganic 
host matrix. 

The electron/hole trap states of PbS QDs and the defect states at the interface between 
PbS QDs and the inorganic matrix have an important effect on the photoluminescence 
properties of PbS QDs. 

 
Figure 4. Optical emission of PbS-doped film, precursor solution and glass substrate, collected by 
800 nm excitation. 

These effects suggest that the surface trap states and defect states are strongly de-
pendent on the size of the quantum dots [17]. When PbS QDs are photo-excited by 800 
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nm, a transition appears between 1Sh (hole ground state from the valence band, charac-
terized by energy Eh0) and 1Se (electron ground state from the conduction band, charac-
terized by energy Ev0), corresponding to the first exciton peak found at 1254 nm from the 
absorption spectrum. Due to the quantum confinement effect, in the case of QDs with a 
size lower than the Bohr exciton radius (18 nm in the case of PbS), the energy levels of the 
hole states from the valence band and the energy levels of the electron states from the 
conduction band are quantized. The photo-generated electron will be trapped by the elec-
tron trap states (ETS) located below the 1Se level, at high energy levels of the defect states 
(DS). Thus, a radiative transition occurs to the 1Sh level, corresponding to the peak found 
at 1404 nm in the case of PbS-doped film and 1394 nm in the case of the precursor solution. 
When the QDs size is increasing, according to Equation (2), the band gap value is decreas-
ing, and ETS is located very close or overlapped by the level 1Se, both located at low en-
ergy levels from the DS. In this case, the radiative transition to the 1Sh level will occur, but 
the corresponding energy will decrease. Consequently, the emission wavelength will shift 
toward high values. The DS are present in the inorganic host matrix such as non-bridging 
oxygen atoms, structural modifiers, and other disordered structures situated at the inter-
face with PbS QDs [17,55]. 

3.3. Raman Spectroscopy 
In Figure 5, the Raman spectrum of PbS-doped film is presented, in the range of 100–

1500 cm−1. Raman peaks could be assigned to the PbS dopant as well as to the Si-O and P-
O vibration modes. 

 
Figure 5. Raman spectrum of PbS-doped film, collected by 514 nm excitation. 

Thus, the peak at 267 cm−1 is assigned to PbS molecules [56,57], the peak at 458 cm−1 
is assigned to σ and δ(Si-O-Si) [58], and the peak at 564 cm−1 of high intensity is assigned 
to γ(Si-O-Si) [59]. Low-intensity peaks are noticed at 795 cm−1, being assigned to σsym(Si-
O-Si) [60], σ(Si-O-R) and TEOS [61]; 871 cm−1 is assigned to σ(SiO4)4− [60], and 955 cm−1 is 
assigned to σ(Si-O−) [59]. A high-intensity band is noticed at 1089 cm−1 that can be assigned 
to σasym(Si-O-Si) [59], σasym(SiO4)4− [60] and σ(Si-O-P) [61]. The codes of the vibration modes 
are: σ = stretching vibration mode, δ = bending vibration mode, and γ = rocking vibration 
mode. 
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3.4. Scanning Electron Microscopy-Energy Dispersive X-ray (SEM-EDX) 
In Figure 6, an SEM image in a cross section of the PbS-doped film is presented. It is 

seen to be a relative uniform film with an evaluated average thickness of 2.5 µm. There 
are seen some cracks in the film due to the drying process, accompanied by water and 
alcohol releasing from the network. 

 
Figure 6. SEM image in a cross section of PbS-doped film, deposited on a glass substrate. 

In Figure 7, an SEM image of the PbS-doped film surface at 10,000 magnification is 
presented. One can see the film pores of tens of nanometers order that are specific to the 
sol-gel method. 

 
Figure 7. SEM image of the PbS-doped film surface. 

Figure 8 shows the EDX elemental composition of the Pb-doped film deposited on 
the glass substrate. 
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Figure 8. EDX elemental composition of the Pb-doped film deposited on glass substrate. 

