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New Advances into Nanostructured Oxides
Reprinted from: Inorganics 2023, 11, 130, doi:10.3390/inorganics11030130 . . . . . . . . . . . . . . 1

Davide Palma, Francesca Deganello, Leonarda Francesca Liotta, Valeria La Parola,
Alessandra Bianco Prevot and Mery Malandrino et al.
Main Issues in the Synthesis and Testing of Thermocatalytic Ce-Doped SrFeO3 Perovskites for
Wastewater Pollutant Removal
Reprinted from: Inorganics 2023, 11, 85, doi:10.3390/inorganics11020085 . . . . . . . . . . . . . . 7

Arianna Actis, Francesca Sacchi, Christos Takidis, Maria Cristina Paganini and Erik Cerrato
Changes in Structural, Morphological and Optical Features of Differently Synthetized
C3N4-ZnO Heterostructures: An Experimental Approach
Reprinted from: Inorganics 2022, 10, 119, doi:10.3390/inorganics10080119 . . . . . . . . . . . . . . 25

Maria I. Chebanenko, Sofia M. Tikhanova, Vladimir N. Nevedomskiy and Vadim I. Popkov
Synthesis and Structure of ZnO-Decorated Graphitic Carbon Nitride (g-C3N4) with Improved
Photocatalytic Activity under Visible Light
Reprinted from: Inorganics 2022, 10, 249, doi:10.3390/inorganics10120249 . . . . . . . . . . . . . . 39

Ridha Ben Said, Seyfeddine Rahali, Mohamed Ali Ben Aissa, Abuzar Albadri and Abueliz
Modwi
Uptake of BF Dye from the Aqueous Phase by CaO-g-C3N4 Nanosorbent: Construction,
Descriptions, and Recyclability
Reprinted from: Inorganics 2023, 11, 44, doi:10.3390/inorganics11010044 . . . . . . . . . . . . . . 51

Michel F. G. Pereira, Mayane M. Nascimento, Pedro Henrique N. Cardoso, Carlos Yure B.
Oliveira, Ginetton F. Tavares and Evando S. Araújo
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New Advances into Nanostructured Oxides
Roberto Nisticò

Department of Materials Science, INSTM, University of Milano-Bicocca, Via R. Cozzi 55, 20125 Milano, Italy;
roberto.nistico@unimib.it; Tel.: +39-02-6448-5111

Inorganic nanostructured (metal) oxides are a large class of inorganic materials ex-
tensively investigated for their unique and outstanding properties that allow for their use
within a multitude of technological fields of emerging interest, such as (photo)catalysis,
environmental remediation processes, energy storage, controlled transport and/or release
of drugs and chemicals, biomedicine, sensing, development of smart materials, stimuli-
responsive materials, and nanocomposites [1–6]. The large applicability of nanostructured
(metal) oxides is primarily due to the possibility of easily exerting a high level of control
in the design of their morphology, in particular in terms of particle dimensions, shapes,
and surface porosities, by means of proper synthetic routes and innovative templating
processes [7–9]. However, exerting morphological control might be not always enough.
In fact, even surface residual functionalities and surface reactivity play key roles in the
determination of a nanomaterial’s final properties [10]. Hence, for this reason, nanostruc-
tured (metal) oxides often require surface functionalization with specific chemical moieties
(thus, eventually forming inorganic–organic hybrid systems) to further extend their field
of application.

Nowadays, the research on this class of inorganic materials is still very dynamic, as
documented by the recent achievements in the field, and it is expected to further increase in
the coming years, with particular attention on the continuous search for more ecofriendly
synthesis and templating approaches alternative to the traditional inorganic chemistry
routes [11]. This Special Issue, entitled “New Advances into Nanostructured Oxides”, is
specifically dedicated to the recent advancements in the design of the most promising
nanostructured (metal) oxides and their technological application. Altogether, this Special
Issue collects nine original research articles and three review papers, covering diverse
nanostructured (metal) oxides and different technological applications.

Palma et al. [12] reported the effects of the experimental parameters over the solution
combustion synthesis of Ce-doped Sr ferrates with the perovskite structure. The authors
demonstrated that the full gelification of the sol is crucial to obtain single-phase perovskite
materials, avoiding secondary phase formation and cerium oxide segregation, whereas
the presence of secondary phases might induce the formation of Sr carbonate at the per-
ovskite’s surface that negatively affects the material’s catalytic activity. Interestingly, the
authors also evaluated that the presence of segregated cerium oxide has a positive effect
on the availability of oxygen vacancies in low temperature conditions, thus favoring the
interaction with polar substrates and bettering the material’s catalytic activity. Concerning
the thermocatalytic activity of these nanostructured materials, tests were performed against
two different target substrates, namely: Orange II dye and Bisphenol A at alkaline pH
(to avoid metal leaching from perovskites). Experimental results indicated that the best
performances are obtained for samples containing the highest amount of segregated cerium
oxide, probably due to the formation of a higher number of oxygen vacancies, which are
available during the catalytic process.

The formation of heterojunctions between C3N4 and nanostructured (metal) oxides is
a very promising technological solution to exploit sunlight (i.e., visible frequencies) in a
multitude of photocatalytic processes, such as fuel production (i.e., CO2 photo-reduction,
water photo-splitting), and photo-degradation of contaminants in wastewater. In this
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context, Actis et al. [13] systematically investigated different synthesis techniques used to
prepare bare C3N4 and combined C3N4/ZnO mixed systems. In particular, the authors
compared different synthetic protocols, namely: (i) the formation of combined C3N4/ZnO
mixed systems from supramolecular precursors, (ii) the direct growth of C3N4 on pre-
formed ZnO nanoparticles, and (iii) the ultrasonic/mechanical solid-state mixing of both
pre-formed C3N4 and ZnO nanopowders. Experimental data pointed out a trend existing
between these three different synthetic processes. In detail, in the case of the synthesis
from supramolecular precursors, a tighter association between the two phases forming the
heterojunction has been recognized (with the appearance of adsorption bands in the visible
region) coupled with low crystallinity. An opposite trend was registered in the case of ul-
trasonic/mechanical solid-state mixing. Crystalline materials with a modified morphology
are obtained this way, with the consequent formation of a high-crystalline heterojunction
characterized by lower visible light harvesting, deriving from the minor cooperation be-
tween the two components at the interface. Lastly, the approach based on C3N4 growth
on pre-formed ZnO shows an intermediate condition in terms of both crystallinity and
optical activity under visible frequencies. Chebanenko et al. [14] reported the production of
ZnO-decorated graphitic carbon nitride (g-C3N4) nanocomposites synthesized following
a three-step process, namely: (i) heat treatment of urea, (ii) ultrasonic exfoliation of the
colloidal solution by introducing different ratios of ZnO precursor, and (iii) final thermal
treatment. The authors reported a very interesting photocatalytic system by placing g-C3N4
in close contact with ZnO nanoparticles, since the formation of a heterojunction between
these two components allows for the achievement of both excitation by visible light and a
better charge separation with the formation of O-containing radicals. Nanocomposites were
tested in the photocatalytic abatement of Methylene Blue dye as a target molecule under
visible light. Experimental results indicated that the best performances were obtained for
the nanocomposite containing 7.5 wt.% of ZnO. Moreover, Said et al. [15] reported the syn-
thesis of a mesoporous g-C3N4/CaO nanocomposite using a step-by-step ultrasonication
technique. Furthermore, such a composite was successfully tested in the capture of Basic
Fuchsin dye by means of a sorption mechanism. After the optimization of the sorption
conditions, it was demonstrated that: (i) dye sorption is pH-independent, (ii) interaction
between nanocomposite and dye follows the Freundlich model, (iii) sorption capacity
increases with contact time (reaching an equilibrium after ca. 30 min), and (iv) maximum
sorption capacity at the optimized condition is quantified as 813 mg/g. Furthermore,
the authors experimentally demonstrated that the adsorption mechanism involves both
hydrogen bonds and π-π stacking interactions.

Pereira et al. [16] reported the preparation of V-doped titania/WO3 (1:1 molar ratio)
nanocomposites with different dopant concentrations and dispersed them in high-surface-
area fibrous polymeric membranes obtained by means of electrospinning deposition. Evi-
dence demonstrated that: (i) V5+ ions doped the atomic structure of titania (anatase phase),
(ii) the titania crystallite sizes slightly increased by increasing the dopant concentration, and
(iii) both W6+ and V5+ occupies Ti4+ vacancies in the anatase crystal lattice, allowing for a
greater degree of local vibrations, which favors the occurrence of photocatalytic processes.
Furthermore, the introduction of V into the TiO2/WO3 system caused a significant decrease
in the titania bandgap as it generates an n-type extrinsic semiconductor. Electrospun fibrous
membranes containing the nanocomposites were successfully tested in the photocatalytic
abatement of Rhodamine B dye from the water environment under visible light. Exper-
imental results indicated that the best performances (92% dye degradation after 2 h of
visible light irradiation) are reached by the nanocomposite containing 5 wt.% of vanadium
oxide, as it shows an improved photoresponse and charge separation efficiency, coupled
with the presence of high active site density.

Peralta et al. [17] reported novel ecofriendly routes for the synthesis of nanostructured
core–shell magnetic particles based on the polyol method and using biowaste-derived bio-
based substances (BBSs) as both stabilizers and structure-directing agents. Subsequently, the
covering of such BBS-stabilized magnetite nanoparticles with either mesoporous silica shell
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or titanium dioxide was performed by means of a sol–gel method carried out in alkaline
environment. Experimental results evidenced that the size/shape and the aggregation of the
magnetite nanoparticles strongly depend on the starting BBS concentration (the higher the
concentration of BBS, the smaller the sizes of the magnetite nanoparticles). Additionally, the
presence of BBS is also crucial concerning the growth of both the mesoporous silica shell and
the homogeneous titania shell, probably due to interactions involving the carboxylic groups
of BBS. Such core–shell systems were successfully tested as nanocarriers of ibuprofen and
adsorbing agents against Methylene Blue dye from aqueous solution, and as photocatalysts
in the degradation of Methylene Blue dye. In particular, the mesoporous silica core–shell
systems show an ibuprofen loading capacity of 13% and a very fast adsorption capacity of
Methylene Blue dye, achieving 76% of dye removal within the first 15 min, whereas the
titania core–shell systems show a photocatalytic degradation efficiency against Methylene
Blue dye, analogous to bare titania. This last result is very surprising (and potentially
a breakthrough), as the direct contact between magnetite and titania typically brings an
unfavorable heterojunction, which accelerates the recombination of the electron–hole pairs
and weakens the photocatalytic activity of the catalyst.

Dekyvere et al. [18] reported a novel strategy for the fabrication of nano zero-valent-
iron (nZVI) carbon-based mesoporous materials derived from iron-containing metal-
organic frameworks (MOFs) using zinc oxide nanorods as sacrificial nuclei. Here, the
breakthrough idea is the utilization of the nanostructured zinc oxide under the shape
of nanorods (i.e., aspect ratio 10) as sacrificial consumable nuclei for shaping the final
highly porous materials (with specific surface area in the 185–270 m2/g range). The meso-
porous materials thus obtained were tested as adsorbing agents against Methylene Blue
dye, reaching an impressive sorption of 78% after only 2 min and close to total sorption
(99%) after 6 min. The best-performing system also showed excellent recyclability, with
99% of abatement after 60 min of contact time for 10 consecutive cycles. As highlighted
by the authors, the high number of mesopores produced by the sacrificial zinc oxide rods
significantly enhanced the adsorption capability of the nanomaterial by increasing the
contact area with the adsorbate. Furthermore, this innovative strategy opens the possibility
of exerting further control over the pore size when forming the final porous material by
changing the morphology of the starting nanostructured sacrificial nuclei.

Newar et al. [19], instead, tested the use of different commercial (metal) oxide nanopar-
ticles as sorbing systems against low specific activity 99Mo radiotracer solution. The
commercial (metal) oxides investigated were: silica, titania, zirconium oxide, cerium oxide,
tin oxide, and mixed systems, such as an aluminosilicate, cerium aluminum oxide, alu-
minum titanium oxide, and cerium zirconium oxide. The authors evaluated the adsorption
behavior under different experimental conditions (pH, initial concentration of Mo, contact
time, and temperature). Experimental results showed that: (i) the optimum adsorption pH
for all systems is pH 2–4, (ii) the Freundlich isotherm model fitted the experimental data
(mainly physisorption), (iii) the maximum adsorption capacity at optimized conditions was
registered by zirconium oxide (73 mg/g), followed by cerium oxide and titania. This study
clearly demonstrates that the investigated nanostructured (metal) oxides showed higher
static sorption capacities than conventionally used alumina (2–20 mg/g) and potentially
opens up the possibility of further improving the sorption capacity of these systems by
varying both morphologies and porosities of these nanostructured (metal) oxides.

Chang et al. [20] evaluated the possibility of using a metal matrix nanocomposite
reinforced with titania nanoparticles towards a potential endodontic instrument using a
co-deposition approach with pulse electroplating for dental applications. In this study, the
authors registered that the electrodeposition of the nanocomposite produced a smooth
sidewall and surface, thus maintaining structural integrity and revealing a promoted
formability, whereas cytotoxicity tests revealed high cell viability, high cell proliferation
behavior and excellent biocompatibility.

Sfameni et al. [21] contributed to this Special Issue with an interesting overview deal-
ing with the surface modification of textile fabrics to confer specific implemented and new
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properties by means of inorganic sol–gel approaches. In this review, different examples
and methodologies based on sol–gel inorganic coatings for textile finishing are evaluated,
considering a wide range of inorganic precursors and functional additives to fabricate
textiles showing different/implemented properties. Moreover, with respect to conventional
textile finishing processes, synthetic routes based on functional nanoparticles and nanosols
represent a more ecofriendly and safe approach than the most commonly employed formu-
lations containing harmful substances. In the present review, sol modification techniques
and functional applications for textile materials are classified into three sections, properly
discussed with examples taken from the literature. Inorganic protocols are organized into
methods for improving wear resistance of textile fabrics, for UV protection textile finishing,
and for antimicrobial textile finishing, with a further classification based on the active
nanoparticles involved.

Scarpelli et al. [22] reviewed the recent advancements in the synthesis of nanostruc-
tured iridium oxide. Iridium oxide is a very peculiar (metal) oxide as it is characterized by
showing metallic-type conductivity and also displaying a low surface work function (which
is the energy required for moving an electron from the Fermi level to the local vacuum
level), high chemical stability, and good stability under the influence of high electric fields.
Iridium oxide can be synthesized as various nanostructures, which significantly affect its
surface work function. In this regard, the authors provided a very interesting overview of
the nanostructuring of iridium oxide, with a special emphasis on the different strategies to
drive the synthesis toward specific nanostructures. In this context, the authors organized
the text into four sections, dedicated to the description of the different synthesis meth-
ods to obtain spherical nanoparticles, one-dimensional nanostructures (e.g., nanotubes,
nanorods, nanowires, and nanofibers), unusual shapes (e.g., urchin-like, and nanoneedles),
and thin films.

Nisticò [23] reviewed the recent advances in the exploitation of naturally occurring
clays (phyllosilicates), including more non-conventional applications. Within the entire
review, the author analyzed clays’ peculiar properties, such as their ability to exchange
(capture) ions, their layered structure, surface area and reactivity, and their biocompati-
bility, pointing out the deep correlation existing between the field of application and the
structure–property relationships involved. After providing an introduction mainly focused
on the economic analysis of the global trade in clays, the review was organized into two
mains sections. Section I is dedicated to the classification of clays based on their struc-
tural and chemical composition, together with a schematic summary of the main relevant
structure-induced properties, which are strongly correlated to the nature and quantity of
chemical species at the interlayer, exchange capacity, interlayer thickness, surface area,
and hydration/gel-forming capacity. Section II, instead, is dedicated to the analysis of the
unconventional advanced uses of clays in technological fields of emerging interest, pro-
viding a further organization into biomedical applications (ranging from the development
of scaffolds and drug delivery systems to cancer diagnosis and therapy), environmental
applications (wastewater treatments and membrane technology), additive manufacturing,
and sol–gel processes.

Personally, the hope is that readers will enjoy this Special Issue, now edited as a book.
Many examples of interesting and challenging research are collected in this “scientific
compilation”. In some cases, the focus was on the nanostructuring of (metal) oxides, in
others, their exploitation towards target advanced applications, but the common thread
remains the continuous progress of this important class of inorganic materials.

Acknowledgments: I personally would like to thank all authors, reviewers, and the entire editorial
staff of Inorganics who assisted me in the realization of the present Special Issue.

Conflicts of Interest: The author declares no conflict of interest.
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Abstract: The effect of the synthesis and processing parameters on the thermocatalytic performance
of Ce-doped SrFeO3 inorganic perovskites was investigated to improve the reproducibility and
reliability of the synthetic methodology and of the testing procedure. A structural, surface and
redox characterization was performed to check the extent of variability in the chemical–physical
properties of the prepared materials, revealing that a strict control of the synthesis parameters is
indeed crucial to optimize the thermocatalytic properties of Ce-doped SrFeO3 inorganic perovskites.
The thermocatalytic tests, aimed to degrade organic pollutants in water, were performed using Orange
II and Bisphenol A as target compounds, in view of a later technological application. The main
issues in the synthesis and testing of Ce-doped SrFeO3 perovskite thermocatalysts are highlighted
and described, giving specific instructions for the resolution of each of them. A limited number of
prepared materials showed an efficient thermocatalytic effect, indicating that a full gelification of the
sol, an overstoichiometric reducer-to-oxidizer ratio, a nominal cerium content of 15 mol%, slightly
higher than its solubility limit (i.e., 14 mol%), a pH of 6 and a thermal treatment at 800 ◦C/2 h are the
best synthesis conditions to obtain an effective Ce-doped SrFeO3 perovskite. Regarding the testing
conditions, the best procedure is to follow the degradation reaction without any preconditioning with
the pollutant at room temperature. The severe leaching of the active perovskite phase during tests
conducted at acidic pH is discussed. Briefly, we suggest confining the application of these materials
to a limited pH range. Variability between thermocatalysts prepared in two different laboratories
was also checked. The issues discussed and the proposed solutions overcome some of the obstacles
to achieving a successful scale up of the synthesis process. Our results were favorable in comparison
to those in the literature, and our approach can be successfully extended to other perovskite catalysts.

Keywords: advanced oxidation processes; experimental protocols; heterogeneous catalysis; inorganic
thermal activation; organic pollutants; perovskites; physico-chemical characterization; solution
combustion synthesis; strontium ferrates; water treatment

1. Introduction

The global increase in the use of freshwater, resulting from population growth, eco-
nomic development, and changes in consumption patterns, combined with the increasingly
evident effects of climate change, has led to increased incidence of water stress and to
situations of scarce water resources, even in non-intrinsically arid areas. The problem is
not only quantitative but also qualitative, because in many areas of the planet, water use is
not followed by a treatment that restores its initial quality, and even where treatments are
applied, they are not always completely effective [1]. This has led to a progressive deterio-
ration of water resources with heavy repercussions on the sustainability of our society. It is
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therefore necessary to rethink water resource management, i.e., to make urban wastewater
and industrial wastewater treatment more efficient and extend them worldwide, aiming for
a transition from a linear model (capture, use, discharge) to a circular model that facilitates
the “regeneration” and reuse of water, minimizing withdrawal from primary sources.

In this context, a crucial aspect is represented by the removal of anthropogenic contam-
inants of emerging concern (CECs) which are resistant to biological wastewater treatment
and are detected at very low concentrations in surface water bodies (and in some cases, in
groundwater) [2,3]. Despite the negative impact of these substances on ecosystems and
human health, there is still no comprehensive European regulation; nonetheless, there is an
increasing focus on their monitoring in anticipation of regulatory compliance. The effective
and sustainable removal of CECs will contribute to the “circular” management of water,
reducing the impact of climate change on water availability.

Among the possible approaches for CECs removal, the application of Advanced
Oxidation Processes (AOPs) has gained interest among researchers [4,5]. AOPs rely on the
generation of highly reactive species (above all HO• radicals) which are able to initiate
the degradation of pollutants, in many cases degrading through complete oxidation to
CO2, H2O and inorganic ions [6,7]. Over the years, great attention has been devoted to the
application of photocatalysis for CEC degradation, and a variety of novel materials have
been prepared and tested [8]. The spectrum of photocatalysts is indeed wide, spanning from
semiconductor oxides to composite materials, often aiming to optimize light harvesting [9–11].
One of the main drawbacks of AOPs, and this is especially true for photocatalysis, is that the
generation of reactive species is mostly light assisted, thus introducing additional energy
costs when artificial light is employed or infrastructural aspects in case of harvesting solar
light. Other AOPs operating in dark conditions, on the other hand, typically require the
addition of reagents (e.g., ozonation, Fenton process, peroxone).

Recently, the capability has been shown of perovskite-type mixed oxides to be ther-
mally activated and to promote the degradation of organic compounds [12,13], as well
as their capability of activating peroxymonosulfate (PMS) in AOPs, where both free and
non-free radical pathways may occur [14]. Inorganic perovskite-type materials are a versa-
tile and multifunctional class of mixed oxides with the general formula ABO3, where A
sites are occupied by larger cations, B sites are occupied by smaller cations, and O sites
can be occupied by oxygen or by other anions [15]. Several papers rely on the use of
Sr0.85Ce0.15FeO3-δ perovskite, which has been successfully tested (i) for the degradation
of model organic pollutants such as azo-dye Orange II [16], acid orange 8 (AO8) [17],
Bisphenol A [18], and acetamiprid (AAP), (ii) for the abatement of oil residues in water [19],
(iii) in combination with graphene oxide as the active layer deposited over commercial flat-
sheet polyethersulfone nanofiltration membranes, yielding an improved catalytic activity
for the abatement of bisphenol A [20], (iv) in a novel strategy for water purification that
involves the integration of membrane filtration and thermocatalytic pollutants degradation,
using an alumina tubular support coated with an Al2O3-doped NF silica layer for the
filtration step, aiming to simultaneous degrade micropollutants and mitigate fouling [21],
and (v) in an integrated process based on membrane distillation and thermocatalytic ox-
idation, simultaneously using the thermal energy to drive the permeation of pure water
through a hydrophobic membrane and to activate the perovskite [18].

Strontium ferrates-based materials belong to a class of perovskite-type compounds
in which iron is mainly stabilized as Fe4+ [22]. When doped with Cerium at the Sr site,
the cubic structure is stabilized and the redox couple Fe4+/Fe3+ plays a fundamental role
in the functional properties of the strontium ferrates. Solution Combustion Synthesis has
been frequently used for the synthesis of Ce-doped SrFeO3 powders due to its versatility
and efficiency in terms of energy, time, and effort [23]. However, the large number of
synthesis parameters that can be changed in this synthesis can either be considered as
an advantage or as an obstacle to the preparation of reproducible and efficient materials,
given that a preliminary investigation of the synthesis-structure-properties relationships is
missing. In this work, detailed information about the main issues that might be faced in the
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solution combustion synthesis and testing of Ce-doped SrFeO3 perovskite thermocatalysts
is given. The effect of the specific synthesis and processing parameters on the structure,
surface, redox behavior, and texture was investigated in order to select the best conditions
to obtain an optimized powder. Moreover, the testing procedure was also studied and
applied using different samples in order to get reliable information on their thermocatalytic
behavior, highlighting the paramount importance of the reproducibility of the synthesis
and procedures in the interpretation of the scientific results and the need to create reliable
protocols for the synthesis and testing of the materials.

Assessing the synthesis-structure-properties relationships of such materials could
open a new technology-oriented field, aiming at preparing reproducible and scalable
materials, suitable for being activated at relatively mild temperatures and, in the perspective
of application at real scales, exploiting the residual heat which is often available in an
industrial context.

2. Results and Discussion
2.1. Synthesis and Characterization

The reproducibility of a solution combustion synthesis technique largely depends on
the understanding of which preparation parameters influence the properties of the final
material. Therefore, a deep knowledge on the synthesis-properties relationships is manda-
tory. Additionally, a reliable scale up process requires a high degree of reproducibility to
maintain the same material performance observed at the lab scale. In addition, an accurate
characterization protocol and a knowledge of the variability in the characterization results
helps in determining the real differences among the materials. Therefore, the effect of the
synthesis and processing parameters was investigated to ensure high reproducibility of
the powder properties. A complementary structural and redox characterization was also
performed to check the extent of variability in the characterization results.

2.1.1. Effect of the Synthesis Parameters

A series of powders with the same (or slightly different) nominal composition,
Sr0.86Ce0.14FeO3−δ, but prepared using different synthesis parameters, were compared
accordingly to some of their chemical–physical properties, with the aim of classifying the
importance of the experimental conditions in an effort to obtain reproducible and effective
catalysts. In the first comparison, two powders prepared with the same nominal compo-
sition, i.e., Sr0.86Ce0.14FeO3−δ at pH = 7, but using two different degrees of gelification,
NPW9-1000 and NPW4-1000, are shown. The use of pH = 6–7 ensures a good interaction
between citric acid and metal cations, leading to a complete incorporation of cerium dopant
into the perovskite structure, as well as minimizing the addition of ammonia solution into
the combustion mixture. In NPW4-1000, the gel was combusted just after its formation
from the sol, whereas in NPW9-1000, the gel was left to dry for another 10 min under
magnetic stirring, i.e., until the magnetic bar could no longer move due to the full densifi-
cation of the gel (high gelification degree). Another powder, NPW12-1000, was prepared
at pH = 7 using a higher reducer-to-oxidizer ratio, (1.6). The result was a fully dried gel
with a slightly different nominal composition of Sr0.85Ce0.15FeO3−δ, where the nominal Ce
content exceeded by 1 mol% the maximum solubility of cerium in SrFeO3. NPW4-1000,
NPW9-1000, and NPW12-1000 were thermally treated at 1000 ◦C for 5 h and characterized
for their structural (bulk and surface) and redox properties. NPW4-1000 was thermally
treated using a temperature ramp of 2 ◦C/min instead of 10 ◦C/min, in contrast to the
other two samples. However, the effect of the temperature ramp was strongly dependent
on the gelification degree, albeit less important than the effect of gelification degree, as will
be discussed in Section 2.1.2. The bulk structural characterization results of these three
samples are reported in Figure 1.
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Figure 1. XRD patterns of NPW4-1000, NPW9-1000, and NPW12-1000.

The single-phase perovskite material could be obtained only for the powder prepared
with fully dried gels, NPW9-1000, whereas some secondary phases were clearly visible
in the sample where the gel was not completely dried, NPW4-1000 (Figure 1). These
secondary phases were mainly layered tetragonal perovskites of the type Sr3Fe2O7-δ,
together with minor percentages of CeO2, formed to balance the perovskite composition
after Sr and Fe segregation as layered tetragonal perovskite phases. In NPW12-1000,
only the main perovskite phase was present, together with <1 wt% of segregated CeO2,
and no layered tetragonal perovskites of the type Sr3Fe2O7-δ were formed. Despite the
absence of layered tetragonal phases, segregated cerium oxide was expected for this
sample, since the maximum Ce solubility in SrFeO3 is lower than 15 mol% [16]. It is
worth noting that the XRD pattern of NPW10-1000 (not shown), prepared using identical
conditions to those of NPW9-1000, was identical to that of NPW9-1000, demonstrating the
importance of controlling the gelification degree. Therefore, full gelification of the sol is a
very important synthesis parameter for a good reproducibility of the structural properties,
avoiding Sr3Fe2O7-δ layered perovskite and, consequently, cerium oxide segregation.

The same three samples were characterized for their surface structure by X-ray pho-
toelectron spectroscopy (XPS). Figure 2B shows the Sr3d, Fe2p, and O1s regions of the
two samples, while Table 1 shows the binding energy and the relative abundance of the
different components. The presence of cerium is evidenced by the analysis, but its low
intensity and the complexity of the Ce3d peak make the region analysis unmeaningful. The
Fe2p region shows a similar profile for the three samples (see Figure 2B) with the typical
complex profile of the Fe2p region with the Fe2p3/-Fe2p1/2 separation of 13.3 eV and the
presence of a small shake up feature.
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Table 1. Binding energy and relative abundance of the different components of the Sr 3d 5/2,
Fe2p3/2 and O1s XPS regions for NPW4-1000, NPW9-1000, and NPW12-1000 powders.

Sample Sr 3d 5/2 Fe2p3/2 O1s

NPW4-1000 132.8 (52%)
133.3 (48%)

710.3 (76%)
713.0 (24%)

529.1 (30%)
531.5 (70%)

NPW9-1000 132.5 (58%)
133.8 (42%)

710.3 (73%)
713.1 (27%)

529.3 (45%)
531.8 (55%)

NPW12-1000 132.8 (71%)
134.1 (29%)

710.7 (73%)
713.3 (27%)

529.7 (43%)
531.9 (57%)

The main peaks can be deconvoluted into two components at ca. 711 and 713 eV,
which are attributed to Fe(III) and Fe(IV), respectively [24,25]. The relative percentage of
the two species does not change along the series. The Sr3d region shows a peak, which is a
convolution of Sr3d5/2 and Sr3d3/2 (DE = 1.8 eV), as evidenced in Figure 2A. The shape of the
peak points to the presence of two doublets with the Sr3d5/2 centered at ca. 132.5 eV and 134 eV,
which, according to the more common interpretation, may be attributed to Sr in the perovskite
structure (SrL) and SrCO3 (strontium carbonate), respectively [26–28]. SrCO3 is often formed
in SrFeO3-based compounds due to the high affinity of Sr for atmospheric CO2, especially
in the presence of humidity [29]. The O1s region is characterized by two components
(Figure 2C): OL, at 529.6 eV, is attributed to oxygen in the perovskites lattice, while and OOH,
at 531.5 eV, is attributed to adsorbed oxygen species and/or carbonates [25,30]. Differences
in the ratio between the two oxygen components may be indicative of differences in the
oxygen vacancies present in the materials, even though due to the presence of carbonates,
the correlation is not straightforward. NPW4-1000 has the smallest OL/OOH ratio. However,
this does not indicate a higher number of oxygen vacancies present in the structure, but
a higher percentage of SrCO3 species at the surface (Figure 2 and Table 1). Therefore, it
seems that the presence of secondary phases in the bulk, as detected by XRD, favors the
formation of carbonate on the surface, and this could negatively affect the thermocatalytic
activity, as recently observed in the literature [29]. Looking at the XPS data, NPW9-
1000 and NPW12-1000 showed similar OL/OOH ratios, indicating that the oxygen surface
distribution remained identical, although less surface carbonate formation occurred.

The redox properties of the three samples were investigated using TPR, TPO, and
TPD techniques. The characterization results are shown in Figure 3. The TPR profile of the
single-phase powder, NPW9, is characterized by two main peaks: the first one centered at
455 ◦C and the second one above ~750 ◦C, with a maximum at around 1000 ◦C (Figure 3A).
According with our previous investigation of Ce-doped strontium ferrates [31], the low
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temperature peak is ascribed to the reduction of Fe4+ species, typically present in the
perovskite, to Fe3+, while in the region 550–700 ◦C, the reduction of Ce4+ may occur, and
above 700–750 ◦C, reduction of Fe3+ to Fe2+ and eventually to Fe0 takes place. Similar
reduction profiles were registered for the other two samples, NPW4-1000 and NPW12-
1000, with both containing minor percentages of segregated phases as Sr3Fe2O7-δ layered
perovskites. In both cases, a shift of the first main reduction peak at low temperature
occurred; this effect was more important for NPW12-1000. Therefore, the presence of the
segregated layered perovskite phases in NPW4-1000 had a positive effect on the oxygen
vacancies availability at lower temperatures, although the most important improvement
was for NPW12-1000, due to the use of an over-stoichiometric reducers-to-oxidizers (Φ)
ratio (1.6) and the presence of segregated ceria phase. The TPO curves, registered on
the samples reduced up to ~1000 ◦C (Figure 3B), show very similar profiles with two
main peaks: the first at around 200 ◦C and the second one at 380–400 ◦C. The curves for
NPW9-1000 and NPW12-1000 are overlapping, while the reoxidation for the reduced phases
formed in NPW4-1000 seems to occur at slightly higher temperatures than for the previous
two, indicating that the reduced Fe-containing phases formed upon the previous reduction
treatment (TPR) were slightly more stable in NPW4-1000 than in the other two samples.
The TPD curves registered after the TPO (Figure 3C) for all the three samples showed
desorption peaks at around 335–360 ◦C. According to the literature, such peaks correspond
to the desorption of suprafacial α-species [32]. The sample NPW4-1000 was characterized
by the highest desorption peak, suggesting the presence of the highest amount of active
surface oxygen species that can be easily released at relatively low temperature (starting
from 250 ◦C, with a maximum at 335 ◦C) and, therefore, that could better participate in a
thermal oxidation reaction.
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Looking at the comparison of the redox properties of NPW4-1000, NPW9-1000, and
NPW12-1000, the presence of segregated perovskite layered phases could favor the interac-
tion with polar substrates, thereby inducing a better catalytic activity of the material. In
order to investigate this aspect, another powder was considered: NPW6-1000 was prepared
under conditions similar to those applied for NPW4-1000, with changes in pH and geli-
fication degree. These modifications (namely, a pH value of 6 and a medium degree of
gelification) should guarantee the formation of layered perovskite and segregated ceria, as
confirmed by XRD measurements, in addition to the increase of perovskite fraction and
maximization of absorbance response. Similarly, NPW6-1000 contains a smaller amount
of layered perovskite phase with respect to NPW4-1000 (see Table 2). This sample was
analyzed by FTIR spectroscopy and the related spectra, reported in Figure 4, show the
scattering profile typical of a nanopowder, with signals specifically related to the perovskite
structure at 600 cm−1 and to the surface carbonate groups produced by interactions with
atmospheric CO2 at 1100 cm−1. The high frequency range (3700–2500 cm−1) is typically
related to the presence of OH, NH, and CH vibrational features. A strong and large signal
is visible in the spectra of the material, indicating that such species are present, even if a
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more specific attribution of the signal was not possible, given the wideness of the band. To
verify that these groups were actually exposed at the sample surface, a contact with D2O
vapor pressure was performed in order to exchange the hydrogen atoms in the OH, NH,
and CH groups with deuterium, with consequent modification of the spectra profile. No
modification of the signals was observed, indicating that their concentration at the surface
of the material was very low or that the hydrogenated groups were not reachable by D2O
molecules and, therefore, these groups, if present, were in the bulk of the material or under
its surface.

Table 2. Details of the synthesis condition and relevant chemical–physical features of the investigated
Ce-doped SrFeO3 samples.

Sample/
Ce mol%

Synthesis Conditions
(Reducers-to-Oxidizers
Ratio, pH, Gelification
Degree and Laboratory)

Processing
Conditions
(calcination

Temperature and
Heating Ramp)

BET Specific
Surface Area

(m2/g)

Phase Composition (from Rietveld Refinement)

Sr0.86Ce0.14FeO3
Amount
(% wt)

CeO2
Amount
(% wt)

Sr3Fe2O7−δ

Phase Amount
(% wt)

NPW9_1000/
14 mol%

1
7

High
Lab B

1000 ◦C/5 h,
10 ◦C/min nd 100 0 0

NPW4-1000/
14 mol%

1
7

Low
Lab B

1000 ◦C/5 h,
2 ◦C/min ~1 88.4 1.6 10

NPW3-1000/
14 mol%

1
7

High
Lab B

1000 ◦C/5 h,
2 ◦C/min ~1 99 1 0

NPW6-1000/
14 mol%

1
6

Medium
Lab B

1000 ◦C/5 h,
2 ◦C/min ~1 93.4 1.6 5

NPW10-1000/
14 mol%

1
7

High
Lab B

1000 ◦C/5 h,
10 ◦C/min ~1 100 0 0

NPW12-1000/
15 mol%

1.63
7

High
Lab B

1000 ◦C/5 h,
10 ◦C/min ~1 99 1 0

NPW13-
1000_A/15 mol%

1.63
6

High
LabA

1000 ◦C/5 h,
5 ◦C/min ~1 98 2 0

NPW13-
1000_B/15 mol%

1.63
6

High
Lab B

1000 ◦C/5 h,
10 ◦C/min ~1 98 2 0

NPW13-NC/
15 mol%

1.63
6

High
Lab B

No thermal
treatment

(as-combusted
powder)

~6 94 0 4 (SrCO3)
2 (Fe3O4)

NPW13-800/
15 mol%

1.63
6

High
Lab B

800 ◦C/2 h,
10 ◦C/min ~4 98.8 1.2 traces (SrCO3)
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Figure 4. FTIR absorbance spectra of NPW6-1000 in air (black curve), after 1 min outgas (red curve) 
and after 30 min outgas (blue curve). The curves were shifted along the y-axis to better display the 
spectra details. 

For the identification of surface active sites, the powders, after pre-activation in a 
vacuum at 30, 150, 300, 400, 500, 600, and 700 °C, were contacted with the CO, NO, and 
CO2 gaseous probes in order to study the surface Lewis acidity of the material given by 
cationic species, which is prone to establishing specific interactions with the probe mol-

Figure 4. FTIR absorbance spectra of NPW6-1000 in air (black curve), after 1 min outgas (red curve)
and after 30 min outgas (blue curve). The curves were shifted along the y-axis to better display the
spectra details.

For the identification of surface active sites, the powders, after pre-activation in a
vacuum at 30, 150, 300, 400, 500, 600, and 700 ◦C, were contacted with the CO, NO, and CO2
gaseous probes in order to study the surface Lewis acidity of the material given by cationic
species, which is prone to establishing specific interactions with the probe molecules (for
instance, it is known that CO and NO show a very important affinity with Fen+, whereas
CO can establish important interactions with Ce4+). In no case did the probe molecules
show visible interactions with the material, suggesting a limited concentration of the
adsorbing surface sites and confirming again that the exposed surface of the material was
very limited. Additionally, gaseous O2 was used as a probe to check the redox behavior of
the material, considering that activation in vacuo at high temperature favors the reduction
of the perovskite, inducing a consequent interaction with molecular oxygen. The interaction
was studied by microgravimetry. The results of the test performed on NPW6-1000 sample
outgassed at RT, 150, 300, and 400 ◦C are reported in Figure 5 and indicate a limited
interaction of the material with O2, increasing with the temperature of the preliminary
outgassing of the sample. The uptake on the sample treated at 300 and 400 ◦C was similar,
indicating that the activation of the sample at 400 ◦C did not significantly change the O2
interaction properties of the material.
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2.1.2. Effect of the Processing Parameters

The same batch of as-burned powder was divided in two portions and treated at
1000 ◦C/5 h with a different temperature ramp: 2 ◦C/min or 10 ◦C/min. The XRD patterns
registered for the samples treated with different temperature ramps were slightly different
for samples prepared from gels with low and medium gelification degrees, although the
effect was null for samples prepared using a complete gelification. It can be hypothesized
that the not fully densified gel still contained some water, whose evaporation process
velocity may have affected the phase composition of the final powder. As a consequence,
the applied temperature ramp value was not a parameter controlling the process if the
gelification degree was high enough. From the N2 adsorption results, it was found that all
the powders showed a specific surface area of about 1 m2/g. A washing treatment carried
out by sonicating the powder in bi-distilled water for two hours, according to a procedure
previously used for other perovskites prepared by the same methodology [33], did not
significantly change the textural feature of the materials. At the same time, a check of the
washing medium was performed to evaluate the release of unreacted precursors during
sonication. Again, the total organic carbon measurements did not evidence substantial
release, confirming the N2 adsorption results. To increase the specific surface area of the
materials and, consequently, the activity, the effect of the calcination temperature was
studied on a sample that was prepared under optimized conditions of gelification degree,
pH, and chemical composition. The comparison was done between the as-burned sample,
NPW13-NC, the sample treated at 800 ◦C/2 h, NPW13-800, and the sample treated at
1000 ◦C/5 h, NPW13-1000_B. NPW13_NC shows a specific surface area of about 6 m2/g,
i.e., slightly higher than that of NPW13-800 (about 4 m2/g), which is slightly higher than
that of NPW13-1000 (about 1 m2/g). This trend may reflect both a modification of the
crystal size during the calcination process (increasing from 71 nm to 150 nm with the
increase of calcination temperature) or the presence of unburned precursors that may have
contributed to the increase of the area of non-calcined or 800 ◦C-calcined samples. [23].
Beside the slight change in the surface area, the perovskite was present as the main phase
at all the firing temperatures, although some SrCO3 was clearly visible in the non-calcined
sample and in the 800 ◦C-calcined sample (traces), whereas segregated CeO2 was visible in
both the calcined samples, although the CeO2 peaks of the 800 ◦C-calcined sample were
very large (Figure 6 and Table 2).
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2.2. Testing Procedures
2.2.1. Effect of pH on Perovskite Stability and Metal Leaching

The results of the stability tests performed on the sample NPW13-1000_A are reported
in Figure 7. NPW13-1000-A was chosen for this test as it is one of the most active thermocat-
alysts studied (see Section 2.2.2), for which the definition of the stability pH range could be
interesting for the future applications. Strontium was released in the entire examined range
of pH, but the most dramatic situation was observed at pH ≈ 2, where Sr, Ce, and Fe were
all released in solution. Interestingly, the ratio between the amount of Sr and Ce released
in solution at that pH was almost the same as that calculated for the perovskite phase
(Sr/Ce = 0.86/0.14), whereas the amount of Fe released was much lower than expected,
probably because it forms insoluble species.
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Figure 7. Sr, Fe, and Ce concentrations in solution released from perovskite at different pH values,
for the NPW13-1000_A sample.

Apart from a small amount of strontium released at pH > 5, the results indicate a good
material stability and suggest a possible use on pollutant removal from freshwater sources,
whose pH generally ranges between 6 and 8. Otherwise, these materials seem to be not
suitable for applications requiring acidic media (pH lower than 4), e.g., for the treatment of
waters contaminated by inorganic contaminants.

2.2.2. Effect of the Experimental Conditions Used for the Thermocatalytic Tests

The thermocatalytic performance of the Ce-doped SrFeO3 perovskite was studied on
a sample prepared under optimized conditions of gelification degree, pH, and chemical
composition, and subjected to different thermal treatments. To this end, Orange II (OII) and
bisphenol A (BPA) were selected as model contaminants. All experiments were performed
at the pH obtained after the solubilization of the target pollutant and the suspension of the
perovskite. The obtained pH values typically ranged between pH 9 and 10. The strong solu-
tion basification driven by these perovskites was likely due to protonation/deprotonation
equilibria at the surface of the catalyst, as confirmed by the behavior that was already re-
ported in the literature for similar materials [16]. Control experiments at room temperature,
as well as adsorption tests, were also performed, followed by degradation experiments
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after raising the temperature to 70 ◦C. Using Orange II (OII), no degradation was observed
after 200 min of contact at 70 ◦C with NPW6-1000, NPW10-1000, and NPW12-1000, while a
different trend was observed when using the samples prepared under optimized conditions,
as reported in Figure 8.
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Figure 8. Orange II degradation vs. contact time in the presence of NPW13-NC and NPW13 calcined
at different temperatures and prepared by Lab B, in comparison with NPW13-1000_A.

As can be noticed after 1 h contact at room T with OII, all the powders showed a
comparable decrease in OII concentration; this can be reasonably ascribed to adsorption.
Afterwards, the most efficient material was NPW13-1000_A (prepared in the laboratory A
using the same synthetic procedure adopted for sample NPW13-1000_B in laboratory B),
followed by NPW13-800, whereas NPW13-NC, and NPW13-1000_B were negligibly able to
promote OII degradation.

A similar behavior was observed when testing the material with BPA, as can be
observed in Figure 9. Figure 9 reports a quite odd shape of the curves, with an unexpected
change at about 2 h of reaction time. The action of the thermocatalysts was stimulated at
60–70 ◦C; these conditions could facilitate the desorption of initially adsorbed compounds,
resulting in the odd trend observed in Figure 9 after around 2 h of reaction time. Once
the system had stabilized, because the abatement approaches the steady step, a normal
trend returned and the curves became similar to what one would expect for all the samples
except for NPW13-NC. This sample was not submitted to a post-synthesis calcination and
the relative trend observed confirms that the calcination of the system makes it possible to
clean the material of possible unburned precursors affecting the reaction and standardizes
the product for its subsequent application.
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Figure 9. Degradation of BPA 5 mg/L in the presence of NPW13-NC and NPW13 calcined at different
temperatures and prepared by Lab B, in comparison with NPW13-1000_A.

However, with BPA, the contact time at room T was prolonged to 15 h and the percent-
age of BPA decrease was higher than the one observed for OII that was kept in contact at
room T with the perovskite for only 1 h before raising the T. It is reasonable to consider that
more adsorption took place after 15 h at ambient temperature, also considering the absence
of secondary peaks in the HPLC profiles. However, we cannot exclude the possibility
that the material had already catalyzed the BPA degradation during the preconditioning,
in agreement with the observed reactivity of the material at room temperature (see next
discussion on Figure 10A). In contrast, at 70 ◦C, the further BPA decrease corresponded to
the appearance of a new peak in the HPLC profile, thus indicating that BPA had undergone
degradation.
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Further experiments were performed using BPA as a target compound in the presence
of NPW13-1000_A or NPW13-1000_B in order to compare the thermocatalytic performance
of these two nominally identical materials prepared in different laboratories. BPA was
again added at an initial concentration of 5 mg/L, and two series of experiments, at room
temperature and at 70 ◦C, were performed. In both scenarios, the sample prepared in
laboratory A had better performances, removing after 8 h of treatment 70% of BPA at room
temperature (Figure 10A) and reaching almost complete BPA removal at 70 ◦C (Figure 10B).

Both batches could promote the thermal degradation of BPA at room temperature and
at 70 ◦C, although there was a surprising and not negligible difference in their efficiency.
The possible causes for this, beside the temperature ramp of 5 ◦C/min, may be the use
of glass beaker by laboratory A and a stainless-steel beaker by laboratory B (which better
retains the heat during combustion), to the beaker geometry, to the laboratory temperature
during combustion, and to the technical characteristics of the muffle furnace.

To get insights on the possible species involved in the thermocatalytic process and how
the presence of segregated phases can influence those species, the formation of catalyzed
ROS in two samples, NPW3-1000 e NPW6-1000, containing different amount of segregated
layered perovskite phases, was studied by EPR spectroscopy. In analogy with a previous
study on the properties of Sr0.85Ce0.15FeO3-δ perovskite [16], our investigations were per-
formed at different temperatures and in the presence of a specific spin-trap (DMPO for
hydroxyl radicals and TMP for singlet oxygen). The experiments in the presence of DMPO
seemed to indicate, for both samples, the generation of a similar amount of hydroxyl radi-
cals when heated at 70–75 ◦C, regardless of the presence of secondary phases. As shown in
Figure 11, the correspondent EPR signal intensity was time-dependent, and a maximum
was reached after about two hours of heating for both the samples, in agreement with the
results obtained for NPW13-1000_A and close to the results obtained for NPW13-1000_B
(Figure 10B). In the inset of Figure 11, the spectra are shown at 25 and 50 ◦C after 2 h of
heating in the presence of NPW6-1000 in order to demonstrate the absence of appreciable
concentrations of DMPO-OH• adduct in these conditions. Similar experiments performed
in the presence of TMP did not lead to the appearance of any EPR signal, which was
indicative of a lack of singlet oxygen formation in these conditions.
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blocked and cannot mix the gel anymore. 
Most of the samples were calcined at 1000 °C for 5 h after the synthesis to remove 

any unreacted precursor and any residual carbon formed from incomplete citric acid 
combustion, to allow the perovskite to fully form, and to allow the Sr from SrCO3 to be 
fully incorporated in the perovskite structure. In addition, one sample was left uncal-
cined, while another sample was calcined at 800 °C/2 h. 

Figure 11. Intensity of DMPO-OH·EPR spectra of NPW3-1000 (red circles) and NPW6-1000 (black
circles) at different heating times (inset: EPR spectra obtained with NPW6-1000 after 120 min heating
at different temperatures).
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3. Materials and Methods
3.1. Perovskite Oxides Synthesis

Ce-doped SrFeO3 powders were obtained by solution combustion synthesis using
different synthesis and processing parameters. The general methodology is described
elsewhere [16]. Briefly, iron, strontium, and cerium nitrates were dissolved in distilled water
in the presence of citric acid as a reducer/complexing agent/microstructural template.
pH was regulated by adding ammonia solution (30 vol%) and the reducer-to-oxidizer
ratio was regulated by adding ammonium nitrate as an additional oxidant, maintaining
a citric acid-to-metal cation ratio of 2. The combustion mixture was left to evaporate
until a gel was formed and the combustion process was initiated on the gel by setting the
hotplate temperature to about 300 ◦C. The varied parameters were pH, gelification degree,
calcination temperature/ramp, reducers-to-oxidizers ratio, and Ce nominal amount in
mol%. The applied reducer was citric acid, whereas oxidizers were metal nitrate precursors
and ammonium nitrate as an additional oxidant.

Gelification degree was evaluated qualitatively as follows:
(i) low: the gel is still fluid at 80 ◦C and densifies only after it is left at room temperature;
(ii) medium: the gel is only partially densified at 80 ◦C and the magnetic stirrer can

still rotate and mix the gel;
(iii) high: the gel is fully densified already at 80 ◦C and the magnetic stirrer is blocked

and cannot mix the gel anymore.
Most of the samples were calcined at 1000 ◦C for 5 h after the synthesis to remove

any unreacted precursor and any residual carbon formed from incomplete citric acid
combustion, to allow the perovskite to fully form, and to allow the Sr from SrCO3 to be
fully incorporated in the perovskite structure. In addition, one sample was left uncalcined,
while another sample was calcined at 800 ◦C/2 h.

Referring to Table 2, the applied synthesis conditions allowed us to obtain materi-
als containing (i) Sr0.86Ce0.14FeO3 as the unique phase (NPW9-1000 and NPW10-1000),
(ii) Sr0.86Ce0.14FeO3 as the main phase together with low percentage of CeO2 as segregated
oxide (NPW12-1000, NPW3-1000, NPW13-1000_B), or (iii) Sr0.86Ce0.14FeO3 as the main
phase together with low percentage of CeO2 as segregated oxide and of another secondary
phase in variable amounts (NPW4-1000, NPW6-1000). Additionally, the effect of the post-
synthesis calcination treatment was considered when comparing the features of the sample
prepared under optimized conditions with those of the as burned sample (no calcination)
(NPW13-NC) and after calcination (ramp 10 ◦C/min) for 2 h at 800 ◦C (NPW13-800) or for
5 h at 1000 ◦C (NPW13-1000_B). The optimized conditions used for NPW13-1000_B were
coincident with the ones applied in a previous paper [16]. Finally, a sample was prepared
by some of the authors in another laboratory (called Laboratory A) following the same
procedure used for NPW13-1000_B (prepared in the Lab B) but using a temperature ramp
of 5 ◦C/min, and was named NPW13-1000_A (prepared in the Lab A).

3.2. Perovskite Oxides Characterization

X-ray diffraction (XRD) measurements were carried out on a Bruker-Siemens D5000 X-
ray powder diffractometer equipped with a Kristalloflex 760 X-ray generator and with a
curved graphite monochromator using Cu Kα radiation (40 kV/30 mA). The 2θ step size
was 0.03, the integration time was 20 s per step, and the 2θ scan ranged from 10◦ to 90◦.
The powder diffraction patterns were analyzed by Rietveld refinement using the GSAS
II software [34]. The compound Sr0.9Ce0.1FeO3 (ICDD PDF4+ inorganic database—PDF
Card n◦ 04-014-0169) was chosen as a starting model for the Rietveld Refinement, setting
the Sr and the Ce occupancies to 0.86 and 0.14, respectively. A Chebyschev polynomial
function with eight polynomial coefficients was chosen for the background, and the Pseudo
Voigt function was used for the peak profile fitting. In the structure refinement lattice
constants, Debye Waller factors, microstrain, and crystal size were considered as vari-
able parameters. Crystal size was obtained directly from the GSAS II software output
based on the Scherrer equation, while microstrain is a unitless number obtained directly
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from the GSAS II software output and describing a range of lattice constants through the
equation 10−6·(∆-d)/d). From the fitting results, the structural parameters of the inves-
tigated compounds and the phase composition and the relative cell edge lengths were
obtained. The agreement between fitted and observed intensities, the Rw factor, and the χ2

were acceptable [35].
To remove and quantify the unburned carbon, the powder was suspended in MilliQ™

water (500 mg L−1) and stirred for 2 h.
The specific surface area was determined by studying the gas-volumetric N2 uptake at

N2 boiling point (−196 ◦C) using an ASAP2020 gas-volumetric apparatus by Micromeritics.
Sample analyses were performed after outgassing the materials in a vacuum (residual
pressure ~10−2 mbar) for several hours at 100 ◦C to achieve good surface cleaning. The
BET model was applied for surface area determination.

The stability of the sample NPW13-1000_A was tested at different pH values keeping
20 mL of the powder suspensions (750 mg/L) under constant stirring for 24 h. Suspensions
at pH 2, 4, and 6 were obtained via acidifying with HCl, and a test was also performed at
the natural pH of the powder (pH > 8). After 24 h of contact, the suspensions were filtered
and the solutions, properly acidified, and submitted to inductively coupled plasma–optical
emission spectroscopy (ICP-OES Optima 7000 DV Perkin Elmer) analysis to verify the
release of Sr, Fe, and Ce. This instrument was equipped with a PEEK Mira Mist nebulizer, a
cyclonic spray chamber, and an Echelle monochromator. The wavelengths were 238.204,
413.764, and 407.771 nm for Fe, Ce, and Sr, respectively. Each concentration value was
averaged on three instrumental measurements. A dilution (1:10) was necessary as a final
step to determine Sr concentrations in all the solutions.

X-ray photoelectron spectroscopy (XPS) analyses of the powders were performed
with a VG Microtech ESCA 3000 Multilab (VG Scientific, Sussex, UK), using Al Ka source
(1486.6 eV) running at 14 kV and 15 mA, and in CAE analyzer mode. For the individual
peak energy regions, a pass energy of 20 eV across the hemispheres was used. The constant
charging of the samples was removed by referencing all the energies to the C 1s peak energy
(set at 285.1 eV) arising from adventitious carbon. Analyses of the peaks were performed
using the CASA XPS software (version 2.3.17, Casa Software Ltd.Wilmslow, Cheshire, UK,
2009). Gaussian (70%)-Lorentzian (30%), defined in Casa XPS as GL(30) profiles were used
for each component of the main peaks after a Shirley type baseline subtraction. The binding
energy values are quoted with a precision of ±0.15 eV and the atomic percentages with a
precision of ±10%.

