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Preface to “Graphene and Other 2D Layered
Nanomaterials and Hybrid Structures: Synthesis,
Properties and Applications”

Graphene, one of the most interesting and versatile materials of modern world, is recognized
for its unique properties, which are strongly different from its bulk counterpart. This discovery has
recently stimulated research on other two-dimensional (2D) systems, all consisting of a single layer
of atoms.

Two-dimensional materials have also emerged as major candidates for use in next-generation
applications as a result of the rapid discovery of their properties. In this Special Issue, we have
collected a few recent studies that examine some of these new areas of work in the field of 2D

materials.

Federico Cesano, Domenica Scarano
Editors
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The field of two-dimensional (2D) layered nanomaterials, their hybrid structures, and
composite materials has been suddenly increasing since 2004, when graphene—almost
certainly the most known 2D material—was successfully obtained from graphite via me-
chanical exfoliation [1]. Since then, 2D crystals and layered nanomaterials have been more
actively and widely involved in research, as shown by the growing number of scientific con-
tributions (Figure 1a). From a geographical point of view, the majority of such contributions
are from China (c.a. 29%) and the United States (18%), followed by South Korea, Germany
and India (4%), United Kingdom, Singapore and Japan (3%). These scientific contributions
categorized by subject area suggest a clear direction towards the application of these mate-
rials in various sectors, including engineering, energy, biochemistry-genetics-molecular
biology, and computer science (Figure 1b). In this regard, there are actually emerging
applications in many fields, including electronics, sensing, spintronics, plasmonics, pho-
todetectors, ultrafast lasers, batteries, supercapacitors, piezoelectrics, thermoelectrics and
catalytic applications [2—6]. Such applications are the results of the extremely wide vari-
ety of 2D materials that have been fabricated and studied, including inorganic, organic,
hybrid compounds and heterostructures according to a traditional definition (Figure 2).
Hundreds of compounds potentially stable at the atom-thin layer have been identified [7]
and expand the actual group of 2D materials. As for the 2D material family, graphene is
undoubtedly the most studied material, followed by MoS,, which represents the transition
metal dichalcogenide compounds (MX; type, in which M is a transition metal, such as
Mo or W and X a chalcogen atom, such as S, Se, or Te). Single-element 2D materials (i.e.,
borophene, phosphorene, etc.), with rare exceptions, redefine the physics and chemistry of
the elements [8], while ternary 2D materials have additional freedom degrees for tailoring
their band gaps and physicochemical properties via stoichiometric engineering [9].

The assembly of 2D materials directly onto the surface of solids (such as in-situ fabri-
cation of photosensitizers at TiO, surface [10]) is still an evolving field, but the engineered
interface can improve some properties with respect to heterostructures with weakly bonded
van der Waals interactions.

As reported in the previous special issue [11], the current one highlights a few achieve-
ments, past/present developments, and future perspectives in the 2D layered nanomateri-
als and the related hybrid structures fields. It includes two reviews and height research
articles.

Yu et al. [12] reviewed the subject of graphene-based materials (i.e., graphene, graphene
oxide or reduced graphene oxide) as emerging new electrode material in electro-Fenton
reactions to be adopted in the contaminant removal from water, thus preserving valuable
water resources. Notably, when graphene or graphene analogues are combined and sup-
ported with other carbon materials, such as carbon fiber felts or CNTs, and with Fe or other
metal oxide catalysts have the potential to provide true Fe- and metal-free E-Fenton cata-
lysts. For instance, reduced-graphene oxide may be on carbon felts or graphite electrodes
and combined with CNTs, to be used in gas diffusion electrodes and when doped with N
and other elements, the N-doping is appearing to be the best option in E-Fenton.
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In another review, Alves et al. [13] reviewed the field of graphene and graphene
derivatives to be employed with bio-adsorbents. Among all, GO combined with chitosan
has the potential to remove organic pollutants and metal cations that escaped into the water
environment. The mutual role played by graphene (mechanical properties) and chitosan
hydrogel (i.e., immobilization matrix) of the composite materials can increase sorption
capabilities and performances as compared to graphene or chitosan alone as independent
sorbent materials. The authors have also shown that additional components (including
magnetic iron oxides, chelating agents, cyclodextrins, additional adsorbents and polymeric
blends) can be positively added. In this regard, the performances of these materials in
the removal of organic molecules, dyes and heavy metal ions are discussed together with
regeneration strategies, selectivity in the adsorption process and involved costs.

The topic of graphene synthesis is still relevant for the exploration of more favor-
able conditions and for mass graphene production. Tan et al. [14] reported a method to
obtain few-layer graphene under semi-open environmental conditions by introducing arc-
discharge plasma technology. Compared with other fabrication technologies (i.e., chemical
vapor deposition, mechanical /chemical exfoliation and chemical reduction of GO), no
toxic gases and hazardous chemicals are generated. In the plasma discharge process, when
the gas between the cathode and the anode is activated by the arc-discharge, a hexagonal
arrangement of carbon atoms is observed, resulting from the nucleation and rearrangement
of individual carbon atoms that have evaporated at the anode and cathode. Gudaitis
et al. [15] demonstrated that graphene can be grown on the Si (100) substrates. More in
detail, few-layer graphene was synthesized from CH4 and Hj on the Si (100) substrates
without the use of catalysts via the use of direct microwave plasma-enhanced chemical
vapor deposition (PECVD). N-type self-doping graphene is obtained in the process, due to
the charge transfer from the Si (100) substrate. The authors observed large graphene sheets
with the occurrence of compressive stresses, presumably arising from thermal stress due to
the huge lattice mismatch between the Si (100) substrate and the growing graphene.

The theme of graphene functionalization/dispersion is still very active, particularly
for environmentally friendly and effective methods that do not require the use of strong
acids or oxidants. Farivar et al. [16] reported a simple and green modification method for
preparing highly dispersible functionalized graphene via thermal thiol-ene click reactions.
The method provides specific chemical functionalities such as -COO, -NH, and -5 to the
graphene sheets by using modified L-cysteine ethyl ester. The direct attachment of specific
functional groups on the surface of graphene is obviously highly demanded towards the
application of such materials, including ink formulations, coatings, adsorbents, sensors
and supercapacitors.

Poyato et al. [17] reported the preparation of graphene nanosheets via the electrochem-
ical exfoliation method and fabricated Yttria tetragonal zirconia (3YTZP)-based composites.
The authors investigated the morphology, structure and surface properties of the compos-
ites, which were found to be formed of a graphene layer with stacking number n < 10,
containing amorphous carbon and vacancy-type defects. Finally, the authors verified their
Vickers hardness, which was compared with that of sintered monolithic 3YTZP ceramics.
As for defectivity, there is a growing number of theoretical reports highlighting the role
played by the different types of structural defects and properties.

Along this research line, Slepchenkov et al. [18] investigated a method for controlling
the electronic properties of nanoporous carbon glass-like surfaces, when the pores are filled
with K atoms. The presence of surface impurities, such as chemically adsorbed H and
O atoms, and -OH groups, was investigated. The authors showed the calculated work
function in the presence of impurities on the carbon nanoporous surface. Furthermore, the
state of K atoms was shown, providing insights for the effective control of the properties,
such as electronic structure and emission.

Xu et al. [19] reported the growth of monolayer WS, on SiO, substrate via the chemical
vapor deposition (CVD) process in the presence of ZnO crystalline whiskers as growth
promoters. As monolayer WS, was found on both sides of ZnO crystal whiskers, the
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authors discussed the monolayer growth mechanisms by approaching a concentration
distribution model. According to this growth model, S and W volatile compounds and their
concentrations were suggested to play a role in the WS, sheet thickness. Arevalo et al. [20]
have recently shown the preparation of heterostructures formed by thin borocarbonitride
(BCN) layers grown on TiO; nanoribbons. Such nanoribbons were first obtained by thermal
oxidation of TiS3 samples. Then, BCN layers were successfully grown by PECVD. The
obtained TiO,-BCN heterostructures were successfully employed in a photoelectrochemical
cell, showing a boosted current density under dark conditions and higher photocurrents
when compared with the bare TiO,. The excellent photo-electrocatalytic properties of BCN
suggest its use as a metal-free material in water-splitting devices.

Drici-Setti et al. [21] prepared layered double hydroxides (LDHs) based on Co, Fe and
acetate ions by forced hydrolysis in a polyol medium. The synthesized Co-Fe-acetate LDH
exhibited anion exchange properties and the acetate interlayer species were successfully
exchanged by carbonate anions with a topotactic reaction. The exchange reactions are also
favored by the high interlamellar distance. The authors have also tested LDH-Co-Fe-acetate
system in sorption experiments of azoic anionic dyes from wastewater and high dye uptake
was observed due to both physisorption and chemical sorption processes.

We truly hope that the reviews and research articles collected in this special issue may
benefit readers and researchers in diverse fields for rising their knowledge in the fields of
2D layered nanomaterials and of the related hybrid structures, thus motivating and giving
motivation for new relevant studies. We also express our sincere gratitude toward the
authors, referees and the editorial staff for their valuable contributions, appropriate and
insightful comments, and for the rapid and constant support.

Author Contributions: Editorial was written through the contributions of all authors. All authors
have read and agreed to the published version of the manuscript.

Funding: This research received no external funding.

Acknowledgments: This work was supported by MIUR (Ministero dell'Istruzione, dell’'Universita e
della Ricerca), INSTM Consorzio and NIS (Nanostructured Interfaces and Surfaces) Inter-Departmental
Centre of University of Torino. The Guest Editors express their gratitude to the valuable contributions
by all authors, referees, the editorial team of Materials, and especially to Floria Liu for helping me in
managing this Special Issue.

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

References

1. Novoselov, K.S.; Geim, A.K.; Morozov, S.V,; Jiang, D.; Zhang, Y.; Dubonos, S.V.; Grigorieva, 1.V.,; Firsov, A.A. Electric Field Effect
in Atomically Thin Carbon Films. Science 2004, 306, 666—-669. [CrossRef]

2. Glavin, N.R;; Rao, R; Varshney, V.; Bianco, E.; Apte, A.; Roy, A; Ringe, E.; Ajayan, PM. Emerging Applications of Elemental 2D
Materials. Adv. Mater. 2020, 32, 1904302. [CrossRef]

3. Khan, K.; Tareen, A K.; Aslam, M.; Wang, R.; Zhang, Y.; Mahmood, A.; Ouyang, Z.; Zhang, H.; Guo, Z. Recent developments in
emerging two-dimensional materials and their applications. JPCC 2020, 8, 387-440. [CrossRef]

4. Ares, P; Novoselov, K.S. Recent advances in graphene and other 2D materials. Nano Mater. Sci. 2021. In Press. [CrossRef]

5. Zeng, M.; Xiao, Y,; Liu, J.; Yang, K.; Fu, L. Exploring Two-Dimensional Materials toward the Next-Generation Circuits: From
Monomer Design to Assembly Control. Chem. Rev. 2018, 118, 6236-6296. [CrossRef] [PubMed]

6.  Cui, C; Xue, F; Hu, W.-].; Li, L.-]. Two-dimensional materials with piezoelectric and ferroelectric functionalities. NP] 2D Mater.
Applic. 2018, 2, 18. [CrossRef]

7. Mounet, N.; Gibertini, M.; Schwaller, P.; Campi, D.; Merkys, A.; Marrazzo, A.; Sohier, T.; Castelli, L.E.; Cepellotti, A.; Pizzi, G.;
et al. Two-dimensional materials from high-throughput computational exfoliation of experimentally known compounds. Nat.
Nanotechnol. 2018, 13, 246-252. [CrossRef] [PubMed]

8. Grazianetti, C.; Martella, C.; Molle, A. The Xenes Generations: A Taxonomy of Epitaxial Single-Element 2D Materials. Phys. Stat.
Sol. Rap. Res. Lett. 2020, 14, 1900439. [CrossRef]

9.  Wang, L; Hu, P; Long, Y; Liu, Z.; He, X. Recent advances in ternary two-dimensional materials: Synthesis, properties and
applications. J. Mater. Chem. A 2017, 5, 22855-22876. [CrossRef]

10. Cravanzola, S.; Cesano, F.; Gaziano, F.; Scarano, D. Carbon domains on MoS,/TiO; system via acetylene polymerization:

Synthesis, structure and surface properties. Front. Chem. 2017, 5, 91. [CrossRef]



Materials 2021, 14, 7108

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

Cesano, F,; Scarano, D. Graphene and Other 2D Layered Hybrid Nanomaterial-Based Films: Synthesis, Properties, and Applica-
tions. Coatings 2018, 8, 419. [CrossRef]

Yu, T.; Breslin, C.B. Graphene-Modified Composites and Electrodes and Their Potential Applications in the Electro-Fenton Process.
Materials 2020, 13, 2254. [CrossRef] [PubMed]

Alves, D.C.D.S.; Healy, B.; Yu, T.; Breslin, C.B. Graphene-Based Materials Immobilized within Chitosan: Applications as
Adsorbents for the Removal of Aquatic Pollutants. Materials 2021, 14, 3655. [CrossRef]

Tan, H.; Wang, D.; Guo, Y. A Strategy to Synthesize Multilayer Graphene in Arc-Discharge Plasma in a Semi-Opened Environment.
Materials 2019, 12, 2279. [CrossRef] [PubMed]

Gudaitis, R.; Lazauskas, A.; Jankauskas, S.; Megkinis, 5. Catalyst-Less and Transfer-Less Synthesis of Graphene on Si(100) Using
Direct Microwave Plasma Enhanced Chemical Vapor Deposition and Protective Enclosures. Materials 2020, 13, 5630. [CrossRef]
Farivar, F; Yap, PL.; Tung, T.T.; Losic, D. Highly Water Dispersible Functionalized Graphene by Thermal Thiol-Ene Click
Chemistry. Materials 2021, 14, 2830. [CrossRef]

Poyato, R.; Verdugo, R.; Muoz-Ferreiro, C.; Gallardo-Lpez, N. Electrochemically Exfoliated Graphene-Like Nanosheets for Use in
Ceramic Nanocomposites. Materials 2020, 13, 2656. [CrossRef] [PubMed]

Slepchenkov, M.M.; Nefedov, 1.S.; Glukhova, O.E. Controlling the Electronic Properties of a Nanoporous Carbon Surface by
Modifying the Pores with Alkali Metal Atoms. Materials 2020, 13, 610. [CrossRef]

Xu, Z.; Lv, Y,; Huang, F; Zhao, C.; Zhao, S.; Wei, G. ZnO-Controlled Growth of Monolayer WS2 through Chemical Vapor
Deposition. Materials 2019, 12, 1883. [CrossRef]

Jiménez-Arévalo, N.; Flores, E.; Giampietri, A.; Sbroscia, M.; Betti, M.G.; Mariani, C.; Ares, ]J.R.; Ferrer, L].; Leardini, F.
Borocarbonitride Layers on Titanium Dioxide Nanoribbons for Efficient Photoelectrocatalytic Water Splitting. Materials 2021, 14,
5490. [CrossRef]

Drici-Setti, N.; Lelli, P,; Jouini, N. LDH-Co-Fe-Acetate: A New Efficient Sorbent for Azoic Dye Removal and Elaboration by
Hydrolysis in Polyol, Characterization, Adsorption, and Anionic Exchange of Direct Red 2 as a Model Anionic Dye. Materials
2020, 13, 3183. [CrossRef] [PubMed]






/.-.’%‘; materials m\py

Review

Graphene-Modified Composites and Electrodes and
Their Potential Applications in the Electro-Fenton
Process

Tian Yu and Carmel B. Breslin *

Department of Chemistry, Maynooth University, Maynooth, Co. Kildare, Ireland; Tian.Yu.2020@mumail.ie
* Correspondence: Carmel.Breslin@mu.ie

Received: 25 April 2020; Accepted: 11 May 2020; Published: 14 May 2020

Abstract: In recent years, graphene-based materials have been identified as an emerging and
promising new material in electro-Fenton, with the potential to form highly efficient metal-free
catalysts that can be employed in the removal of contaminants from water, conserving precious
water resources. In this review, the recent applications of graphene-based materials in electro-Fenton
are described and discussed. Initially, homogenous and heterogenous electro-Fenton methods are
briefly introduced, highlighting the importance of the generation of H,O, from the two-electron
reduction of dissolved oxygen and its catalysed decomposition to produce reactive and oxidising
hydroxy radicals. Next, the promising applications of graphene-based electrodes in promoting
this two-electron oxygen reduction reaction are considered and this is followed by an account
of the various graphene-based materials that have been used successfully to give highly efficient
graphene-based cathodes in electro-Fenton. In particular, graphene-based composites that have been
combined with other carbonaceous materials, doped with nitrogen, formed as highly porous aerogels,
three-dimensional materials and porous gas diffusion electrodes, used as supports for iron oxides
and functionalised with ferrocene and employed in the more effective heterogeneous electro-Fenton,
are all reviewed. It is perfectly clear that graphene-based materials have the potential to degrade and
mineralise dyes, pharmaceutical compounds, antibiotics, phenolic compounds and show tremendous
potential in electro-Fenton and other advanced oxidation processes.

Keywords: electro-Fenton; graphene; oxygen reduction reaction; advanced oxidation; hydrogen
peroxide

1. Introduction

As the quality of water continues to decrease, there has been an ever-increasing interest in advanced
oxidation processes (AOPs) that are capable of mineralising organic pollutants to CO,, H,O and
inorganic ions, or at least to harmless products [1]. These organic pollutants, which include pesticides,
herbicides, dye molecules, phenolic compounds, antibiotics, pharmaceuticals and surfactants, are
normally very difficult to degrade [2,3]. Conventional water treatment plants are not always capable
of removing these emerging contaminants. Although they are present in water at relatively low
concentrations, their presence and ability to produce even more harmful metabolites have led to the
development of AOPs. These processes range from UV irradiation and ozonation to electrochemical
oxidation [1,4,5]. The electro-Fenton (E-Fenton) process has been identified as a particularly attractive
technology, as it is clean and can be used to generate reasonably high concentrations of hydroxy
radicals, OH?®, that can be employed in the oxidation, degradation and mineralisation of various
organic compounds and is considered to be one of the more promising and emerging AOPs [1,6,7].

The main principle of the E-Fenton process is summarised in Equation (1), where the oxidation of
Fe?* to Fe®* facilitates the conversion of H,O, to the highly oxidising OH*, with a standard reduction
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potential of 2.56 V vs. SCE (saturated calomel electrode). Consequently, these OH*® radicals can be
employed to mineralise a large number of organic contaminants. The sustained production of OH*
requires both Fe>* and H,0,. The Fe?* ions can be regenerated through the reduction of Fe>* at the
cathode (Equation (2)), provided the Fe3* ions do not form hydroxide precipitates in the solution
phase, to give a near-continuous supply of Fe?*. The H,O, is produced by the two-electron reduction
of dissolved oxygen; see Equation (3).

Fe?* + H,O, + H* — Fe* + OH* + H,0O 1)
Fe3* + e~ — Fe?t (2)
02 +2H" +2e” — HzOz (3)

However, the classical homogeneous E-Fenton process suffers from a number of limitations. The
generation of secondary sludge, as ferric and ferrous ions in the treated wastewater, gives hydroxide
precipitates and these must be removed, adding cost and reducing the overall efficiency. To limit the
formation of solid Fe(OH), and Fe(OH)s, the system must be operated under stringent pH control as
these hydroxide species are only soluble at pH values lower than about 4.0. Therefore, the pH of water
samples or effluents must be acidified and brought to an acidic pH value of approximately 2.0 to 3.0.
Moreover, the OH* radicals are not continuously generated and require a supply of pure oxygen.

In more recent years, heterogeneous E-Fenton has emerged as a solution to the issues with iron
hydroxide precipitation [8-10]. In this case, iron catalysts are incorporated as solids, usually oxides,
such as Fe3zOy, into a suitable electrode material. In Figure 1, a schematic is provided, illustrating
homogenous and heterogeneous E-Fenton. As shown in Figure 1a for homogeneous E-Fenton, Fe?* is
generated from a sacrificial anode and reacts with the H,O; in the bulk solution. An iron salt can also
be added to the cell to facilitate this reaction. In contrast, the aim in heterogeneous E-Fenton (Figure 1b)
is to maintain the Fe?*/Fe>* couple in the solid state [11] and, provided the cathode promotes the
two-electron reduction reaction to give HyO,, these coupled reactions can be sustained.
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Figure 1. Schematic of (a) homogeneous and (b) heterogeneous electro-Fenton (E-Fenton).

Although heterogeneous E-Fenton can be employed over a wide pH range, issues still remain with
the sluggish reduction of Fe3* to Fe?* within the iron-containing catalysts and long-term instability of
the catalysts. Furthermore, high and sustainable amounts of H,O, are required to provide efficient
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levels of OH*® and this can be difficult as the two-electron oxygen reduction reaction is often complicated
by the competing four-electron transfer reaction. Therefore, it is no surprise that considerable effort
has been devoted to the design and production of cathode materials that facilitate the formation of
high yields of HyO,. Metals such as Au, Pt, Pd and Ru [12,13] are effective catalysts for the production
of HyO,, with relatively low overpotentials and very good conductivity. However, these are not
cost-effective. Recently, carbon-based electrodes and, in particular, graphene-based materials are
beginning to be employed in E-Fenton cells and in E-Fenton technologies. This developing interest in
the use of graphene-based materials in E-Fenton can be seen clearly in Figure 2, where the number of
publications is shown as a function of the year of publication for Fenton, which covers the classical
Fenton reagents, E-Fenton, and graphene-based materials coupled with E-Fenton. The publications
assigned to Fenton include E-Fenton and this comparison highlights the rise in the popularity of
E-Fenton over recent years. It is also very evident from this analysis that graphene-based materials are
being increasingly considered as electrodes in E-Fenton cells and are likely to make a more significant
impact in the near future.

In this review, graphene-modified electrodes and composites and their applications in E-Fenton
are reviewed and discussed. There are a number of review papers devoted to AOPs and
E-Fenton technologies [14-17], for example, Brillas and Martinez-Huitle [15] have reviewed various
electrochemical treatments, including OH* radicals as oxidants; Nidheesh et al. [18] have reviewed
various electrochemical advanced oxidation processes for the removal of dye molecules, while Bechelany
and co-workers [19] have considered a number of carbonaceous materials for energy and environmental
applications, such as E-Fenton. Likewise, there are some excellent reviews published on graphene/rGO
and its applications [20,21]. Nag et al. [20] have described the applications of graphene/rGO in sensors,
Chang et al. [21] have reviewed the use of graphene-based materials as anodes in batteries, while the
applications of graphene-based composites to electrocatalysis [22], energy storage [23] and flexible
electronics [24] have all been described and reviewed. However, to the best of our knowledge, there
is only one mini-review that considers graphene-based cathodes in E-Fenton [25]. In this present
review, we consider a more extensive variety of graphene-based composites and electrodes and discuss
their emerging applications in E-Fenton. The methods employed in forming these composites and
their subsequent performance in catalysing the selective two-electron oxygen reduction reaction and
the removal of a number of micropollutants and organic contaminants in E-Fenton are reviewed
and discussed.
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Figure 2. Number of publications shown as a function of the year of publication, taken from Scopus,
for Fenton (grey), E-Fenton (blue) and E-Fenton coupled with graphene-based materials (black).

2. Oxygen Reduction Reaction and Graphene-Based Electrodes

The oxygen reduction reaction is important in several applications [26,27] and occurs by two
different pathways, depending on the solution pH and cathode material. The two-electron reduction
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reaction is illustrated in Equation (3), while the competing four-electron reduction is given in
Equation (4).
O, + 4H" + 4e” - 2H,0 4)

As high yields of HyO, are needed to provide the essential OH* species, the two-electron reduction
reaction is the preferred reaction in the E-Fenton cell and therefore new catalysts are required to give
high selectivity for the two-electron over the four-electron oxygen reduction reaction. Not only is this
reaction highly relevant to E-Fenton, but H,O; is used in a number of other applications and it is
currently formed using an energy-demanding anthraquinone oxidation process [28]. Consequently,
it is no surprise that, in the past decade, considerable attention has been devoted to designing new
materials that can be employed to generate H,O, through the two-electron reduction of dissolved
oxygen [29,30]. Despite this considerable interest, the origin of the selectivity is still poorly understood.
The four-electron transfer reaction is favoured by thermodynamics, which may indicate that selectivity
for the two-electron transfer reaction originates in kinetics [31]. In addition to selectivity issues, there
are a number of parasitic reactions that can occur at the cathode or in the bulk solution [29]. The
reduction of HyO, to HyO may take place at the cathode—solution interface [32] (Equation (5)), or it
may give O, and H,O through a disproportionation reaction [33] (Equation (6)), or be oxidised at the
anode in the cell, or through the generation of the HO,*® intermediate (Equation (7)) [34]. It is generally
accepted that the highest yield of Hy,O; is achieved at pH values between 2.0 and 3.0 [35], with more
acidic conditions favouring the reduction of H*, while the lack of protons with increasing pH reduces
the rate of the reaction.

H,O, +2e™ + 2H" — 2H,0 (5)
H,0, - O, + 2H,0 (6)
H,O, > HO,* +H" + e~ — O, + 2H" + 2~ (7)

In an attempt to overcome these complex issues, various carbon-based materials have been
considered, as these are generally cost effective and facilitate the two-electron reduction of oxygen.
In particular, carbon in different forms, such as amorphous carbon, glassy carbon, graphite, fullerenes
and carbon nanotubes have all been evaluated [29]. However, research is increasingly focused on
the graphene family, as it presents a genuine alternative, with high surface area, moderate to good
conductivity, excellent stability and its properties can be tailored using heteroatom doping and it can
be easily combined with other materials [36-39]. For example, Yang et al. [40] employed a graphite
felt electrode modified with electrochemically generated exfoliated graphene and carbon black and
reported a H,O, production rate of 7.7 mg h™! cm=2.

Graphene is a two-dimensional material with sp?>-hybridised carbon atoms arranged in a
two-dimensional honeycomb monolayer to produce a one-atom-thick sheet. Graphene can be produced
using a variety of both top-down and bottom-up approaches, including exfoliation, sonication, ball
milling, chemical vapour deposition and epitaxial growth [41]. However, the production of pristine
graphene with minimum defects is still challenging and while mechanical cleavage of graphite results in
high quality graphene flakes, the yield is low, making the mass production of graphene demanding and
time consuming [41]. One of the more common routes for the production of graphene-based materials
is the formation of graphene oxide (GO) followed by its reduction to reduced GO (rGO) [42—44]. GO is
typically synthesised by oxidising graphite in a mixture of NaNO3z, KMnO,4 and H,SO4, which is
widely known as the modified Hummers method [42-46]. Once the graphite is oxidised, the interlayer
spacing increases and the resulting expanded interlayer, combined with ultrasonication, allows for
liquid-phase exfoliation in order to produce the GO sheets.

This oxidation process introduces a number of negatively charged oxygen-containing groups,
such as hydroxy and carboxy groups, to the GO sheets and as a result, the GO sheets have good
hydrophilic properties. GO exhibits good stability as a colloidal solution and this is very useful for
solution processing approaches. The GO sheets can be subsequently reduced to give rGO, which
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has a much higher conductivity, and it is this member of the graphene family that is most suitable
for electrochemical applications, such as the reduction of dissolved oxygen to produce Hy,O, in
E-Fenton applications. The reduction methods employed are generally thermal or chemical reduction
processes [47]. The thermal reduction involves heating the GO to temperatures in the vicinity of 400 to
1100 °C, where most of the oxygen-containing groups are transformed to gaseous CO or CO;,, giving a
reduction of GO and the formation of rGO. Various reducing agents, such as borohydride, hydrazine
or hydrogen iodide can be employed at room temperature or with mild heating to give rGO. However,
some of these chemicals have environmental concerns and they can introduce impurities to the carbon
matrix. These health and environmental issues can be overcome by using ascorbic acid as the reducing
agent. This has been successfully employed to reduce GO and the resulting rGO was shown to have
good conductivity [48]. The electrochemical reduction of GO is another very effective and simple route
to obtain rGO [49-51]. For example, Guo et al. [50] used a potential of —1.5 V to reduce GO, giving
a green and fast process with no evidence of contamination of the rGO sheets. However, the rGO
produced from all these approaches contains some oxygen-containing functional groups.

Different approaches have been used in forming graphene-based cathodes in an attempt to give
enhanced and selective production of HyO,. These approaches include various electrophoretic and
electrodeposition routines to generate graphene-based cathodes, graphene-based materials deposited
from slurries or suspensions at graphite or carbon felt electrodes which act as supports, graphene-based
inks, porous graphene-based aerogels, three-dimensional graphene-modified electrodes, heteroatom
doped graphene composites, graphene composites combined with iron oxides and graphene-based
diffusion electrodes. These are now described and discussed in the following sections.

2.1. Graphene Modified Carbon/Graphite Felt Electrodes and Other Supports

One of the most common approaches is to use carbon or graphite felt as a support for GO or
rGO as these three-dimensional felt cathodes have low cost, high surface area, excellent conductivity
and high porosity. The exfoliated GO/rGO can be deposited at the carbon or graphite electrodes
using electrophoretic deposition [52], coated from a liquid solution phase with different additives,
such as polytetrafluoretyhylene (PTFE) and carbon black to form a slurry, followed by a heating
or an annealing process of the electrode [39,53,54]. Various additives have been employed in
formulating these graphene-containing suspensions or slurries. In several papers polytetrafluroethylene
(PTFE), a synthetic fluropolymer with good adhesion and lubricating properties, has been used
successfully [55,56]. Spin coating has also been employed to deposit GO from slurries [57], while
in some cases, the treated carbon or graphite felt is immersed in the rGO containing suspension or
slurry [4], or dip-coated [58,59]. The solution or slurry coating approaches enable the addition of
various additives that have the potential to enhance the removal of micropollutants using E-Fenton.
However, the addition of binders, such as PTFE, can reduce the electric conductivity and increase
the impedance of the final composite [60], while hindering ion permeability at the electrode-solution
interface [61]. The electrophoretic deposition routines can be easily coupled with the electrochemical
reduction of GO to form rGO without the need for reducing agents and binders that are toxic in many
cases. Interestingly, in a comparison of the reduction of GO to rGO using a constant potential reduction,
chemical reduction and thermal reduction, it was concluded that the electrochemical reduction was
the best option, in terms of simplicity, cost, ecology and performance in the mineralisation of an azo
dye [62].

Indeed, these electrochemical approaches, employing combinations of electrochemical exfoliation
and electrophoretic deposition, followed by the reduction of GO to rGO, have been used to coat carbon
felt electrodes [52], while in some cases the electrochemically exfoliated GO is combined with carbon
black before being deposited at the felt electrodes [3,40]. These graphene-modified electrodes have
been shown to faciliate the oxygen reduction reaction, producing H,O, with low energy consumptions
of 9.7 kWh kg™ [39] and 3.08 kWh kg~! [3] and have been employed successfully to remove acid
orange [52], sulfadiazine [3] and imatinib [55].
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On the other hand, graphene-containing slurries can be readily formed using exfoliated or
electrochemically exfoliated GO and these have been combined with quinones (AQ), which have the
ability to generate H,O, (Equations (8) and (9)). For example, Gao et al. [53] used GO, PTFE and
anthraquinone sulfonate to modify carbon felt to fabricate a hybrid electrode. The catalytic oxygen
reduction reaction was greatly enhanced in the presence of the quinone, resulting in the efficient
removal of Rhodamine B. The authors proposed a mechanism whereby a semi-quinone (s-Q) anion
radical is formed at the cathode (Equation (10)). This is followed by a catalysed reduction of dissolved
oxygen to generate the oxygen radical anion (Equation (11)), which then combines with protons to
generate HyO,; see Equation (12).

AQ+2H' +2¢~ - AQH, E’ =043V vs. SCE (8)
AQH, + O, —» AQ + H,0, 9)

AQ+e” —s-Q°” (10)

0, +5-Q°” > 0, +5-Q (11)

202._ +2H" - H,O; + O, (12)

It is well established that a number of oxygen-containing functional groups, such as epoxides
(C-0-C), hydroxy (OH), carboxylic (COOH) and carbonyl groups (C=0O) are present on GO
nanosheets [63]. However, other oxygen-containing groups, such as ketones and quinones have
been detected. Aliyev et al. [64], using a combination of surface analytical techniques, clearly identified
quinone groups on GO layers, and these may also contribute to the generation of HyO, when GO/rGO
is employed as the cathode material. Indeed, Nambi and co-workers [65] attributed some of the
enhanced production of H,O, and the degradation efficiency of E-Fenton to quinone functional groups
on electrochemically exfoliated rGO.

Graphene oxide can be easily functionalised with ferrocene [66,67], and ferrocene-functionalised
rGO has been deposited at graphite felt electrodes. For example, Nambi and co-workers [58] designed
a cathode by fabricating ferrocene-functionalised rGO on graphite felt electrodes and studied its
heterogeneous E-Fenton reaction for the degradation of ciprofloxacin at neutral pH conditions. The
removal rate of ciprofloxacin was computed as 0.035 min~" for the ferrocene-modified rGO electrode,
significantly higher than the value of 0.004 min~! obtained for the unmodified graphite felt and
also higher than 0.010 min~!, which was the rate constant observed with the reduced rGO-modified
felt electrode. The authors concluded that the rGO and ferrocene participated in sequential steps,
with rGO facilitating the production of H,O,, while the Fe?* centre in ferrocene catalysed the
decomposition of H,O, to form OH* and Fe®*-centred ferricenium. The same group studied the
ferrocene-functionalised rGO felt electrode as an E-Fenton catalyst using rotating disc voltammetry for
the removal of ciprofloxacin and carbamazepine [59]. Using rotating disc voltammetry, which gives
improved mass transfer, a continuous supply of reactive oxygen species was achieved without aeration
of the solution, to give OH® concentrations of 644 uM, 264 uM and 163 uM at pH values of 3.0, 7.0 and
9.0, respectively, facilitating the removal of contaminants over a wide pH range.

Using another approach, Mi et al. [4] combined rGO with WO3 and Ce and deposited the hybrid
composite, rGO/Ce/WOs3, on carbon felt. This composite was employed in E-Fenton to remove
ciprofloxacin with complete degradation within 1 h, and a mineralisation degree of 98.55% within 8 h.
It was suggested that the Ce®* catalysed the decomposition of H,O, to give the OH* radical species
(Equation (13)), while superoxide was generated from the reaction between Ce3* and dissolved O,
(Equation (14)) and between W>* and O, (Equation (15)). The Ce** was recycled to Ce®* through a
simple reduction step (Equation (16)), while Fe?* ions added to the E-Fenton cell also facilitated the
reduction of Ce** (Equation (17)).

Ce®* + H,0, + H — Ce*" + OH* + H,0 (13)
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Ce’t +0, - Ce*t + 0O, (14)
W + 0, -» WO 1+ O,7° (15)
Cett +e” — Ce*t (16)
Ce*™ + Fe?t — Ce®* + Fe3* (17)

Graphene/GO has also been combined with conducting polymers and used in E-Fenton.
In a recent study, a simple electropolymerisation method was employed to deposit poly (3,4-
ethylenedioxythiophene) (PEDOT), sodium polystyrene sulfonate (NaPSS) and GO on graphite
felt electrodes [68]. This GO/PEDOT:NaPSS showed much greater rates of HyO, production and
greater efficiency in the degradation of methylene blue in heterogeneous E-Fenton compared with the
GO-free PEDOT:NaPSS. This was attributed to a synergistic effect between PEDOT and GO, promoting
higher electron transfer rates.

