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for optimizing the synthesis of metal sulfide
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Metal sulfide nanoparticles (MSNs) have attracted significant attention due to their unique optical,
electronic, and catalytic properties. These nanomaterials have great potential for many applications,
such as solar cells, sensors, and environmental remediation. In particular, MSNs have demonstrated
promising results in the degradation of dyes, which are hazardous pollutants commonly released by
industries (textiles, leather, paper, and plastics). This review article provides a comprehensive overview
of recent advancements in the synthesis of MSNs and their application in dye degradation. Two
optimization approaches, namely, conventional and response surface methodology (RSM), are discussed
in detail, highlighting their advantages and limitations. The conventional approach involves varying one
parameter at a time, while the RSM approach uses statistical and mathematical tools to model and
analyze the relationship between multiple variables and their effects on the desired response. This article
also highlights recent research on optimizing the synthesis conditions for various MSNs, such as zinc
sulfide (ZnS), copper sulfide, and cadmium sulfide (CdS) using both conventional and RSM approaches.
Additionally, this article presents a discussion on the photocatalytic performance of MSNs in the
degradation of various organic dyes, including azo, triphenylmethane, and anthraquinone dyes. Overall,
this review serves as a valuable resource for researchers working in the field of nanotechnology and
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1. Introduction

In recent years, the ever-increasing demand for advanced
materials has led to the development of metal sulfide nano-
particles (MSNs) due to their unique optical, electronic, and
catalytic properties."” These materials are being used in solar
cells, sensors, and environmental remediation.® There are
many ways to synthesize MSNs, such as chemical precipitation,
hydrothermal, sol-gel, and solvothermal*® methods. Each method
has its advantages and limitations which affect the morphology,
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particle size, and overall performance of the synthesized nano-
particles."”® Among the numerous categories of sulfide
photocatalysts,'"* NiS,, a semiconductor, has unique electrical,
optical, and magnetic characteristics that make it useful in a
variety of fields."? NiS, has a small band gap of approximately
0.3 eV, which allows it to capture light in the visual range and
be used in photocatalytic processes.>™* Chen et al. (2020)
synthesized facile NiS,, which serves as an effective catalyst,
enhancing the photocatalytic efficiency of g-C;N, in H, pro-
duction. A simple, low-temperature (80 °C) impregnation
technique was devised for NiS,/g-C3N, photocatalyst creation.
In recycling tests, NiS,/g-C;N,(3 wt%) demonstrated consistent,
high-performance photocatalytic H, generation under visible
light."® The activity of metal sulfides can sometimes be limited
due to factors such as poor conductivity, insufficient surface
area, and inadequate stability. Various approaches have been
developed to enhance the activity of metal sulfides.'® Fig. 1
illustrates the optimization strategies for enhancing metal
sulfide system activity.

Similarly, the preferred substance for photocatalytic and
hydrogen evolution has been cobalt sulfide. This material can

© 2023 The Author(s). Published by the Royal Society of Chemistry
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be artificially tailored for the elimination of organic pigments
via visible light photocatalysis and adsorption by shrinking its
size to the nanodomain. This material’s band gap, phase, and
shape can all be adjusted in this way.'” Efficient CoS,, C03S,,
and CoeSg hollow nanospheres (HNSs) were synthesized by
Li et al. (2020) for use as peroxymonosulfate (PMS) activators in
ciprofloxacin'® degradation. The CoS, HNS/PMS system’s per-
formance was investigated by varying operating parameters.
CoS, HNSs demonstrated strong catalytic activity across a
pH range of 3-10. At an initial pH of 8.0, 10 mg L' CIP was
entirely removed by CoS, HNSs within 3 minutes, achieving
62.6% CIP mineralization."” Comparably, as a member of the
family of metal sulfides, cadmium sulfide (CdS) is an intrinsic
n-type semiconductor substance. With its narrow band gap
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energy (2.42 eV), CdS is a perfect visible photocatalyst in the
visible region.®?' Fig. 2 presents the hydrothermal treatment
for the synthesis of CdS nanoflowers. The energy bands of some
of the most extensively researched metal sulfides are presented
in Fig. 3.

The introduction of large amounts of dyes into both natural
water and waste water treatment systems results from the
discharge of various dyes from various sources, such as the
paper and pulp, textile and intermediate industries.*>** One of
the critical applications of MSNs is in the degradation of dyes,
which are hazardous pollutants. The presence of dyes in aqua-
tic ecosystems can cause severe damage to the environment
and aquatic life, making it crucial to explore effective tech-
niques for dye removal.>* Physical, chemical, and biological
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Fig. 1 Systematic methods for boosting performance in metal sulfide
systems.

approaches have been developed to minimize the amount of
toxins in the environment.>> However, these methods were
ineffective because the toxins had not been broken down.
Instead, they were just turned into other species, which led to
more pollution. In recent years, MSNs have gained interest as
photocatalysts for the removal of different organic dyes.>® The
use of nanoscale catalysis and photocatalysis with nanoparticles
(NPs), nanowires (NWs), or nanotubes (NTs) in wastewater treat-
ment processes has recently shown promise in addressing some of
the key issues related to heavy metals, pigments, and contami-
nants. The size and shape of nanoparticles play an important role
in photocatalytic applications.>”*®

Due to heavy water contamination from different industries,
scholars and scientists have redirected their attention towards
the exploration and advancement of effective and environ-
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mentally friendly approaches to eliminate pollutants.”® Mostly,
the photocatalytic reaction is optimized using the conventional
kinetic approach, which investigates the effect of reaction
parameters (including photocatalyst concentration, dye mole-
cule concentration, irradiation time, and pH) on the response
by varying one reaction parameter and measuring its effect
on degradation while keeping all other reaction parameters
constant.* Using traditional trial-and-error methods is often a
long process that uses a lot of resources and may not lead to the
desired results. Recently, an innovative technique for the
optimization of these photocatalytic processes called response
surface methodology (RSM) has evolved. This method makes
use of quantitative and statistical models. This optimization
method assumes that all response factors are independent of
each other and have no connection.’" As it includes interaction
factors that take the connection between response parameters
into consideration, this method is better than the traditional
optimization method. Because of this sophisticated method,
the reaction is further optimized.*> The present discourse aims
to elucidate the profound importance of response surface
methodology (RSM), a statistical and mathematical approach
that facilitates the methodical enhancement of intricate
processes.”® The utilization of RSM facilitates the systematic
manipulation of various factors that impact the synthesis
process, thereby enabling a comprehensive examination
of their interrelationships. This approach proves invaluable
in the identification of optimal conditions that yield
improved properties of nanoparticles for the purpose of dye
degradation.®*

Recent research has focused on adjusting the nanostructure
of metal sulfide nanoparticles to improve their photocatalytic
activity. The surface area and light absorption characteristics
are influenced by size, shape, and morphology. One option is
to create hierarchical structures, such as core-shell or hetero-
structure topologies, which encourage charge separation and
the use of a wider spectrum of light.*>*® Doping metal sulfide
nanoparticles with different elements may improve their cata-
Iytic capabilities significantly. Incorporating transition metals
or nonmetals, for example, may enhance charge carrier mobi-
lity and increase light absorption. Metal sulfides with varied
compositions may also be allowed to control their bandgap,
resulting in increased visible light utilization and photocatalytic
activity.”” Surface engineering holds significance in enhancing
catalytic activity. Surface modifications such as co-catalysts,
organic ligands, or plasmonic nanoparticles may improve charge
transfer kinetics while decreasing recombination rates. These
changes also improve the nanoparticles’ durability under strong
reaction conditions.*® The creation of heterojunctions between
metal sulfide nanoparticles and other semiconductors or materi-
als, such as graphene, improves charge carrier separation and
migration. This material synergy results in excellent electron-hole
separation and enhanced photocatalytic activity.*®

The review offers a thorough understanding of metal sulfide
nanoparticles, their synthesis methods, the mechanisms
involved in dye degradation, and the effectiveness of RSM as
a powerful statistical tool for optimizing the parameters

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 Exploring CdS nanoflower formation through the hydrothermal treatment technique.
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Fig. 3 Energy band gap values of key metal sulfide nanoparticles.

affecting metal sulfide-based dye degradation processes. To our metal chalcogenides are used.*’ In this process, binary metals

best knowledge, this review is the first detailed report on the are used, with one present in high concentration and other

RMS regarding the synthesis of nanomaterials and their appli- in a small concentration.*® Different metals like Ce, Sr, Cu,

cation in photocatalytic processes. This study will be the Co, etc. can be used as a dopant. A metal sulfide nanocompo-

new horizon for the people working on the synthesis of such site refers to a material composed of two or more distinct

materials and their uses. components, with one of the components being a metal
sulfide.*’

2. Metal sulfide nanoparticles

Metal sulfide nanoparticles refer to nanoscale particles 3. Synthetic approaches for metal
composed of metal and sulfur atoms.***! These nanoparticles gylfide na nopa rticles
exhibit unique optical, electrical, and chemical properties.
Their small size and high surface area-to-volume ratio make Two common methods for synthesizing metallic nanoparticles
them excellent candidates for catalytic reactions and energy are top-down and bottom-up approaches. These methods
storage applications.*” Metal sulfides are of three main types: differ primarily in the type of precursor used for nanoparticle
(a) pure metal sulfides, (b) doped metal sulfides, and preparation.*® The top-down approach employs bulk materials
(c) composite metal sulfides. as precursors,’® while the bottom-up approach utilizes atoms
Those purely composed of a single metal exhibit catalytic, or molecules.>® Understanding these differences is essential for
magnetic and electrochemical properties.”>** The struc- tailoring nanoparticle synthesis and properties for specific
tural, electrochemical, magnetic, photo-catalytic and catalytic —applications. Fig. 4 represents the synthetic approaches for
properties of metal sulfides can be enhanced, when doped metal sulfide nanoparticles.