The redox properties of the perovskites were investigated by performing Temperature
Programmed Reduction (TPR) and Temperature Programmed Oxidation (TPO) experi-
ments. TPR were performed by flowing a mixture of H2/Ar (5%, 30 mL/min) over the
sample (∼0.1 g) and increasing the temperature in the range between rt and ∼1000 ◦C
(heating rate 10 ◦C/min). Experiments were carried out with a Micromeritics Autochem
2910 instrument equipped with a thermal conductivity detector (TCD). All the powders
were pre-treated in O2/He (5%, 30 mL/min) at 400 ◦C for 1 h to remove any impurities
and then cooled down under Ar atmosphere before starting the TPR. After reduction up to
1050 ◦C, the materials were cooled to room temperature under Ar and then subjected to a
TPO experiment to reoxidize all the reduced species. TPO were performed as described
for TPR but while flowing a mixture of O2/He (5%, 30 mL/min) and increasing the tem-
perature to 1000 ◦C. After TPO, the oxidized samples were cooled to rt under the same
oxidizing atmosphere with the aim of keeping all the oxygen vacancies filled. Finally,
a Temperature Programmed Desorption (TPD) experiment was carried out by heating
the samples from rt to 400 ◦C under He flow to desorb the “suprafacial” chemisorbed
oxygen species.

3.3. Thermocatalytic Tests and EPR Measurements

For the thermocatalytic tests, aqueous suspensions of perovskite materials (750 mg L−1)
and substrate, Orange II (sodium salt, >85%) or Bisphenol A (>95%), 5 mg L−1, were
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prepared with Milli-Q™ ultrapure water, placed in ultrasonic bath for 30 s, and then stirred
for 30 min to homogenize the suspension before treatment. The thermal treatments were
performed using 50 mL of suspension in closed Pyrex® cells under continuous stirring
in a thermostatic bath maintained at 70 ◦C; control dark tests at room temperature were
also conducted. After different times, the samples were taken and filtered on a PTFE
membrane using syringe Minisart® and Syringe Filters 0.45 µm. The compound disappear-
ance was followed by HPLC-UV using a Merk Hitachi L-6200 system coupled with a UV-Vis
L-4200 detector; the column used was a RP-18 (5 µm) LIChrospher® 100 Merck
(125 × 4 mm). Compound detection was performed at the wavelength of maximum
absorbance of each compound (484 nm for OII and 225 nm for BPA) under isocratic con-
ditions using acidic ultrapure water (0.1% H3PO4) and methanol as eluents mixed in a
ratio 88/12 for OII and 60/40 for BPA. Study of the reactive species was conducted by
Electron Paramagnetic Resonance (EPR) in the presence of 5,5-dimethyl-1-pyrroline-N-
oxide (DMPO) or 2,2,6,6-tetramethyl-4-piperidone hydrochloride (4- oxo-TMP) [36,37].
EPR spectra were recorded at rt with a X-band Bruker-EMX spectrometer equipped with a
cylindrical cavity operating at 100 kHz field modulation. The acquisition parameters were
as follows: frequency—9.86 GHz, microwave power—5 mW, modulation amplitude—2 G,
and conversion time—30.68 msec. As previously reported [38,39], the experiments were
carried out by adding the spin trap in the cell at the desired temperature; then, after the
treatment, a portion of the sample was withdrawn in a capillary quartz tube and the EPR
spectrum was immediately acquired.

4. Conclusions

The obtained results indicate how crucial the control of the synthetic parameters is in
obtaining a material with the desired efficiency and featuring reproducible properties when
different batches of the same materials are synthesized. With regards to the thermocatalytic
efficiency of these materials with Orange II or BPA, the most promising ones seem to
be those containing the highest amount of segregated CeO2, i.e., NPW13-1000_A and
NPW13-1000_B, probably due to the higher oxygen vacancy availability induced by the
CeO2 segregation. On the other hand, the segregation of tetragonal layered Sr3Fe2O7-δ
phases has to be avoided, since it favors SrCO3 formation on the surface, with the risk
of blocking the thermocatalytic reaction without causing an evident improvement in the
oxygen vacancy availability. Furthermore, the surprising and not negligible difference in
the thermocatalytic efficiency of two materials prepared with the same procedure but in
two different laboratories evidences the sensitivity of the synthesis to the experimental
set-up and instrumentation used. Despite the low surface area values of the investigated
samples, a surface area increase from 1 to 5 m2/g had a positive effect on the thermocatalytic
performance. An in-depth study of the degradation pathways of contaminants and a better
comprehension of the adsorption phenomena at the surface of the catalyst is still to be done.
The overall picture obtained by this work confirms the potential application of perovskite
materials in thermocatalytic AOPs, but, at the same time, focuses the attention on the need
to fully identify the key synthetic parameters to be tuned in order to obtain materials with
fully reproducible characteristics and performance.
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Abstract: C3N4 is an innovative material that has had huge success as a photocatalyst in recent
years. More recently, it has been coupled to robust metal oxides to obtain more stable materials.
This work is focused on the different synthesis techniques used to prepare bare C3N4 and combined
C3N4/ZnO mixed systems. Different precursors, such as pure melamine and cyanuric acid-based
supramolecular complexes, were employed for the preparation of the C3N4 material. Moreover,
different solvents were also used, demonstrating that the use of water leads to the formation of a more
stable heterojunction. Structural (XRD), morphological (FESEM) and optical (UV-vis) measurements
underlined the role of the precursors used in the preparation of the materials. A clear trend can be
extrapolated from this experimental approach involving different intimate contacts between the two
C3N4 and ZnO phases, strictly connected to the particular preparation method adopted. The use of
the supramolecular complexes for the preparation of C3N4 leads to a tighter association between
the two phases at the heterojunction, resulting in much higher visible light harvesting (connected to
lower band gap values).

Keywords: C3N4; ZnO; heterojunction; photocatalyst

1. Introduction

The search for new photoactive materials working in the visible frequency range of the
solar spectrum is one of the most interesting and urgent challenges that the scientific com-
munity has to face. Among all of the possible candidates, C3N4-based materials have played
a prominent role since the beginning of the century. The classic photocatalytic process is
based on the exploitation of light energy, possibly falling into visible solar frequencies, to
promote chemical transformations [1–3]. Photocatalytic reactions are employed for many
purposes: from the decontamination of pollutants in wastewater [4,5] to the generation of
fuels from the water photo-splitting reaction (producing H2) [6,7] and the photo-reduction
of CO2 to generate useful chemical compounds (i.e., usually methanol) [8,9]. All of these
processes aim to reduce the environmental impact caused by humans through the contam-
ination and consumption of the planet’s resources [10,11]. Recent studies demonstrated
that the most suitable systems are semiconductor metal oxides thanks to their robustness,
stability and availability. Their intrinsic band structure allows them to induce the promo-
tion of electrons into the conduction band (CB), leaving holes in the valence band (VB)
when an appropriate amount of energy, equal to or higher than the band gap width, is
applied to the material [2]. Once at the semiconductor surface, the photo-generated charge
carriers, i.e., electrons and holes, can facilitate reductive (H2 photo-production and CO2
photo-reduction) and oxidative (photo-degradation) redox reactions, respectively. The band
gap of the materials, their surface area and their crystallinity are paramount parameters in
determining photoactivity. In many cases, the most stable and widely used materials (i.e.,
TiO2) present a high band gap, much higher than visible light wavelengths. To overcome
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this inconvenience, two main strategies are followed: the doping of materials and the forma-
tion of heterojunctions. The doping procedure has been widely described in the past, while
the use of heterojunctions is still under debate. The formation of heterojunctions at material
interfaces occurs in the band alignment; the best performance of this technology has turned
out to be for interfaced systems in which the band gaps of the semiconductors are staggered,
with the subsequent improvement of charge carrier separation [12]. Enhanced photocat-
alytic performance arises from the fact that photo-generated charge carriers are stabilized
on two different semiconductors, achieving limited electron–hole pair recombination. The
formation of a direct Z-scheme or S-scheme heterojunction flanking two semiconductors
without electron mediators was proposed by Prof. Yu quite recently [13]. Among all of
the materials proposed, g-C3N4, derived by the direct heating of a cyanamide precursor
in air at different temperatures, has risen in importance thanks to the high production of
H2 from the water photo-splitting process upon visible light irradiation. However, despite
the undoubted promising properties characterizing the promising photocatalyst exhibited
by g-C3N4, some drawbacks have limited its practical application: the high electron–hole
recombination rate, low quantum and separation efficiencies and the small specific surface
area, resulting in large nanoparticles, dramatically affect its photocatalytic performance. For
this reason, g-C3N4 has been coupled with other semiconductors, such as TiO2, ZnO and
WO3, forming the direct heterojunction Z-scheme, obtaining very promising results [14–18].

In this preliminary work, we explored different synthesis processes for the preparation
of mixed systems of C3N4/ZnO. The goal was to tune a facile, cheap and green synthesis
process for the preparation of a mixed photocatalyst for oxidation and reduction reactions.
We used different precursors and different approaches. We characterized the obtained
materials via structural, optical and morphological analyses.

2. Results and Discussion
2.1. Structural Characterization of Supramolecular Precursors

Figure 1 reports the X ray Powder Diffraction (XRPD) patterns of supramolecular
complexes (CMW and CME) and pure melamine (M). The supramolecular complexes
were prepared by mixing melamine and cyanuric acid in either a water (CMW) or ethanol
(CME) environment. The samples were dried in the oven at 70 ◦C for two days. Melamine
was used as received. Indeed, before moving on to the discussion about the structural,
morphological and optical features characterizing and differentiating the synthetized
samples, it is worth evaluating the structural properties of the prepared precursors for
subsequent C3N4 production. Accordingly, both of the new molecular arrangements
exhibited by the supramolecular structural patterns show reflections at 10.67◦, 18.48◦ and
21.41◦ 2θ values, indexed as (100), (100) and (200), respectively, in previous papers [19–22].
These low-angle reflections are considered evidence of the in-plane hexagonal channel
structure within this supramolecular structure. Moreover, Ref. [23] attributed the higher-
angle reflection present at 2θ values of 27.9◦ characterized by higher intensity to a d-spacing
of about 0.320 nm, compatible with a graphite-like stacking of individual 2D sheets. The
same evidence should be revealed by the reflection at 29.75◦, in particular, for the (002)
family plane, as proposed by Shalom et al. [19]. Finally, it is possible to note that the
intensity of the two patterns differs a bit when changing the reaction environment, with
the supramolecular structure grown in water (CMW) slightly more intense than the one in
ethanol (CME): this could also be an indication of the different morphologies of the two
synthetized precursors due to an altered growth path dictated by the solvent.
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Figure 1. XRPD (X ray Powder Diffraction) pattern of the supramolecular structures synthetized
starting from a mixture of melamine and cyanuric acid in water (CMW, light-blue line) and ethanol
(CME, yellow line) and XRPD pattern of pure melamine.

2.2. Characterization of Bare C3N4

As described in Section 3.1.2, bare C3N4 batches were synthetized both by the direct
thermal condensation of melamine (at 550 ◦C for 4 h in air, C3N4-M) and by thermal
polycondensation of the previously prepared melamine–cyanuric acid supramolecular
complexes, CMW (C3N4-CMW) and CME (C3N4-CME). Figure 2a reveals that the C3N4-
M sample displays the typical XRD fingerprint of carbon nitride materials, namely, the
presence of an intense reflection around a 27◦ 2θ angle, corresponding to an inter-planar
distance of almost 0.326 nm and considered a peculiar feature associated with the (002)
plane of two-dimensional aromatic systems in graphite-like structures [24,25]. However, it
should be considered that the typical lamellar structure of C3N4 is significantly denser than
graphene layers in crystalline graphite; this higher density of aromatic system stacking can
be attributed to easier electron localization, which would result in a stronger interaction
between the superimposed planes [26]. This attribution is confirmed by the pronounced
broadening of this reflection, suggesting that overlapping only involves a limited number
of layers [27]. Analyzing the pattern, an additional weaker and broader reflection at
approximately 13.2◦ is also noticeable and associated with the (100) plane, indicating the
structural periodicity within the individual two-dimensional layers: in particular, this
reveals the alternating of tri-s-triazine or s-heptazine repetition units.
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The described reflections are also visible in the patterns of C3N4-CMW and C3N4-CME
samples, where additional signals are present, evidencing impurities in the final material
arising from the melamine–cyanuric acid supramolecular complex. Thus, the sample
synthetized by melamine thermal condensation shows a higher purity. However, all of the
materials are characterized by the same degree of crystallinity. In this regard, C3N4-CME
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and C3N4-CMW seem to have a much broader reflection at higher angles (27◦) than C3N4-M,
suggesting a porous structure in these materials induced by the supramolecular precursor.
As reported in Table 1, the surface areas of the prepared materials C3N4-CME, C3N4-CMW
and C3N4-M obtained with the BET method are respectively 32, 33 and 11 m2/g.

Table 1. Summary of the synthetic routes, precursors and thermal treatments employed for the sample
preparation. M: melamine (C3H6N6); C: cyanuric acid (C3H3N3O3); EtOH: ethanol (CH3CH2OH).
The energy gaps were evaluated from the Tauc plot (see Section 3.2); the instrumental error is specified
as ±0.05 eV.

Sample Abbreviation Synthetic
procedure Precursors Supramol.

Complexes Hydroth. Step Calcin. Step
Energy
Gap
(eV)

Surf.
Area BET

m2/g

ZnO ZnO_H Hydrothermal Zn(NO3)2 175 ◦C for 16 h 3.27 <10

C3N4 C3N4 –M Thermal
condensation M 550 ◦C for 4 h 2.87 ∼11

C3N4 C3N4 - CME Thermal
polycondensation

M, C, EtOH (M-C molar
ratio 1:1) X 550 ◦C for 4 h 3.01 ∼32

C3N4
C3N4 -
CMW

Thermal
polycondensation

M, C, H2O (M-C molar
ratio 1:1) X 550 ◦C for 4 h 3.04 ∼33

ZnO-C3N4 ZnO-CME Thermal
polycondensation

Zn(NO3)2, M, C, EtOH
(M-C molar ratio 1:1) X 550 ◦C for 4 h 3.20 <10

ZnO-C3N4 ZnO-CMW Thermal
polycondensation

Zn(NO3)2, M, C, H2O
(M-C molar ratio 1:1) X 550 ◦C for 4 h 3.19 <10

ZnO-C3N4
ZnO-

CMW_H

Thermal
polycondensation +

Hydrothermal

Zn(NO3)2, M, C, H2O
(M-C molar ratio 1:1) X

175 ◦C for 16 h
(after first

calcination step)
550 ◦C for 4 h <10

ZnO-C3N4 ZnO-M Thermal
condensation Zn(NO3)2, M, EtOH 550 ◦C for 4 h 3.19 ∼12

ZnO_H-C3N4 DEP 31 Deposition
ZnO_H, M, H2O
(ZnO_H-C molar

ratio 3:1)
550 ◦C for 4 h 3.21 <10

ZnO_H-C3N4 DEP 21 Deposition
ZnO_H, M, H2O
(ZnO_H-M molar

ratio 2:1)
550 ◦C for 4 h 3.21 <10

ZnO_H-C3N4 DEP 21_H Deposition
ZnO_H, M, H2O
(ZnO_H-M molar

ratio 2:1)

175 ◦C for 16 h
(after first

calcination step)
550 ◦C for 4 h 3.21 <10

ZnO_H-C3N4 DEP 11 Deposition
ZnO_H, M, H2O
(ZnO_H-M molar

ratio 1:1)
550 ◦C for 4 h 3.21 <10

ZnO_H-C3N4 DEP 11_H Deposition
ZnO_H, M, H2O
(ZnO_H-M molar

ratio 1:1)

175 ◦C for 16 h
(after first

calcination step)
550 ◦C for 4 h 3.21 <10

ZnO_H - C3N4 US 31 Ultrasonic/
mechanical mixture

ZnO-H, C3N4–M, H2O
(ZnO_H-C3N4–M molar

ratio 3:1)
3.20 <10

ZnO_H-C3N4 US 21
Ultrasonic/
mechanical

mixture

ZnO-H, C3N4–M, H2O
(ZnO_H- C3N4–M

molar ratio 2:1)
3.20 <10

In terms of optical spectroscopy, whose spectra are reported in Figure 2b, it can be
observed that a qualitative evaluation of the various absorbances does not evidence any
significant variation from one sample to the other. The electronic transition from the
valence band, mainly constituted by nitrogen pz orbitals, to the conduction band, made up
of carbon pz orbitals, can be highlighted; this excitation is predominantly promoted by the
wavelength around 460 nm and corresponds to an energy value of almost 2.8 eV, in line
with previous works [28–32]. However, considering the band gap values obtained by the
Tauc plot application, it is possible to see some differences: indeed, we obtained 2.87 eV
for C3N4-M and 3 eV for C3N4-CMW and C3N4-CME (Table 1). Considering this result, as
evidenced by X-ray analysis, the higher porosity of the suggested structure for the material
synthetized by the supramolecular complex, and thus the more extended tri-s-triazine units
conjugate system of the C3N4, may be the origin of the higher band gap value. Finally, the
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slightly longer absorption extension in the visible range for C3N4-CMW may be due to the
higher presence of impurities in the unreacted supramolecular structure.

2.3. Characterization of C3N4-ZnO Heterojunction Synthetized by Prepared Supramolecular
Complexes

As described in Section 3.1.3, different synthetic approaches were adopted for the
preparation of the double-phase C3N4-ZnO heterostructure; the aim was to understand the
different structural and optical features that a given synthetic route can lead to in the final
material. All of the mixed ZnO-C3N4 samples obtained with different synthesis processes
present the surface area of pure ZnO_H, about 10 m2/g, which means that the presence of
C3N4 does not affect the structure of the bare oxide.

Figure 3a reports the XRPD patterns of the C3N4-ZnO heterojunction formed by the
simultaneous growth of the phases in the final calcination step (550 ◦C for 4 h) in air; as
described in Table 1, pristine ZnO (used as a benchmark in this study) was produced via
hydrothermal synthesis; the heterostructured samples labeled ZnO-CMW and ZnO-CME
were obtained using the prepared supramolecular complexes as precursors for the carbon
nitride phase, while the sample labeled ZnO-M used C3N4 as a precursor in the thermal
condensation of melamine. As is observable, except for ZnO-CME, the prepared materials’
XRPD patterns are dominated by the typical reflections of ZnO corresponding to the (100),
(002), (101), (102), (110), (103), (200), (112), (201), (004) and (104) planes, attributable to the
typical wurtzite hexagonal crystal phase (JCPDS 36-1451) [33]; the reflection sharpness
confirms the purity and high crystallinity of this phase. Conversely, for the ZnO-CME
sample, the ZnO phase reflections are not so intense: only the reflection around the 32◦ 2θ
angle is of appreciable intensity, indicating that the preferential orientation for the nanos-
tructure produced in this sample is probably caused by the nature of the supramolecular
complex. However, ZnO-CME and ZnO-CMW are characterized by additional reflections
due to impurities caused by unreacted supramolecular reagents, as similarly described in
Section 2.2 for the bare C3N4. It should be noted that no appreciable signals ascribable to
C3N4 were observed due to the very low intensity of these reflections.

In an attempt to avoid the observed impurities induced by the unreacted supramolec-
ular complexes, we introduced a hydrothermal step (175 ◦C for 16 h) before the final
calcination treatment in air for the ZnO-CMW sample, now named ZnO-CMW_H. Corre-
spondingly, in the XRPD pattern of hydrothermally treated ZnO-CMW_H, the reflections
for the impurities disappeared, and only those related to the ZnO phase are identifiable.
Accordingly, hydrothermal treatment by means of the high pressure employed is able to
stabilize the organic complex, promoting the complexation of melamine and cyanuric acid
in an ordered arrangement of the two monomers, now held together by a greater number
of hydrogen bonds and allowing for the net stabilization of the structure [34].

An additional general feature can be derived by analyzing these patterns: the different
relative ratio intensities of the three main reflections of ZnO phases (between 2θ values of
30◦ and 40◦) in the sample grown simultaneously to the carbon nitrate phase compared to
pristine ZnO are a clear indication of a certain preferential growth direction for ZnO in the
presence of the extra phase, where the nature of the precursor of the latter also induces a
guiding effect, tailoring the nanoparticle geometry and aspect ratio.
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The absence of C3N4 crystallographic peaks in the combined samples is due to different
reasons: first, the very low mass of C and N nuclei, and second, the formation of needles
or, in some cases, of thin sheets that do not allow the formation of a periodic structure
detectable by XRD. Moreover, in support of this suggestion, FESEM images reported
in Figure 3e,f highlight the morphological differences in the ZnO-CMW and ZnO-CME
samples for both the ZnO and C3N4 phases of the mixed materials: while ZnO-CME is
composed of large hexagonal base shaped ZnO nanorods decorated by C3N4 nanoneedles,
ZnO-CMW is characterized by narrower nanorods, with a smaller hexagonal base shape,
embedded in the C3N4 matrix, thus providing a higher interaction area between the two
phases. Moreover, the morphological differences between the two samples may suggest
that water allows stronger mixing with the reagent and more intimate contact between the
two phases.

However, in contrast to other papers [15,35,36], the crystallinity of the ZnO phase is
not degraded in the final heterojunction; inter alia, the reflections for ZnO in the mixed
materials remain as high and sharp as those for pristine ZnO. Furthermore, FESEM images
also agree with this assumption, as already discussed.

While XRPD analysis does not evidence the presence of C3N4, DRS UV-vis spec-
troscopy shows features attributable to the carbon nitride phase, as observable in Figure 3b–d.
Generally, all of the mixed C3N4-ZnO materials exhibit an intermediate behavior between
the two constituting phases: this is deducible by the energy gap values calculated with
the Tauc plot and reported in Table 1, displaying a visible red-shift relative to ZnO optical
absorption. The visible photon absorption improvement in the case of the heterojunctions
is attributable to the presence of the nitride, suggesting the strong cooperation of the two
phases at the interface. Moreover, the absorption tail in the mixed samples around 500 nm,
which is not present in the bare C3N4 samples, may be attributed to the higher defectiveness
of this phase in the mixed system as a result of simultaneous crystallization with the ZnO
phase during C3N4 condensation, as already discussed in previous research [15,35,37–39]:
this seems to be particularly important for the more defective materials, such as ZnO-CMW,
ZnO-CME and ZnO-M. This effect decreases for the thermally treated ZnO-CMW_H, prob-
ably due to the higher sintering process of the two phases and the loss of many intimate
contacts among them. Then, it can be confirmed that the simultaneous growth of the two
phases from different precursors and their contemporary existence are beneficial in terms
of the wider range of photons absorbed compared to the bare materials in both the UV and
visible ranges, revealing intimate cooperation during light absorption, determined by a
successful charge carrier transfer at the interfaces. Photoactivity measurements such as EPR
(electron paramagnetic resonance) experiments under light irradiation will be necessary
to confirm this behavior [15]. Furthermore, the formation of the heterojunction will be
demonstrated via photocurrent experiments [40–42].

2.4. Characterization of C3N4-ZnO Heterojunction Synthetized by Deposition Method

The C3N4-ZnO heterojunction was also prepared by applying a deposition method,
as described in Section 3.1.5. We attempted to let melamine condensate and polymerize
in the presence of the already-formed ZnO nanoparticles (ZnO_H), thus trying to realize
C3N4 film growth on the ZnO surface. Referring to the results presented in the previous
section and, in particular, to the FESEM images, we observed that the water medium could
potentially allow establishing more extended surface contact between the two components
of the heterojunction (as for ZnO-CMW). Therefore, deposition of C3N4 was performed
by mixing melamine and ZnO in H2O; this series of samples is named DEP followed by
the indication of the ZnO/melamine molar ratio, thus obtaining DEP 31, DEP 21 and
DEP 11 (see Table 1). Evaluating the XRPD analysis results for this set of samples in
Figure 4a, one can realize that only DEP 31 shows the typical fingerprints of ZnO, as
described in Section 2.3; indeed, the DEP 21 and DEP 11 patterns are studded by many
reflections that are attributable to neither the ZnO phase nor the C3N4 phase. For this
reason, such samples were subjected to a second calcination step, in which the impurities
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were completely eliminated, as appreciable in the extension of Figure 4a. Then, it emerges
that, depending on the relative concentration of the melamine precursors, the final material
shows a different purity degree, requiring longer thermal treatment: it could be that, in the
presence of too high an amount of organic precursor, the surface sites of ZnO nanoparticles
from which the C3N4 phase nucleates are completely occupied, leaving the excess precursor
unreacted. This consideration is also supported by FESEM images of sample DEP 31, visible
in Figure 4c: the ZnO nanorods, hardly recognizable by the hexagonal base shape, are
submerged in an environment of C3N4 lamellar nanoparticles, appearing much more
crystalline when compared to the ones derived from the supramolecular complexes (see
FESEM images in Figure 3e,f).
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From an optical point of view, the three materials exhibit similar behavior, with an
appreciable red-shift absorption edge when compared to pristine ZnO, but less pronounced
relative to that observed in the heterostructures prepared through the supramolecular
precursor (Section 2.3). In this case, the higher visible light absorption tail (around 500
nm) was recorded for DEP 11, indicating better cooperation between the oxide and nitride
phases after the second calcination step. In addition, this reveals that for the deposition
synthesis route, the identification of an optimal reaction time that strictly depends on the
amount of the organic precursor is crucial in order to obtain the desired performance in
terms of visible light harvesting exploited by the heterojunction.

2.5. Characterization of C3N4-ZnO Heterojunction Synthetized by Ultrasonic/Mechanical Method

Several studies have reported liquid exfoliation as an effective top-down method to
obtain thin layers of C3N4 starting from the bulk material [36,43,44]. Such preparation can
easily be obtained through the sonication of C3N4 dispersed in a medium. Therefore, as a
further alternative procedure, the ZnO/C3N4 heterojunction was synthetized through the
mechanical mixture of C3N4 and ZnO, both synthetized independently and treated with
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ultrasounds, with the purpose of making exfoliated C3N4 sheets to deposit on the ZnO
surface (US samples, see Table 1). Again, since water was observed to be a good dispersal
medium in terms of the homogeneous dispersion of the starting materials, we proceeded
with the suspension of two previously prepared phases in an aqueous environment. The
bulky starting materials ZnO and C3N4 synthetized via hydrothermal and melamine
condensation were each used for mechanical mixing.

XRPD characterization in Figure 5a reveals typical patterns for the two bare materials
employed in ultrasonic mixing and the materials obtained from them, designated US 21
and US 31: a great difference from the XRPD patterns of the other mixed samples reported
in the previous sections immediately emerges, namely, the appearance of the reflection
at the 27◦ 2θ angle for the C3N4 matrix. This may indicate that with this synthetic route,
the nitride phase can maintain a higher crystallinity degree: this would overcome one
of the most challenging issues concerning the employment of C3N4 in photocatalysis,
that is, rapid charge carrier recombination, mainly due to the low surface area and the
high amorphization degree. Indeed, in more crystalline materials, thanks to the long-
range order, the photoinduced charge carrier pairs have much more time to travel in the
solid, thus preventing their recombination. According to Cao et al., light absorption of
semiconductor materials is primarily controlled by the band gap, which in turn can be
tuned by changing morphology, crystalline quality and crystal structure. A post-annealing
treatment can be used as a method to improve the crystallinity and thus the light absorption
of semiconductor materials [45]; moreover, the interlayer region generated by the coupling
of the two composites may reduce electron–hole recombination [46]. Conversely, this
structural advantage is not exhibited by the DRS UV-vis spectroscopy results in Figure 5b,
where an appreciable band gap red-shift is not detected, in contrast to the previous cases,
with values around 3.20 eV. This behavior is more evident in the material with lower nitride
content. Moreover, no additional shoulders arising from C3N4-induced defects during
simultaneous growth with ZnO were detected around 500 nm: this can be considered a
further indication of the less intimate contact during the solid-state reaction. In this case,
the morphology was also explored, with the FESEM image of sample US 31 reported in
Figure 5c. The picture reveals the almost complete cleavage of the hexagonal morphology of
the starting ZnO_H material (compare with Figure 3e,f), resulting in a lamellar morphology,
thus revealing a drastic effect of ultrasonic irradiation on the particle nanostructures.
Surprisingly, the C3N4 phase is not easily visible as in the previous synthetized samples:
only the backscattered electron image lets us observe its distribution over ZnO platelets by
means of darker spots.
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Summarizing, the mechanical mixing achieved via ultrasound irradiation effectively
leads to a more crystalline heterojunction characterized by lower visible light harvesting,
deriving from the minor cooperation of the two phases at the interface.
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3. Materials and Methods
3.1. Sample Preparation

All organic and inorganic reagents employed in the synthesis of the materials were
purchased from Sigma-Aldrich and used without any further purification.

The various materials prepared in this work, the different precursors and the synthetic
routes employed are summarized in Table 1 (see below).

3.1.1. Bare C3N4

Three different bare C3N4 samples were synthetized according to the most common
procedure, namely, the thermal condensation of the employed precursors, i.e., melamine
(C3H6N6) and cyanuric acid (C3H3N3O3). Specifically, the material denoted as C3N4-M
was prepared by the thermal condensation of melamine only (0.977 g) by directly heating
the precursor in air at 550 ◦C for 4 h (5 ◦C/min ramp). Conversely, two additional pure
C3N4 materials were produced by developing a supramolecular structure via thermal
polycondensation of melamine (0.977 g) and cyanuric acid (1.023 g) dispersed in either
H2O or CH3CH2OH: in both cases, the two reagents (in 1:1 molar ratio) were introduced
into 80 mL of the respective solvent. The obtained samples were collected and washed
(with either water or ethanol, depending on the solvent employed) and dried at 70 ◦C for
two days in the oven; the final materials were obtained by applying a calcination step at
550 ◦C for 4 h (5 ◦C/min ramp) and labeled C3N4-CMW (water) and C3N4-CME (ethanol),
respectively.

3.1.2. Bare ZnO

Pristine zinc oxide was synthetized through a hydrothermal procedure, as described
in Ref. [47]. Briefly, a 20 mL Zn(NO3)2 1M water solution was prepared; following the
complete dissolution of the zinc salt, a 4M NaOH solution was added drop by drop to
the initial solution until a pH of 11-12 was reached and a dense white precipitate, namely,
Zn(OH)2, was visible. Then, the precipitate was inserted into a stainless steel autoclave
and treated at 175 ◦C for 16 h. The obtained ZnO was washed with water and collected by
means of centrifugation; finally, the material was dried overnight at 70 ◦C.

3.1.3. C3N4–ZnO Heterojunctions

Inspired by our expertise in the synthesis of transition metal oxide-based semicon-
ductors’ photoactive heterojunctions [15,47–49], three different synthetic strategies were
employed for the preparation of interfaced C3N4-ZnO material, as listed hereafter.

3.1.4. Co-synthesis from Supramolecular Adduct

As described in Section 3.1.1, melamine and cyanuric acid were mixed in either H2O
or CH3CH2OH to form the supramolecular adduct to finally obtain C3N4 (C3N4–CMW and
C3N4–CME, respectively); in this case, Zn(NO3)2 (in 1:1:1 molar ratio) was added to the
suspension. Once the dissolution of zinc nitrate was completed, a 4M NaOH solution was
added dropwise to allow for Zn(OH)2 precipitation. The mixtures were then centrifuged,
washed three times with H2O, dried in the oven at 70 ◦C, transferred to a crucible and
calcined in air at 550 ◦C for 4 h (5 ◦C/min ramp). The materials were labeled ZnO-CMW
(in water) and ZnO-CME (in ethanol), respectively. An additional sample was realized
following the same procedure but starting from melamine and zinc nitrate precursors: this
was labeled ZnO-M.

A further modification of this recipe was applied for the material labeled ZnO-
CMW_H: it was obtained as described for ZnO-CMW in this section, but before the cal-
cination step in air, the sample was hydrothermally treated in a stainless steel autoclave
at 175 ◦C for 16 h. The sample was then washed with water and collected by means of
centrifugation; finally, the material was dried overnight at 70 ◦C.
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3.1.5. Deposition Synthesis

With the aim to allow for the direct polymerization of melamine onto the ZnO-H
particle surface, the deposition approach was considered for the preparation of another set
of samples with interconnected C3N4-ZnO phases. The procedure involved the introduction
of melamine to the ZnO-H nanoparticle water suspension; after 30 min of stirring, the
samples were dried at 70 ◦C in the oven for 2 days and eventually calcined at 550 ◦C for 4 h
(5 ◦C/min ramp). The explored ZnO–melamine molar ratios were 1:1, 2:1 and 3:1, with the
obtained samples named DEP 11 (1.56 g of melamine and 1.00 g of ZnO-H), DEP21 (0.76 g
of melamine and 1.00 g of ZnO-H) and DEP31 (0.5 g of melamine and 1.00 g of ZnO-H),
respectively.

In this case, a further hydrothermal treatment step (175 ◦C for 16 h) was employed for
the DEP11 and DEP21 samples and newly labeled DEP11_H and DEP21_H, respectively.

3.1.6. Ultrasonic/Mechanical Mixture

The last considered synthetic route evaluated the effect of the ultrasonic/mechanical
mixture in the constitution of the C3N4-ZnO heterojunction. For this procedure, the in-
dependently prepared C3N4-M and ZnO-H (see Table 1 and Section 3.1.1 and 3.1.2) were
dispersed in water with ZnO–C3N4 weight ratios of 3:1 and 2:1 and with the corresponding
samples referred to as US 31 (0.40 g of melamine) and US 21 (0.55 g of melamine), respec-
tively. The two-phase dispersion was stirred in an ice bath with an immersion sonicator
(Bandelin Sonopuls HD 3100 (2022 Merck KGaA, Darmstadt, Germany) equipped with an
MS 73 probe, 1 Hz frequency, 30 W power) for 10 min, then centrifuged and dried in the
oven at 70 ◦C for two days.

3.2. Sample Characterization

XRPD (X-ray powder diffraction) was performed to obtain structural information re-
garding single- and multiple-phase synthetized materials, paying particular attention both
to the phase identification and to the possible presence of additional impurity reflections,
especially arising from the organic precursors. The acquired patterns were recorded by
means of a PANalytical PW3040/60 X’Pert PRO MPD (Malvern Panalytical Ltd., Malvern,
UK) with a copper K radiation source (0.15418 nm) in Bragg–Brentano geometry. Samples
were scanned continuously in the 2θ range between 10◦ and 80◦. The X’Pert High-Score
(Malvern Panalytical Ltd, Malvern, UK) software was used to identify the mineral phases
present in the samples.

Diffuse Reflectance UV-vis spectroscopy was employed to characterize the samples
from an optical point of view; the optical spectra were recorded using a Varian Cary 5000
spectrophotometer (Agilent, Santa Clara, CA, USA) and the Carywin-UV/scan software
(Agilent, Santa Clara, CA, USA). A sample of PTFE with 100% reflectance was used as a
reference. The optical band gap energies were calculated by applying the Tauc plot on
the obtained spectra, considering that the energy dependence of the absorption coefficient
for semiconductors in the region near the absorption edge is proportional to the material
energy gap and dependent on the kind of transition (direct or indirect allowed) [50].

FESEM (Field-Emission Scanning Electron Microscope) images were recorded with
the instrument FEG-SEM TESCAN S9000G (Source: Schottky emitter; Resolution: 0.7 nm
at 15 keV (in-beam SE) (Libušina tř. 21, 623 00 Brno–Kohoutovice, Czech Republic);
Accelerating Voltage: 0.2–30 keV; Microanalyzer: OXFORD (Abingdon OX13 5QX, UK);
Detector: Ultim Max; Software: AZTEC (Casole Bruzio CS, 87059, Italy)

Surface area measurements were carried out on a Micromeritics Accelerated Surface
Area and Porosimetry System (ASAP) 2020/2010 (4356 Communications Drive, Norcross,
GA 30093, USA) using the Brunauer–Emmett–Teller (BET) equation on the N2 adsorption
measurement. Prior to the adsorption run, all samples were outgassed at 160 ◦C for 3 h.
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4. Conclusions

In this study, we systematically investigated the structural, optical and morphological
features arising from the use of different synthetic routes of the C3N4-ZnO heterojunction.
Specifically, the different applied preparations for the C3N4-ZnO heterostructures included:

3 The production of a supramolecular precursor realized by the dispersion of melamine
and cyanuric acid in water or ethanol, subsequently mixed with zinc precursors and
thermally calcined. In this case, we demonstrate that the prepared supramolecular
complexes show the expected molecular structures. The addition of a further hy-
drothermal step after the thermal treatment in air was decisive in obtaining a mixed
material free from impurities.

3 Direct growth by means of melamine thermal condensation of C3N4 on hydrother-
mally pre-formed ZnO nanoparticles.

3 The ultrasonic/mechanical mixing of both pre-formed ZnO (from hydrothermal
synthesis) and C3N4 (from melamine-only condensation) nanopowders.

3 A significant trend can be extrapolated from this experimental approach involving the
different intimate contacts between the two phases, strictly connected to the particular
preparation method adopted: it appears that the heterojunction prepared starting
from the supramolecular complex shows a tighter association between the two phases,
resulting in much higher visible light harvesting (connected to the appearance of
adsorption bands in the visible region); on the other hand, lower crystallinity is
observed.

3 An intermediate situation is represented by the material obtained via the deposition
method, where improved crystallinity, especially regarding the nitride phase, is
accompanied by less optical activity at visible frequencies.

3 Finally, solid-state mixing supported by ultrasound irradiation provided crystalline
materials with a completely modified morphology compared to the starting nanos-
tructures.

In conclusion, this study provides a useful tool for obtaining C3N4-ZnO heterojunc-
tions by different synthetic procedures, characterized by diverse features concerning struc-
tural, optical and morphological peculiarities. We are confident that these materials could
be employed in photocatalytic applications thanks to the formation of the designed hetero-
junctions. The final goal will be to overcome charge carrier pair recombination and extend
their lifetime.
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Abstract: The volume of dye production in the chemical industry is growing rapidly every year.
Given the global importance of clean water resources, new wastewater treatment solutions are
required. Utilizing photocatalysis by harvesting solar energy represents a facile and promising
solution for removing dangerous pollutants. This study reports the possibility of increasing the
photocatalytic activity of g-C3N4 by creating nanocomposites with ZnO. Exfoliated g-C3N4/ZnO
nanocomposites were synthesized by heat treatment of urea and subsequent ultrasonic exfoliation
of the colloidal solution by introducing zinc acetate. The uniformity of the distribution of ZnO
nanoparticles is confirmed by the method of elemental mapping. The obtained X-ray diffractograms
of the obtained nanocomposites show typical X-ray reflections for g-C3N4 and ZnO. It was found
that the introduction of oxide into g-C3N4 leads to an increase in the specific surface area values due
to the developed ZnO surface. The maximum value of the specific surface area was obtained for a
sample containing 7.5% ZnO and was 75.2 m2/g. The g-C3N4/7.5% ZnO sample also demonstrated
increased photocatalytic activity during the decomposition of methylene blue under the influence of
visible light, which led to a twofold increase in the reaction rate compared to initial g-C3N4.

Keywords: graphitic carbon nitride; photocatalysts; g-C3N4/ZnO; visible light; photocatalytic degradation

1. Introduction

In the modern world, the rapid development of technology inevitably leads to an
increase in the production of an ever-growing number of new chemical compounds. Such
compounds are widely used in various industries [1–3]. Organic compounds, which are
the basis of industrial dyes, are especially dangerous because their decomposition products
can have a detrimental effect on living organisms when released into the environment [4,5].
Spreading through water, they can affect people and wildlife at a considerable distance from
their original sources. Organic compounds also decompose at a slow rate and therefore
accumulate and spread along the food chain. Consequently, when released into reservoirs
with industrial wastewater, they disrupt the overall ecological balance of aquatic ecosys-
tems [6,7]. In this regard, interest in the problem of industrial wastewater treatment has
been growing recently.

Currently, physico-chemical, biological, and various other methods are used to solve
this problem, which require expensive tools and can also lead to secondary contamina-
tion [8–12]. The photocatalytic decomposition process is a safe and effective method that
can be used to remove organic pollutants from aquatic environments. Using this method,
the photocatalyst converts toxic organic dyes into non-toxic intermediates under the influ-
ence of ultraviolet or visible light [13–16]. The development of such catalytic materials is
an important task.

In past decade, nanoscale materials gained considerable importance due to their
unique properties caused by scale factor absent in their bulk form. The reason for their
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use in a large number of applications is due to their enhanced catalytic, optical, and
electronic properties at the nano level. Nanoscale transition metal oxides are considered
the most promising catalysts for wastewater treatment in a simple, reliable, fast, and
environmentally friendly way considering their high photocatalytic activity, excellent
solubility, and stability [17–22]. Among them, zinc oxide (ZnO) stands out especially.
ZnO is a nontoxic, low-cost, and broadly available semiconductor that is widely used in
photocatalytic degradation of organic dyes and photocatalytic decomposition of hydrogen
generated from water. The nanostructured ZnO as compared to other nanostructures had
gained importance because of ease in its fabrication and a number of applications. In
order to use it as an efficient photocatalyst for the decomposition of organic pollutants, it is
important to extend the work spectrum of ZnO from UV to the visible light region, increase a
low specific surface area, and hinder the recombination of the photogenerated electron-hole
pairs to improve the photocatalytic efficiency of ZnO [23]. To eliminate this disadvantage,
it is proposed that new promising carbon-based materials be used as carriers [24,25]. One
such material is graphite-like carbon nitride (g-C3N4). Due to its high stability and ability to
absorb radiation in the visible region of the spectrum (band gap 2.4–2.9 eV), this compound
has been widely used in the field of heterogeneous catalysis [26–28]. The use of g-C3N4 as
a photocatalyst in the visible region of the spectrum was first reported in [29]. Unlike TiO2,
g-C3N4 does not contain noble or rare earth metal atoms in its composition, and it exhibits
high photocatalytic activity in processes induced by the action of visible radiation [30–33].
Materials based on g-C3N4 can be considered as a promising basis for new functional
materials for photocatalysis.

Therefore, the main objective of this paper is the synthesis of a nanocomposite based
on g-C3N4 and ZnO with improved photocatalytic properties. The novelty of the presented
research lies in the use of an improved synthetic route. A special feature is the ultrasonic
dispersion of g-C3N4, preceding the introduction of zinc acetate. The positive effect of
this exfoliation method was previously reported in [34–36]. As a result, the synthesized
g-C3N4/ZnO powders demonstrate a small band gap and a large surface area, as well as
an improved ability to absorb visible radiation and an increase in the photodegradation
rate of organic pollutants in composite nanoplanes.

2. Results and Discussion

Figure 1 shows the results of an X-ray diffraction of the obtained powders. The diffrac-
togram of pure g-C3N4 contains X-ray peaks typical of graphite-like carbon nitride [37,38].
The most intense peak is located in the region of 27.4◦ and is associated with the characteris-
tic interlayer stacking of conjugated aromatic rings. A less intense peak at 12.8◦ corresponds
with the layered structure of the packing of tri-s-triazine units, which corresponds with
the plane (100) in the JCPDS 87-1526 card. ZnO peaks are traced on diffractograms of the
obtained nanocomposites. The intensity of the peaks increases with an increase in the mass
fraction of the oxide in the samples. All detectable X-ray reflections of ZnO can be indexed
by the wurtzite structure (JCPDS No. 36-1451). It is noted that the presence of oxide does
not affect the position of the diffraction peaks of g-C3N4, and a slight change in the relative
intensity of the peak reflects only the ratio of the components.

The microstructure of the obtained samples is studied using scanning electron mi-
croscopy. The pure g-C3N4 sample consists of randomly stacked layers consisting of
inhomogeneously distributed and agglomerated structures (Figure 2a,b). In the sample con-
taining 7.5% ZnO (Figure 2c,d), the nanolayers are randomly filled with oxide nanoparticles
(NPs). Nanocomposite powders look less agglomerated and have a friable structure.
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Figure 2. SEM images of (a,b) pure g-C3N4 and (c,d) g-C3N4/7.5% ZnO.

X-ray spectroscopy (EDX) elemental mapping results are shown in Figure 3. The
elemental mapping results indicate the existence of C, N, Zn, and O elements suggesting
that ZnO NPs disperse on the g-C3N4 sheets. A uniform distribution of C, N, Zn, and O
atoms could be observed throughout each entire nanoplate.
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Figure 3. EDX mapping of g-C3N4/7.5% ZnO nanocomposite.

Using TEM and SAED, the surface morphologies and structural characteristics of
g-C3N4/7.5% ZnO nanocomposite were analyzed. Previously, a TEM image of pure
g-C3N4 was shown in [35], where the morphology consists of agglomerated planes. Ac-
cording to the comparison of the TEM data measured in bright field and dark field modes
(Figure 4a and 4b, respectively), ZnO nanocrystals are uniformly located throughout the
sample volume, which is consistent with the results of elemental mapping. ZnO can be
clearly observed as a cluster of irregularly shaped NPs, and g-C3N4 looks like dimmer
sections of two-dimensional layered structures, which indicates the presence of a number
of stacked layers. The g-C3N4 layers are compacted with ZnO NPs and have close contact
between g-C3N4 and ZnO, which is required to form a heterojunction and achieve better
charge separation. The diffraction ring positions in SAED patterns of the nanocomposite
(Figure 4c) match the known interplanar distances in ZnO and g-C3N4 and confirm that
individual nanocrystals observed in dark-field mode correspond to ZnO. Figure 4d shows
an HRTEM image in which the ZnO lattice planes were detected at 7.5 wt% g-C3N4/ZnO
composite [39]. The results of X-ray diffraction and TEM confirm that ZnO nanocrystals
having (002) crystallographic phases on their surfaces are in direct contact with g-C3N4.

N2 adsorption-desorption isotherms of pure g-C3N4 and g-C3N4/7.5% ZnO were
measured to gain information about the specific surface area (Figure 5a). According to
the International Union of Pure and Applied Chemistry (IUPAC) classification, obtained
isotherms were determined as type III with mesoporous characteristics, which indicates the
mesoporous structure of the samples. The pore size distribution of the samples shows that
most of the pores fall into the size range from 2 to 50 nm. The specific surface area values
are shown in Figure 5b. The surface area for the resulting samples was calculated using the
Brunauer–Emmet–Teller (BET) equation in the range of relative pressure (P/P0) 0.05–0.3.
The specific surface area of the samples determined by the BET method is 34.4, 54.5, 75.2,
and 68.5 m2/g for g-C3N4, g-C3N4/5% ZnO, g-C3N4/7.5% ZnO, and g-C3N4/10% ZnO,
respectively. The optimal amount of oxide in the nanocomposite is 7.5 wt% ZnO, while
further increase leads to a decrease in the values of the specific surface area. The surface of
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the composite samples will absorb more visible light, thereby increasing the photocatalytic
efficiency by providing more active centers.
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The UV–vis DRS of all samples is demonstrated in Figure 6a. It can be seen that the
absorption of light by g-C3N4 is lower than that of other samples. When g-C3N4 is recombined
with ZnO, the light absorption band edge undergoes a slight red shift. Such a modest change
in the distance between the bands may indicate a tight contact at the interface with g-C3N4
and ZnO and confirms the synthesis of the nanocomposite. To further study the photocatalytic
effect of the composites, a Tauc plot was derived from the UV-vis spectrum.
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The addition of ZnO results in a moderate modification of Tauc plots, as illustrated in
Figure 6b. As a result of the shift in absorbance edges for the nanocomposite structure, the
band gaps for g-C3N4 and g-C3N4/ZnO (5% ZnO, 7.5% ZnO, and 10% ZnO) are 2.85, 2.86,
2.85, and 2.87 eV, respectively. It is reported above that the nanocomposite has a larger contact
interface area (Figure 5), which allows faster charging carrier transit and, therefore, suppresses
charge recombination, leading to increased photocatalytic degradation efficiency.

All samples were examined for their photocatalytic potential towards photodegrada-
tion of MB dye solution. Figure 7a shows the absorption spectra of the dye solution with
samples under visible light irradiation at 10-min intervals. It can be seen from Figure 7b
that the degradation of methylene blue by g-C3N4 in the dark is negligible. After g-C3N4
is compounded with oxide, its photocatalytic efficiency is further improved. The degra-
dation of MB is analyzed by pseudo-first order kinetics (Figure 7c). The degradation of
MB practically did not proceed in the blank experiment, which illustrates MB can not be
degraded under visible irradiation. The experiment reveals that MB could be degraded at a
rate constant 2.2 × 10–3 min−1, 3.2 × 10–3 min−1, 4.6 × 10–3 min−1, and 3.2 × 10–3 min−1

using g-C3N4, g-C3N4/5% ZnO, g-C3N4/7.5% ZnO, and g-C3N4/10% ZnO, respectively.
In the present study, a 7.5% ZnO sample shows better photodegradation performance
as compared to others. This effect is explained by the optimal ratio of components in
the nanocomposite, which positively affects the size of the specific surface area and the
availability of active centers. The rate constant of g-C3N4/7.5% ZnO is about two times
higher than that of pure g-C3N4. The results reveal that a certain proportion of ZnO has
the best photocatalytic activity.
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Photoluminescence (PL) spectra were obtained to study the processes of charge carrier
transfer. Evaluation of the efficiency of carrier separation will additionally confirm the
improvement of the photocatalytic characteristics of photocatalysts. Photoluminescence
emission spectra of the prepared samples were recorded at an excitation wavelength of
365 nm and are shown in Figure 8a. All samples demonstrated a peak of PL radiation in a
similar region between 400 and 500 nm. A decrease in the photoluminescence intensity for
g-C3N4/ZnO nanocomposites indicated that the high-efficiency electron transferred from
the conduction band of g-C3N4 to the conduction band of ZnO hindered the reorganization
of photoinduced charge carriers. This indicates that the recombination rate of electrons
and holes under visible light irradiation is lower in this case. This leads to higher charge
separation, which can provide more electrons for photocatalytic activity.

The stability of the g-C3N4/7.5% ZnO was examined by recycling the photocatalyst
for the photocatalytic degradation of MB dye. After each cycle, the catalyst particles were
collected by centrifugation, washed with distilled water, and dried at 60 ◦C. Then the
particles were reused, and the dye solution was replaced with a fresh one. As shown in
Figure 8b, no major reduction was observed in the efficiency after four consecutive cycles;
as a result, the g-C3N4/7.5% ZnO photocatalysts were photostable.
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Figure 9 shows the mechanism of photocatalytic degradation of MB by g-C3N4/ZnO
nanocomposites. ZnO has a band gap of about 3.37 eV [40,41] and cannot be excited by
visible light. The spectrum of the g-C3N4/ZnO composite can be broadened to the visible
region in contrast to pure ZnO. g-C3N4 is activated by sunlight, causing the electrons to
shift from the valence band (VB) of each sample to the conduction band (CB) and create
h+ on the VB of g-C3N4. These excited electrons are then transferred to the CB of ZnO,
which further promoted it to the surface, leading to the generation of O2

− radicals. The
holes in the VB of ZnO are transferred to the VB of g-C3N4, which ensure effective charge
separation in the system. These VB holes in g-C3N4 are further transferred to the surface
to react with surrounding molecules and generate ·OH radicals [42,43]. In this way, these
generated radicals are actively involved in the degradation of dye molecules.

Inorganics 2022, 10, x FOR PEER REVIEW 8 of 12 
 

 

  
(a) (b) 

Figure 8. (a) PL spectra of initial g-C3N4 and g-C3N4/ZnO (5% ZnO, 7.5% ZnO and 10% ZnO) nano-
composites; (b) Recycling photocatalytic test of g-C3N4/7.5% ZnO. 

Figure 9 shows the mechanism of photocatalytic degradation of MB by g-C3N4/ZnO 
nanocomposites. ZnO has a band gap of about 3.37 eV [40,41] and cannot be excited by 
visible light. The spectrum of the g-C3N4/ZnO composite can be broadened to the visible 
region in contrast to pure ZnO. g-C3N4 is activated by sunlight, causing the electrons to 
shift from the valence band (VB) of each sample to the conduction band (CB) and create 
h+ on the VB of g-C3N4. These excited electrons are then transferred to the CB of ZnO, 
which further promoted it to the surface, leading to the generation of O2− radicals. The 
holes in the VB of ZnO are transferred to the VB of g-C3N4, which ensure effective charge 
separation in the system. These VB holes in g-C3N4 are further transferred to the surface 
to react with surrounding molecules and generate ·OH radicals [42,43]. In this way, these 
generated radicals are actively involved in the degradation of dye molecules. 

 
Figure 9. Schematic mechanism of photocatalytic degradation of MB of g-C3N4/ZnO under visible 
light. 

3. Materials and Methods 
3.1. Materials 

Zinc acetate dihydrate (Zn(CH3COO)2·H2O, NevaReaktiv, Saint-Petersburg, Russia) 
was used as a precursor for ZnO. Graphitic carbon nitride was prepared from urea 

Figure 9. Schematic mechanism of photocatalytic degradation of MB of g-C3N4/ZnO under visible light.

3. Materials and Methods
3.1. Materials

Zinc acetate dihydrate (Zn(CH3COO)2·H2O, NevaReaktiv, Saint-Petersburg, Rus-
sia) was used as a precursor for ZnO. Graphitic carbon nitride was prepared from urea
(CH4N2O, NevaReaktiv, Saint-Petersburg, Russia). Methylene blue (C16H18ClN3S, LenReak-
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tiv, Saint-Petersburg, Russia) was used as model dye. All the reagents used in this research
work are analytical grade.

3.2. Synthesis of Initial g-C3N4 Nanopowder

The initial g-C3N4 nanopowder was synthesized via heat treatment of 10 g urea for
1 h in a muffle furnace in air atmosphere. A dry powder of urea was placed in a quartz
tube heated to 550 ◦C at a fixed heating rate of 5◦/min. As a result of the heat treatment, a
powder of pale-yellow color was obtained.

3.3. Synthesis of Exfoliated g-C3N4/ZnO Nanocomposites

To obtain nanocomposites based on g-C3N4 and ZnO, the following procedure was
performed. The initial sample was treated by ultrasonic dispersion in distilled water for
2 h until a milk-colored homogenized suspension was obtained. The resulting suspen-
sion was divided into four equal portions, to each of which the necessary amount of
Zn(CH3COO)2·2H2O was added and thoroughly mixed using a magnetic stirrer. Further,
the obtained suspensions were dried at 100 ◦C until the water was completely removed,
thoroughly ground, and treated thermally at 400 ◦C. As a result, a series of four samples
was obtained: g-C3N4, g-C3N4-ZnO 5%, g-C3N4-ZnO 7.5%, and g-C3N4-ZnO 10%.

3.4. Physico-Chemical Characterization

The crystal phases of the catalysts were analyzed by powder X-ray diffraction patterns
(XRD) using a Rigaku SmartLab 3 diffractometer (Rigaku Corporation, Tokyo, Japan)
(CuKα radiation, λ = 0.154051 nm). The measurement was conducted by varying the Bragg
angle in the range of 10–80◦.

The elemental composition and morphology of nanopowders was studied with scan-
ning electron microscopy (SEM) using a Tescan Vega 3 SBH (Tescan, Czech Republic)
scanning electron microscope with an Oxford INCA x-act X-ray microanalysis device
(Oxford Instruments, UK). An Oxford Instruments INCA system was used for chemical
analysis, including elemental mapping utilizing a 10 nm probe size.

