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Abstract: Multi-component silica calcium phosphate glasses doped with modifiers of alkaline and
transition metal oxides of Mg?*, Fe3*, and Bi®* were synthesized using the sol-gel method. The glasses
were analyzed for structural behavior via XRD analysis. While alkaline metal-doped glasses were
purely amorphous, the transition metal oxides induced fractional crystallinity in the material, with
bismuth evidencing a high glass—ceramic attribute. FT-IR analysis confirmed the presence of silicate
and phosphate linkages in the glass material via the vibration modes around 790 cm~! and 450 cm ™!,
respectively. The peaks also represented the bridging and non-bridging oxygens of the glass formers.
The UV-visible absorption spectra of the alkaline metal-infused glasses demonstrated the absence of
sharp absorption peaks, while the transition metal-doped glasses evidenced prominent UV absorption.
Tauc’s plots of the absorption spectra were employed to predict the band gap energies. While the
Fe3*-doped glass exhibited the lowest band gap energy of 2.6 eV approaching a semiconducting
nature, the remaining glasses exhibited an insulating behavior with a value of around 4 eV. The high
UV absorption and lower bandgap indicate the suitability of the iron-doped glass for photovoltaic
devices. Green and red emissions from all the glasses were observed using photoluminescence
analysis. While the emission indicates the nature of the glass host, the intensity of its luminescence
was altered by the influence of modifiers. Multi-component silicate glasses underscore the efficiency
of the modifiers that could be suitably tailored for influencing the laser activity.
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1. Introduction

Optically active glasses have been found in a wide range of applications, from lasers
to LEDs andto optical amplifiers [1]. While silica, telluride, fluoride, and germanate glasses
have been widely reported, the addition of phosphate is also preferred due to their high
luminescence and transparency. However, phosphate glasses have exhibited poor chemical
stability, which demands the addition of modifiers in the glass material [2]. The structure
and optical activity of the glasses could be enhanced by the addition of modifier oxides such
as alkali, alkaline earth metals, and transition metals [3]. A significant enhancement in the
Mg?*- and Bi3*-doped glasses has been observed related to the luminescent behavior [4,5].
It has been reported that Fe doping in glasses has greatly reduced the band gap energy,
approaching a semiconducting nature [3].

The present study is intended to synthesize the silica calcium phosphate glasses doped
with the alkaline earth metal and transition metal modifier oxides of Ca2*, Mg2+, Fe3*, and
Bi**. The behavior of the modifiers relating to the structural and optical influence on the
glass properties are compared. Emissions from the glasses are analyzed to understand the
laser action.
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2. Materials and Methods

The silica calcium phosphate glasses doped with modifier oxides from the alkaline
metal groups of calcium and magnesium and that from the transition metals of iron and
bismuth were synthesized using the sol-gel method as per the scheme reported [6]. The
glasses are, respectively, coded as SPCM, SPCF, and SPCB. The precursors were stirred for
two hours at room temperature, followed by gelation and formation of solid glasses.

The glasses were taken for structural analysis via X-ray diffraction using an X-ray
Diffractometer (Bruker A = 1.5418A). The functional groups present in the glasses were
verified using Fourier Transform Infrared (FT-IR) analysis employing a Shimadzu FTIR—
8400S. The optical properties were examined by the Shimadzu—UYV 3600Plus UV-visible
spectrophotometer in the visible range, while photoluminescence studies were carried out
with a Horiba Fluoromax-PLUS spectrofluorometer at room temperature of 300 K.

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

The XRD spectra of the samples are shown in Figure 1. The Mg?*-doped sample
exhibited an amorphous nature without the formation of crystalline phases [7]. Large
crystallinity was observed in the Bi**-doped glass with the bismuth silicate and SiO,
phases [8,9]. The Fe3*-doped glass also has fewer peaks related to the SiO, phase. This
proves that the bismuth- and iron-doped glasses have a larger ceramic attribute, producing
physical stability to the glasses.
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Figure 1. XRD pattern of the glasses.

3.2. FT-IR Studies

The FT-IR spectrum of the undoped silica phosphate glass is shown in Figure 2. The
doped samples also exhibited similar spectra without showing the vibrations of the modifier
oxides. This is due to the low proportions of the modifiers added as a dopant in the glass.
The band at 3548 cm ™! is due to the vibrations of the hydroxyl groups. The peaks at
1632 cm~! and 1336 cm ™! are due to the bending motions of the remanent water molecules
in the glass [10]. The bands at 1108 cm ™! and 799 cm~! are due to the asymmetric and
symmetric stretching of the phosphate groups, respectively. The existence of silicate groups
is confirmed by the bending motion at 450 cm~! [11].
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Figure 2. FT-IR graph of pure silica calcium phosphate glass (Variation of transmittance from low to
high is indicated by the colors from red to blue).