It is noticed that specific elements to both the film and the glass substrate are found, 
such as: Si and O, together with elements specific to the deposited film such as Al, P, Pb, 
and S. 

3.5. Atomic Force Microscopy (AFM) 
The AFM images (Figure 9) were obtained by scanning different areas (40 µm × 40 

µm and 2 µm × 2 µm). The AFM parameters revealed important data about the features 
of the layers and the roughness of the surface. The average squared roughness value, Rq, 
represents the standard deviation of the height value in the selected region, and Max rep-
resents the maximum height value of the region. The surface of the layers was scanned in 
non-contact mode, and the roughness was calculated for the largest area of 40 µm × 40 
µm. 

On the large area, the layer is continuous without cracks or large agglomerations. 
The low roughness value (Rq~11 nm) indicates a uniform and smooth surface. As can be 
seen from Figure 9a, the surface is nanostructured, with small grains attributed to the do-
pant agglomerate that form islands with sizes between 5.6 µm and 800 nm. The maximum 
height of the largest agglomeration is around 230 nm. These values of Rq (11.5 nm) and 
Max (228.1 nm) confirm the layer flatness. 

To observe small details of the surface, a 2 µm × 2 µm area was scanned (Figure 9b). 
The nanostructured surface has small pores with sizes of 50–100 nm and small grains with 
sizes around 50–60 nm. 
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(a) (b) 

Figure 9. AFM images of the surface layer of the PbS-doped film, scanned on different areas: (a) 40 
µm × 40 µm and (b) 2 µm × 2 µm. 

The morphology of the PbS-doped film with pores of tens of nanometers is corrobo-
rated by SEM images showing the same features. 

4. Conclusions 
PbS-doped oxide film was synthesized by the sol-gel method, spin coating technique. 

The PbS crystalline phase and the amorphous nature of the oxide host matrix were dis-
cussed. PbS nanoparticles with sizes ranging between 8 and 10 nm were evidenced. The 
band gap value determined from the PbS exciton binding energy was compared with the 
band gap value determined from the absorption spectrum. The different values of the 
bandgap energy determined using the two methods are due to the composite nature of 
PbS-doped film, which introduced a certain approximation of the application of Mott and 
Davis’ and Tauc’s laws. 

The validity of the graphical method for finding Eg was confirmed by the absorption 
spectrum fitting method showing close values for the wavelength corresponding to the 
band gap energy. In correlation with the absorption coefficient values, Urbach energy dis-
closed a certain degree of disorder specific to the composite materials. 

The emission peak of the doped film is close to the emission of the precursor dopant 
solution, in the NIR domain, revealing that the emission feature was preserved after the 
deposition and drying process. The structural analysis revealed vibration modes specific 
to the Si-O and P-O bonds as well as to PbS nanoparticles. 

The morphology of the PbS-doped film showed a relative porous network corrobo-
rated by both SEM and AFM analyses. The low roughness of the film proved a uniform 
and smooth surface with pores and grains of tens of nanometers. 

The morphological analysis certified the presence of specific elements for the depos-
ited film, such as Al, P, Pb, and S, together with elements O and Si specific to both the 
inorganic host matrix and the PbS-doped film. 

Author Contributions: Conceptualization, A.I.N. and M.E. (Mihail Elisa); methodology, A.I.N., 
M.E. (Mihail Elisa), I.C.V., M.E. (Mihai Eftimie), C.B., and M.F.; validation, A.I.N., M.E. (Mihai Eft-
imie), C.E.A., and D.L.; formal analysis, A.I.N., M.E. (Mihail Elisa), C.B., and M.F.; investigation, 
M.E. (Mihai Eftimie), A.I.N., M.E. (Mihail Elisa), M.E. (Monica Enculescu), C.B., and M.F.; resources, 
C.E.A., M.E. (Mihail Elisa), and D.L.; data curation, A.I.N., M.E. (Mihai Eftimie), B.A.S., and M.O.; 