The microstructure and morphology evaluation were investigated by Transmission
Electron Microscopy (TEM) using a JEOL JEM2100F microscope (JEOL Ltd., Tokyo, Japan)
in the image and selected area electron diffraction (SAED) mode.

Measurement of N2 adsorption-desorption was carried out for specific surface area
and pore structure analysis (ASAP 2020 Surface Area and Porosity Analyzer Micromeritics,
Micromeritics Instrument Corporation, Norcross, GA, USA) in standard mode at 78 K, the
temperature of liquid nitrogen.

Diffuse reflectance spectra of samples were obtained using an Avaspec-ULS2048CL-
EVO spectrometer (Avantes, Apeldoorn, The Netherlands) equipped with an AvaSphere-
30-REFL refractometric integration sphere in the 350–700 nm region.

3.5. Photocatalytic Measurements

Photocatalytic activity of synthesized nanocomposites was studied by measuring
the change in the absorption spectra of methylene blue (C16H18ClN3S, MB) under visible
light irradiation. For the test, 0.01 g of the nanocomposite was placed in a solution of MB
(10 mg/l). The prepared suspensions were continuously mixed for 20 min in the dark to
establish sorption equilibrium. Then the samples were constantly mixed at a temperature
of 25 ◦C throughout the analysis in a closed box under the illumination of an Xe lamp
(power consumption 70 W, λmax = 410 nm). Aliquots of samples were taken at intervals
of 10 min during the 90 min of the experiment. All samples were centrifuged to remove
solid particles, and the supernatant was analyzed using an Avaspec-ULS2048CL-EVO
spectrometer equipped with an Avalight-XE Pulsed Xenon Lamp (Avantes, Apeldoorn,
The Netherlands).
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4. Conclusions

In this work, nanocrystalline g-C3N4/ZnO powders were obtained by heat treatment
of a mixture of g-C3N4 and zinc acetate. The resulting series of samples (pure g-C3N4,
g-C3N4/5% ZnO, g-C3N4/7.5% ZnO, and g-C3N4/10% ZnO) was studied using a complex
of physico-chemical analysis methods. The ZnO NPs were evenly distributed on the surface
and represented a crystalline modification with a wurtzite structure. The specific surface
area of the powder reached its maximum value at 7.5% of ZnO content. A further increase
in the amount of ZnO in the composition led to a decrease in the values of the specific
surface area. This structure of the Z-scheme led to an increase in the photocatalytic activity
of the studied nanocomposite. Compared with pure material, g-C3N4/7.5% ZnO showed
a much greater photocatalytic activity. Thus, g-C3N4/ZnO is practically suitable for the
photocatalytic decomposition of organic materials under visible light.
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11. Kocijan, M.; Ćurković, L.; Radošević, T.; Podlogar, M. Enhanced Photocatalytic Activity of Hybrid rGO@TiO2/CN Nanocomposite
for Organic Pollutant Degradation under Solar Light Irradiation. Catalysts. 2021, 11, 1023. [CrossRef]

12. Kocijan, M.; Ćurković, M.; Gonçalves, G.; Podlogar, M. The Potential of rGO@TiO2 Photocatalyst for the Degradation of Organic
Pollutants in Water. Sustainability 2022, 14, 12703. [CrossRef]

13. Srivastava, R.R.; Vishwakarma, P.K.; Yadav, U.; Rai, S.; Umrao, S.; Giri, R.; Saxena, P.S.; Srivastava, A. 2D SnS2 Nanostructure-
Derived Photocatalytic Degradation of Organic Pollutants Under Visible Light. Front. Nanotechnol. 2021, 3, 711368. [CrossRef]

14. Lebedev, L.A.; Chebanenko, M.I.; Dzhevaga, E.V.; Martinson, K.D.; Popkov, V.I. Solvothermal modification of graphitic C3N4
with Ni and Co phthalocyanines. Mendeleev Commun. 2022, 32, 317–319. [CrossRef]
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Abstract: Removing organic dyes from contaminated wastewater resulting from industrial effluents
with a cost-effective approach addresses a major global challenge. The adsorption technique onto
carbon-based materials and metal oxide is one of the most effective dye removal procedures. The
current work aimed to evaluate the application of calcium oxide-doped carbon nitride nanostructures
(CaO-g-C3N4) to eliminate basic fuchsine dyes (BF) from wastewater. CaO-g-C3N4 nanosorbent were
obtained via ultrasonication and characterized by scanning electron microscopy, X-ray diffraction,
TEM, and BET. The TEM analysis reveals 2D nanosheet-like nanoparticle architectures with a high
specific surface area (37.31 m2/g) for the as-fabricated CaO-g-C3N4 nanosorbent. The adsorption
results demonstrated that the variation of the dye concentration impacted the elimination of BF
by CaO-C3N4 while no effect of pH on the removal of BF was observed. Freundlich isotherm and
Pseudo-First-order adsorption kinetics models best fitted BF adsorption onto CaO-g-C3N4. The
highest adsorption capacity of CaO-g-C3N4 for BF was determined to be 813 mg. g−1. The adsorption
mechanism of BF is related to the π-π stacking bridging and hydrogen bond, as demonstrated
by the FTIR study. CaO-g-C3N4 nanostructures may be easily recovered from solution and were
effectively employed for BF elimination in at least four continuous cycles. The fabricated CaO-g-
C3N4 adsorbent display excellent BF adsorption capacity and can be used as a potential sorbent in
wastewater purification.

Keywords: calcium oxide-doped carbon nitride nanostructures; basic fuchsine; elimination
mechanism; π-π stacking

1. Introduction

Water pollution is one of the most important environmental hazards in the modern
world, caused by wastewater discharge, insufficient treatment methods, and leakage into
the natural water cycle [1,2]. Depending on the source, such as industrial plants, wastewater
streams can contain excessively polluting components. Organics [3] (phenolic compounds,
dyes, halogenated compounds, oils, etc.) and heavy metals (Hg, Cd, Pb, Cr, Ag, etc.) [4]
are potential contaminants in wastewater, as they are biodegradable, volatile, and recycled
organic compounds, suspended particles, pathogens, and parasites. Most chemical dyes
are probable carcinogens [5]. Thus, before discharging wastewater, it is important to lessen
or remove the presence of these potentially fatal substances.

Among these dyes, basic fuchsin BF is a triarylmethane dye that is inflammable and
has antibacterial and fungicidal characteristics [6,7]. It is commonly employed as a colorant
in textile and leather goods as well as in the staining of collagen and tubercle bacillus [8].
Because of its low biodegradability and its toxicity, carcinogenicity, and unsightliness [9–11],
Basic Fuchsin removal from wastewater systems is a major concern that should be studied
and executed as soon as possible.
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In addition to the traditional biological, electrochemical, and photocatalytic oxidation
and decomposition routes, physical processes (such as adsorption) are common methods
that have also been developed and are used to remove organic pollutants from wastewater
streams [12–14]. Even though these technologies can turn organic pollutants into non-
hazardous molecules and can be used in various ways, their inability to be scaled up is a
significant problem from an engineering point of view.

More specifically, the adsorption method was widely regarded as the most effective
way to treat dye wastewater because of its significant adsorption capacity, low cost, good
selectivity, and ease of operation [15–18]. Therefore, many researchers invest a lot of
time and effort into creating new adsorbents, as well as adsorption mechanisms and
treatment technology, in the hopes that they would be more useful in the treatment of dye
wastewater [19–21].

Besides, graphitic carbon nitride (g-C3N4) nanosheet has been identified as an indis-
pensable material for two-dimensional structures due to its graphitic-like structure and
high stability under ambient circumstances [22]. It is composed of carbon and nitrogen
and is most commonly employed for energy conversion and storage. Its π conjugated poly-
meric metal-free semiconducting 2D structure is composed of graphitic planes composed
of sp2-hybridized carbon and nitrogen [23]. Because g-C3N4 contains a sufficient number
of edge amino and amino groups (NH/NH2), it can supply several binding sites. There-
fore, g-C3N4 is regarded as a suitable adsorbent for removing pollutants from wastewater.
Nevertheless, g-C3N4 nanosheets capability to adsorb is limited by its small surface area
and few functional groups [24].

Therefore, the development of g-C3N4-containing compounds with higher photonic ef-
ficiency, such as TiO2 and ZnO, piqued the curiosity of a vast number of researchers [25,26].
This was accomplished by combining g-C3N4 with another semiconductor and decorating
g-C3N4 with noble metals [27–31]. Construction of heterojunctions comprised of g-C3N4
mixed with another type of compound, such as CaO nanomaterials, and preparation of
a Ca-O doped with g-C3N4 with an improved surface texture by selecting the optimal
preparation method are the most beneficial means of enhancing the adsorption properties
of g-C3N4.

In the current study, a mesoporous CaO@g-C3N4 nanocomposite was successfully
produced using a simple sonochemical process and evaluated as a promising adsorbent
material for adsorbing the basic fuchsin dye from a contaminated aqueous phase. The
physicochemical relationship between characterizations and measurements of equilibrium
and kinetics was studied. Adsorption isotherm data were also modeled, and the adsorption
performance of CaO@g-C3N4 nanocomposite for basic fuchsin was investigated.

2. Experimental
2.1. Chemicals

Sodium hydroxide (NaOH, ≥99%), sodium chloride (NaCl, ≥99%), basic fuchsin (BF,
≥85%), urea (CH4N2O, ≥98%) and calcium carbonate (CaCO3, ≥99%) purchased from
Merck Company were used without further purification. The required dyes concentrations
(25, 50, 100, 150, 200, and 300 ppm) were obtained by diluting BF stock solution (500 ppm).

2.2. CaO-g-C3N4 Nanosorbent Fabrication

The nanosheets of g-C3N4 were produced through the thermal breakdown of urea.
In a typical technique, 0.075 moles of a carbamide compound were placed in a covered
pot and tempered with a heating rate of 10 ◦C/min at 723 K for 120 min. The produced
yellow raw g-C3N4 was then cooled, pulverized, and stored in a dark container. Thermally
decomposing carbonate salts created calcium oxide (CaO) nanoparticles. Two grams of
calcium carbonate salts were weighed, placed in a crucible, and annealed at 1073 K for
one hour. CaO-g-C3N4 nanoparticles were produced using a step-by-step ultrasonication
technique aided by an organic solvent (ethanol). In 125 mL of ethanol, 2.76 mg of g-C3N4
was sonicated for 15 min. CaO nanoparticles were added to the g-C3N4 ethanolic solution
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along with an additional 45 min of sonication. The yellowish solution generated was
evaporated at 368 K for 1440 min. CaO-g-C3N4 nanosorbent was ultimately tempered at
453 K for 60 min.

2.3. CaO-g-C3N4 Nanosorbent Characterizations

The nanosorbent CaO-g-C3N4 was studied using a variety of analytical and spectro-
scopic techniques. Energy dispersive X-ray (EDX) spectroscopy was used to calculate the
elemental composition of the CaO-g-C3N4 nanosorbent. The transmission electron micro-
scope (Tecnai G20-USA) was used to make morphological observations, and the stimulating
voltage was set at 200 kV. X-ray diffraction (XRD) was used to analyze the phase structure
using a Bruker D8 Advance diffractometer Cu-K (λ = 1.540) radiation source. An ASAP
2020 device was used to evaluate the accurate analysis of the surface area. Before and after
the BF dye elimination, Fourier transformed infrared (FTIR) spectra were recorded using a
Nicolet 5700 spectrometer equipped with a KBr pellet.

2.4. BF Dye Removal Experiments

By mixing 25 mL of BF dye solution with 10 mg of CaO-g-C3N4 nanosorbent at varying
starting concentrations (5–300 mg/L), batch removal tests of BF dye were conducted. In
order to attain equilibrium, the set mixture was stirred for 24 h at 400 rpm. After centrifu-
gation, a clear solution was produced. The dye volumes and beginning concentrations
were 100 mL and 250 ppm, respectively, for the kinetic experiment, and the CaO-g-C3N4
nanosorbent mass was 40 mg. The test was conducted in the dark with magnetic stirring.
Later, 10 mL of the suspension was withdrawn and centrifuged for 10 min to measure the
remaining concentration of BF dye.

Using a spectrophotometer, the concentration of dye was determined, and equilibrium
dye capacity (qe) was calculated using the following equation:

qe =
C0 − Ce

m
· v (1)

where qt (mg·g−1) is the quantity of dye removed by a unit mass of nanosorbent m (g) at
a specified interval of time (min), V is the volume of the solution (L), C0 is the initial dye
concentration, and Ct is the concentration at time t (mg L–1). A similar calculation was used
to compute the amount adsorbed at equilibrium, qt:

qt =
C0 − Ct

m
· v (2)

The influence of the dye’s elimination on the pH of the aqueous media was investigated
by setting the initial pH value of dye solution from 3 to 11 pH range by using either NaOH
(0.1 mole·L−1) or HCl (0.1 mole·L−1). The pH of zero-point charge (pHzpc) for CaO-g-C3N4
nanosorbent was evaluated by the salt addition approach. A fixed amount of CaO-g-C3N4
nanosorbent (20 mg) was added in each flask containing 20 mL NaCl solution (0.01 M)
with pH initial (pHi) values raised from 2 to 12 (by adjustments using 0.1 M NaOH or HCl
solutions). The mixture was stirred for one hour, and the final pH (pHf) was calculated after
eliminating CaO-g-C3N4 by filtration. For the reusability test, the CaO-g-C3N4 nanosorbent
used after the adsorption experiments was recovered by filtration and then calcined at
773 K. for one hour. After that, the recovered CaO-g-C3N4 nanosorbent was reused for
further adsorption tests.

3. Results and Discussion
3.1. CaO-g-C3N4 Nanosorbent Characterizations

The scanning elemental mapping analysis for Ca, N, O, and C in the CaO-g-C3N4
nanosorbent aggregates (Figure 1a–e) indicates an overall homogeneous dispersion, as
shown in Figure 1b–e. On the elemental maps, a brighter zone implies a higher elemental
ratio. The CaO-g-C3N4 nanocomposite has created a homogenous distribution, according
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to this observation. An image taken using EDX identifies the individual components that
are present in CaO-g-C3N4 nanosorbent material. As a result, it is clear from the findings
of the EDX performed on CaO-g-C3N4 nanosorbent that the surface is composed of carbon
(C), nitrogen (N), calcium (Ca), and oxygen (O). These findings are because the results
depict bands corresponding to each component (Figure 1a–f).
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Figure 1. (a–e) Elemental mapping distribution and (f) EDX graph of CaO-g-C3N4 nanosorbent.

The TEM micrograph was utilized to investigate the textural qualities of the fabricated
CaO-g-C3N4 nanosorbent. The TEM photographs of the CaO, g-C3N4, and CaO-g-C3N4
nanostructures are depicted in Figure 2. The TEM image of CaO (Figure 2a) presents
like-sheets shape nanoparticles. On the other hand, the TEM image of g-C3N4 (Figure 2b)
displays layers with soft surface sheets as a typical graphitic nanostructure [32]. Further-
more, the images with different magnifications obtained from the TEM of the CaO-g-C3N4
demonstrated that the morphology had an apparently random appearance, as given in
(Figure 2a–d). The CaO-g-C3N4 nanosorbent exhibits characteristic 2D nanosheet-like
nanoparticle architectures, as seen in (Figure 2a–d). The average particle size of the CaO
nanoparticles integrated into the CaO-g-C3N4 nanosorbent is around 20–60 nm. CaO
are observed to be well disseminated on the g-C3N4 surface, forming an abundance of
self-active sites on the nanosorbent surface.

Figure 3 depicts the typical peaks at 12.92◦ and 27.64◦ for g-C3N4 in the XRD pattern.
The first peak corresponds to the in-plane packing of tris-triazine units with a d-spacing
of 0.685 nm, which agrees with the distance between holes in the nitride pores. However,
the great peak at 27.64◦ is associated with C–N aromatic stacking units separated by
0.322 nm, which corresponds to the 002 interlayer layering plane of the connected aromatic
system [33]. Alternatively, the peaks 32.14, 37.25, 53.77, 64.00, and 67.30◦ correspond to
the (110), (200), (202), (311), and (222) planes of the cubic phase of CaO (XRD file JCPDS
77-2376) [34]. Besides the CaO peaks, Ca (OH)2 and CaCO3 peaks are seen at 18,00◦, 29,32◦,
47.39◦, and 48.40◦, respectively. The presence of calcite (CaCO3) and hydroxide peaks
indicates incomplete pyrolysis of the precursor and fast carbonation and hydrolysis of CaO
by ambient CO2 and water vapor. Literature indicates that CaO nanoparticles have a strong
potential for capturing greenhouse gas CO2 [35]. Finally, the XRD pattern obtained from
the fabricated indicates the presence of the g-C3N4 and CaO peaks (Figure 3), implying the
construction of the target nanosorbent.
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Nanomaterials utilized as adsorbents are profoundly influenced by their particular
surface area and porous structure, which can provide additional adsorption and reac-
tive sites. The N2 absorption-desorption isotherms of CaO-g-C3N4 nanosorbent, which
may be categorized as type IV according to the IUPAC system, were determined [36].
Figure 4a,b displays the BET surface isotherms and pore size distribution of the CaO-g-
C3N4 nanosorbent as manufactured. According to the results, the CaO-g-C3N4 nanosorbent
absorption-desorption graphs fit isotherm type IV and the hysteresis loop (H2) for relative
pressures between 0.0 and 1.0. This result confirmed the mesoporous nature of the CaO-g-
C3N4 nanosorbent [37,38]. Due to the presence of several active sites on the surface, the
CaO-g-C3N4 nanosorbent increased surface area, demonstrated by a higher specific surface
area (37.31 m2/g) with a pore volume of 0.136 cc/g, will improve the sorption capacity [39].
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The chemical condition of the elements on the surface of the CaO@g-C3N4 nanostruc-
ture was determined by XPS analysis; see Figure 5a–d. CaO exists because the Ca 2p peaks
at 349 and 352.6 eV correspond to the divalent oxidation states of calcium oxygen molecules
(Ca-2p3/2 and Ca-2p1/2) [40,41]. Ca-O and hydroxyl groups in water molecules corre-
spond to the three O 1s peaks detected at 532.6, 533.7, and 534.4 eV which correspond to the
lattice oxygen of the layer-structured Ca-O, and adsorbed H2O or surface hydroxyl oxygen,
respectively (Figure 5b) [42]. As shown in Figure 4c, carbon in the C-C and N-C=N states is
attributed with two distinct contributions at 285.8 and 288.2 eV, respectively. According
to the XPS analysis, only Ca, O, C, and N are present. The peaks at 398.8 and 400.3 eV
(Figure 5d) for N 1s which indicate, respectively, the sp2 hybridized carbon–nitrogen bond-
ing in (C–N) and N-O of the CN and the binding energy of the N atoms in C-N-C [43]. The
absence of other impurity peaks supports the results of the XRD and EDS studies.

3.2. BF Removal onto CaO-g-C3N4 Nanosorbent
3.2.1. Impact of Variation pH on BF Removal by CaO-g-C3N4 Nanosorbent

The solution’s pH controls the adsorbent’s sorption affinity by adjusting the surface
charge and the ionizing strength of the adsorbent [44]. Adsorption experiments of CaO-g-
C3N4 nanosorbent were conducted under various initial pH values in order to demonstrate
the impact of pH value on the adsorption of BF dyes (from 3 to 11). Figure 6a illustrates
the influence of pH on BF uptake. It was discovered that BF dyes may be stably adsorbed
without observable alterations. The zero-point charge experiment was performed to explain
the acquired results. The pHzpc of CaO-g-C3N4 nanosorbent is determined to be 10.6, as
shown in Figure 6b. At lower pH, the surface of the CaO-g-C3N4 nanosorbent is positively
charged and becomes negative at pH greater than pHpzc (=10.6). The pH studies showed
that the adsorption is pH-independent, indicating that the electrostatic interactions do not
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control the adsorption mechanism. The adsorption was likely due to the formation of H
bonding between -OH and -NH2 onto the CaO-g-C3N4 surface with BF dye molecules [45].
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3.2.2. Influence of the Initial BF Dye Concentration and Doping

The influence of the initial BF dye concentration in the range of 5–300 mg/L on the
adsorption efficiency of CaO-g-C3N4 nanosorbent was scrutinized under the following
operating conditions: contact time 1440 min, room temperature, pH 7, 400 rpm stirring
speed, and a CaO-g-C3N4 sorbent dose of 10 mg. As shown in Figure 6c, increasing the
initial BF concentration from 5 to 300 mg/L improved the adsorption capacity significantly
from 60.61 to 738.08 mg/g. These results indicate that BF molecules in the reaction medium
interact more strongly with the top layer of the CaO-C3N4 sorbent particles at lower
concentrations due to a large amount of vacant active sites. Conversely, the ratio of
accessible sites for BF molecules declines with a further rise in the concentration attributed
to saturation. To compare the BF dye adsorption capacities of g-C3N4 and CaO-g-C3N4, a
series of adsorption experiments were conducted at different initial BF concentrations and
a pH value of 7. The obtained results are also shown in Figure 6c. It is interesting to remark
that CaO-g-C3N4 exhibits higher BF adsorption capacity than the respective capacities
of pure g-C3N4 for the different initial BF concentrations. This result demonstrates that
g-C3N4 nanosheets have the capability to adsorb is limited by its small surface area and
few functional groups. The doping of g-C3N4 by CaO enhances the adsorption properties
of g-C3N4 by improving surface texture.

3.2.3. Adsorption Equilibrium of BF Dyes onto CaO-C3N4 Nanosorbent

The greatest amount of BF absorbed by CaO-g-C3N4 nanosorbent is a crucial charac-
teristic for assessing the high adsorption capacity exhibited. To estimate the absorption
capacity of CaO-g-C3N4 nanosorbent, two adsorption isotherm models (Freundlich and
Langmuir) were utilized to assess the adsorption data, as depicted in Figure 7a,b. Table 1
contains the formulas corresponding to each isotherm model and the derived parameters.
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As can be noted from the isotherm graphs and the experimental data for BF adsorption
over CaO-C3N4 nanosorbent, the Freundlich adsorption isotherm has the highest R2 = 0.996.
These findings indicate that the Freundlich adsorption isotherm curve is more accurate to
fit the experimental data.
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Table 1. Used equilibrium isotherm models for the adsorption of BF onto CaO-g-C3N4 nanosorbent.

Equilibrium Models Linear Form Parameter Value

Langmuir [46] Ce
qe

= 1
qmKL

+ Ce
qm

qm (mg/g) 813.0
KL (mg/g) 0.212
RL (L/mg) 0.0015

R2 0.842

Freundlich [47] lnqe = lnKF + 1
n lnCe

n 0.97
KF (L/mg) 88.89

R2 0.996

The greatest sorption capacity of CaO-g-C3N4 nanosorbent for BF dyes is found to be
813 mg·g−1, as given in Table 1.

3.2.4. BF Contact Time and Adsorption Kinetic Studies

Figure 8a shows the relationship between contact time and BF adsorption on the
surface of the CaO-C3N4 nanosorbent. Adsorption capacity is seen to increase with longer
contact times, reaching equilibrium after 25.9 min. Beyond this equilibrium threshold,
the adsorption capacity and the amount of BF adsorbed are in dynamic equilibrium. BF
molecules were rapidly adsorbed by CaO-C3N4 nanosorbent for the first 25.9 min, after
which the adsorption rate declined until it reached its maximum value at around 1440 min.
The initial adsorption rates are relatively high due to the abundance of active sites on the
surface of the CaO-g-C3N4. After attaining equilibrium, the active site concentration falls,
and dye adsorption does not occur.
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The adsorption kinetics measures the rate of solute adsorption at the solid–liquid
interface and gives essential information on the equilibrium period for the design and
management of an adsorption process [48]. As shown in Figure 8b,c, the BF adsorption
kinetics by the CaO-g-C3N4 nanosorbent was investigated using pseudo-first-order (PFO)
and pseudo-second-order (PSO) kinetic models (b and c). The form of the relevant nonlinear
equations is shown in Table 2.

Table 2. Kinetics models for BF adsorption onto CaO-g-C3N4 nanosorbent.

Kinetics Models Kinetic Equations Parameter Value

PFO [49] qt = qe

(
1− e−1k1t

) Qm (exp) (mg/g) 375.69
Qe (mg/g) 376.49
K1 (min−1) 0.080

R2 0.984

PSO [49] qt =
t k2q2

e
k2qet+1

Qe (cal) (mg/g) 397.13
K2 (g/mg·min) 0.0003

R2 0.930

Intra-particle Diffusion [50] qt = kdi f
√

t + C

Kdif1 (mg. min1/2/g) 72.78
C1 33.53
R2 0.987

Kdif2 (mg·min1/2/g) 0.04
C2 372.83
R2 0.643

The computed model parameters under the experimental conditions tested are sum-
marized in Table 2. The PFO model might adequately describe the experimental adsorption
kinetics data. It claims that the ratio of the square of the number of accessible sites to the
rate of adsorption site occupancy. The form formula for the PFO nonlinear linear model is
shown in Table 2. Using the computed model parameters in Table 2, the extraordinarily
high R2 value of 0.984 is determined. Compared to the PSO, the PFO equation provides a
perfect fit, as shown by the findings. For the tested BF concentrations, there is only a small
difference between the experimental Qmax values and the model-estimated Qmax values. As
a result, the PFO model’s best fit implies that the kinetic adsorption may be mathematically
described using the concentration of BF in solution [44,51].

Through the intra-particle diffusion/transport mechanism, the BF elimination may be
transferred from the bulk of the solution to the solid phase of the CaO-g-C3N4 nanosor-
bent. In some circumstances, the step of the adsorption process known as intra-particular
diffusion is restrictive. The diffusion pattern developed by Weber and Morris supports
the notion of intra-particulate diffusion [52,53]. As qt and t1/2 are compared linearly, the
removal of BF onto the CaO-C3N4 surface demonstrates the efficacy of the intra-particle
diffusion kinetic pattern. In addition, the intra-particle mode of diffusion is characterized
by the regression coefficient (R2 = 0.987). The diameter of the boundary layer is represented
by parameter C’s value. The higher percentages of the constants in Table 2 demonstrate the
solution boundary layer’s strong influence on the removal of BF dyes [52,53]. It can be seen
that the first stage of sorption has a larger rate than the second phase, which is shown by
kdif1 > kdif2 (Table 2). The high value of the rate produced by the first step may be explained
by the movement of the dye mover through the solution and onto the surface of the outer
CaO-g-C3N4 that is generated by the boundary layer. Comparatively, the subsequent phase
describes the last equilibrium step, when intra-particle diffusion begins to diminish due to
the solute’s modest concentration gradient and the restricted number of holes and pores
available for diffusion [54].

3.3. Regeneration and Reusability Study

By removing BF from the surface of the nanomaterial, the reusability and regeneration
of CaO-g-C3N4 sorbent were investigated. Following the adsorption experiment, the BF

60



Inorganics 2023, 11, 44

was removed from the CaO-g-C3N4 by heating it in an oven at 773 K for a one hour. The
recovered CaO-g-C3N4 was then reapplied to the BF elimination process. CaO-g-C3N4 has
been used efficiently for the removal of BF for at least four continuous cycles, as shown
by the reusability results (Figure 9a). As shown, there was no obvious decrease in the
elimination effectiveness during four adsorption–desorption cycles, and only 4%, 7%, and 9%
of the adsorption capacity for BF declined at the second, third, and fourth cycles, respectively.
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3.4. Comparison Study

As shown in Table 3, the calculated adsorption capacity of CaO-g-C3N4 for BF using
the Langmuir isotherm model is 813.00 mg·g−1. It is to one’s advantage to evaluate the
CaO-g-C3N4 adsorption capacity in relation to the diverse sorbents that can be utilized
for BF elimination. Table 3 shows the various sorbents with high adsorption capacities for
BF removal. Compared to previously reported sorbents like MgO and modified activated
carbons, CaO-g-C3N4 has a higher capacity for adsorption. This finding confirmed that
CaO-g-C3N4 is an efficient BF dye adsorbent.

Table 3. Observation of adsorption capacities of the CaO-g-C3N4 using various nanomaterial adsorbents.

Adsorbents qe (mg g−1) Best pH BET Surface Area (m2/g) References

Fe-MgO/kaolinite 10.36 9.0 - [55]
YZnO nanoparticles 75.53 11 20.26 [56]
Al/MCM-41 54.44 3–9 997 [57]
Euryale ferox Salisbury seed shell 19.48 6.0 - [58]
ESM 47.85 6.0 11.56 [59]
Fe/ZSM-5 251.87 5.0 399 [60]
Modified activated carbons 238.10 8.5 613 [61]
MgO 493.90 11 12.22 [62]
MgOg-C3N4 1250 7.0 84.2 [63]
CaO-g-C3N4 813.00 Independent 37.31 Current study

3.5. Adsorption Mechanism

The adsorption mechanism of BF dyes by nanosorbent has been elucidated using
FTIR analysis. Figure 10a depicts the FTIR spectra of nanosorbent prior to and following
BF adsorption. CaO-g-C3N4 spectrum reveals a number of distinguishable bands: the
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bandwidth between 3000 and 3600 cm−1 corresponds to the stretching vibration modes
of O–H and NH. The absorption bands at 1242, 1326, and 1412 cm−1 are associated with
aromatic C–N stretching, while the absorption bands at 1578 and 1640 cm−1 are associated
with C≡N stretching. The band at 884 cm−1 corresponds to the triazine ring mode, a
frequent carbon nitride mode. The characteristic band located at 805 cm−1 is assigned to
Ca-O vibration mode [64]. After adsorption, as can be observed in Figure 10a, many typical
BF bands form and move around with respect to the free molecules, suggesting that CaO-g-
C3N4 and BF molecules may interact. Also, following the adsorption of BF dyes, several
vibration bonds of CaO-C3N4, such as aromatic C–N stretching and triazine ring modes,
have shifted position. This study demonstrated that delocalized electron systems of C3N3
and functional groups of CaO-g-C3N4 were responsible for the adsorption of BF molecules.
In addition, the O–H and NH stretching vibration modes were shifted, demonstrating
the interaction of BF molecules with CaO-g-C3N4 nanosorbent via hydrogen bonds. Lie
et al. demonstrate that sorbents containing pyrazine and imine groups are beneficial to
the formation of π-π stacking and hydrogen bonds interactions with organics dyes [65].
Also, the examination of the pH’s effect indicates that the electrostatic attraction could not
dominate (control) the adsorption mechanism of BF onto the CaO-g-C3N4 nanosorbent. The
suggested BF adsorption mechanism (Figure 10b) onto the CaO-g-C3N4 involves hydrogen
bonds and the π-π stacking bridging [66].
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Figure 10. (a) FTIR spectra of BF, CaO-g-C3N4 and CaO-g-C3N4 @BF and (b) Possible adsorption
mechanism of BF dyes onto CaO-g-C3N4.

4. Conclusions

Mesoporous CaO-g-C3N4 nanosorbent was created using the ultrasonication tech-
nique, and it was subsequently employed as an adsorbent to remove BF dyes from wastew-
ater. CaO-g-C3N4 nanosorbent removal efficiency was studied by adjusting pH, contact
time, and BF concentration. The greatest adsorption capacity observed was 813 mg·g−1, in-
dicating that the reported data demonstrated outstanding elimination effectiveness toward
BF dye. The BF elimination by CaO-g-C3N4 nanosorbent was evaluated employed different
adsorption and kinetic models, and the best-fitting was committed by the Freundlich ad-
sorption isotherm and PFO kinetics models. The suggested BF adsorption mechanism onto
the CaO-g-C3N4 involves hydrogen bonds and the π-π stacking bridging. CaO-g-C3N4
nanostructures may be easily recovered from solution and were effectively employed for
BF elimination in at least four continuous cycles.
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Abstract: Metal oxide nanocomposites (MON) have gained significant attention in the literature for
the possibility of improving the optical and electronic properties of the hybrid material, compared to
its pristine constituent oxides. These superior properties have been observed for TiO2 — based MON,
which exhibit improved structural stability and photoactivity in environmental decontamination
processes. In addition, the use of polymer membrane-supported MON is preferable to prevent
further aggregation of particles, increase the surface area of the semiconductor in contact with
the contaminant, and enable material reuse without considerable efficiency loss. In this work,
V5+-doped TiO2/WO3 MON nanostructures were prepared by the sintering process at 500 ◦C and
supported in electrospun fiber membranes for application as photocatalyst devices. Microstructural
characterization of the samples was performed by XRD, SEM, EDS, Raman, and DSC techniques.
The reflectance spectra showed that the bandgap of the MON was progressively decreased (3.20 to
2.11 eV) with the V5+ ions doping level increase. The fiber-supported MON showed photoactivity
for rhodamine B dye degradation using visible light. In addition, the highest photodegradation
efficiency was noted for the systems with 5 wt% vanadium oxide dispersed in the fibers (92% dye
degradation in 120 min of exposure to the light source), with recyclability of the composite material
for use in new photocatalysis cycles. The best results are directly related to the microstructure, lower
bandgap and aggregation of metal oxide nanocomposite in the electrospun membrane, compared to
the support-free MON.

Keywords: metal oxide nanocomposites; microstructural analysis; electrospinning; polymer substrate;
photodegradation

1. Introduction

The increase in industrial activity associated with the accelerated growth of the world
population in recent decades is one of the main factors that contribute to the pollution of
the physical and biological components on earth. In particular, the inappropriate disposal
of by-products from the production of medicines, agrochemicals, heavy metals, and dyes
can contaminate aquatic environments, due to its toxic and carcinogenic components
resulting from the decomposition of its molecules. The scarcity of effective and low-cost
procedures that ensure large-scale discarding and treatment of industrial waste contributes
to intensifying this current problem [1,2].

Although the advanced water treatment technologies, such as sedimentation, coag-
ulation, aerobic-activated sludge-based treatment, and nitrification–denitrification have
been widely used after conventional primary and secondary treatments, they have some
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drawbacks, such as high energy consumption, carbon emission, excess sludge discharge,
ineffectiveness in removing contaminants, such as organic dyes, and considerable addi-
tional cost [3,4]. In this sense, the search for new technologies and functional materials for
water treatment that are able to meet current needs, with lower cost and environmental
impact, is an open field of research today [2,5–7].

Metal oxides (semiconductors that respond to external stimulus—light, electric poten-
tial, pressure, among others) have received increased attention from academic researchers
and industrial developers as potential materials for the production of efficient and environ-
mentally friendly devices for the remediation of organic-contaminated water [8–10]. This
ability is directly related to their intrinsic properties, such as high chemical and structural
stability, high surface area/volume ratio, excellent electrical/electronic response, surface
interactions with contaminant molecules, and the possibility of reusing the material in new
decontamination cycles [8].

In particular, the use of metal oxide nanocomposites (MON) (resulting from the mix-
ture between two or more selective nanoscale metal oxides [11,12] has been preferable for
these applications, due to the possibility of having better decontamination performance
when compared to the use of their constituent oxides, in isolation. Currently, among the en-
vironmentally friendly techniques for removing contaminants using MON, heterogeneous
photocatalysis (HP) stands out [13,14].

Heterogeneous photocatalysis is a photochemical process for the formation of free
radicals, such as the hydroxyl HO·, which is a highly oxidizing agent, and degrades organic
substances present in water. When the semiconductor in solution is exposed to a light
source with sufficient energy to activate it, the absorption of photons with higher energy
than the semiconductor bandgap occurs. At the electronic level, this process causes an
electron (e−) to be transferred from the valence band to the conduction band of the material,
leaving a hole (h+) in the valence band. These holes generate HO· free radicals from the
water adsorbed on the metal oxide surface, which are used in the organic contaminant
oxidation reactions [14].

Titanium dioxide in its allotropic anatase form (anatase TiO2, ~3.2 eV bandgap) is one
of the most widely used oxides in HP using MON, due to its non-toxicity, high chemical
stability, excellent photoactivity and photostability, and lower cost than other oxides [15,16].
A limitation for photocatalytic processes using anatase is the demand of ultraviolet radiation
as a light stimulus. The light source must have a higher energy than the material bandgap
energy, so that electrons from its valence band can be ejected into its conduction band,
which would not occur using visible light. Advances in this field of research involve the
incorporation of selective metal oxides into TiO2, such as tungsten, zinc, indium, copper,
niobium, and vanadium oxides, in order to increase the process efficiency [1,15,17,18].

Tungsten trioxide (WO3, 2.6–2.8 eV bandgap) has excellent electrical charge transfer
properties, broadens the excitation wavelength range of the final material, in addition
to promoting effective photocharge separation of the composite catalyst and inhibiting
electron-hole recombination, which significantly improves the MON photocatalytic activ-
ity [19,20]. The interaction of WO3 with TiO2 increases the conductivity of the TiO2/WO3
system in comparison to pure TiO2 [21,22], while TiO2 doping with niobium pentoxide
(Nb2O5) [23] or vanadium pentoxide (V2O5) [24] delays the phase transition from anatase
to rutile (phase with less active surface) and improves the electronic properties of the
resulting material [17]. In addition, the combined action between TiO2, WO3, and V2O5
results in nanocomposites with superior performance (sensitivity, electric and electronic
properties, catalysis and phase stability), which demonstrate the emerging possibilities of
using this MON configuration for environmental decontamination applications [21,25,26].

Its particles must be available in a small enough size to provide a large surface
area of action, in order to enhance the MON photocatalytic activity. In practice, as the
concentration of nanoparticles in solution increases, the tendency of these particles to
agglomerate can also increase [27], which is the opposite of what is expected. In these
studies, the impossibility of filtration or complete removal of oxide particles from the
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aqueous environment after the reaction is observed. This represents a limitation for the
reuse of the functional material in new photocatalysis cycles (or even to prevent water
contamination) [28]. In recent years, these limitations have motivated the development
of supported nanoparticles [29,30]. In this configuration, different types of substrates are
used, such as porous glasses, lamellar compounds, zeolites, and polymer membranes, in
order to disperse and stabilize the metal oxides [29,30]. The advantages of using an inert
polymeric matrix as support for photocatalysts are the possibility of having flexible devices,
as well as the ease of oxides removal from the aqueous environment, without significant
loss of photocatalyst for reuse [29,31].

In this work, V5+-doped TiO2/WO3 (1/1 in mol) nanostructures were prepared with
different dopant concentrations, dispersed in a fibrous membrane (with high surface area
to volume ratio) from the electrospinning process and tested as photocatalyst device. The
materials microstructure was characterized by scanning electron microscopy (SEM), energy
dispersive spectroscopy (EDS), X-ray diffraction (XRD), Raman spectroscopy, differential
scanning calorimetry (DSC), and UV–vis with diffuse reflectance spectroscopy (DRS) meth-
ods, and their properties were related to the results obtained in photocatalysis tests, from
the degradation of rhodamine B (RhB) model dye in aqueous solution. The results indicated
that the interaction between the constituent oxides and their dispersion in the electrospun
membrane were factors that significantly improved the efficiency of the degradation pro-
cess using visible light, in addition to enabling the reuse of these functional materials in
new photocatalysis cycles.

2. Results and Discussion
2.1. Microstructural Analysis

The XRD data of the TW, TWV3, and TWV5 MON are shown in Figure 1. The X-
Pert HighScore software was used to identify the crystal phases of the studied materials.
The crystallographic parameters were obtained from the International Center for Diffrac-
tion Data (ICDD). The tetragonal crystal phase of the anatase TiO2 (a = b = 3.7821 Å,
c = 9.5022 Å, and α = β = γ = 90◦ lattice constants [32], 01-071-1166 ICDD card) and
monoclinic WO3 (a = 7.306 Å, b = 7.540 Å, c = 7.692 Å, α = γ = 90◦ and β 6= 90◦ [33],
01-083-0951 ICDD card) were detected by XRD measurements. This demonstrates that the
oxide mixture sintering (with the selected parameters) has not resulted in a phase change
or crystalline solid solution formation in the resulting MON.

In addition, no diffraction peaks of V2O5 were detected in the XRD spectra of the
TWV3 and TWV5 composites, in comparison to the TW sample [34]. The V2O5 nanopow-
ders were used with low weight percentages and are uniformly dispersed in the TiO2/WO3
base mixture. This corroborates that the crystallographic planes of V2O5 (concentrated in
the region of 2θ = 20–35◦ [35]) were superimposed by the peaks of TiO2 and WO3 (with
higher intensities).

All sintered oxide mixtures show similar values of WO3 parameters, with a = 7.30 Å,
b = 7.53 Å, c = 7.68 Å, α = γ = 90◦, and β = 90.59◦, with no changes in comparison to
lattice constants of the starting material.

The TiO2 crystal constants in the TW sample (Table 1) also show similar results to
the pristine material (a = b = 3.783 Å, c = 9.509 Å, and α = β = γ = 90◦ [22]), since
the 1:1 in mol TiO2:WO3 configuration (WO3 wt% close to that of TiO2) provides a greater
surface interaction between the oxides [34]. On the other hand, the a, b, and c values
increased in vanadium-doped samples, in comparation to the TW sample (Table 1). This
also demonstrates an increase in the TiO2 unit cell volume (with no significant difference in
this variable from TWV3 to the TWV5 sample). This suggests an atomic interaction degree,
directly proportional to the dopant concentration. In fact, the ionic radius of the V5+ ions
(0.68 Å [36]) is approximate to the T4+ ions, which step up the occurrence of vanadium
ions doping in the atomic structure of anatase, because of the sintering process.
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Table 1. Lattice constants and crystallite size of titanium dioxide in TW, TWV3, and TWV5 MON.

Lattice Parameters (Å) Average Crystallite Size, D (nm)

MON a = b c

TW 3.783 9.509 20.23 (±2.09)
TWV3 3.803 9.704 25.31 (±2.64)
TWV5 3.804 9.708 25.43 (±2.67)

The crystallite average sizes (D) of the WO3 and TiO2 in the sintered MON were cal-
culated by the modified Scherrer equation (MSE). By the equation, D = λ/(3β cos(θ) ) [37],
where λ is the wavelength of X-ray radiation, β is the width at half height of the peaks
detected in the XRD spectrum, θ is the half of the diffraction angle in these crystallographic
planes, and 1/3 is the correction factor for the limit of application of the Sherrer law [38].

The WO3 presented D values of 15.67 (±1.22) nm, 15.84 (±1.04) nm, and 15.91 (±1.62) nm
for the TW, TWV3, and TWV5 samples, respectively. In addition, in these systems, the crystallite
size values for TiO2 (Table 1) were 20.23 (±2.09) nm, 25.31 (±2.64) nm, and 25.43 (±2.67) nm,
in increasing order of V2O5 concentration.

The results for the hypothesis test of means equality (n = 3) demonstrated that the
average size of the WO3 crystallite does not indicate significant changes in the three MON
configurations. On the other hand, in MON doped with 3 wt% and 5 wt% of vanadium
oxide, a significant increase in TiO2 crystallite size is confirmed when compared to the TW
sample. There is no statistical difference between the D values calculated for these last
two systems.
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The Raman spectra of MON are presented in Figure 2. The spectrum of pristine
anatase TiO2 was also analyzed in order to compare with composite samples. In Figure 2a
is shown that the molecular vibration bands of anatase (141, 196, 397, 514, and 638 cm−1

wavenumbers [39]) occur in all spectra of the metal oxide nanocomposites, although shifted
to lower wavenumbers (redshift), by 7–11 cm−1. In addition, the monoclinic WO3 bands
were determined, typically at 268, 319, 710, and 802 cm−1, with no wavenumber variation
in comparison to the pure oxide [34,40].
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Figure 2. (a) Raman spectra of the metal oxide nanocomposites compared to pristine anatase
TiO2; (b) representative Raman mapping of MON samples, with indication of TiO2 and WO3 vibra-
tional bands.

The redshift effect occurs due to the process of surface relaxation, distortions, and
additional vibration energy in the crystal lattice (phonon confinement) of the material [41].
In particular, the occurrence of this phenomenon in the MON Raman spectra indicates
that W6+ and V5+ ions occupied vacancies of available Ti atoms in the crystal lattice of
anatase (as previously expected). The occupation of these sites by W and V species allows
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a greater degree of local vibrations and facilitates the molecules collective excitation, which
favors photocatalysis processes [41,42]. The representative Raman mapping (Figure 2b)
of V5+-doped samples is an important tool that confirms the regular distribution of TiO2
and WO3 bands in the materials surface, with no additional active vibration modes in
these MON.

The combined results of SEM images, XRD (with anatase unit cell volume invari-
ance in V5+-doped MON), and Raman analysis (not detected V2O5 bands, with redshift
of TiO2 bands) indicate that at 5 wt% dopant concentration, a greater amount of the vana-
dium species is arranged in the sites initially unoccupied by titanium atoms, showing the
effectiveness of the performed doping process.

The study of variations in crystallite sizes in the nanostructured systems was important
to determine the doping level in the atomic structure of TiO2 and their effects for application
of these materials as photocatalysts. In fact, when the MON crystallites are in nanometer
scale, the movement of electrons and holes in an excited semiconductor also depends on
the quantum confinement effect. In other words, the phonons resulting from the doping
process also influence material electronic properties [43].

Surface micrographs of TWV3 and TWV5 MON (resulting from sintering at 500 ◦C)
were obtained by SEM (Figure 3a,b). Initial analysis returns mostly spherical particles
(100–230 nm range), with significant overall contact surface, with no significant differ-
ences when compared to the dopant-free TW matrix [22]. The EDS mapping of V5+-doped
samples (Figure 3c) confirms the Ti and W metals matrix and vanadium dopant evenly
distributed over the entire material structure, which favors the application of these nanos-
tructures as photocatalysts.
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The calculated mean sample diameters were 145.7± 47.0 nm (n = 135) [20], 160.1± 74.1 nm
(n = 123), and 169.4 ± 63.1 nm (n = 141), for TW, TWV3, and TWV5 MON, respectively. The
equality of means tests results (n = 3) demonstrate that there is no significant difference between
the average particle size calculated for these produced MON (p-value > α for all comparison
of means).
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The bandgap energy of the MON semiconductors was calculated from the DRS data
(Figure 4a), using the Tauc plot (Figure 4b). By the Tauc relation, the curve of the product
of the absorption coefficient (α) and photon energy (E = hv) to the power of 1/r, (αhv)1/r,
is plotted as a function of the photon energy (E). The intersection of the auxiliary line in the
linearity region of the graph with the x axis represents the measurement of the material
optical energy gap (Eg) [44]. Thus, the type of electronic transition (direct or indirect
electron mobility from the valence to the conduction band) in a semiconductor is defined
by the r value (equal to 1/2 or 2, for direct or indirect bandgap materials, respectively).
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The diffuse reflectance data of all tested nanostructures were modeled by the Tauc
relation with r = 2, which indicates that the semiconductor excitation occurs by indirect
transition. In other words, for our nanostructured systems, the electrons can be excited
from the highest energy state in the valence band to the lowest level in the conduction band,
with different momentum values. In this configuration, the electron mobility is facilitated
by phonon assistance, which was detected and discussed for the MON samples in the
Raman characterization.

The Eg experimental values of the hybrid semiconductors were progressively de-
creased with the V5+ doping level increase (gap energies estimated at 3.00, 2.94 and 2.11 eV
for TW, TWV3, and TWV5 samples, respectively), compared to the pristine TiO2 (a typical
indirect bandgap semiconductor [44], with Eg= 3.2 eV).

As verified, the progressive introduction of vanadium oxide to the TiO2/WO3 mixture
(1/1 in mol) significantly decreased the TiO2 bandgap (3.20 eV to 2.11 eV). It is known that
the presence of dopant ions in the system generates an extrinsic-type semiconductor (in
which the bandgap can be controlled by purposefully adding impurities to the materials
atomic structure).

In the case of our nanostructures, the TiO2 (with tetravalent metal) is doped with V5+

ions (pentavalent elements), which will result in an n-type extrinsic semiconductor. In this
case, free electrons are the main charge carriers, since each V5+ ion provides an additional
electron to the system and thus the total number of electrons becomes greater than the
number of holes. In this configuration, the added electrons tend to occupy additional
energy levels in the bandgap region, very close to the bottom of conduction band (CB),
called donor energy levels. Thus, it can be proposed from our results that the progressive
increase in the concentration of vanadium in the nanostructures promoted a significant
increase in the doping degree, with additional donor levels, which explains the decrease in
the TiO2 bandgap to 2.11 eV in the TWV5 nanocomposite.
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In this sense, for the TWV5 system (with lower indirect bandgap), the electronic tran-
sition occurs with a lower photon energy linear, which makes it difficult for electron/hole
recombination to occur, and consequently favors photocatalysis processes with visible light.

The SEM images and EDS analysis of the MON-loaded fibers are shown in Figure 5.
It is noted that there is a predominance of regular diameter fibers, without apparent
surface defects, which proves that the parameters of the electrospinning process were
properly chosen for the production of TWV3- and TWV5-loaded electrospun membranes
(Figure 5a,b).
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Figure 5. SEM micrographs of (a) TWV3 and (b) TWV5 MON-loaded electrospun fibers; (c) EDS
mapping and elemental composition of V5+-doped samples, with indication of Ti, W, and V elements.

The mean diameters of composite fibers were estimated as 5.4 ± 1.7 µm (n = 59) [22],
5.8 ± 2.3 µm (n = 73), and 6.0 ± 1.9 µm (n = 69), with a progressive increase in V2O5
concentration. The population mean difference tests revealed that the MMO-loaded fibers
have statistically similar mean diameters (n = 3 samples, p-value > α).

The EDS mapping and elemental composition of these composite fibers (Figure 5c)
confirmed that the Ti, W, and V elements are distributed throughout the fibrous polymer
membrane. In other words, the electrospun fiber matrix promotes the dispersion of oxides,
reducing the particle aggregation.

Thus, photocatalytic devices can be produced with better performance, due to the
greater surface contact area of the MON, with the contaminated aqueous solution. In addi-
tion, the immobilization of MON in fibrous template allows the composite material reuse
(without considerable material loss) in other photocatalysis cycles. Thus, electrospinning
proves to be an effective and low-cost technique for producing potential composites for
application in the decontamination of aqueous environments.

In summary, the similarity in morphology (particle size and fiber diameter) with
increasing dopant concentration indicates that the better performance of these structures
as a photocatalyst should predominantly refer to the interaction degree between the con-
stituent oxides.
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The DSC curves of the pristine fibrous membrane and the MON-loaded polymer
fibers are given in Figure 6. In MON samples, two broad endotherm peaks are observed
in the analyzed temperature range. The first one (centered at 75–90 ◦C) is assigned to the
loss of water and the solvent remaining evaporation from the polymer electrospinning
process [45,46].
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The second peak, centered at 231–234 ◦C, is related to the melting point of the poly-
mer crystalline phase [46]. This peak is also described in the literature as the relaxation
temperature of the polymer chains that follows the glass transition [47].

In addition, the transition temperatures for the constituent oxides are detected at
higher temperatures than those observed in the experiment. In resume, the introduction of
semiconductors preserves the polymer melting point, without significant changes in the
homogeneity and crystallinity degree of the composites.

2.2. Photocatalysis Tests

During the experiment, aliquots of the RhB solution were removed from the reactor
at defined time intervals so that variations in the intensity of the dye absorption peak (at
λ = 555 nm) (Figure 7a–c) could be investigated. The photodegradation kinetic curves
of Rhodamine B (RhB) dye using MON-loaded fibers, under visible light excitation, are
demonstrated in Figure 7d. In the graph, the y-axis represents the change in the relative
concentration (C/C0) of the dye, where C0 is the initial concentration and C is the remaining
concentration of the contaminant in the reactor (as a function of time). All samples were
preserved in a dark environment in contact with the dye in solution for 1 h before exciting
the oxides with continuous radiation.

The use of the fibrous membrane (without additives) in solution returned negligible
variation in the initial concentration of RhB (1 µM) throughout the analyzed time inter-
val. This proves that the polymer matrix acts as an inert support to prevent the particle
aggregation, and provides a greater oxides surface area to interact with the contaminant.

The pristine TiO2 nanopowder was used in the experimentation and has not demon-
strated considerable photocatalytic action in visible light, since the energy of the incident
light photons was not sufficient to overcome the anatase bandgap energy (3.2 eV) and pro-
mote electron/hole mobility, which is necessary for the dye degradation process to occur.
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Figure 7. Change in absorbance spectra of RhB dye, using (a) TW-, (b) TWV3- and (c) TWV5-loaded
fibers nanocomposites. (d) Dye photodegradation dynamics using MON-loaded fibers, under visible
light excitation. The TiO2 and TWV5 powders (with higher and lower bandgap, respectively) were
also tested for comparison purposes. (e) Derivative of the relative concentration of RhB with time.
(f) Application of the pseudo-first-order kinetic model to the experimental data.
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Differently, the MON supported in the fibers showed photocatalytic activity under
the action of visible light (using a lower energy hv). The dye degradation percentage
achieved after 120 min of visible light irradiation were 73%, 75%, and 92%, using TW- to
TWV5-containing fibers, respectively.

The derivative of the relative concentration of RhB with time
(

d(C/C0)
dt

)
(Figure 7e)

showed that the greatest excursion in the rate of dye degradation, in the time interval
of greatest decay of C, occurs with the use of fibers loaded with TWV5 nanostructures
(followed by TWV3- and TW-loaded fibers samples, respectively), in a relationship directly
proportional to the pollutant photodegradation kinetics.

For the studied metal oxide nanostructures, the RhB photodegradation kinetics was
given in terms of the reaction rate coefficient (k), obtained from the application of the
pseudo first order (PFO) model [48] to the experimental data. According to the model,
k is equivalent to the value of the slope of the linear fit in the graph ln (C0/C) versus t
(Figure 7f). In fact, the dye degradation process is well-fitted by PFO kinetics, since the
correlation constants for the three MON were close to 1 (best fit results).

The values obtained for the reaction rate coefficient were 1.92 × 10−2, 1.98 × 10−2,
and 2.83 × 10−2 min−1, using the samples TW-, TWV3-, and TWV5-loaded fibers. In other
words, it was proven that the highest reaction rate was obtained with the sample with the
highest concentration of vanadium.

Especially, the increase in the doping level provided a decrease in the TiO2 bandgap
(as discussed previously). This allowed the occurrence of free electrons in the conduction
band and holes in the valence band, essential to the dye degradation reactions in solution.

The TWV5 powder was also tested and returned a percentage of degradation similar
to the noted for TW and TWV3 nanostructures dispersed in the fibers. This demonstrates
that the performance difference between the TWV5 powder and fiber-supported TWV5
forms is associated to the greater surface area of these MON induced by the high level of
nanoparticles dispersion in the electrospun fibers. More specifically, at the atomic level,
vanadium ion substituents induce stress on the TiO2 (host metal oxide) crystal structure.
This configuration results in the formation of a large amount of defects in its crystal lattice,
providing superior chemical reactivity for photocatalysis processes.