3.3. Optical Studies

The absorption spectra of the samples are shown in Figure 3.
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Figure 3. UV-visible absorption spectra.

The glass SPCF shows broad absorption between 200 and 400 nm in the UV region
while transmitting light in the visible region. The glass SPCB has minimal absorption
in the UV region and provides complete transparency in the visible region [12,13]. The
Mg?*-doped glass, however, shows smaller absorptions at 250 nm, 480 nm, and 520 nm in
the visible region.

Tauc’s plots shown in Figure 4 were used to obtain the band gap energies. The band
gap and the related optical parameters were evaluated using the expressions reported [12].
The values of the band gap energy and the optical parameters of SPCM, SPCF, and SPCB
are tabulated in Table 1, which agree with the reported values [12,14,15]. This shows that
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the iron-doped glass approaches a semiconducting nature, while the rest of the glasses
exhibit perfect insulating properties.
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Figure 4. Tauc’s plot (The arrows from the linear fits point to the band gap energy of the respective
glass material).

Table 1. Optical parameters.

Parameters/Sample Code SPCM SPCF SPCB
Band gap energy (eV) 3.910 2.610 4.160
Refractive index 2.187 2.510 2.139
Dielectric constant 4.783 6.300 4.575
Reflection loss 0.139 0.185 0.132

3.4. Photoluminescence Studies

The emission spectra of the modifier oxide-doped silica phosphate glasses obtained at
an excitation wavelength of 350 nm are shown in Figure 5. All the glasses demonstrated
blue emissions around 410 nm, 434 nm, 450 nm, and 470 nm [13]. A prominent yellow
emission at 570 nm was observed, along with a relatively low intensity of red emission
at 617 nm [16]. A bluish-green emission could be observed at 490 nm in SPCM and SPCE,
while it is evident at 505 nm in SPCB. The intensities of emissions in SPCM and SPCF
are high, while that in SPCB is relatively low. This would prove the emissive behavior
of the silica calcium phosphate glass host, which is more suitable for blue and yellow
laser applications. However, the luminescence could be favorably tailored by the modifier
oxides. The material could also be considered for doping with rare earth ions to enhance
the luminescent behavior with and the glass formers.
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Figure 5. Emission spectra.

4. Conclusions

The silica phosphate glasses were doped using modifier oxides of Mg?*, Fe®*, and Bi®*
along with Ca?* and synthesized using the sol-gel method. The XRD analysis confirmed
the glass—ceramic nature when modified with bismuth, while a pure amorphous nature
was observed in the magnesium-doped glass. The FI-IR analysis confirmed the existence
of silica and phosphate groups in the glass material. Tauc’s plots with a narrow band gap
of 2.6 eV identified a near semiconducting nature for the iron-doped system while retaining
an insulating trend in the bismuth- and magnesium-doped glasses. The low bandgap with
higher dielectric constant, as well as enhanced UV absorption, indicate the potentiality of
the Fe-doped glass for photovoltaic devices. The silica calcium phosphate glass matrix was
found to be suitable for blue and yellow emissions, which could be tuned suitably for laser
action by optimizing the modifier oxides and doping with rare earth ions.

Author Contributions: Conceptualization, methodology, software, and validation, G.PJ., Y.J. and
G.D.; formal analysis and investigation, G.P.J. and G.D.; writing—original draft preparation and
writing—review and editing, G.PJ. and Y.J.; visualization, G.D.; supervision, G.D. All authors have
read and agreed to the published version of the manuscript.

Funding: This research received no external funding.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Data are contained within the article.

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

1. Atta, D.; Ismail, M.M.; Battisha, LK. 3D Laser Raman Micro-Spectroscopy of Er3* and Yb3* Co-Activated Nano-Composite
Phosphosilicate for Industrial Photonics Applications. Opt. Laser Technol. 2022, 149, 107761. [CrossRef]

2. Wen, H,; Xie, S.; Cui, J.; Mao, S.; Luo, L.; Brik, M.G. Optical Properties of 3d Transition Metal Ion-Doped Aluminophosphate
Glasses. . Lumin. 2019, 213, 263-272. [CrossRef]

3. Huang, Q.; Liu, T.; Shen, X,; Li, X.; Lu, A.; Gu, Y. Characterization of Fe;O3 Doping on Structure, Optical and Luminescence
Properties of Magnesium Aluminosilicate-Based Glasses. J. Non-Cryst. Solids 2021, 563, 120786. [CrossRef]

4. Purnima, M,; Stalin, S.; Edukondalu, A.; Samee, M.A.; Ahmmad, S.K.; Rahman, S. Spectroscopic Studies on Li20O-MgO-Bi,O3—
B, O3 Glasses. Chin. J. Phys. 2020, 66, 517-526. [CrossRef]


https://doi.org/10.1016/j.optlastec.2021.107761
https://doi.org/10.1016/j.jlumin.2019.05.016
https://doi.org/10.1016/j.jnoncrysol.2021.120786
https://doi.org/10.1016/j.cjph.2020.05.031

Eng. Proc. 2023, 56, 208 60f6

10.