Nanomaterials 2022, 12, 3006 13 of 15 
 

 

writing—original draft preparation, A.I.N., M.E., M.E. (Mihai Eftimie), and M.E. (Monica En-
culescu); writing—review and editing, I.C.V.; supervision, M.E. (Mihail Elisa), C.E.A., M.E. (Monica 
Enculescu), B.A.S., M.O., and D.L.; project administration, M.E. (Mihail Elisa), funding acquisition, 
M.E. (Mihail Elisa), C.E.A., and D.L. All authors have read and agreed to the published version of 
the manuscript.  

Funding: This study was funded by a grant of the Romanian National Authority for Scientific Re-
search and Innovation, CCCDI–UEFISCDI, project ERANET-MANUNET-TEMSENSOPT, 
MNET20/NMCS-3732, within PNCDI III, contract 213/02.12.2020; Ministry of Research, Innovation 
and Digitalization (MRID), Core Program, contracts no. 16N/2019, 18N/2019 and 21N/2019; MRID 
through Program I—Development of the National R & D System, Subprogram 1.2–Institutional Per-
formance–Projects for Excellence Financing in RDI, contracts no. 13PFE/2021, 18PFE/2021 and 
35PFE/2021; CCCDI-UEFISCDI project PN-III-P2-2.1-PED-2021-2541. Support from the Public Uni-
versity of Navarre for Research Groups is also acknowledged. The authors acknowledge the contri-
bution of Dr. A. M. Iordache and Dr. S. M. Iordache to the investigation of luminescence. 

Institutional Review Board Statement: Not applicable. 

Informed Consent Statement: Not applicable. 

Data Availability Statement: The datasets generated during and/or analyzed during the current 
study are available from the corresponding author on reasonable request. 

Conflicts of Interest: The authors declare no conflict of interest. The funders had no role in the 
design of the study; in the collection, analyses, or interpretation of the data; in the writing of the 
manuscript; or in the decision to publish the results. 

References 
1. Jang, Y.; Shapiro, A.; Isarov, M.; Rubin-Brusilovski, A.; Safran, A.; Budniak, A.K.; Horani, F.; Dehnel, J.; Sashchiuk, A.; Lifshitz, 

E. Interface control of electronic and optical properties in IV–VI and II–VI core/shell colloidal quantum dots: A review. Chem. 
Commun. 2016, 53, 1002–1024. https://doi.org/10.1039/C6CC08742F. 

2. Wang, R.; Tong, X.; Long, Z.; Channa, A.I.; Zhao, H.; Li, X.; Cai, M.; You, Y.; Sun, X.; Wang, Z. Rational design of eco-friendly 
Mn-doped nonstoichiometric CuInSe/ZnSe core/shell quantum dots for boosted photoelectrochemical efficiency. Nano Res. 
2022, 15, 7614–7621. https://doi.org/10.1007/s12274-022-4334-2. 

3. You, Y.; Tong, X.; Channa, A.I.; Li, X.; Liu, C.; Ye, H.; Wang, Z. Tailoring the optoelectronic properties of eco-friendly Cu-
GaS2/ZnSe core/shell quantum dots for boosted photoelectrochemical solar hydrogen production. EcoMat 2022, e12206. 
https://doi.org/10.1002/eom2.12206. 

4. Zaini, M.S.; Kamarudin, M.A.; Liew, Y.C.J.; Ahmad, S.A.A.; Mohmad, A.R. Temperature and Power Dependence of Photolu-
minescence in PBS Quantum Dots Nanoparticles. Sains Malays. 2019, 48, 1281–1288. https://doi.org/10.17576/jsm-2019-4806-16. 