© 2023 The Author(s). Published by the Royal Society of Chemistry Mater. Adv., 2023, 4, 5094-5125 | 5097
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Fig. 4 Systematic techniques for the synthesis of metal sulfide nanoparticles.

3.1. Top-down method

The preparation of small nanosized particles involves the break-
down of bulk precursor material using various physical methods,
such as sputtering, grinding, milling, thermal or laser ablation.>">®
These processes result in the formation of nanoparticles with
reduced dimensions compared to the original bulk material.>®
Top-down methods are categorized into two type of methods:

Scotch tape method. In this method, there is no chemical
reaction involved and it is therefore called a non-destructive
method.”” This is a simple process that results in the produc-
tion of nanoflake-like particles.>®

Physical method. Various physical methods like mechanical
milling,”® ultra-sonication or liquid phase exfoliation®® and
electron spray pyrolysis®' are used.

3.1.1. Mechanical milling. It is an inexpensive method for
producing NPs from bulk and kinetic energy is transferred from
the grinding medium to the material during reduction.®®
Reduction in particle size with high energy ball mining is the
working principle involved in this method (Fig. 5).°> NPs are
produced by adding bulk powder and heavy balls that rotate at
high speed in a container, resulting in the production of small
size particles. Meng et al. (2021) reported the synthesis
and optimization of a photocatalyst with a high-efficiency
MoS, modification; this catalyst was composed of metal-free

Rotation Direction

M

' Grinding Medium
@ NPsTo Grind

Fig. 5 Different mechanisms for mechanical ball milling.
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graphitic carbon nitride (g-C;N,), black phosphorus (BP), and
MoS, (MCN/BP/MS). The optimized MCN/BP/MS photocatalyst
exhibited excellent performance in hydrogen evolution, with a
degradation rate of 100% in 25 min.**

3.1.2. Liquid-phase exfoliation. Exfoliation methods are
efficient, low cost, result in fewer by-products and are
convenient.”® It is also one of the top-down methods in which
solvent is scattered with a bulk of material. By means of
mechanical processing techniques, such as ultra-sonication,
2D flake-like particles are generated through the exfoliation of
the material. DMF is used as a solvent in this method. This
approach is used for the fabrication of monolayer nanosheets
with a thickness of <1 nm.®® Hadi et al. (2018) explored a new
method to increase the output of liquid-phase exfoliation of
graphite to graphene sheets. The technique involves utilizing
magnetic Fe;0, nanoparticles as a “particle wedge” to aid in
delaminating graphitic layers (Fig. 6). The use of Fe;0, particles
and ultrasonic waves generates strong shear forces, leading to
improved exfoliation of graphite. This approach provides high-
quality graphene sheets, and the separation of Fe;0, particles
from the graphene solution is easily accomplished due to the
magnetic properties of Fe;0, nanoparticles.®®

3.1.3.
delivery of precursors in the gaseous form into a heated

Electrospray pyrolysis. This method involves the

Planetary Ball Mill

Vibratory Mill

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 Nanomaterials for delaminating graphitic layers via the liquid phase exfoliation method.

reactor.®” The precursor is facilitated using a nebulizer system,
which comprises a fluid nebulizer, a vertical tubular reactor,
and a precipitator.®® Lee et al. (2021) studied Au/ZnO to control
the electron-hole recombination of the photocatalyst. The
ultrasonic spray pyrolysis method was employed to generate
Au/ZnO particles under different conditions (Fig. 7). The photo-
catalytic decomposition rate of rhodamine-B was faster than
that of ZnO in all Au/ZnO particles, with the best photocatalytic
performance observed in particles containing 0.1 mass% Au
supported on ZnO. Additionally, optimal photolysis activity
occurred when 10 mg of Au/ZnO particles was added to
100 mL of a 5 mg L' RhB aqueous solution.®®

Chamber

Aqueous Solution

<

Blower/Compressor

Fig. 7 A complete setup for electrospray pyrolysis.
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3.2. Bottom-up method

In this approach, small particles, such as atoms or molecules,
are merged to prepare nanoparticles (NPs). NPs are synthesized
using chemical and biological techniques.®® Fig. 8 illustrates
the general mechanism of bottom-up and top-down approaches
for metal sulfide nanoparticles.

3.2.1. Chemical methods for nanoparticle synthesis.

Chemical methods are superior in terms of the rate of
production and the production of nanoparticles with spe-
cific and controllable sizes. Metallic precursors, stabilizing
agents and reducing agents are mainly used in chemical
methods.”®

Ventilator

Flow controller
Tap

Nozzle

Hot Plate
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Fig. 8 General mechanism of bottom—-up and top—down approaches.

Hydrothermal method. The synthesis of metal sulphides
through the hydrothermal method needs a closed system
with regulated temperature and pressure.”’ This is a low cost
method for the synthesis of MoS, NPs. Sodium molybdate is
used as the Mo precursor while thiourea and thioacetamide are
used as sulphur sources.”” This eco-friendly approach elimi-
nates the need for pH control and complexing agents. Through
this method, FeS,,”®> CuS,”* Ag,S,”> MoS,’® and CdS”’ are
prepared. NPs are synthesized by heating a mixture of metal
salts and sulfide sources. The commonly used metal sources
include chlorides or nitrates, while organic sulfides serve as
sulfide sources. This technique primarily generates nano-
particles in an autoclave. The synthesis of Ag,S nanoflowers
via hydrothermal treatment methodology is depicted in Fig. 9.

Amral et al. (2022) synthesized MoS, nanoflower-like nano-
particles by setting the autoclave temperature at 180 °C for
20 hours and utilizing molybdenum oxide and potassium
thiocyanate as precursors. Temperature and duration have a
significant influence nanoparticle architecture, with coral-like
structures observed at 150 °C for 25 hours and nanosheet

View Article Online
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structures with extensive surface areas obtained at 240 °C for
47 hours.?® Wang et al. (2023) prepared ZnS/TiO, heterojunc-
tion photocatalysts by hydrothermally depositing ZnS nano-
particles on TiO, nanofibers. Fig. 10 illustrates the synthesis of
MoS, nanoflowers by using a hydrothermal method.

Microwave-assisted method. In this approach, there is an
interplay between the material and microwaves, transmitting
heat energy from the exterior to the interior, resulting in a
thermal response. Internal heat generation within the reaction
chamber, rather than external induction, is observed (Fig. 11).
Microwave reactors offer a safer, greener alternative to con-
ventional oil bath heating.”® Thermally decomposing metal
acetates produce PbS’® and CdS nanoparticles.® Iravani et al.
(2014) synthesized CdS through a preparation method that
involves dissolving cadmium acetate and thiourea in ethylene
glycol, adding NaOH as a capping agent, and evaporating the
solvent through microwave irradiation. The resulting NPs are
collected after cooling, washing, and drying.®"

® Agsource Ag=Silver
o Ssource S = Sulfur
> .
~ R
- Hydrothermal @ g @ ® Nucleation Sclf
L — . . . . A
Treatment . . ) Growth Assembly
0T AN
Aqueous solution Ag,S particles Ag,S nanosheets Ag,S nanoflowers

Fig. 9 Synthetic representation of Ag,S nanoflowers by the hydrothermal method.

5100 | Mater. Adv,, 2023, 4, 5094-5125

© 2023 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ma00390f

Open Access Article. Published on 08 Fuulbana 2023. Downloaded on 07/01/2026 10:49:17 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Review

® Mo source Mo = Molybdenum

o Ssource S = Sulfur

D .

~ odo0 .
Hydrothermal NllC'Edthll

- ydrotherma ....

View Article Online

Materials Advances

Sclf * *
@ —\
Treatment ...‘. .. vt Assembly *
Aqueous solution MoS, particles MoS, nanosheets MoS, nanoflowers
Fig. 10 Systematic representation of hydrothermal technique for the synthesis of MoS, nanoflowers.
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Fig. 11 Synthesis of CoSx using a microwave-assisted approach.

Solvothermal method. In this procedure, metal sulfide nano-
particles are synthesized within a sealed system, involving
chemical reactions between precursors in a solvent environ-
ment.”"””" This technique necessitates the use of solvents in
precursor reactions, with DMF and water being the primary
choices for this purpose. The key factors influencing reaction
control and product size include temperature, solvent, dura-
tion, and precursors.®” The solvothermal approach, a simple
technique for synthesizing NPs with various shapes, is employed
to produce MoS,/rGO NPs. This cost-effective method, featuring a
brief processing time, is ideal for creating metal sulfides with
minimal crystallite size. Sambathkumar et al. (2021) studied the
Bi[DTC]; complex and hexadecylamine (HDA), which were com-
bined in a 1:1 weight ratio and dispersed in 100 mL of dimethyl-
formamide (DMF). The Bi,S; product was collected, dried
overnight in an oven at 60 °C, and analyzed using various
analytical techniques (Fig. 12).%*

Precipitation method. This is a simple synthetic method for
the preparation of metal sulphide NPs and does not need
extreme conditions. In,S; has been synthesized by this method
using Na,S-3H,0 as a precipitating agent.** Afsheen et al.
(2020) prepared CuS nanoparticles (NPs) through a method

© 2023 The Author(s). Published by the Royal Society of Chemistry

Sulfur Rich Media

that employed Na,S as the sulfur donor and Cu(OAc), as the
metallic precursor. Various metal sulfide NPs, such as AgS,*
PbS,*® Bi,S,*” and Au/Ag,S,* were generated using this approach.
For the preparation of Ag,S, AgNO; was dissolved in toluene and
oleyamine, with stirring for 60 min at room temperature, resulting
in the formation of Ag,S NPs."®