In addition to electrophoretic deposition and coating from graphene-containing slurries, there has
been considerable interest in graphene-based inks that can be painted or printed onto substrates [69,70].
This approach has been employed to produce graphene-based cathodes in E-Fenton [6,71]. Conducting
graphene-based inks have been formed in ethanol and water mixtures using Nafion as a binder and
dispersant, and the resulting ink coated onto carbon cloth [71] and carbon fibres [6]. These ink-coated
cathodes have been shown to give rise to a near doubling of the amount of H,O, generated and a
three-fold increase in the rate of phenol degradation. A graphene-based paste cathode has also been
employed to degrade a pharmaceutical product [72]. The paste was formed by mixing rGO with
graphite powder and paraffin, which served as the binding agent. Divyapriya et al. [73] used another
approach, whereby a liquid crystal display glass was utilised as a supporting matrix for the deposition
of a thin graphene-modified electrode without the need for binders or linkers. GO was drop casted on
the glass and electrochemically reduced to rGO and then used for the oxidation and degradation of
ciprofloxacin. The authors showed that the drop cast electrode exhibited good stability. Graphene oxide
has also been deposited on stainless steel to create a membrane for the removal of paracetamol [74], and
an electrode to oxidise and remove arsenic [5], while a PTFE membrane was modified with graphene
and used as a catalytic membrane to both concentrate and oxidise an antibiotic [75].

In most of these approaches, the graphene-modified electrode is compared to the conducting
carbon or graphite felt or carbon cloth substrate electrodes and the addition of rGO clearly enhances
the rate of HyO, generation to give a more efficient removal of the contaminants. Interestingly,
it was shown by Wang et al. [57], who employed polyvinylidene difluoride to fabricate both carbon
nanotube (CNT) modified felt and graphene-modified felt electrodes, that the graphene-modified
carbon felt was superior in the degradation of an azo dye molecule, reaching degradation rates
of 70.1%, compared to the lower rates of 55.3% evident with the CNT-modified electrode. While
both modifications enhanced the azo dye degradation rate compared to the untreated carbon felt
electrode, the graphene-modified electrode produced a higher quantity of HyO,. This suggests
that the graphene-modified electrodes are not only more superior than the conducing graphite or
carbon substrates used in their fabrication, but they may also be more efficient in producing HyO,
than carbon nanotubes. The impressive performance of the graphene-modified carbon/graphite felt
electrodes is clearly illustrated in Table 1. For comparative purposes, some very recently optimised
and high-performing graphite-based electrodes are included. Although the amount of H,O, generated
is expressed differently, sometimes as rates and in other cases as mass per volume, it is evident that a
graphene-based system can be employed to give the more efficient generation of H,O, with relatively
high rate constants for the removal of a variety of contaminants.

2.2. Porous Graphene Electrodes

Porous graphene-based composites that can be employed as aerogels, foams and as gas diffusion
electrodes are interesting and these new materials are beginning to emerge in E-Fenton.
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Table 1. Summary of graphene-based felt electrodes in generating H,O, or OH® and in the removal

of contaminants.

System Pollutant Experimental Conditions k/min-1 H,0,/OH* Ref.
. V=150mL,E=-15YV, 1. OH"*:
Jomeme S0 A= S0 oo
srap sparging ’ 247 uM (neutral)
. V=150mL, E=-15V, H,0,:
rGO-LCD Flcgf;gn A =10 cm?, t = 30 min, 06001394%8(:?5?3) 45mg L1 (acidic) [73]
1L min! air flow ’ 20 mg L~! (neutral)
g Cipro- V =400 mL, t = 45 min, o HyO,: 22 mg L7}
rGO-paste Floxacin ~ E=-0.62V,12Lmin1 0, 0006 (acidic) (acidic) [72]
V =80mL, t =120 min, .
inkfc?b - Phenol 0.2 L min~? air flow, 0.0157 (acidic) » 81 mHZS}l' 2 [71]
carbo A=63cm2,1=125Acm™2 otmgl ¢
Orange II 0.52 (acidic) HoOn:
rGO/graphite ~ Methy blue V =100 mL, A =5.0 cm?, 0.37 (acidic) %0
cloth Sulfadiazine E=-09V,t=60min 0.62 (acidic) Z; ﬁg 1}1‘_1 CII;‘_Z ((Pg 57)) [40]
Phenol 0.37 (acidic) = mg ¢ p
Flow-cell . Flow through system, H,0,:
rGO Sulfadiazine 7 1 i1 1=50 mA ) 44mghlem2(pH7) U
V =150 mL, A = 12 cm?, air
rGO/C felt Imatinib flow, I =16.6 mA cm2, 0.22 (acidic) - [55]
t=8h
. C1pr9- V =300 mL, disc electrode 0.37 (acidic) H,0,:
rGO dip floxacin . 0.20 (neutral) )
80 mm diameter, E=-1.5V, . 175mg L™" (pH7) [59]
coated/C felt Carba- t = 180 min 0.35 (acidic) 81 mg L1 (pH 3)
mazepine - ’ 0.08 (neutral) & P
Reactive V =250 mL, A = 82 cm?, .
rGO/C felt Black 5 E=—065V, t =180 min - H,0;: 0.26 mM [57]
GO C fibre V =250 mL, A = 46,665 cm?, . H,0,:
Brush Phenol 1=1.25mA, t = 180 min 0.06 (acidic) 423mgL-l em™2 (6]
Optimised H,0,: 76]
graphite 0.74mgh~! cm™2 177]
system 45mgL7!

2.2.1. Graphene Aerogels

Aerogels are three-dimensional highly porous materials and graphene-based aerogels exhibit
interesting properties of high thermal stability, surface area and electrical conductivity [78]. They
are readily constructed by the self-assembly of rGO to form a three-dimensional macroporous
architecture [79,80], through template-guided approaches, solvothermal sol-gel reactions, or patterning
technologies [81]. A schematic illustrating the formation of an aerogel from graphene-containing
dispersions using the hydrothermal route is provided in Figure 3. The synthesised aerogel can be
further processed, formed into discs and used as cathodes. These emerging materials are finding
applications in fuel cells [82], environmental remediation [81,83], batteries [84] and, more recently,
as electrodes in E-Fenton [85-87]. In particular, the aggregation and restacking of the rGO layers are
minimised by the three-dimensional structure inside the bulk aerogel, giving good stability, while
the surface layers are available to the electrolyte ions and target pollutant molecules and can be
tailored for high pollutant adsorption. In addition, these materials are promising in heterogeneous
E-Fenton, where zero-valent iron nanocrystals/nanoparticles or Fe304 nanoparticles can be embedded
and protected within the aerogel [85]. A number of studies has been reported where rGO aerogels have
been assembled and successfully used in E-Fenton for the removal of various contaminants [85,87-89].
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Figure 3. Schematic illustrating the formation of a graphene-based aerogel.

For example, Wen et al. [87] prepared three-dimensional macroporous rGO aerogels through the
in situ assembly of rGO sheets. This electrode was employed as a cathode in E-Fenton to degrade the
complex formed between ethylenediaminetetraacetic acid (EDTA) and Ni?*, EDTA-Ni. Using surface
analytical techniques and adsorption measurements, the authors confirmed that the three-dimensional
structure possessed homogenous macropores with a high surface area of 280.15 m? g~!. The cathode
showed enhanced electrocatalytic activity, leading to the efficient generation of HyO, and regeneration
of Fe?*. Likewise, Nazhif Mohd Nohan et al. [89] used a one-pot hydrothermal procedure to synthesise
composites comprising CNTs and rGO aerogels. Studies revealed that the CNTs improved the surface
area, pore volume and conductivity.

Graphene-based aerogels containing trapped Fe, O3 nanoparticles have also been successfully
fabricated and employed in the heterogenous E-Fenton system for the degradation of Rhodamine
B [88]. The addition of the Fe;O3 nanoparticles enhanced the degradation rate and this was attributed
to the generation of H,O, within the aerogel and the good diffusion and electrosorption of Rhodamine
B within the aerogel to give high concentrations of the accumulated contaminant. The H,O, was
decomposed in the presence of Fe; O3 to give oxidising OH® with little quenching, as high concentrations
of the pollutant were available. Chemical oxygen demand elimination rates up to 82% were observed,
while a degradation rate of 99% was reached after 30 min. Low iron leaching rates were observed even
in acidic media and there was no significant loss in the catalytic activity over six cycles. In a separate
study, a carbon aerogel with rGO, CNT and iron oxide nanoparticles, Fe304, was formed successfully
using a sol-gel process and then employed in an E-Fenton cell as a cathode in the degradation of
methyl blue [85]. The good removal efficiency, reaching 99% after a 60 min period, was attributed to
the high adsorption ability of the graphene-based composite and the added strength introduced by
the CNTs.

2.2.2. Three-Dimensional Graphene-Based Electrodes

In terms of three-dimensional graphene-based materials, there is some evidence that three-
dimensional graphene-modified foams may be suitable in E-Fenton. In a comparison of graphene-based
monolayer, multilayer and three-dimensional graphene-based foams as cathode materials in E-Fenton
for wastewater treatment and the mineralisation of phenol, it was found that the three-dimensional
foam exhibited the highest H,O, electrogeneration yield, degradation and mineralisation rates [90].
The superiority of the three-dimensional graphene was attributed to its low interfacial charge transfer
resistance, high surface area and porous structure. Interestingly, Roman et al. [28] have shown that
a selective two-electron oxygen reduction reaction can be achieved with a selectivity of 94 + 2%
using three-dimensional out-of-plane graphene edge sites. This was achieved by tuning the synthesis
conditions to control the size and density of the out-of-plane graphene flakes and edges to provide a
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three-dimensional fuzzy graphene. In addition to the high selectivity, the onset potential was measured
as 0.79 V vs. reversible hydrogen electrode (RHE).

2.2.3. Three-Dimensional Graphene-Modified Electrodes

Gas diffusion electrodes (GDE) are being used increasingly in fuel cells [91], batteries [92,93] and
in the generation of HyO, [94,95]. They are attractive in E-Fenton, as the solubility of dissolved oxygen
is very low in water and, by using these GDE electrodes, the oxygen in air could be employed instead.
The GDE electrode consists of a gas diffusion layer and the solid catalyst in contact with the aqueous
phase, consisting of solid, liquid and gaseous phases. Normally, the catalyst layer is porous and the
aerogels described in Section 2.2.1 are finding applications as catalyst layers, facilitating interactions
between the liquid and gas phase. A schematic diagram illustrating the difference between the oxygen
reduction reaction at a conventional cathode and at a gas diffusion electrode is presented in Figure 4.
As illustrated in this schematic, the air or gaseous phase is in contact with one side of the catalyst,
enabling the diffusion of oxygen through the micropores of the diffusion layer to the catalyst phase,
where it reacts with H* from the aqueous phase, while the conducting catalyst provides the electron,
facilitating the formation of HyO,. Recently, this approach is finding applications in E-Fenton [96-98].
However, in many of these reports, pure oxygen is pumped to the surface of the gas diffusion cathode,
rather than having the typical gas/air, solid and liquid phases, as illustrated in Figure 4.
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Figure 4. Schematic diagram of conventional solid-state electrode and porous gas diffusion electrode
where the solid catalyst layer coexists with gas and liquid phases.

For example, a graphene-graphite diffusion electrode with high conductivity and electrocatalytic
activity was formed for the continuous in situ generation of H,O, through the oxygen reduction
reaction, for the removal of Rhodamine B [56]. A removal rate of 98% was achieved after a 60 min
period, which was higher than that obtained with a graphite-based gas diffusion cathode or graphite
sheet cathode. The significant difference between the gas diffusion cathode and sheet cathode was
attributed to the concentration of oxygen available for reaction, with the oxygen being supplied directly
to the surface of the gas diffusion electrode, which, in turn, accelerated the generation rate of HyO,. The
porous structure of the graphene-based diffusion electrode provided a reaction chamber for the efficient
conversion of oxygen to HyO,. Liu et al. [98] used a graphene-based composite as a gas diffusion
electrode for the removal of dimethyl phthalate from aqueous solution. Again, it was found that
the HyO, production was significantly improved. The apparent rate constant of dimethyl phthalate
degradation was computed as 0.0322 min~!. The graphene-based diffusion electrode showed excellent
recovery and could be reused. However, the degradation rate decreased slightly with increasing
use and this was attributed to the blocking of the microspores and channels by iron sludge as the
E-Fenton reaction proceeded. In another study, a gas diffusion electrode, consisting of a cylindrical
body with a built in air diffuser, was fabricated using carbon cloth treated with PTFE and coated
with electrochemically exfoliated rGO for the removal of industrial electronic wastewater [99]. High
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H,0, concentrations of 495 mg L~! were achieved to give a mineralisation rate of 80% over 80 min.
Gas diffusion electrodes have also been fabricated by combining rGO with Fe3Oy [7] and by using
boron-doped graphene-based aerogels [100] for the removal of Bisphenol A. The combination of
available Fe;O4 particles adjacent to the electrogenerated H,O, facilitated the efficient generation of
OH* and the removal of Bisphenol A [7]. A comparison of the aerogels, the porous three dimensional
graphene-based composites and gas diffusion electrodes is summarised in Table 2, where it is evident
that these materials have high surface areas, with a very good generation of H,O,, and they have been
employed in the removal of several pollutants.

Table 2. Summary of porosity and H,O, generation rate for various porous graphene-based composites.

Surface Pore

System Area/m? g1 Diameter/nm H,0; Pollutant Ref.
CNT/rGO 256.9 16.9 100 mg L! Methylene blue [89]
3D rGO 280.15 7.34 - EDTA-Ni [87]

3D rGO foam - (100-600) x 103> 4.25mg L™t ecm™3 Phenol [90]
rGO/GDC 132 - 28.19mgh~! cm~2 Nalidixic acid [101]
FeOOH aerogel 798-925 - - Sulfamethoxazole [102]
rGO composite 459 3.9 85 mg L-! Phthalic acid esters [103]

While many studies indicate the superiority of graphene/rGO in fabricating gas diffusion electrodes,
there are examples where other carbon-based systems exhibit a somewhat higher catalytic activity for
the generation of H,O;. In a comparative study, tert-butyl-anthraquinone (TBAQ) was used to modify
four different carbon materials, carbon aerogel, CNT, carbon black and graphene-doped carbon black
to fabricate gas diffusion electrodes for the production of H,O, [104]. In this case, it was found that the
highest H,O, production and current efficiency were achieved with the CNT-gas diffusion electrode
modified with 2% TBAQ, giving 2.15 mg h™! cm~2 compared to 1.97 mg cm~2 h~! of H,0O, for the
corresponding graphene-based material. However, rates higher than 2.15 mg h™' cm~2 can be seen in
Table 2 for the graphene-based system. On the other hand, gas diffusion electrodes assembled using
sulfur-doped carbon nanoparticles have been shown to exhibit superior electrocatalytic activity in an
acidic medium for the oxygen reduction reaction [105].

2.3. Doping of Graphene-Based Materials

The doping of graphene/rGO, using heteroatoms such as N, B, P and Fe, has been widely studied
for the development of catalysts for the oxygen reduction reaction [106,107]. Depending on the
preparation conditions employed and the nature of the dopants selected, the mechanism can vary from
a two-electron to a four-electron pathway. Much of the research focus for environmental applications
is directed at N-doped graphene, as it has shown the more promising results, with many studies
indicating that the presence of N enhances the production of H,O; [108], while Fe and P co-doping
favours the four-electron pathway [109]. Likewise, the addition of P and B to N-doped graphene
composites reduces the production of HyO, [106]. As N has a higher electronegativity than C, it attracts
electrons, generating a partial positive charge on the C atoms, while B and P tend to donate electrons
to the C. Both these partial positive and partial negative charges should promote the adsorption of
oxygen. However, little is known about the oxygen reduction reaction at N-doped graphene composites
or, indeed, the parameters that determine the selectivity of the oxygen reduction reaction at these
materials. Several researchers have hypothesised that oxygen adsorbs through a side-on orientation on
N-doped carbon [110,111]. However, it has also been shown from theoretical calculations that this
side-on adsorption is unlikely and that end-on adsorption is more favourable [112,113]. The three main
forms of N in N-doped graphene are pyridinic, pyrrolic and graphitic. Some authors claim that it is the
graphitic N sites that facilitate oxygen adsorption and therefore the oxygen reduction reaction [112,114],
while others have proposed that it is the pyridinic N that improves the chemisorption of oxygen [115].
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It has also been shown that oxygen adsorption occurs on the carbon atoms at edges and these are
far removed from the graphitic N atoms, making it difficult to explain how N doping facilitates the
oxygen reduction reaction.

The four-electron transfer pathway is normally observed in alkaline solutions [107], while, in acidic
environments, two-electron transfer is the more favoured reaction for carbon-based materials [116].
However, some N-doped or N-treated graphene-based electrodes have been found to catalyse the
four-electron reduction in aqueous acid solutions [117,118]. Kurak and Anderson [119] have used a
linear Gibbs energy relationship applied to N-doped graphene composites to predict the reversible
potential for the formation of oxygen reduction reaction intermediates in acid. These authors concluded
that there was no clear pathway for the direct four-electron reduction reaction, suggesting that transition
metal impurities may be responsible for the observed direct four-electron pathway. Indeed, it has been
suggested that the presence of Cu in N-doped graphene-based materials favours the two-electron
pathway, but traces of Ti, Mo, Nb and Ru favour four-electron transfer [120]. Liu et al. [121] showed
that by varying the N-doping temperature and microwave heating power, the number of electrons in
the oxygen reduction reaction can be controlled, giving a two-electron reaction for the electrochemical
degradation of organic contaminants, or the preferred four-electron transfer reaction for applications
in metal air batteries. It has also been shown that the selectivity can be controlled by the degree of
oxidation, with the more oxidised graphene facilitating a two-electron reduction pathway to give
H,0O,, but on reduction with NaBHy, the same materials exhibit more selectivity for the four-electron
pathway [122]. Kim et al. [123] suggested that the generation of H,O; is connected with epoxy or ether
groups in the N-doped rGO, while N-doped graphene composites, with abundant quaternary nitrogen
species, show the selectivity of the two-electron reduction pathway; however, with pyridinic species,
the four-electron pathway is preferred [124]. These studies highlight that, while the two-electron
transfer reaction can be achieved with graphene or N-doped graphene-based materials, the selectivity
of this reaction depends on how the graphene composite is formed and processed. Moreover, various
methods have been employed in doping graphene-based materials with N and this may also influence
the mechanism of the oxygen reduction reaction.

A number of N-doped graphene-based electrodes have been employed successfully in E-Fenton.
Li and Zhang [39] employed N-doped graphene and N-doped graphene-graphite felt cathodes in the
removal of phenacetin from wastewater, while Fe/N-doped graphene loaded with Fe/Fe3C nanoparticles
was used for the removal of phenol, methanol, acetone, dichloromethane and diethyl phthalate from real
samples [125]. The authors concluded that the Fe/Fe;C nanoparticles were encapsulated and protected,
preventing the aggregation or leakage of the Fe, while the high-surface-area porous framework, with
abundant channels and pores, provided access for the pollutants, while facilitating the formation
of HyO,. A gas diffusion cathode was formed with N-doped graphene composites and CNTs for
the removal of dimethyl phthalate [98]. The authors showed that the oxygen reduction reaction
was facilitated with N-doping of the graphene composite, with the effective generation of H,O, at
a relatively low potential of 0.2 V vs. SCE. Yang et al. [126] employed N-doped graphene/graphite
felt electrodes for the efficient generation of OH*, with a high yield of 6.2 mg h™! cm™2 of H,0,.
Su et al. [54] obtained an even higher yield of HyO,, reaching a value of 8.6 mg h™! em™2, with a
selectivity of 78% at neutral pH and a low energy consumption of 9.8 kW h kg~!. In another recent
study [127], N-doped graphene-based catalysts were found to accelerate the production of H,O, and
the generation of OH®. This N-doped graphene-modified graphite felt electrode was used in the
mineralisation of 2,4-dichlorophenoxiacetic acid with an impressive rate of 88% at a pH of 7.0 after
480 min.

Graphene-based aerogels, where the graphene was doped with N and also co-doped with N and
S were compared as cathodes in a heterogeneous E-Fenton cell [128]. The highest pollutant removal
rate was observed with the N-doped graphene-based aerogels combined with a carbon-Fe;O4 catalyst,
giving a removal rate of 71%, a mineralisation rate of 51% with good stability and low iron leaching of
0.33 mg L~!. Interestingly, it was observed that the N/S-doped graphene facilitated the four-electron
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oxygen reduction reaction, while it was mainly the two-electron pathway that was observed with the
N-doped graphene-based aerogel. While N-doped graphene appears to be superior in the promotion of
the two-electron oxygen reduction reaction, Wu et al. [100] have shown that B-doped graphene-based
materials may also have applications as cathodes in E-Fenton cells.

2.4. Graphene-Based Materials Combined with CN'Ts

Graphene/GO can be easily combined with a variety of other components such as metal oxides [129],
metal nanoparticles [130] and metal organic frameworks [131]. While the addition of conducting
metals or metal oxides can enhance the overall conductivity of the composite, metal-free carbon-based
materials have considerable advantages in terms of cost and this has led to the development of
graphene and CNT composites. CNTs can be combined with graphene-based materials to further
enhance the electrocatalytic activity and conductivity, while acting as a structural support that prevents
the graphene-modified sheets or flakes from restacking. These materials are finding applications in the
fabrication of cathodes for E-Fenton and in the removal of contaminants. Bridged N-doped graphene
and CNT composites, with microscopic three-dimensional structures, have been employed as gas
diffusion electrodes and have been shown to enhance the oxygen reduction reaction, compared to
graphene-based electrodes, CNT and graphite [98]. Other approaches include binder-free CNTs and
graphene-based aerogel electrodes [89], iron oxide-containing CNTs, graphene-based aerogels [85] and
graphene combined with CNTs on carbon felt electrodes [57]. In each of these cases, the addition of
CNTs has been shown to be beneficial and to enable the more efficient removal of the contaminants.

2.5. Graphene-Based Materials Combined with Iron Oxides and Other Metal Oxides

As detailed earlier, the homogeneous E-Fenton reaction uses the Fe?*/Fe>* couple to catalytically
decompose H,O, into OH®, a potent oxidant (and possibly OOH?®, which is a much weaker oxidising
agent). While the Fe?* and Fe3* are soluble in acidic solutions, with any increase in pH, for example
through the four-electron reduction at the cathode (Equation (4)), insoluble iron hydroxides begin to
form, reducing the concentration of Fe?* ions that are needed for the E-Fenton reaction. This is readily
seen from the Pourbaix diagram presented in Figure 5, where the predicted stability phases of the
soluble Fe?* and Fe>* are shown as a function of pH. The dashed lines show the pH dependence of the
oxygen reduction and hydrogen ion reduction reactions.

Moreover, the reaction rate of Fe** to Fe?" is approximately 6000 times slower than the oxidation
of Fe?* to Fe>*, which inhibits efficient recycling between the Fe?* and Fe3* ions [1,132]. In addition,
a large mass of iron-containing sludge is formed when the solution is neutralised. These issues
can be largely resolved by using heterogenous E-Fenton [11,133]. In this case, solid iron-containing
catalysts are immobilised onto a support, which helps to prevent the leaching of iron from the catalyst,
minimising sludge formation, giving a wider working pH range and a more efficient conversion of Fe3*
to Fe?" in the solid-state catalyst. As shown in Figure 5, at low pH values, leaching and dissolution are
more significant, while this dissolution reaction becomes negligible as the pH is increased to neutral or
slightly alkaline values. However, the principal aim in heterogeneous E-Fenton is to eliminate the
dissolution of iron and the introduction of metal ions into the treated water. In Table 3, iron leaching
rates are shown for different graphene-based materials together with the HyO, or OH® concentrations
formed, where it is seen that relatively low leaching rates can be achieved.
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Figure 5. Pourbaix diagram for iron in water (dissolved iron concentration is 1.0 X 1075 M at 298 K).
Only Fe, Fe;0,, Fe,O; are considered as the solid products, generated with the MEDUSA software
based on the SOLGASWATER algorithm [134].

Table 3. Leaching rates of iron from iron-containing graphene-based composites.

System Iron Leaching H,0; OH* Ref.
Fe/Cu/FeO,/rGO 2.0-3.1% 47.78 uM - [135]
Fe30,4/rGO <1%, 0.02 mg L1 - 1772uM  [65]
Fe3O4/rGO 2.4% - - [136]
Fe30,4/rGO 0.02 mg L7t - - [137]
Fe304/N-rGO, GDC <9.5%, 0.009 mM - 64 UM [7]
Fe;03/rGO aerogel 23mgL! 43mgL7! - [88]
Fe304/CNT-rGO <2mgL7! 40mgL! - [85]
Fe304/N-rGO aerogel 0.33mg L1 - - [128]

The oxides Fe,03, Fe30, and FeOOH, and ferrocene, which all contain the Fe?*/Fe3* redox
pair, have been employed [138-140], while graphene-containing composites have been combined
with Fe;Oy4 [141,142], FeOOH [102], zero valent iron [143] and ferrocene [58]. In a recent study,
Wang et al. [102] fabricated an y-FeOOH graphene—polyacrylamide-carbonised aerogel (GPCA) for
the degradation of sulfamethoxazole. The synthesised y-FeOOH GPCA cathode had very good
conductivity, a high surface area and very good dispersion of the iron component, which facilitated
the regeneration of Fe?*. This system was employed at a neutral pH to give a total organic carbon
removal efficiency of 89%. Zero-valent iron has also been encapsulated within a three-dimensional
graphene-based network to give a catalyst for the adsorption and degradation of sulfadiazine [143].
Iron oxide nanoparticles wrapped in graphene-based aerogel with «-Fe,Os as the iron source have
also been employed in heterogenous E-Fenton [88]. In this case, efficient removal of Rhodamine B was
observed, with low iron leaching (<2.3 mg L™!) in acidic solutions.

The iron oxide, Fe3O4, has been used more widely as the iron-containing catalyst [141,144]. For
example, a quinone-functionalised graphene-based electrode modified with well-dispersed Fe3O4
nanoparticles was employed for the continuous electrogeneration of HyO, and OH®. A degradation
efficiency of 98% was observed for the removal of Bisphenol A within 90 min at neutral pH with less
than 1% of iron leaching [65]. Akerdi etal.[141] have also employed well-dispersed Fe3;O4 nanoparticles
on GO and rGO to enhance the removal of two dyes, methylene blue and acid red. Shen et al. [145] have
employed graphene-Fe3O4 hollow hybrid microspheres, while graphene oxide-Fe304 was employed
as a heterogeneous catalyst for the E-Fenton degradation of two antibiotics, chloramphenicol and
metronidazole [137]. Fe3O4 particles have also been utilised with N-doped graphene-based aerogels
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for the degradation of acetaminophen with a low iron leaching of 0.33 mg L' in heterogeneous
E-Fenton [128]. These iron oxides have also been combined with graphene/CNT aerogel for the
degradation of methyl blue [85]. In a more recent study, the efficient decomposition of Bisphenol
A was achieved with a gas diffusion electrode and Fe;O4 particles at N-doped rGO as catalytic
particle electrodes. The Fe304/N-rGO also served as the heterogeneous catalyst, resulting in the rapid
regeneration of Fe?* and high concentrations of OH* oxidants [7].

There is also increasing interest in finding iron-free or, indeed, metal-free catalysts for
heterogeneous E-Fenton. An iron-free rGO/MoS,/Ceq 7521250, composite was fabricated and used
for the effective removal of ciprofloxacin. The decomposition of HyO; to generate OH® was facilitated
by the redox pair Ce®*/Ce?** to give complete removal of ciprofloxacin within 5 h, with a mineralisation
rate of 77% in 3 h [146]. HKUST (metal organic framework)-derived Cu nanoparticles were embedded
within a three-dimensional rGO network to give the E-Fenton catalyst [147]. It was proposed that the
zero-valent Cu was oxidised to Cu*, which then catalysed the decomposition of the electrogenerated
H,0, to give OH*® and as a result the Cu* was converted to Cu?*. The conducting catalyst layer, serving
as the cathode, facilitated the reduction of Cu?" to generate Cu™, leading to the efficient recycling
of the Cu*/Cu?* redox couple. Metal-free E-Fenton has also been recently proposed, as graphitic
and pyridinic N sites on graphene-based materials appear to function as active sites for both the
electrogeneration of HyO, and the activation of OH® radicals [54,126,148].

3. Conclusions and Future Perspectives

Graphene-based materials have attracted considerable interest, both from a fundamental viewpoint
and in terms of their potential applications, and this family is one of the most studied, surpassing all
other two-dimensional materials. It is no surprise that these materials are now finding applications
in E-Fenton and, when combined with other carbon-based materials, they have the potential to give
true iron- and metal-free E-Fenton catalysts. This would have a significant impact in terms of cost
and environmental concerns. As shown earlier, GO can be employed effectively in several ways,
supported onto carbon or graphite electrodes or cloth, combined with CNTs, iron and other metal
oxide catalysts, formed as aerogels and used in gas diffusion electrodes and doped with N and other
elements, with N-doping appearing to be the best option in E-Fenton. It certainly appears that GO,
with its very good conductivity when reduced to give rGO, high surface area, and good stability, will
be used increasingly in future research in E-Fenton, leading to new and exciting developments. While
the electrocatalytic generation of HyO; is considered as an undesirable product in many research
fields, such as batteries and fuel cells, tailoring the properties of the graphene-based composite with
doping or by combining it with other materials to give a two-electron oxygen reduction reaction
has significant potential not only in E-Fenton, but there are a number of other technologies, such as
antimicrobial, medical, bleaching, gas scrubbing and refinery applications, that would benefit from the
in situ generation of H,O,, eliminating the need for its storage.

In order for E-Fenton to emerge and be well integrated into real wastewater treatment facilities,
new and more efficient Fenton catalysts are required. While heterogenous E-Fenton addresses many of
the limitations of homogeneous E-Fenton, more efficient catalysts that are capable of generating high
yields of HyO,, while catalysing the efficient conversion of H,O, into OH®, reducing or eliminating the
release of metal ions, such as Fe3* or Fe?*, into the water, are required. These catalysts will also need to
exhibit high stability, enabling their use over multiple E-Fenton cycles, with low energy demand. This
will require the development of new Fenton catalysts and graphene composites have a clear role to
play in these developments, most likely in terms of composites formed using other new and emerging
materials, including other two-dimensional materials, and by doping.

In terms of possible new materials that could, in the future, be combined with graphene-based
materials, MXenes deserve a special mention. These are exciting two-dimensional materials [149,150]
that could be combined with graphene-based materials and possibly exploited in E-Fenton. Indeed,
it has been shown that the MXenes have a high density of oxygen adsorption sites [151]. The
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further development of three-dimensional graphene composites is another interesting possibility. The
three-dimensional framework gives high porosity, high surface area and facilitates ion diffusion, with
numerous active sites that can enhance the rate of electron transfer. This approach could be further
refined with the appropriate heteroatom doping of graphene composites. While N-doped graphene
has been employed successfully in E-Fenton, dual or multiple dopants may exert even more beneficial
effects. Halogen doping, F, Cl, Br and I, has been used to tailor the catalytic activity of carbon and
graphene-based composites [152]. The charge accumulation at the doped halogens create a strong
dipole [153] and this may enhance the adsorption of oxygen, making halogen doping interesting for
E-Fenton applications. The recent use of gas diffusion electrodes is also important, as these electrodes
have the potential to deliver much higher amounts of oxygen to the Fenton catalyst. It is very clear that
the application of graphene-based materials in E-Fenton is still in its infancy and new developments
will be seen in the next decade.

However, the application of graphene-based materials, as composites, or combined with other
materials, and/or with doping, in E-Fenton has a number of challenges that must be overcome
before significant advances are made. While remarkable progress has been made in the synthesis of
graphene flakes, GO and rGO, a cost-effective large-scale synthesis is needed before these applications
become a reality. The cost effective production of graphene and its oxides is required, but control
over reproducibility and quality is equally important. Wet graphite exfoliation methods, including
chemical and electrochemical processes, are promising in terms of scalability and cost, but concerns
still remain over the reproducibility of these approaches and the quality of the final graphene product.
Nevertheless, there is evidence to show that the oxygen reduction reaction is promoted at graphene
edges, rather than basal planes, making these wet graphite exfoliation methods possibly suitable for
the scaling up and production of graphene-based cathodes that can be employed in E-Fenton.

It is also difficult to precisely control the doping levels of graphene-based materials. At another
level, there are some concerns in terms of the environmental impact of GO and its potential adverse
effects on aquatic ecosystems [154]. In particular, GO contains polar oxygen-containing groups, making
it more soluble in water. These environmental concerns need to be addressed by fabricating highly
stable graphene-based cathodes that prevent the leaching of GO flakes into the environment. Secondly,
cathodes containing a graphene-based catalyst will require regeneration or some suitable disposal to
prevent secondary pollution.

Nevertheless, with further advancements in the synthesis, scale-up and processing of
graphene-based composites and electrodes, it is very likely that new Fenton catalysts and, indeed,
metal-free Fenton catalysts can be fabricated, leading to innovations in advanced oxidation processes
for the protection of water resources.
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Abstract: Graphene and its derivatives, especially graphene oxide (GO), are attracting considerable
interest in the fabrication of new adsorbents that have the potential to remove various pollutants
that have escaped into the aquatic environment. Herein, the development of GO/ chitosan (GO/CS)
composites as adsorbent materials is described and reviewed. This combination is interesting as the
addition of graphene to chitosan enhances its mechanical properties, while the chitosan hydrogel
serves as an immobilization matrix for graphene. Following a brief description of both graphene and
chitosan as independent adsorbent materials, the emerging GO/CS composites are introduced. The
additional materials that have been added to the GO/CS composites, including magnetic iron oxides,
chelating agents, cyclodextrins, additional adsorbents and polymeric blends, are then described
and discussed. The performance of these materials in the removal of heavy metal ions, dyes and
other organic molecules are discussed followed by the introduction of strategies employed in the
regeneration of the GO/CS adsorbents. It is clear that, while some challenges exist, including cost,
regeneration and selectivity in the adsorption process, the GO/CS composites are emerging as
promising adsorbent materials.