5. Chillcce, E.; Ramos-Gonzales, R.; Cordeiro, C.; Gutierrez-Rivera, L.; Fragnito, H.; Cruz, C.D.B.; Bordonalli, A.; Hernández-
Figueroa, H.; Braga, R.; Barbosa, L. Luminescence of PbS quantum dots spread on the core surface of a silica microstructured 
optical fiber. J. Non-Cryst. Solids 2010, 356, 2397–2401. https://doi.org/10.1016/j.jnoncrysol.2010.03.025. 

6. Parfenov, P.S.; Litvin, A.P.; Baranov, A.V.; Ushakova, E.V.; Fedorov, A.V.; Prudnikov, A.V.; Artemyev, M.V. Meas-urement of 
the luminescence decay times of PbS quantum dots in the near-IR spectral range. Opt. Spectrosc. 2012, 112, 868–873. 
https://doi.org/10.1134/S0030400X12060136. 

7. Parfenov, P.S.; Litvin, A.P.; Ushakova, E.V.; Fedorov, A.V.; Baranov, A.V.; Berwick, K. Note: Near infrared spectral and transient 
measurements of PbS quantum dots luminescence. Rev. Sci. Instrum. 2013, 84, 116104. https://doi.org/10.1063/1.4829717. 

8. Zhao, H.; Vomiero, A.; Rosei, F. Tailoring the Heterostructure of Colloidal Quantum Dots for Ratiometric Optical Nanother-
mometry. Small 2020, 16, e2000804. https://doi.org/10.1002/smll.202000804. 

9. Litvin, A.P.; Babaev, A.A.; Parfenov, P.S.; Dubavik, A.; Cherevkov, S.A.; Baranov, M.A.; Bogdanov, K.V.; Reznik, I.A.; Ilin, P.O.; 
Zhang, X.; et al. Ligand-Assisted Formation of Graphene/Quantum Dot Monolayers with Improved Morphological and Elec-
trical Properties. Nanomaterials 2020, 10, 723. https://doi.org/10.3390/nano10040723. 

10. Turyanska, L.; Patanè, A.; Henini, M.; Hennequin, B.; Thomas, N.R. Temperature dependence of the photoluminescence emis-
sion from thiol-capped PbS quantum dots. Appl. Phys. Lett. 2007, 90, 101913. https://doi.org/10.1063/1.2711529. 

11. Zhao, H.; Liang, H.; Vidal, F.; Rosei, F.; Vomiero, A.; Ma, D. Size Dependence of Temperature-Related Optical Properties of PbS 
and PbS/CdS Core/Shell Quantum Dots. J. Phys. Chem. C 2014, 118, 20585–20593. https://doi.org/10.1021/jp503617h. 

12. McSherry, M.; Fitzpatrick, C.; Lewis, E. Review of luminescent based fibre optic temperature sensors. Sens. Rev. 2005, 25, 56–62. 
https://doi.org/10.1108/02602280510577852. 

13. Gao, W.; Zhai, G.; Zhang, C.; Shao, Z.; Zheng, L.; Zhang, Y.; Yang, Y.; Li, X.; Liu, X.; Xu, B. Towards understanding the initial 
performance improvement of PbS quantum dot solar cells upon short-term air exposure. RSC Adv. 2018, 8, 15149–15157. 
https://doi.org/10.1039/C8RA01422A. 



Nanomaterials 2022, 12, 3006 14 of 15 
 

 

14. Gaponenko, M.S.; Lutich, A.A.; Tolstik, N.A.; Onushchenko, A.A.; Malyarevich, A.; Petrov, E.; Yumashev, K. Temperature-
dependent photoluminescence of PbS quantum dots in glass: Evidence of exciton state splitting and carrier trapping. Phys. Rev. 
B 2010, 82, 125320. https://doi.org/10.1103/PhysRevB.82.125320. 