11.

12.

13.

14.

15.

16.

Jiang, C.; Ramteke, D.D.; Li, J.; Sliz, R.; Sreenivasan, H.; Cheeseman, C.; Kinnunen, P. Preparation and Characterization of Binary
Mg-Silicate Glasses via Sol-Gel Route. ]. Non-Cryst. Solids 2023, 606, 122204. [CrossRef]

Gracie, PJ.; Geetha, D.; Battisha, I. K. Multifunctional Praseodymium-Doped Composite Silica Glasses for UV Shielding and
Photonic Applications. J. Phys. D Appl. Phys. 2023, 56, 195301. [CrossRef]

Ismail, M.M.; Battisha, 1.K.; Geetha, D. Optical Properties of Er3*-Yb3* Ions Co-Activated Multicomponent Phosphate Glasses for
Near-Infrared Applications. Braz. |. Phys. 2022, 53, 21. [CrossRef]

Ponta, O.; Mocuta, H.; Vasilescu, M.; Simon, S. Structural Characterization of Amorphous and Nanostructured Bismuth Silicate
Xerogels. J. Sol.-Gel. Sci. Technol. 2011, 58, 530-534. [CrossRef]

Batool, S.S.; Imran, Z.; Rasool, K.; Ambreen, J.; Hassan, S.; Arif, S.; Ahmad, M.; Rafiq, M.A. Study of Electric Conduction
Mechanisms in Bismuth Silicate Nanofibers. Sci. Rep. 2020, 10, 2775. [CrossRef] [PubMed]

Battisha, I.; Nahrawy, A.E. Physical Properties of Nano-Composite Silica-Phosphate Thin Film Prepared by Sol Gel Technique.
New ]. Glass Ceram. 2012, 2, 17-22. [CrossRef]

Ibrahim, S.; Darwish, H.; Gomaa, M. Electrical and Physicochemical Properties of Some Ag,O-Containing Lithia Iron Silica
Phosphate Glasses. J. Mater. Sci. Mater. Electron. 2011, 23, 1131-1142. [CrossRef]

Geidam, 1.G.; Matori, K.A.; Halimah, M.K,; Chan, K.T.; Muhammad, ED.; Ishak, M.; Umar, S.A.; Hamza, A.M. Optical
Characterization and Polaron Radius of BiyO3 Doped Silica Borotellurite Glasses. J. Lumin. 2022, 246, 118868. [CrossRef]

Yang, P; Lii, M.K,; Song, C.F;; Xu, D.; Yuan, D.R.; Gu, F. Photoluminescence Properties of Alkaline Metallic Ions Doped Sol-Gel
Silica Glasses. Mater. Sci. Eng. B 2002, 90, 99-102. [CrossRef]

Gracie, PJ.; Geetha, D. Nano Cristobalite Embedded Erd* Doped Multi-Functional Silica Phosphate Composite Glasses for
Optoelectronic Applications. Ceram. Int. 2023, 49, 25848-25867. [CrossRef]

Kaur, P,; Kaur, P.; Alzahrani, J.S.; Al-Buriahi, M.S.; Alrowaili, Z.A.; Singh, T. Optical and Spectroscopic Behavior of Eud* Doped
Heavy Metal Phosphate Glasses. Ceram. Int. 2022, 48, 19424-19433. [CrossRef]

Omri, K.; El Ghoul, J.; Alyamani, A.; Barthou, C.; El Mir, L. Luminescence Properties of Green Emission of 5iO; /Zn;SiO4:Mn
Nanocomposite Prepared by Sol-Gel Method. Phys. E Low-Dimens. Syst. Nanostruct. 2013, 53, 48-54. [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/10.1016/j.jnoncrysol.2023.122204
https://doi.org/10.1088/1361-6463/acc25a
https://doi.org/10.1007/s13538-022-01241-1
https://doi.org/10.1007/s10971-011-2423-x
https://doi.org/10.1038/s41598-020-59563-6
https://www.ncbi.nlm.nih.gov/pubmed/32066818
https://doi.org/10.4236/njgc.2012.21004
https://doi.org/10.1007/s10854-011-0561-0
https://doi.org/10.1016/j.jlumin.2022.118868
https://doi.org/10.1016/S0921-5107(01)00929-1
https://doi.org/10.1016/j.ceramint.2023.05.132
https://doi.org/10.1016/j.ceramint.2022.03.240
https://doi.org/10.1016/j.physe.2013.04.020

	Introduction 
	Materials and Methods 
	Results and Discussion 
	X-ray Diffraction (XRD) Studies 
	FT-IR Studies 
	Optical Studies 
	Photoluminescence Studies 

	Conclusions 
	References