Based on the values of optical bandgap energies and photodegradation results, we
present a possible photocatalytic mechanism for the RhB degradation in water, using the
TWV5-loaded fibers nanocomposites (illustrated in Figure 8). The authors suggest that the
larger surface area of the V-doped TiO2/WO3 (1/1 in mol) nanostructures (that is obtained
with their dispersion in the fibers) induces more reactive sites for the photocatalytic reac-
tions that occur on the surface of these semiconductors, promotes a lower probability of
e−/h+ recombination, and enhances the charge transport [49]. In the illustrative scheme
(Figure 8), the (V vs. NHE)-axis means the band potential versus normal hydrogen electrode
scale [49]. The positions of the potentials of the TiO2 and WO3 band edges at pH 7.0 were
given according to the literature [50]. Note that there is a difference in the edge positions of
both oxides. This creates a potential gradient at the nanocomposite interface, which would
facilitate the charge separation and inhibit the e−/h+ recombination [12,49,51].

The RhB photodegradation using TiO2/WO3-based nanocomposites typically involves
the action of the hydroxyl (•OH) and superoxide (•O−2 ) radicals [11,12,49,52]. The continuous
incidence of visible light in the reactor environment generates available electrons and holes
(hν→ e− + h+) in both WO3 and V-doped TiO2 oxides for the photocatalysis reactions.

Part of the photogenerated electrons also tend to be transferred from WO3 to V-doped
TiO2, due to the potential difference [53,54] (which is influenced by V donor levels below
the TiO2 CB, as previously discussed). Similarly, as the potential of the V-doped TiO2 VB
edge is more positive than that of WO3, it is suggested that the holes generated in the BV of
the first oxide can also move into the BV of this last one. In summary, a hole can migrate to
the semiconductor nanocomposite interface either directly or after their transfer from one
oxide to another. These charge transfers in opposite directions can decrease recombination
rates, in addition to promoting sufficient electron/hole separation for the photocatalysis
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process to occur more efficiently [49,53]. Thus, the electrons and holes that reach the
semiconductor-solution interface can react with the redox species O2 and H2O and form
the superoxide (•O−2 , O2 + e− → •O−2 ) and hydroxyl (•OH, H2O + h+ → •OH) radicals.
The analysis of these processes indicates that these radicals and the photogenerated holes
are the main agents of oxidation of the organic pollutant RhB into carbon dioxide and
water. Thus, the best catalytic activity, obtained with TWV5-loaded fibers, stems from the
combination of improved photoresponse and charge separation efficiency, and the presence
of a higher active sites density of the hybrid nanostructures [55].
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Figure 8. Possible photocatalytic mechanism for the RhB degradation in water, using the TWV5-
loaded fibers nanocomposites.

Based on these aspects, the TWV5-loaded fibers were reused in two new photodegra-
dation cycles (Figure 9). The second cycle (Figure 9b) returned a percentage of RB dye
degradation of 90% after 120 min of radiation incidence. In the third cycle (Figure 9c),
the percentage of 85% was obtained, and with a slight decrease in the reaction rate, with
degradation saturation after 140 min of exposure of the material to white light.

The XRD spectrum of TWV5-loaded fibers (Figure 9d), after the third cycle of pho-
todegradation, showed that all the characteristic peaks of TiO2 and WO3 (previously
described in Figure 1) were preserved after the electrospinning processes and the photo-
catalysis cycles, with no phase change in the constituent oxides. It is important to highlight
that the recyclability of the material is feasible due to the hydrophobic nature of the poly-
meric membrane and the maintenance of the MON photoactivity, without significant loss
of the photocatalyst for reuse.

The photocatalysis process was discontinued with three cycles, since the polymer
membrane showed imminence of mechanical wear (behavior expected by the acrylic nature
of the polymer) caused by the handling and rearrangement of the material in the reactor
during the preparation for its reuse.

In summary, the increasing level of vanadium doping in the crystalline structure of
TiO2, the smaller bandgap value given to the TWV5 nanostructures, associated with their
greater surface area when dispersed in electrospun fibers, prove the best results of dye
degradation obtained with visible light.
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3. Materials and Methods
3.1. Materials

The chemicals titanium dioxide (anatase TiO2, 99.7% purity, <25 nm particle size,
Sigma Aldrich, Burlington, VT, USA), tungsten trioxide (WO3, 99.9% purity, <100 nm
particle size, Sigma Aldrich), vanadium pentoxide (V2O5, 99.9% purity, 80 nm particle
size, Nanoshell, Layton, UT, USA), acrylic copolymer Eudragit® L100 (Evonik Industries,
Essen, NW, Germany), ethanol PA (99.8%, Neon Comercial, Suzano, Brazil), and rho-
damine B (Vetec, São Paulo, SP, Brazil) were used as received. All these reagents are
analytically pure.

3.2. Sample Preparation

The material samples for the photocatalysis tests were prepared in two steps: (i) sin-
tering of metal oxide nanocomposites (MON) and (ii) dispersion of MON in electrospun
polymeric membrane. The tested MON configurations were defined as: TiO2/WO3 (1/1 in
mol, TW base sample); and TWV3 and TWV5 samples (TW mixture with 3 and 5 wt% of
V2O5, respectively).
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For the sintering process, each metal oxide mixture was sintered in a muffle oven
at 500 ◦C for 2 h [22]. For the electrospinning process, 0.25 g of each sintered MON was
mechanically dispersed in 4 mL of alcoholic solution (with a polymer concentration of
0.27 g/mL) and inserted into the reservoir of a conventional syringe (volume of 10 mL and
0.7 mm of diameter of the metal needle). Thus, simultaneously, a pressure of 100 µLmin−1

on the syringe plunger and an electric potential difference (ddp) of 15 kV (applied to the
tip of the metal capillary) promote the composite material to be electrospun towards a
grounded plane metal collector (area of 0.1 × 0.1 m2, separated by 10 cm from the needle
tip), with respective evaporation of the solvent. An illustration of the electrospinning
process is shown in Figure 10a. The MON-contained fibrous membrane is then collected
for the photocatalysis tests.
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Figure 10. Illustrative scheme of the (a) MON dispersed in electrospun fibers and their use in
(b) photodegradation of the dye in aqueous solution.

3.3. Microstructural Characterization

The sample microstructure was investigated by: scanning electron microscopy (SEM)
and energy-dispersive X-ray spectroscopy (EDS) with 10 to 20 kV accelerating voltage
(Vega 3XM Tescan equipment, Tescan, Brno, Czech Republic); X-ray diffraction (XRD) in
the 20–60◦ range, scan rate of 0.02 ◦s−1 and Cu Kα radiation (Miniflex Rigaku equipment,
Rigaku Corporation, Tokyo, Japan); Raman spectroscopy, excitation with λ = 532 nm
laser, 20–25 mW (HORIBA Scientific, Osaka, Japan); differential scanning calorimetry
(DSC), 30–300 ◦C range, nitrogen flow of 50 mL min−1, heating temperature rate of 10 ◦C
min−1 (Schimadzu DSC-60 equipment, Shimadzu Corporation, Kyoto, Japan); and UV–vis
with diffuse reflectance spectroscopy (DRS), 200–1400 nm wavelength range (Schimadzu
UV-2600i spectrophotometer, Shimadzu Corporation, Kyoto, Japan).
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3.4. Photocatalysis Tests

The temporal dynamics of the photocatalysis process was investigated from the vari-
ations in the UV-vis absorption of Rhodamine B dye (peak centered at 555 nm) solution
(neutral pH) (on a Hach DR 5000 UV-vis spectrophotometer, Hach Company, Ames, IA,
USA), under the action of the MON-loaded fibers (19 mg) (scheme in Figure 10b). The
photocatalysis tests were performed in a closed cubic box (volume of 40 cm3), equipped
with lateral heat dissipating fans, reactor (capacity of 150 mL, placed on a magnetic stirrer
and connected to a sample collection system), and light source (Figure 11a). The metal
oxide nanostructures were activated by continuous white light (60 W power, 650 lm/m2

intensity, spectrum in Figure 11b). The solution in the reactor (surface top) was maintained
at 16.5 cm from the light source end. The reuse of composites in new photocatalysis cycles
was possible by washing the material in aqueous solution (ultrapure water, neutral pH)
under constant agitation for 3 h followed by drying in an oven at 40 ◦C for 12 h. All
measurements were made in triplicate.
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3.5. Statistical Analysis

The particles size, fibers diameter, and temporal dynamics of the dye photodegrada-
tion were given as an average of three independent measurements for each tested MON
configuration. The normality and equality of means tests (95% confidence level, comparing
the significance level (α) to the p-value returned by statistical tests) were performed as
population statistics. The sample sizes (n) were obtained from SEM images using ImageJ
software (National Institutes of Health, Bethesda, MD, USA).

4. Conclusions

The main aim of the current research was to investigate the preparation of vanadium-
doped TiO2/WO3 nanostructures supported on electrospun membranes, their microstruc-
tural characterization, and their potential application as photocatalysts. The planned
MON-loaded fibers were successfully produced from the sintering and electrospinning
processes. All composites showed photocatalytic activity in visible light, with better perfor-
mance for the sample with 5 wt% of V2O5.

The saturation in the unit cell volume and crystallite size of TiO2, from the TWV3 to
TWV5 sample, and the doping of TiO2 (observed in the microstructural characterization)
confirm that the best results of dye photodegradation, anotated for the TWV5-loaded fibers,
are directly influenced by the higher doping level of V5+ ions in this system.

81



Inorganics 2022, 10, 143

In addition, the use of polymer matrix as a support for metal oxide nanostructures
allowed the production of flexible devices, provided better photocatalytic performance of
oxides and ease of removal of oxides from the aqueous environment, without significant
loss of photocatalyst for reuse.

Based on the excellent results of photocatalysis using TWV5 nanostructures, the
continuity of research involves the execution of other important experiments to quantify
parameters of the photodegradation mechanism of RhB (and other dyes) using these metal
oxide nanocomposites, such as active species trapping and transient photocurrent test
(evaluating the separation efficiency of charge carriers over the photocatalyst surface).
Other perspectives involve the use of selective oxides as dopants (for example, Nb2O5,
MoO3 and In2O3); the improvement of the mechanical strength properties of the polymeric
membrane that supports the MON nanostructures; development of the mechanical support
apparatus for tests with the photocatalyst in an environment with larger proportions; and
use of these nanostructured devices in other chemical decontamination processes.
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Abstract: We propose here a novel green synthesis route of core-shell magnetic nanomaterials based
on the polyol method, which uses bio-based substances (BBS) derived from biowaste, as stabilizer
and directing agent. First, we studied the effect of BBS concentration on the size, morphology, and
composition of magnetic iron oxides nanoparticles obtained in the presence of BBS via the polyol
synthesis method (MBBS). Then, as a proof of concept, we further coated MBBS with mesoporous
silica (MBBS@mSiO2) or titanium dioxide (MBBS@TiO2) to obtain magnetic nanostructured core-shell
materials. All the materials were deeply characterized with diverse physicochemical techniques.
Results showed that both the size of the nanocrystals and their aggregation strongly depend on the
BBS concentration used in the synthesis: the higher the concentration of BBS, the smaller the sizes of
the iron oxide nanoparticles. On the other hand, the as-prepared magnetic core-shell nanomaterials
were applied with good performance in different systems. In particular, MBBS@SiO2 showed to be
an excellent nanocarrier of ibuprofen and successful adsorbent of methylene blue (MB) from aqueous
solution. MBBS@TiO2 was capable of degrading MB with the same efficiency of pristine TiO2. These
excellent results encourage the use of bio-based substances in different types of synthesis methods
since they could reduce the fabrication costs and the environmental impact.

Keywords: magnetic nanoparticles; magnetite; solvothermal synthesis; waste valorization; green
chemistry

1. Introduction

Nowadays, magnetic nanoparticles and nanostructured magnetic materials with core-
shell type structure are attracting widespread interest in material science due to their potential
applications in many fields, including environmental remediation, drug delivery, magnetic
resonance imaging, electronics, sensor developments, etc. [1]. Additionally, there are several
new applications of magnetic nanoparticles and nanomagnetic fluids such as temperature
sensors, heat exchangers, magnetic actuators, and energy harvesters that open up new pos-
sibilities for the development of these fields [2–4]. Among the magnetic nanomaterials,
magnetic iron oxide nanoparticles (IONPs) (e.g., magnetite,Fe3O4, and maghemite,g-Fe2O3),
have been widely studied due to their superparamagnetic behavior and because they are
more environmentally friendly compared to other metals such as the Co and the Ni. [5,6].
Different methodologies have been implemented to prepare IONPs, such as coprecipitation,
micelle synthesis, sol-gel method, thermal decomposition, and polyol method [7]. Among
these synthetic methods, the polyol method is a well-suited technique to obtain pure and
monodispersed nanoparticles with a narrow and controllable size distribution [8]. In this
method, ferric salts mixed with a stabilizer are dissolved in a solvent, such as glycols (e.g.,
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ethylene glycol or diethylene glycol), and heated to the boiling point of the solvent. The
stabilizers are normally surfactants or polymers, whose main function is to regulate the size
of the primary nanocrystals and secondary aggregates [9]. Various substances were stud-
ied as stabilizer including sodium citrate [10–12], polyethylene glycol (PEG) [13], polyacrylic
acid (PAA) [14–16], polyvinylpyrrolidone (PVP) [17], cetyltrimethylammonium bromide
(CTAB) [9], and sodium dodecyl benzene sulfonic acid (SDBS) [15]. However, a major draw-
back of using some synthetic surfactants is their lack of biodegradability or biocompatibility
(e.g., PAA), or their toxicity (e.g., CTAB and SDBS), what discourages their applications.

The replacement of synthetic stabilizer with substances deriving from the treatment of
biowaste is considered as a green process since it values waste as a source of renewable raw
material for the synthesis of new technological materials, which leads to a reduction in the
manufacturing costs and environmental impact. Aerobic biodegradation of the wet organic
fraction of municipal waste has been shown to yield polymeric bio-based substances (BBS),
which have chemical similarities to humic substances and possess surfactant properties
which make them suitable as green auxiliary synthesis reactants [18,19]. In particular,
BBS were used in the synthesis process of different materials as a structure directing
agent in the preparation of mesoporous silica nanoparticles due to their ability to form
micelles [20], as sacrificial carbon in the formation of zero-valent iron nanoparticles from
carbothermal synthesis [21], and as stabilizer for the generation of silver nanoparticles [22].
On the other hand, BBS-coated magnetic nanoparticles and magnetic nanocomposites
prepared using BBS have been successfully employed as adsorbents [23–25], photo-Fenton
catalysts [26], and photocatalysts [27,28] for water treatment processes. However, the
role of BBS as synthesis aids in the polyol method for the preparation of IONPs has not
been addressed. Furthermore, since BBS could act as both nucleation directing agents and
structure directing agents, they may play a critical role in the synthesis of nanostructured
magnetic core-shell materials.

This paper investigates the possible application of BBS as green aids to act as stabilizers
in the preparation of IONPs via polyol synthesis method and as nucleation directing agents
in the synthesis of nanostructured core-shell magnetic oxide particles. For the latter, the
as-prepared BBS-modified IONP nanoparticles were coated with mesoporous SiO2 and
TiO2, and two types of magnetic core-shell structured nanoparticles, MBBS@mSiO2 and
MBBS@TiO2, were prepared. Finally, the performance of nanostructured magnetic core-shell
nanoparticles in specific applications was evaluated. The potential application of BBS in the
preparation of nanomaterials opens up new ways for the development of novel synthesis
strategies and represents an economically sustainable method of waste valorization.

2. Results and Discussion
2.1. Syntehsis of IONPs Using BBS

First, IONPs without BBS (Fe3O4) and with different amounts of BBS (35 mg, 70 mg,
200 mg, 500 mg and 1000 mg) were prepared via the polyol method. The obtained nanopar-
ticles were called MBBS-X, where X stand for the mass of BBS used in the synthesis. The
morphology of MBBS was studied by TEM images. Bare magnetite (Figure 1A) consists
of spherical nanoparticles with a mean diameter of circa 80 nm with wide particle size
distribution and poor dispersity. Figure 1B–D shows typical TEM images of the samples
obtained with different BBS loads. It can be observed that the size of the nanocrystals and
the secondary aggregates (or clusters) depend on the BBS concentration used in the synthe-
sis. A particle size distribution obtained from the TEM images for each material is shown
in Figure S1, Supplementary Materials. In particular, for MBBS-35 particles (Figure 1B),
well-defined roughly spherical clusters with diameters of about 70–200 nm are observed.
The clusters are composed of self-assembled small primary nanocrystals and an outer layer
of organic matter less than 10 nm thick, as estimated from the lighter shell surrounding
the cluster (Figure S2, Supplementary Materials). In sample MBBS-200, clusters with less
geometrical shape are observed (Figure 1C). As the concentration of BBS increases, large
aggregates of small IONPs are observed without a defined shape (e.g., sample MBBS-1000,
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Figure 1D). Additionally, sample MBBS-1000 showed IONPs with the smallest particle
size, which were around 5 nm (Figure S3, Supplementary Materials). These results suggest
that BBS regulates the size of IONPs by limiting the growth of nanoparticles, the higher
the concentration of BBS, the smaller the sizes of the IONPs. Furthermore, at high BBS
concentration, BBS coated the majority of small IONPs, which avoids the formation of
spherical cluster.
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Figure 1. TEM images of Fe3O4 (A), MBBS-35 (B), MBBS-200 (C) y MBBS-1000 (D).

In order to characterize the presence of BBS on the surface of the obtained IONPs,
FTIR spectra were performed (Figure 2A). The band at 1080 cm−1 (νC-O), associated with
organic matter, increases in intensity with the amount of BBS. The carboxylate group
band (1620 cm−1) and the carboxylate-iron stretching signal (1400 cm−1) [29] are observed
in all spectra, which suggests that carboxylate groups indeed play an important role in
the bonding of the BBS to the IONPs surface. This result is in agreement with previous
reports obtained for BBS-coated Fe3O4 nanoparticles prepared via the coprecipitation
method [23]. The presence of carboxylate bands in the Fe3O4 spectrum could be due to
the fact that sodium acetate was not completely removed in the washing steps. In the
lower frequency FTIR region, the samples showed characteristic signals assigned to Fe-O
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bonds. The broad band in the range of 500–800 cm−1 is due to the stretching vibration of
the Fe-O in tetrahedral sites (ν1) [30]. The ν1 frequency for Fe3O4 is observed at 567 cm−1.
It is important to note that this vibration mode was broadened after BBS coating and at
high BBS amounts a splitting is observed, which might be due to symmetry lowering [31].
The broadening is due to the statistical distribution of cations over the octahedral and
tetrahedral sites, while the local symmetry is disturbed [32]. Taking this into account, we
propose that the interaction of BBS with surface Fe atoms induces a change in the local
symmetry of the outer tetrahedral sites likely to result in peak broadening.
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The XRD patterns of MBBS (Figure 2B) were recorded to determine the crystalline
phases present in the nanoparticles. All diffractograms are very similar and show main
diffraction peaks in good agreement with a reference pattern of magnetite. In particular, the
XRD peak positions at 30.1 (220), 35.4 (311), 43.1 (400), 53.4 (422) 56.9 (511), and 62.5 (440)
perfectly match with the lattice planes of magnetite (Card number 01-075-1610, ICDD
Database). The phase identification of magnetite and maghemite by the conventional X-ray
diffraction method is not a simple matter because both have the same cubic structure and
their lattice parameters are almost identical [33]. However, the presence of doublets at
the high-angle peaks as (5 1 1) and (4 4 0) is indicative of the presence of magnetite and
maghemite in the samples [34]. Furthermore, a decrease in the lattice constant for the peaks
(5 1 1) and (4 4 0) of magnetite is also indicative of the formation of maghemite [35]. For
MBBS samples, a two-peak convolution was not noticed for the (5 1 1) and (4 4 0) planes and
we did not observe any decrease in the lattice constant for the (5 1 1) and (4 4 0) peaks with
respect to the Fe3O4 nanoparticles prepared without BBS. Therefore, this could indicate that
in our samples Fe3O4 is the main phase of magnetic iron oxide, however, the presence of a
small amount of maghemite cannot be ruled out. No other crystalline materials are detected,
which indicates that BBS act as good stabilizer to obtain IONPs via the polyol method.

In order to determine the quantity of organic matter in MBBS samples, a thermogravi-
metric analysis (TGA) was performed. The amount of organic matter was calculated by
measuring the total mass loss up to 1000 ◦C (Table S1, Supplementary Materials). As can
be seen in Figure 3A, the BBS loading on the IONPs increases with the amount of BBS used
in the synthesis, reaching the maximum value of near 47.2 wt.%.
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The magnetic properties of MBBS samples and bare magnetite were evaluated by mag-
netization curves (Figure S4 and Table S2, Supplementary Materials). Magnetic saturation
values (Ms) decrease with an almost linear relationship with the BBS loading (Figure 3B).
The decrease in the saturation magnetization may be due to the non-magnetic fraction
as well as the reduction in particle size. It is important to note that the larger the BBS
loading, the smaller the coercivity (Figure 3B). This is due to the particles approaching
superparamagnetism with size reduction [36,37]. For spherical magnetite nanoparticles,
the critical superparamagnetic size is 26 nm [36], thus samples with high BBS content lead
to superparamagnetic behavior. These results evidence the critical role of the adsorbed BBS
on the magnetic properties of the IONPs.

Zeta potential values of bare magnetite and BBS coated IONPs measured in 10−2 M
KCl aqueous solutions at pH 3, 6, and 10 are shown in Table S3, Supplementary Materials.
The isoelectric point of Fe3O4 nanoparticles is 7.2 [38], which indicates that at lower pH
values it presents positive charge. Because BBS is negatively charged in the range of
pH 3−10, the positive charge observed for MBB-35 and MBB-70 at pH 3 could be the
consequence of the limited covering of the IONPs surface by BBS. However, when higher
amounts of BBS are used (i.e., MBB-200, MBB-500, and MBB-1000), a negative charge on the
surface of the nanoparticles is observed over all the three pH values (3, 6, 10). Additionally,
zeta potential becomes more negative as the pH increases because of the dissociation of
carboxylic and phenolic groups of BBS [23].

2.2. MBBS@mSiO2 and MBBS@TiO2 Nanoparticles

In order to evaluate the role of BBS as a nucleation directing agent in the synthesis
of nanostructured core-shell magnetic oxide particles, IONPs were coated directly by two
types of common inorganic materials, mesoporous silica (mSiO2) and titanium dioxide
(TiO2). Due to its magnetic properties, cluster size and particle size distribution we selected
MBBS-35 for the synthesis of core-shell nanomaterials, which were named MBBS@mSiO2
and MBBS@TiO2. As control experiments, the synthesis of core@shell magnetic nanoparti-
cles was performed with Fe3O4 nanoparticles prepared in the absence of BBS. No core@shell
structure was formed, either for mSiO2 or for TiO2, when the IONP nanoparticles with-
out BBS were used in the synthesis (data not shown). On the contrary, TEM images of
MBBS@mSiO2 show that the material consists of nanoparticles of spherical morphology
with a dark core (iron oxide) covered by a quite uniform lighter porous shell (mesoporous
silica) of c.a. 20 nm in thickness (Figure 4). This result evidences that BBS plays an im-
portant role in the growth of the mSiO2 layer on the surface of IONPs. It is likely that
the negatively charged carboxylate groups on MBBS surface interact with the positively
charged CTAB molecules leading to the growth of the mesoporous silica layer onto the
BBS-coated IONPs. FTIR spectra (Figure S5, Supplementary Materials) also support the
presence of silica on the surface of IONPs. The wide band with a peak at around 1084 cm−1
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is associated with the stretching vibration of the Si–O–Si bond from the silica framework.
The peak at 571 cm−1 corresponds to Fe-O stretching, whereas the bands at 3430 cm−1 and
1632 cm−1 can be associated with O–H stretching and H–O–H bending vibrations from
absorbed water. The XRD pattern of MBBS@mSiO2 (Figure 5A) indicates that the IONPs
did not undergo any crystalline transformation to non-magnetic iron oxide phases during
the mSiO2 synthesis step and its subsequent calcination. The broad peak at around 2θ = 24◦

is assigned to the halo pattern of amorphous SiO2 [39].
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The small-angle XRD patterns of MBBS@SiO2 (Figure 5B) exhibit an intense peak at
about 2θ = 2.2◦ and a weak peak at 2θ = 3.9◦, which correspond to (100) and (110) Bragg
reflections of MCM-41 according to previous reports [40,41]. This suggests a well-ordered
hexagonal array of mesopores. The porous structure of silica shell was further investigated
by the N2 adsorption–desorption technique (Figure S6A, Supplementary Materials). The
N2 adsorbed quantity, the specific surface area (SBET), and the pore volume (PV) resulted to
be higher for MBBS@SiO2 (SBET = 136 m2 g−1, Pv = 0.135 cm3 g−1) compared to MBBS-35
(SBET = 23 m2 g−1, Pv = 0.056 cm3 g−1). This result is consistent with a mesoporous shell
covering MBBS-35. MBBS@mSiO2 displays type IV isotherms and H4 hysteresis loop
according to IUPAC classification [42]. This behaviour can be related to the presence of
pores in the mesopore range, as well as other pores with bigger diameters [43]. However,
BJH pore size distribution (Figure S6B, Supplementary Materials) only shows a uniform
mesoporous size of 2.9 nm, thus the larger pore size could be due to particle aggregation.

Magnetic hysteresis curve at room temperature of MBB@mSiO2 is shown in Figure
S7, Supplementary Materials. MBBS@mSiO2 still displays a superparamagnetic behavior
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with low coercivity and remanence, similar to MBBS-35, and a magnetic saturation (Ms)
value of 48.6 emu g−1 (Table S2, Supplementary Materials). It can be observed a reduction
in Ms of MBBS@mSiO2 compared to uncovered MBBS-35 (Ms = 75.4 emu g−1), which is
often attributed to presence of the diamagnetic silica [44].

The preparation of MBBS@TiO2 was carried out via the sol-gel method using titanium
(IV) butoxide (TBOT) as precursor of TiO2. Noteworthily, no additional stabilizers/templates
were used in the synthesis processes. TEM images of MBBS@TiO2 showed the successful
formation of a homogeneous TiO2 layer on the surface of the IONPs with a thickness ranging
between 15 and 33 nm (Figure 6 and Figure S8, Supplementary Materials). In this case, the
hydroxyl and carboxylic groups of MBBS can promote intermolecular interactions with
TBOT, leading to a uniform deposition of the TiO2 layer onto the BBS-coated IONPs. The
XRD pattern of MBBS@TiO2 (Figure S9, Supplementary Materials) evidenced the formation
of anatase as the only TiO2 crystalline phase in the nanoparticles. Additionally, hematite
(α-Fe2O3) and Fe3O4 were detected in the XRD diffraction pattern, which indicates that
some oxidation degree of IONPs occurred in the calcination process at 500 ◦C. Magnetic
curves obtained at 300 K clearly revealed a superparamagnetic behavior for MBBS@TiO2
with a Ms value of 19.7 emu g−1 (Figure S7, Supplementary Materials). This lower Ms value
compared to MBBS-35 can be explained by the presence of non-magnetic phases, such as the
TiO2 layer and hematite. Despite this, MBBS@TiO2 nanoparticles possess a strong magnetic
response and can be easily recovered by applying an external magnetic field.
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Magnetic core@shell nanoparticles have a wide range of applications in different research
fields. In particular, due to its remarkable surface and magnetic features, MBBS@mSiO2
raw or functionalized is a promising material for technological applications, such as ad-
sorption [45,46], chromatography [47], and drug delivery [39], whereas MBBS@TiO2 is a
promising photocatalyst for environmental remediation [48]. In this study, we tested two
potential applications of MBBS@mSiO2, as a drug carrier and as adsorbent of pollutants
from aqueous media.

The drug cargo capacity of MBBS@mSiO2 by using ibuprofen (IBU), a well-known
anti-inflammatory drug, was performed. The drug loading capacity, DLC (%) was defined
as follows:

DLC (%) = (mass of IBU released/mass of nanoparticles) × 100 (1)

Figure 7A shows the gradual release of IBU from MBBS@mSiO2 at different times.
The DLC of MBBS@mSiO2 results to be around 13%, making them a good candidate as
a drug delivery system. To better control the IBU release, the surface of MBBS@mSiO2
should be modified with appropriate release triggers that specifically react with response
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to stimuli [49]. Thus, MBBS@mSiO2 could be a potential starting material for a subsequent
modification that results in a controlled drug delivery system.
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pH = 6.0).

On the other hand, MBBS@mSiO2 was tested as adsorbent for the removal of methy-
lene blue (MB), a toxic cationic dye that is used in textile industry. Figure 7B shows the %
MB removal at different times. A very fast adsorption of MB can be observed, achieving
a 76% dye removal in the first 15 min. Figure S10, Supplementary Materials, shows the
evolution of UV-Vis spectra of MB at different times. The adsorption capacity of MB found
for MBBS@mSiO2 was similar to those of other magnetic mesoporous silicas reported in
the literature [45].

MBBS@TiO2 was studied as photocatalyst for the degradation of MB. Figure S11,
Supplementary Materials, shows the evolution of the UV-Vis spectra of MB solution when
irradiated in the presence of MBBS@TiO2. The absorbance values at 664 nm were used to
follow the MB photobleaching kinetics. For comparison purpose, MB photodegradation
experiments were also carried out with TiO2 synthesized in the absence of IONPs nanopar-
ticles, but keeping the rest of the synthesis parameters unchanged. In these photocatalytic
experiments, the same load of TiO2 was used, so it was considered that MBBS@TiO2 have
an approximately composition of 33 wt.% of TiO2. This composition was roughly estimated
from the average size of cores and shells determined by TEM and the densities of pristine
Fe3O4 and TiO2. Figure 8 compares the evolution of the normalized absorbance at 664 nm
with the reaction time obtained for MB degradation performed with MBBS@TiO2 and TiO2.
It can be seen that MBBS@TiO2 is capable of degrading MB with the same efficiency of
pristine TiO2. This is an excellent result, since a direct contact between Fe3O4 and TiO2
typically brings about an unfavorable heterojunction, which accelerates the recombination
of the electron–hole pairs and weakens the photocatalytic activity of titanium-based cata-
lysts [50]. It was reported that the addition of a silica layer between an iron oxide core and a
titania shell promotes the photocatalytic activity by decreasing the charge transfer between
the IONPs and TiO2, which could otherwise result in the recombination of photogenerated
species on the IONPs surface [51]. Therefore, in our case, it is probable that BBS avoid the
formation of a Fe3O4/TiO2 heterojunction.
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3. Materials and Methods
3.1. Reagents

FeCl3x6H2O (>99%) was purchased from Anedra (Buenos Aires, Argentina). Sodium
acetate trihydrate (99%), ammonia solution (25–30), and absolute ethanol were obtained
from Cicarelli (Santa Fe, Argentina). Cetyltrimethylammonium bromide (CTAB, >97%) was
purchased from Merck (Burlington, MA, USA). Ibuprofen, Tetraethoxylsilane (TEOS, 98%)
and titanium (IV) butoxide (TBOT, 97%) were from Sigma-Aldrich (Burlington, MA, USA).
Acetonitrile (HPLC grade) was purchased from Biopack (Worcester, UK). All reactants
were used without further purification. BBS were obtained following a previously reported
protocol [22]; briefly, 50 g of green compost was treated with 1 L of 6 M NaOH aqueous
solution under stirring at 60 ◦C for 4 h. The reaction mixture was then separated by
centrifugation. The supernatant was concentrated, and different fractions were separated
through a lab-scale ultrafiltration unit equipped with a membrane (molar mass cut-off
5 kDa). The retentate fraction was then dried at 60 ◦C for 24 h. The obtained BBS was
about 20–30% in mass of the starting compost. Chemical composition of BBS is detailed in
Table S4, in the Supplementary Material.

3.2. Syntehsis of IONPs and Core-Shell Magnetic Nanoparticles

The synthesis of magnetite nanoparticles was performed by a modification of the
polyol method [52]. Briefly, 1.35 g of FeCl3x6H2O, 6 g of sodium acetate trihydrate and
a defined mass of BBS (35 mg, 70 mg, 200 mg, 500 mg and 1000 mg) were dissolved in
a Teflon vessel containing 50 mL of ethylene glycol. Thereafter, the Teflon vessel was
placed into a stainless-steel autoclave reactor and heated at 200 ◦C for 8 h. Once cooled,
the obtained black material was washed with ethanol and water. The solid was separated
from the supernatant with the assistance of a Neodymium magnet in all washing steps.
The obtained materials were named as MBBS-35, MBBS-70, MBBS-200, MBBS-500, and
MBBS-1000 depending on the amount of BBS used in the synthesis process. Additionally,
Fe3O4 without BBS was prepared with the same method as a reference material.

The covering of MBBS-35 with a mesoporous silica shell (MBBS@mSiO2) was per-
formed following our previous report [53]. In brief, 400 mg of MBBS-35, 500 mg of CTAB
and 1.75 mL of ammonia solution were mixed in 250 mL of water. The suspension was
kept under vigorous stirring and heating for 30 min. When the temperature reached 80 ◦C,
2.5 mL of TEOS was added drop by drop and the reaction was kept at 80 ◦C for 2 h. After
cooling, the obtained material was magnetically separated, washed with distilled water and
dried in an oven at 70 ◦C overnight. Finally, CTAB and BBS were removed by calcination
in a furnace (500 ◦C for 1 h in air) and the final product was named as MBBS@mSiO2.

MBBS-35 coating with titanium dioxide shell (MBBS@TiO2) was performed via a sol-
gel method [54]. For this, 50 mg of MBBS-35 were dispersed by sonication in a mixture
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of 90 mL absolute ethanol/30 mL acetonitrile. Then, 0.5 mL of ammonia solution and
1.0 mL of TBOT was added and the dispersion was kept under stirring at 25 ◦C for 1.5 h.
Later, the sample was washed with ethanol, magnetically separated and dried at 70 ◦C.
Then, the obtained material was calcined in argon atmosphere at 500 ◦C for 9 h. Pure TiO2
nanoparticles were also prepared for comparison.

3.3. Application of Core-Shell Magnetic Nanoparticles

MBBS@mSiO2 was evaluated as potential drug carrier. For this end, the drug loading
capacity (DLC) using ibuprofen as model drug was measured according to our previous
report [53]. First, MBBS@SiO2 were loaded with IBU. For this, 20 mg of nanoparticles were
dispersed in a hexane solution of IBU (0.16 M) and the system was kept under magnetic
stirring in a closed flask for 24 h. Afterwards, the nanoparticles were magnetically separated
from the supernatant and washed once with hexane. Later, a release of ibuprofen assay
was conducted. For this purpose, fresh 0.9% NaCl was added to the flask containing
the loaded nanoparticles. The system was stirred and at defined times an aliquot was
magnetically separated and measured in a UV spectrophotometer (UV-T60, PG Instruments,
Leicestershire, UK) to quantify the released amount of IBU (λ = 264 nm).

The photocatalytic activity of MBBS@TiO2 was tested via the degradation of aqueous
solutions of methylene blue (MB). The photochemical experiments were performed in a
200 mL cylindrical Pyrex vessel at room temperature and under continuous stirring. A
solar simulator (SunLite™, ABET Technologies, Milford, CT, USA) equipped with a 100 W
Xenon Short Arc Lamp was used as irradiation source. In all the experiments, the initial
concentration of MB was 5 mg L−1, and the load of the photocatalyst were 120 mg L−1

and 40 mg L−1 for MBBS@TiO2 and TiO2, respectively. The aqueous suspensions were
irradiated for 4 h, and 3 mL aliquots were taken at different times. The separation of the
supernatant was achieved by magnetic separation. Finally, the residual MB concentration
was determined by UV-Vis Spectrophotometry.

3.4. Characterization Tecnhiques

Transmission electron microscopy (TEM) images were obtained using a Tecnai F20 (G2)
UT microscope (ThermoFisher, Waltham, MA, USA), operated at 200 kV. X-ray diffraction
(XRD) patterns were obtained on a SmartLab SE 3 KW (Rigaku, Tokyo, Japan) equipped
with Cu anode (45 kV, 40 mA) and a graphite monochromador. Fourier transform infrared
(FTIR) spectra were recorded by using an FT-08 spectrophotometer (Lumex, Wakendorf
II, Germany) on KBr pellets (1/300 wt.) in transmission mode with 128 scans at 4 cm−1

resolution. Thermogravimetric analysis (TGA) was performed with a TGA-DSC Q600
Thermogravimetric Analyzer (TA Instruments, New Castle, DE, USA). The samples were
pre-dried for 30 min at 100 ◦C before the analysis (heating rate of 10 ◦C min−1 from
room temperature to 1000 ◦C in air). The analysis of textural properties was conducted
with N2 adsorption/desorption isotherms on previously degassed samples (105 ◦C for
12 h) at 77 K using an ASAP 2000 sortometer (Micromeritics, Norcross, GA, USA). The
specific surface area was calculated via the Brunauer-Emmett-Teller (BET) method, the
pore volume was calculated using Gurvich’s rule at relative pressure p/p0 = 0.98 and
the pore size distribution was calculated according to the Barrett–Joyner–Halenda (BJH)
method. Magnetization curves were registered at 300 K by using 7300 vibrating sample
magnetometer (LakeShore, Westerville, OH, USA). The zeta potential measurements were
carried out by using a zetasizer nano (Malvern Instruments, Malvern, UK).

4. Conclusions

A novel procedure based on the polyol method was applied for the synthesis of IONPs
stabilized with BBS. TEM images show that both the size of the nanocrystals and their
aggregation strongly depend on the BBS concentration used in the synthesis. In particular,
under the conditions employed for the preparation of MBBS-35 particles, well-defined
roughly spherical clusters with diameters of about 70–200 nm are observed.
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BBS were also employed as nucleation directing agents in the synthesis of nanostruc-
tured core-shell MBBS@SiO2 and MBBS@TiO2 nanoparticles. Our results indicate that the
obtained nanostructured magnetic core-shell nanomaterials using BBS can successfully be
applied with good performance in different systems. In particular, MBBS@SiO2 showed
to be an excellent nanocarrier of ibuprofen. The material achieves a 13% of drug loading
capacity and around 90% of the cargo was released within 90 min. MBBS@SiO2 also were
successfully employed as adsorbents for the quantitative removal of methylene blue from
aqueous solution. On the other hand, MBBS@TiO2 was capable of degrading MB with the
same efficiency of pristine TiO2. This excellent result shows that the BBS layer that covers
the IONPs avoids formation of the unfavorable heterojunction between Fe3O4 and TiO2.

Supplementary Materials: The following supporting information can be downloaded at: https:
//www.mdpi.com/article/10.3390/inorganics11010046/s1, Figure S1. Particle size distribution
obtained from TEM images; Figure S2: High resolution TEM image of MBBS-35; Figure S3: High
resolution TEM image of MBBS-1000; Figure S4: Magnetization curves (300 K) of Fe3O4 and covered
magnetite with different amount of BBS; Figure S5: FTIR spectra of MBBS@mSiO2 material; Figure S6:
(A) N2 adsorption/desorption isotherms of MBBS-35 and of MBBS@SiO2 (B) pore-size distribution of
MBBS@SiO2; Figure S7: Magnetization curves at 300 K of MBBS@mSiO2 and MBBS@TiO2; Figure
S8. High resolution TEM image of MBBS@TiO2. Red lines indicate the thickness of TiO2 layer;
Figure S9: XRD diffraction pattern of MBBS@TiO2. M (Magnetite), A (Anatase), and H (Hematite).;
Figure S10. UV-Vis absorption spectra of aqueous solutions of MB at different contact times using
MBBS@mSiO2 as adsorbent. ([MB]0 = 10 mg L−1; MBBS@mSiO2 dosage = 500 mg L−1, T = 25 ◦C
pH = 6.0); Figure S11. UV-Vis absorption spectra of aqueous solutions of MB at different irradiation
times using MBBS@TiO2 as photocatalyst. ([MB]0 = 5 mg L−1; load MBBS@TiO2 = 120 mg L−1; load
TiO2 = 40 mg L−1; pH = 6; Table S1: Total mass loss calculated by TGA for MBBS-X samples; Table
S2: Magnetic properties of nanostructured core-shell prepared materials; Table S3: Zeta potential
measurements of BBS coated magnetic iron oxide nanoparticles. Table S4: Chemical composition of
BBS.
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Abstract: MOF-derived carbon-based materials have attracted widespread attention due to their
relatively large surface area, morphology, and their stability in water. Considering these advantages,
these materials present themselves as excellent adsorbents. In this work, a novel method was
designed for the fabrication of a nano zero-valent-iron (nZVI) carbon composite. The utilization of
zinc oxide nanorods (ZnONRs) in the role of sacrificial consumable nuclei for the synthesis of MIL-53
sacrificial zinc oxide nanorods (MIL-53-SNR) and the subsequent pyrolysis at 700 ◦C in the inert
atmosphere led to a graphitic-supported nZVI material (Fe-C-SNR). Fe-C-SNR was compared with
a commercial zinc oxide bulk (MIL-53-SB) and with a pristine MIL-53. By virtue of the ZnONRs,
Fe-C-SNR exhibited a greatly improved mesoporous structure. Consequently, the pyrolyzed materials
were applied as adsorbents for methylene blue. Fe-C-SNR’s performance increased to more than
double of the pyrolyzed MIL-53 (Fe-C), with a remarkably fast adsorption time (10 min) for a
concentration of 10 mg L−1 with only 200 mg L−1 adsorbent required. This functional composite
also displayed exceptional recyclability; after ten complete cycles, Fe-C-SNR was still capable of
completely adsorbing the methylene blue. The utilization of ZnONRs proves itself advantageous and
could further be extended to other MOFs for a wide range of applications.

Keywords: mesoporous material; zero-valent-iron nanoparticles; methylene blue adsorption;
metal–organic framework

1. Introduction

Clean water is an indisputable necessity for humanity and the ever-increasing pollu-
tant levels present threats to human health and our environment. Dye-containing wastewa-
ters are some of the main contributors to the pollution of natural water, as they are toxic,
carcinogenic, and are not biodegradable [1]. The primary sources of dye-containing wastew-
ater are industrial sectors such as textile, pharmaceutical, food, mining, paper, printing,
and leather industries. Of the main three categories of dyes, cationic dyes are of particular
interest. Specifically, methylene blue (MB) is stable under light and heat and is difficult to
biodegrade because of its complex structure [2]. Thus, developing effective and economical
methods for removing MB dye from wastewater is a necessity. Many treatment techniques
have been studied over the previous decades, such as photodegradation, biological and
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chemical degradation, chemical and physical adsorption, and combinations of these treat-
ments [3]. Among these methods, adsorption shows many practical advantages, such as
low cost, facile operation, and quick removal [4]. A wide variety of adsorbents have been
applied to remove dyes. Conventional porous materials that have been widely studied
include zeolites, metal oxide nanoparticles, and activated carbons [5]. However, all these
materials are associated with similar drawbacks, including their low surface area and
recyclability. Over the last few years, zero-valent-iron nanoparticles (nZVI) have gained
increasing interest in wastewater treatment due to their large surface area, small particle
size, high dispersibility in water, and magnetic separation [6–11]. The main challenge
for the practical application of nZVIs is the synthesis and preservation of the material.
nZVIs are readily oxidized in the presence of other oxidants, ref. [12], forming oxide layers
on the surface of the nZVI, which unavoidably reduces their practical performance for
this application [13]. Therefore, porous materials such as bentonite [14], chitosan [15],
diatomite [16], kaolinite [17], polyphenols [18], resin [19], sepiolite [20], and activated
carbon [21] have been used to support or modify nZVIs to prevent agglomeration and
oxidation. This approach is widely regarded as an efficient and facile pathway, as the Fe0

particles become more stable and the surface area and density of the functional groups
can be increased [22,23]. Porous carbons are particularly regarded as exceptional hosts for
nZVIs, endowing an enhanced surface area, highly mesoporous structure, good adsorption
capacity, and providing the necessary protection from excessive detrimental surface oxi-
dations [24–26]. Therefore, they present a higher activity, stability, and mobility towards
removing various pollutants in wastewater compared to bare nZVIs. The composite of
iron–carbon can be synthesized with generally facile methods using iron salts and porous
carbon [27]. Even so, the dispersion and loading content of Fe0 would still need to be
improved [28]. In this context, metal–organic frameworks (MOFs) are materials constructed
by organic ligands and metal clusters. Recently, they have been utilized as precursors for
the synthesis of metal/carbon composites, which provides the needed loading and dis-
persion for Fe0. Iron–carbon composites have been obtained by the pyrolysis of Fe-MOFs,
e.g., MIL-53, by adjusting the temperature depending on the required iron phase [23,29,30].
However, the challenge of creating suitable pore sizes in the carbonized material remains.

This work reports a novel strategy for fabricating an iron–carbon-based mesoporous
material derived from an iron-containing MOF. The first stage, represented in Scheme 1,
is a modified synthesis of MIL-53 using zinc oxide nanorods as sacrificial nuclei named
‘MIL-53-SNR’. The terephthalic acid binds with the outer surface of the ZnO, thereby
etching zinc metal from the zinc oxide nanorods to form a MOF-5 layer. Simultaneously,
the Zn in the MOF-5 is replaced by Fe, which synthesizes MIL-53. During these processes,
the zinc gradually diffuses outward of the nuclei and thereby creates a highly defective
MIL-53-SNR structure. The second step is the pyrolysis of the material under a nitrogen
atmosphere at 700 ◦C. The as-prepared novel material iron–carbon sacrificial zinc oxide
nanorods ‘Fe-C-SNR’ are characterized by XRD, FT-IR, SEM, and BET. A Fe-C-SNR is used
as an adsorbent for methylene blue, displaying an excellent maximum adsorption capacity
of 257 mg g−1 compared to the maximum of 125 mg g−1 by iron–carbon ‘Fe-C’ synthesized
by the pyrolysis of a pristine MIL-53. To further assess the effect of the ZnO nanorods on
performance, the third sample, iron–carbon sacrificial ZnO bulk ‘Fe-C-SB’, was prepared to
evaluate the relationship between the ZnO morphology and the MB adsorption.
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In this study, ZnO bulk and ZnONRs were implemented in the synthesis process to
modify MIL-53. Commercial ZnO bulk possesses agglomerated particles of a few hundred
micrometers in each direction. Scanning electron microscopy (SEM) was performed on
as-synthesized zinc oxide nanorods, as illustrated in Figure S1. The nanorods displayed
a smooth surface with an average length of 650 nm and a width of 60 nm; the XRD
pattern is depicted in Figure S2. The X-ray diffraction patterns of MIL-53, MIL-53-SB,
and MIL-53-SNR are displayed in Figure 1a and Figure S3; the peaks at 9.2◦, 9.7◦, 12.6◦,
17.6◦, 18.6◦, 18.8◦, and 25.4◦ were present in all three samples. The doublet peak at
9.2◦ and 9.7◦ corresponds to the crystalline plane (001) of MIL-53. The peaks at 12.6◦

and 25.4◦ are assigned to the (100) and (010) crystal planes. These results confirm the
successful synthesis of MIL-53 in all three samples [31,32]. Furthermore, the peaks at 17.6◦,
18.6◦, and 18.8◦ match with the reported XRD patterns for MIL-53 [31,32]. The relatively
small peak at 21.9◦, present in MIL-53 and MIL-53-SB, is ascribed to the formation of
MIL-88-B, which is synthesized through a similar procedure as MIL-53 but with some
minor adaptations [33–35]. However, MIL-88-B can be a side product during the MIL-53
synthesis [36]. It has been reported that MIL-53 forms through homogenous nucleation and
MIL-88-B forms through heterogeneous nucleation [34,35]; however, the peak matching
with MIL-88-B was absent in the XRD pattern of MIL-53-SNR, which indicates that no
heterogeneous nucleation occurred during the synthesis [34,35]. This difference between the
zinc oxide bulk and the zinc oxide nanorods is attributed to the smaller size of the nanorods,
which are quickly etched compared to the zinc oxide bulk. The successful preparation of
MIL-53 was further confirmed by Fourier Transform Infrared (FTIR). The FTIR spectra of
MIL-53, MIL-53-SB, and MIL-53-SNR are shown in Figure 1b. The broad peaks around
3300 cm−1 are ascribed to the -OH stretching vibrations of the water molecules adsorbed
on the surface [37]. The absorption peaks in the region of 1400–1700 cm−1 exhibit the
typical vibrational bands of the carboxylic acid function from the 1,4-BDC ligand [31,37].
A couple of sharp peaks around 1540 cm−1 and 1390 cm−1, present in all three samples,
correspond to the carboxyl groups’ asymmetric and symmetric vibrations [37,38]. Typically,
pure 1,4-BDC shows a peak at 1693 cm−1; however, none of the samples exhibited this peak,
confirming the absence of free BDC molecules. Instead, the band at 530 cm−1 represents the
metal-oxo bound between the carboxylic group of BDC and Fe [31]. These results further
confirm the successful formation of MIL-53 in all three samples. The remaining peaks at
750 cm−1, 1665 cm−1, and 1015 cm−1 are assigned to the C-H bending vibrations of the
benzene rings and the carboxylate groups’ vibrations, respectively [31].
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The influence of the sacrificial zinc oxide precursors on the morphology of the samples
was further examined by SEM. The SEM micrographs of MIL-53, MIL-53-SB, and MIL-53-
SNR are portrayed in Figure 2. The pristine MIL-53, Figure 2a, showed crystalline microrods
of approximately 63.5 µm and 7.5 µm in length and width, respectively. These microrods
had smooth surfaces and displayed a small amount of debris. Figure 2b represents the
micrograph of MIL-53-SB. It is apparent that the MOF particles were less uniform, varying
from small microrods to fragments of micro blocks; their texture was slightly rougher with
a disordered structure.

In contrast, MIL-53-SNR in Figure 2c displayed fragmented micro shapes with a length
of 12.54 µm (±2 µm) and a width of 4.84 µm (±1.3 µm), and hardly any microrods were
apparent. The surface was extremely rough, and that comes in accordance with its lower
XRD diffraction intensities as compared to the ZnO bulk-modified sample. This further
indicates the lack of crystallinity in MIL-53-SNR due to the ZnO NRs. For these sacrificial
ZnO materials, terephthalic acid is highly likely to bond with the outer surface of the ZnO,
severely etching the zinc metal from the ZnO materials and creating MOF-5 layers, similar
to previous research with ZIF-8 [39]. This etching process is supposedly continuous until
the zinc source is consumed. Nevertheless, MOF-5 does not remain due to the favorable
simultaneous process of metal exchange between Zn and Fe, which concurrently creates
MIL-53. Therefore, ZnO bulk and ZnO nanorods serve as sacrificial nuclei. Due to their
difference in morphology, they exhibit different outcomes. Massive and agglomerated
ZnO bulk gets coated and slowly consumed by the 1,4-BDC ligand, serving as nuclei that
eventually form MIL-53-SB as fragmented microrods in irregular shapes and sizes instead
of the standard MIL-53 microrods. In contrast, ZnO nanorods are thin and well dispersed in
the starting solution; thus, they engender more apparent defects as each adjacent nanorod
will separately serve as a nuclei for the growth of MIL-53. Assumedly, the closely growing
MOFs fuse, forming fragmented microrods with a disordered internal structure, causing
the decrease in crystallinity shown in the XRD pattern. Figure 2d shows that Fe-C-SNR
maintained the MIL-53-SNR morphology throughout the pyrolysis procedure.

The inductively coupled plasma spectroscopy (ICP) results are presented in Table S1,
describing the content of the iron and zinc metal in the as-prepared samples MIL-53-SNR
and MIL-53-SB and their pyrolyzed equivalents Fe-C-SNR and Fe-C-SB. Before pyrolysis,
both samples showed the expected contents of Fe (21%), matching the reported value of
Fe in MIL-53 [38]. In MIL-53-SNR and in MIL-53-SB, the amount of Zn metal detected
was extremely low compared to the amount added during the synthesis, which further
confirms the sacrificial role of the ZnO in the construction of MIL-53. The zinc metal gets
etched to form MOF-5 and gradually diffuses outward of the nuclei during the metathesis
replacement with iron. The relatively higher amount of the ZnO (13 times more) present in
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MIL-53-SB than in MIL-53-SNR shows that this process of etching, replacing, and diffusing
the Zn is more effective when using thin nanorods than bulk zinc oxide due to their lower
concentration of localized zinc.
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The XRD patterns of the pyrolyzed samples, Fe-C, Fe-C-SB, and Fe-C-SNR, are dis-
played in Figure 3a. The prominent characteristic diffraction peak at 44.6◦, present in all
three samples, corresponds to the (110) plane of α-Fe, matching the reported XRDs for
ZVI [1]. No other peaks were present, confirming iron is only present as a zero valent.
However, Fe-C-SNR displayed a significant decrease in peak width and intensity compared
to Fe-C and Fe-C-SB, affirming its smaller particle sizes and less crystalline ZVI phase. The
nitrogen adsorption and desorption isotherms, depicted in Figure 3b, were measured to
assess the porous structure of the pyrolyzed samples. The BET surface area results for
Fe-C, Fe-C-SB, and Fe-C-SNR were 270 m2 g−1, 220 m2 g−1, and 185 m2 g−1, respectively.
The volume and surface area of the micropores and mesopores for Fe-C, Fe-C-SB, and
Fe-C-SNR are displayed in Table S2 and Figure 3c. The results for the pore distribution
of Fe-C, Fe-C-SB, and Fe-C-SNR displayed normal differences in the microporous region
below 5 nm, with Fe-C showing a superior pore volume. On the contrary, in the meso-
porous region below 20 nm, Fe-C-SNR showed a remarkable improvement, reaching a
volume of 0.169 cm3 g−1 and a corresponding surface area of 92 m2 g−1. This increase
in mesopores is linked to the disordered internal structure and the respectively formed
defects caused after the pyrolysis of MIL-53-SNR due to the sacrificial zinc oxide nanorods.
However, similar progress of the mesopores is not noticeable in Fe-C-SB, as the bulk zinc
oxide did not create a similar disordered structure, therefore not favoring the generation of
small-scale mesopores. The increase in small mesopores greatly enhanced Fe-C-SNR’s MB
removal capabilities.
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2.2. Adsorption Properties

Fe-C, Fe-C-SB, and Fe-C-SNR were tested as methylene blue adsorbents, and their
performances are presented in Figure 4. The UV-absorption patterns are shown in Figure S4.
The concentration of the adsorbents used for the experiments was 200 mg L−1, and the
concentration of the methylene blue solution was 10 mg L−1. The times selected were 2, 6,
10, and 30 min. The remaining dye in the solution was measured with UV spectroscopy;
thus, the adsorbed MB could be calculated. Fe-C adsorbed 77% of MB after 6 min and
reached its maximum adsorption of 85% in 30 min. The addition of the sacrificial ZnO bulk
in the synthesis procedure of Fe-C-SB had a negative effect on the removal efficiency, which
only reached 63% after 6 min, with a maximum adsorption of 73% after 30 min. This was
expected as the N2 adsorption showed a noticeable decrease in early mesopores due to the
use of ZnO bulk.