Chemical vapour deposition method. In this approach, film
generation occurs via the deposition of gaseous molecules
through chemical reactions, which is essential for film creation.
Film growth in CVD systems relies on substrate characteristics and
surface processing (Fig. 13).* A number of methods are used for
depositions, including photo-initiated chemical vapour deposi-
tion,”® plasma enhanced chemical vapour deposition®" and ther-
mally active chemical vapour deposition method.”” In the CVD
technique, precursors amass to create nanosheets, generating a
significant nanoparticle yield at minimal cost. High-purity
materials are deposited, and CVD necessitates a lower vacuum
than PVD methods.”® CVD is a very effective approach for the
preparation of monolayer transition metal chalcogenides.*

3.2.2. Biosynthesis approach. Biosynthesis of metal sulfides
by bacteria, fungi, algae and actinomycetes has garnered immense
attention in the field of nanotechnology.” Bacteria possess the
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capability to reduce metallic ions into nanoparticles and are one of
the most suitable candidates for metal sulfide nanoparticles
because of their manageable nature and high growth rate. Metal
complexation typically involves bacterial cell wall functional
groups like hydroxyl, amine, and carbonyl groups.”' Fungal
synthesis presents challenges compared to bacterial methods
due to difficulties in manipulation and increased intracellular
absorption.”® However, fungi exhibit superior productivity and
metal tolerance.’” Economical and efficient nanoparticle produc-
tion (Fig. 14), such as CdS®® and ZnS,* is achievable through
Fusarium oxysporum’s extracellular process, owing to its enhanced
bioaccumulation of metal ions.* Recent studies reveal that
besides fungi, yeast is utilized for biogenic synthesis due to its

5102 | Mater. Adv., 2023, 4, 5094-5125
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innate ability to assimilate toxic metal ions from the environment.
Yeast cells can adapt to metal toxicity through detoxification pro-
cesses. A marine ascomycetous yeast, Yarrowia lipolytica, produces
silver nanoparticles.'® The advantages and disadvantages of the
different methods have been listed in Table 1. The various properties
of metal sulfide nanoparticles have been listed in Table 2.

4. Synthetic parameters of metal
sulfide nanoparticles

Metal sulfide nanoparticles refer to nanoscale particles
composed of metal and sulfur atoms.?® These nanoparticles

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 14 Synthesis of CdS NPs using the extract of Aspergillus niger.
Table 1 Advantages and disadvantages of different nanoparticle synthesis methods
Method Advantages Disadvantages Ref.
Mechanical milling Scalable and relatively simple process High energy consumption 56
Suitable for brittle materials Potential contamination from milling media
Liquid phase exfoliation Scalable and versatile Yield can vary depending on material 101
Suitable for 2D materials May require surfactants for stability
Electro spray pyrolysis Precise control over particle size Complex equipment and operation 102
High uniformity Limited to certain materials
Hydrothermal method Mild conditions Limited to certain compositions 103
Narrow size distribution Long processing times
Microwave assisted method Rapid heating and synthesis Limited to specific materials 104
Enhanced reaction rates Potential hotspots and uneven heating
Solvothermal method High purity and crystallinity High pressure and temperature required 105
Controlled morphology Long synthesis times
Precipitation method Simple and cost-effective Limited control over particle size 106
Suitable for bulk production May require additional purification
Chemical vapor deposition Precise control over film thickness Complex setup and operation 107
High purity and uniformity Limited to thin films
Biosynthesis approach Environmentally friendly Variable product quality 108

Biocompatible nanoparticles

exhibit unique optical, electrical, and chemical properties.""”
Huerta et al. (2018) synthesized PVP capped CdS nanoparticles
via hydrothermal method. The synthesized nanoparticles
exhibit flower-like morphology." Table 3 presents synthetic
characteristics of metal sulfide nanoparticles.

5. Photo catalysis mechanisms:
understanding the science behind the
light-driven reactions

Photocatalysis is a promising green technology that harnesses
the power of light to drive chemical reactions typically by
employing semiconductor materials as photocatalysts to
convert solar energy into chemical energy.”® This process
has gained considerable attention in recent years due to its
potential applications in various fields, such as environmental
remediation, energy production, and organic synthesis. The
photocatalytic removal of pollutants possesses several advan-
tages®®>?' including utilization of renewable resources (such
as sunlight), a simple operation scheme, efficient removal and

© 2023 The Author(s). Published by the Royal Society of Chemistry

Limited scalability

the complete mineralization of dyes, etc.'’® Organic dyes not
only damage the aesthetical aspects of water but are also
inappropriate for the ecosystem; they can damage the irriga-
tional land, pose health hazards, and disturb the food chain.
Photocatalysis serves as a remarkable solution for various
environmental challenges."**'" The conventional semiconduc-
tors employed as photocatalysts include Zn0O,>'>*'? TiQ,,>'*>'*
Cds,****" etc., which play a significant role in the degradation
of environmental contaminants. Photocatalysis is a cost-
effective, fast and straightforward method for the cleansing of
organic and inorganic contaminants from wastewater.'®’
In photocatalytic degradation, the commonly involved active
species are electrons, holes, hydroxyl (*OH) and superoxide
(0,*7) radicals. Metal oxides have confined 2p orbitals for
oxygen due to the high effective mass of hole carriers.
In contrast, metal sulfides exhibit 3p orbitals with a smaller
band gap and a greater capacity to capture visible light and
facilitate charge transfer. However, a higher recombination
rate of electron-hole pairs may impede photocatalysis."”®
The unique properties of semiconductor materials make
them particularly interesting for photocatalytic reactions for

Mater. Adv., 2023, 4, 5094-5125 | 5103
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Table 2 Comparative analysis of metal sulfide properties

Metal sulfide  Crystal structure ~ Color Melting point (°C)  Band gap (eV)  Electrical conductivity  Solubility Ref.
FeS, Cubic Pale yellow 1065 0.95-1.2 Semiconductor Insoluble 109
PbS Cubic Gray 1123 0.36 Poor conductor Insoluble 10
HgS Hexagonal Red 580 ~1.6 Insulator Insoluble 110
Cu,S Monoclinic Gray-black 1035 ~0.9 Semiconductor Insoluble 111
Sb,S; Orthorhombic Gray 550 ~1.1 Poor conductor Slightly soluble 112
CuS Hexagonal Indigo blue ~500 ~1.5 Semiconductor Insoluble 113
ZnS Hexagonal White 1182 3.5-3.8 Semiconductor Insoluble 114
NiS Hexagonal Greenish ~797 ~1.3 Semiconductor Slightly soluble 115
MosS, Hexagonal Dark gray 1850 ~1.2 Semiconductor Insoluble 116

environmental applications.'”> Fig. 15 illustrates advanced

TiO,-based photocatalytic systems for methylene blue degradation.

Although photocatalysis is an effective technology but
photocatalyst materials have some issues, such as the bandgap
of catalysts, source of light, nature of dye, the concentration of
dye and some other factors that may limit the photocatalytic
action of photocatalysts."®” Methylene blue (MB) dye is a
common industrial pollutant that poses serious environmental
and health risks when released into water bodies. Fig. 16
illustrates the photocatalytic degradation mechanism of MB
dye using liquid chromatography-mass spectrometry (LC-MS)
to identify the intermediates and products formed during the
process.’’

5.1.
NiS

Photocatalytic degradation of methylene blue (MB) using

In the photocatalytic degradation of MB using a UV-visible
spectrophotometer, the A, of 10 mg L' of MB dye was
observed at 670 nm."" Visible light photons with energy equal
to or exceeding the bandgap excite the photocatalyst valence
band electrons, initiating redox reactions. Photogenerated elec-
trons on the photocatalyst surface create superoxide radicals by
reacting with oxygen, while photogenerated holes generate
hydroxyl radicals through water interaction.’® The photocata-
lyst absorbs photons from the irradiation source, which lights
the sample solution. This absorption excites semiconductor
electrons from the valence band to the conduction band. The
photocatalyst generates electron-hole pairs from electron exci-
tation. Positively charged holes form in the valence band and
electrons are promoted to the conduction band, forming
mobile charge carriers. These photogenerated electrons and
holes react. Electrons form oxygen radicals (O,* ) and hydroxyl
radicals (*OH) from oxygen molecules in the environment,
while holes generate positively charged holes. The degradation
process uses sample solution water molecules as intermediates.
Electrons from the conduction band react with oxygen to make
oxygen radicals, which react with water molecules to form
hydroxyl radicals and protons. Hydroxyl ions (OH™) in the
solution combine with water molecules to create hydrogen
peroxide. This reactive species can participate in degradation
activities as a powerful oxidant. Hydrogen peroxide from the
preceding step can interact with oxygen radicals to produce
*OH and hydroxyl ions. These very reactive hydroxyl radicals
degrade organic substances, including colours. In one situation,

5104 | Mater. Adv, 2023, 4, 5094-5125

hydroxyl radicals immediately react with dye molecules, starting

degradation pathways that break down the colour into safer
components. Alternatively, hydroxyl radicals might adsorb and
degrade dye molecules on the photocatalyst. Parallel to the
valence band, positively charged holes (h*) can combine with
hydroxyl ions to form hydroxyl radicals (*OH). These hydroxyl
radicals may degrade dye molecules or engage in oxidation events.
The mechanism for the degradation of methylene blue is shown
in Fig. 17.

5.2. Photocatalytic degradation of crystal violet using Nis

The degradation of CV (crystal violet) dye at various degrada-
tion times and catalyst doses (5-30 mg) was observed under
sunlight irradiation followed by, magnetic stirring. The photo-
catalytic breakdown of crystal violet dye includes photo-
induced processes assisted by the photoactive catalyst. The
photocatalyst absorbs irradiation. This energy absorption
causes an electron to shift from the photocatalyst’s valence
band (VB) to its conduction band (CB). An electron moves from
the VB to the photocatalyst CB after energy absorption. This
produces a h+ in the VB and an e— in the CB. The excited
electron interacts with ambient molecular oxygen (O,) in the
CB. This interaction generates superoxide radicals. These extre-
mely reactive superoxide radicals have oxidative potential.
In the photo catalyst’s VB, H,O adsorbed on the surface is
oxidized. Hydrogen ions and hydroxyl radicals (*OH) result
from this oxidation. Strong oxidizers are hydroxyl radicals. VB
hydroxyl radicals (*OH) and CB superoxide radicals (O,* ) react
with water and color molecules. These reactions produce water
and CO, as intermediates. The crystal violet dye molecules
adsorbed on the photocatalyst interact with radical production
and electron transfer intermediary species. These interactions
degrade dye molecules into nontoxic components. Photocata-
Iytic degradation of crystal violet dye uses photon energy to
trigger electron transfers, reactive radical production, and dye
molecule chemical processes. The dye degrades into water and
carbon dioxide. The mechanistic aspects of this photodegrada-
tion are given in Fig. 18."?