15. Yang, P.; Song, C.F.; Lü, M.K.; Yin, X.; Zhou, G.J.; Xu, D.; Yuan, D.R. The luminescence of PbS nanoparticles embedded in sol–
gel silica glass. Chem. Phys. Lett. 2001, 345, 429–434. https://doi.org/10.1016/S0009-2614(01)00926-5. 

16. Moreels, I.; Lambert, K.; Smeets, D.; Muynck, D.D.; Nollet, T.; Martins, J.C.; Vanhaecke, F.; Vantomme, A.; Delerue, C.; Allan, 
G.; et al. Size-Dependent Optical Properties of Colloidal PbS Quantum Dots. ACS Nano 2009, 3, 3023–3030. 
https://doi.org/10.1021/nn900863a. 

17. Su, G.; Liu, C.; Deng, Z.; Zhao, X.; Zhou, X. Size-dependent photoluminescence of PbS QDs embedded in silicate glasses. Opt. 
Mater. Express 2017, 7, 2194. https://doi.org/10.1364/OME.7.002194. 

18. Mozafari, M.; Moztarzadeh, F. Microstructural and optical properties of spherical lead sulphide quantum dots-based optical 
sensors. Micro Nano Lett. 2011, 6, 161–164. https://doi.org/10.1049/mnl.2010.0203. 

19. Szendrei, K.; Speirs, M.; Gomulya, W.; Jarzab, D.; Manca, M.; Mikhnenko, O.V.; Yarema, M.; Kooi, B.J.; Heiss, W.; Loi, M.A. 
Exploring the Origin of the Temperature-Dependent Behavior of PbS Nanocrystal Thin Films and Solar Cells. Adv. Funct. Mater. 
2012, 22, 1598–1605. https://doi.org/10.1002/adfm.201102320. 

20. De Iacovo, A.; Venettacci, C.; Colace, L.; Scopa, L.; Foglia, S. PbS Colloidal Quantum Dot Photodetectors operating in the near 
infrared. Sci. Rep. 2016, 6, 37913. https://doi.org/10.1038/srep37913. 

21. Lu, K.; Wang, Y.; Liu, Z.; Han, L.; Shi, G.; Fang, H.; Chen, J.; Ye, X.; Chen, S.; Yang, F.; et al. High-Efficiency PbS Quantum-Dot 
Solar Cells with Greatly Simplified Fabrication Processing via “Solvent-Curing”. Adv. Mater. 2018, 30, e1707572. 
https://doi.org/10.1002/adma.201707572. 

22. Popescu, M.; Sava, F.; Lorinczi, A.; Savastru, R.; Savastru, D.; Mihailescu, I.N. Optical recording in sulfur-selenium layers. J. 
Optoelectron. Adv. Mater. 2004, 6, 883–886. 

23. Pop, I.; Nascu, C.; Ionescu, V.; Indrea, E.; Bratu, I. Structural and optical properties of PbS thin films obtained by chemical 
deposition. Thin Solid Films 1997, 307, 240–244. https://doi.org/10.1016/S0040-6090(97)00304-0. 

24. Fedjukin, A.V.; Nituta, A.N.; Lukin, A.N.; Semenov, V.; Ovechkina, N.M. Optical properties and structures of PbS films obtained 
via pyrolisis of thiourea complexes. Bull. Russ. Acad. Sci. Phys. 2015, 79, 215–217. https://doi.org/10.3103/S1062873815020100. 

25. Naşcu, C.; Vomir, V.; Pop, I.; Ionescu, V.; Grecu, R. The study of lead sulphide films. VI. Influence of oxidants on the chemically 
deposited PbS thin films. Mater. Sci. Eng. B 1996, 41, 235–240. https://doi.org/10.1016/S0921-5107(96)01611-X. 

26. Larramendi, E.; Calzadilla, O.; González-Arias, A.; Hernández, E.; Ruiz-Garcia, J. Effect of surface structure on photosensitivity 
in chemically deposited PbS thin films. Thin Solid Films 2001, 389, 301–306. https://doi.org/10.1016/S0040-6090(01)00815-X. 