In contrast, the modification with the sacrificial ZnO nanorods stimulated an excellent
improvement in the removal efficiency. Figure 4 displays the astonishing adsorption of
78% in the first 2 min, while after 6 min, a closely total adsorption of 99% was achieved.
Further continuing the processing time until 30 min increased the adsorption of MB to
full adsorption (100%). Although the surface area of Fe-C-SNR was the lowest of all three
samples, the adsorption was greatly enhanced in comparison with Fe-C and Fe-C-SB. This
sharp enhancement of MB adsorption was ascribed to the as-confirmed increase in the
mesopores, which are superior to micropores for MB adsorption [40,41]. Moreover, due to
the smaller particle size of Fe-C-SNR, the pores were easier and accessible faster.
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methylene blue.

The adsorption kinetics were investigated using pseudo-first-order and pseudo-
second-order kinetic models. Respectively, the experimental data were fitted into the
Equations (1) and (2):

ln(qe − qt) = ln qe − k1t (1)

t
qt

=
1

k2qe2 +
t
qe

(2)

where qe and qt represent the amount of methylene blue adsorbed on the adsorbents at
equilibrium, and time t. k1 (min−1) and k2 (g mg−1 min−1) are the rate constants of the
first-order and second-order adsorption kinetics. The values of qe and k1 were calculated
for the pseudo-first-order model. The values of qe and k2 were calculated for the pseudo-
second-order model. Their linear plots are shown in Figure S5, and Table S3 presents the
calculated values and the correlation coefficient R2. It is seen by the R2 = 0.9997 that the
pseudo-second-order model describes the adsorption kinetics for MB on Fe-C-SNR well.

The effect of the different initial concentrations (10, 20, 40, 60, 80, 100, and 200 mg L−1)
was evaluated to study the maximum MB adsorption. The set treatment time was 60 min for
each sample to ensure the full adsorption of MB onto Fe-C-SNR. The adsorption isotherm is
shown in Figure S6. These results are an excellent match for the Langmuir model, which is
a widely used model based on the assumption of monolayer adsorption on a homogenous
surface. It is represented as follows:

=
qmbCe

1 + bCe

This equation can also be linearized:

Ce

qe
=

1
qmb

+
Ce

qm

where Ce (mg L−1) represents the equilibrium concentration of MB in the solution, Qe and
Qm (mg g−1) are the adsorption capacity at equilibrium and maximum, respectively, and
b (L mg−1) is the Langmuir constant related to the energy of adsorption. The Langmuir
linear adsorption isotherm is shown in Figure 5a.
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Figure 5. (a) Langmuir Linear adsorption isotherm, (b) recyclability of MB adsorption for Fe-C,
Fe-C-SNR up to 10 cycles.

Figure 5a displays the linear equation of the Fe-C-SNR correlation coefficient (R2) of
0.9995. Therefore, we can conclude that the adsorption of MB on Fe-C-SNR is a typical
monomolecular-layer adsorption. Figure S7 presents the results fitted into the linear
equation of the Freundlich model, presenting a correlation coefficient of 0.8479. Following
the Langmuir model, the calculated maximum adsorption capacities of Fe-C, Fe-C-SB, and
Fe-C-SNR were 125 mg g−1, 139 mg g−1, and 257 mg g−1, respectively. A comparison
with other materials reported so far in the literature is available in Table S4. The reuse
of an adsorbent is of crucial importance for commercial applications. Furthermore, the
methylene blue concentrations that need to be adsorbed in commercial applications are
very low. Dependent on the exact location, the permitted methylene blue concentration
is as low as 0.2 mg L−1. Hence, it is of high importance that the adsorbent can almost
entirely adsorb the MB in a solution even at low concentrations. The recyclability of Fe-C-
SNR and Fe-C was determined by a series of MB adsorption experiments. The adsorbent
(concentration: 1 g L−1) was added to a 10 mg L−1 MB solution, and the treatment time was
set to 60 min to reach the equilibrium time for both samples. Afterwards, the dye-adsorbed
composites were collected using an external magnet and desorption was performed by
using ethanol. Subsequently, the samples were washed with water to remove any adsorbed
ethanol. Finally, the adsorbent was reused for up to 10 cycles. The results are presented in
Figure 5b. After five cycles, the Fe-C still had a removal efficiency of 94.9%, whereas, after
10 cycles, the efficiency dropped to 70%. The Fe-C-SNR gave an excellent recyclability of
99.8% after five cycles and 99% after 10 cycles. The superior recyclability of Fe-C-SNR in
contrast with Fe-C is expected to be due to the already fragmented microrods, which are
less likely to be broken during the shaking, desorption, and washing process. To confirm
the stability of the material, the XRD pattern before adsorption, with MB adsorbed, and
after desorption were measured and are shown in Figure S8. No significant difference was
observed, confirming the stability of the material and further confirming the remarkable
stability. The highly enhanced maximum adsorption capacity and excellent recyclability
makes Fe-SNR a remarkably outstanding adsorbent.

3. Materials and Methods
3.1. Methods

All chemicals were purchased from commercial products and used without further pu-
rification. Zinc oxide nanorods (ZnO NR) were fabricated by heating zinc acetate (Aladdin
Ltd., Shanghai, China) at 300 ◦C for 12 h in a muffle furnace (TL 1200, Nanjing Bo Yun Tong
Instrument Technology Co., Ltd., Nanjing, China). The ZnO NR were cooled and stored for
further processing [42]. The MIL-53 (Fe), MIL-53-SNR, and MIL-53-SB were prepared by a
solvothermal method. Firstly, 1.4 mmol ZnO NR/ZnO bulk (Sinopharm Chemical Reagent

106



Inorganics 2022, 10, 59

Co., Ltd., Shanghai, China) were transferred in 20 mL N,N-dimethylformamide (DMF,
Sinopharm Chemical Reagent Co., Ltd., Shanghai, China) for MIL-53-SNR and MIL-53-B,
respectively. Then, 7 mmol of FeCl3.6H2O (Aladdin Ltd., Shanghai, China) and 7 mmol
of terephthalic acid (BDC, Aladdin Ltd., Shanghai, China) were added to the solution
together with 22 mL DMF. The mixture was stirred for 30 min before being transferred into
a Teflon-lined autoclave and heated up at 150 ◦C for 24 h. The formed solid was collected by
centrifugation and washed with DMF and ethanol (Sinopharm Chemical Reagent Co., Ltd.,
Shanghai, China) multiple times. Finally, the samples were dried at 70 ◦C in a vacuum oven
for 24 h. In the second step, F-C, F-C-SNR, and F-C-SB were obtained using a pyrolysis
system. Respectively, MIL-53, MIL-53-SNR, and MIL-53-SB (200 mg) were placed in an
alumina boat (30 × 60 × 15 mm3) and transferred into a quartz tube (OD:60 mm, length:
1000 mm) inside a muffle furnace (TL 1200, Nanjing Bo Yun Tong Instrument Technology
Co., Ltd., Nanjing, China) and pyrolyzed at 700 ◦C with a heating rate of 5 ◦C min−1 for 3
h under a flowing Argon atmosphere (50 cm3 min−1) and cooled down naturally.

3.2. Characterizations

The material morphology was examined using scanning electron microscopy (FE-SEM,
Zeiss Ultra Plus, Oberkochen, Germany). The Powder X-ray diffraction (PXRD) patterns of
the samples were recorded on a Rigaku Ultima III diffract meter (Tokyo, Japan) in a wide-
angle range (2θ = 3−80◦) with Cu-Kα (λ = 0.15406 nm) 40 kV and 40 mA at a scan speed of
2◦ min−1. The Fourier Transform Infrared Spectroscopy (FTIR) profiles of the samples were
measured on a Bruker Tensor 2 apparatus (Ettlingen, Germany) using KBr as reference. The
Brunauer–Emmett–Teller (BET) measurements and N2 adsorption–desorption isotherms
were measured with a Porosity Analyzer ASAP 2020 Micromeritics apparatus (Norcross,
United States of America) at 77.33 K. The inductively coupled plasma atomic emission
spectroscopy (ICP-AES) was performed on an Optima 4300 DV, PerkinElmer Inc., Waltham,
United States of America. The pH was measured using a Sartorius PB-10, Göttingen,
Germany, at room temperature (25 ◦C). The UV–Vis absorption spectra were measured
with a Shimadzu UV-1800 spectrophotometer, Canby, United States of America, using a
quartz cuvette.

3.3. Adsorption Experiments

The methylene blue (MB) adsorption experiments were conducted at room temper-
ature (25 ◦C). In a typical experiment, 2 mg of the adsorbent was brought into 10 mL of
10 mg L−1 methylene blue solution at its natural pH of 6.2. Then, the mixture was shaken
for specific periods. At the required time intervals, a magnet was held next to the mixture
to separate the adsorbent from the solution, then 2 mL of a liquid sample was taken, and
the dye concentration was determined using spectroscopy by testing the absorbance at kmax
of 664 nm for MB. The MB concentrations were calculated using a calibration curve. The
adsorbed MB concentrations were calculated using the initial MB concentration and the
MB concentrations after the chosen time intervals. The removal efficiencies at various times
were calculated by Ct/C0 × 100, where Ct presents the adsorbed MB concentration after
time t and C0 presents the initial MB concentration before adsorption. Blank experiments
were also performed, using solutions without any adsorbent, to verify if there was any pos-
sible loss due to sorption onto the glass material/syringe surface. The results showed that
the sorption onto surfaces was negligible. The adsorption kinetics were also tested using
a range of initial MB concentrations (C0) of 10 to 200 mg L−1. Furthermore, recyclability
tests were performed by the magnetic separation of our adsorbent, then desorption of the
adsorbed MB was performed by shaking in 10 mL ethanol twice, subsequently washing the
adsorbent with 10 mL water twice, and finally reusing the adsorbent in a new MB solution.

4. Conclusions

In summary, we successfully developed a new synthesis procedure to modify MOF-
derived materials. Zinc oxide, shaped as nanorods, was added as sacrificial nuclei to form
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a modified MIL-53 precursor to synthesize an nZVI-mesoporous carbon nanocomposite.
As expected, the nature of the zinc oxide was of crucial importance. The addition of
commercial ZnO had no beneficial effect on the adsorption capacity of the pyrolyzed
MIL-53. In contrast, sacrificially used zinc oxide nanorods induced mesopores in Fe-C-SNR,
directly enhancing the adsorption capacity and recyclability. The maximum adsorption
capacity was 257 mg g−1, doubling the adsorption of the pyrolyzed MIL-53.

Furthermore, virtually 100% of MB was removed from water using the Fe-C-SNR
material (concentration: 10 mg L−1) after 60 min of treatment for 10 consecutive cycles.
The zinc oxide nanorods assumedly enhanced the adsorption capability by creating an
important number of mesopores, which increased the significant contact area between
the ZVI and MB. As the tunability of pore size and the creation of defects in MOFs is of
crucial importance, it is foreseen that this synthesis procedure could be beneficial for a wide
variety of applications.
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Abstract: 99Mo/99mTc generators are mainly produced from 99Mo of high specific activity generated
from the fission of 235U. Such a method raises proliferation concerns. Alternative methods suggested
the use of low specific activity (LSA) 99Mo to produce 99mTc generators. However, its applicability is
limited due to the low adsorptive capacity of conventional adsorbent materials. This study attempts
to investigate the effectiveness of some commercial metal oxides nanoparticles as adsorbents for LSA
99Mo. In a batch equilibration system, we studied the influence of solution pH (from 1–8), contact
time, initial Mo concentration (from 50–500 mg·L−1), and temperature (from 298–333 K). Moreover,
equilibrium isotherms and thermodynamic parameters (changes in free energy ∆G0, enthalpy change
∆H0, and entropy ∆S0) were evaluated. The results showed that the optimum pH of adsorption ranges
between 2 and 4, and that the equilibrium was attained within the first two minutes. In addition, the
adsorption data fit well with the Freundlich isotherm model. The thermodynamic parameters prove
that the adsorption of molybdate ions is spontaneous. Furthermore, some investigated adsorbents
showed maximum adsorption capacity ranging from 40 ± 2 to 73 ± 1 mg Mo·g−1. Therefore, this
work demonstrates that the materials used exhibit rapid adsorption reactions with LSA 99Mo and
higher capacity than conventional alumina (2–20 mg Mo·g−1).

Keywords: LSA 99Mo; thermodynamic parameters; solid-phase extraction; isotherm; metal ox-
ides NPs

1. Introduction
99Mo/99mTc radioisotope generators have a growing importance in nuclear medicine

investigations. They are the primary source of supplying 99mTc radionuclide for diagnostic
purposes [1–3]. 99mTc is considered the workhorse of all nuclear medicine applications [4,5].
It is involved in more than 80% of all in vivo diagnostic procedures because of its ideal
nuclear characteristics, such as the short half-life of 6 h, absence of beta particles, and
emission of a mono-energetic photon with low energy at 140 keV [3,6]. Therefore, this
leads to less radiation exposure dose to the patients, and it produces a high-quality image
for better diagnosis aspects. Furthermore, its unique labeling chemistry allows the use of
a wide range of 99mTc-labelled compounds to visualize different body organs [7,8]. For
instance, 99mTc-DTPA and 99mTc-MAG3 are used to monitor renal functions [9]. In addition,
99mTc-tetrofosmin, 99mTc-sestamibi, and 99mTc-teboroxime are utilized for the diagnosis
of cardiac disease [10]. Moreover, 99mTc-lidofenin is applied for liver diagnostics [11].
Furthermore, 99mTc-medronate, 99mTc-propyleneamineoxime, and 99mTc-MDP (methylene
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diphosphonate) are involved in skeletal imaging, cerebral perfusion, and diagnosis of bone
metastases, respectively [12–15].

Among the developed 99Mo/99mTc generators, the chromatographic column type is
the most widely used system [3,16]. This system is based on adsorbing 99Mo on a column
filled with a suitable material from which 99mTcO4

− can be easily eluted while 99Mo remains
adsorbed [3]. The differences between these generators include the column material and
the origin of the parent, 99Mo. The main practical difficulties linked to the preparation of
99Mo/99mTc generators are the low sorption capacity of the bulk conventional inorganic
sorbents usually used. These sorbents have low sorption capacity (2–20 mg Mo/g) due
to the low availability of active sites and relatively limited surface area [3]. Consequently,
such sorbents require a parent of high specific activity to prepare a useful generator of a
proper radioactivity level. A high specific activity parent can be produced from the fission
of 235U. Fission-produced 99Mo faces some critical difficulties. For example, sophisticated
infrastructures and well-qualified personnel are needed to separate and purify 99Mo from
the irradiated 235U target and other fission products. In addition, a considerable level
of radioactive waste is generated during the manufacturing process, which increases
the cost of production [17,18]. Alternatively, research studies focused on developing
clinical-grade chromatographic 99Mo/99mTc generators based on 99Mo of low specific
activity (LSA) [3,19,20]. However, this proposal demands using high-capacity sorbents
to compensate for the LSA 99Mo and make it more reliable from the economic point of
view [17,21].

The use of advanced nanomaterials has generated a growing interest in developing
diagnostic 99mTc generators [3]. Nawar and Türler [3] highlighted several nanomaterial
adsorbents that have been developed for 99Mo/99mTc generator application. This class of
sorbents possesses appreciable adsorption capacity and unique performance [20]. In this
regard, the utilization of advanced commercial metal-oxide nanoparticles is an exciting idea
due to their improved properties. In contrast to traditional sorbents, these nano-adsorbents
have large surface-to-volume ratios, enhanced porosity, improved surface reactivity, and
significant radiation resistance and chemical stability [21,22]. Therefore, they show high
adsorption efficiency and selectivity [23].

In this study, we intend to evaluate the sorption efficiency of some commercially
available nano-metal oxides towards LSA 99Mo. To achieve this goal, we investigated the
adsorption behavior of the selected materials for LSA 99Mo under different experimental
conditions. These conditions include the pH, initial concentration of molybdate ions,
contact time, and temperature. In addition, to better understand their sorption behavior,
the sorption kinetics, equilibrium isotherms, and thermodynamic behavior were evaluated.

2. Results and Discussion
2.1. Effect of Solution pH

The solution pH has a profound impact on the efficiency of the adsorption process.
The influence of pH can be clarified by understanding its role in varying the ionic state of
the functional groups on the adsorbent surface. Moreover, it affects the ionization and/or
the dissociation of the studied ions [24]. In this context, a batch equilibration experiment
was conducted at a pH range from 1 to 8 to determine the optimum pH value that shows the
maximum 99Mo retention on each adsorbent. Figure 1a depicts the distribution coefficients
(Kd) of CA-99Mo at different pH values. The data presented in this figure show that higher
Kd values are observed at pH values (2–4). Beyond this region, the Kd values decrease with
increasing the solution pH, which agrees with previously published studies [25].
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Figure 1. Effect of initial pH on (a) the distribution coefficients (Kd) of CA-99Mo on different metal 
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molybdenum [22], and (c) variation of the final pH values.

Since the adsorbents are metal oxides, they might have similar surface chemistry.
Moreover, since the adsorption process depends mainly on the aqueous phase’s pH values
and the adsorbent material’s surface characteristics, we investigated the isoelectric point
(pHIEP) of each adsorbent (Table 1). The pHIEP measurements help to clarify the sorption
mechanism. The sorbent surface carries a positive charge at pH < pHIEP, zero charge at
pH~pHIEP, and is negatively charged at pH > pHIEP. Consequently, there is a change in
the pHIEP of the sorbent with the pH of an aqueous solution. Nawar et al. [22] reported
that this behavior might occur because amphoteric hydroxyl groups cover the adsorbent
surface. Hence, based on the pH of the medium, these groups develop different reactions
in different pH media, resulting in positive or negative charges appearing on the adsorbent
surface. Herein, at pH < pHIEP, they are protonated, and the surface develops a positive
charge as follows:

Adsorbent−OHSurface + H+
solution 
 Adsorbent−OH+

2 (1)

The data presented in Figure 1a can be interpreted by considering the speciation
diagram of molybdenum shown in Figure 1b [22]. The speciation data are generated using
the PHREEQC software (version 3) to determine the predominant Mo species at different
pHs for the following conditions: C0 = 50 mg·L−1 at 298 1 K and using the built-in database
of stability constants [22]. At acidic medium, the molybdate anionic species exist and
polymerize, increasing the molybdenum content per unit charge as follows:

7 99MoO2−
4 + 8 H+ 
 99Mo7O6−

24 + 4 H2O (2)

Consequently, this results in favorable interactions between negatively charged molyb-
denum polyanions and positively charged adsorbents surfaces [26]. At higher pH values,
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the speciation shifts to less negatively charged Mo species, and the density of hydroxyl
groups (OH−) increases in solution. These hydroxyl anions compete with less negatively
charged molybdenum anions to retain the available active sites on adsorbents surfaces,
explaining the low Kd distribution values at higher pH values [22,27].

Table 1. Description of the analyzed commercial metal oxides NPs *.

No. Name Description Particle Size,
(nm)

Surface Area,
(m2·g−1)

Isoelectric Point
(pHIEP)

CeO2-544841 Cerium
oxide-SA-544841

Molecular formula: CeO2
Molecular weight: 172.11

Density: 7.13 g·mL−1 at 298 K
<25 N.A 5

ZrO2-544760 Zirconium
oxide-SA-544760

Molecular formula: ZrO2
Molecular weight: 123.22

Density: 5.89 g·mL−1 at 298 K
<100 ≥25 6.1

TiO2-637254 Titanium
oxide-SA-637254

Molecular formula: TiO2
Molecular weight: 79.87

Density: 3.9 g·mL−1 at 298 K
<25 45–55 6.6

SnO2-549657 Tin
oxide-SA-549657

Molecular formula: SnO2
Molecular weight: 150.71

Density: 6.95 g·mL−1 at 298 K
≤100 20.1 3.8

SiO2-637246 Silicon
oxide-SA-637246

Molecular formula: SiO2
Molecular weight: 60.08

Density: 2.2–2.6 g·mL−1 at
298 K

5–20 590–690 2.5

AlCeO3-637866 Cerium aluminium
oxide-SA-637866

Molecular formula: AlCeO3
Molecular weight: 215.1 ≤80 N.A 4.8

Al2TiO5-634143
Aluminium

titanium
oxide-SA-634143

Molecular formula: Al2TiO5
Molecular weight: 181.83 <25 N.A 6.4

Al2TiO5-14484
Aluminium

titanium
oxide-AA-14484

Molecular formula: Al2TiO5
Molecular weight: 181.86 100 mesh N.A 6.5

CeO2/ZrO2-
634174

Cerium zirconium
oxide-SA-634174

Molecular formula:
(CeO2)·(ZrO2)

Molecular weight: 295.34
Density: 6.61 g·mL−1 at 298 K

<50 N.A 6.7

SiO2/Al2O3-
643653

Aluminosilicate-
SA-643653

Molecular formula:
(SiO2)x(Al2O3)y

pore volume:
0.8–1.1 cm3·g−1

mesostructured, pore size:
2–4 nm

4.5–4.8 900–1100 6

CeO2-700290 Cerium
oxide-SA-700290

Molecular formula: CeO2
Molecular weight: 172.11

Density: 7.13 g·mL−1 at 298 K
<50 30 4.5

* The information was provided by the supplier. Only the isoelectric point data were determined experimentally.
Abbreviations: AA: Alfa Aesar (Kandel, Germany); N.A: Not Available; SA: Sigma-Aldrich (Buchs, Switzerland).

Moreover, based on the isoelectric point (pHIEP) of each sorbent material (Table 1)
and the measured final solution pH (Figure 1c), it can be observed that Kd values start to
decrease when the final solution pH exceeds the sorbent’s pHIEP, which can be attributed
to the expected change in the surface charge of the sorbent material. As previousely men-
tioned, at solution pH values above the pHIEP, the sorbent surface becomes predominately
negatively charged. As a result, repulsion between the negatively charged sorbent surface
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and the negatively charged molybdenum polyanions takes place, leading to the observed
decrease in Kd values [22,28].

It can also be observed that both silicon oxide and aluminosilicate nanoparticles
possess small particle sizes (5–20 and 4.5–4.8 nm) and high surface area (590–690 and
900–1100 m2·g−1), respectively (Table 1). However, both adsorbents show a weak affinity
for Mo species. This behavior may be attributed to their poor stability with increasing pH
values. At high pH values, the dissolution of silica occurs, resulting in the formation of
monomeric ortho-silicic acid (H4SiO4), which can be explained due to the presence of more
hydroxyl groups. These hydroxyl groups are chemisorbed on the adsorbent surface, which
increases the number of coordination bonds around the silicon atom to more than four
bonds. Consequently, it may lead to Si-O bond rupture, and the silicon atom dissolves as
Si(OH)4 and ortho-silicic acid [29].

According to the obtained results, we selected six adsorbents that showed high distri-
bution coefficient values towards CA-99Mo for the subsequent investigations. These adsor-
bents are CeO2-544841, ZrO2-544760, TiO2-637254, Al2TiO5-634143, CeO2/ZrO2-634174,
and CeO2-700290.

2.2. Adsorption Isotherm

Equilibrium isotherms are essential in describing the adsorption mechanisms for
the interaction of Mo(VI) ions with the surfaces of the investigated metal oxides NPs.
These mechanisms describe the adsorption process successfully. Here, we investigated
equilibrium data obtained for adsorption of CA-99Mo on CeO2-544841, ZrO2-544760, TiO2-
637254, Al2TiO5-634143, CeO2/ZrO2-634174, and CeO2-700290 with various isotherm
models to find out which one is the most suitable for describing the obtained adsorption
equilibrium data.

2.2.1. Freundlich Isotherm

Many studies have utilized the Freundlich adsorption isotherm model proposed as a
general power equation used to describe the adsorption of radionuclides in a large number
of studies [30–32]. The Freundlich isotherm has the form shown as follows:

qe = Kf(Ce)
1
nf (3)

where qe (mg·g−1) is the concentration of CA-99Mo adsorbed and Ce (mg·L−1) is the
concentration of Mo remaining in the solution. Kf (mg1−nLn·g−1) and nf (dimensionless)
are constants unique to each combination of adsorbent and adsorbate.

2.2.2. Langmuir Isotherm

Langmuir (1918) developed an equation to describe the adsorption of gases on a solid
surface that was subsequently adapted to describe the adsorption of solutes onto solids in
aqueous solutions [31,33,34], as shown in Equation (4):

qe =
nLKLCe

1 + KLCe
(4)

where qe (mg·g−1) is the total concentration of solute adsorbed, KL (L·mg−1) is an equilib-
rium constant, and nL (mg·g−1) is the adsorption capacity.

Figure 2 presents the experimental adsorption equilibrium data obtained for Mo ions
on the investigated metal oxide adsorbents as a plot of adsorption equilibrium capacity (qe)
against initial concentration (C0). It is observed that there is an increase in the amount of
Mo ions taken up with the increase in the initial metal ion concentration. This increase in
the adsorbate uptake can be explained by the driving force for mass transfer [34].

115



Inorganics 2022, 10, 154

Inorganics 2022, 10, x FOR PEER REVIEW 6 of 14 
 

 

find out which one is the most suitable for describing the obtained adsorption equilibrium 

data. 

2.2.1. Freundlich Isotherm 

Many studies have utilized the Freundlich adsorption isotherm model proposed as a 

general power equation used to describe the adsorption of radionuclides in a large num-

ber of studies [30–32]. The Freundlich isotherm has the form shown as follows: 

qe = Kf(Ce)
1

nf⁄  (3) 

where qe (mg∙g−1) is the concentration of CA-99Mo adsorbed and Ce (mg∙L–1) is the concen-

tration of Mo remaining in the solution. Kf (mg1−nLn∙g–1) and nf (dimensionless) are con-

stants unique to each combination of adsorbent and adsorbate.  

2.2.2. Langmuir Isotherm 

Langmuir (1918) developed an equation to describe the adsorption of gases on a solid 

surface that was subsequently adapted to describe the adsorption of solutes onto solids in 

aqueous solutions [31,33,34], as shown in Equation (4): 

qe =
nLKLCe

1 + KLCe

 (4) 

where qe (mg∙g–1) is the total concentration of solute adsorbed, KL (L∙mg–1) is an equilib-

rium constant, and nL (mg∙g–1) is the adsorption capacity. 

Figure 2 presents the experimental adsorption equilibrium data obtained for Mo ions 

on the investigated metal oxide adsorbents as a plot of adsorption equilibrium capacity 

(qe) against initial concentration (C0). It is observed that there is an increase in the amount 

of Mo ions taken up with the increase in the initial metal ion concentration. This increase 

in the adsorbate uptake can be explained by the driving force for mass transfer [34]. 

 

Figure 2. The influence of initial molybdate concentration on the equilibrium sorption capacity (qe) 

of CA-99Mo on different metal oxides NPs (pH = 3, V/m =100 mL∙g–1, t = 24 h, and temperature = 298 

± 1 K). 

The non-linear forms of both isotherm models were applied to the measured adsorp-

tion data (Ce versus qe), and the data were displayed in Figure 3. Adsorption parameters 

were optimized using the add-ins “Solver” function in Microsoft Excel. Table 2 gives the 

Freundlich parameters (Kf and nf), Langmuir parameters (KL and nL), and the goodness of 

fit of the model lines to the experimental data (R2). Based on the regression coefficient 

values reported in Table 2, it is observed that good to excellent correlations between the 

experimental results and the fitted data of the Freundlich isotherm model were obtained 

0 200 400 600 800 1000

10

20

30

40

50

q
e
 (

m
g

.g
-1

)

 

 

Co (mg.L
-1

)

 

 CeO2-544841

 ZrO
2
-544760

 TiO
2
-637246

 Al
2
TiO

5
-634143

 CeO
2
/ZrO

2
-634174

 CeO
2
-700290

 

Figure 2. The influence of initial molybdate concentration on the equilibrium sorption capacity (qe)
of CA-99Mo on different metal oxides NPs (pH = 3, V/m =100 mL·g−1, t = 24 h, and temperature =
298 ± 1 K).

The non-linear forms of both isotherm models were applied to the measured adsorp-
tion data (Ce versus qe), and the data were displayed in Figure 3. Adsorption parameters
were optimized using the add-ins “Solver” function in Microsoft Excel. Table 2 gives the
Freundlich parameters (Kf and nf), Langmuir parameters (KL and nL), and the goodness
of fit of the model lines to the experimental data (R2). Based on the regression coefficient
values reported in Table 2, it is observed that good to excellent correlations between the
experimental results and the fitted data of the Freundlich isotherm model were obtained for
all the investigated sorbents. In contrast, the Langmuir model failed to fit any equilibrium
sorption isotherm of the CA-99Mo on all tested adsorbents; lower R2 values were obtained.

These findings suggest that CA-99Mo adsorption on metal oxide nanomaterials un-
der investigation mainly occurred through multilayer adsorption at heterogeneous sur-
faces [31,35]. The Freundlich adsorption constant (nf) is usually used as a measure of
adsorption intensity as follows; (i) nf < 1 indicates that adsorption takes place via a chemi-
cal process, (ii) nf = 1 shows linear adsorption, (iii) while nf > 1 indicates physisorption [35].
The nf values displayed in Table 2 were higher than 1, indicating that CA-99Mo adsorption
on the materials used in this study was physisorption and favorable under the investigated
conditions. Furthermore, the closer the 1/n value to 0 than unity (ranging from 0.10 to
0.25), the more heterogeneous the surface is, implying a broad distribution of adsorption
sites on the adsorbent surface [32,33].

Inorganics 2022, 10, x FOR PEER REVIEW 7 of 14 
 

 

for all the investigated sorbents. In contrast, the Langmuir model failed to fit any equilib-

rium sorption isotherm of the CA-99Mo on all tested adsorbents; lower R2 values were 

obtained. 

Table 2. Isotherm parameters calculations for the adsorption of CA-99Mo on different metal oxides 

NPs. 

Isotherm 

Model 
Parameter 

CeO2-

544841 

ZrO2-

544760 

TiO2-

637254 

Al2TiO5-

634143 

CeO2/ZrO2-

634174 

CeO2-

700290 

Langmuir 

nL (mg∙g–1) 26.704 16.814 36.980 10.207 23.470 19.603 

KL (L∙mg–1) 0.407 0.993 0.311 0.0907 3.537 0.254 

R2 0.911 0.957 0.930 0.836 0.870 0.954 

Freundlich 

KF (mg1−nLn∙g–1) 10.514 9.058 13.064 6.364 11.506 8.876 

nf 5.010 8.294 4.079 10.325 6.346 6.644 

R2 0.982 0.968 0.989 0.898 0.955 0.966 

 

Figure 3. Adsorption isotherms: (a) Langmuir and (b) Freundlich of CA-99Mo on different metal 

oxides NPs. 

These findings suggest that CA-99Mo adsorption on metal oxide nanomaterials under 

investigation mainly occurred through multilayer adsorption at heterogeneous surfaces 

[31,35]. The Freundlich adsorption constant (nf) is usually used as a measure of adsorption 

intensity as follows; (i) nf < 1 indicates that adsorption takes place via a chemical process, 

(ii) nf = 1 shows linear adsorption, (iii) while nf > 1 indicates physisorption [35]. The nf 

values displayed in Table 2 were higher than 1, indicating that CA-99Mo adsorption on the 

materials used in this study was physisorption and favorable under the investigated con-

ditions. Furthermore, the closer the 1/n value to 0 than unity (ranging from 0.10 to 0.25), 

the more heterogeneous the surface is, implying a broad distribution of adsorption sites 

on the adsorbent surface [32,33]. 

2.3. Thermodynamic Studies 

We determined the amount of CA-99Mo adsorbed on the surface of the materials in-

vestigated in the current study as a function of temperature (T) using adsorption thermo-

dynamic parameters. These parameters include the Gibbs free energy ΔG0 (kJ∙mol–1), the 

standard enthalpy change ΔH0 (kJ∙mol–1), and the standard entropy change ΔS0 (J∙mol–1∙K–

1). They were investigated at different temperatures (298, 313, 323, and 333 K) using Equa-

tions (5) and (6) [34,36,37] and are tabulated in Table 3: 

∆𝐺0 = −RTlnKd (5) 

ln Kd =
∆𝑆0

R
−

∆𝐻0

RT
  (6) 

Figure 3. Adsorption isotherms: (a) Langmuir and (b) Freundlich of CA-99Mo on different metal
oxides NPs.

116



Inorganics 2022, 10, 154

Table 2. Isotherm parameters calculations for the adsorption of CA-99Mo on different metal ox-
ides NPs.

Isotherm
Model Parameter CeO2-

544841
ZrO2-
544760 TiO2-637254 Al2TiO5-

634143
CeO2/ZrO2-

634174
CeO2-
700290

Langmuir

nL (mg·g−1) 26.704 16.814 36.980 10.207 23.470 19.603

KL (L·mg−1) 0.407 0.993 0.311 0.0907 3.537 0.254

R2 0.911 0.957 0.930 0.836 0.870 0.954

Freundlich

KF
(mg1−nLn·g−1) 10.514 9.058 13.064 6.364 11.506 8.876

nf 5.010 8.294 4.079 10.325 6.346 6.644

R2 0.982 0.968 0.989 0.898 0.955 0.966

2.3. Thermodynamic Studies

We determined the amount of CA-99Mo adsorbed on the surface of the materials
investigated in the current study as a function of temperature (T) using adsorption ther-
modynamic parameters. These parameters include the Gibbs free energy ∆G0 (kJ·mol−1),
the standard enthalpy change ∆H0 (kJ·mol−1), and the standard entropy change ∆S0

(J·mol−1·K−1). They were investigated at different temperatures (298, 313, 323, and 333 K)
using Equations (5) and (6) [34,36,37] and are tabulated in Table 3:

∆G0 = −RTlnKd (5)

ln Kd =
∆S0

R
− ∆H0

RT
(6)

where R is the universal gas constant (8.314 J·mol−1·K−1), T is the absolute temperature
(K), and Kd (mL·g−1) is the distribution coefficient.

Table 3. Thermodynamic parameters for the sorption of CA-99Mo on different metal oxides NPs.

Adsorbent Temperature
(K)

∆G0

(kJ·mol−1)
∆H0

(kJ·mol−1)
∆S0

(J·mol−1·K−1)

CeO2-544841

298 −9.8 ± 2.9

−5.1 ± 1.5 16.0 ± 4.7
313 −10.1 ± 3.0

323 −10.2 ± 3.0

333 −10.4 ± 3.1

ZrO2-544760

298 −7.8 ± 1.4

−1.4 ± 0.7 21.3 ± 2.2
313 −8.1 ± 1.4

323 −8.3 ± 1.4

333 −8.5 ± 1.5

TiO2-637254

298 −10.9 ± 3.1

4.7 ± 1.5 52.0 ± 5.0
313 −11.7 ± 3.1

323 −12.2 ± 3.2

333 −12.7 ± 3.2

Al2TiO5-634143

298 −7.2 ± 2.0

−4.5 ± 1 9.1 ± 3.2
313 −7.4 ± 2.0

323 −7.5 ± 2.0

333 −7.6 ± 2.0
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Table 3. Cont.

Adsorbent Temperature
(K)

∆G0

(kJ·mol−1)
∆H0

(kJ·mol−1)
∆S0

(J·mol−1·K−1)

CeO2/ZrO2-634174

298 −9.0 ± 1.4

1.3 ± 0.7 34.6 ± 2.2
313 −9.5 ± 1.4

323 −9.9 ± 1.4

333 −10.2 ± 1.4

CeO2-700290

298 −8.2 ± 1.9

−0.1 ± 0.9 27.2 ± 3.0
313 −8.6 ± 1.9

323 −8.9 ± 2.0

333 −9.1 ± 2.0

Figure 4 shows linear plots of ln Kd versus (1/T). The calculated ∆G0 values at
each temperature for all nano-adsorbents are ∆G0 < 0, which implies that the Mo(VI)
adsorption process on the surfaces of all adsorbents is spontaneous and the reaction is
feasible. Likewise, ∆G0 values decrease with increasing temperature, indicating that the
degree of spontaneity can be enhanced by increasing the temperature. Furthermore, the
adsorption process is physisorption (−20 < ∆G0 < 0) [38]. The positive values of ∆S0

(∆S0 > 0) report random adsorption reactions of CA-99Mo at all adsorbents surfaces. The
values of ∆H0 are positive (∆H0 > 0) for both TiO2-637254 and CeO2/ZrO2-634174, implying
that CA-99Mo adsorption at their surfaces is endothermic [39]. While for CeO2-544841,
ZrO2-544760, Al2TiO5-634143, and CeO2-700290, the change in enthalpy (∆H0) is negative
(∆H0 < 0), indicating that the adsorption of CA-99Mo at their surfaces is exothermic [38,40].
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2.4. Determining the Maximum Sorption Capacity

In order to evaluate the maximum sorption capacity of each adsorbent, the equilibra-
tions of CA-99Mo with each adsorbent were performed separately. Batch equilibrations
were repeated until no further 99Mo(IV) uptake was observed, and the adsorbents became
fully saturated with 99Mo. After each equilibration, 1 mL aliquot was decanted, centrifuged,
and counted. Ultimately, the maximum sorption capacity (qmax) for each material was
calculated by applying the following equation:

qmax =
∑ U%

100
×Co ×

V
m

(mg·g−1) (7)
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where U% is the uptake percent of CA-99Mo, C0(mg·L−1) is the starting Mo(IV) concentra-
tion, V (L) is the liquid phase volume, and m (g) is the adsorbent weight. Figure 5 shows
CA-99Mo maximum sorption capacity on different studied metal oxides NPs. It can be con-
cluded that the studied metal oxide NPs show better sorption capacity than conventional
alumina currently used in 99Mo/99mTc generators. Nonetheless, the obtained capacities are
insufficient for developing a clinical-grade 99mTc generator based on LSA 99Mo.
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Figure 5. The maximum sorption capacity of different metal oxide NPs for CA-99Mo.

2.5. Effect of Contact Time

The effect of contact time on the uptake percent of CA-99Mo was monitored for an
initial Mo(IV) concentration of 50 mg·L−1 (pH~3), using an adsorbent dose of 200 mg.
The reaction temperature was adjusted to 298 ± 1 K. The results are shown in Figure 6.
The results show that the Mo uptake sharply increased at the beginning of the adsorption
process and reached a constant value (a plateau value) in the first two minutes. This
behavior indicates a rapid and almost instantaneous removal of CA-99Mo from the solution,
and a dynamic equilibrium is established under the given experimental conditions. In order
to design an effective adsorption process, determining the kinetic parameters is crucial.
The kinetic data shown in Figure 6 revealed that the equilibrium for adsorption of Mo on
metal oxide nano-adsorbents is already reached at the very beginning of the adsorption
process. Consequently, using the current methodology, such data cannot be modeled with
adsorption kinetic models.
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Figure 6. Effect of contact time on CA-99Mo uptake on different metal oxide NPs (C0 = 50 mg·L−1,
pH = 3, V/m = 100 mL·g−1, and temperature = 298 ± 1 K).
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3. Materials and Methods
3.1. Materials

All chemicals are of analytical grade purity (A. R. grade) and were used without
further purification. Milli-Q water was used for the preparation of solutions and washings.
Sodium hydroxide and nitric acid were purchased from Merck, Darmstadt, Germany. The
metal oxide nanomaterials were purchased from different suppliers (Table 1).

99Mo radiotracer solution was obtained by eluting a 40 GBq fission 99Mo alumina-
based 99Mo/99mTc generator (Pertector, manufactured by National Centre for Nuclear
Research, POLATOM, Otwock, Poland) with 5 mL of 1 M NaOH solution after ~7 d
from the calibration date. The total 99Mo radioactivity was measured with a Capintec
Radioisotopes Calibrator (model CRC-55tR Capintec, Inc., Florham Park, NJ, USA). The
99Mo eluate solution was passed through a 0.45 micro-Millipore filter to retain alumina
particles. Then, the 99Mo solution was treated with nitric acid to attain the desired pH value.

3.2. Batch Equilibrium Studies

A batch equilibration experiment was conducted to investigate the adsorption behavior
of carrier-added (CA) 99Mo (Mo(IV) treated with 99Mo) on several commercial metal oxide
nanoparticles (NPs) under different conditions. These conditions included the influence
of pH, contact time, reaction temperature, and initial adsorbate concentration. In a series
of clean glass bottles, we added 200 mg of each adsorbent to 20 mL of 99Mo(IV) solution
of a given concentration and pH value. Subsequently, the mixtures were shaken in a
thermostatic shaker water bath (Julabo GmbH, Seelbach, Germany) at 298 ± 1 K for 24 h.
Eventually, the supernatant solution was collected, centrifuged, and 1 mL was separated
for radiometric measurements. For all radiometric identifications and γ-spectrometry, we
used a multichannel analyzer (MCA) of Inspector 2000 model, Canberra Series, Mirion
Technologies, Inc., Meriden, CT, USA, coupled with a high-purity germanium coaxial
detector (HPGe). All samples have fixed geometry and were counted at a low dead time
(<2%). The measurements were done by using an appropriate gamma-ray peak of 740 keV.

3.2.1. Distribution Ratio (Kd)

The distribution coefficient (Kd) values of CA-99Mo were investigated at a wide range
of pH (from 1–8). For adjusting the desired pH value of the solutions, few drops of 0.5 M
nitric acid or 0.5 M sodium hydroxide were added. The pH values of the solutions were
measured before and after reaching the equilibrium state. pH values were determined
using a pH-meter with a microprocessor (Mettler Toledo, Seven Compact S210 model,
Greifensee, Switzerland).

3.2.2. Adsorption Isotherm

In order to determine the sorption isotherms, we used different initial molybdate
ion concentrations from 50 to 500 mg·L−1 while keeping the adsorbent amount constant.
Moreover, the solution pH, equilibrium time, and reaction temperature were kept at pH~3,
24 h, and 298 ± 1 K, respectively. In addition, the equilibrium adsorption capacity (qe) was
calculated. Finally, we used the obtained results to determine the sorption isotherm model.

3.2.3. Thermodynamic Studies

The reaction temperature effect on the uptake of carrier-added 99Mo was studied at
four different reaction temperatures (298, 313, 323, and 333 K). At each temperature, we
added 20 mL of CA-99Mo solution (pH 3) in contact with 200 mg of the adsorbent material
for 24 h. From the resulting data, we calculated different thermodynamic parameters,
namely the standard enthalpy change (∆H0), standard entropy change (∆S0), and Gibbs
free energy change (∆G0).
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3.2.4. Effect of Contact Time

In order to investigate the 99Mo adsorption rate on the studied metal oxides NPs, we
monitored the progress of the uptake capacity of 99MoO4

2– ions (50 mg·L−1 and pH~3)
at different time slots. The adsorption of CA-99Mo was followed with time until the
equilibrium was established. Finally, we calculated the 99Mo capacity (qt) in mg·g−1 at
each time (t).

3.3. Calculations

The adsorption data of CA-99Mo include uptake percent (U%), distribution coefficient
(Kd), equilibrium capacity (qe), and equilibrium concentration (Ce). These data were
calculated according to the following equations:

U% =
(Ai −Af)

Ai
× 100 (8)

qe =
U%
100
×C0 ×

V
m

(mg·g−1 ) (9)

Ce = Ai −
(

Ai ×
U%
100

)
(mg·L−1) (10)

Kd =
Ai − Af

Ai
× V′

m
(mL·g−1) (11)

where Ai and Af are the initial and final 99Mo radioactivity in counts/min. C0 (mg·L−1)
is the initial concentration of CA-99Mo, V (L) and V′ (mL) represent the volume of liquid
phases, and m (g) is the weight of the solid phase.

4. Summary and Conclusions

The main objective of this study was to evaluate the adsorption affinity of different
commercial metal oxides NPs purchased from different suppliers towards LSA 99Mo. All
experiments were conducted at static equilibrium conditions. We studied the distribu-
tion ratio of CA-99Mo in a pH range of 1 to 8. The optimum adsorption pH was found
to be in the range of pH 2 to 4. In addition, the Freundlich isotherm model fitted the
experimental data of the CA-99Mo on all adsorbent materials investigated in this study.
Moreover, we determined the values of enthalpy change (∆H0), entropy change (∆S0),
and free energy change (∆G0) at the different reaction temperatures. Furthermore, the
maximum adsorption capacities were evaluated, and the best adsorbents showed a capacity
of 40 ± 2 to 73 ± 1 mg Mo·g−1. Summing up the results, it can be concluded that the
adsorption behavior of the materials investigated depends on the solution pH, contact time,
initial metal ion concentration, and temperature. Furthermore, the investigated materials
showed higher static sorption capacities than conventional alumina (2–20 mg Mo·g−1).
Nonetheless, they are not suitable to build a useful 99Mo/99mTc generator using LAS 99Mo
for radiopharmaceutical applications. Since the available specific activity of LAS 99Mo is
2.5–5 Ci/g Mo, approximately 20–25 g of each material would be required to prepare a
99mTc generator of 37 GBq (1 Ci). Using such a massive amount of sorbent material per
generator would deteriorate the elution performance and the radioactive concentration of
the produced 99mTc.
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Abstract: In the present study, a nanocrystalline Ni-Fe matrix with reinforced TiO2 nanoparticles
as a functional nanocomposite material was fabricated by pulsed current electroforming in UV-
LIGA (lithography, electroplating, and molding). The influences of TiO2 nanoparticles on the Ni-Fe
nanocomposite deposition were also investigated using scanning electron microscopy, transmission
electron microscopy, and in vitro cytotoxicity assay. It was found that the Ni-Fe nanocomposite with
5 wt.% TiO2 nanoparticles showed a smooth surface and better dispersion property. When the Ni-Fe
nanocomposite is combined with 20 wt.% TiO2, it resulted in congeries of TiO2 nanoparticles. In
addition, TiO2 nanoparticles possessed better dispersion properties as performed in pulse current
electrodeposition. The microstructure of the electrodeposited Ni-Fe-TiO2 nanocomposite was a FeNi3
phase containing anatase nano-TiO2. Moreover, the electrodeposited Ni-Fe-5 wt.% TiO2 nanocompos-
ite exhibited a smooth surface and structural integrity. Cytotoxicity assay results also proved that the
Ni-Fe nanocomposite with different concentrations of TiO2 nanoparticles had good biocompatibility.
Therefore, the optimization of pulse current electroforming parameters was successfully applied to
fabricate the Ni-Fe-TiO2 nanocomposite, and thus could be used as an endodontic file material for
dental applications.

Keywords: Ni-Fe-TiO2 nanocomposite; microstructure; biocompatibility; endodontic file

1. Introduction

Nickel-based alloys have been extensively used as endodontic files for root canal
treatment in dental fields because of their unique advantages such as high strength and
toughness, superior flexibility, good shape-memory ability, excellent corrosion resistance,
and acceptable biocompatibility [1–5]. Despite the advantages of nickel-based alloys, nickel-
based endodontic files fracture caused by torsional and cyclic fatigue in root canal treatment
still is the main issue in clinical applications [6–8]. It is well known that metallic material
with a nanocrystalline structure improves mechanical properties [9–12]. Accordingly, it
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would be desirable if the traditional nickel-based alloy could be developed as a nanocom-
posite with high torsional and cyclic fatigue resistance using potential fabrication methods
or by adding reinforced nanostructured materials to avoid fracture formation in root canal
without sacrificing desirable physicochemical and biological properties.

There are extensive studies on methods to produce nanocrystalline materials such as
current electroplating, electroless plating, co-deposition processes, pulse plating, etc. [9,12–18].
In general, electrodeposition produced porosity-free products and no consolidation was
required. In contrast, nanocrystalline precursor powders were considered a vital raw
material in other processing methods. Many pure metals such as Pd, Co, Ni, Ni–Mo
Ni–Zn, Ni–Fe, binary alloys, and Ni–Fe–Cr ternary alloys have been fabricated by the
above-mentioned methods [19–24]. Electrodeposition can produce nanostructured materi-
als with selected treatment parameters such as pH value, overpotential, bath composition,
temperature, etc. [25–27], while electrocrystallization occurs through two competing pro-
cesses (existing crystals buildup and new materials formation) and can be affected by
several factors. The ratio of the two processes was determined by the diffusion status of
anions on the surface of crystal and charge transfer rate on the surface of the electrode [28].
Low over potential and high surface diffusion rates could cause grain growth, while high
over potential and low diffusion rates of surface promote the new nuclei formation. The
current density allowed by pulse plating is much higher than the limited direct current
density, which can improve the new nuclei formation [29]. As stated above, the goal of the
present study aimed to fabricate the Ni-Fe with reinforced Ti dioxide (Ni-Fe-TiO2) nanocom-
posite (nanocrystalline Ni-Fe matrix and TiO2 nanoparticles) as a potential endodontic
instrument by the co-deposition approach with pulse electroplating for dental applications.
Properties of the Ni-Fe-TiO2 nanocomposites were evaluated through material analyses
and biocompatibility assays.

2. Results
2.1. Electrodeposition of the Ni-Fe-TiO2 Nanocomposites

According to the used parameters of pulse plating, it was found that the deposited
nanocomposites exhibited extremely shiny and smooth surface features. Moreover, the TiO2
concentration of the samples changed from 0.1 ± 0.1 wt.% (minimum) to a concentration
of 2.9 ± 0.1 wt.% (maximum) for the plating solution. Different parameters such as TiO2
concentration in the plating solution, duty cycle, current density, and solution agitation
affected the TiO2 concentration in the electrodeposits. The TiO2 concentration in the plating
solution was affected most at peak current density. Enhancing the TiO2 concentration of
the solution could increase the TiO2 amount in the electrodeposition. However, the amount
of electrodeposited TiO2 reduced as the peak current density increased.

2.2. Microstructural Characterization of the Ni-Fe-TiO2 Nanocomposites

The microstructure of the Ni-Fe-5 wt.% TiO2 nanocomposite is shown in Figure 1.
The formation of a nanocrystalline Ni-Fe matrix with irregularly shaped TiO2 particles (as
indicated by black arrows) can be clearly seen. The TiO2 particles were evenly dispersed
in the Ni-Fe matrix. Chemical compositions of the Ni-Fe-5 wt.% TiO2 nanocomposite are
illustrated in Figure 2. Based on the analysis by EDS, only the presence of Ni, Fe, Ti, and O
elements can be seen in the matrix. No other contaminants or impurity substances were
formed in the matrix during the electrodeposition. Similar microstructural characteristics
and chemical compositions could also be found in the other two nanocomposites. The
average size of grain in the Ni-Fe matrix was measured using the Scherrer method [11].
It was found that the average size of the grain is between 15 nm~20 nm. One thing
to consider during the analysis is that the Scherrer method used in this study might
not provide accurate grain sizes because of some effects; for example, the presence of
stacking faults and broadening of the diffracted beam caused by microstrains. Thus,
TEM was also employed to determine the grain size for the investigated nanocomposites.
Figure 3 shows the microstructures and grain sizes of the as-deposited Ni-Fe-5 wt.%
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TiO2. Grain size is calculated from a plan-view of TEM micrograph. Apparently, the
as-deposited Ni-Fe matrix was a polycrystalline structure with a grain size of ~50 nm
(Figure 3a). The Ni-Fe matrix belongs to the FeNi3 phase with a face-centered cubic
crystalline structure. Moreover, a diffraction ring pattern (Figure 3a) and numerous white
nanocrystalline structures (Figure 3b) were seen in the matrix indicating that the TiO2
nanoparticles were successfully deposited in the nanocomposite matrix. According to the
camera length and d-spacings from the selected-area diffraction pattern, the deposited TiO2
belongs to the anatase with a tetragonal crystalline structure. Hence, the microstructure of
the electrodeposited Ni-Fe-5 wt.% TiO2 nanocomposite was FeNi3 phase containing anatase
nano-TiO2. These features were also discovered in the Ni-Fe-10 wt.% TiO2 and Ni-Fe-20
wt.% TiO2 nanocomposites. Figures 4 and 5 present a car-like shape model fabricated
with Ni-Fe-5 wt.% TiO2 nanocomposite through an optimal UV-LIGA method. Clearly, the
micro-scale car-like shape model with a smooth surface and structural integrity could be
fabricated via this potential method.
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Figure 3. The TEM micrographs of the Ni-Fe-5 wt.%TiO2 nanocomposite: (a) bright-field image
showing the polycrystalline structure in the Ni-Fe matrix and (b) dark-field image indicating the
TiO2 nanocrystallization formation.

2.3. Cell Viability and Adhesion Behavior of the Ni-Fe-TiO2 Nanocomposites

The cell viability of L929 of the Ni-Fe-TiO2 nanocomposites for 24 h is shown in
Figure 6a. Obviously, the Ni-Fe-TiO2 nanocomposites exhibited a cell survival rate of more
than 70%. It is considered an acute cytotoxic potential when the cell viability of the sample is
less than <70% of the blank, according to ISO 109993-5. No statistically significant difference
(n = 5) between investigated Ni-Fe-TiO2 nanocomposites. Following cell seeding on the
Ni-Fe-TiO2 nanocomposites, morphology and cell adhesion in Ni-Fe-TiO2 nanocomposites
were observed through FE-SEM as illustrated in Figure 6b. It was found that all Ni-Fe-TiO2
nanocomposites showed numerous elongated filopodia after 3 days of cell seeding. The
filopodia of cells not only adhered flat, but also tightly grabbed the surface structure (as
indicated by arrows). The cell viability and response features demonstrated all Ni-Fe-TiO2
nanocomposites possessed good biocompatibility.
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3. Discussion

In this study, it was found that the electrodeposited nanocomposite produced better
smooth sidewall and surface as well as structural integrity, revealing that the Ni-Fe alloy
with TiO2 nanoparticles promoted formability. To explore possible reinforcement factors in
nanocomposite materials, we compared results from different groups of nanocomposites
including a traditional matrix of polycrystalline Ni containing reinforced nanoparticles of
Al2O3 [30]. Oberle et al. [31] reported that with large hardness and mechanical strength
enhancement in the composite matrix, the volume fraction of the co-deposited oxide
reinforcements with 50 nm and 300 nm particle sizes is relatively low (i.e., 1–2% volume).
Muller et al. [32] also indicated that there was a hardness and mechanical strength increased
in the co-deposited Ni nanocomposite matrix containing at least 23 vol.% of Al2O3 (average
14 nm in diameter), and grain size of Ni is over 50 nm. However, the fabricated Ni-Fe with
reinforced TiO2 nanoparticles nanocomposite exhibited a similar microstructure texture
with a grain size of ~50 nm. The grain size decreased when TiO2 nanoparticles were added,
which indicated that the nanocrystallization effect would occur due to the reactions of
energetic ions in the solution during electrodeposition [22,33].