Keywords: graphene oxide; chitosan; adsorbent; adsorption; environmental contaminants; magnetic
adsorbents; 3D graphene; cyclodextrins; heavy metal ions; dyes

1. Introduction

The rapid development of industry, agriculture and urbanization, coupled with multi-
ple human activities that can negatively impact the environment, has led to environmental
pollution, and especially the contamination of water bodies [1]. Harmful pollutants in
water, such as heavy metal ions, organic pollutants and chemical dyes, represent sources
of toxicity and create the potential for bio-accumulation and contamination of the aquatic
food chain [2]. The continuous developments in novel techniques and routes that are
capable of providing clean and safe water have become a significant interest for scien-
tists [3]. Various technologies, such as electrochemical precipitation [4], ion exchange [5],
reverse osmosis [6] and photocatalytic degradation [7], have been explored in the removal
of pollutants from aqueous solutions. However, these methods have certain limitations.
For example, the additional reagents employed in chemical reduction/oxidation may cause
secondary pollution [8], while the electrochemical treatment has additional operating costs
and the precipitation of sludge is difficult to avoid and requires careful management [9].
Thus, adsorption is considered to be one of the most promising treatment technologies
because of its cost-efficiency, ease of operation, simplicity, flexibility and the absence of
secondary pollution [10,11].

Graphene, a two dimensional (2D) carbonaceous material with a high specific surface
area and very good stability, is emerging as a candidate in the fabrication of adsorbent
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materials [12]. It has been used as an adsorbent to remove various pollutants from wa-
ter [13,14] and it also has very good adsorption capacity for gaseous molecules [15,16].
Likewise, graphene oxide (GO) has drawn much attention as it possesses a high surface
area, a m-electron system and abundant oxygen-containing functional groups. In addi-
tion, studies have shown that the performance of GO as an adsorbent material can be
improved by functionalization of GO with a number of reagents [17,18]. Nevertheless,
for regeneration and reuse, the collection of GO-based materials from water is an issue,
and new simple and efficient removal methods are needed before graphene or GO can
be employed in practical applications of water treatment [19]. Moreover, there are strong
m—7t interactions between GO sheets which result in aggregation, lowering of the surface
area, poor dispersion in aqueous media and reduced adsorption efficiency, thus limiting its
further use in wastewater treatment [20]. Therefore, new strategies aimed at minimizing
aggregation, leaching and recovery of the graphene and/or GO sheets are required, and
their functionalization and combination with, or immobilization within, other materials
may provide possible solutions. Chitosan is one possible companion material.

Chitosan (CS), a well-known biopolymer, is a promising environmentally-friendly
adsorbent due to its biodegradability, non-toxicity and physicochemical properties [21].
It can be used as an immobilization matrix for graphene since it has good receptivity to
changes in its structure, while its functional groups, -OH and -NHj, can not only act as
active adsorption sites, but can also participate in electrostatic interactions and hydrogen
bonding with the functional groups on GO, anchoring the GO within the chitosan matrix.
On the other hand, this biopolymer has poor thermal stability and mechanical properties,
but these properties can be improved and enhanced when chitosan is impregnated with
graphene. The combination of these two materials is clearly beneficial with an improvement
in the mechanical, thermal and chemical stability of chitosan. In return, the biopolymer
acts as a stabilizer for the GO sheets minimizing their aggregation [22].

Given the scientific interest in graphene and GO and the increasing attention that these
materials are receiving as adsorbents for the elimination of various contaminants from
aquatic environments, a number of review articles have already been published describing
the applications of GO as an adsorbent material [23-27]. Moreover, the performances of
magnetic GO [28] and 3D graphene-based adsorbents [29,30] have been reviewed recently.
Here, we concentrate on the applications of GO/CS composites as adsorbents for the
removal of pollutants from aqueous environments. Initially, we focus on the adsorption
properties of GO as many of the approaches used to improve its potential as an adsor-
bent can be applied to the GO/CS system. This is followed by a short introduction to
chitosan, its properties and applications as an immobilizing matrix for graphene. Next, we
review the GO/CS adsorbents and the additional support materials utilized with GO/CS,
providing a comprehensive description of the progress being made in combining these
two complementary materials and their performances as adsorbents for the removal of
aquatic pollutants.

2. Graphene as an Adsorbent Material

In recent years, graphene has attracted considerable attention [31], and it has been
employed in numerous applications, ranging from energy storage [32], sensors [33] and
electro-Fenton [9] to microwave absorbers [34]. It is also finding applications as an adsor-
bent material for environmental applications and it is a very welcomed emerging material
in this sector as the quality of water continues to decline with increasing amounts of
pollutants escaping into the aquatic environment [35-37].

2.1. Adsorption at Graphene Oxide

Graphene can be synthesized using techniques such as chemical vapour deposi-
tion [38] and epitaxial growth [39] to give pristine graphene, but its derivative, graphene
oxide (GO), which is decorated with oxygen-containing functional groups, is readily
formed using the well-known modified Hummers method [40—42]. This process can be
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used to produce GO on a large scale and involves the oxidation of bulk graphite, a cost
effective and abundant material. The resulting GO can then be exfoliated to give GO sheets.
Single GO sheets can be generated but the exfoliated GO normally consists of more than
one sheet and may exist as a few or multiple sheets. It is this oxidized form of graphene,
GO, decorated with hydroxyl, carbonyl, carboxyl, phenol, epoxy, lactone and quinone
groups [43], that is attracting considerable attention in the removal of contaminants from
water. As an adsorbent material, GO has a number of attractive properties, including a
high theoretical specific surface area [44], and the potential for high adsorption capacity.
This combined with its very good stability, good thermal and mechanical properties and
facile functionalization makes GO an especially interesting material for the removal of
contaminants from water [45].

The impressive adsorption capacity of GO has been explained in terms of electrostatic,
ion exchange, - and hydrophobic interactions [17,46,47]. At near neutral pH, GO adopts
an overall negative charge, as the acidic groups, such as -COOH, are dissociated. This
facilitates the adsorption of positively charged species, such as heavy metal cations, cationic
dyes and other cationic molecules through electrostatic interactions [48,49]. Indeed, it has
been reported that GO remains negatively charged throughout a wide pH range, typically
between 2-11 [50]. However, as the pH increases, the GO becomes more negatively charged,
as the equilibrium shifts in favour of the dissociated carboxylate anion, resulting in a higher
removal efficiency for cationic dyes. For example, the cationic dye molecule MB (methylene
blue) exhibits a maximum adsorption capacity at a pH of 10.0 with GO powders dispersed
in the MB-containing solution [50]. Ion exchange has also been proposed as the adsorption
mechanism for the removal of heavy metal cations at low pH, where the metal cations are
exchanged with the protons in the COOH and OH functional groups [51].

The 7—m interactions between aromatic ring structures and the GO sheets can also
facilitate the adsorption of pollutants with aromatic ring segments. Nevertheless, the
electrostatic interactions tend to be stronger, and this is seen when the aromatic pollutants
also contain a cationic group [46]. Hydrophobic effects are seen when the GO polar groups
are removed and this can be achieved by reducing the GO sheets to give rGO with a low
density of polar functional groups and very good hydrophobicity. In this case, hydrophobic
interactions play a role in the adsorption process when the pollutant molecule possesses
suitable hydrophobic groups. This is especially relevant in the remediation of oil spills in
water, and various graphene-based adsorbents with good hydrophobic properties have
been employed to remove oils from water [44,52].

Nevertheless, as an adsorbent material, GO has several issues when it is used without
any further modifications or not combined with other additives. For example, the GO
sheets tend to aggregate and this reduces the adsorption efficiently. Moreover, the number
of oxygen-containing groups on GO is relatively low, and while the density of these groups
will depend on the degree of oxidation of the GO sheets, there is always an insufficient
number of these groups to bind with cationic pollutants. Besides, these oxygen containing
functional groups, such as hydroxyl, carboxyl, carbonyl, epoxy and quinone groups, are
less effective in binding pollutant molecules compared with nitrogen-based functional
groups, such as amines. Therefore, it is no surprise that GO has been functionalized
with various nitrogen-containing groups and these have included amino acids [53-55],
ethylenediamine [56], thiourea [57] and a variety of amino-containing reagents [58,59]. The
adsorption capacity of these nitrogen-containing groups is pH dependent, as protonated
amine groups, NH3™, are generated when the pH is decreased. However, at near neutral
pH values, these groups become deprotonated, facilitating the binding of heavy metal
cations through chelation.

Selectivity in the adsorption process is especially significant in terms of water treat-
ment, where the water may contain cations, such as Na* and Mg2+, and anionic species,
such as CI~ and SO42". These have the potential to compete with the adsorption of the
targeted contaminants. Different strategies, mainly focussed on molecular recognition, are
emerging as possible solutions to the lack of the selectivity associated with GO. One of
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the more well developed approaches involves the use of cyclodextrins. Recently, there has
been an increasing number of publications describing the incorporation of cyclodextrins at
GO-based adsorbents [60-62]. Cyclodextrins (CDs) are macrocyclic oligosaccharides with a
distinctive truncated cone structure that possess a cavity that can include molecules [63,64].
The cavity size differs to give the well-known «, 3 and y-CDs. These CDs can incorpo-
rate a large variety of guest molecules (host-guest inclusion complexation) making them
interesting in drug delivery [65], the development of sensors, [66,67] and as adsorbent
materials [68]. In addition, the hydroxyl groups on the CD (7 primary and 14 secondary
—OH groups for 3-CD) are known to form stable complexes with metal ions. Examples
of some (3-CD modified GO-based materials and their performances in the adsorption of
several contaminants are summarized in Table 1. These CD modified GO-based adsorbents
can be formed using a simple self-assembly method, where the CDs, or functionalized CDs,
are physically mixed with GO [69]. Self-assembly is favoured as hydrogen bonding occurs
between the -OH groups on the CDs and the oxygen-containing groups on GO [66,70].
Alternatively, crosslinking can be used to link the CDs through covalent attachment to the
GO [71].

Table 1. Summary of some CD-modified GO adsorbents and their adsorption capacity.

Adsorbent Adsorbate Adsorptlg? Ref.
qm (mg g~

p-CD/GO Bisphenol A 373.4 [72]

Methyl blue 580.4
p-CD/GO Methyl orange 328.2 [73]

Basic fuchsin 425.8
B-CD/GO Cd(In) 196.0 [74]
B-CD/GO p-Nitrophenol 117.28 [75]

L Methylene blue 247.99
B-CD/poly(acrylic acid)/GO) Safranine T 175.49 [76]
-CD/poly (L-glutamic acid) magnetic/GO 17B-estradiol 298.9 [77]

Another emerging option is to use molecular imprinted polymers (MIPs) as the
recognition element. MIPs are synthetic polymers tailored to recognise and bind a specific
target [78]. This is achieved by polymerization of the monomers in the presence of a
template molecule, which is structurally related to the target adsorbent. Once this template
is removed from the polymer, binding sites complementary to the target adsorbent are
generated to give very impressive selectivity. Besides, the formation of MIPs at GO has the
potential to give large surface areas and high adsorption. For example, Cheng et al. [79]
formed GO/MIP using GO as the support, bis(2-ethylhexyl) phthalate as the template
molecule, methacrylic acid as the functional monomer and ethylene dimethacrylate as
the cross-linking agent. The GO/MIP was then employed in the selective extraction of
bis(2-ethylhexyl) phthalate. Similarly, Cheng et al. [79] used GO/MIP for the selective
adsorption of naphthalene-derived plant growth regulators in apples.

These additional functional groups, CDs and MIP can enhance the removal of several
contaminants; however, the GO sheets/nanosheets are nevertheless difficult to remove
following the adsorption step. The GO sheets are often used as powders, requiring tech-
niques that are not always suitable in real wastewater treatment, such as centrifugation and
filtration, for their removal. In addition, they can leach into the aquatic environment and
cause secondary pollution [80]. This leaching can also occur during the adsorption process,
making it difficult to control. Even though the toxic effects of GO are poorly understood,
there is substantial evidence to show that GO has the ability to penetrate through the cell
membranes of aquatic organisms [81,82]. Moreover, GO has the capacity to carry polycyclic
aromatic hydrocarbons to aquatic organisms, causing significant toxicity [83]. In order
to minimize the leaching of GO, the GO sheets must be immobilized within a support
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that will facilitate their removal from the aquatic environment, while at the same time
maintaining their attractive adsorption potential.

2.2. Recovery of the GO Adsorbent

One approach that is attracting attention is the use of 3D graphene materials [84-86].
The development of these 3D hierarchical architectures is challenging as it relies on main-
taining the properties of the individual GO nanosheets. These 3D graphene structures
include sponges, aerogels and foams, and provided this 3D structure is maintained and
does not collapse, these materials are more easily recovered from the solution phase. More-
over, the high surface areas and porous structures give rise to the efficient transport and
trapping of the pollutants, while the 3D structures can be further functionalized using cova-
lent and non-covalent methodologies [87,88]. The various methods used in the formation
of porous 3D graphene structures can be found in a recent review by Lin et al. [30], high-
lighting the increasing interest in 3D graphene-based materials. In Figure 1, a schematic
illustration of a 3D GO-based magnetic polymeric aerogel is shown, where the 3D network
was formed using freeze-drying and contains magnetic Fe3O4 nanoparticles, polyvinyl
alcohol (PVA), cellulose and GO sheets.
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Figure 1. Schematic illustration of a 3D magnetic GO-polymer aerogel. Reproduced with permission
from Arabkhani and Asfaram [86], J. Hazard. Mater.; published by Elsevier, 2020.

Another strategy involves the use of magnetic graphene-based adsorbents and these
materials are attracting considerable interest in the adsorption of pollutants from wa-
ter [89-91]. The magnetic properties are normally introduced using Fe3Oy, a ferromagnetic
black iron oxide, which possesses very good compatibility, low toxicity, very good magnetic
properties and which can be generated as rods, wires, spheres and nanoparticles [92]. The
addition of the magnetic particles not only facilitates the separation of the adsorbent from
the aquatic environment through a simple magnetic process [93], but also can form between
the GO sheets and reduce the inevitable aggregation of the sheets.

2.3. Immobilization of GO within Biopolymers

Clearly, GO can be modified with various additives aimed at improving adsorption,
the selectivity of the adsorption process and the recovery and removal of the adsorbent
following the adsorption step. However, the immobilization of GO using support mate-
rials that can provide a stable matrix to securely anchor the GO, while maintaining its
impressive high surface area, mechanical strength and adsorption capacity is still a chal-
lenge. Biopolymeric/GO-based adsorbents are now attracting increasing attention as they
are environmentally acceptable and can be easily synthesized. Besides, the biopolymer
backbone possesses interesting functional groups that have the ability to bind environ-
mental contaminants. Several biopolymers have been combined with GO and employed
in the adsorption of environmental contaminants, including cellulose [94], alginate [95],
gum [96] and lignin [97]. However, within the family of biopolymers, chitosan is the
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leading candidate and is attracting increasing interest as a support matrix for GO, rGO
and graphene. Using Scopus and the key words ‘graphene’ and ‘chitosan’, a total of 2226
publications were found, with 75 publications in 2012 and 413 in 2020. These chitosan/GO
composites are gaining attention in a number of applications and especially as adsorbent
materials. They can be used as powders and dispersed in the solution phase, but also
employed as solid adsorbents, enabling their removal and recovery from the treated water,
while limiting the aggregation of the GO sheets, arising from intermolecular forces. Their
impressive adsorption potential is described following a short introduction to chitosan and
its properties related to its adsorption potential.

3. Chitosan as an Immobilization Matrix

Chitosan, a readily available eco-friendly and non-toxic polysaccharide, is fabricated
from chitin, and consists of f—(1-4)-D—-glucosamine. It has very good chemical stability
combined with chelating properties [98]. Indeed, chitosan has been employed as an
effective adsorbent for the removal of dyes [99], phenol [100], heavy metal ions [101],
antibiotics [102] and pesticides [103] from water. It is an effective adsorbent as it has a high
surface area and possesses a large density of hydroxyl (-OH) and primary amine (-NH)
groups, as illustrated in Figure 2. These functional groups can serve as active adsorption
sites which facilitate the adsorption and removal of both positively and negatively charged
molecules through electrostatic interactions [104,105]. In particular, amine groups are
strongly attracted to metal ions through ion-dipole interactions [101], while the protonation
of these amine groups (-NH3") facilitate electrostatic attraction of anionic compounds,
including halides [106] and anionic dyes [107].

OH
NH,
o) O HO o
HO O o) itosan
NH,
OH n

Figure 2. Chemical structure of chitosan.

Chitosan is an interesting immobilization matrix for graphene as it can be modified
chemically through cross-linking, complexation and grafting, while different functional
groups can also be introduced [105,108]. Furthermore, parameters such as the molecular
weight (MW), deacetylation degree (DD), solubility, crystallinity, particle size and surface
area can all be optimized to enhance the adsorption capacity [109]. The MW of chitosan
depends on the deacetylation process, the source and the preparation procedures employed
in its formation [110]. It can affect many of the physicochemical properties of chitosan,
including its crystallinity, solubility, viscosity, tensile strength and elasticity, and impact on
the applications of chitosan as an adsorbent material [111,112]. The DD, which is related to
the acetyl content in chitosan, can be altered by varying the alkaline treatment step in the
chitin deacetylation process [113]. An increase in DD, usually achieved through a repeated
or prolonged alkaline treatment, gives rise to an increase in the density of free amino groups.
Consequently, the polycationic nature is increased. This higher charge density along the
chitosan chain alters the chain flexibility [114]. Indeed, it has been demonstrated that
chitosan chains with higher DD have a more regular packing of the polymer chains, which
promotes crystallinity in chitosan [115]. Although the stiffness and tensile strength of chi-
tosan are improved on increasing the crystallinity, a reduction in elongation and an increase
in the brittleness can also occur. Since the cationic properties of chitosan are connected
with DD, it has been shown in several reports that DD affects the adsorption properties of
chitosan [116]. For example, Gongalves et al. [117], in studying the adsorption of dyes at
chitosan powders with different DD levels, observed an increase in the adsorption capacity
of the dyes on increasing the DD from 75% to 95%. Likewise, Piccin et al. [118] observed a
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higher adsorption capacity as the DD was increased from 42 to 84%. Furthermore, it has
been shown that chitosan composites with higher DD are more stable and reusable, even
after 15 adsorption-regeneration steps [113]. Nevertheless, the highly hydrophilic character
associated with a high DD may have some limitations [119]. Indeed, lamsamai et al. [120]
showed that better dispersion of multiwalled carbon nanotubes (MWCNTs) was achieved
with lower DD levels (61% DD). Therefore, DD can play a key role when chitosan is
combined with other materials and employed as an adsorbent [121].

The solubility of chitosan depends on a number of factors, including the density
and distribution of amino and N-acetyl groups on the polymeric chitosan chains and the
ionic strength of the solution phase [122]. Hence, solubility is linked with both the DD
and MW. Under acidic conditions, the amine groups become protonated and the chitosan
becomes more soluble. As more amino groups become protonated, achieved with higher
DD, stronger electrostatic repulsion occurs between the neighbouring chains and this
results in dissolution of the polymer [109]. On the other hand, as the pH of the solution is
increased to a value in the vicinity of 6.0, precipitation of the solubilized chitosan occurs
as the amine groups become less protonated [123]. On increasing the MW, higher levels
of inter- and intra-molecular hydrogen bonding occurs within the chains, and this results
in chain entanglement and a concomitant reduction in solubility [124]. Indeed, it has
been shown that the solubility of chitosan depends on the pH and ionic strength [125],
temperature, time of deacetylation, alkali concentration, previous treatments applied to the
isolation of chitin and particle size [126]. Therefore, the solubility is important as it imparts
the chitosan with excellent gel-forming properties and these are important in the formation
of the GO/CS hydrogel composites.

The porosity and surface area of chitosan can also play a central role in the adsorption
process and can have a significant effect on the adsorption capacity [127]. It is well
known that the particle size of chitosan is an important characteristic that is related to
the porosity, pore size and pore volume [128] and these are fundamental for adsorption
applications [129]. For example, a low uptake of pollutants was observed with larger
particle sizes and this was explained in terms of a lower surface area [130], while an
increase in the surface area results in the formation of new active sites, which allows more
binding of contaminants, and consequently an increase in the overall performance of the
adsorbent is seen [131]. Nevertheless, it is challenging to obtain a highly porous chitosan
material, with good mechanical stability combined with the possibility of regeneration and
reuse [132].

The relatively poor mechanical stability of chitosan hydrogels is limiting its applica-
tions and the addition of reinforcing fillers is a possible strategy to enhance its mechanical
properties [133]. GO has been used to form GO/CS composites. This is an interesting
combination as the GO can self-assemble with the chitosan chains especially in acidic
solutions where the amine groups are protonated. This provides good stabilization and
this combination is also very well suited to freeze-drying [134]. In addition, GO can
improve the adsorption capacity due to its inherent ability to adsorb certain classes of
water pollutants [135]. This GO/CS combination is interesting as the GO can enhance the
physiochemical properties of chitosan, while the chitosan can immobilize the GO sheets,
minimizing aggregation and minimizing the leaching of GO. In the following section,
these GO/CS composites are described, with a focus on their synthesis, preparation and
modification methods together with some of their properties and their ability to form
adsorbents for the removal of water contaminants.

4. Graphene/Chitosan Adsorbents

As detailed in Section 3, chitosan has a number of unique properties that make it an
interesting candidate as an adsorbent material, and also as an immobilization matrix for
graphene, GO, rGO and 3D porous graphene monoliths [13,136]. Impregnation of graphene
into chitosan is a good way to achieve both mutual stabilization and an enhancement in
the adsorption capacity [137].
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4.1. Formation of Graphene/Chitosan Adsorbents

Graphene and chitosan composites can be formed using a number of strategies, and
the main elements involved in these processes are summarized in Figure 3a. In many cases,
these different elements are combined to give the final GO/CS composite. Generally, the
first step is dissolution of chitosan in an aqueous solution of acetic acid (1-3% v/v), which
is one of the most frequently employed solvents for the solubilization of chitosan, to give
a yellowish coloured homogeneous solution [138]. Then, GO, or functionalized GO, is
added with sonication to form a homogeneous mixture [139]. This mixture can be used
to give GO/CS beads [140] or further processed using vacuum-assisted self-assembled
filtration (VASA) [141], solvothermal and hydrothermal reactions [142], freeze drying [134]
or combinations of these. Some of the advantages and disadvantages of these synthetic
processes are summarised in Table 2. Micrographs obtained using scanning electron
microscopy (SEM) are presented in Figure 4 and these highlight the surface morphologies
of the synthesised GO/CS-based adsorbents. The micrographs presented in Figure 4a,b
represent the morphology of GO/CS combined with lignosulfonate (LS) and illustrate the
interconnected three dimensional porous network of the fabricated GO/CS/LS. As shown
in the inset of Figure 4b, the porous GO/CS/LS is sufficiently light to be supported on a
leaf. In Figure 4c—e, GO/CS beads are shown, displaying a spherical shape with little or
no defects, while higher magnifications of the surface and cross sections show the typical
interconnected network.

Hydrothermal Magnetic and protected magnetic cores

Supramolecular recognition sites

Sol-gel

(/) :
0" ) E,r% processing

Metal organic frameworks (MOFs)
Layered double hydroxides (LDHs)

Conducting polymers, biopolymers

Freeze

drying Additional binding/chelating groups

(a) (b)

Figure 3. Summary of the (a) main processes used to fabricate GO/CS and (b) other additives combined with GO/CS.

Table 2. Summary of the advantages and disadvantages of the synthetic processes.

Synthetic Step Advantages/Disadvantages
Sol wel Simple, other reagents can be easily added /mixing of GO and chitosan gives rise to an increase in
& solution viscosity, which can give rise to inhomogeneity in the final GO/CS hydrogel.
Hydrothermal No need for crosslinking agents/some cost F:gn@deratlon{)s with the relatively high temperatures in
the vicinity of 120 °C.
s Increase in mechanical properties/reduces the number of chelating sites that are required to bind and
Crosslinking Agents .
trap the pollutants and can be toxic.
Functionalised GO Modifiable oxygenated functional groups of GO are ideal for functionalised, rich chemistry, can be

used to crosslink single graphene sheets/synthesis can be time consuming.

Freeze drying

Scaffolds with defined pore size, highly suited to enhanced adsorption/freeze drying can be slow.
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Figure 4. SEM micrographs of GO/CS/LS at magnifications of (a): x600, (b): x5000 and supported
on a leaf. Reproduced with permission from Yan et al. [143], Int. J. Biol. Macromol.; published by
Elsevier 2019. GO/CS (c) beads/spheres, (d) surface and (e) cross-sectional structures. Reproduced
with permission from Wu et al. [140], Mater. Sci Eng. C; published by Elsevier 2020.

The formation of these GO/CS hydrogel composites is aided by electrostatic interac-
tions, hydrogen bonding and covalent interactions between chitosan and GO [135]. At near
neutral pH, the amino groups of chitosan are protonated and these attract the negatively
charged groups, such as -COO~, on GO, to give a stable hydrogel composite [144]. These
electrostatic interactions combined with hydrogen bonding facilitate the formation of the
GO/CS hydrogel which provides stable composites with excellent mechanical and thermal
properties [145]. Furthermore, the introduction of chitosan to GO nanosheets provides
an increase in the surface area, pore size and total pore volume, which facilitate efficient
adsorption onto the GO/CS hydrogel surface [146]. Thus, the effective intermolecular
interactions between GO and chitosan play an important role in the specific structural
formation of the hydrogel nanocomposites and these are illustrated in Figure 5.
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Figure 5. Illustration of interactions between GO and chitosan.

Crosslinking agents have also been added to further enhance the mechanical prop-
erties of GO/CS. Reagents such as trisodium citrate, sodium tripolyphosphate [147], glu-
taraldehyde [104,148], genipin [149,150], borax [151] and N-(3-dimethylaminopropyl)-N-
ethylcarbodiimide hydrochloride [152] have been successfully employed. Some of the
more commonly used crosslinking reagents are summarised in Table 3, where it is seen that
they are normally employed at low concentrations, and both temperature and time can
be varied to achieve the crosslinking step. The GO can also be functionalized to facilitate
cross-linking with chitosan and one of the more well-known reactions employed is ami-
dation, where the functional groups on GO are activated to give acetyl chloride (-COCl)
functionalized GO, which can then be connected with a nitrogen containing group through
the formation of -CONH- linkages [152].
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These cross-linking agents can play different roles and influence the number of func-
tional groups available to bind with pollutants. For example, borax undergoes hydrolysis
to yield the tetrahydroxyborate ions, B(OH);~, which react with the hydroxyl groups
in chitosan and GO to produce orthoborate chemical bonds. On the other hand, N-(3-
dimethylaminopropyl)-N-ethylcarbodiimide hydrochloride, which is water soluble and
biocompatible, can be used as a synthetic grafting agent [152], coupling the carboxyl (GO)
and amino groups (CS) to give amide bonds. Moreover, the timing of this step can influence
the performance of the GO/CS adsorbent. For example, Salzano de Luna et al. [153] demon-
strated that freeze dried GO/CS composites were more effective in the adsorption of dyes
when the cross-linking was carried out following the freeze drying step. This was attributed
to a higher degree of pore interconnectivity in the GO/CS composites crosslinked after
freeze-drying. However, the compressive modulus was reduced. These studies highlight
the significant contribution of cross-linking, not only in terms of mechanical properties,
but also in terms of pore interconnectivity and the provision of chelating binding sites for
the uptake and removal of pollutants.

Table 3. Summary of some crosslinking agents employed in the fabrication of GO/CS adsorbents.

Crosslinking Crosslinking Advantages/ Ref
Agent Conditions Disadvantage )
2% solution (wt %), Inexpensive but exhibits
Gluteraldehyde 1h at 60 °C toxicity [148]
1% solution (wt %),
Gluteraldehyde 6 hat 25 °C [141]
2% solution (wt %),
Gluteraldehyde 8 h at 30 °C [154]
. . . : 0.22 g KH-560 with 0.12 g GO, Commonly used coupling
Glycidoxypropyltri-methoxysilane (KH-560) 15g CS at 50 °C agent, some toxicity [155]
. 1% solution (wt %) added .. ..
Genipin dropwise, 1 h at 25 °C Negligible toxicity [150]
Borax 10% solution (wt%) 1 h Toxic [151]

at25°C

As illustrated in Figure 3b, additional components are added to further enhance
the performance of the GO/CS-based adsorbents. These vary from magnetic particles
to blending with other polymers. In most cases, GO is employed; however, the more
conducting rGO has also been used and decorated with uncapped metal nanoparticles
and then combined with chitosan [156]. As the metal nanoparticles are formed through
reduction of the appropriate salt in solution, the rGO is oxidized to GO to give a simple
methodology for the decoration of GO with uncapped nanoparticles. Nevertheless, it is
generally accepted that the GO/CS-based adsorbents have a higher adsorption capacity
due to a combination of —t stacking, electrostatic interactions and hydrogen bonding with
the water contaminants [12,50]. Indeed, Guo et al. [18] found that while both GO/CS and
rGO/CS could adsorb dyes, the GO/CS appeared as the more efficient adsorbent.

4.2. Magnetic Chitosan/GO

Magnetic materials have emerged as exciting new materials in several applications [157]
and it is no surprise that they have been employed to give magnetic GO/CS (MGO/CS)
adsorbents [158,159]. As previously mentioned in Section 2.2, magnetism can be employed
to achieve removal of the adsorbent from the aquatic environment [93]. Depending on
the synthetic conditions utilized to fabricate the GO/CS adsorbents, it may be difficult to
completely remove these adsorbents using techniques such as sedimentation or filtration.
The introduction of magnetism provides a simple but effective solution and this has become
the focus of a number of recent investigations.
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The MGO/CS composites can be formed using ex-situ methods [160], where the Fe;O4
nanoparticles are chemically synthesized and then combined with the GO/CS hydrogel [161].
Alternatively, in-situ methods [162,163] can be used. For example, Singh et al. [159] used the
amide functional groups (formed between the epoxy (GO) and amine (CS) groups) for the
in-situ reduction of iron ions to iron oxides. The synthesized Fe;O, nanoparticles have
been observed to immobilize on the GO sheets [158,164], but agglomeration is normally
seen [92,165,166]. However, Jiang et al. [167] have shown that the severe aggregation,
arising from the magnetic properties of the Fe;Oy particles, can be minimized when the par-
ticles are coated with silica. This silica layer not only inhibits aggregation, but also protects
the magnetic cores and these silica coated Fe;O, particles have been combined with GO/CS
and employed in the removal of alkaloids [168], as illustrated in Figure 6. The MGO/CS
can be formed as beads [169,170] and as various powders and nanocomposites [171,172]. In
addition to providing magnetic separation the added Fe;O4 nanoparticles, provided they
are well dispersed and not agglomerated, can give rise to an improvement in the surface
area of the MGO/CS adsorbents [173]. Indeed, these MGO/CS adsorbents have been
described as mesoporous materials with surface areas ranging from 37.28 m? g’1 [174],
74.345 m? g~1 [175], 388.3 m? g~ ! [176],392.5 m? g~ ! [173] to 402.1 m? g~ ! [177] and pore
volumes varying from 0.084 cm’ g_1 [174], 0.3852 cm? g_1 [173] to 0.4152 cm? g_1 [177].
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Figure 6. Schematic for the procedure for synthesis of Fe304/SiO,/CS/GO and its application in
the removal of alkaloids. Reproduced with permission from Tang et al. [168], Int. J. Biol. Macromol.;
published by Elsevier 2020.
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The performance of various MGO/CS adsorbents is illustrated in Table 3, where the
adsorption capacity, qm, is expressed in terms of the ratio of the mass of adsorbate removed
to the mass of adsorbent used. These experimental adsorption data are normally fitted
to two main adsorption models, the Langmuir [178,179] and Freundlich [180] isotherm:s,
with the Langmuir isotherm being more frequently utilized. In the Langmuir isotherm, all
the adsorption sites are considered equivalent with no interactions between adjacent sites.
This gives rise to monolayer adsorption. On the other hand, the Freundlich isotherm is
based on multilayer adsorption. Although the GO/CS-based adsorbents have a number
of different and distinct adsorption sites, the experimental data fit very well with the
monolayer adsorption process inherent in the Langmuir model.

As illustrated in Table 4, the MGO/CS adsorbents are often further modified with
cyclodextrins. For example, Li et al. [181] have described the removal of Cr(VI) under acidic
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conditions to the attraction of the negatively charged chromate anions to the protonated
chitosan, reduction of Cr(VI) to Cr(III) at the GO sheets, and the binding of anionic Cr(VI)
and cationic Cr(IIl) at the cyclodextrins. The hydrophobic and inclusion complexation
characteristics of the cyclodextrin may also be relevant in the removal of dye molecules
and these properties have been exploited to give good removal of methylene blue [177]
and hydroquinone [182] at the CD modified MGO/CS. However, it is difficult to make a
direct comparison between the adsorption capacity of the adsorbent materials presented in
Table 3. Not only are the properties of chitosan, which is very dependent on its production
and isolation from chitin, not identical, but the conditions used in the adsorption experi-
ments are different. Interestingly, on comparing the adsorption capacity of methylene blue,
which is frequently used as a model pollutant, it is clearly evident that there is considerable
variations in its adsorption, with values ranging from 43.34 to 2478 mg g~ !. These results
highlight the importance of well-dispersed and interconnected GO sheets throughout the
chitosan to give a porous matrix, while the characteristics of the chitosan employed (for
example DD and MW) and the nature of functionalized groups are also very important.
Indeed, the highest adsorption capacity is evident with methacrylic acid-functionalized
chitosan, which is cross-linked with N,N-methylenebis(acrylamide), to give a solid matrix
that facilitates the stable dispersion of both GO sheets and Fe3O4 nanoparticles.

Table 4. Summary of some magnetic GO/CS adsorbents. The GO/CS is employed as a solid adsorbent in contact with the

targeted pollutant dissolved in the solution phase.

Adsorption Adsorption

Adsorbent Adsorbate Conditions qm (mg g~ 1) Ref.
. .. Batch mode, 55 °C, 200 rpm, 10 mg
MGO/CS Rifampicin adsorbent, 20 mg /L adsorbate 102.11 [166]
Batch, 25°C, 250 rpm, 10 mg/L
MGO/CS As(I adsorbate, V = 100 mL 45 [178]
MGO/CS Mgi}ilgiﬁ?;ileue Batch, 26 °C, 130 rpm, 50 mg adsorbent, 289 [183]
100mg/L adsorbate, V = 50 mL 292
black T
Batch, 21 °C, 500 mg adsorbent,
MGO/CS Cr(VD 40 mg/L adsorbate, V =10 mL 10051 [184]
. . Batch, 25 °C, 50 mg adsorbent, 50 mg/L
GO/CS/ZnFe;Oy Basic fuchsin adsorbate, V = 25 mL. 335.57 [185]
Methacrylic acid Batch, 25°C, 120 rpm, 10 mg adsorbent,
functionalized-MGO/Cs ~ Methyleneblue 100 mg/L adsorbate, V = 20 mL 2478 [162]
MGO/CS/ Batch, 30 °C, 160 rpm, 10 mg adsorbent,
Lignosulfonate Methylene blue V =20 mL 253.53 [186]
MGO/CS/ Batch, 25 °C, 300 rpm, 10 mg adsorbent,
Ethylenediamine Cu(m 100 mg/L adsorbate, V = 50 mL 217.4 [187]
Dopamine 127.34
Clenbuterol 5 109.56
MGO/CS/SiO, Orciprenaline Batch, 20°C, 1§O_r11’g(;’£mg adsorbent, 150.21 [171]
Methylene blue - 300.42
Crystal violet 347.35
. . Batch, 52 °C, 150 rpm, 10 mg adsorbent,
MGO/CS/SiO, methyl violet 10 mg/L adsorbate, V = 5 mL 243.8 [188]
Morphine 7.2
. Codeine o 8.4
MGO/CS/SiO, / . Batch, 25°C, 150 rpm, 15 mg adsorbent,
ionic liquid Ephedrine 10 mg/L adsorbate, V =5 mL 9:2 [189]
Amphetamine ’ 5.8
Benzoylecgonine 11.2
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Table 4. Cont.