5.3. Photocatalytic degradation of rhodamine B dye using NiS

The catalyst molecule may directly interact with the dye mole-
cule and actively participate in the photocatalytic dye degrada-
tion. Also, the standard redox potential of OH /*OH (+1.9 V vs.
NHE) was found to be less positive than the valence band

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Metal
Sr. no.  sulfide NPs Method Metal precursor Morphology Size (nm) Ref.
01. PVP capped- Hydrothermal Cd(NOs3),-4H,0, CH,N,S Flower-like — 1
Cds
02. CdS/Ag Hydrothermal Cd(0,CCh;),(H,0),, AgNO; Spherical 28.3 118
03. CdS-Ag,S Co-precipitation CdCl,, Na,S,0; — — 119
04. ODA-CdS Hydrothermal & Cd(S;CNR,), Sphere 1.92-5 120
chemical
05. CdS/PVA Precipitation CdAc Nematic 4-8 121
deposition
06. Cds Hydrothermal Cd(NO3),-4H,0, Na,S-9H,0 Hexagonal — 122
07. CuS-TiO, Photochemical CuSO0,4,Na,S,0; — 2.75 + 0.8 123
08. Cu,SnS; Hydrothermal H,N-CH(SH)-CH,-COOH Pin-like ~40 27
09. CuS — Cu(C5H;0NS,), Hexagonal covellite 31.47 124
10. CuS-QDs/ZnO Hydrothermal Cu(CH;3COO0), Sphere like 4 125
11. CdS/ZnO Deposition C,H¢0,Cd.H,0 Hexagonal crystal 400-200 126
12. Ge-Ce-Cu$S Hydrothermal Cu(C,H30,),-H,0, Hexagonal 100-200 127
Ce(NH,),(NO3)s
13. Ni-Cd-S/rGO Hydrothermal Cd(NO3),, Ni(NO;),-6H,0 Cauliflower 18 nm 128
14. Cds Hydrothermal C,H;5NS, Cd(NO3),-5H,0 Hexagonal 66.28 + 12.95 129
15. Cds Mechanochemical Cd(CH;COO0),, Na,S Hexagonal 10 130
16. CusS Solvothermal CuCl,,CH,N,S Spherical 10-12 131
17. CNT/CuS Coprecipitation Cu(NO3), Flake like & tubular 10-25 132
18. CuS/In,S; Solvothermal Cu(CsH;0,), — 6.34 £+ 0.31 78
19. Cds Green synthesis CdCl,,Na,S Hexagonal 50-180 133
20. Cds Hydrothermal Cdcl, Nanopetals 134
21. ZnFe/CuS Hydrothermal CuS0,-5H,0, Fe(NO;)-9H,0 Cubic shaped 26-64 135
22. Ccds Hydrothermal Cd(NO3),-4H,0, Na,S-9H,0 Hexagonal 500 136
23. RE-CdS — CdcCl, Wurtzite 10 £ 2 137
24, CdS/SnO, Hydrothermal & Cd(NO3),, Na,S — 18 138
co-precipitation
25. CdS/TiO, Melt quench — Stone-like 5.33 139
26. Cds/g- Solvothermal DMF, Cd(CH;C00),-2H,0, — — 140
C;N,/MOF CH,N,S
27. CdS/ZnO Hydrothermal Zn0, Cd(CH;C00),-2H,0 Spherical 71.09 + 16.66 141
28. CdS/ZnO Hydrothermal Zn(0AC),-2H,0 — — 142
29. CdS/BiOBr Precipitation Cd(NO3),-2H,0 Rod like 400 143
30. Fe/CdS Chemical CdCl,-5H,0, Na,S-5H,0, Spherical 11.6-4.1 144
precipitation Fe(NO3)3-9H,0
31. BiOCl-Au/CdS Chemical bath HAuCl,, NH,CSNH,, — 1000 145
deposition Cd (CH3COOH),
32. Zn0/CdS/Cus — Cu(NO3),.3H,0, CH,N,S — 10-15 146
33. CuS — CH,4N,S, Cu(C1,H,550,)(0OH), Hexagonal covellite ~10 147
34. NiS, Co-precipitation Ni(dtc),, CoH4(NHy), Spherical 62 148
35. NiS, Wet impregnation H;,N,NiO;,, C,H;NS Crystalline 30.47 149
ultrasonic assisted
36. NiS, Co-precipitation [Ni(dtc),], CeH1sN4 Orthorhombic 5-200 150
37. NiS, Hydrothermal Ni(NO3),-6H,O Cubic crystalline 22 1
38. NiS, Chemical precipitation ~ NiSO4,Na,S Hexagonal 0.26 151
39. NiS, Hydrothermal NiCl,-6H,0, C;H,NO,S Crystalline 9.5 14
40. NiS, Coprecipitation NiCl,-6H,0, Na,S Cubic crystalline 22.11 152
41. NiS, Hydrothermal NiSO, Spherical crystalline 12.1 153
42. NiS, Solution combustion (Ni(NO3),-6H,0), (CS(NH,),) Spherical 200-300 154
43. NiS, Hypothermal Ni(NO3)2:6H,0, SC(NH,), Rhombohedral 0.25 155
44. NiS, Wet chemical (NiCl,.6H,0) Crystalline 51 156
45. NiS, Solvothermal C;3N,/Ni-MOF Spherical 0.24-0.55 157
46. NiS, Hydrothermal NiCl,-6H,O Plane crystal 200 158
47. NiS, Solution combustion Ni(NO3),-6H,O Sponge crystalline 100-200 159
48. CoS, Precipitation C,4H¢C00,-4H,0 Hexagonal 24.37 17
49. CoS, Solvothermal CoH,;,N,0;, Crystalline 33.97 160
50. NiCo0,S, Precipitation Ni,N,04-6H,0, CoN,O4-6H,0O Spherical 500 161
51. CoS, Precipitation [Ni(S,CNMe,)(CsH,FeCsH,)- Spherical and ring 20 162
(CaHsCoH)l,
52. CoS, Precipitation [Ni(S,CNMe,)(CsH,FeCsH,)- Spherical 15-20 163
(C2H5C6Hs)],
53. Co5S, Reverse emulsion Co (NO3), - -6H,0 Cubic 230 164
54. NiS,-rGO Hydrothermal NiCl, Plane crystalline 0.20 13
55. CoS, Electrochemical Na,S Nanocrystalline 14 165
deposition
56. C0ySg Solvothermal CoS0,-7H,0 Flower-like crystalline 230 166
57. Co-ZnS Chemical-precipitation =~ Zn(CH;COO),-2H,0, Spherical particles 3.832 167
Co(NO;),-6H,0
© 2023 The Author(s). Published by the Royal Society of Chemistry Mater. Adv,, 2023, 4, 5094-5125 | 5105
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Table 3 (continued)
Metal
Sr. no.  sulfide NPs Method Metal precursor Morphology Size (nm) Ref.
58. Ni-Co-S Coprecipitation Co(CH3C00),-4H,0, Crystalline 40-50 168
Ni(CH;C00),-4H,0
59. NiS, Precipitation NiBr,.3H,0 Rhombohedral 50 169
60. NiS-In,053/GO Hydrothermal In,0; and NiS — 66 170
61. NiS-SiO, Ultrasound microwave  Ni(CH3CO,),-4H,0 Hexagonal crystalline 7.2 171
62. CoS, Chemical precipitation  Co(NOj3),-6H,O Flower-like crystalline 500 172
63. NiS, Hydrothermal Ni(NO3),-6H,0 Crystalline 2-50 173
64. NiS, Precipitation NiSO, Powder 26.75 174
65. Ni-Co-S Precipitation Ni(OAc),.4H,0, Co(OAc),.4H,O  Cubic crystalline 30-60 175
66. CoS, Ultrasonication CoS0O, and Na,S Hexagonal plane 2.2 176
67. NaFeS, Hydrothermal Na,S.9H,0 & Fe(NO;); Monoclinic 25-30 177
68. VA Heating (ZnSo,4.H,0), C,H5NO,, Crystalline — 178
MnS0,.H,0, Na,$
69. MoS,-ZnS Hydrothermal MoS,, ZnS film Crystalline 20-25 179
70. FeS, Hydrothermal — Nanostructures — 180
71. Cu,SnS; Hydrothermal — — — 181
72. CoS/Ag, WO, Chemical precipitation = — — — 182
73. Cds — — Hexagonal — 183
nanostructures
74. NiS,-rGO Hydrothermal — Nanospheres 10 £+ 0.317 184
75. (CosS) Precipitation — Nanostructure — 185
76. NiS/CNTs Hydrothermal — — — 186
77. ZnS Biomolecule-assisted — — — 187
78. CuS/Cds Hydrothermal — — — 188
79. CuS/CuO Thermal oxidation — — — 189
80. CoFe,0,/MoS, Hydrothermal Fe(NO3)3/Co(NO3),/PVP Flower-like — 190
81. FeS, Hydrothermal — Crystalline 50 191
82. pC/ZnS/CuS Adsorption and — — 192
deposition
83. Fe;0,/CdS-ZnS Brunauer- — Spherical shape 25-45 193
Emmett-Teller