For a small matrix, the grain size was only meaningful within a limited range when
used in nanocrystalline range dislocation models. The concept of the original dislocation
model of the Hall-Petch relationship was based on that grain boundaries were played as
barriers to dislocation movement, so a pile-up of dislocation formed at grain boundaries.
As the length of pile-up with a range of 10~100 nm, the models of pile-up become doubtful.
For example, the nanocrystalline range of dislocations in a pile-up rapidly reduced when
the size of the grain decreased [34]. Likewise, the typical mechanism of the Orowan type
was unlikely to work in the investigated nanocomposite material, since the particles of
reinforcing were one order of magnitude larger than the average grain size of the matrix
at least, leading to a structure in which one hard particle was surrounded by numerous
differently oriented grains in the matrix of Ni-Fe. Accordingly, the nanocomposite materials
with higher mechanical strength were mainly owing to the nanocrystalline Ni matrix with

130



Inorganics 2022, 10, 165

the presence of a reinforced second phase [35]. It is believed that the mechanical properties
can be promoted for the Ni-Fe-TiO2 nanocomposite.

Cytotoxicity testing is designed to assess the general toxicity of biomaterials and
medical devices. The test consists of extracting the device in a cell culture medium and
then exposing the extract to L929 mouse fibroblasts. ISO 10993-5 specification indicates
reasonable cell viability of 70% under the MTT assay. Cell viability near or below 70%
may be highly toxic to cells. In the present study, cell viability results showed that the
investigated Ni-Fe-TiO2 nanocomposites had high cell viability of over 90% after culturing
with L929 cells for 24 h. A high cell viability rate reveals that the investigated material
possesses better cell proliferation behavior and excellent biocompatibility [36,37]. In addi-
tion, it was found that there was no statistically significant difference between investigated
Ni-Fe-TiO2 nanocomposites. These findings demonstrated the electrodeposited Ni-Fe-TiO2
nanocomposites with different concentrations of TiO2 nanoparticles did not influence the
proliferation and adhesion behaviors of L929 cells. Nanostructured TiO2 has broad poten-
tial applications due to its nanosized features, low toxicity, and good biocompatibility [38].
Mohammadi et al. [39] also indicated that the mechanical strength of calcium phosphate
cement can be enhanced with TiO2 nanoparticles addition in the short-term. As a result,
it is believed that the electrodeposited Ni-Fe-TiO2 nanocomposites can not only enhance
cell viability but can also improve mechanical properties to obtain the desired results. As
discussed above, the optimal Ni-Fe-TiO2 nanocomposite can be fabricated through the
UV-LIGA approach. The Ni-Fe-TiO2 is a potential nanocomposite material that could be
unitized as an endodontic file for dental applications. However, further studies should
be performed to provide additional information concerning the mechanical properties
including micro-hardness, tensile strength, torsional strength, and cyclic fatigue in the
presence of electrodeposited Ni-Fe-TiO2 nanocomposites.

4. Materials and Methods
4.1. Materials Preparation

In this study, a modified Watts bath solution [40] was adopted as a plating solution
and TiO2 nanoparticles with an average diameter of 40 nm (Merk Taiwan, Taipei, Taiwan)
were used as reinforced material. The pH value was controlled at a range of 2.5–3.5. Ni
carbonate and hydrochloric/sulphuric acid (ratio 1:9) were used for pH value adjustment.
Before fabrication, the TiO2 nanoparticles powder was slowly added to the modified Watts
bath solution with continuous mixing to avoid the TiO2 nanoparticles agglomeration. Sub-
sequently, the TiO2 slurry with different concentrations of 5 wt.%, 15 wt.%, and 20 wt.%
was added to the solution of bulk in the final bath, respectively. Hereafter, the pulsed
electrodeposition process was performed with a galvanostat/potentiostat electrochemical
instrument (EG & G, Princeton Applied Research 263A, Artisan Technology Group, Cham-
paign, IL, USA), which could control the direct or pulsed electrodepositions. The parameter
of pulse plating of duty cycle (pulse on time divided by pulse on time plus pulse off time)
was set in direct current between 30% and 100%. The peak current densities were up to
10 A/dm2. The stirring rate was calculated by means of a mechanical impeller to maintain
the TiO2 particulate in suspension. The time of plating was set constantly at 750 rpm for
3 h. The plating solution contained in the plating cell was kept in a water bath at 60 ◦C.
The plating cell anode was made by the electrolytic Ni (purity 99.99%) containing Ti basket.
The cathode was made by the Ti substrate (1 cm × 2 cm). Finally, the electrodeposits
were mechanically removed from the Ti substrate (cathode side) to analyze surface and
microstructural characterizations.

4.2. Surface Characterization

Surface morphology was studied by a JEOL JSM-6500F field emission scanning elec-
tron microscope (FE-SEM, Tokyo, Japan) equipped with a high-energy dispersive X-ray
spectroscope (EDS; INCA, Oxford Instruments, Abingdon, UK). The operating voltage was
kept at 20 kV. The samples were observed and analyzed under different magnifications.

131



Inorganics 2022, 10, 165

4.3. Microstructure Identification

The model 657 dimple grinder (Gatan Inc., Pleasanton, CA, USA) and model 691
precision ion polishing system (Gatan Inc., Pleasanton, CA, USA) were used to prepare
the TEM specimen with an electron transparent area. Hereafter, a model JEOL-2100 high-
resolution transmission electron microscope (TEM; JEOL Ltd., Tokyo, Japan) was used to
research crystallinity and phase identification with an accelerating voltage of 200 kV.

4.4. Cytotoxicity Assay

In this study, the L929 RM60091 mouse fibroblast cell line (Bioresource Collection, and
Research Center, Hsinchu, Taiwan) was used for cytotoxicity evaluation. The cells were
seeded in culture dishes at a density of 5 × 104 cells per 100 µL in α-Minimum Essential
Medium (MEM; Level Biotechnology, New Taipei City, Taiwan). Cells from passage 2
were harvested at 80% confluence and used for further 3-(4,5-dimethylthiazol-2-yl)-2,5-
diphenyltetrazolium bromide (MTT) assay. The extracts of the investigated samples were
placed in an orbital shaker maintained at 37 ◦C for 24 h with a mass to volume extraction
ratio of 0.2 g/mL, which was followed by filtering and sealing in sterile bottles. L929
cells at a density of 1 × 104 cells/well were cultured in MEM and seeded on the 24-well
culture plates. After obtaining a confluent monolayer, the medium was replaced by 0.1 mL
sample extracts and incubated for 24 h at 37 ◦C in an atmosphere of 5% CO2 (n = 5).
Afterward, a 10 µL MTT assay kit (R&D system, Minneapolis, MN, USA) was added to
each well and incubated for 2 h. The optical density value of each plate was read at 570 nm
through the ELx800 microplate reader (BioTek, Winooski, VT, USA). According to ISO
10993-5 specification, the cell viability (%) in the short-term culturing (24 h) experiment
was adopted to assess the material’s acute cytotoxicity response.

4.5. Cell Morphology Observation

The morphology of L929 cells was observed after 3 days of culture. The adhered L929
cells were washed with PBS, placed in a fixative consisting of 2.5% glutaraldehyde in 0.1 M
sodium cacodylate buffer for 1 h at 4 ◦C, rinsed in deionized water, and dehydrated in
serial of ethanol solutions for 15 min each concentration. Hereafter, dehydrated samples
were soaked in hexamethyldisilazane, sputter coated with platinum, and analyzed with
JEOL-6500F FE-SEM at 25 kV under different magnifications.

4.6. Statistical Analysis

The experimental results with multiple readings are presented as mean ± standard
deviation. Data were analyzed through the variance from the Student’s t-test (Excel 2016
version, Microsoft Corporation, Redmond, WA, USA). P values ≤ 0.05 were considered
statistically significant.

5. Conclusions

The present work fabricated a potential nanocomposite material consisting of anatase
TiO2 nanoparticles contained in the nanocrystalline matrix of Ni-Fe using electrodeposition
from a modified Watts bath. The size of grain in the nanocrystalline Ni-Fe matrix decreased
with the addition of the TiO2 nanoparticles. The Ni-Fe-TiO2 nanocomposite exhibited
a smooth surface and structural integrity. The TiO2 nanoparticles doped in the Ni-Fe
alloy can facilitate formability. The electrodeposited Ni-Fe-TiO2 nanocomposites with
different concentrations of TiO2 nanoparticles did not influence the proliferation and
adhesion behaviors of cells. Therefore, the electrodeposited Ni-Fe-TiO2 nanocomposite is
a promising endodontic file material for dental applications.
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Abstract: The surface modification of textile fabrics and therefore, the development of advanced
textile materials featuring specific implemented and new properties, such as improved durability
and resistance, is increasingly in demand from modern society and end-users. In this regard, the
sol–gel technique has shown to be an innovative and convenient synthetic route for developing
functional sol–gel coatings useful for the protection of textile materials. Compared with the con-
ventional textile finishing process, this technique is characterized by several advantages, such as
the environmentally friendly approaches based on one-step applications and low concentration of
non-hazardous chemicals. The sol–gel method, starting from inorganic metal alkoxides or metal
salts, leads to inorganic sols containing particles that enable a chemical or physical modification of
fiber surfaces, giving rise to final multifunctional properties of treated textile fabrics. This review
considered the recent developments in the synthesis of inorganic nanoparticles and nanosols by
sol–gel approach for improving wear and UV resistance, as well as antibacterial or antimicrobial
effects for textile applications.

Keywords: inorganic coatings; functional coatings; stimuli-responsive polymers; sol–gel;
antimicrobial; wear-resistance; photo-catalytic activity; UV protection

1. Introduction

During the last decades, chemical finishing treatments for natural and synthetic
fibers or fabrics have been widely used to improve their specific properties and confer
particular functionalities. In this regard, textile materials are treated with various functional
chemical finishes with antimicrobial, durable press, repellent, flame retardant, soil release
and antistatic properties as well as many others. Furthermore, the interest in developing
functional fabrics mainly arises from the consumers’ needs in terms of comfort, health,
hygiene, protection against chemical, thermal or mechanical agents and easy care.

In this perspective, functional high-tech fabrics represent a challenge for the textile
industry, with interesting implications in terms of future benefits and technological advance-
ment, also related to the lengthening of the average life of textile products in compliance
with the need for saving raw materials. Simultaneously, with the conferment of functional
properties to the fabrics, the maintenance of textile properties, such as washing durabil-
ity, feel and appearance should be guaranteed. Indeed, the employed finishing process
(i.e., preparation method, if batch or continuous, dyes and dyeing methods, finishing agents
and application techniques), mechanical and thermal combination treatments (sueding,
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sanding, calendering, brushing, sanforizing, etc.) have a relevant impact on the wearing
and performance characteristics of textiles.

A quick look at recent literature [1] shows that various chemicals are frequently used
as finishes to improve fabric performances. However, due to the intense pressure to ban
harmful chemicals, such as halogen-containing flame retardants or chemical anti-microbial
agents, different attempts have recently been made to reduce or replace questionable
safety chemicals with new environmentally friendly solutions. Furthermore, the selec-
tion of the finishing process influences the industrial closing costs, making it another
critical parameter to consider. To fulfil all these requirements, advanced and innovative
technologies should be involved. In this regard, textile modifications through the cre-
ation of polymeric nanocomposites mainly based on metallic or inorganic nanostructured
materials are constantly being developed due to their distinct and quite unique character-
istics. Until now, surface modification of textiles has been accomplished using a variety
of techniques, including (i) use of plasma pre-treatment [2,3]; (ii) ultraviolet irradiation of
textiles [4]; (iii) sputtering of nano-particles during plasma polymerization [5]; (iv) in situ
synthesis of metal nanoparticles [6] involving cellulose nanoporous structure; (v) use of
ion-exchange functionalized surfactant during the polymerization process [7]; (vi) loading
of nano-particles into liposomes [8]; and (vii) conventional pad-dry-cure systems.

Among these, most recently, the sol–gel process, which results in the formation of
self-assembled (nano) layers on the fiber surface, has notably demonstrated its unique po-
tential for the synthesis of new coatings with high molecular homogeneity and outstanding
physical-chemical properties [9–11]. From 1984, more than 24,000 scientific papers reported
sol–gel protective coatings and finishings. The sol–gel is a versatile synthetic route based
on a two-step reaction (hydrolysis and condensation), generally starting from (semi) metal
alkoxides (e.g., tetraethoxysilane (TEOS), tetramethoxysilane, titanium tetraisopropoxide),
which conduct to the formation of completely inorganic or hybrid organic–inorganic coat-
ings at, or near, room temperature [12,13]. These coatings can protect the polymer surface
by acting as an insulator, thus improving the advanced performance of treated materials,
such as flame retardancy [14–16], antimicrobial or UV radiation protection [16–19], anti-
wrinkle finishing [20], washing fastness of dyes [21,22], bio-molecule immobilization [23]
and super-hydrophobicity [24,25]. Moreover, the sol–gel technique has recently been inves-
tigated for novel applications, such as for imparting sensing [26–29] or self-cleaning [30]
properties for fabrics, or for hydrogen production via water photo splitting [31]. This envi-
ronmentally friendly method, in particular, has several advantages over other methods of
film deposition, including the ability to develop a protective thin hybrid layer on the surface
of a textile with well-defined physical characteristics, optical transparency and excellent
chemical stability, as well as the ability to preserve the mechanical and chemical properties
of the fibers, thereby introducing durability and highly performant functionalities [32–37].
Furthermore, the developed film, which is useful for the previously mentioned textile
applications, does not have cytotoxic effects on human skin cells, providing additional
benefits in the application of this technology [38]. An easy functionalization approach in
order to improve the mechanical and thermal features, but also the chemical resistance
and functional properties of the final coating, concerns the blend of the sols with proper
hybrid modifiers. In this regard, a wide range of functional nanofillers can be employed as
metals [39,40] and metal oxide nanoparticles [41], carbon-based nanomaterials [42,43] and
silica-based nanofillers [44].

Although the majority of the literature data refers to sol–gel reactions for synthesizing
hybrid organic–inorganic silane-based materials, on the other hand, this technology also
contemplates the involvement of other inorganic precursors, such as Al, Ti, Zr, Sn, V salts
or other alkoxides and organometallic substrates, in which the metal is linked to organic
moieties able to hydrolyze and then condensed [45,46].

As already mentioned, the sol–gel process is based on the transition phase from a
liquid (sol) into a dense system (gel), which is then dried and heated to form a hybrid
organic–inorganic porous matrix. The involved organic and inorganic precursors can
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interact via weak bonds, such as ionic, hydrogen, or van der Waals (Class I) or covalent,
coordination, or iono-covalent bonds (Class II) [33,47,48]. Therefore, the covalent interaction
of organic and inorganic moieties results in final supramolecular Hybrid Organic-Inorganic
Materials (HOIM), based on organofunctional alkoxysilane precursors (Class II) of the
general chemical structure R′n-Si(OR)4-n (where R′ is an alkyl or organo-functional group
and R is mainly methyl, propyl, or butyl group) useful in the chemical modification of
textile fabrics. In particular, these three hydrolyzable and polymerizable R groups, together
with a different functional group, such as an epoxy, vinyl, or methacryloxy group [33,47,49],
are involved in forming well-oriented three-dimensional (3D) network structures.

As shown in Figure 1a–d, silica alkoxide precursors are hydrolyzed in water by acids
(Figure 1a,b) or bases (Figure 1c,d), followed by parallel condensation reactions that result
in the formation of a final 3D network bearing Si–O–Si bonds (Figure 2).
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When compared with other techniques, the sol–gel approach has several advantages,
including low-temperature conditions during the process, easily removable solvents during
the handling period and a high purity of the obtained products. Furthermore, it is possible
to control the physical properties of the final inorganic matrix to obtain several porous
materials, such as glass, dry gel, polycrystalline powder or coating films by tailoring the
synthesis conditions, such as concentrations, temperature, time, pH, reactant ratios, solvents
and catalysts [50]. Accordingly, the addition of acidic or basic catalysts is normally used
to achieve complete and rapid hydrolysis, and the polymerization process is also strongly
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pH-dependent. Moreover, the type of hydrolysis catalyst influences both the pH of the sols
and the nature of the sol–gel polymer aggregates towards the fabrication of films, powders,
or monoliths [50–52]. Acidic hydrolyzed nanosols may form small-particle aggregates
with larger pores, whereas base-catalyzed sols form weakly cross-linked condensation
products with a denser layer structure [53,54]. It should be noted that the hydrolysis and
drying conditions govern the density, porosity and mechanical properties of the layers
when coating textiles (and other material surfaces) and critical thickness for cracking. In
particular, thermal post-coating treatment is required to achieve strongly adhesive and
stable coatings on textiles, increasing the washing speed and mechanical properties of the
obtained films.

Nonetheless, for most textiles, the temperature of thermal treatments must not exceed
180 ◦C to avoid the thermal destruction and degradation of polymeric fibers. The resulting
xerogel layers are very interesting for functionalizing textiles because the coatings can
be easily modified chemically or physically [55,56], allowing a broad range of changes in
the textile properties by reacting with different opportune nanosol precursors. Moreover,
because of the low temperature of sol–gel material processing and the porosity of the
resulting 3D network, the inorganic matrix can be doped with various organic/inorganic
functional molecules, resulting in advanced functional hybrid materials [57].

Furthermore, chemical modification is possible through co-condensation with addi-
tives that can form covalent bonds with the metal oxide matrix as co-reactants
(Figure 3a) [46,58] or between different metal alkoxides (e.g., the reaction of tetraethoxysi-
lane Si(OC2H5)4 (TEOS) with other metal alkoxides with generic formula M(OR)n
(M = Al, Ti, Zr, Zn, etc.) [59] (see Figure 3b). When the hydrolysis rates of the precur-
sors of mixed nanosols differ significantly, selective complexation of the more reactive
component is necessary to coordinate the rate. Furthermore, trialkoxysilanes R-Si(OR)3
containing an organic substituent R that is chemically bonded to the silica matrix (according
to hydrolysis and condensation) can also be used for functional chemical modifications
(Figure 3c).
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Figure 3. Examples of the chemical functionalization of nanosols including the co-condensation
with additives that can form covalent bonds with the metal oxide matrix as co-reactant (a), between
different metal alkoxides (b) and other trialkoxysilanes containing an organic substituent (c).

The nanosol coatings can be modified in various ways using the incorporated sub-
stituent R. For example, alkyl or perfluoroalkyl containing trialkoxysilanes can be used
to achieve hydrophobic or oleophobic properties [60–63]. On the other hand, modified
nanosols with epoxy alkyl or acrylate R groups favor the thermal or photochemical coating
crosslinking and linking to the textile surface, thus significantly improving the mechanical
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properties of the coating as well as its adhesion to the textile fiber [58]. Physical modifica-
tion of the oxide matrix is a universal method for preparing coatings with immobilized
additives (Ad), such as inorganic colloidal metals [64,65], dyes [66–68], oxides [69] and
pigments [70], biomolecules [71–73] or organic polymers [74,75] and living cells [71,72,76].
The immobilization can be performed by adding the ingredients either before (Figure 4a)
or after (Figure 4b) hydrolysis of the precursors. Since encapsulation occurs during the
condensation step, both variants “a” and “b” have nearly identical composite structures
and immobilization behavior. Therefore, it is very efficient to immobilize the additives
within the inorganic matrix, and it can be controlled by several parameters, among which
are the composition and structure of the oxide matrix, the Ad:oxide ratio and the addition
of pore-forming agents [77,78].
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As a result, combining chemical and physical modifications offers limitless poten-
tial for developing and applying inorganic nanosol coatings for textile functionalization
(Figure 5) [79].
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In this wide panorama of sols, sols-modification techniques and functional applications
for textile materials, the following review aimed to provide an overview of inorganic sols
based on nanoparticular-modified silica and other metal oxides for textile finishing.
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The relevance of inorganic sol coatings in the functionalization of textiles can be
ascribed to the following [80]:

1. The formation of well-adhering transparent oxide layers on textiles due to particle-
diameter dimensions (smaller than 50 nm) of the modified silica or other metal
oxide-based nanosols;

2. High stability of these inorganic oxide layers against heat, light, microbial and chemi-
cal attacks;

3. The capability of these oxide coatings to improve the mechanical properties of the
textiles (e.g., wear and abrasion resistance), thus further offering possible methods of
varying the surface properties and high mechanical strength;

4. Layer porosity and the degree of immobilization of the embedded compounds (e.g., or-
ganic, or biological compounds, inorganic particles, and polymers) for whom oxide
coatings can serve as carriers, can be easily controlled;

5. Common textile finishing processes (i.e., pad, exhaustion, dip-coating or spraying)
can be used for coating application at room temperature and normal pressure.

The enormous interest in textile materials with even higher added values for appli-
cation in several fields, such as industrial, workers’ protection or healthcare and medical
uses continuously prompts scientific research towards innovative and efficient solutions
for introducing specific functionalities in textile fibers. Particularly, to the best of our
knowledge, this review considered the most relevant applications, as well as the most re-
cent developments [81–98], of nanostructured materials for textile and polymeric material
modifications to improve the wear- or UV-resistance properties or to introduce antibacterial
effects. With this aim, the inorganic materials involved, as well as the textile material and
functionalities achieved from the application of the inorganic coatings were described, tak-
ing into consideration the unique advantages and high potentialities of the nanostructured
materials for producing high-performance textiles.

2. Inorganic-Based Materials for Improving Wear Resistance of Textile Fabrics

As commonly mentioned, textile fibers are very sensitive to wear generated from
external mechanical effects, such as cellulose which, contrary to synthetic fibers, is less
sensitive to such wear. In this regard, applying protective films on the fibers’ surfaces
increases their durability against mechanical actions. For this purpose, sol–gel technology is
very promising since it leads to the formation of surface ceramic-like inorganic nanocoatings
characterized by high hardness and resistance to abrasion [99,100]. On the other hand,
however, for producing inorganic protective coatings for fabrics, which allow them to
improve their abrasion resistance, some fundamental aspects must be taken into account,
meaning this application is not always easy to carry out. In particular, applying such
coatings, also in several layers, must not significantly affect the natural soft, pleasant
handle or other aspects relating to the “fibrous” nature of the fabric, and also must not
increase its stiffness or negatively affect its aesthetic or hygienic properties.

This can be accomplished by applying inorganic xerogel coatings as thin as possible, as
well as being elastic, transparent and having durable characteristics ensured by establishing
chemical bonds between the coating and the fibers. Conversely, thick coating on textiles
can deteriorate the abrasion resistance instead of improving it by accelerating the wear
compared with untreated fabrics. Accordingly, inorganic sol–gel coatings with thicknesses
in the range of 150–500 nm are already reported in the literature [13,53,101].

Moreover, these inorganic colloidal suspensions (i.e., in water, alcohol, water/alcohol
medium) should have good stability, and, as a consequence, they should contain particles
smaller than 50 nm. This condition is applied not only to inorganic sols but also to doping
nanoparticles incorporated in the crosslinked xerogel for increasing the coating abrasion
resistance (e.g., Al2O3 nanoparticles) [13,53,102].

When silica sol is applied to fabric, it forms an inorganic glass-like network that
contains siloxane and silanol groups and is highly interconnected with fibers via stable
covalent bonds as well as weak interactions, including dipolar–dipolar and hydrogen-
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bond interactions. In this regard, the greater the dipolar–dipolar and hydrogen-bond
interaction, the stronger the coating adhesion must be. Additionally, the polar chain
structure, combined with the former cotton-fiber chemical structure, is one of the primary
factors for dipolar–dipolar and hydrogen bond interaction, so a high add-on percentage
is expected. During the treatment, the diffusion of silica nanoparticles or nanosols from
the surface into the fabric texture, particularly in the first layer, controls the contribution to
adhesion [103]. Table 1 reports some systems and precursors involving the production of
functional nanosols with the objective of improving the wear resistance of different fabrics.

Table 1. Preparation and properties comparison of some inorganic nanosols employed as wear-
resistant finishings for different textile substrates.

Precursors and Additives Synthetic Approach Textile Substrate Deposition
Approach

Wear-Resistance Tests
Performed Ref.

Methyltrimethoxysilane Sol–gel
Continuous filament
polyester double-knit

interlock fabric
Soaking

Custom aging-abrasion-impact,
wicking and laundry

testing protocols
[104]

GPTMS *, TEOS and 1,2,3,4-
butanetetracarboxylic

acid
Sol–gel Cotton fabrics Impregnation Abrasion resistance (dry

crease-recovery angle test) [105]

Aluminum isopropoxide Sol–gel Nonwoven PET
fabrics Impregnation

Mechanical resistance (breaking
strength and elongation

at break)
[102]

TEOS and
Dibutyltindiacetate Sol–gel Cotton fabrics Pad–dry–cure

process
Mechanical resistance (tensile

strength and elongation) [106]

TEOS, GPTMS, Aluminum
(III) isopropoxide Sol–gel Commercial cotton

woven fabric
Pad–dry–cure

process Abrasion and laundering tests [100]

* GPTMS = (3-Glycidyloxypropyl)trimethoxysilane

Anti-abrasion-coated textiles have relevant applications in several industries, such
as polyester sieves in paper production, home textiles, carpets or furniture. For example,
alkyl-modified silica nanosols coated on polyester sieves used in paper production can
improve their abrasion properties due to the excellent smooth surface structure of the
treated fibers and the homogeneous films that completely cover the fibers [80]. SEM char-
acterizations of mixed-cotton textiles treated with different sol–gel coatings yielded similar
results [80]. For this purpose, polyethylene terephthalate (PET) fabrics were also treated
with methyltrimethoxysilane in an alkaline alcoholic solution containing ammonium hy-
droxide (Figure 6a) as the catalyst to achieve excellent resistance against different kinds of
wear damage by mimicking superhydrophobic biological systems (Figure 6b,c) [104].

Indeed, several fiber materials, such as cellulose, polyamide and glass fibers have
reported improved abrasion resistance and tensile strength when coated with inorganic
nanosol [105,107]. However, as far as cotton is concerned, experimental findings demon-
strated that the adding epoxy silanes, such as (3-Glycidyloxypropyl)trimethoxysilane
(GPTMS), increases the adhesion of the organic-inorganic nanosol coating on the fibers,
thereby improving their mechanical properties and the elasticity of the obtained coating.

However, in high concentrations, organic moieties can lead to adverse effects on the
mechanical resistance of the final coating [13,53]. Certainly, the stiffness of nanosol-treated
textiles is also affected by bridging or gel combinations between adjacent fibers that stabilize
their mutual position and do not allow them to displace. Such bridging increases when
excessively high concentrations of (or partially gelled) nanosols are applied on textile fibers,
thus lowering the textile elasticity and increasing the coating thickness [100].
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Figure 6. Schematic representation of methyltrimethoxysilane coating preparation for PET fabrics
(a) and relative SEM images describing the appearance of the nanocoatings after standard abrasion-
resistance testing: 1:4:22 (120-2 min) (b) and 1:25:25 (120-2 min) (c). Reproduced with permission
from ref. [104] Copyright 2018 Elsevier.

An attempt to slightly ameliorate the stiffness properties of textile materials treated by
inorganic TEOS-based coatings can consist of the addition of positively charged cationic
softeners and uncharged nonionic softeners separately to silica-based sols [92]. In this
regard, the mechanical properties of commercial denim fabrics were improved, showing
an increase in abrasion resistance and tear strength when using nonionic and cationic
softener-doped silica coatings.

Generally, using inorganic nanoparticles for surface modification of textiles makes coat-
ings impermanent, and susceptible to washing. The majority of the stabilization methods of
inorganic nanostructured materials on textile surfaces necessitate several preparatory steps
(e.g., functionalization, drying, curing, final treatment and other ones) that are expensive
and time-consuming for large-scale manufacturing, and/or environmentally harmful due
to the use of numerous chemicals or organic solvents. Most of them result in a decrease in
tensile properties, abrasion resistance, softness, appearance and other properties of textiles,
as well as color change. For example, UV irradiation was used for generating radical
groups on the textile surface, able to bond nanoparticles [4] or reduce metallic salts to
nanoparticles in a polymeric matrix. Besides economic disadvantages, such as being costly
and time-consuming, the presence of free radicals on the textile surfaces that can migrate
during clothing usage results in some health risks for people. For example, ZnO is used
to improve wear resistance and anti-sliding properties in composites [108] and reinforce
polymeric nano-composites [109] due to its high elastic modulus and strength. However,
the use of acrylic binders for the fixation of ZnO-soluble starch nano-composite particles
on cotton fabrics [109] not only reduces the abrasion resistance and the cloth’s comfort, but
the possible decomposition of starch or acrylic binder during processing should also be
of concern.

As an inorganic sol–gel precursor, TEOS, is widely used to prepare inorganic silica
homogeneous films on textile materials due to its low temperature and cheap method of pro-
cessing. Moreover, the TEOS gelation process through acid or alkaline catalysts [110,111]
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has been widely investigated by evaluating its viscoelastic behavior during the
sol–gel transition.

In this regard, the influence of organic-tin compounds (i.e., DBTA-Dibutyltindiacetate)
as polycondensation catalysts for TEOS was investigated in a multistep deposition process
on cotton fabrics, thus leading to a coating well adhered to fabric surfaces [103]. The study
was conducted by using two TEOS concentrations (0.03 M and 0.3 M) and evaluating the
presence or not of the DBTA catalyst. In particular, the coating realized with the lowest
TEOS concentration (0.03 M) showed the best mechanical properties when compared with
untreated cotton or cotton treated with the highest TEOS concentration (0.3 M, Table 2).
Although ensuring the highest thermal stability and washing fastness, this latter leads to
surface coatings characterized by high rigidity that makes fiber movements difficult, thus
lowering strength, yarn elongation and tensile strength (Table 1). On the other hand, DBTA
was proven to increase the abrasion resistance, as well as the thermal and washing speed.

Table 2. Tensile strength and elongation for untreated (CO_UT) and treated cotton fabrics in both
warp and weft directions (standard deviation lower than ±3%; nL = number of layers, C = catalyst).
Adapted with permission from ref. [103] Copyright 2013 Elsevier and ref. [106] Copyright 2020
IOP Science.

Tensile Strength (N) Elongation (%) Tensile Strength (N) Elongation (%)

Warp Weft Warp Weft Warp Weft Warp Weft

CO_UT 240.3 265.5 17.0 16.0 240.3 265.5 17.0 16.0 CO_UT
CO_0.03M-1L 325.2 225.5 17.5 * 15.3 207.3 220.1 16.8 13.9 CO_0.3M-1L
CO_0.03M-3L 302.4 326.6 16.3 17.8 190.9 222.4 13.8 12.2 CO_0.3M-3L
CO_0.03M-6L 317.9 302.4 15.5 16.3 150.0 125.5 7.5 11.0 CO_0.3M-6L

CO_0.03M-1L-C 317.2 250.3 16.3 16.7 200.1 205.7 15.2 14.0 CO_0.3M-1L-C
CO_0.03M-3L-C 357.1 230.2 16.3 17.9 185.0 203.1 13.8 13.9 CO_0.3M-3L-C
CO_0.03M-6L-C 282.3 306.7 14.5 16.1 150.7 179.2 10.5 13.5 CO_0.3M-6L-C

* The best results are highlighted in bold.

The efficiency of inorganic sols was also proven for the protection of cellulose-based
polymers in cultural heritage textiles, thus representing a valid alternative to existing
materials [106]. However, the use of the DBTA catalyst should be further investigated in
terms of its mechanism and replaced with more environmentally friendly alternatives.

Recently, the development of sustainable coatings of SiO2 NPs-chitosan (with an aver-
age size of 150 nm) was proven to be efficient for multifunctional effects on polyester and
viscose fabrics (both warp and braids structures) [91]. Concerning the mechanical proper-
ties, this nanocomposite led to an overall increase in both the elongation and tensile strength
of the coated samples, thus measuring enhanced mechanical properties for increasing the
SiO2 NPs-chitosan mass loading. However, the further increase of the nanocomposite on
textiles resulted in the failure of both tensile strength and elongation due to the inclusion of
nanoparticles in the fibers rather than on the fabric surfaces.

3. Inorganic-Based Materials for UV Protection Textile Finishing

Some textile polymers are slightly resistant to ultraviolet radiations (UV) and thus
decompose, as is the case of cellulose, polyester, phenylenebenzobisoxazole (PBO) and
p-aramide fibers. However, the textile kind of use could necessitate increased UV resistance
relative with the intrinsic resistance of the fabrics themselves. For example, the light stability
of polyester textiles is enough only for clothing applications; the fibers of a textile roofing
exposed for several years to sunlight can decompose, showing decreased mechanical
strength over the years.

In this regard, several textile polymer fibers can be modified before the spinning
process with UV-absorbing pigments (e.g., titania) or using organic molecules acting as
radical scavengers to improve their UV resistance [13].

Moreover, ultraviolet (UV) protection finishes (or UV shielding) are some of the most
important groups of chemical finishing agents used on textile materials to protect people
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and fabrics from the harmful effects of UV radiation. Indeed, the energy of UV radiation
is significantly higher than that of visible light, having the potential to cause a variety
of chemical reactions that are hazardous to human health, besides deteriorating textile
fibers. Even though moderate sun exposure has health benefits, excessive exposure to UV
radiation can cause serious harm since both UVA (320–400 nm) and UVB (280–320 nm) rays
induce different cellular responses that can generate skin aging, sunburn, pigmentation,
skin cancer and DNA damage [112]. In addition, long-term UV weathering of textiles
is associated with the cleavage of different chemical bonds by absorbed UV radiation,
which results in the photochemical degradation of textile fibers, color fading, increased
crystallinity and other chemical and physical changes [113]. As a result, UV protection
finishes are used to manufacture functional textiles for sportswear, high-altitude clothing,
covering materials, wearable sensors and other high-value technical textiles.

UV protection of fabrics varies depending on their type, porosity, thickness and color,
with white summer clothes, in particular, providing only low UV protection. It is worth
noting that textiles of darker shades provide relatively higher UV protection since the used
dyestuffs can more readily absorb the ultraviolet radiation from the sun [13]. Moreover, the
kind of textile material can affect UV protection: cotton fabrics are more sensitive to UV light
than polyester materials because of their aromatic structure, which is responsible for higher
UV absorption [13]. Furthermore, parameters such as thickness or the setting of threads
strongly influence the UV-protection properties [114]. However, laundry detergents doped
with optical-brightening agents can improve a textile material’s UV radiation blocking.

As a result, treating textiles to provide UV protection is a growing field of research.
This can be accomplished through several approaches, such as the pigmentation (before the
spinning) of the fibers with UV-absorbing inorganic pigments, such as titania nanoparticles
(in rutile form) [13] or the covalent bonding of organic UV absorbers onto textile fibers.
Recently, Attia et al. [91] synthesized a sustainable coating based on SiO2 NPs-chitosan for
polyester and viscose fabrics (both warp and braids structure), observing an improvement
of 260% in the UPF (UV protection factor) of the coated fabrics with respect to the uncoated
ones and demonstrated that the textile-type structure has a fundamental role in the perfor-
mance of UV-shielding properties. Liang et al. [97] proposed an ultra-thin amorphous TiO2
nano-film for silk fibers by the atomic layer deposition (ALD) method. The experimental
findings revealed a decrease in the sample transmittance and an increase in the UPF values
for increasing the film thickness, thus confirming the excellent UV-light protection of the
TiO2 nanofilm toward silk and the maintenance of the tensile strength of the original fiber
after exposure to UV light.

Nanosols and the sol–gel technique are promising approaches for obtaining highly
effective UV-protective coatings for textiles (Figure 7a–c). For this purpose, the nanosols
should contain inorganic UV-absorbers, such as ZnO [107,115] or titanium dioxide [116–120],
that readily absorb UV radiation. These nanosols reveal strongly increased absorption in
the radiation range between 200 and 400 nm since ZnO and TiO2 have extinction coefficients
for ultraviolet radiation.

Moreover, at the transition from UV to visible light, the corresponding UV-Vis spectra
reveal a steep drop in the absorption curves that ensure high protection against UV radiation
and a colorless finish useful for maintaining the textile appearance [13]. Using TiO2 or ZnO
with particles sizes no greater than 50 nm not only ensures the coating to be colourless,
but also ensures its transparency (only towards visible radiation) since no light scattering
occurs within the filled coatings [13].

Zhai et al. [98] developed an aramid fiber chemically coated with uniform and a
thickness-controlled amorphous TiO2 coating by modified atomic layer deposition (mALD).
The thickest coating (160 nm) achieved the highest mechanical performance and the best
UV protection even after 10 accelerated washing cycles, thus confirming the UV-shielding
effect and the good thermal stability of TiO2-based layers.
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Moreover, a dual-layer ultrathin Al2O3–TiO2 coating with a thickness of 70–180 nm
realized by a modified atomic-layer deposition (ALD) method on aramid fibers significantly
improved their UV resistances, showing no yellowing effect after intense UV light for
90 min, and excellent washing durability with an ultraviolet protection factor higher than
70 after 50 commercial washing cycles [83].

Alternatively, the decomposition of gases [121], the effects of an electronic field on the
optical properties of nano-TiO2 [122], their structural and optical properties [123], the effects
of UV irradiation on the hydrophilicity of TiO2 treated fabric [124], cellulose decreasing
with multi-functional organic TiO2 catalytic effects on acid (carboxylic acids) under UV
irradiation [122] and the UV-protective effect of TiO2 on fabric [125] have been investigated.

ZnO has recently been discovered to be extremely appealing due to its significant
potential applications in sensors, gas sensors, solar cells, varistors, displays, piezoelectric
devices, electro-acoustic transducers, photo-diodes and UV light-emitting devices, sun-
screens, anti-reflection coatings, catalysts, photo-catalysis and UV absorbers [126,127].

Behnajady et al. [128] demonstrated the ability of ZnO to remove dye from textile
effluent under UVC light. Moreover, ZnO and TiO2 are n-type semiconductors. Only these
two metal oxides in the 3D transition metal oxide semi-conductor series have sufficient
photo-excitation-state stability. TiO2 and ZnO completely absorb light with energies greater
than their gap energies (e.g., Egap/TiO2 3.0 eV; Egap/ZnO 3.2 eV), which correspond to
wavelengths of 413 nm and 387 nm, respectively [13].

The combination of nanotechnology and textiles will enable fabrics to become more
multifunctional and valuable, thus resulting in a significant economic impact. Nanotechnol-
ogy is currently being used to develop UV light resistance, antistatic properties, antibacterial
properties and water and oil repellency [129]. Table 3 reports some systems and precur-
sors involving the production of functional nanosols with the objective to improve the
UV-protective features of different fabrics.
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Table 3. Preparation and properties comparison of some inorganic nanosols employed as UV-
protective finishings for different textile substrates.

Precursors and
Additives Synthetic Approach Textile Substrate Deposition

Approach UV-Response Features Ref.

Titanium isopropoxide,
TEOS and chitosan Sol–gel Acrylic acid binder-coated

cotton fabrics Spin-coating
Self-cleaning by

photodegradation of
methylene blue dye

[130]

Tetrabutyl titanate Sol–gel Cotton fabrics Dip–pad–steam
process

UV resistance and
self-cleaning towards
wine and coffee stains

[131]

Degussa P-25 TiO2
powder and polyglycol Aqueous dispersion

Cotton woven fabric and a
polyester/cotton blend

woven fabric

Pad–dry–cure
process

Decomposition of
gaseous ammonia [121]

Zinc acetate dihydrate Sol–gel Cotton fabrics Spin-coating
Self-cleaning by

photodegradation of
methyl orange dye

[132]

Copper sulphate, Zinc
chloride and folic acid In situ synthesis Cotton fabrics Impregnation

Self-cleaning by
photodegradation of
methylene blue dye

[133]

Rice husk silica
nanoparticle-chitosan In situ synthesis

Polyester-warp, polyester
braids, viscose-warp, and

viscose-braids textile fabrics
Impregnation UPF improved by 260% [91]

Titanium (IV)
isopropoxide -

Poly(m-
phenyleneisophthalamide)

fiber

Modified atomic
layer deposition

54.08% retention of initial
tenacity even exposure to

UV irradiation
[98]

Zinc chloride and
4-aminobenzoic acid In situ synthesis Pre-oxidated cotton fabric Sonochemical

modification process

EUPF% * of 62.19% and
61.92% after the washing
and abrasion processes

[96]

* EUPF% = UV protection factor percentage.

Due to its intriguing properties as a photocatalyst [134,135] for the degradation reaction
of environmental organic pollutants [136,137], crystalline TiO2 has received increasing
attention in recent years, and many works have been devoted to the preparation and
modification of this semiconductor. Additionally, TiO2 nanoparticles have received special
attention due to their photo-catalytic activities [80,138]. The photoactivity property is
associated with structure, microstructure and powder-purification properties [139,140].

The use of semiconductor systems to initiate and control various photo-catalytic pro-
cesses has sparked interest in understanding the photophysical properties of semiconductor
colloids, as well as the dynamics of interfacial processes at semiconductor/electrolyte inter-
faces [141,142]. The photo-catalytic process activates TiO2 by illuminating it with UV light
with an energy greater than the band gap.

The photo-catalytic breakdown reaction of organic compounds proceeds in different
steps, culminating in the mineralization of water, carbon dioxide and mineral acids. The
formation of electron-hole pairs is the first step, followed by their separation. Electrons can
be used in reduction processes, while holes can be used in oxidation processes.

Titania’s photo-catalytic activity varies depending on its crystal phase, particle size
and crystallinity. Anatase and rutile are the most active phases of titania, as opposed to
brookite [143]. A review of recent literature reveals that there are many studies on the
photocatalytic activity of anatase and rutile crystalline forms [144,145] and that only a few
studies on amorphous TiO2 thin films show rather low photo-catalytic activity, implying
that crystallization treatment at high temperatures [146] or doping [147] is required to
improve the photo-catalytic properties.

When exposed to UV light, TiO2 excites electrons from the valance band to the con-
duction band whenever the light energy exceeds the band gap energy (e.g., 3.2 eV). The
resulting electrons and holes can be separated and used in a redox reaction with chemicals
from the outside world. When water is added, oxygen is reduced to a superoxide radical,
which reacts with water molecules to produce hydroxide ions and peroxide radicals. These
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lasts combine with H+ ions to form hydroxyl radicals. The combination of these radicals
with highly oxidant species causes photocatalytic degradation of organic substrates as dyes
(peroxide radicals). Because the resulting •OH radical is a strong oxidizing agent with
a standard redox potential of +2.8 V, it can rapidly oxidize the majority of azo dyes to
mineral end-products. In heterogeneous photocatalysis, reductive pathways have been ob-
served to play a similar role in the degradation of several dyes, albeit with less importance
than oxidation.

Furthermore, many factors influence titania crystallization, including annealing tem-
perature, heating rate and atmosphere. These factors cannot be emphasized in the case of
treatment to improve the amorphous-anatase transformation because they would destroy
the textile polymer. From the standpoint of increasing the efficiency of the photo-catalytic
process, it is clear that the tailoring and development of new and alternative photocatalysts
are of great interest.

The photo-catalytic reactions activated by TiO2 nanoparticles not only ensure UV-
protection properties, but also self-cleaning, antibacterial effects, as well as ecological and
economical wastewater treatment [148,149].

As an example of self-cleaning properties, TiO2-SiO2 nanocomposite powder was
synthesized through a sol–gel process from titanium isopropoxide and TEOS as precursors
with different molar ratios, diethanol amine (DEA) as the stabilizer, isopropanol as the
solvent and chitosan in acetic acid as the dispersing agent [130]. Therefore, an acrylic acid
binder-coated fabric was immersed in a TiO2–SiO2 suspension containing a surfactant and
isopropanol and finally coated with the TiO2–SiO2 suspension by spin-coating with the
aim of obtaining a homogeneous finishing. Rilda et al. [130] demonstrated that fabrics
treated with TiO2–SiO2 powders (1:2 molar ratios) were responsible for the absorbance
falling of methylene blue when UV-irradiated for 120 min, thus providing self-cleaning
properties. Similarly, cotton fabric treated with TiO2–SiO2 colloidal solution showed
increased discoloration of a wine stain under a solar light simulator for increased exposure
times 0, 4, 8 and 24 h [150].

Cotton fabric, treated through a dip–pad–steam process with acidic TiO2, prepared
with titanium (IV) butoxide as the precursor, demonstrated excellent UV-protection proper-
ties, as well as a self-cleaning effect [131]. Moreover, Wang et al. [131] demonstrated that a
higher photocatalytic activity of TiO2 was obtained when prepared by a low-temperature
steaming process instead of TiO2 dried at 150 ◦C and that the higher the water amount in
TiO2 hydrosol, the higher the crystallinity and photocatalytic activity of TiO2.

In another paper, a titania-based sol with the addition of PEG at acidic conditions
was used for the TiO2 finishing of fabrics with high photocatalytic activity, useful for
self-cleaning or environmental applications [30]. Accordingly, different TiO2 sols were syn-
thesized from titanium tetraisopropoxide using three acidic solutions (nitric, hydrochloric
and acetic acids) and two concentrations of PEG (0.025 M and 0.25 M). In particular, a
titanium glycolate complex could be formed by adding PEG to the hydrolyzed precursor
that is not present in the inorganic network of titania, as shown in Figure 8.

Indeed, as already demonstrated [151,152], PEGs are used as a template for obtaining
high-porosity, crystalline TiO2 (after calcination), thus realizing the TiO2 cluster break from
organic PEG structures instead of a complete inorganic matrix. This mechanism can explain
the weak shift of the energy-gap value of amorphous titania. An optical analysis performed
by the Tauc plot model showed an energy gap in a range of 3.3 eV to 3.5 eV, which is higher
than the values for anatase (3.2 eV) [30]. It was demonstrated that the photocatalytic activity
increased when the concentration of precursors increased, thus playing a fundamental role
(Figure 9a–d).
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Moreover, increased photocatalytic activity was proved by moving from acetic to
nitric and finally to chloride acid, as well as when PEG was added in the presence of
mineral acids and using a UV source rather than visible light. Indeed, the dye degradation
rate under UV exposure dramatically increased when PEG was added to the mineral
sol–gel solution. However, while the decomposition trend was maintained, its rate slowing
down at longer wavelengths was evident. On the other hand, in the absence of PEG,
the TiO2 films revealed a rate of degradation linearly correlated with the pKa of the
acid used. Shaban et al. [132] used a sol–gel spin-coating process to coat cotton fabrics
with ZnO nanoparticles or ZnO solution containing zinc acetate dihydrate as a precursor,
2-methoxyethanol as a solvent and monoethanolamine as a stabilizer. Because of their
high bandgap energy, ZnO nanoparticles had photocatalytic activity, especially under UV
irradiation, and the methyl orange dye on cotton fabrics coated with ZnO nanoparticles
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or ZnO solution degraded under sunlight and 200 W lamp illumination [132]. In situ
synthesis was used by Noorian et al. [133] to create precursor solutions based on copper
sulfate and/or zinc chloride that contained folic acid, NaOH and water. Cotton fabric was
immersed in the solutions, dried and finally washed. Authors stated that the combination
of ZnO and Cu2O, and the addition of folic acid, improved the UV protection and anti-
crease properties of the fabric samples, with 87.31% enhanced UVP and 100.75◦ of the
crease recovery angle [133]. In another study, Noorian et al. [96] imparted UV protection to
cotton fabrics involving a sonochemical modification process, according to which the ZnO
nanoparticles were synthesized in situ on pre-oxidated cotton fabric and further treated
with 4-aminobenzoic acid (PABA) (UV-blocking agent). The latter generates more sites
for the ZnO-NP growth and allows cross-linking to occur between the nanoparticles and
oxidized cellulosic fibers, thus improving the coating’s durability. In particular, the textile
treated by the nanocomposite revealed an excellent level of UV protection factor percentage
(EUPF %) of 62.19% and 61.92% after the washing and abrasion processes, with a decrease
of 4.65% and 5.06%, respectively, with respect the unwashed samples. In a recent study,
Sui et al. [84] proposed a nano-ZnO/fluorosiliconepolyacrylate emulsion finishing agent
for the development of multifunctional linen fabric prepared by a semi-continuous seed
emulsion polymerization method. The treated linen fabric showed excellent UV resistance,
antibacterial properties and washing speed. In particular, by increasing the concentration
of nano-ZnO, an increase in the UPF factor was also observed: the highest UV protection
factor of 43.21 was measured for 1.0% of nano-ZnO, thus confirming the excellent UV
protection performance. In another research, PET fabrics treated with ZnO-NPs revealed
enhanced UPF as well as excellent protection for low concentrations of nanoparticles (0.5%)
and nano-PU (50 g/L) [86]. In another experiment, Arik et al. [85] realized several sol–gel
coatings with Zn salts (zinc acetate, zinc nitrate and zinc sulfate) and ZnO nanopowders
dissolved in water and acetic acid/water [30:170], respectively. The sols were applied to
linen fabrics using the pad–dry–cure method to improve the UV performance of textiles.

Otherwise, the effect of silver [153] and silver nano-particles (AgNPs) on the electrical
conductivity of polymeric matrices [154,155], the effect of dyeing on the ultraviolet protec-
tion factor (UPF) [156] and the improvement of UV-protection properties [157] have also
been reported. Babaahmadi et al. [93] developed a high-performance multi-layer nanocom-
posite coating for PET fabric by in situ synthesis of reduced graphene oxide-silver (rGO-Ag,
average size of AgNPs lower than 100 nm) using ultrasonic and thermal treatment. The
UV protection of this nanocoating on PET substrates was measured in terms of UPF by
reaching 6145.66, up to 183-fold higher than uncoated PET fabric (UPF 33.63) thanks to the
incorporation of the Ag-decorated rGO as a UV-blocking system. Porrawatkul et al. [94],
for the first time, used Averrhoa carambola fruit extract as a reducing agent for the synthesis
of Ag/ZnO composites using domestic microwave irradiation for imparting UV protection
and antibacterial activity on cotton fabrics. According to the synthetic strategy, zinc acetate
dihydrate (Zn(CH3CO2)2) was used as a ZnO nanopowder precursor in the presence of the
crude star fruit extract. Moreover, different concentrations of silver nitrate hexahydrate
(Ag(NO3)2·6H2O) were added to the zinc acetate solution, and the resulting Ag/ZnO
NPs were dissolved in a chitosan solution for padding cotton fabric. Ag/ZnO-coated
fabric revealed a UPF value of 69.67 ± 1.53, which indicated an excellent ability to block
UV radiation

The unique properties of carbon nanotubes (CNTs) have consistently attracted the
interest of researchers [158,159]. In this regard, UV protection [160], increasing garment
comfort [160], high stiffness and high strength properties by using low CNT content in
polymeric nano-composites are described in literature [158,161]. In addition, CNTs/TiO2
nanocomposite preparation has also been reported [162] with an expected synergistic pho-
tocatalytic effect. Additionally, the UV protection properties of a nonwoven polypropylene
(PP) were improved using magnetron sputter deposition of Cu nanoparticles [163]. Good
UV-protective properties were also reported for cotton fabrics treated by the pad–dry–cure
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method with a TEOS-based sol–gel coating containing CuO-NPs involving the chemical
reaction between the –OH group of cotton and the Si–OMe group of TEOS [87].

Organic UV absorbers, such as phenyl-acrylates or benzotriazoles, can also be embed-
ded in silica–sol coatings [164] and fixed on textiles, similarly to dyes. In fact, due to the
typical absorption bands of molecular systems, organic UV absorbers absorb only UV light
of specific wavelengths. As a result, in all of these cases, the UV protection of coatings
containing only inorganic or organic UV absorbers is insufficient.

The sol–gel technique, which can embed both inorganic and organic UV absorbers in
one and the same nanosol coating, can be used to create optimized UV-protective coatings
with the full absorption of virtually all UV light, as demonstrated in principle for coatings
on glass [123]. On textiles, analogous coatings can be prepared just as well.

Chemical bonding between the organic UV absorbers and the alkoxysilane compounds
can be used to improve durability. The organic UV absorber can be directly covalently
bonded to the inorganic matrix of the nanosol coatings using this method [13]. Moreover,
nanosol coatings modified with both inorganic and organic UV absorbers improve UV
absorption over a wide range [13]. Alternatively, a fluorescent whitening agent combined
with a TiO2 sol can be used to increase UV absorption, particularly in the UVA region. The
addition of such a fluorescent whitening agents reduces the slight yellowing of the textile
that occurs when titania-based nanosols are used for UV protection [13].

4. Inorganic-Based Materials for Antimicrobial Textile Finishing

Thanks to their large specific surfaces with good adhesion and water-storage prop-
erties, textiles provide ideal conditions for the settling of micro-organisms and offer ideal
temperature conditions for this purpose, especially in the case of worn apparel. As a result,
there is a high demand for antimicrobial finishes to prevent microbial degradation of textile
fibers, limit the incidence of bacteria, reduce odor formation (due to microbial degradation
of sweat) and protect users by preventing pathogen transfer and spread [13].

Antimicrobial coatings, also known as self-sterilizing [165] or hygienic coatings [166],
are currently the most commercially important bioactive nanosol systems. In 2003, it was
estimated that the potential European market for biocide textiles amounted to around
28,000 tons, or 180 million m2 [80]. In the case of traditional clothing, sportswear, home
textiles or outdoor textiles, such as tents or marquees, the antimicrobial property is critical
for convenience and/or aesthetic reasons: a T-shirt should not have an odor, and a marquee
should not be mildewed. On the other hand, the application and development of antimi-
crobial textiles that do not act selectively are especially important for medical applications.

Another important application of antimicrobial coatings is the use of antimicrobial
wound dressing to prevent germ contamination of wounds [167]. In this regard, simple
plasters or bandages could be modified with enough nanosols to aid the healing process.
As an example, in innovative research, Maghimaa et al. [88] synthesized AgNPs from the
aqueous extract of Curcuma longa leaf and the so-obtained AgNPs-coated cotton fabrics,
revealing significant antimicrobial activity against Staphylococcus aureus, Pseudomonas aerug-
inosa, Streptococcus pyogenes and Candida albicans as well as potent wound-healing activity
in the fibroblast (L929) cells.

Existing commercial products are made of special fibers with embedded organic
biocides, such as bisphenols, biguanides or incorporated silver. Other products include
blended fabrics with silver-coated nylon (e.g., X-StaticTM) [168] or chitosan fibers [169].
Despite the wide range of specific applications mentioned, a finishing material that can be
used for any common fiber while providing a defined antimicrobial efficiency combined
with a low biocide consumption is highly desirable.

Because of the particular interest in coatings to prevent biocontamination, the fol-
lowing sections describe various strategies for realizing an antimicrobial textile through
nanosol treatment. As examples, nanosol coatings containing non-diffusible antimicro-
bial additives, as well as those employing controlled release of embedded biocides, or
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photoactive coatings that kill germs by oxidizing them during light exposure, should
be mentioned.