27. Pentia, E.; Pintilie, L.; Tivarus, C.; Botila, T. Influence of Sb3+ ions on photoconductive properties of chemically deposited PbS 
films. Mater. Sci. Eng. B 2001, 80, 23–26. https://doi.org/10.1016/S0921-5107(00)00578-X. 

28. Joshi, R.K.; Kanjilal, A.; Sehgal, H. Solution grown PbS nanoparticle films. Appl. Surf. Sci. 2004, 221, 43–47. 
https://doi.org/10.1016/S0169-4332(03)00955-3. 

29. Valenzuela-Jáuregui, J.; Ramı ́rez-Bon, R.; Mendoza-Galván, A.; Sotelo-Lerma, M. Optical properties of PbS thin films chemically 
deposited at different temperatures. Thin Solid Films 2003, 441, 104–110. https://doi.org/10.1016/S0040-6090(03)00908-8. 

30. Seghaier, S.; Kamoun, N.; Brini, R.; Amara, A.B. Structural and optical properties of PbS thin films deposited by chemical bath 
deposition. Mater. Chem. Phys. 2006, 97, 71–80. https://doi.org/10.1016/j.matchemphys.2005.07.061. 

31. Gode, F.; Yavuz, F.; Kariper, I.A. Preparation and Characterization of Nanocrystalline PbS Thin Films Produced by Chemical 
Bath Deposition. Acta Phisica Pol. A 2015, 128, B215–B218. https://doi.org/10.12693/APhysPolA.128.B-215. 

32. Sharon, M.; Ramaiah, K.; Kumar, M.; Neumann-Spallart, M.; Levy-Clement, C. Electrodeposition of lead sulphide in acidic 
medium. J. Electroanal. Chem. 1997, 436, 49–52. https://doi.org/10.1016/S0022-0728(97)00124-1. 

33. Nair, P.K.; Garcia, V.M.; Hernandez, A.B.; Nair, M.T.S. Photoaccelerated chemical deposition of PbS thin films: Novel applica-
tions in decorative coatings and imaging techniques. J. Phys. D Appl. Phys. 1991, 24, 1466–1472. https://doi.org/10.1088/0022-
3727/24/8/036. 

34. Ni, Y.; Wang, F.; Liu, H.; Yin, G.; Hong, J.; Ma, X.; Xu, Z. A novel aqueous-phase route to prepare flower-shaped PbS micron 
crystals. J. Cryst. Growth 2004, 262, 399–402. https://doi.org/10.1016/j.jcrysgro.2003.10.053. 

35. Zhao, Y.; Liao, X.-H.; Hong, J.-M.; Zhu, J.-J. Synthesis of lead sulfide nanocrystals via microwave and sonochemical methods. 
Mater. Chem. Phys. 2004, 87, 149–153. https://doi.org/10.1016/j.matchemphys.2004.05.026. 

36. Patel, J.; Mighri, F.; Ajji, A.; Tiwari, D.; Chaudhuri, T.K. Spin-coating deposition of PbS and CdS thin films for solar cell appli-
cation. Appl. Phys. A 2014, 117, 1791–1799. https://doi.org/10.1007/s00339-014-8659-x. 

37. Yanover, D.; Čapek, R.K.; Rubin-Brusilovski, A.; Vaxenburg, R.; Grumbach, N.; Maikov, G.I.; Solomeshch, O.; Sashchiuk, A.; 
Lifshitz, E. Small-Sized PbSe/PbS Core/Shell Colloidal Quantum Dots. Chem. Mater. 2012, 24, 4417–4423. 
https://doi.org/10.1021/cm302793k. 