84. ZnS QDs Chemical precipitation — — — 194
85. ZnS/chitosan Gelation — 100 195
86. CoS/Ag,WO, Co-precipitation CoSO, and Na,S Heterojunction 200 196
87. ZnS-rGO Solvothermal — Sphere 5-12 197
88. CuS-ZnS-graphene = Hydrothermal — Spherical 5-20 198
89. MoS, Hydrothermal — Crystalline ~20-30 123
90. Ag-ZnS Sonochemically — Crystalline 199
91. Mn-ZnS — Crystalline 1-10 200
92. CuO-FeS, Hydrothermal — Heterostructure — 201
93. CTS + GO Precipitation Crystalline — 202
94, Sb,S; Sol-gel SbCl; and TAA Spherical shape ~180-500 203
95. MoS,/Sn0, Hydrothermal — Heterostructure crystalline 12 204
96. Bi,S;3 One pot hydrothermal = — Crystalline — 205
97. Ag-SnS Hot injection Ag and SnS Nano crystalline — 206
98. Ag,WO,-MoS,-GO Hydrothermal — — — 207

position of nickel sulfide.>® The mechanism for the degrada-
tion of rhodamine is given in Fig. 19. Light absorption from an
irradiation source propels the MoS,/NiS, composite photocata-
lyst to degrade rhodamine B (RhB) dye through a series of
complex stages. The MoS,/NiS, composite photocatalyst
absorbs photons, exciting electrons from the valence band to
the conduction band. This excitation creates reactive species
with high redox potential by generating electron-hole pairs. A
multi-faceted cascade begins when photocatalyst conduction
band electrons are activated. Water molecules near the con-
duction band electrons generate hydroxyl radicals (*OH) and
hydrogen ions. Hydroxyl radicals are very reactive and break
down organic dye molecules. Water and oxygen react in the
photo catalyst’s valence band to form hydrogen peroxide. The
valence band holes facilitate hydrogen peroxide production in
these processes. Additional reactive oxygen species promote

5106 | Mater. Adv, 2023, 4, 5094-5125

decomposition. Hydroxyl radicals (*OH) from the conduction
band and hydrogen peroxide (H,O,) from the valence band
target rhodamine B dye synergistically. These reactive organ-
isms break down dye molecules into simpler, ecologically
friendly chemicals. The breakdown of RhB dye produces a
mixture of compounds. Carbon dioxide, water, nitrate ions,
and ammonium chloride are these products. These degrada-
tion products are quickly incorporated into the ecosystem and
have no environmental effect.

5.4. Photocatalytic degradation of CR dye CoS-rGO

The hydrophobic nature of metal sulfide-rGO nanocomposites
results in exceptional catalytic activity for water and organic
pollutant decomposition. Sunlight exposure excites electrons in
the valence band, causing them to move to the conduction
band.”® The CoSrGO (cobalt-sulfur reduced graphene oxide)

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 15 Representation of enhanced photocatalytic breakdown of methylene blue dye with TiO, nanoparticles.
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Fig. 16 Degradation pathway of MB dye from molecular breakdown to primary intermediates and the final product.

photocatalyst degrades CR (Congo red) dye molecules via light-
induced reactions. Electrons in CoSrGO are excited by light
from the irradiation source. Electrons move to the conduction
band (CB) and leave holes in the valence band (VB) after
this stimulation. The conduction band of CoSrGO reacts with
environmental hydroxyl radicals (*OH). Reactive species that
interact with CR dye molecules result from this process.
The *OH radicals break the CR dye’s molecular structure.
In the valence band of CoSrGO, reduced graphene oxide

© 2023 The Author(s). Published by the Royal Society of Chemistry

(rGO) interacts with H,0, O,, and H' to collectively generate
hydrogen peroxide. Hydrogen peroxide boosts the environ-
ment’s oxidative potential, promoting the breakdown of
organic molecules. In the valence band of CoSrGO, reduced
graphene oxide (rGO) interacts with H,0, O,, and H' to
collectively generate hydrogen peroxide. Hydrogen peroxide
boosts the environment’s oxidative potential, promoting organic
molecule breakdown. Hydrogen peroxide (H,0,) reacts to form
hydroxyl radicals (*OH). *OH radicals are potent oxidizers that

Mater. Adv., 2023, 4, 5094-5125 | 5107
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Fig. 18 Photocatalytic degradation through a free radical mechanism.

break down CR dye molecules into safer components. CR dye
degradation is caused by the combined activities of *OH radicals
generated from CoS in the conduction band and hydrogen
peroxide conversion. Radicals attack dye molecules, modifying
their structure and cleaving molecular bonds, disintegrating them
into non-toxic by-products. A schematic representation of the
mechanism of degradation of CR in the presence of the sulfide-
rGO nanocomposite is given in Fig. 20.

5.5. Photocatalysis of indigo carmine dye using NiS,/NP

NiS,/NP, and NiS,/NP (1:10, 2:10, and 4:10) uptake were
tested under identical conditions (pH 11, 20 mg L~ " indigo
carmine, 0.2 g L™ photo catalyst). The NiS,/NP catalyst’s
activity increased, removing over 98% of the IC (indigo
carmine) dye (20 mg L") within 180 min of visible light
exposure.’® The reaction of conversion of indigo carmine in the
presence of O, into isatin and then the conversion of isatin in the
presence of O, into CO, and H,O is given in Fig. 21.

5108 | Mater. Adv., 2023, 4, 5094-5125

5.6. Photocatalysis of crystal violet (CV), Congo red (CR) and
methylene red (MR) using CoS

CosS catalyzes the reduction of dyes CV, CR and MR, which exhibit
colors like purple, yellow and red. After reduction, their solutions
turn colorless. Reduction experiments were conducted at room
temperature with the same dye concentration, NaBH,, and
catalyst dosage. After reduction, their solutions turned colorless.
In the absence of a catalyst, no change in absorbance was
observed for hours, indicating the catalyst’s crucial role in redu-
cing organic compounds.'®* Fig. 22 presents degradation mecha-
nism of crystal violet, methylene red and crystal red.

5.7. Science of color: an in-depth look at the features of
important dyes

There are a number of significant dyes that relate to differ-
ent classes of chemicals having different A,,c values and
applications. For example, Poly R-478 is a member of the
polycyclic class of dyes, showing a Amn.x (nm) value of 520,

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 20 CR dye degradation using CoS-rGO.

and it is used in dye-sensitized solar cells. Table 4 presents the
characteristic features of some important dyes while Fig. 23
illustrates the chemical structures.

6. Dye degradation: a visual analysis of
the process and results

Dye degradation is the breakdown of colored compounds in
dyes, which can occur through a variety of chemical, physical,
and biological processes. In a visual analysis of the process and
results of dye degradation, key characteristics can be observed.
Ravikumar et al. (2023) performed degradation of Reactive red
120 dye under a UV irradiation source. After 120 min, 93%

Indigo Carmine

Fig. 21 Degradation of indigo carmine dye via NiS,/NP photocatalysis.

© 2023 The Author(s). Published by the Royal Society of Chemistry
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CO, + H,0 + NO,* + NH," CI
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degradation of dye was observed."'® Table 5 represents the
visual analysis of photocatalysis.

7. Advantages and disadvantages of
recent advancements in electric
field-assisted photocatalytic dry
reforming of metals

The electric field-assisted photocatalytic dry reforming of
metals is a new technology with the potential to convert carbon
dioxide (CO,) and methane (CH,) into useful syngas (a combi-
nation of hydrogen and carbon monoxide). Although this new
technique has some benefits, it also has multiple challenges
that must be solved before it can be used successfully.

7.1. Advantages

Enhanced reaction kinetics. During photocatalytic dry
reforming, the use of an electric field can accelerate charge
separation, improve electron mobility, and stimulate catalytic
activity. Because of this, reaction kinetics are enhanced, result-
ing in better conversion rates and a larger syngas yield.>*®

Improved selectivity. The reaction’s selectivity may be influ-
enced by an electric field aid, favoring the formation of syngas
over undesirable by-products. The improved charge separation
leads to a more selective and cleaner conversion process by
preventing side reactions that may otherwise result in the
formation of coke or carbon deposition.>*°

Lower activation energy. An electric field may reduce the
activation energy needed for the reaction, allowing it to occur at
lower temperatures. This minimizes the amount of energy

H
N
O 0 92, CO,+H,0
SO,Na
o)

Isatin
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Fig. 22 Photocatalytic degradation of dyes: (A) crystal violet, (B) methylene red, and (C) Congo red.

Table 4 Comparative analysis of key characteristics for selected important dyes

Dye name Chemical class Amax (NM) Applications Ref.
Poly R-478 Polycyclic 520 Dye-sensitized solar cells 218
Remazol Brilliant Blue R Anthraquinone 595 Textile and paper industries 219
Crystal violet Triarylmethane 590 Microbiology, textile dyes 220
Rhodamine B Xanthene 554 Fluorescent dyes and tracers 221
Congo red Azo 497 Textile dyes, pH indicators 222
Indigo carmine Indigoid 610 Food coloring, pH indicators 223
Acid orange 7 Monoazo 484 Textile dyes, food coloring 224
Sudan 1 Azo 480 Oil-soluble dye, histology 225
Reactive Black 5 Azo 595 Textile dyes 226

needed and may improve the catalyst’s stability under more
comfortable operating conditions.>*°

Reduced catalyst deactivation. An electric field aid may
minimize catalyst deactivation caused by carbon deposition
because improved charge separation lowers the possibility of
carbon adhesion on the catalyst surface. This results in
increased catalyst lifespan and stability.>"

7.2. Disadvantages

Complex engineering. Complex engineering and design
concerns need to be considered for implementing electric
field-assisted photocatalytic devices. The incorporation of elec-
trodes, power supplies, and reaction chambers complicates the
setup and may present difficulties in scaling up the process.>

Energy consumption. Reaction kinetics can be improved by
electric fields, but they also need energy to operate. Especially,
in the context of the process’s overall energy efficiency, the
energy used to generate and sustain the electric field should be
carefully evaluated.”®