Adsorbent Adsorbate AdSOIZP.tIOI‘l Adsorptlg? Ref.
Conditions dm (mg g~ 1)
. Batch, 25 °C, 150 rpm, 150 mg adsorbent,
3D-MGO/CS Disperse blue 367 60 mg/L adsorbate 298.27 [190]
Bisphenol A Batch, 30 °C, 200 rpm, 20 mg adsorbent, 326.8
B-CD-MGO/CS Bisphenol F 20 mg/L adsorbate, V = 50 mL 328.3 [191]
. Batch mode, 180 rpm, 100 mg adsorbent,
B-CD-MGO/CS Hydroquinone V = 100 mL 148 [182]
Batch, 180 rpm, 100 mg adsorbent,
B-CD-MGO/CS Cr(VI) 50 mg,/ L adsorbate, V = 100 mL 67.66 [181]
Batch, 150 rpm, 100 mg adsorbent,
B-CD-MGO/CS Cr(VD 100 mg/L adsorbate, V = 100 mL 120 [192]
B-CD-MGO/CS Malachite green Batch, 25 °C, 150 rpm, 5 mg adsorbent, 740.74 [60]
V=20mL
Batch, 45 °C, 5 mg adsorbent, 100 mg/L
B-CD-MGO/CS p-Phenylene-diamine adsorbate, 1102.58 [193]
V=20mL
B-CD-MGO/CS Methylene blue Batch, 25°C, 1??3?;3 mg adsorbent, 4334 [177]

Surface ion imprinted MGO/CS adsorbents have also been fabricated with a view to pro-
viding enhanced selective uptake and removal of certain heavy metal ions. Wang et al. [194]
used this strategy to synthesize Pb-MGO/CS for the selective removal of Pb(Il). While
the MGO/CS showed no selectivity for the adsorption of Pb(Il), the imprinted adsorbent
exhibited specific recognition for Pb(Il) in a mixed metal ion solution. This was attributed
to the cavities created on removal of the Pb template, with the appropriate size, shape and
coordination geometry to capture Pb(II). Ion imprinting has also been employed with the
MGO/CS adsorbents in the selective removal of Cu(II) [195].

4.3. Chitosan/GO with 3D Architectures

As detailed in Section 2.2, 3D GO composites possess a unique 3D porous structure
decorated with surface functional groups that have the ability to bind and remove pol-
lutants from water. The 3D network consists of interconnected, curved, wrinkled and
distorted graphene sheets to provide a porous 3D structure with high specific surface
area [196]. Depending on the shape of the material, sponges, foams, or porous graphene
films can be obtained [197]. Although these 3D structures are more easily recovered from
the solution phase following the adsorption step compared to GO powders, they can
exhibit rather poor stability in water. Typically additional supports are added, but these
must be selected and chosen so that the distorted GO sheets are available and free to act as
adsorption sites. In this regard, chitosan is particularly suitable as it can be processed by
freeze-drying, to give aerogels [21].

These 3D GO/CS porous networks are normally formed by mixing/sonicating all
the components, including GO or rGO, chitosan and any crosslinking agents or other
additives, followed by some thermal processing and a final freeze-drying step [198-200].
Alternatively, a 3D scaffold can be employed as a template. For example, a polylactic
acid (PLA) 3D scaffold was printed and then immersed in a GO/CS mixture, followed
by freeze-drying to give a 3D sponge [201], while aerogel microspheres were prepared
by combining electrospraying and freeze-casting [202]. Likewise, Kovtun et al. [203] used
aerogels comprising 3D chitosan-gelatin. These were then modified with GO by either
embedding the GO sheets within the aerogel or by coating the surface of the aerogel
with GO sheets. These two methods were compared in the adsorption of ofloxacin and
ciprofloxacin (fluoroquinolonic antibiotics) and Pb(IlI). It was concluded that the adsorption
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of Pb(Il) was fast at the GO surface coated aerogels, where the adsorption sites were easily
and rapidly accessed. On the other hand, diffusion of Pb(II) to the embedded GO required
a longer contact time for adsorption.

These 3D GO/CS adsorbents have shown relatively good stability and reuse in the re-
moval of reactive black 5 dye [134]. Likewise, good recyclability and stability was achieved
with GO/CS sponges, with a regeneration efficiency in excess of 80% over five cycles
in the removal of heavy metal ions [204]. Other contaminants that have been removed
successfully using 3D GO/CS composites include dyes [146,153], Cu(Il) [205], Cr(VI) [206],
tetracycline [207] and 4-nonylphenol [208]. The incorporation of 3-cyclodextrins into this
3D network can be employed to further enhance adsorption. For example, 3D-GO/CS/ 3-
CD was employed as an effective adsorbent for MB yielding an ultrahigh adsorption
capacity of 1134 mg g~ ! [198]. Other additives include montmorillonite, a well-known
adsorbent [199], kaolin, a filler employed to increase the mechanical strength of the adsor-
bent [209], and magnetic nanoparticles [200]. One of the more significant advantages of
using these 3D GO/CS networks is the reuse and recyclability of the adsorbent without
the need for a complex and time-consuming filtration process [198]. Moreover, they ex-
hibit large surface areas, while the interconnected pores enable diffusion of the adsorbate
throughout the 3D network leading to high adsorption capacity.

4.4. GO/Chitosan and Additional Chelating Agents

The GO/CS adsorbents have a number of binding sites for adsorption, but some
of these are consumed during the crosslinking steps and this can involve the removal
of essential —OH and —NHs* groups, as illustrated earlier. However, the density of
appropriate functional groups can be enhanced through the addition of chelating agents
and this strategy has been employed with the aim of increasing the adsorption capacity.
Some of the chelating agents employed with the GO/CS adsorbents and their performances
in the adsorption of various contaminants are provided and summarized in Table 5. EDTA,
an amino carboxylic acid with four carboxylic acid groups, is one of the more popular
chelating agents as it can scavenge or chelate various cationic species.

Another emerging chelating additive is polydopamine (PDA). This is easily generated
from the oxidation and self-polymerization of dopamine in slightly alkaline solutions [210].
Polydopamine provides both amine and catechol groups and can also participate in hydro-
gen bonding and 7—m stacking interactions, making it a very good chelating agent that
can be easily combined with GO/CS. A schematic illustration of these interactions and
the assembly of GO/CS/DPA is shown in Figure 7, where the added PDA is sandwiched
between the GO sheets, serving to minimise aggregation [211]. Moreover, the PDA with
abundant catechol and amino groups can serve as an active surface for functionalization.
For example, Cao et al. [212] used a Michael addition reaction with the thiol group of
1H,1H,2H,2H-perfluorodecanethiol (PFDT) to create perfluorinated rGO/CS-PDA with
superhydrophobic properties. This functionalized adsorbent was then utilized as a cost-
effective and environmentally-acceptable approach for the separation of oil/water mixtures.

Lignosulfonate (LS) is a further example of a chelating agent with abundant sulfonic
(—SO57) and hydroxyl (—OH) groups and with a strong affinity for the binding of metal
ions and charged molecules. This polyelectrolyte has been combined with GO/CS and
employed in the adsorption of the cationic methylene blue [186]. As shown in Table 5,
these additional chelating agents, PDA, EDTA and LS, are effective in the adsorption of a
variety of heavy metal ions. In particular, very good removal of Pb(ll) is evident, while the
presence of these additional chelating agents also facilitate the removal of tri-valent cations.
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Figure 7. Schematic illustration of the preparation of graphene oxide/chitosan/polydopamine
(GO/CS/PDA). Reproduced with permission from Li et al. [211], Int. J. Biol. Macromol; published

by Elsevier, 2020.
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Table 5. Chelating agents combined with GO/CS-based adsorbents, where the solid adsorbents are added to the pollutant-

containing solution.

Adsorption

Chelating Agent Adsorbent/Adsorption Experiment Adsorbate 1 Ref.
qm (mg g~
Ethylenediaminetetraacetic MGO/CS/EDTA Pb(IT) 206.5
Y acid (EDTA) Batch, 25 °C, 180 rpm, 0.33 g/L adsorbate, Cu(ID) 207.3 [179]
V =30mL As(III) 427
GO/CS/EDTA
EDTA Batch, 25 °C, 160 rpm, 20 mg adsorbent, V = 50 mL Cr(VD 86.2 [180]
MGO/CS/EDTA
EDTA Batch, 33 °C, 0.14 g/L adsorbent, Rhodamine B 1085.3 [213]
114 mg/L adsorbate
MGO/CS/EDTA
EDTA Batch, 20 mg adsorbent, Pb(II) 970 [214]
V=15mL
MGO/CS/EDTA
EDTA Batch, 49.2 °C, 40 Hz sonication, 9.5 mg adsorbent, Pb(II) 666.6 [161]
V =50mL
Polydopamine GO/CS/Polyvinyl alcohol (PVA)/PDA 1(5]131((1111)) iégz [215]
(PDA) Batch, 40 °C, 150 rpm, 50 mg adsorbate Cd(n 214.9
GO/CS/PDA aerogel
PDA Batch, 25 °C, 120 rpm, U(VI) 415.9 [216]
0.3 g/L adsorbent
GO/CS/PDA
PDA Batch, 25 °C, 150 rpm, 15 mg adsorbent, V = 20 mL Cr(VI) 3120 [211]
MWCNT/PDA/GO/CS
PDA Batch, 25 °C, 10 mg adsorbent, Gd(III) 150.8 [217]
V=10mL
Cu(I) 1703
PDA Batch, 30 °C ads?)g)/a(tiesé(i)])n? /L, V =100 mL Ni(IT) 1868 [218]
’ ’ &/t V= Pb(II) 312.8
Lignosulfonate MGO/LS/CS
(LS) Batch, 30 °C, 160 rpm, 10 mg adsorbent, V = 20 mL Methylene blue 50 [186]
GO/LS/CS
LS Batch, 30 °C, 130 rpm, 0.2 g/L adsorbent, Methylene blue 1023.9 [143]
V=25mL
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4.5. GO/Chitosan Combined with Other Adsorbent Materials

The GO/CS hydrogel provides an attractive matrix for encapsulating other adsorbent
materials and especially powdered materials that are difficult to separate and recover after
the adsorption process, limiting their environmental applications. Consequently, there is
much interest in combining other adsorbents with the GO/CS hydrogels. For example,
metal-organic frameworks (MOFs), which consist of metal ions and polyfunctional organic
ligands and have good adsorption potential, have been successfully integrated within
GO/CS for the elimination of Cr(VI) [219]. Moreover, they have been employed as both
an adsorbent and photocatalyst in the removal of methylene blue, reaching an adsorption
capacity of approximately 357.15 mg g~! [220]. The intercalated MOF can also provide
the GO channels with molecular-sieving properties. Using this strategy, Chang et al. [221]
prepared a GO/CS/MOF membrane for the purification of water. The GO/CS/MOF
membrane exhibited very good water flux (14.62 L m~2 h~! bar~!), with high rejection
(>99% for dyes) and good antifouling characteristics.

Hydroxyapatite (Hap) is another promising adsorbent with good bioactive, non-toxic
and biocompatible properties. Its adsorption capacity can be enhanced by combining it with
other suitable adsorbent materials and GO/CS with its —m stacking, hydrogen bonding
and electrostatic interactions is a suitable host material. GO/CS/Hap has shown good
adsorption of dye molecules with adsorption capacities of 43.06, 41.32 and 40.03 mg g~ for
the removal of Congo Red, Acid Red 1 and Reactive Red 2 from water, respectively [129].
Montmorillonite is an alternative cost effective, sheet-like adsorbent material that has rather
poor adsorbent capacity as an individual material, but it has been shown to enhance the
stability of rGO/CS [199]. This porous hydrogel was formed without any cross-linking of
chitosan and served as an efficient adsorbent for the uptake of Cr(VI) (87.03 mg g’l) [199].
Another candidate is layered double hydroxides (LDHs). These 2D materials consist of
layers of divalent and trivalent cations, with intercalating anions. These layered materials
have been employed in the removal of heavy metal ions [222]. More recently, they have been
integrated with GO/CS hydrogels to give improved adsorption performances [148,223].
In Figure 8, a schematic describing the formation of GO/CS combined with Fe-Al double
layered hydroxide is shown illustrating its application in the removal of As(V) [223].
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Figure 8. Schematic of the formation of GO/CS/LDH(Fe-Al) and illustration of the adsorption
of As(V). Reproduced with permission from Priya et al. [223], Mater. Chem. Phys.; published by
Elsevier, 2020.

Antifouling reagents, such as ZnO and silver ions, can also be easily integrated
within the GO/CS hydrogels and used to increase antibacterial activity. For example,
GO/CS/ZnO hybrid composites have shown impressive antibacterial activity against E.
coli and S. aureus and very good adsorption of methylene blue [224], while GO/CS/MOF
modified with silver ions, with good antibiofouling characteristics, was employed for the
adsorption of uranium [225].
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4.6. GO/CS and Polymer Blending and Hybrids

Although chitosan has several attractive properties as an immobilization matrix for
GO, it can suffer from relatively poor hydrolytic stability. In an effort to overcome these
technological challenges, chitosan copolymers and the blending of chitosan with other
synthetic polymers has received considerable attention. A number of synthetic polymers,
with well-defined structures, and various biopolymers, with less defined structures, have
been combined with chitosan and GO. The polymers employed include poly(vinyl alcohol)
(PVA) [226], polyacrylic acid (PAA) [227], polylactic acid (PLA) [201], cellulose (C) [228],
carboxymethyl cellulose (CMC) [229] and alginate [169]. The performance of these chitosan
blended polymer systems as a matrix for GO is summarized in Table 6, where it is readily
evident that these systems have good adsorption capacity.

Table 6. Adsorption capacity of blended chitosan biopolymers combined with GO, where the solid adsorbent is added to
the pollutant-containing solution phase.

Blended Polymer Adsorbent/Adsorption Experiment Adsorbate Adsorptlgil Ref.
qm (mg g~
GO/CS/PVA
PVA (poly(vinyl alcohol)) Batch, 30 °C, 160 rpm, 20 mg adsorbent, C(.i(H) 17211 [230]
Ni(IT) 70.37
V=40 mL
GO/CS/PVA
PVA Batch, 140 rpm, 6 g/L adsorbent Congo red dye 12.38 [226]
GO/CS/PVA
PVA Batch, 22.16 mg/L adsorbate, 0.5 g/L Sr(1I) 17.48 [231]
adsorbent
GO/CS/PVA
PVA Batch, 30 °C, 150 rpm, 50 mg adsorbent, Cu(ID) 162 [232]
V =100 mL
GO/CS/PAA Rhodamine 6G 224.6
PAA (polyacrylic acid) Batch, 25°C,02 g Methyl violet 169.2 [227]
adsorbent, V = 150 mL Methyl orange 195.6
GO/CS/PAA/F@304
PAA Batch, 25 °C, 300 rpm, Cu(ID) 217.4 [187]
10 mg adsorbent, V = 50 mL
GO/CS/PLA
PLA (polylactic acid) Batch, 110 rpm, 2545 °C, Crystal violet 45 [201]
30 mg adsorbent, V = 30 mL
GO/CMC/CS Sulfameth-
CMC (carboxymethyl Batch, 25 °C, 200 rpm, 312.2
oxazole [233]
cellulose) 5 mg adsorbent, Sulf di 161.8
V = 20 mL ulfapyridine
GO/CS/CMC MB 655.98
CMC Batch, 25 °C, 0.4-0.6 g/L adsorbent MO 404.52 [229]
GO/Cs/C
C Cellulose) Batch, 30 °C, 200 rpm, Cu(ID) 22.40 [228]
5 mg adsorbent, V=8 mL
Cu(II) 55.96
SA (sodium alginate) Batch 28)0/ gAsgCnsl/FzO bent Cddn) 86.28 [169]
arch, s 90 Mg adsorbe Pb(II) 189.04

Conducting polymers, such as polypyrrole [136,234,235], have also been added to
the GO/CS hydrogel. This can be easily achieved through the in-situ polymerization or
electropolymerization of the corresponding monomer within the GO/CS hydrogel. The
addition of conducting polymers, such as polypyrrole, which have very good stability
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and a porous and high surface area, has the potential to enhance the adsorption capacity
as the conducting polymers can capture charged contaminants as dopants, participate in
hydrogen bonding and be involved in 7t— interactions. Magnetic nanoparticles can also
be easily deposited at the conducting polypyrrole to give hybrids which can be removed
following adsorption using magnetic separation [236].

5. Adsorption and Regeneration Processes

The ideal adsorbent should possess a high adsorption capacity, but it should also be
possible to desorb the adsorbate and regenerate the adsorbent. These processes are now
described and discussed.

5.1. Adsorption Capacity

The adsorption process depends on a number of experimental parameters, such as the
initial concentration of the adsorbate, the pH and ionic strength of the solution, temper-
ature and adsorption contact time. The pH of the solution is one of the more significant
parameters as it influences both the surface properties of the adsorbent and ionization state
of the adsorbates, and therefore affects significantly the electrostatic interactions. Typically,
the GO/CS adsorbents have a pH of zero charge (pHy,.) ranging between about 2.2 [143]
and 6.0 [237]. Accordingly, the GO/CS adopts an overall positive charge under acidic
conditions and a more negative charge at higher pH values. Generally, the adsorption
capacity for divalent metal ions, such as Cu(ll), increases from a pH of about 2.0 to 7.0, but
then decreases rapidly at higher pH values [187,238]. This can be explained in terms of
the formation of protonated chitosan under acidic conditions, where the resulting NH3*
groups repel cations. However, as the pH increases and the GO/CS adopts an overall
negative charge, with the generation of -COO™ and -NH; groups, electrostatic interactions
are favoured and the cations can be eliminated from the solution phase. As the pH is further
increased, insoluble metal hydroxides are formed leading to precipitation in the solution
phase. In terms of the removal of Cr(VI), the anionic dichromate (Cr,O7?") and chromate
(HCrOy4") species are generated at pH values in the vicinity of 2.0 to 4.0, giving higher
adsorption capacity under these acidic conditions [239]. These electrostatic interactions
normally give poor selectivity in the adsorption step, and on increasing the ionic strength
of the solution, the adsorption capacity of the targeted adsorbent is reduced [205].

In terms of the time-dependent adsorption, the kinetics of the adsorption process
plays a significant role. The kinetics depends on different diffusional processes, including
diffusion of the adsorbate from the bulk solution to the adsorbent-solution boundary, to
the adsorbent surface, within the porous adsorbent and to the actual adsorption step. In
most studies, the solution phase is agitated and this eliminates diffusional limitations
within the bulk solution. Under these conditions, the intraparticle diffusion within the
porous adsorbent tends to become the rate-determining step [198]. There is normally an
initial rapid increase in the adsorption as the easily accessible adsorption sites are first
reached and this is then followed by a more gradual increase until equilibrium adsorption
is attained. The time required to achieve equilibrium can vary from about 200 min [198]
to 58 h [139] for MB, and 500 min [240] to 20 h for MO [241], clearly highlighting the
significant role of the diffusional processes within the adsorbents and the difficulty in
comparing the different GO/CS adsorbents. Indeed, a direct comparison between the
large number of GO/CS adsorbents employed, Tables 4-6, is very challenging given the
significant variations in the properties of the chitosan used, including its DD levels, MW,
porosity, particle size, the nature of the crosslinking agents employed during synthesis
(Section 3) and the ratio of chitosan to GO and the presence of additional materials.

5.2. Regeneration Strategies

The successful regeneration of the GO/CS-based adsorbents is an important consider-
ation in the final applications of these materials. Efficient regeneration, without significant
loss in the adsorption capacity, is not only necessary in terms of operating costs, but is
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also essential in the recovery of the adsorbates and the prevention of secondary waste.
The desorbing agents employed in the regeneration of the GO/CS-based adsorbents are
normally acids [229], bases [134,229], chelating agents, such as EDTA [213], or organic
solvents, such as ethanol [166,198], methanol [176] or acetone [92]. The selection of the
desorbing agent depends on the nature of the adsorbate. For example, NaOH is a good
choice for the desorption of anionic dyes and various anions, whereas acidic eluents are
effective in the removal of cationic dyes and cations, and organic solvents are suitable
for the desorption of organic molecules. When an acidic eluent, such as HCl, is used, the
amino groups in chitosan become protonated to give NH;* and the -COO™ groups in GO
become protonated to give -COOH. This favours the desorption of cationic species that
were previously electrostatically bound to the -COO~ groups on GO. On the other hand,
anionic species bound to the -NH;* groups can be desorbed with an increase in pH as
the -NHj3" is converted to -NH; and the now negatively generated -COO™ groups will
favour desorption of the anions. Indeed, solutions of NaOH have been employed to desorb
anionic species such as chromate [180] and methyl orange [242], while HCI solutions have
been employed to desorb divalent cations such as Pb(II) [175] and Cd(II) [243]. Organic
solvents such as methanol have been employed in the desorption of ciprofloxacin [176]
and acetone has been used to desorb methyl violet and Alizarin yellow R [92].

While these strategies can be employed in the regeneration of the GO/CS based
adsorbents, the adsorption efficiency of the regenerated adsorbents tend to decrease with
each regeneration step. For example, Zhao et al. [244] observed a gradual loss in the
adsorption capacity and removal of phenol and p-nitrophenol on regeneration of the
GO/CS-based adsorbent with NaOH. Furthermore, concentrated acids and bases are not
always the best options in the regeneration of the GO/CS adsorbents. Magnetic particles,
such as Fe3Qy, tend to corrode and dissolve in acidic media. Therefore, EDTA has been
employed in the regeneration step to protect magnetic particles [213].

However, it is well known that chitosan undergoes hydrolysis reactions in the presence
of acids [96]. These hydrolysis reactions, which attack the polymer chains, give rise to a
lowering in the MW and a reduction in the mechanical strength of chitosan. This makes
the regeneration of GO/CS more complex and challenging, as the structure of the GO/CS
will alter with repetitive regeneration steps. Furthermore, these changes in the overall
structure of chitosan are likely to give rise to some restacking of the GO sheets, reducing
the adsorption capacity.

6. Conclusions

It is clearly evident from the increasing number of publications that focus on combin-
ing graphene and chitosan that these materials are emerging as interesting candidates for
environmental applications. Both chitosan and graphene have good adsorption capacity.
The addition of graphene to chitosan enhances its mechanical properties, while the chitosan
hydrogel serves as an immobilization matrix for graphene. Fortunately, it is GO that has
the best potential in the formulation of adsorbents, removing the need to use graphene
in its pure form, which had been plagued with manufacturing issues. Other components,
varying from supramolecular agents, magnetic nanoparticles and chelating agents, can
also be added to the GO/CS hydrogel, to further enhance its properties.

However, this research is still in its early stages of development and a number of
challenges exist and must be overcome before these materials can be employed as adsor-
bents in real applications. One of the more significant aspects from a health and well-being
consideration is an evaluation of the toxic properties of GO. As increasing amounts of
GO are used, it will eventually make its way into the aquatic environment, aided by its
polar groups. There is increasing evidence to suggest that the build-up of GO within the
aquatic environment may lead to bioaccumulation. Therefore, studies aimed at measuring
the release and leaching of GO from the chitosan-based hydrogels are important. While
chitosan can be employed as an immobilization matrix, it may be necessary to further
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modify the physiochemical properties of the chitosan hydrogel to trap more effectively the
GO sheets.

Another aspect that requires consideration is the final costs associated with the fab-
rication of the adsorbents and its potential for regeneration. The costs associated with
the production of GO and the GO/CS adsorbent must be competitive in terms of the
competing technologies and especially the competing activated carbon, which is currently
the preferred adsorbent material. Ideally, adsorbents should be readily regenerated with
little or no additional costs. With GO and the GO/CS composites, the adsorption capacity
tends to decrease with each adsorption-regeneration cycle. Consequently, new regen-
eration strategies that will give rise to more cost-effective and efficient regeneration are
needed. Furthermore, more studies should be focussed on the recovery of the adsorbate
and especially the recovery of valuable metals that have accumulated within the composite.
The recovery of valuable metals for re-use could be used to offset some of the adsorbent
fabrication and recovery costs and contribute to the development of the GO/CS adsorbents
as a sustainable technology.

Selectivity in the adsorption process is another challenge as real water samples contain
various ions, such as sodium, calcium and chlorides, that will consume the adsorption
sites and thus reduce the removal capacity of the targeted pollutant or pollutants. In-
deed, in many studies, an increase in the ionic strength gives rise to a reduction in the
adsorption capacity of the targeted contaminant. Supramolecular chemistry, which not
only includes cyclodextrins, but calixarenes and pillararenes, and imprinting technolo-
gies, has the potential to play a greater role in addressing these selectivity issues in the
adsorption step.

Magnetic GO/CS composites have the capacity to be removed following adsorption.
Nevertheless, these magnetic materials must be sufficiently anchored within the GO/CS
composites to prevent their leaching or dissolution and escape into the aquatic environ-
ment. Consequently, more studies are required aimed at monitoring the release of the
magnetic/iron particles, Fe’* and/or Fe®*, that could in turn lead to the development of
sludge (insoluble iron hydroxide precipitates). Finally, batch experiments are normally
employed with very few studies utilizing other techniques, such as fixed bed columns, that
may be more applicable in real wastewater treatment applications.

In conclusion, while these GO/CS adsorbents require further research and develop-
ment, these materials have a promising future as adsorbent materials. Besides, new 2D
materials are continuously being developed and these could be relatively easily combined
with GO/CS to generate a new family of high performing and cost-effective adsorbents.

Author Contributions: Conceptualization, C.B.B. and D.C.d.S.A.; writing—original draft prepara-
tion, C.B.B., D.C.d.S.A. and B.H.; writing—review and editing, C.B.B., D.C.d.S.A., T.Y. and B.H.;
funding acquisition, T.Y. and C.B.B. All authors have read and agreed to the published version of
the manuscript.

Funding: The authors would like to acknowledge funding provided by the Irish Research Council,
award number GOIPG/2020/657 and Maynooth University.

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: Not applicable.

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

1. Brindha, K.; Schneider, M. Impact of urbanization on groundwater quality. In GIS and Geostatistical Techniques for Groundwater
Science; Elsevier Inc.: Amsterdam, The Netherlands, 2019; pp. 179-196. ISBN 9780128154137.

2. Brindha, K.; Paul, R.; Walter, J.; Tan, M.L.; Singh, M.K. Trace metals contamination in groundwater and implications on human
health: Comprehensive assessment using hydrogeochemical and geostatistical methods. Environ. Geochem. Health 2020, 42,
3819-3839. [CrossRef] [PubMed]

50



Materials 2021, 14, 3655

10.

11.

12.

13.

14.

15.
16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

Anjum, M.; Miandad, R.; Waqas, M.; Gehany, F.; Barakat, M.A. Remediation of wastewater using various nano-materials. Arab. J.
Chem. 2016, 12, 4897-4919. [CrossRef]

Casagrande, T.; Lawson, G.; Li, H.; Wei, J.; Adronov, A.; Zhitomirsky, I. Electrodeposition of composite materials containing
functionalized carbon nanotubes. Mater. Chem. Phys. 2008, 111, 42—49. [CrossRef]

Hansima, M.A.C.K.; Makehelwala, M.; Jinadasa, K.B.S.N.; Wei, Y.; Nanayakkara, K.G.N.; Herath, A.C.; Weerasooriya, R. Fouling of
ion exchange membranes used in the electrodialysis reversal advanced water treatment: A review. Chemosphere 2021, 263, 127951.
[CrossRef]

Kar, A.; Bahadur, V. Using excess natural gas for reverse osmosis-based flowback water treatment in US shale fields. Energy 2020,
196, 117145. [CrossRef]

Saffari, R.; Shariatinia, Z.; Jourshabani, M. Synthesis and photocatalytic degradation activities of phosphorus containing ZnO
microparticles under visible light irradiation for water treatment applications. Environ. Pollut. 2020, 259, 113902. [CrossRef]
Vidotti, M.; Salvador, R.P; Torresi, S.I.C.; Antonia, L.H.D. Electrocatalytic oxidation of urea by nanostructured nickel/cobalt
hydroxide electrodes. Electrochim. Acta 2008, 53, 4030-4034. [CrossRef]

Yu, T.; Breslin, C.B. Graphene-modified composites and electrodes and their potential applications in the electro-fenton process.
Materials 2020, 13, 2254. [CrossRef]

Daniele, C.; Alves, S.; Healy, B.; Pinto, L.A.D.A; Sant, T.R.; Cadaval, A.; Breslin, C.B. Recent developments in chitosan-based
adsorbents for the removal of pollutants from aqueous environments. Molecules 2021, 26, 594.

Subha, R.; Sridevi, O.A.; Anitha, D.; Sudha, D. Treatment methods for the removal of phenol from water—A Review. In
Proceedings of the International Conference on Systems, Science, Control, Communication, Engineering and Technology,
Coimbatore, India, 10-11 August 2015; pp. 199-203.

Chowdhury, S.; Balasubramanian, R. Recent advances in the use of graphene-family nanoadsorbents for removal of toxic
pollutants from wastewater. Adv. Colloid Interface Sci. 2014, 204, 35-56. [CrossRef]

Travlou, N.A ; Kyzas, G.Z.; Lazaridis, N.K,; Deliyanni, E.A. Graphite oxide/chitosan composite for reactive dye removal. Chem.
Eng. J. 2013, 217, 256-265. [CrossRef]

Zhang, Q.; Hou, Q.; Huang, G.; Fan, Q. Removal of heavy metals in aquatic environment by graphene oxide composites: A
review. Environ. Sci. Pollut. Res. 2020, 27, 190-209. [CrossRef]

Mishra, A K.; Ramaprabhu, S. Carbon dioxide adsorption in graphene sheets. AIP Adv. 2011, 1. [CrossRef]

Sui, Z.-Y.; Meng, Y.-N.; Xiao, P-W.; Zhao, Z.-Q.; Wei, Z.-X_; Han, B.-H. Nitrogen-doped graphene aerogels as efficient supercapaci-
tor electrodes and gas adsorbents. ACS Appl. Mater. Interfaces 2015, 7, 1431-1438. [CrossRef]

Liu, E; Chung, S.; Oh, G.; Seo, T.S. Three-dimensional graphene oxide nanostructure for fast and efficient water-soluble dye
removal. ACS Appl. Mater. Interfaces 2012, 4, 922-927. [CrossRef]

Guo, X,; Qu, L.; Tian, M.; Zhu, S.; Zhang, X.; Tang, X.; Sun, K. Chitosan/graphene oxide composite as an effective adsorbent for
reactive red dye removal. Water Environ. Res. 2016, 88, 579-588. [CrossRef]

Xing-yu, H.; Yu-kui, T.; Fu-gui, ZH.U,; Qin-fei, X.I.A.; Miao-miao, T. Graphene oxide-based magnetic boronate-affinity adsorbent
for extraction of Horseradish Peroxidase. Chin. J. Anal. Chem. 2020, 48, 20158-20164. [CrossRef]

Sanchez-page, B.; Ana, M.P; Jim, M.V,; Jesus, J.P; Gonz, Z.; Fern, L.; Granda, M.; Men, R.; Blasco, J.; Subias, G.; et al. Influ-
ence of graphene sheet properties as supports of iridium-based N-heterocyclic carbene hybrid materials for water oxidation
electrocatalysis. J. Organomet. Chem. J. 2020, 919, 121334. [CrossRef]

Li, A; Lin, R; Lin, C.; He, B.; Zheng, T; Lu, L.; Cao, Y. An environment-friendly and multi-functional absorbent from chitosan for
organic pollutants and heavy metal ion. Carbohydr. Polym. 2016, 148, 272-280. [CrossRef]

Karimi-Maleh, H.; Ayati, A.; Davoodi, R.; Tanhaei, B.; Karimi, F.; Malekmohammadi, S.; Orooji, Y.; Fu, L.; Sillanp&&, M. Recent
advances in using of chitosan-based adsorbents for removal of pharmaceutical contaminants: A review. J. Clean. Prod. 2021,
291, 125880. [CrossRef]

Yusuf, M; Elfghi, EM.; Zaidi, S.A.; Abdullah, E.C.; Khan, M.A. Applications of graphene and its derivatives as an adsorbent for
heavy metal and dye removal: A systematic and comprehensive overview. RSC Adv. 2015, 5, 50392-50420. [CrossRef]

Kyzas, G.Z.; Deliyanni, E.A.; Matis, K.A. Graphene oxide and its application as an adsorbent for wastewater treatment. . Chem.
Technol. Biotechnol. 2014, 89, 196-205. [CrossRef]

Peng, W.; Li, H.; Liu, Y; Song, S. A review on heavy metal ions adsorption from water by graphene oxide and its composites. J.
Mol. Lig. 2017, 230, 496-504. [CrossRef]

Duruy, I.; Ege, D.; Kamali, A.R. Graphene oxides for removal of heavy and precious metals from wastewater. J. Mater. Sci. 2016, 51,
6097-6116. [CrossRef]

Liu, X.;; Ma, R;; Wang, X.;; Ma, Y; Yang, Y.; Zhuang, L.; Zhang, S.; Jehan, R.; Chen, ].; Wang, X. Graphene oxide-based materials for
efficient removal of heavy metal ions from aqueous solution: A review. Environ. Pollut. 2019, 252, 62-73. [CrossRef]

Sherlala, A.ILA.; Raman, A.A.A ; Bello, M.M.; Asghar, A. A review of the applications of organo-functionalized magnetic graphene
oxide nanocomposites for heavy metal adsorption. Chemosphere 2018, 193, 1004-1017. [CrossRef]

Lai, K.C; Lee, L.Y.; Hiew, B.Y.Z.; Thangalazhy-Gopakumar, S.; Gan, S. Environmental application of three-dimensional graphene
materials as adsorbents for dyes and heavy metals: Review on ice-templating method and adsorption mechanisms. J. Environ.
Sci. 2019, 79, 174-199. [CrossRef]

51



Materials 2021, 14, 3655

30.

31.

32.

33.

34.

35.

36.