38. Yanover, D.; Vaxenburg, R.; Tilchin, J.; Rubin-Brusilovski, A.; Zaiats, G.; Čapek, R.K.; Sashchiuk, A.; Lifshitz, E. Significance of 
Small-Sized PbSe/PbS Core/Shell Colloidal Quantum Dots for Optoelectronic Applications. J. Phys. Chem. C 2014, 118, 17001–
17009. https://doi.org/10.1021/jp500471s. 

39. Rubin-Brusilovski, A.; Jang, Y.; Shapiro, A.; Safran, A.; Sashchiuk, A.; Lifshitz, E. Influence of Interfacial Strain on Optical Prop-
erties of PbSe/PbS Colloidal Quantum Dots. Chem. Mater. 2016, 28, 9056–9063. https://doi.org/10.1021/acs.chemmater.6b04098. 



Nanomaterials 2022, 12, 3006 15 of 15 
 

 

40. Yadav, S.K.; Jeevanandam, P. Synthesis of PbS–Al2O3 nanocomposites by sol–gel process and studies on their optical proper-
ties. Opt. Mater. 2015, 46, 209–215. https://doi.org/10.1016/j.optmat.2015.04.020. 

41. Rusu, M.; Stefan, C.; Elisa, M.; Feraru, I.; Vasiliu, I.C.; Bartha, C.; Trusca, R.; Vasile, E.; Peretz, S. CdS/ZnS-doped silico-phos-
phate films prepared by sol-gel synthesis. J. Non-Cryst. Solids 2018, 481, 435–440. https://doi.org/10.1016/j.jnoncrysol.2017.11.025. 

42. Dinca, M.; Sava, B.; Galca, A.; Kuncser, V.; Iacob, N.; Stan, G.; Boroica, L.; Filip, A.; Elisa, M. Magneto-optical properties of 
borophosphate glasses co-doped with Tb3+ and Dy3+ions. J. Non-Cryst. Solids 2021, 568, 120967. https://doi.org/10.1016/j.jnon-
crysol.2021.120967. 

43. Elisa, M.; Vasiliu, I.C.; Feraru, I.D.; Iordanescu, R.; Rusu, M.I.; Trusca, R.D.; Vasile, E.; Peretz, S. CdSe/ZnS-doped silicophos-
phate films prepared by sol–gel method. J. Sol-Gel Sci. Technol. 2015, 73, 660–665. https://doi.org/10.1007/s10971-015-3616-5. 

44. PDF-ICDD. Powder Diffraction File (PDF-4+ 2018 Software 4.18.0.2); International Centre for Diffraction Data; 12 Campus Boule-
vard: Newtown Square, PA, USA, 2011. 

45. Zhao, Y.; Li, W. PbS quantum dots band gap tuning via Eu doping. Mater. Res. Express 2019, 6, 115908. 
https://doi.org/10.1088/2053-1591/ab278c. 

46. Joshi, A.; Narsingi, K.Y.; Manasreh, M.O.; Davis, E.A.; Weaver, B.D. Temperature dependence of the band gap of colloidal 
CdSe∕ZnS core/shell nanocrystals embedded into an ultraviolet curable resin. Appl. Phys. Lett. 2006, 89, 131907. 
https://doi.org/10.1063/1.2357856. 

47. Bhowmick, M.; Singh, A.K.; Barik, P.; Xi, H.; Ullrich, B. Impact of PbS quantum dots on GaAs photoluminescence In Proceedings 
of SPIE Optical Components and Materials XVIII Conference, 116820Y, San Diego, California, USA, 5 March 2021. 
https://doi.org/10.1117/12.2572833. 

48. Badawi, A.; Al-Hosiny, N.; Merazga, A.; Albaradi, A.M.; Abdallah, S.; Talaat, H. Study of the back recombination processes of 
PbS quantum dots sensitized solar cells. Superlattices Microstruct. 2016, 100, 694–702. https://doi.org/10.1016/j.spmi.2016.10.029. 