Electrode fouling. Electric fields may cause electrode fouling
or deterioration over time owing to electrode material corrosion
or reaction byproduct buildup. This may have an effect on the
stability and efficiency of electric field generation.>**

Cost considerations. The use of an electric field aid can
result in extra expenditures for equipment, power sources, and

510 | Mater. Adv, 2023, 4, 5094-5125

upkeep. To determine the economic viability of the technology,
a complete cost-benefit analysis is required.?*®

8. Density functional theory (DFT)
studies on metal sulfide nanoparticles
for dye degradation

The adoption of density functional theory (DFT) has become
increasingly prevalent as a powerful computational instrument
in the investigation of the electronic configuration, optical
characteristics, and adsorption tendencies of nanomaterials.
Metal sulfide nanoparticles have been extensively studied due
to their unique properties and potential applications in various
fields.>>® One of the key aspects of their characterization
involves understanding the energetics of dye adsorption, reac-
tion pathways, and reaction mechanisms. In this regard, den-
sity functional theory calculations have emerged as a powerful
tool for gaining insights into these fundamental aspects.
By employing DFT, researchers are able to computationally
investigate the interactions between metal sulphide nano-
particles and dyes, thereby providing valuable information
regarding the thermodynamics and kinetics of the adsorption
process.””” Furthermore, DFT calculations enable the explora-
tion of different reaction pathways and mechanisms, shedding

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 23 Comparative analysis of chemical structures for key synthetic dyes.

light on the underlying chemical transformations occurring on
the nanoparticle surface. Consequently, the utilization of DFT
in the study of metal sulphide nanoparticles has significantly
contributed to our understanding of their behavior and has
paved the way for the development of novel applications in
fields such as catalysis, energy storage, and sensing.>*®

8.1. Adsorption of dye molecules on metal sulfide
nanoparticles

The use of DFT has provided us with the ability to make
predictions about the adsorption behavior of dye molecules
on metal sulphide nanoparticles. The interaction strength,
preferred adsorption sites, and charge transfer pathways may
all be clarified via the use of these simulations. The adsorption
energies that are predicted using DFT give vital information
that is necessary for understanding the stability of the dye-
nanoparticle complexes and the possibility for effective dye
degradation.>*®

8.2. Reaction pathways and mechanisms

The incorporation of density functional theory (DFT) studies
provides a pathway for the investigation and examination of the
complex reaction pathways and underlying mechanisms impli-
cated in the process of dye degradation on metal sulphide
nanoparticles. Through careful examination and investigation

© 2023 The Author(s). Published by the Royal Society of Chemistry
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of the transition states and reaction intermediates, valuable
insights can be obtained regarding the pivotal steps that dictate
the overall rate of the reaction and the possible pathways that
the reaction may follow.*® The discovery of these aforemen-
tioned insights holds paramount importance in the realm of
designing and optimizing metal sulphide nanoparticles with
the ultimate objective of achieving optimal efficacy in the
degradation of dyes.>*!

8.3. Role of metal sulfide composition and morphology

DFT calculations may help us understand how the composition
and form of metal sulphide nanoparticles impact the catalytic
activity of these particles in the process of dye degradation. We
can detect patterns and connections between the electronic
structure and catalytic performance by conducting in-depth
research on a variety of metal sulphide morphologies and
compositions.*®*

9. Optimization strategies for the
degradation of metal sulfides

The optimization strategies for degrading metal sulfides can be
categorized into two primary classes. The first class involves a
conventional kinetic approach, while the second utilizes the
more advanced response surface methodology (RSM).
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Table 5 A visual guide for understanding dye degradation characteristics and features

Reaction conditions

Sr. no. Dye used Dose (mg) pH Time (min) Degradation (%) Ref.
01. Indigo carmine — — 240 78 1
02. Reactive red 120 50 5 120 93 118
03. Methyl orange — — 90 87 227
04. Methylene blue 0.211 — 180 62 120
05. Methylene blue 100 — 60 100 121
06 Eosin B 0.03 — 160 95 122
07. Methyl blue — — 10 99.97 123
08. Rhodamine B — — 180 92 27
09. Methylene blue 20 — 120 100 124
10. Methylene blue 0.2 — 45 100 125
11. Rhodamine B 0.1 — 90 98.8 126
12. Malachite green oxalate 1.5 9 120 90.7 127
13. Methyl orange 25 — 150 97.1 128
14. Reactive red 141 50 180 98 129
15. Orange red 20 10 180 93 130
16. Methylene blue 0.5-2 — 30 98.26 131
17. Methyl violet — — 90 91.8 131
18. Rhodamine B — 120 64.1 132
19. Methylene blue 10 — 30 100 78
20. Cationic methylene blue 100 — 270 99.04 133
21. Rhodamine B 10 — 240 63 134
22. Methyl orange 10 — 240 78 134
23. Rhodamine B — — — 93 135
24. Rhodamine B 10 — 120 88 136
25. Methylene blue 100 — 90 99.0 £ 0.4 137
26. Methylene blue — — 180 90 138
27. Indigo carmine 100 — 240 85.30 139
28. Rhodamine B 238.43 — 90 90.2 140
29. Reactive red 141 50 — 240 73 141
30. Rhodamine B — — 15 85 142
31. Rhodamine B 50 — 40 90 143
32. Methylene blue 10 — 25 7 144
33. Rhodamine B 50 — 40 100 145
34. Rhodamine B 5 — 120 82 146
35. Methylene blue — — 60 71 147
36. Rhodamine B — — 180 71 148
Methylene blue 59
37. Indigo carmine 1000 — 180 98 149
38. Methylene blue — — 180 91 150
Rhodamine-B 92

39. Indigo carmine 100 7 240 51 1
40. Methylene blue 3 — 140 56.3 151
41. Methylene blue 5 — 70 89 14
42. Crystal violet 20 — 60-80 91 152
43. Amido black 10 2-10 300-420 98 153
44. Methylene blue 5 — 20 56 154
45. Methyl orange 10 2 90 7.9 155
46. Rhodamine-B — — 120 87 156
47. Eosin yellow — 10 540 — 157
48. Methylene blue — 3-7 30-100 87 158
49. Methylene blue — — 10 99 159
50. Methyl blue 50 8.5 300 93.6 17
51. Cr(vi) 1000 2-10 200 57.05 160
52. Eosin yellow 50 10 360 100 161
53. Rhodamine-B 100 — 30 — 162
54. Methylene blue 100 — 180 94 163
55. Crystal violet — — 120 76 164
56. Congo red 1000 3-11 120 57.89 13
57. Methyl orange 100 — 50 98 165
58. Methylene blue 200 — 80 5 166
59. Rhodamine-B 1000 — 75 96 167
60. Congo red 5 7 — 90 168
61. Methylene blue 5 — 90 88 169
62. Methylene blue 20 12 120 76-78 228
63. Methylene blue 0.01 — 240 81 229
64. Methylene blue 10 — 40 98.25 170
65. Methyl red — 10 50 95.01 171
66. Methylene blue 10 — — 54.4 172
67. Methylene blue — 4-7 — — 173

5112 | Mater. Adv, 2023, 4, 5094-5125 © 2023 The Author(s). Published by the Royal Society of Chemistry
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Table 5 (continued)

Reaction conditions
Sr. no. Dye used Dose (mg) pH Time (min) Degradation (%) Ref.
68. Azure B 100 8 240 90 174
69. Congo red 5 12 10 50-60 175
70. Methylene blue 114 — 220 91.8 176
71. Methylene blue 60 — 105 9 230
72. Brilliant green 500 — 30 — 178
73. Crystal violet — — 40 98.5 231
74. Indigo carmine — — — 88 1
75. Rhodamine B — — 180 92 27
76. Methylene blue — — 220 91.8 176
77. Methyl green 10 2 120 91 232
78. Congo red — — 40 97.03 13
79. Methylene blue 20 6.8 10 99.8 17
80. Methylene blue — — 50 96 14
81. Rhodamine B — — 150 85 28
82. Methylene blue 250 — 10 99.97 233
83. Congo red 20 — 60 94.9 234
84. Indigo carmine 200 — — 88 1
85. Brilliant green 10 7 60 95% 235
86. Crystalline violet 5.0 11 90 98.5 236
87. A-2bng 40 7.5 120 98.17 237
88. Methylene blue 5 — 220 91.8 176
89. Methylene blue — — 180 75.02 238
90. MO-Rhb — 4.45-10.38 60 98 239

96

91. Rhodamine B — — 25 96 240
92. Rhodamine B 0.00125 9 116 87.53 241
93. 4,5-Dibromofluorescein — — <30 97 242
94. Brilliant green — — 90 95 243
95. Azo dye — — — 88 244
96. Rhodamine B — 2.9 150 ~89 245
97. Methylene blue — — 240 70 246
98. Rhodamine B — — — — 247
99. Congo red — — 100 100 206
100. Methyl orange — 2-9 90 93 207
9.1. Conventional optimization approach dosage, as indicated by high mean square and F-value metrics.