37.
38.
39.
40.
41.
42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

Lin, Y;; Tian, Y.; Sun, H.; Hagio, T. Progress in modifications of 3D graphene-based adsorbents for environmental applications.
Chemosphere 2021, 270. [CrossRef]

Novoselov, K.S.; Geim, A.K.; Morozov, S.V,; Jiang, D.; Zhang, Y.; Dubonos, S.V.; Grigorieva, 1.V.; Firsov, A.A. Electric field in
atomically thin carbon films. Sciernce 2004, 306, 666—-669. [CrossRef] [PubMed]

Wang, B.; Ruan, T.; Chen, Y;; Jin, E; Peng, L.; Zhou, Y.; Wang, D.; Dou, S. Graphene-based composites for electrochemical energy
storage. Energy Storage Mater. 2020, 24, 22-51. [CrossRef]

Tyagi, D.; Wang, H.; Huang, W.; Hu, L.; Tang, Y.; Guo, Z.; Ouyang, Z.; Zhang, H. Recent advances in two-dimensional-material-
based sensing technology toward health and environmental monitoring applications. Nanoscale 2020, 12, 3535-3559. [CrossRef]
[PubMed]

Shu, R.; Zhang, J.; Guo, C.; Wu, Y,; Wan, Z,; Shi, J.; Liu, Y.; Zheng, M. Facile synthesis of nitrogen-doped reduced graphene
oxide/nickel-zinc ferrite composites as high-performance microwave absorbers in the X-band. Chem. Eng. J. 2020, 384. [CrossRef]
Rathi, B.S.; Kumar, P.S.; Show, P-L. A review on effective removal of emerging contaminants from aquatic systems: Current
trends and scope for further research. J. Hazard. Mater. 2021, 409. [CrossRef] [PubMed]

Hussain, M.M.; Wang, J.; Bibi, I.; Shahid, M.; Niazi, N.K,; Igbal, J.; Mian, I.A.; Shaheen, S.M.; Bashir, S.; Shah, N.S.; et al. Arsenic
speciation and biotransformation pathways in the aquatic ecosystem: The significance of algae. |. Hazard. Mater. 2021, 403.
[CrossRef]

Rout, PR.; Zhang, T.C.; Bhunia, P.; Surampalli, R.Y. Treatment technologies for emerging contaminants in wastewater treatment
plants: A review. Sci. Total Environ. 2021, 753. [CrossRef]

Somani, PR.; Somani, S.P.; Umeno, M. Planer nano-graphenes from camphor by CVD. Chem. Phys. Lett. 2006, 430, 56-59.
[CrossRef]

Gao, L.; Guest, ].R.; Guisinger, N.P. Epitaxial graphene on Cu(111). Nano Lett. 2010, 10, 3512-3516. [CrossRef]

Dreyer, D.R.; Park, S.; Bielawski, C.W.; Ruoff, R.S. The chemistry of graphene oxide. Chem. Soc. Rev. 2010, 39, 228-240. [CrossRef]
Hummers, W.S.; Offeman, R.E. Preparation of graphitic oxide. J. Am. Chem. Soc. 1958, 80, 1339. [CrossRef]

Eda, G.; Chhowalla, M. Chemically derived graphene oxide: Towards large-area thin-film electronics and optoelectronics. Adv.
Mater. 2010, 22, 2392-2415. [CrossRef]

Adeel, M; Bilal, M.; Rasheed, T.; Sharma, A.; Igbal, H.M.N. Graphene and graphene oxide: Functionalization and nano-bio-
catalytic system for enzyme immobilization and biotechnological perspective. Int. |. Biol. Macromol. 2018, 120, 1430-1440.
[CrossRef]

Wang, J.; Zhang, J.; Han, L.; Wang, J.; Zhu, L.; Zeng, H. Graphene-based materials for adsorptive removal of pollutants from
water and underlying interaction mechanism. Adv. Colloid Interface Sci. 2021, 289. [CrossRef]

Cong, H.-P; Chen, J.-F; Yu, S.-H. Graphene-based macroscopic assemblies and architectures: An emerging material system. Chem.
Soc. Rev. 2014, 43, 7295-7325. [CrossRef]

Wang, S.; Li, X; Liu, Y;; Zhang, C.; Tan, X.; Zeng, G.; Song, B.; Jiang, L. Nitrogen-containing amino compounds functionalized
graphene oxide: Synthesis, characterization and application for the removal of pollutants from wastewater: A review. J. Hazard.
Mater. 2018, 342, 177-191. [CrossRef]

Ai, L.; Zhang, C.; Chen, Z. Removal of methylene blue from aqueous solution by a solvothermal-synthesized graphene/magnetite
composite. J. Hazard. Mater. 2011, 192, 1515-1524. [CrossRef]

Cheng, L.; Ji, Y,; Liu, X. Insights into interfacial interaction mechanism of dyes sorption on a novel hydrochar: Experimental and
DEFT study. Chem. Eng. Sci. 2021, 233. [CrossRef]

Ramesha, G.K.; Vijaya Kumara, A.; Muralidhara, H.B.; Sampath, S. Graphene and graphene oxide as effective adsorbents toward
anionic and cationic dyes. J. Colloid Interface Sci. 2011, 361, 270-277. [CrossRef]

Xing, H.T.; Chen, ].H.; Sun, X.; Huang, Y.H.; Su, Z.B.; Hu, S.R.; Weng, W.; Li, S.X.; Guo, H.X,; Wu, W.B,; et al. NHj-rich
polymer/graphene oxide use as a novel adsorbent for removal of Cu(Il) from aqueous solution. Chem. Eng. J. 2015, 263, 280-289.
[CrossRef]

Li, D.; Huang, J.; Huang, L.; Tan, S.; Liu, T. High-performance three-dimensional aerogel based on hydrothermal pomelo peel and
reduced graphene oxide as an efficient adsorbent for water/oil separation. Langmuir 2021, 37, 1521-1530. [CrossRef]

Ge, H.; Zou, W. Preparation and characterization of L-glutamic acid-functionalized graphene oxide for adsorption of Pb(II). J.
Dispers. Sci. Technol. 2017, 38, 241-247. [CrossRef]

Basadi, N.; Ghanemi, K.; Nikpour, Y. 1-Cystine-functionalized graphene oxide nanosheets for effective extraction and preconcen-
tration of mercury ions from environmental waters. Chem. Pap. 2021, 75, 1083-1093. [CrossRef]

Verma, S.; Dutta, R.K. Development of cysteine amide reduced graphene oxide (CARGO) nano-adsorbents for enhanced uranyl
ions removal from aqueous medium. J. Environ. Chem. Eng. 2017, 5, 4547-4558. [CrossRef]

Zhang, C.-Z.; Yuan, Y.; Guo, Z. Experimental study on functional graphene oxide containing many primary amino groups
fast-adsorbing heavy metal ions and adsorption mechanism. Sep. Sci. Technol. 2018, 53, 1666-1677. [CrossRef]

Wang, Y.; Cui, X.; Wang, Y.; Shan, W.; Lou, Z.; Xiong, Y. A thiourea cross-linked three-dimensional graphene aerogel as a
broad-spectrum adsorbent for dye and heavy metal ion removal. New J. Chem. 2020, 44, 16285-16293. [CrossRef]

Janik, P.; Zawisza, B.; Talik, E.; Sitko, R. Selective adsorption and determination of hexavalent chromium ions using graphene
oxide modified with amino silanes. Microchim. Acta 2018, 185. [CrossRef]

52



Materials 2021, 14, 3655

58.

59.

60.

61.
62.
63.
64.
65.
66.
67.
68.
69.
70.

71.

72.

73.

74.

75.

76.

77.

78.

79.

80.

81.

82.

83.

84.

Suddai, A.; Nuengmatcha, P; Sricharoen, P.; Limchoowong, N.; Chanthai, S. Feasibility of hard acid-base affinity for the
pronounced adsorption capacity of manganese(II) using amino-functionalized graphene oxide. RSC Adv. 2018, 8, 4162-4171.
[CrossRef]

Wang, D.; Liu, L.; Jiang, X.; Yu, J.; Chen, X. Adsorption and removal of malachite green from aqueous solution using magnetic
-cyclodextrin-graphene oxide nanocomposites as adsorbents. Colloids Surf. A Physicochem. Eng. Asp. 2015, 466, 166-173.
[CrossRef]

Wang, H.; Liu, Y.-G.; Zeng, G.-M,; Hu, X.-J.; Hu, X,; Li, T.-T.; Li, H.-Y,; Wang, Y.-Q.; Jiang, L.-H. Grafting of 3-cyclodextrin
to magnetic graphene oxide via ethylenediamine and application for Cr(VI) removal. Carbohydr. Polym. 2014, 113, 166-173.
[CrossRef]

Liu, X,; Yan, L,; Yin, W,; Zhou, L,; Tian, G.; Shi, J.; Yang, Z.; Xiao, D.; Gu, Z.; Zhao, Y. A magnetic graphene hybrid functionalized
with beta-cyclodextrins for fast and efficient removal of organic dyes. J. Mater. Chem. A 2014, 2, 12296-12303. [CrossRef]

Del Valle, EM.M. Cyclodextrins and their uses: A review. Process Biochem. 2004, 39, 1033-1046. [CrossRef]

Crini, G. Review: A history of cyclodextrins. Chem. Rev. 2014, 114, 10940-10975. [CrossRef]

Challa, R.; Ahuja, A.; Ali, J.; Khar, R K. Cyclodextrins in drug delivery: An updated review. AAPS PharmSciTech 2005, 6. [CrossRef]
Zhao, Y.; Zheng, X.; Wang, Q.; Zhe, T.; Bai, Y.; Bu, T.; Zhang, M.; Wang, L. Electrochemical behavior of reduced graphene
oxide/cyclodextrins sensors for ultrasensitive detection of imidacloprid in brown rice. Food Chem. 2020, 333. [CrossRef]

Healy, B.; Yu, T.; da Silva Alves, D.C.; Okeke, C.; Breslin, C.B. Cyclodextrins as supramolecular recognition systems: Applications
in the fabrication of electrochemical sensors. Materials 2021, 14, 1668. [CrossRef]

Crini, G.; Morcellet, M. Synthesis and applications of adsorbents containing cyclodextrins. J. Sep. Sci. 2002, 25, 789-813. [CrossRef]
Nie, Z.-].; Guo, Q.-F; Xia, H.; Song, M.-M.; Qiu, Z.-].; Fan, S.-T.; Chen, Z.-H.; Zhang, S.-X.; Zhang, S.; Li, B.-J. Cyclodextrin
self-assembled graphene oxide aerogel microspheres as broad-spectrum adsorbent for removing dyes and organic micropollutants
from water. J. Environ. Chem. Eng. 2021, 9. [CrossRef]

Zhong, Y.; He, Y,; Ge, Y.; Song, G. 3-Cyclodextrin protected Cu nanoclusters as a novel fluorescence sensor for graphene oxide in
environmental water samples. Luminescence 2017, 32, 596-601. [CrossRef]

Yang, Z.; Liu, X,; Liu, X.; Wu, J.; Zhu, X; Bai, Z.; Yu, Z. Preparation of 3-cyclodextrin/graphene oxide and its adsorption
properties for methylene blue. Colloids Surf. B Biointerfaces 2021, 200. [CrossRef]

Gupta, VK,; Agarwal, S.; Sadegh, H.; Ali, G.A.M.; Bharti, A K.; Hamdy Makhlouf, A.S. Facile route synthesis of novel graphene
oxide-f-cyclodextrin nanocomposite and its application as adsorbent for removal of toxic bisphenol A from the aqueous phase. J.
Mol. Lig. 2017, 237, 466-472. [CrossRef]

Tan, P.; Hu, Y. Improved synthesis of graphene/ 3-cyclodextrin composite for highly efficient dye adsorption and removal. J. Mol.
Lig. 2017, 242, 181-189. [CrossRef]

Samuel, M.S.; Selvarajan, E.; Subramaniam, K.; Mathimani, T.; Seethappan, S.; Pugazhendhi, A. Synthesized p-cyclodextrin
modified graphene oxide (3-CD-GO) composite for adsorption of cadmium and their toxicity profile in cervical cancer (HeLa)
cell lines. Process Biochem. 2020, 93, 28-35. [CrossRef]

Tian, H.; Zeng, H.; Zha, F.; Tian, H.; Chang, Y. Synthesis of graphene oxide-supported 3-cyclodextrin adsorbent for removal of
p-nitrophenol. Water. Air. Soil Pollut. 2020, 231. [CrossRef]

Liu, J.; Liu, G.; Liu, W. Preparation of water-soluble 3-cyclodextrin/poly(acrylic acid)/graphene oxide nanocomposites as new
adsorbents to remove cationic dyes from aqueous solutions. Chem. Eng. J. 2014, 257, 299-308. [CrossRef]

Jiang, L.; Liu, Y,; Liu, S.; Hu, X.; Zeng, G.; Hu, X; Liu, S.; Liu, S.; Huang, B.; Li, M. Fabrication of 3-cyclodextrin/poly (L-glutamic
acid) supported magnetic graphene oxide and its adsorption behavior for 173-estradiol. Chem. Eng. ]. 2017, 308, 597-605.
[CrossRef]

Boulanouar, S.; Mezzache, S.; Combes, A.; Pichon, V. Molecularly imprinted polymers for the determination of organophosphorus
pesticides in complex samples. Talanta 2018, 176, 465-478. [CrossRef] [PubMed]

Cheng, L.; Pan, S.; Ding, C.; He, J.; Wang, C. Dispersive solid-phase microextraction with graphene oxide based molecularly
imprinted polymers for determining bis(2-ethylhexyl) phthalate in environmental water. J. Chromatogr. A 2017, 1511, 85-91.
[CrossRef]

Xu, K;; Wang, X,; Lu, C; Liu, Y.;; Zhang, D.; Cheng, J. Toxicity of three carbon-based nanomaterials to earthworms: Effect of
morphology on biomarkers, cytotoxicity, and metabolomics. Sci. Total Environ. 2021, 777. [CrossRef]

Malhotra, N.; Villaflores, O.B.; Audira, G.; Siregar, P; Lee, ].-S.; Ger, T.-R.; Hsiao, C.-D. Toxicity studies on graphene-based
nanomaterials in aquatic organisms: Current understanding. Molecules 2020, 25, 3618. [CrossRef]

Dasmahapatra, A.K.; Dasari, T.P.S.; Tchounwou, P.B. Graphene-Based Nanomaterials Toxicity in Fish. Rev. Environ. Contam.
Toxicol. 2019, 247, 1-58.

Martinez-Alvarez, I.; Le Menach, K.; Devier, M.-H.; Barbarin, 1.; Tomovska, R.; Cajaraville, M.P; Budzinski, H.; Orbea, A. Uptake
and effects of graphene oxide nanomaterials alone and in combination with polycyclic aromatic hydrocarbons in zebrafish. Sci.
Total Environ. 2021, 775. [CrossRef]

Shi, Y.-C.; Wang, A.-J.; Wu, X.-L.; Chen, J.-R.; Feng, J.-]. Green-assembly of three-dimensional porous graphene hydrogels for
efficient removal of organic dyes. . Colloid Interface Sci. 2016, 484, 254-262. [CrossRef]

Weng, D.; Song, L.; Li, W,; Yan, J.; Chen, L.; Liu, Y. Review on synthesis of three-dimensional graphene skeletons and their
absorption performance for oily wastewater. Environ. Sci. Pollut. Res. 2021, 28, 16-34. [CrossRef]

53



Materials 2021, 14, 3655

85.

86.

87.

88.

89.

90.

91.

92.

93.

94.

95.

96.

97.

98.

99.

100.

101.

102.

103.

104.

105.

106.

107.

108.

109.

110.

111.

Arabkhani, P.; Asfaram, A. Development of a novel three-dimensional magnetic polymer aerogel as an efficient adsorbent for
malachite green removal. |. Hazard. Mater. 2020, 384. [CrossRef]

Kabiri, S.; Tran, D.N.H.; Cole, M.A.; Losic, D. Functionalized three-dimensional (3D) graphene composite for high efficiency
removal of mercury. Environ. Sci. Water Res. Technol. 2016, 2, 390-402. [CrossRef]

Zhao, Q.; Zhu, X.; Chen, B. Stable graphene oxide/poly(ethyleneimine) 3D aerogel with tunable surface charge for high
performance selective removal of ionic dyes from water. Chem. Eng. J. 2018, 334, 1119-1127. [CrossRef]

Rashidi Nodeh, H.; Sereshti, H.; Gaikani, H.; Kamboh, M.A.; Afsharsaveh, Z. Magnetic graphene coated inorganic-organic hybrid
nanocomposite for enhanced preconcentration of selected pesticides in tomato and grape. J. Chromatogr. A 2017, 1509, 26-34.
[CrossRef]

Geng, Z; Lin, Y;; Yu, X;; Shen, Q.; Ma, L.; Li, Z.; Pan, N.; Wang, X. Highly efficient dye adsorption and removal: A functional
hybrid of reduced graphene oxide-Fe304 nanoparticles as an easily regenerative adsorbent. J. Mater. Chem. 2012, 22, 3527-3535.
[CrossRef]

Deng, ].-H.; Zhang, X.-R.; Zeng, G.-M.; Gong, J.-L.; Niu, Q.-Y.; Liang, J. Simultaneous removal of Cd(II) and ionic dyes from
aqueous solution using magnetic graphene oxide nanocomposite as an adsorbent. Chem. Eng. J. 2013, 226, 189-200. [CrossRef]
Gul, K,; Sohni, S.; Waqgar, M.; Ahmad, F.; Norulaini, N.A.N.; AK, M.O. Functionalization of magnetic chitosan with graphene
oxide for removal of cationic and anionic dyes from aqueous solution. Carbohydr. Polym. 2016, 152, 520-531. [CrossRef]
Kharissova, O.V.; Dias, H.V.R.; Kharisov, B.I. Magnetic adsorbents based on micro- and nano-structured materials. RSC Adv. 2015,
5,6695-6719. [CrossRef]

Sahraei, R.; Sekhavat Pour, Z.; Ghaemy, M. Novel magnetic bio-sorbent hydrogel beads based on modified gum traga-
canth/graphene oxide: Removal of heavy metals and dyes from water. J. Clean. Prod. 2017, 142, 2973-2984. [CrossRef]

Li, J.; Ma, J.; Chen, S.; Huang, Y.; He, ]. Adsorption of lysozyme by alginate/graphene oxide composite beads with enhanced
stability and mechanical property. Mater. Sci. Eng. C 2018, 89, 25-32. [CrossRef]

Szymarnska, E.; Winnicka, K. Stability of chitosan—A challenge for pharmaceutical and biomedical applications. Mar. Drugs 2015,
13, 1819-1846. [CrossRef]

Wu, Z.; Huang, W.; Shan, X.; Li, Z. Preparation of a porous graphene oxide/alkali lignin aerogel composite and its adsorption
properties for methylene blue. Int. J. Biol. Macromol. 2020, 143, 325-333. [CrossRef]

Kyzasa, G.Z.; Deliyannib, E.A.; Bikiarisb, D.N.; Mitropoulos, A.C. Graphene composites as dye adsorbents: Review. Chem. Eng.
Res. Des. 2017, 129, 75-88. [CrossRef]

Dotto, G.L.; Pinto, L.A.A. General considerations about chitosan. In Frontiers in Biomaterials; Bentham Science: Sharjah, United
Arab Emirates, 2017; pp. 3-33.

Rodrigues, D.A.S.; Moura, ]. M.; Dotto, G.L.; Cadaval, T.R.S; Pinto, L.A.A. Preparation, characterization and dye adsorption/reuse
of chitosan-vanadate films. J. Polym. Environ. 2018, 26, 2917-2924. [CrossRef]

Alves, D.CS.; Coseglio, B.B.; Pinto, L.A.A.; Cadaval, T.R.S. Development of Spirulina/chitosan foam adsorbent for phenol
adsorption. J. Mol. Lig. 2020, 309, 113256. [CrossRef]

Gerhardt, R.; Farias, B.S.; Moura, ].M.; De Almeida, L.S.; Adriano, R.; Dias, D.; Cadaval, T.R.S.; Pinto, L.A.A. Development of
chitosan/Spirulina sp. blend films as biosorbents for Cr®* and Pb2* removal. Int. J. Biol. Macromol. 2020, 155, 142-152. [CrossRef]
[PubMed]

Li, Z.; Wang, X.; Zhang, X.; Yang, Y.; Duan, J. A high-efficiency and plane-enhanced chitosan film for cefotaxime adsorption
compared with chitosan particles in water. Chem. Eng. J. 2020. [CrossRef]

Firozjaee, T.T.; Mehrdadi, N.; Baghdadi, M.; Nabi Bidhendi, G.R.N. The removal of diazinon from aqueous solution by chi-
tosan/carbon nanotube adsorbent. Desalin. Water Treat. 2017, 79, 291-300. [CrossRef]

Liu, L,; Li, C,; Bao, C,; Jia, Q.; Xiao, P,; Liu, X.; Zhang, Q. Preparation and characterization of chitosan/graphene oxide composites
for the adsorption of Au(Ill) and Pd(II). Talanta 2012, 93, 350-357. [CrossRef]

Jiménez-Gomez, C.P.; Cecilia, J.A. Chitosan: A Natural Biopolymer with a Wide and Varied Range of Applications. Molecules
2020, 25, 3981. [CrossRef]

Affonso, L.N.; Marques, J.L.; Lima, V.V.C.; Gongalves, ].O.; Barbosa, S.C.; Primel, E.G.; Burgo, T.A.L.; Dotto, G.L.; Pinto, L.A.A;
Cadaval, T.R.S. Removal of fluoride from fertilizer industry effluent using carbon nanotubes stabilized in chitosan sponge. J.
Hazard. Mater. 2020, 388. [CrossRef]

Gongalves, ].O.; Santos, ].P; Rios, E.C.; Crispim, M.M.; Dotto, G.L.; Pinto, L.A.A. Development of chitosan based hybrid hydrogels
for dyes removal from aqueous binary system. J. Mol. Liq. 2017, 225, 265-270. [CrossRef]

Crini, G.; Badot, PM. Application of chitosan, a natural aminopolysaccharide, for dye removal from aqueous solutions by
adsorption processes using batch studies: A review of recent literature. Prog. Polym. Sci. 2008, 33, 399-447. [CrossRef]

Akpan, E.I; Gbenebor, O.P.; Adeosun, S.O.; Cletus, O. Solubility, degree of acetylation, and distribution of acetyl groups in
chitosan. In Handbook of Chitin and Chitosan; Elsevier: Amsterdam, The Netherlands, 2020; pp. 131-164. ISBN 9780128179703.
Zhou, H.Y.; Guang, X.; Kong, M.; Sheng, C.; Su, D.; Kennedy, J.F. Effect of molecular weight and degree of chitosan deacetylation
on the preparation and characteristics of chitosan thermosensitive hydrogel as a delivery system. Carbohydrate 2008, 73, 265-273.
[CrossRef]

Nunthanid, J.; Puttipipatkhachorn, S.; Yamamoto, K.; Peck, G.E. Physical properties and molecular behavior of chitosan films.
Drug Dev. Ind. Pharm. 2001, 27, 143-157. [CrossRef]

54



Materials 2021, 14, 3655

112.

113.

114.

115.

116.

117.

118.

119.

120.

121.

122.

123.

124.

125.

126.

127.

128.

129.

130.

131.

132.

133.

134.

135.

136.

137.

138.

Bof, M.].; Bordadgaray, V.C.; Locaso, D.E.; Garcia, M.A. Chitosan molecular weight effect on starch-composite film properties.
Food Hydrocoll. 2015, 51, 281-294. [CrossRef]

Habiba, U.; Chin, T.; Siddique, T.A ; Salleh, A.; Chin, B.; Afifi, A.M. Effect of degree of deacetylation of chitosan on adsorption
capacity and reusability of chitosan / polyvinyl alcohol / TiO, nano composite. Int. J. Biol. Macromol. 2017, 104, 1133-1142.
[CrossRef]

Moura, ].M,; Farias, B.S.; Rodrigues, D.A.S. Preparation of chitosan with different characteristics and its application for bofilms
production. J. Polym. Environ. 2015, 23, 470-477. [CrossRef]

Tavares, L.; Emanuel, E.; Flores, E.; Rodrigues, R.C.; Hertz, PF. Effect of deacetylation degree of chitosan on rheological properties
and physical chemical characteristics of genipin-crosslinked chitosan beads. Food Hydrocoll. 2020, 106. [CrossRef]

Gupta, K.C.; Jabrail, F.H. Effects of degree of deacetylation and cross-linking on physical characteristics, swelling and release
behavior of chitosan microspheres. Carbohydr. Polym. 2006, 66, 43-54. [CrossRef]

Gongalves, J.O.; Duarte, D.A.; Dotto, G.L.; Pinto, L.A.A. Use of chitosan with different deacetylation degrees for the adsorption of
food dyes in a binary system. Clean Soil Air Water 2013, 9, 767-774. [CrossRef]

Piccin, J.S.; Vieira, M.L.G.; Gongalves, ].O.; Dotto, G.L.; Pinto, L.A.A. Adsorption of FD & C Red No. 40 by chitosan: Isotherms
analysis. J. Food Eng. 2009, 95, 16-20. [CrossRef]

Zhu, H.; Fu, Y,; Jiang, R.; Yao, J.; Liu, L.; Chen, Y,; Xiao, L.; Zeng, G. Preparation, characterization and adsorption properties of
chitosan modified magnetic graphitized multi-walled carbon nanotubes for highly effective removal of a carcinogenic dye from
aqueous solution. Appl. Surf. Sci. 2013, 285, 865-873. [CrossRef]

Iamsamai, C.; Hannongbua, S.; Ruktanonchai, U. The effect of the degree of deacetylation of chitosan on its dispersion of carbon
nanotubes. Carbon 2010, 48, 25-30. [CrossRef]

Gongalves, ].O.; Esquerdo, V.M.; Cadaval, T.R.S.; Pinto, L.A.A. Chitosan-based hydrogels. In Sustainable Agriculture Reviews 36;
Springer: Aix-en-Provence, France, 2019; pp. 49-123. ISBN 9783540228608.

Pillai, C.K.S.; Paul, W.; Sharma, C.P. Chitin and chitosan polymers: Chemistry, solubility and fiber formation. Prog. Polym. Sci.
2009, 34, 641-678. [CrossRef]

Kubota, N.; Eguchi, Y. Facile preparation of water-soluble N-acetylated chitosan and molecular weight dependence of its
water-solubility. Polym. J. 1997, 29, 123-127. [CrossRef]

Chang, S.H.; Lin, H.T.V,; Wu, G.J.; Tsai, G.J. pH Effects on solubility, zeta potential, and correlation between antibacterial activity
and molecular weight of chitosan. Carbohydr. Polym. 2015, 134, 74-81. [CrossRef]

Rinaudo, M.; Pavlov, G.; Desbrieres, J. Solubilization of chitosan in strong acid medium. Int. J. Polym. Anal. Charact. 1999, 5,
267-276. [CrossRef]

Lu, S.; Song, X.; Cao, D.; Chen, Y.; Yao, K. Preparation of water-soluble chitosan. J. Appl. Polym. Sci. 2004, 91, 3497-3503.
[CrossRef]

Esquerdo, V.M.; Cadaval, T.R.S.; Dotto, G.L.; Pinto, L.A.A. Chitosan scaffold as an alternative adsorbent for the removal of
hazardous food dyes from aqueous solutions. J. Colloid Interface Sci. 2014, 424, 7-15. [CrossRef]

Zhang, D.; Wang, L.; Zeng, H.; Yan, P; Nie, J.; Sharma, V.K. A three-dimensional macroporous network structured chitosan /
cellulose biocomposite sponge for rapid and selective removal of mercury (II) ions from aqueous solution. Chem. Eng. J. 2019,
363, 192-202. [CrossRef]

Sirajudheen, P.; Karthikeyan, P.; Ramkumar, K.; Meenakshi, S. Effective removal of organic pollutants by adsorption onto chitosan
supported graphene oxide-hydroxyapatite composite: A novel reusable adsorbent. |. Mol. Lig. 2020, 318. [CrossRef]

Zhang, H.; Dang, Q.; Liu, C; Cha, D.; Yu, Z.; Zhu, W,; Fan, B. Uptake of Pb(II) and Cd(II) on chitosan microsphere surface
successively grafted by methyl acrylate and diethylenetriamine. ACS Appl. Mater. Interfaces 2017, 9, 11144-11155. [CrossRef]
Dragan, E.S.; Dinu, M.V. Advances in porous chitosan-based composite hydrogels: Synthesis and applications Ecaterina. React.
Funct. Polym. 2019, 146, 104372. [CrossRef]

Pakdel, PM.; Peighambardoust, S.J. Review on recent progress in chitosan-based hydrogels for wastewater treatment application.
Carbohydr. Polym. 2018, 201, 264-279. [CrossRef]

Saheed, O.I.; Oh, D.W.; Suah, M.B.F. Chitosan modifications for adsorption of pollutants—A review. J. Hazard. Mater. 2021, 408,
124889. [CrossRef]

Lai, K.C; Lee, L.Y.; Hiew, B.Y.Z.; Yang, T.C.-K.; Pan, G.-T.; Thangalazhy-Gopakumar, S.; Gan, S. Utilisation of eco-friendly and
low cost 3D graphene-based composite for treatment of aqueous Reactive Black 5 dye: Characterisation, adsorption mechanism
and recyclability studies. J. Taiwan Inst. Chem. Eng. 2020, 114, 57-66. [CrossRef]

Yang, A.; Yang, P.; Huang, C.P. Preparation of graphene oxide—chitosan composite and adsorption performance for uranium. J.
Radioanal. Nucl. Chem. 2017, 313, 371-378. [CrossRef]

Kamal, S.; Khan, F,; Kausar, H.; Khan, M.S.; Ahmad, A.; Ishraque Ahmad, S.; Asim, M.; Alshitari, W.; Nami, S.A.A. Synthesis,
characterization, morphology, and adsorption studies of ternary nanocomposite comprising graphene oxide, chitosan, and
polypyrrole. Polym. Compos. 2020, 41, 3758-3767. [CrossRef]

Mohseni Kafshgari, M.; Tahermansouri, H. Development of a graphene oxide/chitosan nanocomposite for the removal of picric
acid from aqueous solutions: Study of sorption parameters. Colloids Surf. B Biointerfaces 2017, 160, 671-681. [CrossRef] [PubMed]
Rinaudo, M. Chitin and chitosan: Properties and applications. Prog. Polym. Sci. 2006, 31, 603—632. [CrossRef]

55



Materials 2021, 14, 3655

139.

140.

141.

142.

143.

144.

145.

146.

147.

148.

149.

150.

151.

152.

153.

154.

155.

156.

157.

158.

159.

160.

161.

162.

163.

164.

165.

Chen, Y.; Chen, L.; Bai, H.; Li, L. Graphene oxide-chitosan composite hydrogels as broad-spectrum adsorbents for water
purification. J. Mater. Chem. A 2013, 1, 1992-2001. [CrossRef]

Wu, K; Liu, X;; Li, Z,; Jiao, Y.; Zhou, C. Fabrication of chitosan/graphene oxide composite aerogel microspheres with high
bilirubin removal performance. Mater. Sci. Eng. C 2020, 106. [CrossRef]

Luo, J.; Fan, C; Xiao, Z.; Sun, T.; Zhou, X. Novel graphene oxide/carboxymethyl chitosan aerogels via vacuum-assisted
self-assembly for heavy metal adsorption capacity. Colloids Surf. A Physicochem. Eng. Asp. 2019, 578. [CrossRef]

Zhang, M.; Ma, G.; Zhang, L.; Chen, H.; Zhu, L.; Wang, C.; Liu, X. Chitosan-reduced graphene oxide composites with 3D
structures as effective reverse dispersed solid phase extraction adsorbents for pesticides analysis. Analyst 2019, 144, 5164-5171.
[CrossRef]

Yang, X.; Tu, Y.; Li, L.; Shang, S.; Tao, X.-M. Well-dispersed chitosan/graphene oxide nanocomposites. ACS Appl. Mater. Interfaces
2010, 2, 1707-1713. [CrossRef]

Zhang, Y.; Zhang, M.; Jiang, H.; Shi, J.; Li, E; Xia, Y.; Zhang, G.; Li, H. Bio-inspired layered chitosan/graphene oxide nanocompos-
ite hydrogels with high strength and pH-driven shape memory effect. Carbohydr. Polym. 2017, 177, 116-125. [CrossRef]

Wang, Y.; Xia, G.; Wu, C.; Sun, J.; Song, R.; Huang, W. Porous chitosan doped with graphene oxide as highly effective adsorbent
for methyl orange and amido black 10B. Carbohydr. Polym. 2015, 115, 686—693. [CrossRef]

Yan, M.; Huang, W.; Li, Z. Chitosan cross-linked graphene oxide/lignosulfonate composite aerogel for enhanced adsorption of
methylene blue in water. Int. J. Biol. Macromol. 2019, 136, 927-935. [CrossRef]

Han Lyn, F; Tan, C.P.; Zawawi, RM.; Nur Hanani, Z.A. Enhancing the mechanical and barrier properties of chitosan/graphene
oxide composite films using trisodium citrate and sodium tripolyphosphate crosslinkers. J. Appl. Polym. Sci. 2021, 138. [CrossRef]
Wang, R.; Zhang, X.; Zhu, J.; Bai, J.; Gao, L.; Liu, S.; Jiao, T. Facile preparation of self-assembled chitosan-based composite
hydrogels with enhanced adsorption performances. Colloids Surf. A Physicochem. Eng. Asp. 2020, 598. [CrossRef]

Vlasceanu, G.M; Crica, L.E.; Pandele, A.M.; Ionita, M. Graphene oxide reinforcing genipin crosslinked chitosan-gelatin blend
films. Coatings 2020, 10, 189. [CrossRef]

Liu, Y.;; Liu, R;; Li, M; Yu, F; He, C. Removal of pharmaceuticals by novel magnetic genipin-crosslinked chitosan/graphene
oxide-SOsH composite. Carbohydr. Polym. 2019, 220, 141-148. [CrossRef]

Yan, N.; Capezzuto, F; Lavorgna, M.; Buonocore, G.G.; Tescione, F.; Xia, H.; Ambrosio, L. Borate cross-linked graphene
oxide-chitosan as robust and high gas barrier films. Nanoscale 2016, 8, 10783-10791. [CrossRef]

Ruan, J.; Wang, X.; Yu, Z.; Wang, Z.; Xie, Q.; Zhang, D.; Huang, Y.; Zhou, H.; Bi, X.; Xiao, C.; et al. Enhanced Physiochemical
and Mechanical Performance of Chitosan-Grafted Graphene Oxide for Superior Osteoinductivity. Adv. Funct. Mater. 2016, 26,
1085-1097. [CrossRef]

Salzano de Luna, M.; Ascione, C.; Santillo, C.; Verdolotti, L.; Lavorgna, M.; Buonocore, G.G.; Castaldo, R.; Filippone, G.; Xia, H.;
Ambrosio, L. Optimization of dye adsorption capacity and mechanical strength of chitosan aerogels through crosslinking strategy
and graphene oxide addition. Carbohydr. Polym. 2019, 211, 195-203. [CrossRef]

Sharma, P; Singh, A.K.; Shahi, VK. Selective Adsorption of Pb(II) from aqueous medium by cross-linked chitosan-functionalized
graphene oxide adsorbent. ACS Sustain. Chem. Eng. 2019, 7, 1427-1436. [CrossRef]

Kong, D.; He, L,; Li, H.; Zhang, F; Song, Z. Preparation and characterization of graphene oxide/chitosan composite aerogel with
high adsorption performance for Cr(VI) by a new crosslinking route. Colloids Surf. A Physicochem. Eng. Asp. 2021, 625. [CrossRef]
Sreeprasad, T.S.; Maliyekkal, S.M.; Lisha, K.P.; Pradeep, T. Reduced graphene oxide-metal/metal oxide composites: Facile
synthesis and application in water purification. J. Hazard. Mater. 2011, 186, 921-931. [CrossRef]

Yang, K.; Hu, L.; Ma, X;; Ye, S.; Cheng, L.; Shi, X; Li, C; Li, Y.; Liu, Z. Multimodal imaging guided photothermal therapy using
functionalized graphene nanosheets anchored with magnetic nanoparticles. Adv. Mater. 2012, 24, 1868-1872. [CrossRef]
Rebekah, A.; Bharath, G.; Naushad, M.; Viswanathan, C.; Ponpandian, N. Magnetic graphene/chitosan nanocomposite: A
promising nano-adsorbent for the removal of 2-naphthol from aqueous solution and their kinetic studies. Int. J. Biol. Macromol.
2020, 159, 530-538. [CrossRef]

Singh, N.; Riyajuddin, S.; Ghosh, K.; Mehta, S.K.; Dan, A. Chitosan-graphene oxide hydrogels with embedded magnetic iron
oxide nanoparticles for dye removal. ACS Appl. Nano Mater. 2019, 2, 7379-7392. [CrossRef]

Xu, L.; Suo, H.; Wang, J.; Cheng, F,; Liu, H.; Qiu, H. Magnetic graphene oxide decorated with chitosan and Au nanoparticles:
Synthesis, characterization and application for detection of trace rhodamine B. Anal. Methods 2019, 11, 3837-3843. [CrossRef]
Foroughi, M.; Azghandi, M.H.A. A biological-based adsorbent for a non-biodegradable pollutant: Modeling and optimization of
Pb (II) remediation using GO-CS-Fe3O4-EDTA nanocomposite. J. Mol. Lig. 2020, 318. [CrossRef]

Sarkar, A.K.; Bediako, J.K.; Choi, J.-W.; Yun, Y.-S. Functionalized magnetic biopolymeric graphene oxide with outstanding
performance in water purification. NPG Asia Mater. 2019, 11. [CrossRef]

Anush, S.M.; Chandan, H.R.; Gayathri, B.H.; Asma; Manju, N.; Vishalakshi, B.; Kalluraya, B. Graphene oxide functionalized
chitosan-magnetite nanocomposite for removal of Cu(Il) and Cr(VI) from waste water. Int. ]. Biol. Macromol. 2020, 164, 4391-4402.
[CrossRef] [PubMed]

Tran, H.V.; Hoang, L.T.; Huynh, C.D. An investigation on kinetic and thermodynamic parameters of methylene blue adsorption
onto graphene-based nanocomposite. Chem. Phys. 2020, 535. [CrossRef]

Tasmia; Shabh, J.; Jan, M.R. Microextraction of selected endocrine disrupting phenolic compounds using magnetic chitosan
biopolymer graphene oxide nanocomposite. . Polym. Environ. 2020, 28, 1673-1683. [CrossRef]

56



Materials 2021, 14, 3655

166.