Biocer (biological ceramics) refers to inorganic nanosol materials that contain em-
bedded biological components, such as enzymes, proteins or even entire cells; by em-
bedding biological components into inorganic xerogels, new composite materials are
created [72,76,170]. Inorganic bioactive components should also be included in this defi-
nition, such as silver-containing nanosol coatings that show antimicrobial properties [18],
titania coatings that interact with biotin and protein [171] and aluminosilicate coatings that
improve biocompatibility [172].

Various biocides, such as silver, triclosan, chitosan, quaternary ammonium salts,
N-halamines, biguanide derivatives, synthetic dyes and peroxyacids, have been applied
to the surface of textiles to serve as antibacterial and antimicrobial finishes [173–175]. The
combination of antibacterial biopolymers with titania and silica matrices is a novel method
that has been shown to provide ecological benefits as well as antibacterial activity in the
presence or absence of light. Arik and Seventekin [176] investigated the antibacterial
activity of chitosan/titania and chitosan/silica hybrid coatings. The sol–gel method was
used to prepare coating solutions, which were then applied to cotton fabric. According
to these findings, hybrid coatings outperformed chitosan, titania and silica coatings in
terms of antibacterial activity and washing resistance. Recently, a chitosan nanocomposite
containing ZnO, Ag and Ag:ZnO was prepared by sol–gel method using GPTMS and
TEOS for antimicrobial textile finishing [177]. The findings revealed chemical interactions
between dispersed Ag and ZnO nanoparticles, confirming the attachment of chitosan
with siloxane moieties resulting in the formation of a siloxane-polymer network. Good
antimicrobial activity was observed for all samples, with a reduction of up to 50%–95% in
the viability of bacteria.

Because of many chemical antimicrobial agents’ potentially harmful or toxic effects,
natural materials have recently been preferred for textile modification [178]. The use of
inorganic nanoparticles and their nanocomposites would be a good substitute [179,180],
potentially opening up a new alternative path for antimicrobial and multi-functional textile
modification. The hydroxyapatite nano-ribbon spherites containing nano-silver were effec-
tively synthesized by Liu et al. [181] due to the wide surface area and strong adsorption
properties of hydroxyapatite nano-ribbon to adsorb bacteria and the high bioactivity of
silver nano-particles. A composite coating of hydroxyapatite and silver was specifically
developed to prevent bacterial infections following implant placement [182]. Magaña et al.
created silver-modified montmorillonites through ion exchange with silver and tested the
modified clay’s antibacterial properties [183]. Copper nanoparticles were embedded in
submicron Sepiolite (Mg8Si12O30(OH)4(H2O)4.8H2O) particles, and their antibacterial prop-
erties were compared to those of triclosan, thus demonstrating that both these composites
and triclosan have strong bactericidal properties [184]. However, Le Pape et al. confirmed
that copper nanoparticles have significantly lower antibacterial activity than silver nanopar-
ticles [185]. The combination of a bio-pretreatment using laccase from Cerrena unicolor
and a further modification with CuO–SiO2 hybrid oxide microparticles by a dip-coating
method of woven linen fabric results in strong antibacterial activity against Staphylococcus
aureus, Escherichia coli and the fungus Candida albicans, besides good UV protection (UPF 40),
thanks to the presence of CuO-SiO2 particles on the flax fiber surface [90]. Hu et al. [186]
investigated the antibacterial activity of ion-exchanged montmorillonite with Cu ions. On
the other hand, the antibacterial properties of a nano-layer structured organo-clay-loaded
fiber matrix have not been reported. Moreover, Kang et al. reported the first evidence of
the antimicrobial activity of carbon nanotubes (CNTs) against E. coli using single-walled
carbon nanotubes (SWNTs). The CNT antibacterial mechanism is defined as cell membrane
damage caused by direct contact between bacteria cells and CNTs [187]. The highly stronger
antibacterial efficiency of SWNTs over multi-walled carbon nanotubes (MWNTs) against
E. coli is emphasized based on their subsequent findings, which involved the flattening of
bacterial cells and the comprising of their integrity [188].
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As an alternative method, sol–gel technology can provide benefits, such as ecological
treatment, less chemical use, low-temperature processing, low toxicity to human health,
protection of inherent textile material properties and excellent washing and usage durabil-
ity in this finishing process [80,173,189]. Indeed, various types of sol–gel systems feature
antibacterial or antimicrobial properties. Photoactive titania coatings with anatase modi-
fication and sol–gel coatings with embedded colloidal metal or metal compounds, such
as silver, silver salts, copper compounds, zinc or biocidal quaternary ammonium salts
are examples of these systems [190–192]. On the other hand, they have several draw-
backs, such as high operating temperatures to produce highly photoactive thin films and
the use of strong acids to keep aqueous sols in the peptized state, which causes textile
destruction. Furthermore, titania coatings require UV radiation to be antimicrobial or an-
tibacterial [116,193]. In addition to titania-based sol–gel coatings, silica-based coatings are
being investigated for antibacterial or antimicrobial effectiveness. Polycationic components
are incorporated within the silica layer matrix to enable the antibacterial or antimicrobial
effect, and positively charged polycationic components interact with negatively charged
microbial cell membranes, damaging their cellular functions [18,80,190]. Overall, nano-
structured materials based on inorganic active agents with good antimicrobial activity on
textile materials (Figure 10) can be divided into two categories: inorganic nano-structured
materials and their nanocomposites and inorganic nano-structured-loaded organic carriers.
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Mahltig et al. reported that sol–gel processing exhibited antimicrobial activity based
on controlled release, contact action, or photocatalytic activity [189]. Rivero and Goicoechea
presented a detailed review of the sol–gel process for improving antibacterial properties of
textiles [194]. Finally, Zhang et al. classified the application methods on cotton for colloidal
suspensions of metal nanoparticles and precursor solutions of metal ions, respectively, as
sol and a solution to gain antimicrobial properties [173].

In the next paragraphs, an overview of the most relevant and most recent inorganic
antimicrobial coatings for textile fabrics is provided to the best of our knowledge, as a
function of the active metal nanoparticles involved. A comparison of these examples is
given in Table 4.
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Table 4. Preparation and properties comparison of some inorganic nanosols employed as antibacterial
finishings for different textile substrates.

Precursors and Additives Synthetic Approach Textile Substrate Deposition
Approach

Antibacterial
Properties Ref.

Chitosan/titanium-IV-
isopropoxide and
chitosan/TEOS

Sol–gel Cotton Pad–cure method
Staphylococcus

aureus and
Klebsiella pneumoniae

[176]

AgNO3 and nano-SiO2 Adsorption Wool Impregnation Escherichia coli and
Staphylococcus aureus [195]

AgNO3, TEOS and
3-glycidyloxypropyltriethoxysilane Sol–gel Polyamide fabrics Pad–dry–cure

process Escherichia coli [196]

ZnO and GPTMS Sol–gel Half-bleached pure
cotton Pad–cure method Escherichia coli and

Micrococcus luteus [197]

Zinc acetate dihydrate and GPTMS Sol–gel Cotton Pad–dry–cure
method

Staphylococcus aureus
and Klebsiella
pneumoniae

[190]

Zinc chloride and
4-aminobenzoic acid

In situ synthesis by
sonochemical process

Bleached cotton
fabric Immersion Escherichia coli and

Staphylococcus aureus [96]

ZnO nanopowder, polyether
polyurethane emulsion and

folic acid
Water dispersion Bleached PET fabrics Coating Escherichia coli and

Staphylococcus aureus [86]

Copper nitrate (V) trihydrate,
sodium silicate and laccase Precipitation method Raw linen woven

fabrics
Pad–dry–cure

method

Staphylococcus aureus,
Escherichia coli and
the fungus Candida

albicans

[90]

4.1. Titanium-Based Antimicrobial Textile Finishing

Nowadays, TiO2 nanoparticles have been developed as a novel approach for excep-
tional applications as an appealing multifunctional material. Thus, TiO2 nanoparticles
have been used to obtain self-cleaning [2], antibacterial [116], UV protection [125], hy-
drophilic [124] or ultra-hydrophobic properties [198]. Moreover, they are useful in a variety
of fields, such as environmental purification [199], dye degradation in fabric effluent [200],
water and air purifiers [201,202], gas sensors and high-efficiency solar cells [139,140], as
well as it being used as a nano-catalyst for crosslinking cellulose with polycarboxylic
acids [122,203]. As already reported, the sol–gel process is the most common among several
methods available for synthesizing TiO2 nanoparticles [204]. As an example, textiles coated
by TiO2 nanoparticles in combination with ZnO nanoparticles synthesized from titanyl
sulphate and zinc nitrate hexahydrate by sol–gel technology revealed a suppression level
of E. Coli of more than 99% [89]. Moreover, the method was tested on a semi-industrial
scale in roll-to-roll experiments, thus confirming the stable antibacterial properties of the
so-coated textile and the suitability of the method for upscale and industrial use.

Actually, when exposed to UV light, crystalline TiO2 coatings exhibit antimicrobial
properties due to photo mineralisation processes taking place on the semiconductive
TiO2 surface [80]. Furthermore, many studies have confirmed that the addition of noble
metals, such as silver and gold, increases the photo-catalytic activity of titanium dioxide by
extending the light absorption range of TiO2 from UV to visible light [6,205,206].

4.2. Silver-Based Antimicrobial Textile Finishing

Since olden times, silver has been the most extensively studied antimicrobial agent
used to fight infections and prevent spoilage [207]. For this reason, many researchers are
currently focusing on the antibacterial and multifunctional properties of silver nanoparti-
cles [207,208].

For the manufacturing of nano-silver, several methods have been used, such as photo-
catalytic reduction [206], matrix chemistry [209], chemical-reduction processes [210], pho-
tochemical or radiation-chemical reduction, metallic wire explosion, sono-chemical, poly-
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ols [211], photo-reduction [212], reverse micelle-based methods [213] and even biological
synthesis [214,215].

With respect to other organic antimicrobial agents [216], which have been avoided
since they are hazardous to the human body [178], silver is a safer antimicrobial agent.
In this regard, it has long been known as ‘oligo-dynamic’ due to its ability to exert a
bactericidal effect on silver-containing products, owing to its antimicrobial activities and
low toxicity to human cells [217]. Its therapeutic property has been demonstrated against a
wide range of microorganisms [218,219], including over 650 disease-causing organisms in
the body at low concentrations [220]. Silver has also been shown to prevent the formation
of biofilms [221]. Furthermore, silver ions and nanoparticles have been linked to a similar
mechanism [218].

Silver nanoparticles are non-toxic and non-tolerant disinfectants [222,223], and their
use may maximize antibacterial effects [224] by increasing the number of particles per
unit area.

According to a general silver antimicrobial mechanism, metal ions destroy or pass
through the cell membrane and bind to the -SH group of cellular enzymes [178]. The
resulting critical decrease in enzymatic activity alters micro-organism metabolisms and
inhibits cell growth, eventually leading to cell death. Metal ions also catalyze the formation
of oxygen radicals, which oxidize bacteria’s molecular structure. A chemical reaction results
in the formation of active oxygen (Equation (1)).

Metal ion

H2O + 1
2 O2 → H2O2 → H2O + (O)

(1)

Since the active oxygen created by the antimicrobial agent diffuses from the fiber to the
surrounding environment, a direct interaction between the antimicrobial agent and bacteria
is not necessary for this method. As a result, metal ions prevent micro-organisms from
multiplying. Since bacteria are not always exposed to oxygen radicals, the ionic addition
does not appear to aid in the selection of resistant strains of bacteria [216,225].

Latterly, the antimicrobial mechanism of AgNPs, according to recent research by Kim
et al. [225], is linked to the production of free radicals and subsequent free radical-induced
membrane damage. They validated that the antimicrobial properties of silver nanoparticles
and silver nitrate was influenced by NAC (N-acetylcysteine). They have also mentioned the
possibility of free radicals that may have been produced from the AgNPs surface, which was
responsible for antibacterial activity via ESR (electron spin resonance) [225]. According to
research on the bio-innoxiousness of silver, smaller silver particles at the same concentration
are less harmful to the skin than larger ones. The anti-fungal efficiency of polyamide fabrics
treated with AgNPs, and retreated polyester, was described by Ilic et al. [226].

Scientists are still interested in silver and silver-based antibacterial compounds. Silk
fibers were sequentially dipped in AgNO3 and NaCl to produce silver chloride nano-
crystals. AgCl crystals have been pointed to exhibit antibacterial properties [227]. Wang
et al. studied the antibacterial effectiveness of Ag/SiO2 grafted on wool [195], and Simoncic
et al. prepared silver nanoparticles through in situ methods and colloidal solutions to attain
antibacterial activity [228].

Mohamed et al. [229] prepared colloidal solutions of silver nanoparticles (10–25 nm) syn-
thesized by a chemical reduction process using dextran as stabilizing and reducing agent and
modified TEOS using ascorbic acid as a scavenging agent and (3-aminopropyl)trimethoxysilane
(APTES) by using 1,2,3,4-butanetetracarboxylic acid (BTCA) or vinyltriethoxysilane (VTEOS)
and applied it to cotton fabrics by the sol–gel process by dip coating. A photoinitiator was
used to cure silver nanoparticles modified with TEOS and VTEOS. They demonstrated
that the modified fabrics had antibacterial activity against S. aureus and E. coli, with nearly
90% bacterial reduction even after 20 washing cycles, as well as thermoregulating prop-
erties [229]. The novel Ag decorated conjugated PET-rGO hybrid materials developed by
Babaahmadi et al. [93] were proven to show antibacterial activity toward Gram-positive
and negative bacteria, thus revealing a good clear inhibition zone 1.33 and 2.16 mm against
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S. aureus and E. coli, respectively. However, the nanocomposite showed better antibacterial
effects on E. coli maybe due to the thinner cell wall since AgNPs can penetrate inside the
cell membrane by disrupting its structure and inactivating the bacteria. The innovative
Ag/ZnO NPs modified cotton through the use of Averrhoa carambola fruit extract as a re-
ducing agent for the synthesis of Ag/ZnO composites using domestic microwave showed
better inhibition of Gram-positive bacteria (S. aureus) compared with Gram-negative bac-
teria (E. coli), thus revealing zone of inhibition with diameters of 55.48 ± 2.52 nm and
36.24 ± 2.08, respectively [94]. In another research, a highly durable antimicrobial coating
for cellulose fibers through the in situ synthesis of Ag-NPs was developed using an extract
of sumac leaves as the reducing agent, by observing a 99%–100% reduction of both E. Coli
and S. aureus bacteria [95].

4.3. Zinc-Based Antibacterial Textile Finishing

ZnO was proven to have strong antibacterial effects on a broad bacterial spectrum [230,231],
as well as on high-temperature- and high-pressure-resistant spores. Moreover, it was
demonstrated that a decrease in the particle size (i.e., increasing specific surface area)
with a rise in the powder concentration [232] leads to enhanced ZnO powder antibacterial
activity. Indeed, as reported by Tam et al. [230], better antibacterial activity was provided
by smaller ZnO particles, which were not affected by surface modifications (e.g., silane
surfactant, gold nanoparticle attachments). Karunakaran et al. [233] demonstrated that
sol–gel synthesized nanocrystalline ZnO has more extensive bactericidal activities against
Escherichia coli than commercial ZnO nanoparticles. Furthermore, ZnO nanoparticles seem
to be the most promising unconventional antibacterial agent that can fight methicillin-
resistant Staphylococcus aureus (MRSA) and other drug-resistant bacteria [234]. However,
thanks to its capability to degrade dirt, ZnO could also be used as a cheap self-cleaning
substance [235]. Other advantages of this inorganic material are its no drug resistance
generation, heat resistance and long-lasting, which make it of great interest [178]. Li and
colleagues investigated the antibacterial activity and durability of nano-ZnO functionalized
cotton fabric to sweat. They treated cotton fabrics at a concentration of 11 g/L ZnO
and padded them to ensure 100% wet pick-up. Actually, the antibacterial activity of
the finished fabric has been tested in alkaline, acidic and inorganic salt artificial sweat
solutions. The treated fabrics demonstrated better salt and alkaline resistance than acid
resistance [197]. ZnO nanoparticles have a negative surface charge and illumination
can improve antibacterial performance compared with normal conditions [197]. Farouk
et al. [236] demonstrated that the enhanced bioactivity of ZnO is attributed to the size of
particles: the smaller their dimension, the higher the surface area to volume ratio, resulting
in up to 98.8% of E. coli and 97.3% of M. luteus reduction within 5 h.

Recently, alcohol-based solutions applied at low temperatures on textile fabrics were
investigated as alternative methods to overcome the harmful effects of strong acids and
high temperatures on fabrics [189,190,196]. Accordingly, Poli et al. reported a less harmful
method than conventional ones, as well as simple, reproducible and cheap, to prepare
zinc-based coatings for cotton fabrics by sol–gel method in neutral hydro-alcoholic medium
for obtaining antibacterial activity [190]. Additionally, also in this case, the one-step coating
system used for preparing transparent antibacterial surfaces is simple and reproducible
when compared with the conventional methods (by starting from zinc precursors in alkaline
solution with reflux heating for obtaining ZnO powder). Moreover, this method highlights
that the precipitation of ZnO is not necessary and other advantages are the low process
temperature, the neutral media and the formation of the unique morphology on the treated
textile fabrics. In particular, the acetate group of the Zn precursor plays a significant role in
this innovative sol–gel finishing, in the absence of other nucleophilic species competing
for the Zn2+ Lewis acid center (i.e., HO- or bidentate ligand). Furthermore, as reported in
a previous study [237], colloids or precipitates are formed as a result of the progressive
condensation of hydrolyzed moieties, thus resulting in this case in stable acetate-capped
colloidal nano-sized to sub-micrometer-sized particles in dilute solutions (Figure 11).
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In this study, the nano-Zn acetate-based sol–gel finishing for cotton, in the presence or
not of GPTMS, showed significant bactericidal and bacteriostatic activities against E. coli,
S. aureus and K. pneumoniae bacteria, even after five cycles of washing in case of highest
concentration (Figure 12).

In another study, the multifactional cotton treated with ZnO-NPs and PABA developed
from Noorian et al. [96] reveals antibacterial activity against E. coli and S. aureus with a
reduction bacteria percentage (R%) of more than 99.4% and 99.9%, respectively. Moreover,
excellent antibacterial activities after the abrasion process were observed against E. coli and
S. aureus bacteria with R % of 93.4% and 93.7%, respectively.

Inorganics 2023, 11, x FOR PEER REVIEW 22 of 33 
 

 

[236] demonstrated that the enhanced bioactivity of ZnO is attributed to the size of parti-

cles: the smaller their dimension, the higher the surface area to volume ratio, resulting in 

up to 98.8% of E. coli and 97.3% of M. luteus reduction within 5 h. 

Recently, alcohol-based solutions applied at low temperatures on textile fabrics were 

investigated as alternative methods to overcome the harmful effects of strong acids and 

high temperatures on fabrics [189,190,196]. Accordingly, Poli et al. reported a less harmful 

method than conventional ones, as well as simple, reproducible and cheap, to prepare 

zinc-based coatings for cotton fabrics by sol–gel method in neutral hydro-alcoholic me-

dium for obtaining antibacterial activity [190]. Additionally, also in this case, the one-step 

coating system used for preparing transparent antibacterial surfaces is simple and repro-

ducible when compared with the conventional methods (by starting from zinc precursors 

in alkaline solution with reflux heating for obtaining ZnO powder). Moreover, this 

method highlights that the precipitation of ZnO is not necessary and other advantages are 

the low process temperature, the neutral media and the formation of the unique morphol-

ogy on the treated textile fabrics. In particular, the acetate group of the Zn precursor plays 

a significant role in this innovative sol–gel finishing, in the absence of other nucleophilic 

species competing for the Zn2+ Lewis acid center (i.e., HO- or bidentate ligand). Further-

more, as reported in a previous study [237], colloids or precipitates are formed as a result 

of the progressive condensation of hydrolyzed moieties, thus resulting in this case in sta-

ble acetate-capped colloidal nano-sized to sub-micrometer-sized particles in dilute solu-

tions (Figure 11). 

 

Figure 11. Schematic representation of the chemical equilibria of Zn-acetate precursor in neutral 

hydro-alcoholic media during sol–gel reactions [190]. 

In this study, the nano-Zn acetate-based sol–gel finishing for cotton, in the presence 

or not of GPTMS, showed significant bactericidal and bacteriostatic activities against E. 

coli, S. aureus and K. pneumoniae bacteria, even after five cycles of washing in case of high-

est concentration (Figure 12). 

In another study, the multifactional cotton treated with ZnO-NPs and PABA devel-

oped from Noorian et al. [96] reveals antibacterial activity against E. coli and S. aureus with 

a reduction bacteria percentage (R%) of more than 99.4% and 99.9%, respectively. Moreo-

ver, excellent antibacterial activities after the abrasion process were observed against E. 

coli and S. aureus bacteria with R % of 93.4% and 93.7%, respectively. 

Literature data report inorganic antimicrobial finishing for substrates different from 

cellulose, such as linen and PET. Indeed, the previously described linen fabric treated with 

nano-ZnO/fluorosiliconepolyacrylate emulsion showed also antibacterial activity due to 

Figure 11. Schematic representation of the chemical equilibria of Zn-acetate precursor in neutral
hydro-alcoholic media during sol–gel reactions [190].

Literature data report inorganic antimicrobial finishing for substrates different from
cellulose, such as linen and PET. Indeed, the previously described linen fabric treated with
nano-ZnO/fluorosiliconepolyacrylate emulsion showed also antibacterial activity due to
the inhibition zone against E. coli of about 7.4 mm [84]. PET fabrics treated with ZnO
NPs and nano-PU revealed efficient antimicrobial reductions of Gram-positive bacteria,
Gram-negative bacteria and yeast even after 25 washing cycles [86].
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5. Conclusions and Future Perspectives

In recent decades, the growing demand from modern society for more sustainable
production and long-lasting, high-performance textile products has consistently supported
the research for innovative functional textile finishes. In this regard, different examples
and methodologies based on sol–gel inorganic coatings for the development of advanced
and functional textile finishings were evaluated in this review. In particular, different
sol–gel-based formulations were explored, employing a wide range of inorganic precursors
and functional additives to fabricate textiles featuring different implemented properties.
As a result, the as-obtained functional nanosols intended for treating natural or synthetic
fabrics represent a more eco-friendly and safe approach than the most commonly em-
ployed formulations containing harmful substances. Furthermore, different deposition
approaches lead to the production of thin protective films on textile substrates, enhancing
their durability and general wear and washing resistance.

Moreover, by a proper rational design and using different inorganic precursors and
additives, it is possible to obtain UV-protective and photo-catalytic coatings, addressing the
challenge of covering a wide spectral range of UV light and leading to efficient protection of
the skin. Finally, the preparation and application of nanosols based on different inorganic
nanoparticles were described, focusing on those containing titanium, silver and zinc for
the development of antibacterial textile fabrics, able to prevent the microbial degradation
of fibers, odor formation and protect users by avoiding pathogen transfer and spread.
Therefore, it is possible to suggest that sol–gel synthesis is a key technique for developing
simple, scalable and sustainable approaches for functional textile finishings.

The application fields involving the use of these functional and technical textiles
concern not only the individuals but embrace a wide range of sectors from the industrial
to the public. In particular, the innovative coatings described in this review aim to offer a
contribution to more well-performing textiles intended for automotive, naval, aero spatial,
furnishing, common clothes and workwear (i.e., protective suits) applications. The main
advantage comes from the ease of nanosol functionalization, as performed to obtain hybrid
and nanocomposite textile coatings with improved properties in terms of wear resistance,
UV-protectivity and antimicrobial traits, aiming at high-performance textiles for better
comfort in everyday life.

The scientific developments in the field of inorganic coatings for functional textile
materials presented in this review highlight the great potential of inorganic coatings and
nanotechnologies in developing increasingly high-added-value and competitive fabrics.
Indeed, the current high demand for features such as comfort, safety, aesthetics and func-
tionality as well as greener and more efficient products and processes push scientific
research towards increasingly innovative, cutting-edge and sustainable solutions. However,
the development of increasingly advanced materials capable of conferring long-lasting
or permanent multifunctional properties to textiles still represents a challenge. Other
future challenges concern the implementation of these inorganic finishings on an indus-
trial scale since they have not yet reached the market for some application fields, and
the reduction of the environmental impact of the finishing processes. Moreover, future
developments can be focused on innovative strategies, already partially underway, for the
design of functional textiles through inorganic materials, taking into account consumer and
environmental needs.
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Abstract: Iridium Oxide (IrO2) is a metal oxide with a rutile crystalline structure, analogous to the TiO2

rutile polymorph. Unlike other oxides of transition metals, IrO2 shows a metallic type conductivity and
displays a low surface work function. IrO2 is also characterized by a high chemical stability. These highly
desirable properties make IrO2 a rightful candidate for specific applications. Furthermore, IrO2 can
be synthesized in the form of a wide variety of nanostructures ranging from nanopowder, nanosheets,
nanotubes, nanorods, nanowires, and nanoporous thin films. IrO2 nanostructuration, which allows
its attractive intrinsic properties to be enhanced, can therefore be exploited according to the pursued
application. Indeed, IrO2 nanostructures have shown utility in fields that span from electrocatalysis,
electrochromic devices, sensors, fuel cell and supercapacitors. After a brief description of the IrO2

structure and properties, the present review will describe the main employed synthetic methodologies
that are followed to prepare selectively the various types of nanostructures, highlighting in each case the
advantages brought by the nanostructuration illustrating their performances and applications.

Keywords: iridium oxide; nanostructuration; IrO2 applications; IrO2 synthesis; OER

1. Introduction

Iridium Oxide (IrO2) is a noble metal oxide with a rutile crystalline structure [1], with
a P42/mnm space group. The rutile structure is characterized by a tetragonal unit cell
in which every Iridium ion is coordinated to six Oxygen ions, adopting an octahedral
geometry (Figure 1).
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S.cm−1) [3]. The reason for this behaviour was first investigated by Gillson et al. [1]: IrO2, 
like other dioxides with a rutile-related structure, have incompletely filled d shells [IrO2 
(5d5)]. Later, Verbist et al. [4], used X-ray Photoelectron Spectroscopy, to confirm the 
presence of a partially filled electron band in IrO2, having a d character, just at the Fermi 
level, which could be responsible of the high conductivity of the metal oxide. Besides its 
high electrical conductivity, IrO2 is also characterized by high chemical stability, low 
surface work function (4.23 eV) [5] and good stability under the influence of a high electric 
fields. Note that the work function (energy required for moving an electron from the 
Fermi level to the local vacuum level) is a surface sensitive property and typically depends 
on the electron chemical potential and the polarisation of the surface. Consequently, the 
work function can be modulated by several factors in particular the surface roughness 
and the orientation of the crystal lattice (i.e., which crystal face is mostly exposed). 
However, the more significant parameter to tune the work function of metal oxides would 
probably be the superficial oxygen vacancies [6]. Consequently, nanostructuration of 
metal oxides will have a great influence on the overall work function of the produced 
material. Table 1 reports the average work function of the most frequently studied metal 
oxides in comparison to IrO2, considering thin films of polycrystalline metal oxide (i.e., 
without any preferred surface direction growth). 
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TiO 4.7 [8] Metallic (5882 S.cm−1) [9] 
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CuO 5.9 [8] p-type semiconductor, band gap 1.5 eV [16] 
Cu2O 4.9 [8] p-type semiconductor, band gap 2.40 eV [17] 

Figure 1. Unit cell, cell parameters and X-ray diffraction pattern with relative (hkl) indexation of
IrO2, information extracted from deposited crystal structure (yellow: Ir atoms, red: O atoms) [2].
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Unlike other transition metal oxides, IrO2 shows a metallic-type conductivity
(~104 S·cm−1) [3]. The reason for this behaviour was first investigated by Gillson et al. [1]:
IrO2, like other dioxides with a rutile-related structure, have incompletely filled d shells
[IrO2 (5d5)]. Later, Verbist et al. [4], used X-ray Photoelectron Spectroscopy, to confirm the
presence of a partially filled electron band in IrO2, having a d character, just at the Fermi
level, which could be responsible of the high conductivity of the metal oxide. Besides
its high electrical conductivity, IrO2 is also characterized by high chemical stability, low
surface work function (4.23 eV) [5] and good stability under the influence of a high electric
fields. Note that the work function (energy required for moving an electron from the Fermi
level to the local vacuum level) is a surface sensitive property and typically depends on
the electron chemical potential and the polarisation of the surface. Consequently, the work
function can be modulated by several factors in particular the surface roughness and the
orientation of the crystal lattice (i.e., which crystal face is mostly exposed). However, the
more significant parameter to tune the work function of metal oxides would probably be the
superficial oxygen vacancies [6]. Consequently, nanostructuration of metal oxides will have
a great influence on the overall work function of the produced material. Table 1 reports the
average work function of the most frequently studied metal oxides in comparison to IrO2,
considering thin films of polycrystalline metal oxide (i.e., without any preferred surface
direction growth).

Table 1. Work functions and conductive characteristics of some metal-oxides.

Metal
Oxide Work Function (eV) * Conductivity

IrO2 4.23 [5] Metallic (ca. 104 S·cm−1) [7]
TiO 4.7 [8] Metallic (5882 S·cm−1) [9]

ReO3 6.75 [10] Metallic (ca.105 S·cm−1) [11]
MoO2 5.9 [8] Metallic (3355S·cm−1) [12]
RuO2 5.2 [13] Metallic (ca. 1,3.104 S·cm−1) [14]
NiO 6.3 [8] p-type semiconductor, band gap 4 eV [15]
CuO 5.9 [8] p-type semiconductor, band gap 1.5 eV [16]
Cu2O 4.9 [8] p-type semiconductor, band gap 2.40 eV [17]
Co3O4 6.3 [8] p-type semiconductor, band gap 2.07eV [18]
CoO 4.6 [8] p-type semiconductor, band gap 2.6eV [19]

Rh2O3 n.r. ** p-type semiconductor, band gap 1.4 eV for Rh2O3(I)
and 1.2 for Rh2O3(III) [14]

TiO2 5.4 [8] n-type semiconductor, band gap anatase 3.2eV, rutile
3.0 eV [20]

MoO3 6.82 [8] n-type semiconductor, α-MoO3band gap 3.2 eV [21]
WO3 6.8 [8] n-type semiconductor, band gap 2.75 eV [22]
SnO2 4.75 [23] n-type semiconductor, band gap 3.6 eV [24]
In2O3 5.0 [25] n-type semiconductor, band gap 3.75 eV [26]
ZnO 4.71 [27] n-type semiconductor, 3.3 eV [28]
ZrO2 3.1 [29] insulator
V2O5 7.0 [30] insulator-metal transition (275 ◦C) [6]
V2O3 4.9 [8] insulator-metal transition (−111 ◦C) [31]

* reported on polycrystalline thin film. ** not reported (to the best of our knowledge).

The appealing properties displayed by IrO2 enable its use in many applications despite
its relatively high cost. The main application fields of IrO2 are summarized in Table 2
together with their challenging issues that are still nowadays to overcome.

In particular, IrO2 plays a pivotal role in water electrolysis, the process in which
water is split into hydrogen and oxygen gases, by means of the passing of an electric
current. This process, if driven by renewable energy (solar or wind), can produce high-
quality and clean hydrogen, as an energy source alternative to fossil fuels. Specifically,
IrO2 is considered one of the most active electrocatalysts for Oxygen Evolution Reaction
(OER), the anodic reaction of water electrolysis, in which water is oxidized to molecular
oxygen. OER represents the limiting process in water electrolysis, which determines the cell
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voltage and therefore the energy consumption of the process [32]. IrO2 have been shown to
possess very high electrocatalytic activity for OER, improving the process efficiency [33,34].
Several computational studies, electrochemical studies and characterization techniques,
including, X-ray absorption near-edge structure, near-edge X-ray absorption fine structure,
X-ray absorption, X-ray photoelectron, and Raman spectroscopies, have been devoted to
understanding the OER mechanism over IrO2 [35–37]. According to Nilsson et al. [37], IrO2
surface in contact with water undergoes to a partial hydroxylation, showing hydroxide
sites which coexist with the oxide sites. During OER, the hydroxide sites are converted
into oxide sites, passing through an -OOH as intermediate. The simultaneous formation of
some Ir(V) centres was ascertained, which could be responsible for the catalytic activity of
IrO2 toward OER, since its subsequent two-electrons reduction to Ir(III) can be sufficient to
oxidize water in an oxygen molecule. However, several possible OER catalytic cycles over
IrO2, recently reviewed by Naito et al., have been proposed [35]. Specifically, the catalytic
cycle can proceed via the oxidation-reduction reactions of either the Iridium centre or the
absorbed O species or the Ir=O states. A catalytic cycle driven by the releasing and filling
of an oxygen vacancy at the IrO2 surface has also been suggested. Full understanding of
the OER mechanism over Iridium is thus a contemporary and challenging issue that still
requires attention for the design of future efficient IrO2 based catalysts.

Moreover, IrO2 is an electrochromic (EC) material that displays a reversible and
persistent colour change under an external electric field, thus finding application in elec-
trochromic devices. The change in its optical properties may be ascribed to the following
reaction [38], as shown in Scheme 1:
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During colouring, electrons and protons are removed from the material by application
of an anodic potential, whereas during bleaching electrons and protons are injected into
the substrate [39]. In its lower oxidation states [Ir(III)], Iridium (hydr)oxide is transparent,
while in its higher oxidation state [Ir(IV)], IrO2 turns to a blue-black colour due to a strong
absorption in the visible spectral region [40]. IrO2 presents several ideal features for an EC
material, such as fast colour change, good open-circuit memory, and long last durability
(more than 107 cycle lives) [40,41], which promote its application in EC devices [41–44].

Notably, the transition between two oxidation states [Ir(III) and Ir(IV)] is also ex-
ploited for the fabrication of IrO2 based pH sensors [45–48]. Owing to proton–electron
double injection, IrO2 is reduced to Ir(OH)3 during pH detection [47]. IrO2 provides a
fast-potentiometric response to pH change, thanks to its high conductivity. IrO2-based
electrodes have useful properties, such as high stability in a wide range of temperature
(from −20 ◦C to 250 ◦C) [49–51], linear response in a broad pH range (from pH = 0 to
pH = 12) [50,52,53], great chemical stability, and low impedance [54]. Moreover, IrO2-based
electrodes could be used in many application fields, since their pH response is not affected
by most anions present in environmental systems, such as Na+, K+, Li+, Mg2+, Ca2+, Cl−,
Br−, NO3

−, nor by the main complexing agents present in biological systems, such as
citrate, lactate and phosphate [53]. For these reasons, IrO2 has been widely employed
for the sensing of glucose, hydrogen peroxide, glutamate, metal ions, organophosphates,
and pesticides [55]. Furthermore, the Food and Drug Administration approved IrO2 as
a high biocompatible material, facilitating its application in biosensors [56,57], probe for
fluorescence imaging [58], photodynamic/photothermal therapy [59], and stimulating and
recording electrodes [60,61]. To this end, due to its high charge capacity, for a given applied
voltage pulse, IrO2 is able to inject a very high charge density [62].

By virtue of its conductive nature, high chemical stability, low surface work function
(4.23 eV) and stability under influence of high electric fields, IrO2 has been used as field
emitter cathode in vacuum microelectronics [63–65]. Indeed, IrO2 doesn’t suffer from
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the eventual presence of residual Oxygen in these devices, contrary to other metals, as
Molybdenum, that reacts quickly with O2 forming an insulating layer of oxide [66].

Further applications of IrO2 include electrode material for direct methanol fuel cell
(DMFC) [67], for supercapacitors [68], and for neural stimulation [69]. Specifically, the
anodic reaction in a DMFC, in which methanol is oxidized to carbon dioxide, can be
efficiently catalysed by IrO2 [67]. Moreover, IrO2, thanks to its ability to store electricity,
can be an excellent negative electrode for electrochemical capacitors [68].

Table 2. Main applications of IrO2-based materials.

Application Main Features Refs. Current Challenge

Electrochromic
devices

Fast
colour change [40,42,70]

Application in
flexible devices
(IrO2 is a rigid

material)

OER

High
catalytic activity
High stability in

acidic media

[71–75]

Deep understanding
of

the OER mechanism
over IrO2

Sensing Stability
repeatability

[46,47,55]
[76,77]

Standardization of
electrode

preparation methods
(dependence of pH

response of IrO2)
Improvement of

stability
over the pH range of

12–14
Improve sensing

sensitivity
Lowering the

working temperature
in gas sensing

Supercapacitor High
conductivity [68,78]

Increase of the
durability

of the electrode
(slight worsening of
performance after

2000
charge/discharge
cycles at 0.5 mA)

Field Emission
Cathode

Low chemical
reactivity

Thermal stability
Low work function

[65,79,80]

Achieve high aspect
structures

to enable operation at
low applied fields
Insure long-term
device operation

under adverse
vacuum conditions

Noticeably, the above-described applications of IrO2 can benefit from the use of nanos-
tructures instead of bulk IrO2. Indeed, all the intrinsic properties of IrO2, as well as for
other transition metal oxides, can be improved through its nanostructuration. Thus, the
synthesis of IrO2 in its nanostructured form (structures presenting at least one dimension
on the nanoscale) has become an increasing field of interest in research. In particular,
nanostructured materials that exhibit chemical, optical, mechanical and electrical proper-
ties modified with respect to the corresponding bulk material, due to size and quantum
effects [81–86]. Several types of nanostructures, with different dimensionality, are known,
including zero-dimensional (0D, quantum dots and nanopowder), one-dimensional (1D,
nanotubes, nanowires and nanorods), and two-dimensional (2D, nanostructured films)
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nanomaterials [86]. Whatever the dimensionality of the nanomaterials, it is preferable
that the nanostructures are well separated from each other, as an over-aggregation could
determine the loss of the nanostructuration with the appearance of properties that are more
reminiscent of those of a bulk material.

To this regard, IrO2 can be synthesized in the form of various types of nanostructures,
as nanoparticles with undefined shape, i.e., nanopowders, [87] and nanoparticles with a
precise shape, including nanosheets [88], nanorods [5,89], nanotubes [76], nanowires [48,90],
and nanoporous films [91,92]. Herein, we provide an overview on the nanostructuration
of IrO2, with special emphasis on the strategies pursued for the synthesis of IrO2 nanos-
tructures. Indeed, up to now many preparation procedures of IrO2 nanostructures have
been described in the literature, including soft- and hard-template routes, hydrothermal
synthesis, colloidal methods, and many others. It is worth noting that, within the same
preparation method, by finely tuning the experimental parameters, nanostructures with dif-
ferent shapes can also be synthetized. On this basis, we focused our attention on the shapes
and morphologies that can be obtained through the different preparation methodologies,
since the shape/morphology determine the physical and chemical properties of IrO2 nanos-
tructures. Furthermore, when available, the performances of these IrO2 nanostructures in
specific applications will be described.

2. IrO2 Spherical Nanoparticles and Nanopowder

The synthesis methods, characterization and description of specific applications of IrO2
spherical nanoparticles have been brilliantly reported recently by J. Quinson [93]. Interested
readers are directed towards his report for a deeper overview, especially for what concerns
the analysis about the difficulty to fully distinguish between Ir and IrOx nanoparticles
during their preparation [93]. Thus, in the following part of this review, we will only focus
on the main synthesis pathways used to prepare IrO2 as nanopowder. Several methods
to synthesize IrO2 nanopowder, meaning nanoparticles with undefined shape, have been
experimented. In 2005, Marshall introduced a modification to the well-known polyol
method, usually used for the preparation of metallic nanoparticles [94,95]. This procedure
consists in dissolving or dispersing the metallic precursor, usually hexachloroiridic acid
(H2IrCl6·nH2O), in a polyol, such as ethylene glycol, which acts both as solvent and as
reducing agent. Upon refluxing the reaction mixture, a metallic precipitate, composed of
Ir nanoparticles with an average size of about 3 nm, is formed, which is then filtered and
dried. The colloid is finally calcinated to ensure the full oxidation of the obtained product.

Another approach is represented by the Adams fusion method [96], in which the
metallic precursor H2IrCl6 is melted together with NaNO3. The possible reactions that
may occur during the process are shown in Scheme 2. Basically, when H2IrCl6 is melted
together with NaNO3, Ir(NO3)4 is formed. This latter, at high temperature (ca. 460 ◦C)
decomposes, thus generating IrO2.
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Scheme 2. The hypothesized reactions taking place in the Adams fusion method [94].

After cooling, the mixture is thoroughly washed with water to remove salt residues,
nitrites, and nitrates. Despite the simplicity of this method, a long purification step is
required, and sodium traces may remain in the metal oxide powder.

Nanosized IrO2 powder can also be synthesized through the colloidal method [97,98].
This process involves the addition of NaOH to a water solution of the Iridium precursor,
H2IrCl6·nH2O, to induce the formation of an Ir-hydroxide. The resulting colloidal solution
is heated at 80–100 ◦C, then washed, dried, and calcinated at 400 ◦C to obtain colloidal
IrO2, composed of IrO2 nanoparticles with an average size of diameter ca. 7 nm. However,
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although the simplicity of the method and the fact that no specific experimental set up
is required, the final product remains of a colloid state, thus the nanoparticles are all
aggregated to each other as shown in the reported Transmission Electron Microscopy
(TEM) micrograph (Figure 2). Nevertheless, the as-synthesized nanopowder was tested
as electrocatalyst for OER in a solid polymer electrolyte electrolyzer, demonstrating high
stability and higher activity with respect to commercial IrO2 powder, which does not
feature any nanostructuration [97].
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Figure 2. TEM micrograph of colloidal IrO2 obtained through the colloidal method (Reprinted/
adapted with permission from Ref. [97]).

The colloidal method, which involves an initial alkaline hydrolysis of the Iridium
precursor (K2IrCl6) in water solution at high temperature, can also be carried out without
the calcinations step, thus further simplifying the method, as reported by Khalil et al. [77].
By applying this procedure, IrO2 nanoparticles with an average size of 1–2 nm have been
obtained (Figure 3). However, also in this case, the particles are aggregated with each other,
due to the absence of a capping agent. The same authors described the preparation of a
pH electrode through the electrodeposition of the as-prepared IrO2 nanopowder on an Au
substrate and the evaluation of its potentiometric responses in pH buffer solutions between
pH 1.68 to 12.36. The electrode demonstrated excellent pH sensitivity (−73.7 mV/pH unit),
with a super-Nernstian response [77].
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Recently, the synthesis of colloidal IrO2 has been also performed through a microwave-
assisted route which combines the colloidal and polyol methods, and avoids the calcinations
step [87]. Ethylene glycol was used as solvent, whereas NaOH was used as source of OH−

anions, to generate the Ir-hydroxide intermediate. The reaction was carried out under
microwave irradiation, until the colour solution turned to dark brown, indicating the
formation of IrO2 colloidal suspensions. Specifically, the metal oxide was formed when
the solution reached its boiling point, without requiring a high temperature treatment in
a muffle furnace. The obtained colloidal suspension was stable against flocculation and
exhibited a low polydispersity. Moreover, the same method can be carried out in milder
reaction conditions, by using alcohols with a low boiling point, such as methanol or ethanol,
instead of ethylene glycol.

Finally, nanosized IrO2 powder can be effectively synthesized through the soft-
template route, by using an organic polymer as templating agent [99,100]. Specifically,
Zhang et al. described a process in which nanostructuration of Iridium Oxide is achieved by
the in-situ polymerization of pyrrole in a water solution containing the Iridium precursor
(NH4)2IrCl6, followed by thermal annealing of the nanocomposite (Figure 4) [99]. At a tem-
perature value of 450 ◦C, the organic part of the composite is totally degraded, and Iridium
Oxide nanoparticles, can be recovered. The high surface area displayed by these materials
corresponds to a great number of accessible electrochemical sites. Indeed, the as-prepared
nanosized Iridium Oxide exhibits a greater electrocatalytic efficiency towards OER, when
compared to commercial IrO2 [99]. In particular, the nanostructured iridium oxide exhibits
low overpotential (291.3 ± 6 mV) to reach 10 mA/cm2 current density towards OER and
higher stability with respect to commercial IrO2.
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3. IrO2 1D-Nanostructures

1D nanostructures present only one dimension greater than 100 nm, while the oth-
ers are a few nanometers long. These nanostructures include nanotubes, nanorods and
nanowires, and they usually display greater resistance to agglomeration with respect to
nanopowder. These elongated structures, as well as nanopowder, exhibit superior prop-
erties with respect to bulk materials [86]. Moreover, theoretical studies recently have
highlighted the superior electrocatalytic performances of IrO2 1D-nanostructures, specifi-
cally IrO2 nanowires, with respect to IrO2 nanospheres, thanks to their regular and periodic
structure, without the tendency to agglomeration [71]. In the following part of the re-
view, the IrO2 1D-nanostructures and the main methodologies for their synthesis will be
described according to their specific shape.

3.1. IrO2 Nanotubes

IrO2 nanotubes have been built using a hard-templating route coupled with electrode-
position (Figure 5). Concretely, an anodic aluminium oxide (AAO) layer with large pores
was first fabricated through the sputtering of an aluminium layer on a silicon substrate,
followed by an anodization process. IrO2 was electrodeposited on this template layer,
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generating nanotubes which grew along the walls of the AAO nanopores. At the end of the
process, the AAO template was removed by dissolution in concentrated KOH solution [76].

As reported by Chiao et al., the shape and the length of the nanotubes prepared
through this method depend on the morphology of the nanoporous AAO template, whereas
the wall thickness of the nanotubes is finely controlled by the electrodeposition time [76].
The nanotubes obtained by Chiao et al., analysed by Scanning Electron Microscopy (SEM),
show a diameter of 50 nm and length of around 750 nm. However, the not uncommon
presence of defective nanopores in the AAO template, results in the formation of incomplete
and collapsed nanotubes together with hollow nanotubes.
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A more uniformly distributed IrO2 nanotubes array has been obtained by using
the hard template route coupled to an acidic chemical bath, instead of electrodeposition,
allowing to produce IrO2 nanotubes [101]. Specifically, the AAO template has been soaked
in a solution containing the Iridium precursor, Na3IrCl6, in addition to NaClO, HNO3 and
H2O2, generating, in 24 h and after acidic removal of the AAO template, a uniform film,
with a thickness of 60 nm and a length of 400 nm, composed of IrO2 nanotubes (Figure 6).
The as-prepared nanotubes array exhibited a large charge storage capacity, measured
through electrochemical analysis, proving its potential application as neural-electronic
interface electrode [101].
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Recently, IrO2 nanotubes have been synthesized without a hard template, by electro-
spinning and calcination techniques [102]. Specifically, a solution containing the Iridium
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precursor IrCl3 was electrospun on an aluminium plate, then calcinated at 500 ◦C, under
O2 and He flow, recovering IrO2 nanotubes after cooling. However, although the authors
claim to prepare IrO2 nanotubes without any template, the initial solution also contains
poly(vinylpyrrolidone) (PVP), which, as stated by the authors, acts as a “framework”, and
is removed through the thermal annealing. The as-synthetized IrO2 nanotubes were tested
as electrode material for amperometric CO sensing, but they resulted in poorly electroac-
tive towards electrochemical CO oxidation, in contrast to the metallic counterparts, i.e., Ir
nanotubes that were produced by the reduction, under H2 and Ar flow, of the as-prepared
IrO2 nanotubes.

Finally, IrO2 nanotubes can be efficiently prepared through Metal-Organic Chemical
Vapor Deposition (MOCVD) [103]. This method, however, requires a specifically designed
reactor in which ultra-pure gases are injected to transport and react with the organometallic
precursor. By applying this methodology, IrO2 nanotubes have been successfully grown
on a LiTaO3 substrate using a low-melting Iridium source, (Methylcyclopentadienyl) (1,5-
cyclooctadiene) Iridium(I), [(MeCp)Ir(COD)] (chemical structure reported in Figure 7), a
high oxygen pressure (20–50 Torr), and a temperature of ca. 350 ◦C [103]. The as-obtained
nanostructures, presenting an unusual square cross-section, present a tilt angle of 35◦ ca.
with respect to the normal to the substrate surface and are perfectly aligned with each other
(Figure 7a).
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Notably, by opportunely modifying the experimental parameters used during the
MOCVD, the same authors were able to finely tune the shape of the obtained nanotubes,
thus obtaining forms ranging from nearly-triangular nanorods, wedge-like nanorods
(Figure 7b) and scrolled nanotubes of IrO2. Indeed, the growth of these peculiar structures,
and in particular their shape, is highly dependent on the substrate temperature and the
degree of supersaturation, this latter being controlled by the temperature of the precursor
reservoir [104]. Interestingly, these square hollowed IrO2 nanotubes grown onto sapphire
(100) substrate were successfully reduced to mixed Ir-IrO2 nanotubes by high vacuum
thermal annealing. Moreover, a Pt electrodeposition was carried-out on these nanotubes to
generate a new nanostructured catalyst for methanol oxidation, with activity comparable
to that of a commercial PtRu catalyst [105].

3.2. IrO2 Nanorods

IrO2 nanorods can be produced through several techniques, including the hard-
template route [89], the “molten salt” method [106], and MOCVD [5]. In particular, similarly
to IrO2 nanotubes [76,101], arrays of IrO2 nanorods have been synthetized using AAO
membranes as hard template [89]. In these cases, the porous AAO membrane has been
soaked in an alkaline chemical bath, containing IrCl4, as Iridium precursor, and K2CO3
as source of OH− anions. The temperature was increased to 95 ◦C, allowing the reactions
reported in Scheme 3 to take place. Basically, the OH− anions which derived from the
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reaction of K2CO3 with water, react with the Iridium precursor generating the Ir-hydroxyde
intermediate which evolves towards the formation of IrO2.
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Scheme 3. The reactions taking place in the chemical bath method to synthetize IrO2 nanorods on
AAO membranes [89].

The IrO2 nanoparticles are grown and packed inside the pores of the AAO mem-
brane, forming well-aligned elongated nanostructures, i.e., nanorods, which have been
characterized through electronic microscopy after the removal of the template with KOH
(Figure 8). Specifically, the IrO2 nanorods grew perpendicular to the substrate and present
a diameter ranging from 80 to 100 nm, approximately corresponding to the AAO pores
dimensions [107]. This IrO2 nanorods array has been tested as neurotransmitter sensor,
displaying a good response to dopamine, chosen as a neurotransmitter model [89].
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Figure 8. SEM micrographs of IrO2 nanorods synthetized through the chemical bath route: (a) top
view; (b) tilted view (Reprinted/adapted with permission from Ref. [107]).

IrO2 nanorods can also be synthesized through the “molten salt” method, a synthetic
route similar to the Adams fusions, consisting of the grinding of the Iridium precursor
(IrCl4) with NaCl and KCl, followed by the calcinations of the solid mixture at high temper-
ature (600 ◦C) for 12 h [106]. Through this procedure, Mao et al. obtained nanostructures
with an average diameter of 15 nm and length of ca. 200 nm (Figure 9) [106]. However,
this method, similarly to the above-described Adams fusion synthesis of IrO2 nanopowder,
required long purification and drying processes. The same authors reported a high elec-
trocatalytic activity of the produced IrO2 nanorods towards OER, probably attributed to
high specific area of the material. Indeed, IrO2 NRs generate higher OER current density
(70 mA/cm2) than the commercial IrO2 (58 mA/cm2) at 0.6 V versus Ag/AgCl electrode in
deaerated 0.5 M KOH electrolyte.

Interestingly, within the molten salt method, by carefully varying the IrCl4: NaCl: KCl
ratio, it is possible to tune the morphology of the IrO2 nanostructures [108]. In particular,
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it has been reported that, using a IrCl4: NaCl: KCl ratio of 1: 10: 10, nanocubes are
obtained (Figure 10a); while changing the IrCl4: NaCl: KCl ratio to 1: 30: 30, a mixture
of IrO2 nanocubes and nanorods is formed (Figure 10b); and ultimately, using a high
salts percentage, specifically using a 1: 60: 60 ratio, a sample consisting predominantly of
nanorods is obtained (Figure 10c). This experimental observation was explained by Mao
et al. considering that the molten salts act both as solvent and as protective layers against
aggregation of the formed nanoparticles [108]. Therefore, when the content of salts is low,
the growth of nanostructures is allowed in all directions, thus nanocubes can be generated;
conversely, when a higher salts percentage is used, the excess of salts block the growth of
the nanostructures in all directions, except one, thus nanorods are preferentially formed.
Also in this case, the obtained IrO2 nanorods proved to be excellent electrocatalysts towards
OER, displaying high current density, low overpotential, high stability and numerous
accessible active sites [108]. The electrocatalytic performance of IrO2 was again better than
commercially available IrO2.
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IrO2 nanorods have been also produced through MOCVD technique. In this case, IrO2
nanorods were grown on Si substrates using a low-melting Iridium source, [(MeCp)Ir(COD)],
a high oxygen pressure (10–60 Torr) and a temperature of ca. 350 ◦C [5,109]. These as-
produced IrO2 nanorods present diameters between 75 and 150 nm, a wedge-shaped
morphology and naturally formed sharp tips (Figure 11). However, these nanorods show a
polycrystalline nature, characterized by many defects and dislocations.
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3.3. IrO2 Nanowires/Nanofibres

The MOCVD technique can also be exploited to obtain another type of 1D structures,
i.e., IrO2 nanowires, when the experimental parameters are adequately tuned [104,110]. For
this purpose, [(MeCp)Ir(COD)] as iridium source, oxygen as both carrier and reactant gas,
high temperature (350–400 ◦C) and high pressure (33 Torr) were needed. By applying these
conditions, Zhang et al. synthetized single crystal IrO2 nanowires, having rutile structure,
on plasma treated SiO2 substrates covered with a thin metallic layer (Ti, Au, Ni, Co) [110].
The as-obtained nanowires have dimension ranging from 10 to 50 nm in diameter and
1–2 mm in length (Figure 12).
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IrO2 nanowires were also grown on Au microwire and Si/SiO2 substrates via Vapor
Phase Transport [48]. IrO2 powder was used as source material and placed in a quartz tube
furnace under He and O2 flow. Working at very high temperature (ca. 1000 ◦C) allows
the precursor to sublimate and to be transported by the gas flow to the substrates, where
recrystallization occurs in the form of nanowires. Kim et al. reported the preparation of
single crystal IrO2 nanowires, displaying lateral dimensions ranging from 20 to 100 nm near
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the nanowire tip, with the length extending up to tens of micrometers [48]. Through this
method, the formation of nanowires is strongly affected by the O2 flow. Indeed, without
O2 flow, IrO2 nanowires are not formed, whereas with a high O2 flow (50 sccm) polyhedral
IrO2 crystals are generated. IrO2 nanowires, presenting random orientations have been
obtained by using an O2 flow rate within the range from 10 to 15 sccm. The electrochem-
ical performance of the IrO2 nanowires grown on the Au microwire was also tested as
microelectrode, showing a linear pH response with a super-Nernstian behaviour [48].