Most photocatalytic reactions are optimized using the tradi-
tional kinetic approach, in which the influence of reaction
parameters (including photocatalyst concentration, dye mole-
cule concentration, irradiation time, and pH) on the response
(percentage degradation; %D) is investigated by varying one
reaction parameter and measuring its influence on %D while
keeping all other reaction parameters constant.”®*?®” This
optimization method assumes that all reaction parameters
are independent of one another and that there is no connection
between these reaction parameters. Danish et al. (2021)
employed the conventional kinetic approach for the degrada-
tion of MB dye. The MB concentration ranged from 15 to 65
ppm, with the highest degradation efficiency, 93.53%, occur-
ring at 45 ppm. Beyond this point, the degradation rate
declined quickly. This is expected since, initially, NCs’ active
sites can absorb extra MB, leading to rapid degradation until
the optimal 45 ppm level is attained.*

Ebrahimi et al. (2022) examined the factors influencing the
photocatalytic degradation of MC-LR. Key aspects, such as pH,
contact duration, and catalyst quantity, were considered in the
conventional method. The breakdown of MC-LR by BiVO, was
predominantly influenced by pH, exposure time, and catalyst

© 2023 The Author(s). Published by the Royal Society of Chemistry

The most crucial factor was the catalyst amount, with mean
square and F-value readings of 608.58 and 181.98, respectively.
pH and contact time were of lesser importance. The study
aimed to investigate MC-LR removal at varying pH levels,
ranging from 5 to 9, and found that pH had a negative impact
on MC-LR elimination.?*® The novel photocatalyst tBiPO,/Bi,S;-
HKUST-1-MOF was synthesized by Mosleh et al. (2016)
and photocatalysis optimization of parameters like exposure
duration, pH, catalyst quantity, spin rate, liquid flow, air
supply, toluidine blue and auramine-O dye concentrations
was performed. Ideal values are: 65 min, 6, 0.25 g L', 1300
rpm, 0.40 L min~", 35 L min~', 25, and 25 mg L™, respectively.
Under these conditions, TB and AO degradation reached
99.37% and 98.44%, with a desirability of 1.0.2°° Fig. 24 illus-
trates the impact of reaction parameters on %D values.

9.2. Response surface methodology (RSM) optimization
approach

Response surface methodology (RSM) is a tool that is used in
photocatalysis to optimize and model the relationship between
experimental variables and photocatalytic performance.
It involves setting up a series of experiments with different

Mater. Adv., 2023, 4, 5094-5125 | 5113
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Fig. 24
with permission®? Copyright 2021 Springer Nature.

combinations of independent variables to find the best condi-
tions for getting the desired result.””° RSM is particularly useful
for studying complex reaction mechanisms and identifying the
key factors that influence photocatalytic performance (Fig. 25).””*
RSM helps researchers to find out the best conditions for maxi-
mizing the effectiveness of photocatalysis by giving them a
mathematical model of the relationship between the input vari-
ables and the output response.””” Furthermore, RSM can also be
used to optimize the synthesis and preparation of photocatalysts
as well as the operating parameters of the photocatalytic
process.””" Overall, RSM is a valuable tool for designing and
optimizing photocatalytic processes, and its application is
expected to continue to grow in the field of photocatalysis.
9.2.1. Evaluation of independent variables and selection of
desired responses. The first and the most important stage in
the procedure for employing RSM in the dye removal process is
to recognize the independent variables that influence the
procedure.’”® 1t is crucial to select responses that have a
significant impact on the pigment removal procedure and are
independent of one another. Moreover, the ranges of these
selected factors must be determined based on the results of
previous evaluations.””* Several environmental parameters,

514 | Mater. Adv,, 2023, 4, 5094-5125
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such as reaction time, pH, and initial dye concentration, have
a significant impact on the physicochemical removal of dyes.>”>
These parameters may vary based on the specified coloring
agent removal method.”””

9.2.2. Choosing the experimental design strategy. The
choice of a suitable design strategy has a significant impact
on the creation of a response surface and the accuracy of
the predicted model. For physicochemical removal of dyes,
the main design strategies are full factorial design (FFD),>”®
central composite design (CCD),”””"*”° Box-Behnken design
(BBD),?°2%2 and Doehlert design (DD) (Fig. 26).>%* There are
a number of computer programs that facilitate the use of these
procedures. Minitab,>®* Design Expert,®®> Statistica and
MATLAB are popular software applications for employing

DOE for physicochemical removal of pigments.>*®

Full factorial design. The full factorial design method is a
standard experimental design with 2-3 input variable levels.*®’”
The two-level FFD generates 2K designs, accounting for low and
high values for each factor.”®® The three-level FFD creates 3K
patterns with factors having low, middle, or high values.”®® F
fewer than five variables, the 3-k FFD is more useful.>%%>**

or

© 2023 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ma00390f

Open Access Article. Published on 08 Fuulbana 2023. Downloaded on 07/01/2026 10:49:17 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Review

Optimization
of RSM

View Article Online

Materials Advances

Evaluation of Independent

Variables

Selection of Desired Responses

Choosing the Experimental
Design Strategy

Conducting The Experiments

Collecting the Results

Model Fitting and Optimization
of Photocatalytic Processes

Fig. 25 The optimization of physicochemical processes using RSM consists of six sequential steps.

Design of
Central
Composite

Full Factorial
Design

Choosing the
Experimental

Design Strategy

Docehlert
Design

Box—Behnken
Design

Fig. 26 Choosing the experimental design strategy for degradation of
dye.

Design of central composites. CCD is the most commonly used
design technique in environmental systems for creating
second-order reaction surface models.>®> The CCD gives the
same information as the three-level FFD but with far fewer trial
tests.>*®> Furthermore, CCD predicts the linear and quadratic
interaction impacts of variables affecting the chosen
procedure.®** Fig. 27 represents the CCD-based %D values of
MB dye obtained from thirty experiments. Roya Tangsiri et al.
(2020) synthesized CdS nanoparticles and utilized them to
photodegrade ranitidine. Design studies utilizing a central
composite design with response surface methodology investi-
gated the simultaneous impacts of the influencing factors. The
best RD (ranitidine degradation) was achieved at pH 6.2, a
catalyst dosage of 0.6 g L', a ranitidine concentration of
3.4 mg L', and an irradiation period of 97.5 min. The quad-
ratic polynomial model’s strong correlation coefficient (R*> =
0.9739) demonstrated that RSM data matched experimental
data.>®® Arash et al. (2016) prepared manganese-impregnated
zinc sulfide nanoparticles on activated carbon (ZnS: Mn-NPs-
AC) and evaluated to remove malachite green and methylene
blue in binary combination. Their removal efficiency was
evaluated using the central composite design. Results from

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 27 CCD-based %D values obtained from thirty experimental runs
conducted to study the photocatalytic degradation reaction of MB.
Reproduced with permission®? Copyright 2021 Springer Nature.

multiple regression analyses and 3-D response surface and
contour plots indicated that a pH of 7.0, 3 min sonication time,
0.025 g Mn: ZnS-NPs-AC, and 15 mg L' MB and MG result in
99.87% and 98.56% removal efficiencies, respectively.**®

Box-Behnken design. This concept was created by Box and
Behnken®*” and is a useful tool for conducting experiments
as it provides three levels (—1, 0, +1) for each variable, and
N = 2k(k;) +C, represents the total number of experiments
required, where & is the number of variables and C, is the
number of central points.”®® This design is depicted as a cube,
with all points located on a sphere with a radius of 2, and does
not include any points at the vertices in the region formed by
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the upper and lower limits of each variable. The gold nano-
particle-loaded mesoporous TiO, photocatalysts for ibuprofen
(IBP) mineralization in an aqueous heterogeneous suspension
were synthesized by Alaa et al. (2022). The photocatalytic
process was optimized using a Box-Behnken design using
response surface methodology (RSM) with three variables and
three stages. An optimal IBP mineralization efficiency of 98.50%
was achieved with 366 nm wavelength irradiation, 29.46 mg L ™"
IBP concentration, and 0.5 wt% metal concentration.>®” Hassan
et al. (2023) studied response surface methodology and the Box-
Behnken model to determine the synergistic effects of three
independent experimental parameters (hormone concentration,
solution pH, and photocatalyst dosage) on silica-supported
2-C3N,/WO; nanocomposites with enhanced estrone hormone
degradation. These testing conditions resulted in 100% and
96% hormone photodegradation after 3 h of UV and visible light
irradiation.”®

Doehlert design. Doehlert invented the symmetrical shell
shape to support different levels of variation in variables, like
major and minor levels. It is useful when studying variables
with limitations, such as cost or time constraints.>®® The
Doehlert design has a regular distribution between each degree
of each component. To determine the number of trials needed,
the equation N = k, + k + C, is used. For two factors, the design
is a regular hexagon with six hexagonal points surrounding a
center point.>*® For three variables, a cuboctahedron is used,
which has high productivity and needs fewer trial points.>*

9.2.3. Conducting the experiments and collecting the
results. After choosing the right design strategy and setting
up the design level values, computer software can be used to set
up a series of experiments in a certain order.*®’ After the
experiments are done, the results are analyzed using the design
strategy, which leads to a mathematical model. To prove that
the whole process works, this mathematical model needs to be
changed to fit the experimental data.*%*

9.2.4. Model fitting and optimization of photocatalytic
processes. In conventional methods for determining this rela-
tionship, experiments are conducted by systematically modify-
ing the studied parameter while keeping all other parameters
constant.** In addition, this extensive procedure cannot iden-
tify the combined effect of the effective parameters. Thus,
empirical evidence regarding the relationship between factors
and response must be gathered. Moztahida and Lee et al. (2020)
optimized PGP-0.5 hydrogels’ photocatalytic MB elimination.
PH, temperature, and MB concentration were key factors. A 3K
Box-Behnken model improved critical parameters for high
efficiency in water-rich liquids. Measurements were repre-
sented by numbers (1, 0, or 1) indicating low, middle, or high
values, respectively.’’ Fathinia et al. (2010) optimized the
photocatalytic decolorization of two dyes (AB92 and BB3) using
a central composite design of response surface methodology.
Four variables (starting dye content, UV light strength, flow
rate, and reaction time) were tested, and a total of 31 trials were
conducted for each dye. Minitab 15 was used to analyze the
experimental data.’** Sahoo and Gupta et al. (2012) utilized a
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single factor study to identify significant factors affecting the
photocatalytic degradation of MB, selecting the catalyst dosage,
starting pigment content, and pH as variables. Using RSM,
these factors were optimized as independent variables with
COD and color elimination as response variables and evaluated
through 15 sets of Box-Behnken trials.*®

9.3. Distinctive perspectives on RSM optimization

Integration of machine learning. The combination of
response surface methodology with machine learning algo-
rithms has the potential to improve the precision of predicting
optimal conditions. This integration facilitates the expeditious
and precise determination of synthesis parameters.>*®

Consideration of environmental impact assessment. In
addition to the catalytic efficiency, it is imperative for RSM
optimization to also take into account the environmental
implications associated with the synthesis methods employed.
The implementation of strategies aimed at reducing waste,
energy consumption, and the generation of hazardous by-
products has the potential to foster the development of more
sustainable processes for the synthesis of metal sulfide
nanoparticles.**”

9.4. Modification strategies for optimizing response surface
methodology of metal sulfide nanoparticles in dye degradation

The utilization of response surface methodology (RSM) in the
optimization of the synthesis process for metal sulfide nano-
particles has been demonstrated to be highly advantageous in
attaining improved efficiency in dye degradation. In order to
enhance the efficacy of this methodology, it is crucial to
contemplate a multitude of modification strategies that have
the potential to optimize photocatalytic performance and
improve environmental impacts.*”

9.4.1. Modification strategies for RSM optimization. The
subsequent section of this paper shall undertake a comprehen-
sive exploration of diverse modification strategies that can be
effectively implemented to enhance the efficiency and efficacy
of the response surface methodology in the synthesis of metal
sulfide nanoparticles.