167.

168.

169.

170.

171.

172.

173.

174.

175.

176.

177.

178.

179.

180.

181.

182.

183.

184.

185.

186.

187.

188.

189.

190.

191.

Shafaati, M.; Miralinaghi, M.; Shirazi, R.H.S.M.; Moniri, E. The use of chitosan/Fe;O, grafted graphene oxide for effective
adsorption of rifampicin from water samples. Res. Chem. Intermed. 2020. [CrossRef]

Jiang, X.; Pan, W.; Chen, M.; Yuan, Y.; Zhao, L. The fabrication of a thiol-modified chitosan magnetic graphene oxide nanocom-
posite and its adsorption performance towards the illegal drug clenbuterol in pork samples. Dalt. Trans. 2020, 49, 6097-6107.
[CrossRef]

Tang, T.; Cao, S.; Xi, C,; Li, X.; Zhang, L.; Wang, G.; Chen, Z. Chitosan functionalized magnetic graphene oxide nanocomposite for
the sensitive and effective determination of alkaloids in hotpot. Int. |. Biol. Macromol. 2020, 146, 343-352. [CrossRef]

Wu, Z; Deng, W.; Zhou, W.; Luo, ]. Novel magnetic polysaccharide/graphene oxide @Fe30Oy gel beads for adsorbing heavy metal
ions. Carbohydr. Polym. 2019, 216, 119-128. [CrossRef]

Le, TT.N,; Le, V.T.; Dao, M.U.; Nguyen, Q.V.; Vu, T.T.; Nguyen, M.H.; Tran, D.L.; Le, H.S. Preparation of magnetic graphene
oxide/chitosan composite beads for effective removal of heavy metals and dyes from aqueous solutions. Chem. Eng. Commun.
2019, 206, 1337-1352. [CrossRef]

Jiang, X.; Pan, W.; Xiong, Z.; Zhang, Y.; Zhao, L. Facile synthesis of layer-by-layer decorated graphene oxide based magnetic
nanocomposites for 3-agonists/dyes adsorption removal and bacterial inactivation in wastewater. J. Alloys Compd. 2021, 870.
[CrossRef]

Rebekah, A.; Navadeepthy, D.; Bharath, G.; Viswanathan, C.; Ponpandian, N. Removal of 1-napthylamine using magnetic
graphene and magnetic graphene oxide functionalized with Chitosan. Environ. Nanotechnol. Monit. Manag. 2021, 15. [CrossRef]
Fan, L.; Luo, C.; Li, X;; Lu, E; Qiu, H.; Sun, M. Fabrication of novel magnetic chitosan grafted with graphene oxide to enhance
adsorption properties for methyl blue. |. Hazard. Mater. 2012, 215-216, 272-279. [CrossRef]

Debnath, S.; Maity, A.; Pillay, K. Magnetic chitosan-GO nanocomposite: Synthesis, characterization and batch adsorber design for
Cr(VI) removal. J. Environ. Chem. Eng. 2014, 2, 963-973. [CrossRef]

Samuel, M.S.; Shah, S.S.; Bhattacharya, J.; Subramaniam, K.; Pradeep Singh, N.D. Adsorption of Pb(II) from aqueous solution
using a magnetic chitosan/graphene oxide composite and its toxicity studies. Int. J. Biol. Macromol. 2018, 115, 1142-1150.
[CrossRef]

Wang, F; Yang, B.; Wang, H.; Song, Q.; Tan, F.; Cao, Y. Removal of ciprofloxacin from aqueous solution by a magnetic chitosan
grafted graphene oxide composite. J. Mol. Liq. 2016, 222, 188-194. [CrossRef]

Fan, L.; Luo, C.; Sun, M,; Qiu, H; Li, X. Synthesis of magnetic 3-cyclodextrin-chitosan/graphene oxide as nanoadsorbent and its
application in dye adsorption and removal. Colloids Surf. B Biointerfaces 2013, 103, 601-607. [CrossRef] [PubMed]

Sherlala, A.ILA.; Raman, A.A.A_; Bello, M.M.; Buthiyappan, A. Adsorption of arsenic using chitosan magnetic graphene oxide
nanocomposite. J. Environ. Manage. 2019, 246, 547-556. [CrossRef] [PubMed]

Shahzad, A.; Miran, W.; Rasool, K.; Nawaz, M,; Jang, J.; Lim, S.-R.; Lee, D.S. Heavy metals removal by EDTA-functionalized
chitosan graphene oxide nanocomposites. RSC Adv. 2017, 7, 9764-9771. [CrossRef]

Zhang, L.; Luo, H,; Liu, P; Fang, W.; Geng, J. A novel modified graphene oxide/chitosan composite used as an adsorbent for
Cr(VI) in aqueous solutions. Int. |. Biol. Macromol. 2016, 87, 586-596. [CrossRef]

Li, L.; Fan, L.; Sun, M.; Qiu, H.; Li, X;; Duan, H.; Luo, C. Adsorbent for chromium removal based on graphene oxide functionalized
with magnetic cyclodextrin-chitosan. Colloids Surf. B Biointerfaces 2013, 107, 76-83. [CrossRef]

Li, L.; Fan, L.; Sun, M.; Qiu, H.; Li, X,; Duan, H.; Luo, C. Adsorbent for hydroquinone removal based on graphene oxide
functionalized with magnetic cyclodextrin-chitosan. Int. J. Biol. Macromol. 2013, 58, 169-175. [CrossRef]

Wang, Y,; Li, L.; Luo, C.; Wang, X.; Duan, H. Removal of Pb%* from water environment using a novel magnetic chitosan/graphene
oxide imprinted Pb2*. Int. J. Biol. Macromol. 2016, 86, 505-511. [CrossRef]

Kong, D.; Wang, N.; Qiao, N.; Wang, Q.; Wang, Z.; Zhou, Z.; Ren, Z. Facile preparation of ion-imprinted chitosan microspheres
enwrapping Fe3O4 and graphene oxide by inverse suspension cross-linking for highly selective removal of copper(Il). ACS
Sustain. Chem. Eng. 2017, 5, 7401-7409. [CrossRef]

Jamali, M.; Akbari, A. Facile fabrication of magnetic chitosan hydrogel beads and modified by interfacial polymerization method
and study of adsorption of cationic/anionic dyes from aqueous solution. J. Environ. Chem. Eng. 2021, 9. [CrossRef]

Subedi, N.; Lahde, A.; Abu-Danso, E.; Igbal, J.; Bhatnagar, A. A comparative study of magnetic chitosan (Chi@Fe30O,) and
graphene oxide modified magnetic chitosan (Chi@Fe30,GO) nanocomposites for efficient removal of Cr(VI) from water. Int. |.
Biol. Macromol. 2019, 137, 948-959. [CrossRef]

Wu, X.-L.; Xiao, P; Zhong, S.; Fang, K.; Lin, H.; Chen, J. Magnetic ZnFe,O4@chitosan encapsulated in graphene oxide for
adsorptive removal of organic dye. RSC Adv. 2017, 7, 28145-28151. [CrossRef]

Zeng, W,; Liu, Y.-G.; Hu, X.-].; Liu, S.-B.; Zeng, G.-M.; Zheng, B.-H.; Jiang, L.-H.; Guo, E-Y,; Ding, Y.; Xu, Y. Decontamination of
methylene blue from aqueous solution by magnetic chitosan lignosulfonate grafted with graphene oxide: Effects of environmental
conditions and surfactant. RSC Adv. 2016, 6, 19298-19307. [CrossRef]

Hosseinzadeh, H.; Ramin, S. Effective removal of copper from aqueous solutions by modified magnetic chitosan/graphene oxide
nanocomposites. Int. |. Biol. Macromol. 2018, 113, 859-868. [CrossRef]

Asadabadi, S.; Merati, Z. A tailored magnetic composite synthesized by graphene oxide, chitosan and aminopolycarboxylic acid
for diminishing dye contaminant. Cellulose 2021, 28, 2327-2351. [CrossRef]

Tang, T.; Cao, S.; Xi, C.; Chen, Z. Multifunctional magnetic chitosan-graphene oxide-ionic liquid ternary nanohybrid: An efficient
adsorbent of alkaloids. Carbohydr. Polym. 2021, 255. [CrossRef]

57



Materials 2021, 14, 3655

192.

193.

194.

195.

196.

197.

198.

199.

200.

201.

202.

203.

204.

205.

206.

207.

208.

209.

210.

211.

212.

213.

214.

215.

216.

Taher, F.A.; Kamal, FH.; Badawy, N.A.; Shrshr, A.E. Hierarchical magnetic/chitosan/graphene oxide 3D nanostructure as highly
effective adsorbent. Mater. Res. Bull. 2018, 97, 361-368. [CrossRef]

Gong, Y,; Su, J.; Li, M.; Zhu, A.; Liu, G.; Liu, P. Fabrication and adsorption optimization of novel magnetic core-shell chi-
tosan/graphene oxide/ 3-cyclodextrin composite materials for bisphenols in aqueous solutions. Materials 2020, 13, 5408. [Cross-
Ref]

Fan, L.; Luo, C.; Sun, M,; Qiu, H. Synthesis of graphene oxide decorated with magnetic cyclodextrin for fast chromium removal. J.
Mater. Chem. 2012, 22, 24577-24583. [CrossRef]

Wang, D.; Liu, L.; Jiang, X.; Yu, J.; Chen, X.; Chen, X. Adsorbent for p-phenylenediamine adsorption and removal based on
graphene oxide functionalized with magnetic cyclodextrin. Appl. Surf. Sci. 2015, 329, 197-205. [CrossRef]

Sun, Z.; Fang, S.; Hu, Y.H. 3D graphene materials: From understanding to design and synthesis control. Chem. Rev. 2020, 120,
10336-10453. [CrossRef] [PubMed]

Ma, Y.; Chen, Y. Three-dimensional graphene networks: Synthesis, properties and applications. Natl. Sci. Rev. 2015, 2, 40-53.
[CrossRef]

Liu, Y;; Huang, S.; Zhao, X.; Zhang, Y. Fabrication of three-dimensional porous 3-cyclodextrin/chitosan functionalized graphene
oxide hydrogel for methylene blue removal from aqueous solution. Colloids Surf. A Physicochem. Eng. Asp. 2018, 539, 1-10.
[CrossRef]

Yu, P; Wang, H.-Q.; Bao, R.-Y,; Liu, Z.; Yang, W.; Xie, B.-H.; Yang, M.-B. Self-assembled sponge-like chitosan/reduced graphene
oxide/montmorillonite composite hydrogels without cross-linking of chitosan for effective Cr(VI) sorption. ACS Sustain. Chem.
Eng. 2017, 5, 1557-1566. [CrossRef]

Nasiri, R.; Arsalani, N.; Panahian, Y. One-pot synthesis of novel magnetic three-dimensional graphene/chitosan/nickel ferrite
nanocomposite for lead ions removal from aqueous solution: RSM modelling design. J. Clean. Prod. 2018, 201, 507-515. [CrossRef]
Zhou, G.; Wang, K.P; Liu, HW,; Wang, L.; Xiao, X.E; Dou, D.D.; Fan, Y.B. Three-dimensional polylactic acid@graphene
oxide/chitosan sponge bionic filter: Highly efficient adsorption of crystal violet dye. Int. ]. Biol. Macromol. 2018, 113, 792-803.
[CrossRef]

Yu, R; Shi, Y; Yang, D.; Liu, Y,; Qu, J.; Yu, Z.-Z. Graphene oxide/chitosan aerogel microspheres with honeycomb-cobweb and
radially oriented microchannel structures for broad-spectrum and rapid adsorption of water contaminants. ACS Appl. Mater.
Interfaces 2017, 9, 21809-21819. [CrossRef]

Kovtun, A.; Campodoni, E.; Favaretto, L.; Zambianchi, M.; Salatino, A.; Amalfitano, S.; Navacchia, M.L.; Casentini, B.; Palermo, V,;
Sandri, M.; et al. Multifunctional graphene oxide/biopolymer composite aerogels for microcontaminants removal from drinking
water. Chemosphere 2020, 259. [CrossRef]

Zhang, D.; Li, N.; Cao, S.; Liu, X,; Qiao, M.; Zhang, P.; Zhao, Q.; Song, L.; Huang, X. A layered chitosan/grapheneoxide sponge as
reusable adsorbent for removal of heavy metal ions. Chem. Res. Chin. Univ. 2019, 35, 463-470. [CrossRef]

Yu, B.; Xu, J.; Liu, J.-H.; Yang, S.-T.; Luo, J.; Zhou, Q.; Wan, J; Liao, R.; Wang, H.; Liu, Y. Adsorption behavior of copper ions on
graphene oxide-chitosan aerogel. . Environ. Chem. Eng. 2013, 1, 1044-1050. [CrossRef]

Mei, J.; Zhang, H.; Mo, S.; Zhang, Y.; Li, Z.; Ou, H. Prominent adsorption of Cr(VI) with graphene oxide aerogel twined with
creeper-like polymer based on chitosan oligosaccharide. Carbohydr. Polym. 2020, 247. [CrossRef]

Zhao, L.; Dong, P; Xie, ].; Li, J.; Wu, L.; Yang, S.-T.; Luo, J. Porous graphene oxide-chitosan aerogel for tetracycline removal. Mater.
Res. Express 2014, 1. [CrossRef]

Javadi, E.; Baghdadi, M.; Taghavi, L.; Ahmad Panahi, H. Removal of 4-nonylphenol from surface water and municipal wastewater
effluent using three-dimensional graphene oxide—chitosan aerogel beads. Int. |. Environ. Res. 2020, 14, 513-526. [CrossRef]
Zhang, Y.; Chen, S.; Feng, X.; Yu, J.; Jiang, X. Self-assembly of sponge-like kaolin/chitosan/reduced graphene oxide composite
hydrogels for adsorption of Cr(VI) and AYR. Environ. Sci. Pollut. Res. 2019, 26, 28898-28908. [CrossRef]

Bernsmann, F; Ball, V.; Addiego, F.; Ponche, A.; Michel, M.; Gracio, J.].D.A.; Toniazzo, V.; Ruch, D. Dopamine-melanin film
deposition depends on the used oxidant and buffer solution. Langmuir 2011, 27, 2819-2825. [CrossRef]

Li, L.; Wei, Z,; Liu, X; Yang, Y.; Deng, C.; Yu, Z.; Guo, Z.; Shi, J.; Zhu, C.; Guo, W,; et al. Biomaterials cross-linked graphene oxide
composite aerogel with a macro—nanoporous network structure for efficient Cr (VI) removal. Int. ]. Biol. Macromol. 2020, 156,
1337-1346. [CrossRef]

Cao, N.; Lyu, Q.; Li, ].; Wang, Y,; Yang, B.; Szunerits, S.; Boukherroub, R. Facile synthesis of fluorinated polydopamine/chitosan/reduced
graphene oxide composite aerogel for efficient oil/water separation. Chem. Eng. . 2017, 326, 17-28. [CrossRef]

Nekouei Marnani, N.; Shahbazi, A. A novel environmental-friendly nanobiocomposite synthesis by EDTA and chitosan function-
alized magnetic graphene oxide for high removal of Rhodamine B: Adsorption mechanism and separation property. Chemosphere
2019, 218, 715-725. [CrossRef]

Croitoru, A.-M.; Ficai, A ; Ficai, D.; Trusca, R.; Dolete, G.; Andronescu, E.; Turculet, S.C. Chitosan/graphene oxide nanocomposite
membranes as adsorbents with applications in water purification. Materials 2020, 13, 1687. [CrossRef]

Li, T; Liu, X.; Li, L.; Wang, Y.; Ma, P,; Chen, M.; Dong, W. Polydopamine-functionalized graphene oxide compounded with
polyvinyl alcohol/chitosan hydrogels on the recyclable adsorption of cu(Il), Pb(II) and cd(II) from aqueous solution. J. Polym. Res.
2019, 26. [CrossRef]

Liao, Y.; Wang, M.; Chen, D. Preparation of polydopamine-modified graphene oxide/chitosan aerogel for uranium(VI) adsorption.
Ind. Eng. Chem. Res. 2018, 57, 8472-8483. [CrossRef]

58



Materials 2021, 14, 3655

217.

218.

219.

220.

221.

222.

223.

224.

225.

226.

227.

228.

229.

230.

231.

232.

233.

234.

235.

236.

237.

238.

239.

240.

241.

Zhang, Y.; Bian, T,; Jiang, R.; Zhang, Y.; Zheng, X.; Li, Z. Bionic chitosan-carbon imprinted aerogel for high selective recovery of
Gd(IMI) from end-of-life rare earth productions. |. Hazard. Mater. 2021, 407. [CrossRef] [PubMed]

Luo, J.; Fan, C.; Zhou, X. Functionalized graphene oxide/carboxymethyl chitosan composite aerogels with strong compressive
strength for water purification. J. Appl. Polym. Sci. 2021, 138. [CrossRef]

Samuel, M.S.; Subramaniyan, V.; Bhattacharya, J.; Parthiban, C.; Chand, S.; Singh, N.D.P. A GO-CS@MOF [Zn(BDC)(DMF)]
material for the adsorption of chromium(VI) ions from aqueous solution. Compos. Part B Eng. 2018, 152, 116-125. [CrossRef]
Samuel, M.S.; Suman, S.; Venkateshkannan; Selvarajan, E.; Mathimani, T.; Pugazhendhi, A. Immobilization of Cugz(btc), on
graphene oxide-chitosan hybrid composite for the adsorption and photocatalytic degradation of methylene blue. J. Photochem.
Photobiol. B Biol. 2020, 204. [CrossRef]

Chang, R.; Ma, S.; Guo, X.; Xu, J.; Zhong, C.; Huang, R.; Ma, J. Hierarchically assembled graphene oxide composite membrane
with self-healing and high-efficiency water purification performance. ACS Appl. Mater. Interfaces 2019, 11, 46251-46260. [CrossRef]
Ma, L.; Wang, Q.; Islam, S.M.; Liu, Y.; Ma, S.; Kanatzidis, M.G. Highly selective and efficient removal of heavy metals by layered
double hydroxide intercalated with the MoS,2 Ton. J. Am. Chem. Soc. 2016, 138, 2858-2866. [CrossRef]

Priya, V.N.; Rajkumar, M.; Magesh, G.; Mobika, J.; Sibi, S.P.L. Chitosan assisted Fe-Al double layered hydroxide/reduced
graphene oxide composites for As(V) removal. Mater. Chem. Phys. 2020, 251. [CrossRef]

Sanmugam, A.; Vikraman, D.; Park, H.].; Kim, H.-S. One-pot facile methodology to synthesize chitosan-ZnO-graphene oxide
hybrid composites for better dye adsorption and antibacterial activity. Nanomaterials 2017, 7, 363. [CrossRef]

Guo, X.; Yang, H.; Liu, Q.; Liu, J.; Chen, R.; Zhang, H.; Yu, J.; Zhang, M.; Li, R.; Wang, J. A chitosan-graphene oxide/ZIF foam
with anti-biofouling ability for uranium recovery from seawater. Chem. Eng. J. 2020, 382. [CrossRef]

Das, L.; Das, P.; Bhowal, A.; Bhattachariee, C. Synthesis of hybrid hydrogel nano-polymer composite using graphene oxide,
chitosan and PVA and its application in waste water treatment. Environ. Technol. Innov. 2020, 18, 100664. [CrossRef]

Tang, H.; Liu, Y,; Li, B.; Zhu, L.; Tang, Y. Preparation of chitosan graft polyacrylic acid/graphite oxide composite and the study of
its adsorption properties of cationic dyes. Polym. Sci. Ser. A 2020, 62, 272-283. [CrossRef]

Zhao, L.; Yang, S.; Yilihamu, A.; Ma, Q.; Shi, M.; Ouyang, B.; Zhang, Q.; Guan, X.; Yang, S.-T. Adsorptive decontamination of
Cu?*-contaminated water and soil by carboxylated graphene oxide/chitosan/cellulose composite beads. Environ. Res. 2019, 179.
[CrossRef]

Mittal, H.; Al Alili, A.; Morajkar, PP; Alhassan, S.M. GO crosslinked hydrogel nanocomposites of chitosan/carboxymethyl
cellulose—A versatile adsorbent for the treatment of dyes contaminated wastewater. Int. J. Biol. Macromol. 2021, 167, 1248-1261.
[CrossRef]

Li, C; Yan, Y;; Zhang, Q.; Zhang, Z.; Huang, L.; Zhang, ]J.; Xiong, Y.; Tan, S. Adsorption of Cd?* and Ni?* from aqueous
single-metal solutions on gaphene oxide-chitosan-poly(vinyl alcohol) hydrogels. Langmuir 2019, 35, 4481-4490. [CrossRef]
Huo, J.; Yu, G.; Wang, J. Adsorptive removal of Sr(II) from aqueous solution by polyvinyl alcohol/graphene oxide aerogel.
Chemosphere 2021, 278, 130492. [CrossRef]

Li, L.; Wang, Z.; Ma, P; Bai, H.; Dong, W.; Chen, M. Preparation of polyvinyl alcohol/chitosan hydrogel compounded with
graphene oxide to enhance the adsorption properties for Cu(Il) in aqueous solution. J. Polym. Res. 2015, 22. [CrossRef]

Liu, Y;; Nie, P; Yu, F. Enhanced adsorption of sulfonamides by a novel carboxymethyl cellulose and chitosan-based composite
with sulfonated graphene oxide. Bioresour. Technol. 2021, 320, 124373. [CrossRef]

Salahuddin, N.; EL-Daly, H.; El Sharkawy, R.G.; Nasr, B.T. Synthesis and efficacy of PPy/CS/GO nanocomposites for adsorption
of ponceau 4R dye. Polymer 2018, 146, 291-303. [CrossRef]

Klongklaew, P.; Naksena, T.; Kanatharana, P.; Bunkoed, O. A hierarchically porous composite monolith polypyrrole/octadecyl
silica/graphene oxide/chitosan cryogel sorbent for the extraction and pre-concentration of carbamate pesticides in fruit juices.
Anal. Bioanal. Chem. 2018, 410, 7185-7193. [CrossRef]

Salahuddin, N.A.; EL-Daly, H.A; El Sharkawy, R.G.; Nasr, B.T. Nano-hybrid based on polypyrrole/chitosan/grapheneoxide
magnetite decoration for dual function in water remediation and its application to form fashionable colored product. Adv. Powder
Technol. 2020, 31, 1587-1596. [CrossRef]

Lai, K.C.; Hiew, B.Y.Z,; Lee, L.Y.; Gan, S.; Thangalazhy-Gopakumar, S.; Chiu, W.S.; Khiew, P.S. Ice-templated graphene ox-
ide/chitosan aerogel as an effective adsorbent for sequestration of metanil yellow dye. Bioresour. Technol. 2019, 274, 134-144.
[CrossRef]

Li, X.; Zhou, H.; Wu, W.; Wei, S.; Xu, Y.; Kuang, Y. Studies of heavy metal ion adsorption on chitosan/sulfydryl-functionalized
graphene oxide composites. J. Colloid Interface Sci. 2015, 448, 389-397. [CrossRef]

Samuel, M.S.; Shah, S.S.; Subramaniyan, V.; Qureshi, T.; Bhattacharya, J.; Pradeep Singh, N.D. Preparation of graphene ox-
ide/chitosan/ferrite nanocomposite for chromium(VI) removal from aqueous solution. Int. J. Biol. Macromol. 2018, 119, 540-547.
[CrossRef]

Ouyang, A.; Wang, C.; Wu, S.; Shi, E.; Zhao, W.; Cao, A.; Wu, D. Highly porous core-shell structured graphene-chitosan beads.
ACS Appl. Mater. Interfaces 2015, 7, 14439-14445. [CrossRef]

Wang, Y.; Liu, X.; Wang, H.; Xia, G.; Huang, W.; Song, R. Microporous spongy chitosan monoliths doped with graphene oxide
as highly effective adsorbent for methyl orange and copper nitrate (Cu(NO3),) ions. J. Colloid Interface Sci. 2014, 416, 243-251.
[CrossRef]

59



Materials 2021, 14, 3655

242. Zhang, C.; Chen, Z.; Guo, W.; Zhu, C.; Zou, Y. Simple fabrication of chitosan/graphene nanoplates composite spheres for efficient
adsorption of acid dyes from aqueous solution. Int. ]. Biol. Macromol. 2018, 112, 1048-1054. [CrossRef]

243. Sharififard, H.; Shahraki, Z.H.; Rezvanpanah, E.; Rad, S.H. A novel natural chitosan/activated carbon/iron bio-nanocomposite:
Sonochemical synthesis, characterization, and application for cadmium removal in batch and continuous adsorption process.
Bioresour. Technol. 2018, 270, 562-569. [CrossRef]

244. Zhao, R.; Li, Y,; Ji, J.; Wang, Q.; Li, G.; Wu, T.; Zhang, B. Efficient removal of phenol and p-nitrophenol using nitrogen-doped
reduced graphene oxide. Colloids Surf. A Physicochem. Eng. Asp. 2021, 611. [CrossRef]

60



/.-.’%‘; materials m\py

Article
A Strategy to Synthesize Multilayer Graphene in
Arc-Discharge Plasma in a Semi-Opened Environment

Hai Tan !, Deguo Wang 2 and Yanbao Guo “%*

College of Mechanical and Transportation Engineering, China University of Petroleum, Beijing 102249, China
Beijing Key Laboratory of Process Fluid Filtration and Separation, Beijing 102249, China
*  Correspondence: gyb@cup.edu.cn

2

Received: 17 May 2019; Accepted: 5 July 2019; Published: 16 July 2019

Abstract: Graphene, as the earliest discovered two-dimensional (2D) material, possesses excellently
physical and chemical properties. Vast synthetic strategies, including chemical vapor deposition,
mechanical exfoliation, and chemical reduction, are proposed. In this paper, a method to synthesize
multilayer graphene in a semi-opened environment is presented by introducing arc-discharge plasma
technology. Compared with previous technologies, the toxic gases and hazardous chemical components
are not generated in the whole process. The synthesized carbon materials were characterized by
transmission electron microscopy, atomic force microscopy, X-ray diffraction, and Raman spectra
technologies. The paper offers an idea to synthesize multilayer graphene in a semi-opened environment,
which is a development to produce graphene with arc-discharge plasma.

Keywords: multilayer graphene; synthetic strategies; arc-discharge plasma; semi-opened environment

1. Introduction

Since the graphene was isolated in 2004 by A K. Geim and K.S. Novoselov via the ‘Scotch tape’
method [1], research on graphene has attracted a deluge of interests from scholars due to its extraordinary
properties (excluding large available specific surface areas) and potential applications [2-5], especially
in lithium ion batteries [5]. Graphene is the strongest discovered material in the world, whose elastic
modulus reaches about 1.0 TPa [6]. In a word, graphene possesses a wide range of applications in our
daily life and industrial manufacturing.

After a slow start, there has been a rapid increase of the amount of research on graphene in recent
years [7]. For example, less than 1000 patent applications were lodged before 2008. However, the number
of patent publications lodged on graphene was more than 24,000 from 2008 to 2014. In these patent
publications, various graphene synthetic methods have been presented. Current methods require an
ultra-low pressure (vacuum in the quartz tube is always lower than 9.75 Torr) or toxic oxidation and
reduction reagents [8—-11]. Graphite oxide (GO) is the essential material for the oxidation-reduction
method, and sometimes even for the atmospheric plasma method [12]. When synthesizing graphene by
the oxidation-reduction method, strong oxidizing reagents with a pungent odor and strong causticity
are barriers to operators [13,14]. Shahriary’s team [15] used a modified Hummers method to oxidize
graphite powder, and harmful sulphuric acid (H,SO,) and potassium permanganate (KMnOy) were
used. In addition, mechanical exfoliation of highly oriented pyrolytic graphite (HOPG) is a method that
is suited to use in laboratory investigations due to its low yield [16,17]. Moreover, the cost of the epitaxial
growth method is unacceptable in commercial production [18]. Chemical vapor deposition (CVD) is
considered the most potential method to synthesize graphene, with high quality and large-scale in
industrial manufacture. However, substrates (such as copper foils) are essential to be used to deposit
and separate out the carbon atoms [19-21]. For further use, the graphene film should be transformed to
the target material surface. The transformation processes—regardless of whether it is the traditional ‘wet
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etching method [22]” or other advanced methods [23,24]—introduces defects on the surface of graphene.
Lin et al. [25] indicated poly (methyl methacrylate) (PMMA) residues on the graphene surface as a
barrier to decrease its performance, and the PMMA residues could only be decreased by the annealing
process but could not be eliminated. Recently, Zhang et al. [26] reported a novel method to transform
graphene without any polymer. The graphene was etched in the hexane and ammonium persulfate
solution and then transformed to target substrates with the aid of a 5i/SiO; plate. This method depends
on the quality of graphene. If the quality of graphene is good, the transformation process is not complex.
Among these synthetic strategies, mechanical exfoliation gives the best graphene to date. Graphene
synthesis by the epitaxial growth method is non-uniform in thickness and the chemical reduction
introduces functionalized organic groups into this 2D structure. Nowadays, some new technologies,
such as roll-to-roll technology [27], have been studied to enlarge the size of graphene film based on
the CVD method. However, substrates with a special surface structure are expensive and suffer from
time costs.

In 1990, fullerene (Cgp) was firstly synthesized using the direct current (DC) arc-discharge method
by Kratschmer and Huffman with a high yield [28]. Moreover, lijima and Toshinari [29] found
single-shell carbon nanotubes in cathodic products when they used the arc-discharge method to
synthesize fullerene. Arc-discharge plasma technology, with different sizes of graphite rods as the
cathode and anode, is widely carried out to synthesize carbon nano-materials in a relatively confined
space in a special atmosphere. Until now, multilayer graphene has been successfully synthesized by
using this technology. Wu et al. [30] synthesized large-scaled few-layered graphene in the condition of
carbon dioxide (CO,) and helium (He) with an optimized current (about 150 A) in a closed water-cooling
stainless steel chamber. Chen et al. [31] synthesized graphene in a mixture of hydrogen (Hj;) and buffer
gases at 400 Torr in a relatively short time (about 20 min). This proves that the arc-discharge method
has the potential to quickly synthesize graphene. However, to our knowledge, a strictly experimental
environment, such as whole ambient pressure, is needed in the synthetic process by arc-discharge
plasma and the mechanism has seldom been discussed.

Herein, we will describe a novel methodology based on the plasma technique that can synthesize
multilayer graphene in a semi-opened environment, which lowers the requirement of experimental
conditions. A semi-opened environment means that there is no strict requirement of a sealed environment
for the set-up. The local pressure around the two electrodes is maintained at 400 Torr. In addition, the
method does not generate by-products of toxic gases or use hazardous chemical components, which are
not friendly to operators. The synthesized material in the cathode and anode were characterized and
analyzed with a number of techniques, including transmission electron microscopy (TEM), atomic force
microscopy (AFM), Raman spectroscopy, and X-ray diffraction (XRD), respectively. The synthesized
mechanism was further discussed depending on the dynamics of thermal plasma.

2. Experiment

2.1. Materials

Graphene was directly synthesized without catalysts using two different sizes of graphite rods as
carbon sources by arc-discharge plasma in a semi-opened environment. The graphite rods used in the
experiment of 99.99%. A six-millimeter-diameter graphite rod in a length of 10 mm was employed as
the cathode and the anode was also a 10 cm long graphite rod but in a diameter of 10 mm as shown in
Figure 1b. Prior to experiment, the graphite rods were rinsed in a sonic washer with deionized (DI)
water for 10 min and then dried in the nitrogen flow. Argon (Ar) with a purity of 99.999% was used in
the experiment.