49. Nanda, K.K.; Kruis, F.E.; Fissan, H.; Behera, S.N. Effective mass approximation for two extreme semiconductors: Band gap of 
PbS and CuBr nanoparticles. J. Appl. Phys. 2004, 95, 5035–5041. https://doi.org/10.1063/1.1691184. 

50. Shkir, M.; Chandekar, K.V.; Hossain, M.; Palanivel, B.; Ahmad, N.; Ashraf, I.; Somaily, H.; Algarni, H.; AlFaify, S. Enhanced 
dielectric and electrical properties of PbS nanostructures facilely synthesized by low-cost chemical route: An effect of Ce doping 
concentrations. Mater. Chem. Phys. 2021, 278, 125626. https://doi.org/10.1016/j.matchemphys.2021.125626. 

51. Elisa, M.; Iordache, S.-M.; Iordache, A.-M.; Rusu, M.I.; Socol, G.; Filipescu, M.; Bartha, C.; Enculescu, M. Pulsed Laser Deposition 
Films Based on CdSe-Doped Zinc Aluminophosphate Glass. JOM 2021, 73, 495–503. https://doi.org/10.1007/s11837-020-04150-
3. 

52. Elisa, M.; Stefan, R.C.; Vasiliu, I.C.; Iordache, S.M.; Iordache, A.-M.; Sava, B.A.; Boroica, L.; Dinca, M.C.; Filip, A.V.; Galca, A.C.; 
et al. A New Zinc Phosphate-Tellurite Glass for Magneto-Optical Applications. Nanomaterials 2020, 10, 1875. 
https://doi.org/10.3390/nano10091875. 

53. Shimakawa, K.; Singh, J.; O’Leary, S.K. Optical Properties of Disordered Condensed Matter. In Optical Properties of Materials and 
Their Applications, 2nd ed.; Singh, J., Ed.; Wiley: Darwin, Australia, 2020. 

54. Al-Saadi, T.M.; Hussein, B.H.; Hasan, A.B.; Shehab, A. Study the Structural and Optical Properties of Cr doped SnO2 Nanopar-
ticles Synthesized by Sol-Gel Method. Energy Procedia 2019, 157, 457–465. https://doi.org/10.1016/j.egypro.2018.11.210. 

55. Pugh-Thomas, D.; Walsh, B.M.; Gupta, M.C. CdSe(ZnS) nanocomposite luminescent high temperature sensor. Nanotechnology 
2011, 22, 185503. https://doi.org/10.1088/0957-4484/22/18/185503. 

56. Suganya, M.; Balu, A. PbS nanopowder–synthesis, characterization and antimicrobial activity. Mater. Sci. 2017, 35, 322–328. 
https://doi.org/10.1515/msp-2017-0046. 

57. Shapter, J.G.; Brooker, M.H.; Skinner, W.M. Observation of the oxidation of galena using Raman spectroscopy. Int. J. Miner. 
Process. 2000, 60, 199–211. https://doi.org/10.1016/S0301-7516(00)00017-X. 

58. White, W.B.; Minser, D.G. Raman spectra and structure of natural glasses. J. Non-Cryst. Solids 1984, 67, 45–59. 
https://doi.org/10.1016/0022-3093(84)90140-6. 

59. González, P.; Serra, J.; Liste, S.; Chiussi, S.; León, B.; Pérez-Amor, M. Raman spectroscopic study of bioactive silica based glasses. 
J. Non-Cryst. Solids 2003, 320, 92–99. https://doi.org/10.1016/S0022-3093(03)00013-9. 

60. Yadav, A.K.; Singh, P. A review of the structures of oxide glasses by Raman spectroscopy. RSC Adv. 2015, 5, 67583–67609. 
https://doi.org/10.1039/C5RA13043C. 

61. Tung, S. High proton conductive glass electrolyte synthesized by an accelerated sol–gel process with water/vapor management. 
J. Membr. Sci. 2004, 241, 315–323. https://doi.org/10.1016/j.memsci.2004.06.003. 