Amorphous single atoms and diatomic research. The incredible
catalytic capabilities of amorphous single atom and diatomic
structures have drawn attention lately. The integration of these
configurations into metal sulfide nanoparticles has been
shown to enhance the efficiency of dye degradation. This is
achieved by facilitating a greater number of active sites and
improving the surface area available for catalytic reactions.**®
The subsequent section of this paper shall undertake a com-
prehensive exploration of diverse modification strategies that
can be effectively implemented to enhance the efficiency and
effectiveness of the response surface methodology in the synth-
esis of metal sulfide nanoparticles.

van der Waals heterojunctions. The concept of van der Waals
heterojunctions revolves around the deliberate manipulation
and organization of distinct materials possessing
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complementary characteristics, thereby leading to the emergence
of synergistic phenomena.**® The integration of heterojunctions
within metal sulfide nanoparticles has been shown to enhance
their charge separation capabilities and expand their light absorp-
tion range. Consequently, this integration has the potential to
significantly enhance the photocatalytic performance of these
nanoparticles in the context of dye degradation.*"®

Microenvironment regulation. The optimization of photocata-
lytic activity in metal sulfide nanoparticles is heavily influenced
by the meticulous adjustment of their microenvironment. The
manipulation of various parameters, such as pH, temperature,
and gas atmosphere, during the synthesis process has been
found to have a significant impact on the surface states and
band positions of catalysts. Consequently, these alterations in
surface properties and electronic band structures have been
observed to induce changes in the catalytic behavior of the
materials under investigation.*!

Amorphous 2D layered material coupling. The combination of
amorphous two-dimensional (2D) layered materials with metal
sulfide nanoparticles has the potential to enhance photocata-
lytic reactions. The utilization of composite structures in var-
ious applications has drawn significant attention due to their
ability to offer a high surface area, thereby facilitating efficient
charge transport. In the context of dye degradation, the incor-
poration of composite structures has been found to yield
notable improvements.***

9.5. Advantages of the RSM

1. Through RSM, the catalytic effectiveness and specificity may
be increased by adjusting the nanoparticles’ size, shape, and
surface characteristics.*'?

2. It is possible to synthesize nanoparticles with unique and
advantageous characteristics using sustainable and biologically
friendly reagents and circumstances.*'*

3. Better dye degradation performance may be achieved via
the production of nanoparticles with multifunctional proper-
ties like magnetic responsiveness or tailored distribution.**

4. More precise control over synthesis may be achieved by
using sophisticated real-time monitoring tools, which guaran-
tee that the required features are attained.*'®

9.6. Addressing stability challenges in optimizing response
surface methodology for metal sulfide nanoparticle synthesis
for dye degradation

The utilization of response surface methodology (RSM) has
garnered significant attention as a potent instrument for opti-
mizing a diverse range of chemical processes. One such appli-
cation involves the synthesis of metal sulfide nanoparticles,
specifically for the purpose of dye degradation.?”” The utiliza-
tion of response surface methodology provides a significant
explanation of the connections between various factors and the
desired result. However, it is crucial to set priorities for the
establishment of stability within the optimization process.

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Challenges in stability. The synthesis of metal sulfide nano-
particles necessitates the optimization of various parameters
simultaneously, a practice that may potentially introduce
instability into the optimization procedure. The reproducibility
of the optimized synthesis may be prevented by the presence of
inconsistent results, which can arise from fluctuations in
environmental conditions, reagent concentrations, and reac-
tion kinetics.*'” The presence of instability within the research
not only undermines its credibility but also imposes con-
straints on its potential for practical implementation in real-
world contexts.

Leveraging control variables. In order to tackle the issues of
stability, scientists might deliberately choose and manage
factors that have a substantial influence on the synthesis
process. Through the utilization of methodologies such as
design of experiments,*'® the identification of the most influ-
ential variables can be achieved, thereby enabling the refine-
ment of the optimization process to yield outcomes that are
both consistent and reproducible. Furthermore, the incorpora-
tion of process control mechanisms that possess the capability
to autonomously adapt variables in accordance with alterations
in the surrounding environment can effectively alleviate the
adverse effects caused by fluctuations.*"®

Incorporating in situ monitoring. Monitoring the real-time
synthesis process can yield crucial information regarding its
stability. By employing techniques such as electron microscopy,
chromatography, and spectroscopy, scientists can track altera-
tions in nanoparticles and identify deviations from the optimal
pathway. In addition to facilitating the detection of stability
issues, the practice of in situ monitoring enables swift imple-
mentation of corrective measures®>’

Validation and sensitivity analysis. In order to ascertain the
stability of the optimized synthesis, it is imperative to under-
take a series of repeated experiments under diverse conditions.
The assessment of the optimization process’s robustness and
its ability to withstand minor fluctuations is facilitated by this
approach. The utilization of sensitivity analysis facilitates the
identification of variables that exhibit heightened sensitivity
towards stability issues, thereby empowering researchers to focus
their efforts on the prioritization of control measures.***

10. Challenges and future prospects

This paper discusses the challenges and future trends in the
synthesis of metal sulfide nanoparticles and their application in
the degradation of dyes using conventional and response surface
methodology (RSM) approaches. It also discusses the limitations of
current methods, identifies research gaps, and proposes potential
strategies to overcome existing challenges and enhance the perfor-
mance of metal sulfide nanoparticles in dye degradation.

Challenges

1. Developing synthetic methods that can precisely control the
size, shape, and crystal structure of MSNPs to enhance their
performance in dye degradation.
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2. Ensuring that the synthetic methods are both reproduci-
ble and scalable to enable industrial-scale synthesis of metal
sulfide nanoparticles.

3. Developing environmentally friendly and cost-effective
synthetic approaches to reduce the environmental impact and
improve the economic viability of metal sulfide nanoparticles.

4. Improving the efficiency, stability, and reusability of metal
sulfide nanoparticles in dye degradation applications to ensure
their long-term effectiveness and sustainability.

5. Enhancing the selectivity and specificity of MNPs for
different types of dyes.

6. Assessing and mitigating the potential toxicity and
environmental impact of metal sulfide nanoparticles.

7. Addressing the limitations of conventional approaches in
optimizing metal sulfide-based dye degradation systems.

8. Overcoming the challenges in implementing RSM for
metal sulfide nanoparticle-based dye degradation.

Future prospects

1. Developing and investigating novel, eco-friendly, and cost-
effective metal sulfide nanoparticles that allow precise control
over their properties.

2. New strategies should be adopted to enhance the photo-
catalytic, adsorption, and redox capabilities.

3. Exploring the integration of conventional and RSM
approaches with other optimization techniques, such as
machine learning and artificial intelligence.

4. Encouraging collaborations among material scientists,
environmental engineers, and industry experts to accelerate
the development and implementation of innovative metal
sulfide nanoparticles.

The recently suggested strategies for modification exhibit
considerable potential for advancements in the area of photo-
catalysis. The utilization of doors in the context of innovative
designs and tailored photocatalysts has been observed to
provide opportunities for optimization in specific dye degrada-
tion applications. This comprehensive overview aims to provide
researchers with strategies that can effectively guide their
efforts. By seeking the information presented herein, research-
ers embarking on new studies can gain valuable insights and
guidance to inform their research attempts.

11. Conclusions

In conclusion, the synthesis of metal sulfide nanoparticles and
their use in the degradation of dyes using both traditional and
response surface methodology approaches hold significant
potential to help in solving problems caused by synthetic dyes
that cause environmental remediation. Due to the high surface
area, tunable bandgap, and strong redox capabilities, metal
sulfide nanoparticles have become promising materials for the
efficient degradation of environmental polluted dyes. This
review provides insights into a comprehensive understanding
of the diverse synthetic approaches. By tailoring the proper-
ties of these nanoparticles, researchers can optimize their
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performance in dye degradation applications. Moreover, the
discussion of the different mechanisms involved in dye degra-
dation, such as photocatalytic, adsorption, and redox pro-
cesses, has shed light on the different factors that affect the
efficiency of MSNPs. The conventional approaches have demon-
strated promising results in the degradation of dyes using
nanoparticles. As a powerful statistical tool, RSM has been
shown to be an upright mode to improve the performance of
nanomaterials in dye degradation systems to optimize the
process parameters. By studying both the traditional and
RSM approaches together, researchers can be more efficient
and can gain a better understanding of the synthesis and
photocatalytic processes. This study sheds light on the use of
MSNPs in the real world for breaking down the effluents. The
problems like stability, reusability, and selectivity of the NPs
need further research and development in this area. Research-
ers can find ways to improve the performance of metal sulfide
nanoparticles in environmental applications by identifying
future research opportunities.
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