2.2. Experimental Set-Up

As shownin Figure 1, this experimental set-up mainly consists of an arc-reaction system, a pressure
control and test system, and an auxiliary vacuum system. As we can see in Figure 1a, the cathodic rod
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and anodic rod were in the chamber and the distance of these two rods was about 2 mm. Arc plasma
was generated between these two rods in the arc-reaction chamber (Figure 1c). In order to ensure the
sustainability of the experiment, the chamber was cooled by water. The cathodic rod was grounded
through a cable. A welder power source (WS-400, Beijing Time Technologies Co., Ltd), which was
triggered in high frequency, was selected to ensure the stability of the arc ignition process. The welder
power source offered a constant current of 35 A. The local ambient pressure around the arc-charge area
was maintained at 400 Torr by a mechanical screw vacuum pump in the experimental processes. An Ar
flow was directly blown to the arc-discharge area with a speed of 21.6 slm. The synthesized materials
in the anode and cathode were collected for further characterization and analysis, respectively.

Pressure (a) “‘ :
L ¢ » N\
| B \\\\u

Pressure

gage gage

. Water

Valve 2

L 1
Valve 1 Cathodic Anode |l
- =
Vent Power
Vacuum pump source

Figure 1. Arc-discharge plasma experimental set-up, (a) schematic diagram (b), real set-up, and (c)
plasma generation area.

2.3. Characterizations

Raman spectroscopy (NRS-3000, JASCO Co., Tokyo, Japan) is one of the effective characterization
methods to identify the product. The excited wavelength was 532 nm. A laser beam was focused through
a micro-scope objective with a high numerical aperture (100x) and NA was set as 0.9. The incident
laser power was 1 mW to prevent the pristine sample from being modified. X-ray diffraction (XRD)
was measured by a D8 Focus (Bruker Co., Inc., Karlsruhe, Germany) with monochromatized Cu/Ko
radiation (A = 1.5418 A). The tube voltage and current were 40 kV and 40 mA, respectively. To further
determine the product, transmission electron microscopy (TEM, Tecnai G2 F20, FEI, Hillsboro, America)
and electron diffraction images were used to get the information of topological and layer number
of the product (Tecnai G2 F20, FE], operated at 200 kV). The thickness of the synthesized material
was measured accurately in the tapping mode of an atomic force microscopy (AFM, Bruker Co., Inc.,
Karlsruhe, Germany).

3. Results and Discussions

The samples for Raman spectroscopy analysis were sonicated in ethyl alcohol for 10 min and then
the solution was dropped on an S5iO,/Si wafer. Figure 2a shows the Raman spectra of synthesized
material in different electrodes. The D-peak, 2D-peak, and G-peak were used to identify the synthesized
materials’ type. For graphene, the D peak that stands for the activation by defects is around 1350 cm™~!
Graphene with defects presents the existence of other bands and these bands are activated due to
the breaking of the crystal symmetry that relax the Raman fundamental selection rule [32]. Such a
phenomenon leads to an appearance of a D peak. The intensity of the 2D peak (~2700 cm™!), which is
derived from inelastic scattering of two phonons, and the G peak (~1580 cm™!), which is related to the
ordered in-plane sp? carbon structure, can be used to distinguish the number of graphene layer (mono-,
bi-, or few-) [33]. For the double resonance mechanism, in the peak around 2700 cml, only a resonant
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one can modify the Raman cross section. After the scattering process, the excited electron would be
scattered back due to the phonon or a defect, and finally, a new photon is emitted [32]. As shown in
Figure 2a, the synthesized material in the cathode (pink line) can be proven to be the graphene in a few
layers according to Figure 2b,c. The shape and intensity of the 2D peak is sensitive to the number of
graphene layers [34]. The insert partial enlarged drawing of the 2D peak (Figure 2b) appears to be
symmetrical and the value of the symmetry axis is around 2690 cm™! (a little bit less than 2700 cm™!).
With the increase of the graphene layers (from a monolayer to multilayers), the 2D peak upshifted [35].
For graphite, the shape of the 2D peak, which can be considered as an assembly of two smaller peaks
(2D; and 2D, peaks), is not symmetrical and the 2D peak exceeded 2700 cm ™! [33,36]. The intensity
ratio of 2D and G peaks of the synthesized products in the cathode is about 0.52. Tu and his team
confirmed that the layer of graphene changes from three to seven layers when the ratio is around 0.5 as
shown in Figure 2c [37]. It can also be found in Figure 2a that the synthesized material in the anode
(green line) is the graphite in little layers due to the I,p/Ig intensity ratio being less than 0.5. The Ip/Ig
intensity ratio is an assessment method of the defect level. Compared with the cathode, the Ip/Ig ratio
in the anode is greater than 0.7, thus showing more defects.
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Figure 2. Raman spectra of the synthesized material (a) in different electrodes; (b) partial enlarged
drawing of 2D peak (insert); (c) Ip/Ig intensity ratio schematic diagram; and (d) XRD patterns.

Figure 2d shows the XRD patterns of the material in the cathode and the material collected from
the original graphite rod. The strong peak in the XRD pattern of the material collected from the original
graphite rod appears at 26.6°. For the material deposited in the cathode, there are weak and broad
peaks at 24.8°, similar to [38].

To further identify the materials synthesized in the cathode and anode, the TEM and electron
diffraction images were employed. The samples were first sonicated in dimethyl formamide (DMF) for
2 h, and then centrifuged. After that, the supernatant liquid was dropped on the micro-grid and dried
by an infrared lamp. The information of the graphite and synthesized materials were detected by TEM
as shown in Figure 3. The synthesized material in the cathode (Figure 3c,d) was more transparent and
thinner after the arc-discharge process compared with the original graphite (Figure 3a,b). The layer
information can be observed clearly in the high magnification TEM images as shown in Figure 3b,d.
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The TEM image of the graphite (Figure 3a) showed a low level of transparency compared with the
synthesized materials’ TEM images. Additionally, the layer of graphite is more than 18 according to
Figure 3b. It can be concluded from Figure 3d that the graphene synthesized in the cathode is four
layers, and this conclusion is consistent with the Raman analysis presented above. The corresponding
electron diffraction (ED) pattern of the synthesized material in the cathode is shown in Figure 4a.
The carbon atoms are arranged in the hexagonal crystal mode marked by the purple circles. The TEM
information proves that the graphene in a few layers has been successfully synthesized on the cathode.

A
iy
100 nm “ .|

7|

Figure 3. Transmission electron microscopies of (a) graphite at low magnification, (b) graphite at how
magnification, (c) synthesized material in the cathode at low magnification, (d) synthesized material in
the cathode at high magnification, (e) synthesized material in the anode, and (f) XRD of synthesized
material in the anode.
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Figure 4. Electron diffraction images of (a) synthesized material in the cathode and (b) synthesized
material in the anode.

Compared with the material synthesized in the cathode, the product deposited on the anode
possessed a high defect as mentioned above. Figures 3e and 4b show the TEM and ED images of the
material synthesized in the anode. We can see in Figure 3e that there are many black dots (pointed
by the purple arrows) in the thin film (pointed by the green arrow). These black dots are expected to
result in a sharp increase of the Ip/Ig ratio in the anode. To identify the composition of the material
synthesized in the anode, XRD was employed. We found a slight peak around 44.6° in Figure 3f. This
showed that Fe element was present. Beside the metal Fe, a sharp XRD peak was remarkably found
at about 26.6° corresponding to the crystal structure of graphite according to the JCPDS card (No.
41-1487). The ED image of the synthesized material in the anode shows a more unordered arrangement.
This phenomenon is also consistent with the TEM image.

The synthesized products in the cathode and anode were sonicated in the ethyl alcohol, respectively.
Then, they were dropped on the mica surface for the AFM test to obtain the AFM images and the
thickness information. The AFM testing of material collected from the original graphite rod was also
detected. It can be seen that from the AFM image (Figure 5a,b) that the height of the brightest area is
more than 8 nm, showing that the material in this area is not graphene, but is graphite. The carbon
atoms were accumulated in this area that lead to the increase of the thickness. However, for most of
the region in Figure 5a, the height is lower than 2 nm (Figure 5¢,d). This indicates that the graphene in
a few layers had been synthesized. The average particle size is about 1.0 um. The AFM image and its
height profiles of the material synthesized in the anode are shown in Figure 5e-g. It is obvious that
the height of the anode material (about 6 nm) is much higher than the cathode due to the defects in
the material as shown before. Figure 5h,i show the AFM and height profile of the material collected
from the original graphite rod. The height is much higher than the synthesized materials. After the
whole process of characterization and analysis, we can say that the graphene in a few layers has been
successfully synthesized in the cathode. Moreover, the products deposited on the anode were a few
layer graphite with Fe element.
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Figure 5. AFM (Atomic force microscopy) images of synthesized material in the cathode on mica
surface, (a) AFM image (b—d) its height profiles, the material in the anode; (e) AFM image, (f,g) its height
profiles, and the material collected from original graphite rod; (h) AFM image and (i) its height profile.

Now, the growth mechanism of graphene in the arc-discharge plasma condition is discussed.
The growth pattern for synthesizing graphene without substrate is shown in Figure 6. Individual
carbon atoms should be evaporated and then re-nucleated in the structure of a regular hexagon as
shown in Figure 5a when the temperature between the anode and cathode electrodes is bigger than
3500 K. Figure 6a,b indicate the synthesized mechanism when using arc-discharge plasma technology
without and with Ar flow, respectively. The type of synthesized carbon nanomaterial is limited by
the temperature. For example, Keidar et al. [39] obtained single-wall carbon nanotube (SWNT) in the
temperature range of about 1200-1800 K. When the gas between cathode and anode is triggered by high
frequency and arc-discharge occurs, the temperature is more than 3500 K [40]. This high temperature
lead to the evaporation of the carbon atom in the anode (Figure 6a). The carbon atom further changed to
a carbon ion as shown in Equation (1). The graphene synthesized in the cathode in a special atmosphere
as Chen et al. discussed [31]. The heat dissipation was achieved by the molecular heat conduction
mechanism without gas flow in the chamber. Thus, the cathode is regarded as a deposited medium and

67



Materials 2019, 12, 2279

graphene powder can be collected on the cathode. It is interesting that the different synthesized material
grows in the cathode and anode in this experiment that is mentioned above. It can be seen in Figure 6d
that the graphite rods of both the cathode and anode were consumed. Before the arc-discharge process,
the graphite rods are complete and dense as shown in Figure 6c. However, after the experiment, the
graphite rods become more porous and lots of hole can be seen through the eyes. When the Ar flow is
introduced into the system, part of the heat may be taken away by Ar flow and bring the oscillation
between the anode and cathode. Part of the arc column forms a closed system with the channel wall
and thus some iron atoms evaporate to form iron ions (Equation (2)). These iron ions combine with
carbon ions to nucleate and grow to the doped-graphite as shown in Figure 6b.

Arc

C+U =5 CM+e 1)
Arc - 4
Fe+U; = Fe™ +e 2)

where C and Fe are the carbon atom, U, is the foreign energy, Arc represents the changing condition,
and C* and Fe™ are the carbon ion and iron ion, respectively.
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Figure 6. Synthetic mechanism of graphene (a) without Ar flow, (b) with Ar flow, and macro morphologies
(c) before (d) after arc-discharge.

4. Conclusions

Multilayer graphene was successfully synthesized in the cathode in a semi-opened environment
by introducing arc-discharge plasma. The synthesized material deposited on the cathode and anode
was characterized and analyzed by Raman spectrum, TEM, XRD, and AFM. These results show that
the graphene in a few layers was synthesized. Compared with the synthesized material in the cathode,
the product in the anode showed a different structure. As we can see in the TEM images, the products
deposited on the anode possess many black dots in the thin film, which is the reason why the Ip/Ig
ratio (Raman spectrum) of the anode is high with a graphitic structure. Moreover, the synthesized
mechanism was further discussed depending on the dynamics of the thermal plasma. When the gas
between the cathode and anode was triggered and arc-discharge occurred, individual carbon atoms
should evaporate from both the anode and cathode and then re-nucleate in the structure of a regular
hexagon. In summary, we provided a method to synthesize multilayer graphene in a semi-opened
environment by introducing arc-plasma technology.
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Abstract: In this study, graphene was synthesized on the Si(100) substrates via the use of direct
microwave plasma-enhanced chemical vapor deposition (PECVD). Protective enclosures were applied
to prevent excessive plasma etching of the growing graphene. The properties of synthesized graphene
were investigated using Raman scattering spectroscopy and atomic force microscopy. Synthesis time,
methane and hydrogen gas flow ratio, temperature, and plasma power effects were considered.
The synthesized graphene exhibited n-type self-doping due to the charge transfer from Si(100).
The presence of compressive stress was revealed in the synthesized graphene. It was presumed that
induction of thermal stress took place during the synthesis process due to the large lattice mismatch
between the growing graphene and the substrate. Importantly, it was demonstrated that continuous
horizontal graphene layers can be directly grown on the Si(100) substrates if appropriate configuration
of the protective enclosure is used in the microwave PECVD process.

Keywords: graphene; direct plasma synthesis; microwave plasma enhanced chemical
vapor deposition

1. Introduction

Graphene is a monolayer or several layers of hexagonally shaped carbon atoms [1]. This 2D
carbon nanomaterial has achieved considerable interest due to the huge mobility of electrons and holes,
optical transparency, flexibility, and chemical inertness [1-3]. Graphene is already considered to
be a new transparent conductor [4,5], a monolayer alternative to the Schottky contact metals [6,7],
and even an active layer of semiconductor devices [8-12]. Graphene-based transistors [8], diodes [6,7],
photodetectors [9-11], and solar cells [12-14] are also meaningful in this context.

A complicated graphene transfer process is one of the main limitations preventing the broader
use of graphene in semiconductor device technology. In this instance, graphene is grown on
the copper of nickel catalytic foils [15]; followed by the complicated graphene transfer onto the
required dielectric or semiconductor substrates. During the transfer process, different adsorbates can
contaminate graphene [16]. Additionally, the transfer process can cause wrinkled or rippled surface
morphology of graphene [17]. In this case, the control of the graphene film or graphene-semiconductor
interface properties becomes a tricky task. Graphene can be synthesized on a silicon carbide (SiC)
substrate if appropriate vacuum heating conditions are used [18]. No catalytic metals are necessary
in this case [18]. However, the present use of SiC as a semiconductor is mainly limited by some
segments of high-power electronics [19]. SiC apart, it was shown recently that direct graphene
synthesis on the semiconductor or dielectric surfaces is possible via the use of plasma-enhanced
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chemical vapor deposition (PECVD) [20]. In this case, plasma activation of the chemical vapor
deposition is mandatory. It ensures enhanced dissociation of the plasma species during the graphene
synthesis process. However, plasma-related ion and electron bombardment of the growing graphene
surface is detrimental. It results in the creation of defects and may even make the etching process
prevail over the graphene growth [21]. Therefore, remote plasma is used for direct graphene synthesis.

Nevertheless, remote plasma mode is unavailable in the most conventional microwave and
inductively coupled plasma-based PECVD units. However, there are few studies on catalyst-less
and transfer-less horizontal graphene synthesis using direct PECVD. In this process, the growing
graphene film is additionally protected by some plasma shielding. Notably, the [21] sample was
enclosed in a metal cage with a honeycomb mesh shield, while in [22], a copper-foam-based Faraday
cage was applied. Direct graphene synthesis on insulating substrates such as glass [22], sapphire [21],
quartz [21] plates, as well as thermally deposited SiO, Al,O3, MnO,, HfO,, and TiO; films [21]
was demonstrated. However, for many devices, graphene synthesis on semiconductor substrates
is necessary. Monocrystalline Si(100) is still the most often used substrate for the fabrication of
microelectronic devices, solar cells, and different photodiodes. Therefore, catalyst-less and transfer-less
graphene synthesis on Si(100) using a direct microwave plasma system was considered in the
present study.

In this paper, the samples were protected from direct plasma action using several different
configurations of protective enclosures. The enclosures’ design was varied, taking into account two
processes: eliminating the unwanted direct plasma effects and flow of the reactive carbon, hydrocarbon,
and hydrogen species towards the substrate. The protective enclosure should screen the substrate
from direct plasma. At the same time, gas flows are changed due to the presence of the enclosure.
Herein, we wanted to know to what extent we can further suppress excessive direct plasma action by
reducing the enclosure’s top hole size or removing the top holes above a substrate, and to what extent
we can reduce protective enclosure design complexity. Synthesis parameters and their influence on the
graphene structure were analyzed thoroughly. We have shown that graphene can be synthesized on
the Si(100) substrate in a one-step process using a combination of the direct plasma and differently
shaped enclosures. It was revealed that even a very simple enclosure design consisting of a single
rectangular steel sheet without holes could be used as protective shielding.

2. Materials and Methods

The direct transfer-less synthesis of graphene was performed by the microwave PECVD system
Cyrannus (Innovative Plasma Systems (Iplas) GmbH, Troisdorf, Germany). A methane and hydrogen
gas mixture was used as a source of carbon and hydrogen. The hydrogen plasma was ignited until the
heater reached the target temperature. Hydrogen gas flow and plasma power were the same as in the
graphene growth process (Table 1). Methane gas was introduced when the temperature necessary for
graphene synthesis was reached. The growth process was conducted in one-step without a separate
nucleation stage.

Monocrystalline Si(100) (UniversityWafer Inc., South Boston, MA, USA) was applied as a substrate
for the direct synthesis of graphene. No additional wet chemical cleaning of the substrate was performed.
Special enclosures protected the sample from excessive plasma action. Four steel enclosures of different
designs were used (Figure 1) to protect the sample from excessive plasma action. Three circular
enclosures (1st-3rd) had holes of different diameters and pattern arrangements on the top. The 4th
enclosure had a much simpler design and consisted of a rectangular steel sheet folded in two places.
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(a) (b)

Figure 1. Protective enclosures used for direct synthesis of the graphene on Si(100): the first (1st)
enclosure (top hole size 3.5 mm) (a), the second (2nd) enclosure (top hole size 2 mm) (b), the third (3rd)
enclosure (top hole size 3.5 mm, no holes at the center) (c), the fourth (4th) enclosure (enclosure height
5 mm) (d).

Technological parameters such as plasma power, CHy/H; gas flow ratio, pressure, temperature,
and time were varied. The graphene direct synthesis conditions can be found in Table 1.

Raman scattering spectra of the synthesized samples were acquired using the Raman spectrometer
inVia (Renishaw, Wotton-under-Edge, UK). The excitation wavelength was 532 nm. The excitation laser
beam power was 1.5 mW. The ratio of 2D and G peak intensities (I,p/Ig ratio) was estimated to evaluate
the number of graphene layers [23]. The Ip/Ig peak intensity ratio was calculated to estimate the defect
density of graphene [24,25]. Additionally, the positions of G and 2D peaks (Pos(G) and Pos(2D)) were
also taken into account. Table S1 shows the possible relations between the Raman scattering spectra
parameters mentioned above and the number of graphene layers, stress, doping, and defect density.
The spectra were measured in several different places on the sample. The average values and standard
deviation of the different Raman scattering spectra parameters were calculated for each sample.

The surface morphology of the selected graphene layers was investigated using atomic force
microscopy (AFM) at several different places on a sample. The measurements were done at
room temperature in ambient air. The NanoWizardIII atomic force microscope (JPK Instruments,
Bruker Nano GmbH, Berlin, Germany) was used. A v-shaped silicon cantilever operating in a
contact mode was applied, as this mode is less sensitive to the possible presence of adsorbed species.
The cantilever’s spring constant was 3 N/m, the tip curvature radius was 10.0 nm, and the cone
angle was 20°. A 2 um X 2 um AFM scan area was chosen to reveal small graphene layer features.
The SurfaceXplorer and JPKSPM Data Processing software (version spm-4.3.13, JPK Instruments) were
applied for data analysis.
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Table 1. Graphene synthesis conditions used in the present study.

Sample  Enclosure P, kW H;,scem CHg, sccm  p, mBar t, °C t, min

No. No.

2E1 1 1.2 150 50 30 900 30
3E1 1 1.2 180 20 30 900 30
4F1 1 1.2 120 80 30 900 30
5E1 1 1.2 150 50 30 900 15
6E1 1 1.2 150 50 30 900 45
7E1 1 1.2 150 50 30 700 30
8E1 1 1.2 150 50 30 800 30
9E1 1 0.8 150 50 30 900 30
10E1 1 1.0 150 50 30 900 30
1E2 2 1.2 150 50 30 800 30
2E2 2 1.2 150 50 30 700 30
3E2 2 1.2 150 50 30 900 30
4E2 2 1.2 180 20 30 900 30
5E2 2 1.2 120 80 30 900 30
6E2 2 1.0 150 50 30 900 30
7E2 2 0.8 150 50 30 900 30
3E3 3 1.2 150 50 30 900 30
4E3 3 1.2 180 20 30 900 30
5E3 3 1.2 120 80 30 900 30
6E3 3 0.8 150 50 30 900 30
7E3 3 1.0 150 50 30 900 30
1E4 4 1.2 150 50 30 800 30
2F4 4 1.2 150 50 22 700 30
3E4 4 1.2 150 50 22 800 30
4E4 4 1.2 150 50 22 900 30

3. Results

3.1. Raman Spectra of Directly Synthesized Graphene

In the present study, graphene was synthesized on the Si(100) substrates using microwave PECVD.
Firstly, it is important to note that the direct synthesis of graphene on the Si(100) was not possible
when the protective enclosure was not used in the plasma discharge zone during the microwave
PECVD process. In this case, only the direct plasma interacting with the substrate was obtainable,
which suppressed the graphene’s growth.

In another instance, the sample was protected by the enclosure to prevent excessive direct plasma
interaction with the substrate. Protective enclosures with several different designs were used as plasma
shielding (Figure 1). In this case, the direct synthesis of graphene on the Si(100) substrate was successful.
The recorded Raman scattering spectra of the samples were typical for graphene (Figure 2) [23-43].
Characteristic G and 2D peaks as well as defects related peaks (D peak as well as less intensive D+D”
and D+D’ bands [39,40]) were observed. No separate D’ peak at ~1620 cm™~! was observed in all cases.
It is noteworthy that, in the Raman spectra of directly synthesized graphene, the D peak is always
observed [20-22]. That is the main difference from the graphene synthesized by chemical vapor
deposition (CVD) on catalytic foil and afterwards transferred onto the target substrate. This difference
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is mainly related to the presence of many grain boundary defects related to the nanocrystalline nature
of directly synthesized graphene.

Intensity (arb. units)

1200 1600 2000 2'400_1 2800
Wavenumber (cm )

Figure 2. Typical Raman scattering spectra of graphene directly synthesized on Si(100).

3.2. Effect of Synthesis Conditions and Enclosure Design on the Graphene Structure

The influence of the several key technological synthesis parameters (i.e., protective enclosure
design, plasma power, methane and hydrogen gas flow ratio, pressure, temperature, and synthesis
time) on the growth and structure of synthesized graphene was investigated. The 1st enclosure had
3.5 mm size holes on the top, while for the 2nd enclosure, the hole size was decreased to 2 mm. The 3rd
enclosure had 3.5 mm size holes on the top, but no holes at the center (Figure 1).

Firstly, the effect of the synthesis time was considered (Figure 3). The graphene was already formed
after 15 min of the microwave PECVD process. It was determined that after this time mark graphene
gets thinner, and more defects are promptly introduced into the graphene structure: the increase in
Lp/Ig from ~0.72 to ~0.93 (Figure 3a) and the increase in Ip/Ig from ~1.8 to ~2.1 (Figure 3b). The other
experiments’ synthesis time was chosen by taking into account these results (30 min).
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Figure 3. Lp/Ig (a) and Ip/Ig (b) ratios of graphene synthesized at different process time (15 min,
30 min, 45 min). In all cases, every other process parameter is kept constant (H; gas flow 150 sccm scem,
CH, gas flow 50 scem, power 1.2 kW, pressure 30 mBar, temperature 900 °C). The 1st enclosure

was used.
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Figure 4 shows the Ip/Ig and Ip/Ig ratios of graphene synthesized using different plasma power
and enclosures. As it can be seen in Figure 4a, plasma power effect varies for different enclosures.
The I,p/Ig ratio of graphene synthesized using the 1st enclosure increases with plasma power. This result
implies that the number of graphene layers is reduced with an increase in plasma power. No clear
dependence was observed for the 2nd and the 3rd enclosure. However, in all cases, the I,p/Ig ratio
of the graphene synthesized using 1.2 kW power was higher than the Iop/Ig ratio of the graphene
synthesized using 0.8 kW power. The Ip/Ig ratio increased with plasma power for the 1st and the
3rd enclosure (Figure 4b). No clear dependence of the Ip/Ig ratio on plasma power was observed for
graphene synthesized using the 2nd enclosure.
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Figure 4. I,p/I; (a) and Ip/Ig (b) ratios of graphene synthesized using different plasma power (0.8 kW,
1.0 kW, 1.2 kW) and enclosures. In all cases, every other process parameter is kept constant (H, gas
flow 150 sccm scem, CHy gas flow 50 scem, pressure 30 mBar, temperature 900 °C, time 30 min).

Figure 5 shows the I,p/Ig and Ip/Ig ratios of graphene synthesized using different CHy4/H; gas
flow ratio mixtures and enclosures. A too low CH,/H; gas flow ratio (i.e., 0.11) was not sufficient to
initiate the growth of graphene on the Si(100) substrate. The further increase in the methane flow and
decrease in the hydrogen flow resulted in the increase in the number of graphene layers, as evident
from the I,p/Ig ratio decrease (Figure 5a). It was also found that the Ip/Ig ratio decreased with the
increase in the CHy/H; gas flow ratio for the 1st and the 2nd enclosure (Figure 5b).
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Figure 5. I,p/I; (a) and Ip/I (b) ratios of graphene synthesized using different flow ratio (0.11, 0.33, 0.67)
CH,4/H; mixture of gas and enclosures. In all cases, every other process parameter is kept constant
(power 1.2 kW, pressure 30 mBar, temperature 900 °C, time 30 min).
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Figure 6 shows the I,p/Ig and Ip/Ig ratios of graphene synthesized using different temperatures
and enclosures. It is important to note that no graphene growth was observed at 600 °C. As it can
be seen in Figure 6a, the I,p/Ig ratio increases with the process temperature. Thus, the number of
graphene layers grown decreases with the increase in temperature when the microwave PECVD
process is performed in the range of 700-900 °C. For graphene synthesized using the 1st enclosure,
the Ip/Ig ratio increases with temperature (Figure 6b). However, the highest density of defects was
observed for the graphene synthesized using the 2nd enclosure at 700 °C.
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Figure 6. I,p/I; (a) and Ip/I; (b) ratios of graphene synthesized using different temperatures (700 °C,
800 °C, 900 °C) and several enclosures. In all cases, every other process parameter is kept constant
(H; gas flow 150 sccm scem, CHy gas flow 50 scem, power 1.2 kW, pressure 30 mBar, time 30 min).

Altogether, it was revealed that the most crucial graphene direct synthesis parameter in our case is
the CHy/H, gas flow ratio. A too low ratio results in no graphene synthesis. The number of graphene
layers increases with methane flow when the ratio is substantially large for graphene synthesis. At the
same time, defect density decreases. This is valid for all studied enclosures. When the temperature
is too low, graphene does not grow. Subsequently, the temperature increase results in the decrease
in graphene layer thickness. However, no typical behavior regarding defect density can be found.
The plasma power effects are the least clear. The possible physical mechanisms hidden behind these
results will be considered in Sections 4.2 and 4.3.

3.3. The Number of Graphene Layers and Defect Density

Figure 7 shows the I,p/Ig vs. Ip/Ig ratio plot for all investigated samples (Table 1). It is considered
that the Iyp/Ig vs. Ip/lg ratio change for the 1st and the 3rd enclosure followed linear distribution
pattern as the I,p/Ig increased with Ip/Ig ratio. Such an outcome contradicts the results reported
by [24] (Table S1), where Ip/Ig decreased as a result of oxygen ion etching. It can be explained by the
different nature of the defects in our study and [24] (boundary defects vs. irradiation defects).

No clear dependence of the I,p/Ig ratio on the enclosure configuration was found (Figure 7).
The lowest Ip/Ig ratios were observed for graphene synthesized using the 3rd enclosure, while for
graphene samples synthesized using the 1st enclosure, the range of Ip/Ig ratio values was the broadest.
Almost all Ip/Ig ratio values of the graphene synthesized using the 2nd enclosure were within
the range typical for graphene grown using the 1st enclosure. Additionally, comparing the Ip/Ig
ratios of the graphene samples synthesized using the 1st and the 2nd enclosures and the same other
synthesis conditions, one can see that in some cases larger Ip/I ratio values were found for the 1st
enclosure, and in other cases for the 3rd enclosure (Figures 4-6).
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Figure 7. Ipp/Ig vs. Ip/Ig plot for all investigated samples. Dash lines represent the observed

linear distributions.

The enclosure design was simplified even more, considering the results described above,
though less graphene synthesis experiments were performed using the 3rd enclosure. No holes at the
protective enclosure’s center resulted in a decrease in the Ip/Ig ratio (see Figure 7). Therefore, holes were
removed from the enclosure’s entire surface to suppress the direct plasma effects further. The modified
enclosure shape was simply a rectangular steel sheet folded in two places (Figure 1d). Graphene was
synthesized at the temperature of 700 °C using a protective sheath of such a simple structure. The I,p/Ig
and Ip/Ig ratios of these graphene samples were within the typical values for the 3rd envelope,
although no additional optimization of the deposition conditions was performed. Further detailed
research on graphene synthesized using simplified enclosures is in progress.

3.4. Dopant Density and Stress

The 2D peak position dependence on the G peak position can provide information about the
graphene’s doping and stresses in graphene layers. This was shown in numerous studies investigating
single-layer graphene synthesized by CVD on catalytic copper foil and transferred to the target
substrate [28-33]. Some studies on multilayer transferred graphene have also been carried out [30].
The reported results from different authors follow similar dependencies. However, in directly
synthesized graphene, the defect density is usually higher [20]. Therefore, the D peak is visible in the
directly synthesized graphene’s Raman scattering spectrum [20-22,38]. This makes the situation more
complicated. Hence, an additional analysis was carried out regarding the possible influence of defects
on other Raman scattering spectrum parameters. It should be noted that the I,p/Ig ratio depends on
the defect density, concentration of dopants, and the number of graphene layers. It was shown that the
Lp/IG ratio decreases with the appearance of the defect-related D peak in the Raman spectrum and the
subsequent increase in defect density [41]. Graphene doping also leads to a reduced Ip/I ratio [41].
However, in our case, opposite dependence was found (Figure 7).

Another structural parameter that can influence the analysis of graphene doping and stress level
is the different number of graphene layers. Both the 2D and G peak positions depend on the number
of graphene layers (Table S1). In some studies, the upshift of the 2D peak position has been shown
for few-layer graphene [30]. Following the latter research work, Raman spectra of the transferred
graphene and the relationship between Pos(2D) vs. Pos(G) plots and stress as well as doping were
analyzed [30].

Figure S1 shows a shift from Pos(2D) to the higher wavenumbers with increasing I,p/Ig ratio.
However, Pos(2D) should shift to the lower wavenumbers with increasing I,p/Ig ratio due to the
decrease in the number of graphene layers [39]. In our case, no clear dependence of the I,p/Ig ratio
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on the G peak position was found (Figure S2). Thus, the Pos(2D) upshift should not be related to the
increased number of graphene layers.

The dependence of Pos(2D) on Pos(G) is shown in Figure 8. Both the 2D and the G peak positions
are shifted to the higher wavenumbers than the values typical for single-layer defect-free graphene.
A vector analysis of the plot was performed according to the methodology presented in [28-33].
It can be seen that the 2D peak position is significantly shifted to the higher wavenumbers
(by ~25-35 cm™1) compared to a value typical for defect-free, undoped, transferred single-layer graphene.
The graphene samples synthesized in the present study were determined to be in the range
of 24 layers thick, according to the analysis of the I)p/Ig ratio (see Figure 7 and Figure S3,
for calculation method, see [23] and Table S1). However, the 2D peak position values are also shifted
upwards compared to the position typical for two-layer defect-free undoped transferred graphene.
Thus, itis considered that compressive stress was present in the investigated graphene samples
(according to [28-33] and Table S1), in agreement with [42].
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Figure 8. Pos(2D) vs. Pos(G) plot. The black dash-dot line refers to the undoped strained graphene
(plotted according to the method [28]). The black dot line refers to the p-type doped strained graphene
(constant hole concentration and different stress levels) (plotted according to [28]). The red dash-dot line
refers to the unstrained p-type graphene (plotted according to [28]). The red dot line refers to the p-type
doped strained graphene (constant stress level and different hole concentrations) (plotted according to
the method [28]). The blue dash line refers to the strained n-type doped graphene (plotted according
to [30], taking into account graphene layer number related shift of 2D peak position). The navy and
white colored rhombus symbol refers to the unstrained and undoped graphene [28].

The analysis of the plot (Figure 8, Figure 54) regarding possible doping of the graphene revealed a
less convenient picture. It should be emphasized that p-type graphene was investigated in most of the
studies mentioned above [28-31,33]. The results reported in [28] revealed unintentional p-type doping
of the graphene. However, the overall dependence of Pos(2D) on Pos(G) does not follow the vectors
typical for p-type doped graphene (Figure 8, Figure S4). This behavior is rather typical for the n-type
doped and strained graphene [30].

3.5. AFM Study

Several graphene samples synthesized using the 4th protective enclosure were studied by AFM to
determine the number of the graphene layers as well as to evaluate the continuity of the graphene.
AFM topographical images of the samples are presented in Figures S5-57. The graphene samples’
surface morphology is very different from silicon substrate morphology (Figure S8). In all cases,
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AFM images revealed continuous horizontal graphene layers (Figures S5-57). Similar AFM images
were reported for directly synthesized graphene by other authors (e.g., [20,21,44,45]). One can notice
some black features corresponding to the lowest surface points. It can be interpreted as holes in the
graphene [46].

Previous studies [47-49] reported that step height of a single-layer graphene was found to be in
the range of ~0.35-0.4 nm. The graphene AFM height profile was analyzed. Approximate graphene
thickness was calculated by measuring the height from the zero points corresponding to the graphene
holes to the profile maxima. A mixture of the single-layer and two-layer graphene was found for
samples 1E4 and 2E4 (Figures S5-57). In the case of the sample 3E4, up to three graphene layers can
be found. An alternative graphene thickness evaluation method by using the AFM measurement
data was performed following the histogram method [46,48]. Hence, the influence of the adsorbed
contaminants can be minimized. According to the histogram method, the thickness of the graphene was
between one and two layers for samples 1E4 and 3E4, while the thickness of sample 2E4 corresponded
to single-layer graphene (Table S2, and Figures S5b, S6b, S7b and S8b). Thus, the average graphene
thickness was found to be between one and two layers. In this case, graphene thickness evaluated via
the use of AFM measurement data is in good agreement with graphene thickness calculated from the
Ip/Ig ratio according to [23] (Figure S3).

4. Discussion

4.1. Effect of the Deposition Conditions. Comparison with Results Reported Elsewhere

Our obtained results were further compared with previous studies. In most of the studies
regarding direct graphene synthesis, graphene was grown on different dielectric substrates. There are
substantially less studies reporting direct graphene synthesis on silicon. Therefore, graphene’s direct
growth on different substrates was considered in this comparison.