IrO2 nanofibres can be successfully formed through the electrospinning technique [111].
Iridium chloride can be dissolved in ethanol-water together with PVP. The electrospinning
of the resulting solution allows the formation of nanofibres of diameter ranging between
50 and 150 nm of diameter (Figure 13a). These as-deposited nanofibres were directly em-
ployed for the electrochemical detection of ascorbic acid [112]. More, recently, based on the
same synthetic protocol but carrying out a thermal annealing after deposition to ensure
the complete removal of the polymer content, amorphous hollow nanofibres of IrO2 were
produced that were of an average diameter of ca. 60 nm (Figure 13b) and were successfully
employed for the fabrication of a flexible solid-state gel symmetric supercapacitor [78].
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4. IrO2 Nanostructures with Unusual Shapes

The preparation and characterization of IrO2 nanostructures with unusual shapes
have been recently reported. In particular, urchin-like IrO2 nanostructures have been
synthetized through a hydrothermal method, involving the pre-treatment of an aqueous
solution of IrCl3 with NaOH and H2O2 at 100 ◦C, followed by heat treatment of the solution
at 160–200 ◦C in autoclave [113]. The urchin-like nanostructures are composed by more
levels of structures, specifically short needles, and small cores (Figure 14). By monitoring
the hydrothermal synthesis over time, Deng et al. demonstrated that first nanosized
IrO2 spheres with a rough surface are formed upon which thin needles grow in a fractal
manner [113]. The urchin-like IrO2 nanostructures thus obtained have been tested as a
catalyst for OER in acidic medium, demonstrating excellent activity and stability in acidic
medium, attributable to their hierarchical structure. Indeed, the authors demonstrated that
these nanostructures possess improved electrochemical surface-active area with respect to
plain spherical IrO2 structures of a similar size.

Moreover, IrO2 nanoneedles with an average diameter of 2 nm (Figure 15), have been
produced through a modified Adams fusion route, implying the use of 2-mercaptoethylamine
(chemical structure reported in Figure 15) in addition to NaNO3 [75]. In this case, the presence
of 2-mercaptoethylamine specifically determines the formation of nanoneedles rather than
nanopowder. Indeed, without 2-mercaptoethylamine, unshaped and aggregate nanoparticles,
like those obtained with the classical Adams fusion method, were obtained. Furthermore,
by enhancing the amount of 2-mercaptoethylamine, an increase of the nanoneedles aspect
ratio occurs. Also, for IrO2 nanoneedles, the OER activity has been evaluated, verifying a
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better performance with respect to unshaped nanoparticles. However, the exact role of 2-
mercaptoethylamine to direct the preferential growth into nanoneedles has not been reported.

Inorganics 2022, 10, x FOR PEER REVIEW 14 of 24 
 

 

 
Figure 13. (a) nanofibres IrO2/PVP synthesised through electrospinning (adapted from ref. [111]; (b) 
Hollow nanofibres of IrO2 after thermal annealing at 300 °C (Reprinted/adapted with permission 
from Ref. [78]). 

4. IrO2 Nanostructures with Unusual Shapes 
The preparation and characterization of IrO2 nanostructures with unusual shapes 

have been recently reported. In particular, urchin-like IrO2 nanostructures have been syn-
thetized through a hydrothermal method, involving the pre-treatment of an aqueous so-
lution of IrCl3 with NaOH and H2O2 at 100 °C, followed by heat treatment of the solution 
at 160–200 °C in autoclave [113]. The urchin-like nanostructures are composed by more 
levels of structures, specifically short needles, and small cores (Figure 14). By monitoring 
the hydrothermal synthesis over time, Deng et al. demonstrated that first nanosized IrO2 

spheres with a rough surface are formed upon which thin needles grow in a fractal man-
ner [113]. The urchin-like IrO2 nanostructures thus obtained have been tested as a catalyst 
for OER in acidic medium, demonstrating excellent activity and stability in acidic me-
dium, attributable to their hierarchical structure. Indeed, the authors demonstrated that 
these nanostructures possess improved electrochemical surface-active area with respect 
to plain spherical IrO2 structures of a similar size. 

 
Figure 14. SEM image of urchin-like IrO2 nanostructures (Reprinted/adapted with permission 
from Ref. [113]). 

Moreover, IrO2 nanoneedles with an average diameter of 2 nm (Figure 15), have been 
produced through a modified Adams fusion route, implying the use of 2-mercaptoethyl-
amine (chemical structure reported in Figure 15) in addition to NaNO3 [75]. In this case, 
the presence of 2-mercaptoethylamine specifically determines the formation of nanon-
eedles rather than nanopowder. Indeed, without 2-mercaptoethylamine, unshaped and 
aggregate nanoparticles, like those obtained with the classical Adams fusion method, 
were obtained. Furthermore, by enhancing the amount of 2-mercaptoethylamine, an in-
crease of the nanoneedles aspect ratio occurs. Also, for IrO2 nanoneedles, the OER activity 
has been evaluated, verifying a better performance with respect to unshaped nanoparti-
cles. However, the exact role of 2-mercaptoethylamine to direct the preferential growth 
into nanoneedles has not been reported. 

Figure 14. SEM image of urchin-like IrO2 nanostructures (Reprinted/adapted with permission from
Ref. [113]).

Inorganics 2022, 10, x FOR PEER REVIEW 15 of 24 
 

 

 
Figure 15. Chemical structure of 2-mercaptoethylamine and TEM image of the IrO2 nanoneedles 
(Reprinted/adapted with permission from Ref. [75]). 

5. IrO2 Nanostructured Films 
IrO2 thin films can be prepared through several techniques, ranging from the hard 

template route [114], to spray pyrolysis [70], to reactive radio-frequency magnetron sput-
tering [43]. However, the easiest way to introduce a nanostructuration in a metal oxide 
film, also in an IrO2 film, is the Evaporation Induced Self-Assembly method (EISA) (Figure 
16). 

 
Figure 16. Schematic representation of EISA (Reprinted/adapted with permission from Ref. [115]). 

The EISA route involves the use of a soft template, usually an ionic organic surfactant 
or non-ionic polymeric surfactant which self-assembles into a diversity of supramolecular 
structures. These latter can be formed of spherical micelles, hexagonal rods, lamellar liq-
uid crystals or other assemblies in solution that self-organise through non-covalent weak 
interactions such as hydrogen bonding, van der Waals forces, electrostatic interactions 
and hydrophobic effect. Furthermore, these interactions are also driven by evaporation of 
the solvent that occurs in situ to the deposition. Hence, these assemblies are the structural 
directing agents for the formation of inorganic mesostructures. Indeed, the sol–gel pre-
cursor hydrolyzes and condenses around the mesostructured self-assembled phase. Sub-
sequent thermal treatment induces the removal of the surfactant, the stiffening of the in-
organic network and its crystallization. By varying the type of surfactant, its concentration 
in the starting solution, and the deposition conditions, it is possible to tune the pore struc-
ture and size of the porous materials. EISA is generally coupled with dip-coating or spin-
coating deposition techniques, which allow the formation of a thin layer of precursor on 
different substrates. Through this procedure, Ortel et al. successfully synthesized IrO2 thin 
films on different substrates by dip-coating, employing PEOy-PBx-PEOy, (poly(ethylene 
oxide)-poly(butadiene)-poly(ethylene oxide, chemical structure reported in Figure 17), as 

Figure 15. Chemical structure of 2-mercaptoethylamine and TEM image of the IrO2 nanoneedles
(Reprinted/adapted with permission from Ref. [75]).

5. IrO2 Nanostructured Films

IrO2 thin films can be prepared through several techniques, ranging from the hard
template route [114], to spray pyrolysis [70], to reactive radio-frequency magnetron sputter-
ing [43]. However, the easiest way to introduce a nanostructuration in a metal oxide film,
also in an IrO2 film, is the Evaporation Induced Self-Assembly method (EISA) (Figure 16).
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The EISA route involves the use of a soft template, usually an ionic organic surfactant
or non-ionic polymeric surfactant which self-assembles into a diversity of supramolecular
structures. These latter can be formed of spherical micelles, hexagonal rods, lamellar
liquid crystals or other assemblies in solution that self-organise through non-covalent weak
interactions such as hydrogen bonding, van der Waals forces, electrostatic interactions and
hydrophobic effect. Furthermore, these interactions are also driven by evaporation of the
solvent that occurs in situ to the deposition. Hence, these assemblies are the structural
directing agents for the formation of inorganic mesostructures. Indeed, the sol–gel precursor
hydrolyzes and condenses around the mesostructured self-assembled phase. Subsequent
thermal treatment induces the removal of the surfactant, the stiffening of the inorganic
network and its crystallization. By varying the type of surfactant, its concentration in the
starting solution, and the deposition conditions, it is possible to tune the pore structure
and size of the porous materials. EISA is generally coupled with dip-coating or spin-
coating deposition techniques, which allow the formation of a thin layer of precursor on
different substrates. Through this procedure, Ortel et al. successfully synthesized IrO2 thin
films on different substrates by dip-coating, employing PEOy-PBx-PEOy, (poly(ethylene
oxide)-poly(butadiene)-poly(ethylene oxide, chemical structure reported in Figure 17),
as templating agent [91,116]. These films presented nanocrystalline mesopores walls
and some areas with locally ordered pores (Figure 17). Moreover, their electrocatalytic
performance toward OER was tested and compared to untemplated IrO2 films obtained
with the same experimental procedure. The current response on templated IrO2 films
is about 2.1 times higher with respect to the untemplated IrO2 films, demonstrating the
nanostructuration advantages.
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Figure 17. SEM images of IrO2 mesoporous thin film template with PEOy-PBx-PEOy and calcinated
at 500 ◦C (Reprinted/adapted with permission from Ref. [91]).

Similarly, Chandra et al. developed mesoporous IrO2 thin films choosing the triblock
copolymer “Pluronic F127” (PEO106PPO70PEO106, chemical structure reported in Figure 18),
as structural directing agent and spin-coating as deposition technique [74,117]. They
reported that samples calcinated at 400 ◦C present 2D hexagonal mesostructure (p6mm
symmetry, Figure 18), but an increase in treatment temperature entails the transformation
into a disordered mesostructure. The enhancement of the electrocatalytic performance
toward OER with respect to the untemplated IrO2 electrode was ca. 2 times higher for
mesoporous structure and was ascribed to the larger accessible surface-to-volume ratio.
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from Ref. [74]).

Although EISA appears as a versatile route to induce a nanostructuration into an
inorganic material, allowing the modulation of size and shape of the nanostructures and
not requiring sophisticated instrumental equipment [118], an important drawback of
this technique is its high dependence on experimental parameters. Indeed, temperature,
humidity, extraction time and velocity (for dip-coating), concentration of the precursor
solution and speed (for spin-coating) would be required as given experimental data for the
sake of reproducibility and understanding of the mechanism of nanostructuration. A small
amount of variation of these conditions may drastically affect the final nanostructures [119].

The hard-templating route has been also adapted to the preparation of IrO2 nanostruc-
tured films. In this case, colloidal SiO2 microspheres were immersed in an ethanolic solution
of (H2IrCl6·nH2O) to allow the impregnation of the Iridium precursor within the template,
then the suspension was dried and calcinated, and the template was removed by using
a concentrated HF solution [98]. Chen et al. demonstrated that using SiO2 microspheres
with a mean diameter of 330 nm and very low polydispersity (ca. 0.5%), macroporous IrO2,
displaying an ordered honeycomb array of macropore, can be obtained (Figure 19) [98].
The macropores are typically 300 nm in diameter, which is slightly smaller than the size of
SiO2 microspheres, probably as a consequence of the contraction of the template during the
heat treatment process. Although nicely achieved, the main drawback of this synthetical
method is the drastic and highly toxic acidic condition (concentrated HF solution) required
to remove the templating SiO2 agent.

Nanostructured IrO2 films have also been prepared employing an ordered supramolec-
ular gel phase generated by an organometallic Ir(III) complex, used both as templating agent
and metal source. Indeed, several Ir(III) complexes can self-assemble in highly organized
supramolecular phases in water, including physical gels and lyotropic liquid-crystalline
gels [120–122]. Moreover, many metal oxide (SiO2, TiO2, ZrO2, ZnO and WO3) nanostruc-
tures, such as nanotubes, nanoparticles, and nanowires, have been efficiently prepared
taking advantage of a supramolecular gel as structural directing agent (SDA) [123]. In this
context, the supramolecular gel phase of the Ir(III) compound [(ppy)2Ir(bpy)]EtOCH2CO2
(chemical structure reported in Figure 20), where ppy is 2-phenylpiridine and bpy is 2,2′-
bipyridine, which supramolecular architecture in water is built on a double 2D columnar
system, was used as template and metal precursor for the preparation of IrO2 films [122].
The highly ordered metallogel was deposited onto quartz substrates through spin-coating
and was left to dry, obtaining the corresponding xerogel, that was calcinated at 600 ◦C for
4 h, obtaining a uniform IrO2 thin film. As shown in Figure 19, the film prepared starting
from the 5% w/w gel phase is composed of ordered vertical IrO2 arrays that outline its
nanostructure, whereas in the case of the 6% w/w gel phase, a self-assembled well-ordered
multilayer thin film can be observed.
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Figure 20. Chemical structure of [(ppy)2Ir(bpy)]EtOCH2CO2 and SEM images of the IrO2 film
prepared starting from its 5% w/w (a) and 6% w/w (b) gel phase (Reprinted/adapted with permission
from Ref. [122]).
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Although this study was at its early stage, it clearly shows the possibility of using
self-ordered lyotropic Ir(III) complexes for the production of ordered nanostructured thin
films of IrO2, opening a novel alternative route for their preparation.

6. Conclusions

Despite its intrinsic higher cost with respect to other semiconductive metal oxides,
IrO2 does present appealing characteristics that make it the ideal candidate for specific
applications. IrO2 is indeed the only active OER catalyst that is relatively stable in the acidic
condition, which is a prerequisite for successful integration with photoanodes to reach
optimal photoelectrochemical cells efficiency. As reviewed herein, IrO2 can be obtained in
various types of nanostructured forms allowing the boosting of its performances through
mainly the increase of the active surface area owing to the nanoscale architecture. However,
to reach such an increment in properties, severe experimental conditions are often required,
specific templates or definite substrates must be employed, and a dedicated experimental
set-up may also need to be designed. All these factors, of course, will further increase
the effective cost of the active nanostructured metal-oxide. Efforts therefore must still
be addressed in order to find more sustainable and environmentally friendly access to
nanostructured IrO2-based materials.
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Abstract: In recent years, a great interest has arisen around the integration of naturally occurring
clays into a plethora of advanced technological applications, quite far from the typical fabrication
of traditional ceramics. This “second (technological) life” of clays into fields of emerging interest is
mainly due to clays’ peculiar properties, in particular their ability to exchange (capture) ions, their
layered structure, surface area and reactivity, and their biocompatibility. Since the maximization of
clay performances/exploitations passes through the comprehension of the mechanisms involved,
this review aims at providing a useful text that analyzes the main goals reached by clays in dif-
ferent fields coupled with the analysis of the structure-property correlations. After providing an
introduction mainly focused on the economic analysis of clays global trading, clays are classified
basing on their structural/chemical composition. The main relevant physicochemical properties
are discussed (particular attention has been dedicated to the influence of interlayer composition
on clay properties). Lastly, a deep analysis of the main relevant nonconventional applications of
clays is presented. Several case studies describing the use of clays in biomedicine, environmental
remediation, membrane technology, additive manufacturing, and sol-gel processes are presented,
and results critically discussed.

Keywords: alumino-silicates; biomedicine; ceramics; clays; inorganic chemistry; environmental
remediation; nanomaterials; porous materials

1. Introduction

Clays are naturally occurring 2D layered fine particles (less than 2 µm) extracted from
earth and composed of phyllosilicates (clay minerals), showing plastic properties at appro-
priate water content and brittleness upon drying or firing (i.e., hardening processes) [1,2].
These very peculiar properties are strictly related to clays’ chemical structure, and in par-
ticular to specific chemical reactions occurring at the surface/interface of these layered
materials [3,4]. Such interfacial phenomena are the basis of the recent grown interest around
clays (i.e., one of oldest class of materials handled and modeled by humans) as alternative
(nanoscopic) materials. Scientific and engineering field of emerging interest where clays
can be exploited such as biomedicine [5–9], environmental clean-up processes [10–18],
membrane technologies [19–22], energetic and electronic applications [23–26], compos-
ite materials [27–33], sol-gel technology [34,35], 3D printing [36,37], and in developing
traditional ceramics (i.e., earthenware, stoneware, porcelain, pottery, and so on) [38–40]
are numerous.

The recent attention around the exploitation of 2D layered materials (e.g., graphene [41],
and its derived graphene oxide (GO), carbon nitride (g-C3N4), molybdenum disulfide
(MoS2) [42], tungsten diselenide (WSe2), tin sulfide (SnS2), tin diselenide (SnSe2), boron
nitride (BN), and black phosphorous (P allotrope)) has also raised the interest concerning
the exploitation of clays as naturally occurring layered materials. Furthermore, as pointed
out in the literature [2,43,44], clays are largely diffused (almost worldwide in nature) in
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consistent amounts. The exploitation of clays guarantees a twofold advantage in terms of
economic sustainability (i.e., low cost of raw materials) and environmental safety, coupled
with their availability also in developing countries [45,46]. Therefore, the valorization of
clays follows the principles at the basis of the circular economy [47–49], and analogously as
in the cases of biomasses [50–54], biochars [55–59], and biofuels [60,61], clays can play a
major role in the green chemistry-driven technological revolution.

From the economic viewpoint, actually clays represent raw materials of remarkable
interest for the global market (i.e., clays accounted for 0.012% of total world trade in 2019).
Countries leading in the extraction/exportation of clays are the US (USD 389 million,
covering almost 18.2% of the global market), China (USD 260 million, 12.1%), Ukraine
(USD 197 million, 9.2%), Germany (USD 166 million, 7.8%), India (USD 105 million, 4.9%),
Turkey (USD 101 million, 4.7%), Spain (USD 93 million, 4.4%), and France (USD 84 million,
3.9%) [62]. Italy is the 7th largest European exporter with approximately USD 48 million
(corresponding to approximately 2.2% of the global market). Interestingly, Italy is the largest
global importer with a value of approximately 8.9% of the global market (ca. USD 191 million),
followed by Germany (USD 180 million, 8.4%), the Netherlands (USD 142 million, 6.6%), Poland
(USD 104 million, 4.9%), Japan (USD 95 million, 4.4%), and Canada (USD 93 million, 4.4%) [63].
Moreover, the growth of the previously cited nonconventional advanced applications is
going to significantly increase the global trading of clays within the next few years.

The aim of this document is to provide a critical analysis of the potential noncon-
ventional uses of clays into technological fields of emerging interest. Particular emphasis
has been devoted to the chemical composition and structure of clays. In fact, it is with a
correct understanding of the structure-mediated properties that it is possible to maximize
the valorization of this class of naturally occurring materials and find novel, alternative
(and advanced) applications.

2. Chemical Composition and Structure-Property Relationship of Clays

As stated in the previous paragraph, clays are fine-grained 2D earthen minerals. In
general, the chemical composition of earthen crust is mainly silica (ca. 60%) and alumina
(ca. 15%) with other mineral oxides constituting the residual fraction (approximately
25%) [2]. Hence, the chemical composition of clays reflects the Earth’s crust, since clays are
hydrous alumino-silicates (eventually containing some minor impurities, i.e., Na, K, Mg,
Ca, Fe) [1,2]. Clays are made up of layered sheets organized as follows:

(i) 2D 1-1 layered clay minerals, formed by alternating layers made by one tetrahedral
(Si-based) sheet and one octahedral (Al-based) sheet held together by hydrogen
bonding [2,64].

(ii) 2D 2-1 layered clay minerals (organized into six subgroups), formed by alternat-
ing layers made by two tetrahedral (Si-based) sheets sandwiching one octahedral
(Al-based) sheet in the middle. These sandwich structures are held together by an
interlayer made by either water molecules or exchangeable cations (to maintain the
electroneutrality of the system), or even both [2,64].

An extended classification of clays based on their chemical composition, structural
stacking, and interlayer organization is summarized in Figure 1 [2]. In detail:

(i) Kaolinite-serpentine subgroup: 1-1 layered structures: This subgroup is characterized
by electroneutral layered structures and the absence of cations at the interlayer (with
very low CEC, 3–15 cmol/kg). In particular, surface charges of kaolinite derived from
the presence of defects (such as isomorphic substitution and broken edges Al-O-Al
and Si-O-Si). Tetrahedral and octahedral sheets are held together by either secondary
forces (e.g., hydrogen bonding) or water molecules. The kaolinite-serpentine subgroup
is characterized by the general chemical formulas Al2Si2O5(OH)4 (for the kaolinite
subgroup) and Mg3Si2O5(OH)4 (for the serpentine subgroup) [65]. Examples of
clays belonging to this subgroup are kaolinite, halloysite, dickite, nacrite, crysotile,
antigorite, lizardite (the latter three belonging to the serpentine subgroup).
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(i) Pyrophyllite-talc subgroup: 2-1 layered structures: This subgroup is characterized
by electroneutral layered structures and the absence of cations at the interlayer (with
very low CEC, below 1 cmol/kg). Weak secondary forces (e.g., van der Waals and/or
dipolar interactions) that favor a loss of cohesion between the layers hold tetrahedral
sheets together. The pyrophyllite-talc subgroup is characterized by the general chemi-
cal formulas Al2Si4O10(OH)2 (for the pyrophyllite subgroup) and Mg3Si4O10(OH)2
(for the talc subgroup) [66].

(ii) Smectite subgroup: 2-1 layered structures: This subgroup is characterized by having
octahedral sheets partially substituted, thus generating weak negatively charged
layers. In order to balance such negative charge and maintain the electroneutrality of
the system, the smectites interlayer region contains miscellaneous cations, together
with water molecules. The presence of such an interlayer (made by water molecules
and cations) enhances the water affinity of smectites, thus favoring the hydraulic de-
lamination and expansion. Furthermore, smectites show a high ion exchange capacity
(i.e., CEC approximately 70–100 cmol/kg). The smectite subgroup is characterized by
the chemical formula (Na,Ca)0.33(Al,Mg,Fe,Zn)2Si4O10(OH)2·nH2O [67]. Examples of
clays belonging to this subgroup are: montomorillonite, beidellite, laponite, saponite,
and hectorite.

(iii) Vermiculite subgroup: 2-1 layered structures. This subgroup is characterized by
having both tetrahedral and octahedral sheets partially substituted, thus generating
a net negative charge in both layers. In order to balance such net negative charge
and maintain the electroneutrality of the system, the vermiculites interlayer region
contains two oriented water layers and magnesium cations, thus providing a lim-
ited expansion capacity and high ion exchange capacity (i.e., CEC approximately
100–150 cmol/kg). The vermiculite subgroup is characterized by the chemical formula
(Mg,Ca)0.3(Mg,Fe)3(Si,Al)4O10(OH)2·4H2O) [68].

(iv) Mica subgroup: 2-1 layered structures: This subgroup is characterized by having the
Si-based tetrahedral sheets partially substituted by aluminum atoms, thus generating
a charge deficiency in the tetrahedral layers. In order to balance such strong negative
charge and maintain the electroneutrality of the system, the micas interlayer region
contains potassium cations occupying fixed positions at the tetrahedral sites surface.
Such locked structure significantly limits the entry of water and micas ion exchange
capacity (i.e., CEC approximately 10–40 cmol/kg). The mica subgroup is characterized
by the chemical formula (K,H)Al2(Si,Al)4O10(OH)2·nH2O [69]. Examples of clays
belonging to this subgroup are: muskovite, sericite, illite, biotite, and glauconite.

(v) Chlorites subgroup: 2-1 layered structures: This subgroup is characterized by hav-
ing both tetrahedral and octahedral sheets partially substituted. In order to balance
such negative charge and maintain the electroneutrality of the system, the chlo-
rites interlayer region is made by hydroxide sheets, mainly constituted by brucite
Mg(OH)2, eventually partially substituted by iron atoms. The presence of hydroxyl
functionalities at the interface between tetrahedral sheets and hydroxide-based in-
terlayers induces the formation of hydrogen bonding that hold together the layered
structures, generating a locked system characterized by having a poor ion exchange
capacity (analogously as in the case of mica subgroup, namely: CEC approximately
10–40 cmol/kg). The chlorite subgroup is characterized by the chemical formula
(Mg,Fe)3(Si,Al)4O10(OH)2·((Mg,Fe)3(OH)6) [70].

(vi) Inverted ribbons (palygorskite-sepiolite) subgroup: 2-1 layered structures: This sub-
group is characterized by ribbons of 2-1 layered silicates presenting a periodic inver-
sion of the apical oxygen atom in tetrahedral layers extending parallel to the layer
directions, forming fibrous clays. These complex structures are characterized by the
presence of nanometric channels (parallel-oriented respect to the direction of the
layers) containing water molecules weakly bound to the magnesium ions forming the
octahedral layers. The presence of these nanochannels guarantees high surface area
(SSA higher than approximately 140–320 m2/g) that allows their use as porous systems
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for advanced applications (e.g, controlled transport and/or release of chemicals, drug-
delivery, separation science) [71]. The chemical formulas of palygorskite-sepiolite
subgroup are the following, namely: (Mg,Al)2Si4O10OH·4H2O (for the palygorskite
subgroup), and Mg4Si6O15(OH)2·6H2O, (for the sepiolite subgroup) [72,73].
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Furthermore, mixed-layer clays are also available in nature, but for the sake of sim-
plicity, they are not discussed in this document (for details concerning mixed-layer clays,
please refers to the following references [74,75]).

Clays belong to the ceramic materials class, characterized by having a crystalline
organization with strong bonds (i.e., covalent bonds, and ionic bonds) between atoms
forming the layers and secondary bonding (i.e., van der Waals forces, H-bonds) between
the layers [2]. This particular architecture indicates a certain level of anisotropy in clays
that exhibit cleavage subjected to forces applied parallel respect to the layer direction (thus,
acting against the secondary bonding). Furthermore, as previously discussed, clays are
characterized by having different chemical species at the interlayer that can somehow exert
a different attraction between layers. In fact, depending on the chemical species at the
interlayer, clays have different CEC, interlayer thickness (and consequently surface area),
and hydration/gel-forming capacity. In detail:

(i) Cation exchange capacity (CEC): The CEC corresponds to the amount of cations
(expressed in cmol/kg) that can be exchanged with other cations at the surface of clays.
The CEC is influenced by the nature and amount of cations at the clays interlayer.

(ii) Interlayer thickness: Depending on the chemical species forming the interlayer, these
generate different electrostatic forces (and consequently different degree of attraction)
between the different sheets forming the layer structures of clays. These electrostatic
forces influence the interlayer thickness.

(iii) Hydration/gel-forming (or swelling) capacity: Mechanisms at the basis of hydration
are mostly two: (a) electrical properties of both clay’s inorganic surface and aqueous
medium affecting the water molecules orientation at the clay’s surface, and (b) osmosis.
Furthermore, both hydration and swelling properties are strongly affected by the
nature and the quantity of exchangeable cations present at the interlayer, and these
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values can be predicted considering the hydration energy of the different ions. In fact,
the swelling capability follows the order: Mg > Ca > Li > Na > K [2].

Typical values of CEC, interlayer thickness, specific surface area, and swelling capacity
of the different clay subgroups are summarized in Table 1 [2,76].

Table 1. Properties of the different subgroups of clays [2,7,76].

Clays Subgroups CEC (cmol/kg) Interlayer Thickness (Å) Specific Surface Area (m2/g) Swelling Capacity

Kaolinite-Serpentine 3–15 7 5–40 None
Pyrophyllite-Talc <1 9 5–40 None

Smectite 70–100 10–11 40–800 High
Vermiculite 100–150 12–15 500–700 High

Mica 10–40 10–11 50–200 Low
Chlorites 10–40 12–15 10–60 None

3. Advanced Applications: The Second (Technological) Life of Clays

As previously introduced, the peculiar properties of clays are the basis of the evolution
(or better, the revolution) around this class of materials, going from being the simplest
and oldest material handled and modeled by humans toward being still an important
protagonist in the more attractive brand new technologies of the new millennium. In
order to provide a detailed discussion on the advanced uses of clays in new technologies,
the following paragraphs discuss the most catching eye technologies and case studies
involving clays.

3.1. Biomedical Applications

Mousa and coworkers [7] point out that clay surface reactivity (due to CEC, ionic
species at the interlayers, surface area and sorption capacity) is of paramount relevance
for the biomedical interaction toward living tissues and fluids and synthetic prosthetic
devices. In particular, clays are typically included in polymeric matrices to form both soft
functional biocompatible scaffolds, hydrogels, and physical gels with improved mechanical
responses [77], and hard porous scaffolds and sponges mimicking the bone tissue structural
organization [78]. In this context, Giannelli et al. [5] produced a hard composite scaffold
made by a keratin 3D sponge matrix, with magnetic Mg/Fe-hydrotalcite nanoparticles
dispersed as fillers. These magnetic nanoparticles are able to stimulate the cell adhesion and
proliferation by applying an external magnetic field. Results showed that the application of
an external magnetic stimulus facilitates the cell proliferation, thus confirming the funda-
mental role of the magnetic clay component in the biomedical device. Furthermore, these
systems show enhanced biocompatibility with osteoblasts and fibroblasts cells. Another
interesting study is the one by Cui and coworkers [6], where a microporous 3D hydrogel
made by modified chitosan and montmorillonite to promote tissue regeneration was de-
veloped. In this composite system, clays play a fundamental role in both increasing the
mechanical properties of the hydrogel and improving the final interconnected microstruc-
ture. Results indicate the clay-induced microporous structure promotes the native cell
infiltration, proliferation, and spontaneous differentiation without including growth factor
and drugs in the formulation.

Murugesan et al. [8] critically analyzed the most recent literature describing the
development of clay-based nanocomposites for biomedical applications. In particular,
clay-containing nanocomposites under the shape of thin films are mostly used as drug-
delivery patches, biodegradable/biocompatible packaging films, and microfluidic systems.
These thin films are mostly produced following the fabrication techniques used in the
field of nanocomposites such as solution blending, melt mixing, electrospinning, in situ
polymerization [8]. In this process, both clays and polymers are dissolved in a common
solvent (eventually, the two dispersions/solutions are separately prepared and added
together), and transferred in the desired mold (i.e., solution blending) or deposited (i.e., cast
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films). Vice versa, the melt intercalation passes through the dispersion of the clays within
the molten polymer. Alternatively, the in situ intercalative polymerization requires the
dispersion of clays in a monomer solution and subsequently let the monomers polymerize
by applying an external stimulus. The advantages of producing thin films are mostly in
terms of chemical and mechanical resistance (compared to different morphologies).

Another interesting technology applied to clays is their integration into polymeric
matrices to produce fibers, drug-delivery patches, or fiber-based membranes/scaffolds fab-
ricated via electrospinning. In this case, clays are firstly dispersed in the polymer/solution,
letting the clay-containing mixture pass through a needle spinneret and finally deposited
onto the substrate pushed by the charge difference between the needle and the collector.
The fiber morphology is driven by several parameters such as voltage intensity, the working
distance between the needle and the collector, and the geometry of the needle [8,79]. In
these fiber-based systems, the role of clays is to enhance the mechanical performance and
the thermal stability of the composite, also improving the processability. In the study by
Hong and coworkers [80], an organically modified montmorillonite prepared by a solution
intercalation method in the presence of polyurethane was successfully deposited via elec-
trospinning, producing a nanocomposite with 200%-enhanced mechanical response (both
in terms of Young modulus and tensile strength) with respect to the base polymer.

The production of suitable bioinks for 3D printing and biofabrication passes through
several printing methods (e.g., inkjet, extrusion, laser-assisted printing) [81,82]. The details
concerning 3D printing technologies are provided in the dedicated following paragraph.
However, for the sake of completeness, the biomedical applications involving bioprint-
ing of clay-based systems are discussed here. Bioprinting consists of producing scaffolds
or tissues via additive manufacturing (i.e., typically extrusion-based printing). These
tissues/scaffolds are made by cells included in a host matrix (mostly biopolymers or hy-
drogels). One of the main concerns related to these very complex formulations (borderline
between living organism and unanimated matter) is the rheology of the system that should
be perfect (i.e., not too much as it can cause mechanical stresses to the cells, not too low
as the final formulation should be printable and maintain the desired shape). In this con-
text, nanoscopic clays (nanoclays) can be a very efficient and effective additive for such
type of bioinks since they enhance the mechanical strength and viscosity of the system,
maintaining the final shape, showing high processability and enhancing the biological
activity [8]. Furthermore, the formulations containing nanoclays can be stimuli-responsive
toward electrical, temperature, and pH variation, making these systems very appealing for
muscular tissue regeneration [83–85]. A clear example of these stimuli-responsive systems
is the study by Guo et al. [86] where an agarose/polyacrylamide-based thermo-responsive
hydrogel containing laponite (which is a synthetic clay belonging to the smectite subgroup)
has been successfully prepared and tested. In this particular formulation, clays increase the
processability, the post-printing stability, and the final mechanical properties with respect
to the bare agarose/polyacrylamide hydrogels.

As previously introduced, clays are characterized by a particular particle size, porosity
and surface area, and reactivity coupled with their biocompatibility that allow their use in
drug-delivery systems, in pharmaceutical applications, and in cancer research, diagnosis
and relative therapy [9,87]. In particular, nanoclays are exploitable as nanoscopic carriers
for the delivery of anticancer drugs directly to the tumor site. Furthermore, several in vitro
and in vivo tests highighted that nanoclays show bioactivity against different cancers
([9,88] and references therein). This is, for instance, the case of bentonite that inhibits
the growth of central nervous system (glioblastoma) cells, while enhancing the growth
of lung adenocarcinoma cells [88]. Interestingly, a montomorillonite/palygorskite clay
mixture significantly reduces melanoma cell proliferation and viability by in vitro tests, and
melanoma growth in an in vivo animal model by inducing a reduction of the tumor size
and weight, decreasing tumor cell mitosis, and inducing tumor necrosis [89]. Nanoclays are
used (in combination with polymeric and/or magnetic nanoparticles) to transport specific
anticancer drugs directly to the tumor site. This is, for instance, the case of the study by
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Lin and coworkers [90] where a Na-montmorillonite was loaded with 5-fluorouracil (a
drug used in the colorectal cancer therapy) but reaching the maximum loading capacity
of only 2 wt.%. To increase the loading capacity of montmorillonite, montmorillonite
was amino-modified and grafted with β-cyclodextrin, reaching a higher 5-fluorouracil
loading of approximately 28 wt.% [91]. However, Peixoto et al. [9] classified the use
of clays in oncologic therapy against different types of cancer depending on the target
organ/apparatus, namely lung, colorectal, gastric, breast, pancreatic, brain, skin, thyroid,
and bone cancer. For all these cases, clays are used as carriers of bioactive chemicals, either
directly as they are or after a surface functionalization (as depicted in Figure 2) [92].
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Figure 2. Schematic illustration of strategies used to expand the functions of nanoclays. The modified-
nanoclays target the tumor microenvironment (TME), increasing the efficacy of cancer therapy. TME
has been shown to have different characteristics from normal tissues, which can be vascular defects,
higher expression of given enzymes, elevated glutathione (GSH), hydrogen ion, and reactive oxygen
species (ROS) concentrations. Reprinted with permission from [9]. Copyright 2021 Elsevier B.V.

In general, most of the cases investigated used mostly halloysite nanotubes (HNTs),
but also montmorillonite, bentonite, laponite, palygorskite, and kaolinite. Figure 3 reports
the mechanism involving the pH- and time-responsive release of an anticancer drug loaded
by HNTs, delivered through oral administration. As reported by the authors, the role of
HNTs (i.e., clays) within this technological approach is very appealing as it minimizes
the undesired (early) drug release in the stomach, whereas it maximizes the drug release
directly in the intestines, the site affected by the colorectal cancer [9].
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Furthermore, these systems are exploitable in diagnostics by simply loading/grafting
specific biomarkers or magnetic nanoparticles that can detect the presence of cancer cells in
the organism [93,94]. For a detailed study of the diagnostics and imaging of pathological
alterations in living systems, please refer to [95].
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3.2. Environmental Applications

The continuous depletion of freshwater resources is one of the main concerns affecting
the social and economic progress of several underdeveloped areas of Third and Fourth
World countries [2]. To overcome this issue, probably the best technological solution
is to significantly increase the recyclability of polluted (waste)water into newly clean
drinkable water [96,97]. In this context, the scientific literature proposes several alternative
approaches for the abatement of anthropogenic (in)organic pollutants from contaminated
(waste)water [98–108]. Historically, the use of soil-matter, sand, gravel, and stone as
water filtering materials dates back to the Egyptian and ancient Greeks periods [109]. The
scientific awareness of the contemporary society pointed out that fundamental parameters
influencing the sorption capacity of materials are the surface area and charge, pore volume, and
the presence of specific reactive species available at both surface and interface [2,110]. Due to
their particular morphological characteristic and related properties, clays represent a very
promising class of nanomaterials exploitable in contaminated freshwater and wastewater
clean-up processes.

Based on the literature analysis proposed by Uddin [11], clays are effective adsorbents
for the removal of heavy metal ions (i.e., As, Cd, Co, Cr, Cu, Hg, Mn, Ni, Pb, Zn) from
aqueous solutions, mostly due to their specific surface area and capability of ion exchange
(i.e., CEC). In particular, the majority of clays are negative charged with positive cations
present at the interface/surface, and available for interacting with metal cations present
in a solution following different mechanisms (i.e., mostly ion exchange, but also direct
bonding between adsorbent surface and adsorbate species, complexation, and many others).
Furthermore, clays can be modified in order to enhance their sorption capacity (e.g., by
varying the hydrophilicity/hydrophobicity degree of the surface and by introducing some
novel chemical functionalities). In particular, some scientific studies show the importance
of both solution pH and thermal treatment (performed on clays) over the adsorption mecha-
nism [11,111–115]. In fact, experimental evidences highlight that the sorption of As(V) over
a mixture of different natural clays is maximized at acid conditions [111]. However, in the
case of Cr(VI), Cu(II), and Zn(II), an optimum sorption pH at approximately circumneutral
conditions [112,113] has been registered. The explanation of this phenomenon is not trivial
and depends on both the nature of the clays and heavy metal cations. The literature pro-
poses that pH variations strongly affect the availability of ionic species and the competition
for adsorption sites, also influencing the chemical precipitation of metal ions as hydroxyl
species [11,114]. Concerning the effect of the thermal pretreatment over clays sorption
capacity, even here the trend is still unclear. There is evidence that the sorption capacity
is maximized along with the thermal treatment (this is, for instance, the case of Cr(VI)
sorption over a 200 ◦C fired clay) [115]. On the contrary, there is also some evidence that the
clay sorption capacity is reduced after firing at higher temperature (and this is the case of
the same cation Cr(VI) over a 400 ◦C fired clay, for details please refer to [11] and references
therein). Es-Sahbany and coworkers [15] reported the use of a clay mixture extracted from
a Morocco region made by kaolinite, illite, quartz, and traces of vermiculite, showing an
overall CEC value of approximately 27 meq/100 g and a pH of 8.8. This mixture was tested
for the sorption of heavy metals, namely Co(II), Cu(II), Ni(II), and Pb(II). Experimental
results showed the maximum abatement (elimination yield ca. 85%) for all these cations
was reached at alkali pH (approximately 8.0–8.5) with a contact time of approximately
90 min [15].

In many cases, modification treatments are proposed as technical solutions to signifi-
cantly enhance clay sorption performances. Peralta et al. [10] reported the preparation of
magnetic clays by introducing magnetic nanoparticles by different mechanisms, namely
at the interlayer, within the porous channels, by direct interaction with the siloxane func-
tional groups at the surface/edge of the mineral clay, thus forming magnetic nanocompos-
ites [10,116]. Furthermore, the introduction of a magnet-sensitive fraction is very appealing
as it can substantially favor the recovery of the nanocomposites by simply applying an
external magnetic stimulus [117–119]. In particular, Peralta and coworkers [10] reported
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that the typical routes to prepare such magnetic nanocomposites are: coprecipitation, in-
tercalation, and pillaring. Figure 4 reports the main relevant mechanisms [10]. These
methods are:

(i) Pillaring: This method consists of introducing a pillar within the structure of the clay
by permanently stacking the interlayers, generating a higher porosity [120]. Pillaring
is mostly a cationic exchange method in which inorganic species are introduced
within the interlayer of clays forming robust oxides strongly bound to the layers of
the minerals [17]. In this specific context, the mechanisms proposed are two: either
the incorporation of magnetic nanoparticles within the pores of the pillared clays
(Figure 4, route A1) or using the magnetic nanoparticles as pillars to expand the
interlayer distance of the clays (Figure 4, route A2) [10].

(ii) Coprecipitation: This method consists of the in situ formation of magnetic nanopar-
ticles [121] by performing the synthesis directly in an aqueous dispersion of clays
(Figure 4, route B).

(iii) Intercalation: This method consists in the physical insertion of target chemical species
within the interlayers/pores of the clays [122]. In this specific context, the mech-
anisms proposed are two: either the inclusion of magnetic nanoparticles within a
previously surfactants-intercalated clay to facilitate the entrance of the magnetic
nanoparticles (Figure 4, route C1) or the direct intercalation of surfactant-stabilized
magnetic nanoparticles (Figure 4, route C2) [10].
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In this context, Magdy et al. [123] prepared a kaolinite magnetic nanocomposite via
coprecipitation and successfully tested it for the abatement of an anionic dye (Direct Red 23)
at neutral pH, reaching the maximum adsorbent capacity of approximately 23 mg/g.

Mukhopadhyay et al. [12], instead, investigated the inorganic modification of two
different types of clays, namely smectite and kaolinite, for the adsorption of As(V). In
particular, three modified clays were prepared, namely Fe-exchanged smectite, Ti-pillared
smectite, and phosphate-bond kaolinite, and results were compared with the bare unmod-
ified clays. Results indicated that these modifications influenced the clays’ pH, specific
surface area, and CEC. Concerning smectite, both Fe-exchange and Ti-pillaring cause a
reduction of the pH (from ca. 8.0 to ca. 4.0–6.0) mainly due to the saturation of the clay
sites, a consequent decrement of the CEC since these reactions blocked the availability
of sorption sites and increment of the specific surface area (from ca. 200 m2/g up to
440–480 m2/g). Concerning kaolinite, instead, phosphate-bonding causes a negligible
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pH variation, a double increment of the CEC due to ligand adsorption, and a remarkable
increment of the specific surface area (from ca. 18 m2/g up to ca. 90 m2/g). Results indicate
that all these modification significantly better the sorption performances with respect to
the bare reference clays [12].

Interestingly, clays might be helpful in advanced oxidation processes (AOPs), which
are a very promising category of methods for the removal of organic pollutants present
in water by radical-mediated oxidation reactions in most cases light-mediated (i.e., photo-
catalysis) [124–128]. Heterogeneous AOPs required the use of a semiconductor capable of
generating radical species once activated by UV/visible light radiation (i.e., photocatalyst).
The most studied semiconductors for this application are TiO2 (mostly anatase phase) [129],
ZnO [130] and iron oxides (for photo-Fenton and Fenton processes) [117,131,132]. In partic-
ular, clays might be used as either a simple substrate for the delivery of the semiconductors
or chemical functionalized to produce a new heterostructure working directly as a photocat-
alyst. In this context, Akkari et al. [14] developed different ZnO-sepiolite heterostructures
and successfully tested them as photocatalysts for the degradation of an aqueous solution
contaminated by several anthropogenic pharmaceuticals, taken as model emerging pollu-
tants. Baloyi et al. [17], instead, analyzed the most recent scientific literature describing the
use of pillared clays in heterogeneous AOPs for water purification.

Furthermore, concerning the more traditional possibility of using clays as sorbing
materials, Azzam et al. [133] reported the treatment of olive mills wastewater (rich in
phenols and other organic compounds) by using a mixture containing muscovite and albite,
registering a reduction of the chemical oxygen demand (COD below 40%) and phenols
concentration (below 80%). Li et al. [16] reported the performances of montmorillonite,
kaolinite, and palygorskite in the abatement of a cationic dye (i.e., Rhodamine 6G). Results
showed that nonswelling clays (i.e., kaolinite and palygorskite) show a relatively low
dye uptake (below 140 mmol/kg) if compared to swelling clay (i.e., montomorillonite,
785 mmol/kg). The rationalization of this behavior is due to the important role of the
interlayers (which is available in the case of the swelling clay) in the sorption mechanism.

Sometimes, it is necessary to induce a higher affinity between the inorganic clays
and hydrophobic organic species present in the aqueous medium. To do this, researchers
investigated the possibility of surface functionalize clays by substituting the interlayer
cations with either organocations or covalently-bonded organic moieties, thus generating
organoclays [134]. Among clays, smectites, (primarily montmorillonite) have been exten-
sively used to prepare organoclays because of their high CEC, swelling behavior, sorption
properties, and large surface area [134]. Other organoclays rely on micas, hectorites, and
sepiolites. Organoclays are mostly prepared in solutions by means of either cation exchange
reaction or by solid-state reaction. These methods are:

(i) Cation exchange reaction: This method consists of exchanging the interlayers cations
with quaternary alkylammonium cations in aqueous solution.

(ii) Solid-state reaction: This method consists of intercalating organic molecules in dried
clays (i.e., in absence of solvents).

Depending on the hydrophobic chain length, it is registered an increment of the struc-
tural ordering along with the increment of the chain length (as depicted in Figure 5) [135].
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As reported by Beall et al. [13], organoclays interact against organic contaminants by
partitioning them within their hydrophobic layer, which acts as a real organic phase. The
efficiency of these systems is driven by the solubility of the target organic pollutant in the
water medium and its affinity toward the organic phase in the organoclays channels. One
of the main industrial applications of these organoclays is in the recovery of acid emulsified
oil well fluids from petroleum offshore platforms [13].

Lastly, further steps forward have been realized in the structural use of clays for the de-
velopment of advanced ceramic membranes for water purification [19–22]. In this context,
it should be noted that the use of a well-consolidated technology such as membrane sepa-
ration surely guarantees industrial feasibility and speeds up its integration in a productive
process. As reported by Abdullayev et al. [19], membranes can be divided into polymeric
membranes (cheap, but poor stable) and ceramic ones (expensive, but highly stable). To
reduce the costs of ceramic membranes, over the past few years there has been increasing
interest in the use of low-cost clays as precursors for the fabrication of cheap (but effective)
ceramic membranes. Among these, kaolinite is the most preferred clay used to fabricate
ceramic membranes for the relatively low thermal processing and sintering conditions
required. Other clays exploited for the fabrication of ceramic membranes are bentonite,
sepiolite, and attapulgite [19]. Rashad and coworkers [20] investigated the fabrication of
a mullite membrane for microfiltration of oil-in-water emulsion. Results indicated that
this system showed an excellent pH stability (from acid to alkaline), high oil rejection,
and high regularity in terms of pore size distribution and surface roughness. Elgamouz
et al. [21], instead, evaluated the possibility of producing a porous ceramic membrane
from a mixture of clays recovered from a particular region of Morocco. Subsequently,
the authors modified the clays’ porous substrate by further hydrothermal deposition of a
templated silicalite coating obtained via sol-gel. Permeability tests against three different
gases (namely, N2, C3H8 and SF6) showed that these membranes have high selectivity
with respect to SF6 relative to N2, whereas they are hardly selective for C3H8. Abubakar
et al. [22], instead, exploited a mixture of clays (rich in kaolinite and illite) from a Nigerian
mine to fabricate a porous membrane (average pore diameter ca. 5–6 nm). In particular,
after sintering at 1300 ◦C for 2 h, mullite (3Al2O3·2SiO2, obtained by calcination of kaolinite)
and cristobalite (a polymorph of quartz) were formed. The resulting membranes were
successfully tested in the separation of U from an aqueous medium, thus simulating the
remediation of U-containing wastewaters deriving from fracking, oil exploration, and phos-
phate mining industries. Foorginezhad et al. [136] produced microfiltration membranes
from nanoscopic clays via dry pressing in the presence of natural zeolites and tested these
ceramic membranes against cationic and anionic dyes from contaminated water. Due to
the negative charge of the clay-membrane, high removal efficiencies are reached for the
positively charged species rather than for the negatively ones.

3.3. Other Advanced Applications: Additive Manufacturing and Sol-Gel Processes

Additive manufacturing (AM, also known as either rapid prototyping, or more com-
monly 3D-printing) is a class of processes extremely useful for obtaining three-dimensional
objects starting from a 3D model (by means of a Computer Aided Design, or CAD model)
and forming them by depositing layer upon layer [137–140]. Most diffused AM processes
are fused deposition modelling (FDM), direct metal laser sintering (DMLS), selective laser
melting (SLM), and electron beam melting (EBM) [141–144]. According to the literature,
AM processes are exploitable for producing metals [145], polymers [146], ceramics [147],
composites and concretes [148,149], carbonaceous materials [137], hydrogels [150], bioma-
terials [151], engineered tissue and organs [152,153], and food [154]. In this context, clays
may also be used in AM to properly manufacture valuable objects.

Chen and coworkers [155] investigated the cement 3D printability by introducing
into the formulation ca. 60 wt.% low-grade calcined clay (mainly made by metakaolin),
ca. 30 wt.% limestone, and ca. 2 wt.% admixtures (such as plasticizers and/or viscosity
modifiers). By increasing the content in clays, it registered a significant reduction of slump,
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flowability and initial material flow rate. Moreover, results pointed out a buildability
improvement (caused by reduced water film thickness), an acceleration of the initial
setting and stiffness, together with an increment of the specific surface area. For the sake of
comparison, a reduction of the compressive strength due to the dilution effect exerted by the
cementitious fraction replacement was also noted. Another interesting study focused on the
introduction of calcined clays in cementitious formulation for 3D printing is the one written
by Long et al. [156]. The authors registered a significant improvement of several mechanical
parameters (i.e., dynamic yield stress, static yield stress), structural recovery, and shape
retention during printing of the final mortar containing a 33.33 wt.% in calcined clays.
Faksawat and coworkers [157] investigated the possibility of producing composite paste
(for future bone-replacement orthopedic implants) made by raw clays and hydroxyapatite
(at different ratios from 95:5 to 75:25) by FDM 3D printing. Chikkangoudar et al. [158],
instead, evaluated the effects of adding nanoclays in polypropylene filaments for 3D
printing, registering an enhancement of the filament dimensional flexibility and a reduction
of the deformation of the 3D printed models (counterbalanced by an increment in fragility
affecting both filaments and 3D printed models by increasing the nanoclays content). For
completeness, case studies discussing the introduction of clays into formulation for 3D
printing of biomedical devices are already discussed in the previous paragraph dedicated
to the biomedical applications.

Sol-gel process represents a bottom-up procedure to produce ceramic metal oxides
under the shape of particles, films, fibers, gels (i.e., xerogels, cryogels, aerogels), and
monoliths [159–166]. This technique consists of a series of (acid/alkaline catalyzed) in
situ polycondensation reactions involving monomers (i.e., metal oxides precursors), and
converting them from a colloidal solution (sol) into an integrated network (gel) [161]. In the
previous paragraph, we reported that the surface sites of clays are important sites for fur-
ther functionalization and grafting. It is also possible to disperse clays in a proper medium
in the presence of the selected oxide precursor and directly fabricate a nanocomposite
through a sol-gel polymerization mechanism. Meera et al. [35] reported the preparation
of silica-(organo-modified) montmorillonite nanocomposites in aqueous medium via a
direct sol-gel process. Results showed that the presence of the clay fraction influenced
the final morphology of the nanocomposite, and increased the surface hydrophobicity,
conferring anti-wetting properties. Furthermore, clays also increased the thermal stability
of the nanocomposite (with a shift of ca. 40 ◦C). In Qian et al. [34], the authors produced a
silica-montmorilllonite composite registering the formation of mesoporous silica nanos-
tructures covering the clay surface. Results indicate that acid-catalyzed systems show large
continuous mesoporous silica covering the clay surfaces, with a substantial increment of the
surface area (from ca. 30 m2/g to ca. 560 m2/g). In noncatalyzed systems, the morphology
is a bit different as silica nanoparticles result being attached on 2D clay platelets, and
the increment in the surface area is contained (from ca. 30 m2/g to ca. 165 m2/g). The
comparison between the two different mechanisms is sketched in Figure 6 [34].

Coming back to the environmental applications, Pronina et al. [167] reported the
deposition of different porous titania coatings (sol-gel mediated) onto expanded clays,
and their integration into fluidized-bed photocatalytic reactors. These nanocomposites
were successfully tested in the photocatalytic abatement of tetracycline antibiotics from
aqueous solutions. Results showed a synergy between clay and titania as the degradation
mechanism were a combination between adsorption and photocatalytic abatement.
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4. Conclusions and Future Perspectives

Clays are 2D layered hydrous alumino-silicates extracted from earth. This extremely
varied class of materials has been exploited since ancient times for preparing traditional
ceramics, such as earthenware, stoneware, porcelains, potteries. It is with the increased
scientific awareness of the modern era that some interesting structure-property relationships
of clays emerged as a very peculiar characteristic of this class of materials. In particular,
what is quite surprising is the continuous interest that even nowadays surrounds clays that
result still being appealing for a plethora of novel advanced technological applications,
very far from the production of traditional ceramics.

However, the large multitude of different applications in most cases does not facilitate
understanding the chemistry behind clays. This is mainly due to the fact that the majority
of the review documents found in the scientific literature are primarily focused on the
applications, not on the materials. Therefore, with this document, this author hopes to
have finally filled this gap. In particular, after providing an economic analysis of the global
trading of clays, the text has been organized into two main sections. Part I is dedicated
to the classification of clays based on their structural and chemical composition, together
with a schematic summary of the main relevant structure-induced properties, which are
strongly correlated to the nature and quantity of chemical species at the interlayer, CEC,
interlayer thickness, surface area, and hydration/gel-forming capacity among the others.
Part II, in contrast, is dedicated to the analysis of the nonconventional applications of clays
in technological fields of emerging interest. In particular, several case studies describing the
use of clays in biomedicine, environmental remediation, membrane technology, additive
manufacturing, and sol-gel processes are presented, and experimental results are critically
discussed and correlated with the clay structure-property relationship. In fact, a more
correct comprehension of the mechanisms involved is the only way to maximize the
valorization of this class of inorganic materials.
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Therefore, at the end of this study, we clearly understand that the future of clays
is still fluid and very promising. In particular, this author believes that the applications
where clays can make the difference are the ones where their biocompatibility can play a
pivotal role. For this reason, particular attention has been paid to the application fields
such as biomedicine and environmental remediation of contaminated media. However,
it should be highlighted that biocompatibility is a major property even considering the
end-of-life fate of a given object. This last assumption confirms and encourages once again
the growing attention that clays have attracted in the recent years.
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