It must be pointed out that in [38], no clear dependence of the I,p/Ig ratio on the process time was
found for graphene directly synthesized on dielectric SiO,, quartz, and sapphire substrates from a
CHa/H,/Ar gas mixture. Nevertheless, an Ip/Ig ratio increase with the process time was observed,
in good agreement with the present research.

There are few studies on the effects of the hydrocarbon gas and hydrogen flow ratios on the
structural properties of directly synthesized graphene. Analogously to our research, the I,p/Ig and
Ip/Ig ratios decreased with increasing CoHy/Hj flow ratio for graphene directly synthesized on fused
silica and quartz by electron cyclotron resonance (ECR) PECVD [44]. A similar tendency was found
in [45], where direct graphene synthesis on quartz via the CVD process was performed. Following the
latter work, a too low methane flow resulted in no graphene growth, in agreement with our results.
However, the Ip/Ig ratio increased with the increase in CHy/H, flow ratio [45].

Similarly to the graphene synthesized using the 1st enclosure, the I,p/Ig ratio increased with
plasma power for graphene directly synthesized via PECVD on SiO; [50]. However, the Ip/Ig ratio in
that study decreased with plasma power [50].

Likewise to the graphene synthesized in our study using the 1st and the 2nd enclosure, the I,p/Ig
ratio increased with process temperature for graphene synthesized on Si(100) and glass from a C;Hp/Ar
gas mixture via microwave PECVD [51]. An opposite result was reported for graphene grown on
quartz and fused silica substrates from a C,H,/H; gas mixture via ECR PECVD [44]. In in [50] and [21],
Ip/Ig ratio dependence on temperature was rather non-monotonic. The I,p/Ig ratio was highest [21]
or lowest [50] at the specific temperature range used for the synthesis of graphene. Similarly to
the graphene synthesized using the 1st enclosure, the Ip/Ig ratio increased with temperature in [50].
A decrease in the Ip/Ig ratio with temperature was reported in [21,44,51], similar to the case of the
graphene synthesized using the 2nd enclosure.
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Thus, the different effects of the gas flow ratio, plasma power, and temperature on the graphene
structure were found in various studies. The discrepancy of the results reported by other authors was
more considerable than the results reported in the present study.

4.2. Effect of the Deposition Conditions. Physical and Chemical Phenomena Involved

The graphene structure’s dependence on the technological synthesis process conditions found in
the present research can be explained by considering the main graphene growth-related physical and
chemical processes.

Notably, the decrease in the number of graphene layers with increasing process time can be
explained by the hydrogen etching prevailing over the growth of additional graphene layers as it was
reported in [52].

The increase in the graphene Ip/Ig ratio with plasma power (Figure 4) can be related to
the dependence of the methane and hydrogen dissociation rate on plasma power [50]. It can be
considered that, in the case of graphene grown using the 1st enclosure, carbon-containing reactive
species concentration increased with plasma power slower than hydrogen atoms and ion concentration,
while in other cases, changes in that concentration with plasma power were non-monotonic. It seems
that graphene defect density increased with plasma due to the decrease in the graphene crystallite size
or the enhanced irradiation by ions and electrons.

The decrease in the number of graphene layers with increased CHy/H; gas flow ratio was observed
in Figure 5. It can be explained by competition between two processes: graphene growth due to the
carbon-containing active species flux towards the surface [50,53] and etching of the carbon-carbon
bonds by hydrogen [44,54,55]. If the CHy4/H, ratio is too low, the etching reaction is much faster than
the growth of the graphene layers [56]. This is the reason why no graphene growth was observed
for samples 3E1, 4E2, and 4E3. The increase in the methane to hydrogen gas flow ratio resulted in a
suppression of graphene growth over the etching. In this case, a further increase in the active flux of
CHy and C species towards the substrate and the reduced amount of hydrogen atoms will result in
the increase in the number of graphene layers. The increasing size of graphene nanocrystals cannot
explain the reduction in the Ip/Ig ratio with the increasing CH,/H, ratio presented in Figure 5. It is
because the increase in graphene nucleus density with decreased H, content due to the hydrogen
etching resulted in a smaller graphene grain size [44]. Thus, the possible lowering of the hydrogen
plasma-induced defect density with decreased hydrogen gas flow should be considered [57].

Several phenomena should be taken into account to explain the lowering of the number of
graphene layers with increased process temperature (Figure 6). It was reported in [44] that the rate
of the graphene etching by hydrogen decreases with temperature [44]. Therefore, it should instead
result in a decrease in the I,p/Ig ratio with temperature. On the other hand, the desorption rate of
carbon atoms increases with temperature, as reported in [52]. This can be a cause of the decrease in the
number of graphene layers with increased deposition temperature.

4.3. Effect of Protective Enclosure Design

A few studies could be considered while analyzing the protective enclosure design’s influence on
the graphene structure. Notably, a study on graphene synthesized on glass using a copper foam-based
protective Faraday cage revealed a tendency that a smaller aperture hole size can result in a better
electric field shielding effect [22]. Thus, it can be considered that in our case, the lower Ip/Ig ratios
for graphene synthesized using the 3rd protective enclosure can be explained by better suppression
of the electric field due to the absence of the holes at the enclosure’s center. On the other hand,
no apparent difference between the Ip/Ig ratios of the graphene synthesized using the 1st and the 2nd
protective enclosures is in good accordance with [22], where reduced protective cage hole size resulted
in no further apparent decrease in electric field strength.
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4.4. Mechanisms Responsible to the N-Type Self Doping of Graphene and Induction of Compressive Stress

According to Figure 8 and Figure S4, unintentional n-type doping was found for directly
synthesized graphene. It is worth noting that self-induced doping was already observed for graphene
directly synthesized on Ge(111) by CVD [58]. Possible sources of such behavior would be adsorbates or
substrate-induced effects. Atmospheric adsorbates (oxygen, water) usually result in p-type doping of
the graphene [59-61]. P-type self-doping for graphene transferred onto the SiO, substrate occurred due
to various surface treatments and residual charges created on the substrate [62]. Unintentional graphene
n-type doping was reported for epitaxial graphene directly synthesized on SiC via high-temperature
annealing in a vacuum or inert ambient gas [63,64]. It was explained by the substrate-to-graphene
charge transfer [64]. A study of the graphene transferred onto different substrates revealed that p-type
self-doping, n-type self-doping, and no doping could be achieved via selection of the appropriate
substrate [58,65]. Simulations revealed that when graphene is put onto 5iOy, the graphene’s electronic
structure strongly depends on the interface geometry and surface polarity [66]. In the case of the O-polar
Si02 surface with dangling bonds, graphene’s p-type doping takes place [66]. Graphene placing on the
Si-polar surface with dangling bonds results in graphene’s n-type self-doping [66]. Considering the
studies mentioned above, it is supposed in our case that charge transfer from the Si(100) substrate to
the graphene took place during the microwave PECVD process. It resulted in the n-type self-doping of
the graphene, similar to the cases of SiC and Si-polar SiO; substrates.

One can see in Figure 8 that directly synthesized graphene in the present study is found to
be stressed. This stress is compressive in nature. It should be mentioned that, in the case of the
exfoliated graphene transferred onto SiO,, pristine graphene sheets may exhibit both compressive
and tensile strain [28]. This native strain becomes compressive due to the annealing at 100 °C or
higher temperatures [28]. Similar effects of the annealing were reported for CVD synthesized graphene
transferred onto the SiO; substrate [67]. On the other hand, epitaxial graphene directly grown on
SiC above 1100 °C exhibited substrate-induced compressive strain [28]. Compressive stress may
be present in graphene directly synthesized on Si(100) [42], quartz [44], Ge(110) [58], and SiO; [68].
Thus, our results are in good agreement with the studies mentioned above. It is considered that,
in our case, compressive stress was induced during a direct graphene synthesis as thermal stress due
to the large lattice mismatch between graphene and Si, as was suggested in [20,69].

5. Conclusions

In conclusion, the transfer-less and catalyst-less synthesis of graphene on Si(100) substrates
via a combination of direct microwave plasma-enhanced chemical vapor deposition and protective
enclosures was performed.

A study of the effect of the CH4/H, gas flow ratio, temperature, and plasma power on graphene
structure revealed that the most significant technological parameter used in the present study was
methane and hydrogen gas flow ratio. Plasma power effects were the least pronounced. It seems
that if a temperature is sufficiently high for graphene synthesis, the crucial process is a competition
between plasma etching by hydrogen and carbon-containing active species influx towards the surface.
If hydrogen flow is too high and/or methane flow is too low, etching prevails against growth and no
graphene is formed. Afterwards, the number of graphene layers increases with carbon species flow
and/or with decreased hydrogen flow. Hydrogen species density is a much more critical etching factor
than increased plasma power. The thermally stimulated desorption of carbon atoms is important,
while the formation of the plasma-induced radiation defects has less influence on graphene growth
and defect density.

A study of the enclosure effects revealed no top hole size effects for investigated enclosures.
The absence of top holes in the middle of the enclosure reduced the plasma effect on the growing
graphene and decreased defect density. The graphene was successfully synthesized using just
a rectangular steel sheet folded in two places as a simplified protective enclosure, considering
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these results. Graphene was grown at a temperature of 700 °C using a protective sheath with such a
simple structure.

Analysis of the positions of 2D and G peaks revealed unintentional n-type doping of the graphene.
It was explained by charge transfer from the Si(100) substrate to the graphene. The presence of
compressive stress was found in graphene. It was supposed that the large lattice mismatch between
the growing graphene and the silicon induced thermal stress.

An atomic force microscopy study confirmed the growth of continuous horizontal graphene layers.
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Abstract: Functionalization of pristine graphene to achieve high water dispersibility remains as a
key obstacle owing to the high hydrophobicity and absence of reactive functional groups on the
graphene surface. Herein, a green and simple modification approach to prepare highly dispersible
functionalized graphene via thermal thiol-ene click reaction was successfully demonstrated on
pristine graphene. Specific chemical functionalities (-COO, -NH, and -S) on the thiol precursor
(L-cysteine ethyl ester) were clicked directly on the sp? carbon of graphene framework with grafting
density of 1 unit L-cysteine per 113 carbon atoms on graphene. This functionalized graphene
was confirmed with high atomic content of S (4.79 at % S) as well as the presence of C-S-C and
N-H species on the L-cysteine functionalized graphene (FG-CYS). Raman spectroscopy evidently
corroborated the modification of graphene to FG-CYS with an increased intensity ratio of D and G
band, I /Ig ratio (0.3 to 0.7), full-width at half-maximum of G band, FWHM [G] (20.3 to 35.5) and
FWHM [2D] (64.8 to 90.1). The use of ethanol as the reaction solvent instead of common organic
solvents minimizes the chemical hazards exposure to humans and the environment. This direct
attachment of multifunctional groups on the surface of pristine graphene is highly demanded for
graphene ink formulations, coatings, adsorbents, sensors and supercapacitor applications.

Keywords: graphene; functionalized graphene; thiol-ene click reaction; dispersible graphene

1. Introduction

Graphene materials have sparked enormous attraction and interest from both the
scientific and industrial community owing to the fascinating properties of graphene and its
widespread applications across many technological fields, such as nanoelectronics, sensors,
composites, coatings, batteries, supercapacitors and hydrogen storage [1]. The ongoing de-
mand for graphene and its products is reflected in the rapid wave of graphene technologies
transferring from the laboratory to the marketplace [2]. Despite the outstanding optical,
electrical, and thermal conductivity properties of graphene, it is no secret that there are
still limitations associated with the poor water dispersibility and low intrinsic reactivity
of graphene, which hamper its useful applications [2-5]. To address these limitations,
functionalization of pristine graphene with organic functional groups to obtain stable
dispersions in various solvents is a vital move to produce graphene materials with new
properties [4]. Different strategies including covalent and non-covalent approaches were
explored and successfully used for graphene functionalization [4].

Covalent attachment of organic functional groups to the graphene surface can be
achieved either by chemical reaction of free radicals or dienophiles sp? carbons of pristine
graphene, or by the formation of a covalent bond between organic molecules and the oxy-
gen groups of graphene oxide, GO [4]. The radical-mediated thiol-ene reaction that directly
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attacks the sp? carbon in the graphene framework appears to be a promising covalent func-
tionalization approach that offers several benefits. It is highly efficient, simple to execute,
insensitive to oxygen and water, has no side products and proceeds rapidly with high
yield [6]. Several examples in the literature have showcased the application of thiol-ene
click functionalization on GO, including our recent studies that demonstrated the use of
thiol-ene modified GO with cysteamine and pentaerythritol tetrakis(3-mercaptopropionate)
through both thermal and photoinitiated approaches for the removal of water pollu-
tants [7-12]. Thiol-ene click reaction has been proven for the chemical modification of
graphene oxide (GO), and the thiol-ene clicked GO serves as an excellent host matrix for
platinum nanoparticles for catalytic and sensing applications [12]. In another example,
one-step thiol-ene click reaction by mercaptosuccinic acid was used to prepare graphene
quantum dots (GQDs) decorated with a number of carboxyl groups on the surface which
improved their dispersibility in water [13].

Surprisingly, up to now, the majority of the reports of functionalized graphene have
primarily focused on GO and its reduced form, reduced graphene oxide (rGO), where
the preparation methodologies usually involve the use of hazardous chemicals and toxic
gases, with large quantities of chemical waste generated after the reactions [4]. To perform
direct covalent functionalization on pristine graphene, having an inert surface and fewer
defects, poses considerable challenges and requires high energetic species to break its sp?
honeycomb framework. In fact, limited reports were found on the direct functionalization
of pristine graphene via thiol-ene click chemistry. Castelain et al. used thiol-ene reaction
for a direct functionalization of the graphene surface with short chain polyethylene (PE)
brushes which were successfully used to prepare graphene based high-density polyethylene
nanocomposites [14]. Peng et al. also used microwave-assisted thiol-ene click reaction for
functionalization of graphene using thiol precursors with different functional groups [15].
In another study, cysteamine hydrochloride was bonded to the graphene surface via
thiol-ene click chemistry to immobilize Au nanoparticles as an efficient electrochemical
sensor [16]. Although these studies have shown that thiol-ene click functionalization can
be successfully performed on pristine graphene, there is a research gap regarding the
safe use of solvents, including highly volatile organic and non-environmentally friendly
solvents such as N-methylpyrrolidone, N,N-dimethylformamide or ortho-dichlorobenzene.
Ensuring dispersibility of graphene in these solvents during modification reactions remains
a challenging issue. Moreover, the efficiency of thiol-ene click functionalization on pristine
graphene is still not satisfactorily accomplished compared to the thiol-ene modification
achieved by GO and rGO.

Herein, we present a simple, green and sustainable method to functionalize pristine
graphene through thiol-ene click reaction to acquire water dispersible graphene materials
with multiple functional groups that are important for many applications. The aims of
this work are twofold: first, to improve an existing thiol-ene click reaction using more
sustainable and green conditions for the functionalization of pristine graphene, and sec-
ond, to demonstrate versatility of this method to generate graphene with multifunctional
surface chemistry with different end groups including ester, amino, and thioether. The
developed method is based on the covalent attachment of thiol molecules on the sp? car-
bon of graphene via thermal thiol-ene click reaction, which is schematically presented in
Figure 1. The method is highly efficient, catalyst-free, simple, with mild reaction condi-
tions for surface modifications, which may provide scalable production of the functional
graphene materials. To eliminate the hazardous conditions commonly found in thiol-ene
click reaction based on toxic solvents, herein, we introduce for the first time the use of
ethanol/water mixture (70/30), which is less expensive, non-toxic and more environmen-
tally friendly, to improve the scalability of highly dispersible functionalized graphene
materials. A broad range of characterization techniques such as Raman spectroscopy,
Fourier-transform infrared spectroscopy (FTIR), X-ray photoelectron spectroscopy (XPS),
thermogravimetric analysis (TGA), and water dispersibility test were used to confirm the
thiol-ene click functionalization.
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Pristine Graphene

L-cysteine ethyl ester

Figure 1. Schematic diagram of the green functionalization of pristine graphene using L-cysteine
ethyl ester via thiol-ene click reaction.

2. Materials and Methods
2.1. Materials and Chemicals

Graphene was obtained from a local company (First Graphene pty ltd, Perth, WA,
Australia). L-cysteine (Sigma-Aldrich, Sydney, NSW, Australia), thionyl chloride (Sigma-
Aldrich, Sydney, NSW, Australia), diethyl ether (RCI Labscan, Bangkok, Thailand) 2,2'-
azobis-(2-methylpropionitrile) (AIBN, Sigma-Aldrich, Sydney, NSW, Australia,), ethanol
(Chem-Supply, Adelaide, SA, Australia) were used directly without prior purification. High
purity milli-Q water (18.2 MQ-cm 1) was used throughout the work, unless otherwise
stated.

2.2. Synthesis of L-Cysteine Ethyl Ester

Ethyl esters of cysteine were synthesized according to a reported method [17]. In
brief, L-cysteine was first suspended in ethanol, and cooled to 5 °C. Thionyl chloride was
added gradually, over a period of 20 min, and the reaction mixture was stirred at room
temperature for 5 h. Dry ether was then added to the solution until an opaque solution
appeared. The mixture was kept in the refrigerator for a few hours for crystallization of
ethyl ester hydrochloride. The final product was collected by filtration.

2.3. Synthesis of Functionalized Graphene (FG-CYS)

Functionalized graphene with L-cysteine ethyl ester (FG-CYS), was prepared accord-
ing to the adapted procedure reported by Yap et al. [8]. In a typical procedure, 50 mg
graphene powder was first dispersed in 100 ml ethanol-water mixture 70% (v/v) via
sonication for 1 h. Subsequently, the sonicated mixture was purged with nitrogen gas
for 30 min to create an inert environment. Then, L-cysteine ethyl ester and 2,2’-azobis-(2-
methylpropionitrile) (AIBN) were added into the mixture with a further nitrogen gas purge
for 30 min, followed by a 30 min sonication. After that, the reaction mixture was poured
into a round bottom flask with an additional 30 min of nitrogen gas purge and heated in an
oil bath at 65 °C under reflux conditions overnight. After the reaction, the as-synthesized
product was washed thoroughly with ethanol and deionized water using centrifuge, dried
in oven at 65 °C overnight, and stored for further characterization.

2.4. Characterizations

FTIR spectra were collected at 500 to 4000 cm~! on a Nicolet 6700 Fourier Transform
Infrared (FTIR) Spectrometer (Thermo Fisher Sci, Sydney NSW, Australia). Morphology
of the materials was imaged using a scanning electron microscope (FE-SEM, Quanta 450
FEG, FEI, USA) at an operating voltage of 10 kV and a transmission electron microscope at
120 kV (TEM, FEI Tecnai G2 Spirit, FEI, USA; Philips CM200, Japan at 200 kV). Chemical
composition and chemical species were analyzed by X-ray Photoelectron Spectroscopy
(XPS, AXIS Ultra DLD, Kratos, UK) equipped with a monochromatic Al K« radiation
source (hv = 1486.7 eV) at 225 W, 15 kV and 15 mA. XPS survey scans were performed
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at 0.5 eV step size over —10 to 1100 eV at 160 eV pass energy with peak fitting analysis
executed using Casa XPSTM software. The core-level XPS spectra were calibrated at
284.8 eV. Raman spectrometer (LabRAM HR Evolution, Horiba Jvon Yvon Technology,
Kyoto, Japan) with an excitation wavelength of 532 nm (mpc 3000 laser source) was
applied from 500 to 3000 cm ! with an integration time of 10 s for three accumulations to
determine the vibrational features of pristine graphene, and thermogravimetric analysis
(TGA) of functionalized graphene was performed at a heating rate of 10 °C/min in nitrogen
atmosphere from 25 to 1000 °C on a METTLER TOLEDO TGA /DSC 2 instrument.

3. Results

The morphology of pristine graphene and the functionalized graphene was first
examined using scanning (SEM) and transmission (TEM) electron microscopy, as shown in
Figure 2a—c. Large and folded few-layer graphene (FLG) sheets, as depicted in Figure 2a,
were observed under TEM analysis with an inset showing fewer than 10 layers of graphene
used as the precursor in this work. A detailed statistical distribution analysis (Figure S1)
indicates an average of six layers of graphene, confirming the FLG used in this study.
Under the SEM, pristine graphene (Figure 2b) exhibited highly crumpled wrinkled thin
sheets. After the modification using the thiol precursor, the primitive thin and crumpled
graphene sheets still remained in FG-CYS, with its surface decorated with multiple fluffy
clusters, as shown in Figure 2c. The presence of these fluffy clusters on the surface of
graphene sheets preliminarily suggested the effective attachment of L-cysteine ethyl ester
moieties on the surface of graphene.

8 layers

After standing

After standing
_—

for 1 day for 1 week

Figure 2. (a) TEM image of pristine graphene (Gr) with an enlarged image of HRTEM analysis
showing 8 layers of graphene sheets, FESEM of (b) Gr and (c) FG-CYS. Dispersion test in water
(0.5 mg/mL) from left to right: pristine graphene, functionalized graphene with cysteine ethyl ester
(FG-CYS) for standing after (d) 2 h, (e) 1 day and (f) 1 week of free-standing.
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A simple and rapid water dispersion test was performed to examine the effective-
ness of thiol-ene functionalization (Figure 2d—f). As expected, pristine graphene showed
poor dispersion, with its powder sedimented immediately after two hours of ultrasoni-
cation. The complete sedimentation of the graphene powder at the bottom of the bottle
(Figure 2d—f) could be attributed to its low surface activity and weak bonding strength
with the water matrix. In contrast, the thiol-ene functionalized graphene FG-CYS) visibly
showed good dispersion in water after modification with thiol precursor, as depicted in
Figure 2d—f. Remarkably, FG-CYS showed a stable aqueous dispersion in water even
after standing for one week (Figure 2f). The enhanced dispersion of the functionalized
graphene in water compared to pristine graphene suggested an effective attachment of
polar functional groups, such as oxygen groups including ester and amino groups, from
the thiol precursor to the graphene surface that rendered the interaction with the polar
solvent (water) primarily through hydrogen bonds.

Chemical composition of the functionalized graphene was determined by XPS analysis
(Table 1) with their survey spectra incorporated in Figure 3a. Significant appearance of S2p
and N1s peaks, as well as the elevated intensity of Ols peaks of FG-CYS at binding energies
of 164.0 eV, 401.5 eV and 531.0 eV, respectively, were observed in the survey scan of FG-CYS
relative to pristine graphene. A notably increased atomic concentration of nitrogen (6.26
at %) and sulfur (4.79 at %) on FG-CYS, relative to pristine graphene, implied successful
grafting of thiol precursor on the surface of graphene. As depicted in Figure 3b, the doublet
peaks of S2p3/, and S2p1 /; at around 164.1 eV and 165.2 eV, respectively, can be assigned
to thioether sulfur bonded to carbon (C-S-C) species on the narrow XPS spectra of S2p
of FG-CYS, and confirmed the successful attachment of the thiol groups from the thiol
precursor via thiol-ene click reaction on the surface of the graphene [18,19]. Meanwhile,
S2p3,» and S2pq/, peaks with lower intensities deconvoluted at 164.8 eV and 166.1 eV,
respectively, could be ascribed to C-S or S-S species on the surface of graphene [20].
Note that S2p peak, associated with highly oxidized S species (>166 eV), was absent from
the high-resolution S2p spectrum of FG-CYS, which implied good stability of the sulfur
species formed on the surface of graphene sheets, despite the exposure of functionalized
graphene material to the readily oxidized condition [21]. High-resolution N1s spectrum
of FG-CYS (Figure 3c), on the other hand, exhibited several peak components including
peaks at 400.0 eV, 401.1 eV, 401.7 eV and 402.5 eV, which can be allotted to C-NH,, NH3",
N-H and C-N*, respectively [8,18,22]. The presence of the nitrogen species from the N1s
peak deconvolution analysis was in good correlation with the chemical structure of the
thiol precursor, L-cysteine ethyl ester, that corroborated successful attachment of the thiol
precursor on the surface of graphene [13,16,23]. These results were well-supported by the
high-resolution C1s spectra of FG-CYS (Figure S2), with additional peak components of
C-S, C-N, C=0 and O-C=0 identified at binding energies of 285.4 eV, 286.1, 287.7 eV and
288.6 eV, respectively, besides the typical C=C (284.5 eV) and C-C (284.8 eV) peaks.

Table 1. Normalized atomic percentage of elements determined from the XPS survey scan of Gr and
FG-CYS.

Atomic Composition (+0.3%)

Sample/Element
C o S N
Gr 91.60 8.40 N.A. N.A.
FG-CYS 71.65 17.30 4.79 6.26
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Figure 3. (a) XPS survey spectra of Gr and FG-CYS, deconvoluted high-resolution XPS spectra of (b) S2p and (c) N1s of Gr
and FG-CYS, (d) Raman spectra, (e) Ip/Ig, FWHM of Raman G and FWHM of Raman 2D peak for Gr and FG-CYS, (f) FTIR
spectra and (g) TGA-DTG thermograms in N, atmosphere of Gr and FG-CYS.

Detailed Raman analysis was performed to verify the modification created on the
surface of pristine graphene and functionalized graphene, as illustrated in Figure 3d-e.
Both of the samples showed the main features of G band at around 1580 cm~!, D band at
around 1350 cm !, and 2D band at 2700 cm~! [24,25]. The presence of graphene can be
confirmed with a sharp G peak (~1580 cm~!) and a symmetrical 2D peak (~2700 cm™1)
as clearly observed on the Raman spectra of Gr and FG-CYS samples. As depicted in
Figure 3d, an indicative D’ peak (indicated by the black arrow) for defective graphene
positioned at ~1620 cm~! was detected on the Raman spectrum of FG-CYS, suggesting a
certain degree of defect found on the surface of FG-CYS. This finding was in consistent
with the average value of Ip /I ratio (a measurand of the level of disorder of graphene) of
FG-CYS (0.7), which was higher than Gr (0.3), indicating more defects were experienced on
the surface of FG-CYS than Gr due to thiol-ene click modification using thiol precursor, as
shown in Figure 3e [26]. The level of disorder after the modification using thiol precursor
was also evidenced by the broadening of the 2D and G peaks, as attested by the significant
increment of the full-width at half-maximum of the 2D peak and G peak, FWHM [2D] and
FWHM [G] [27,28]. As shown in Figure 3e, the dramatic increase from 20.2 to 35.5 (FWHM
[G]) and 64.8 to 90.1 (FWHM [2D]) for Gr to FG-CYS, respectively, clearly indicated that
substantial defects were introduced to the surface of graphene that could have resulted
from the thiol-ene click reaction.
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The obtained FTIR characterization results presented in Figure 3f were further used
to elucidate the functional groups attached on the surface of the functionalized graphene.
A nearly flat FTIR curve with no obvious peak was detected for Gr sample due to the
lack of chemical functional groups on its surface. Essentially, a band representing the C-S
vibration was visible at around 600-800 cm~! on the FTIR spectrum of the functionalized
material, but not identified on the FTIR spectrum of pristine graphene [29]. This finding
was consistent with the result from XPS analysis with a substantial amount of S detected
and C-S-C species found in the functionalized sample, after the modification process using
thiol precursor. The absence of a peak at around 2500 cm ! (stretching of S-H group)
in the functionalized graphene suggested that all the -SH groups in the thiol precursor
had reacted with the sp? carbon in pristine graphene through thiol-ene click reaction [29].
Additionally, the successful modification of the pristine graphene was also evidenced
by the appearance of the peak at approximately 1389 cm~! for the stretching of C=0 in
the ester group on FG-CYS. Peaks at about 1640 em 1 (N-H bending), 1090 cm 1 (C-N
stretching) and 1054 cm~! (C-NH2 vibration) were also found on the FTIR spectrum of
FG-CYS, implying successful grafting of the functional groups on the pristine graphene.
Two common peaks at 2913 and 2846 cm™!, which can be attributed to the asymmetric
and symmetric vibrations of C-H of -CH, group, respectively, were also observed in the
functionalized graphene [29,30]. Based on the decoration of the functional groups on the
functionalized graphene, as elucidated from the FTIR analysis, which was well-correlated
with the XPS analysis discussed in the previous section, we can infer that the successful
click of thiol precursor to the pristine graphene has occurred through the thiol-ene pathway.

Furthermore, TGA was also conducted on pristine and functionalized graphene to
qualitatively and quantitatively determine the presence of attached functional groups on
the pristine graphene after the thermal thiol-ene click reaction. As presented in Figure 3g,
the TGA curves (solid blue and red lines) clearly showed a distinguishable mass loss
pattern experienced by Gr and FG-CYS. Pristine graphene showed higher thermal stability
with only 7.28% total mass loss, relative to its functionalized graphene that experienced
an overall 16.41% mass loss when heated under inert atmosphere to 1000 °C. This result
was consistent with the high thermal stability of the typical pristine graphene found in the
literature [31-33]. From the DTG curve of the functionalized graphene, two major mass
loss steps were identified at about 250 °C and 400 °C, apart from a small mass loss (0.52%)
that was accountable for the elimination of water below 100 °C. The first mass loss step
could be associated with the detachment of the oxygen functional groups, including ester
from the graphene surface [8]. Meanwhile, the second mass loss at around 400 °C can be
related to the cleavage of the remaining covalently bound groups, such as oxygen, sulfur,
and amino moieties from the functionalized graphene surface. From the TGA curves of
the control and functionalized graphene, the grafting density of the modified sample can
be estimated by calculating the value of functional group coverage (average carbon atom
number containing functional group) based on the mass loss difference of FG-CYS from Gr,
as summarized in Table S1 [15,16]. Hence, it can be estimated that 1 cysteine molecule per
113 carbon atoms was grafted on the graphene sheets in this thiol-ene click modification,
as quantitatively determined from the TGA.

Despite the key challenges of inertness of sp? carbon and the lack of reactive functional
groups on the surface of pristine graphene, we successfully demonstrated an effective func-
tionalization of pristine graphene through a green and scalable thiol-ene click modification
to endow a highly dispersible graphene. A summary of our key findings with evidence
supported by comprehensive techniques, as tabulated in Table 2, confirmed the proposed
methodology as a powerful tool for the preparation of dispersible and functional graphene
materials with promising applications across different arenas, including biomedical, coat-
ings, energy storage and environment. In the next section, we compare and discuss the
degree of functionalization of FG-CYS with similar functionalized graphene prepared in
the literature.
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Table 2. Summary of thiol-ene click functionalization of FG-CYS as evidenced by selected key techniques.

Water XPS Raman FTIR .TGA
Sample Dispersion % S) (Ip/I Ratio) (Attached (Functional Group
P ? DG Functional Groups) Coverage *)
Gr Less than2 h N.A. 0.3 N.A. N.A.
More than a
FG-CYS 4.79 0.7 N-H, C-NH,, C=0, C-S 113 *

week

* Detailed calculation can be found in the Supplementary Material.

4. Discussion

To date, functionalization of pristine graphene by covalent bonding has rarely been
reported in relation to its derivative, GO, due to the lack of reactive functional groups
on the pristine graphene surface [5]. It is undeniable that functionalized graphene has
several limitations, including poor dispersion in water, low functional group coverage,
and high toxicity of solvent used during the functionalization process. Click chemistry
introduced by Sharpless et al. can be regarded as a promising solution to overcome the
chemical inertness of C=C bonds in the graphene framework to afford a highly dispersible
graphene, despite the fact that it is often accompanied by low reaction efficiency [6,15].

Numerous attempts have been made in the last decade to introduce organic functional
groups onto the surface of pristine graphene through thiol-ene click chemistry. The degree
of functionalization can be quantitatively gauged using both bulk (TGA) and surface
(XPS) characterization techniques, as summarized in Table 3. To perform an impartial
comparison, the value of the functional group coverage estimated from the mass loss
through TGA method, and the chemical composition of specific element such as N or S
in the thiol precursor determined through XPS analysis, were compared to determine the
level of thiol-ene functionalization.

Table 3. Comparison of grafting density based on surface (XPS) and bulk (TGA) quantification techniques.

TGA
i ae Thiol (Mass Loss %); XPS at %
Sample Modification Method Solvent Precursor Functional Group (N; S) References
Coverage
Microwave-assisted Tetrahvdrofuran
G-LCHa thiol-ene click o4 L-cysteine 8.58; 137 0.89;0.7 [15]
o (THF)
(70 °C)
Microwave-assisted Tetrahvdrofuran
G-CHI thiol-ene click 24 cysteamine 7.60;113 1.13; 1.66 [15]
o (THF)
(70 °C)
Thermal thiol-ene click N-methyl-2-
GR-Cys (70°C, 7 h) pyrrolidone cysteamine 15.80; 96 4.78; 4.52 [16]
' (NMP)
Thermal thiol-ene click L-cysteine . " . .
FG-CYS (65 °C, 24 h) Ethanol-water cthyl ester 8.61;113 6.26;4.79 This work

* Detailed calculations can be found in the Supplementary Material.

Based on the bulk TGA characterization technique, L-cysteine was found to be more
effectively grafted on FG-CYS (present study) than G-LCHa, as reflected by its lower
functional group coverage of 113, compared to 137 carbon atoms per unit of L-cysteine
molecule, as tabulated in Table 3. Further surface elemental quantification analysis (XPS)
showed that only 0.89 at % N and 0.7 at % S were detected on G-LCHa that was modified
using microwave-assisted thiol-ene click reaction; while 6.26 at % N and 4.79 at % S were
identified on the FG-CYS produced through the thermal thiol-ene click approach in our
present study [15].
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Another example of direct functionalization on pristine graphene was manifested in
G-CHI and GR-Cys, with 1 cysteamine molecule per 113 and 96 carbon atoms, respectively,
based on the value of functional group coverage. Meanwhile, 1.13 at % N and 1.66 at
% S were found on G-CHI, while 4.78 at % N and 4.52 at % S were detected on GR-
Cys after the thiol-ene click modification [15,16]. In comparison, FG-CYS (our present
study) appeared to outperform G-CHI but slightly underperformed compared to GR-Cys.
Note that several aspects including safety, scalability and economy feasibility should be
considered when dealing with the use of a functionalization method. The majority of
the thiol-ene functionalized graphene was produced using toxic solvents such as NMP
and THF, which are not environmentally friendly and could potentially trigger chemical
risk in the working environment. With respect to the environmental hazard, energy
consumption, cost and scalability of producing dispersible graphene, the green thiol-ene
click functionalization approach developed in the present work still surpassed the thiol-ene
functionalized graphene reported in the literature based on the functionalization condition
applied and the effective functionalization degree achieved by FG-CYS.

Despite the growing body of work recently reported to functionalize graphene directly
using thiol-ene click strategy, there are still numerous open research opportunities to ad-
dress the graphene dispersion issue, to endow a better processability of graphene materials
(new functionalized graphene) with desired properties. Beyond the conventional chemical
modification of graphene such as the thermal heating process, other methods including
microwave irradiation, plasma etching, electrochemical modification or a combination
of these methods could be explored as promising alternative routes to resolve the low
reactivity of graphene. Based on our current work, functionalization parameters such as
the ratio of graphene to thiol precursor, reaction time and temperature, could be tuned
to accommodate a more effective grafting of functional groups on the graphene surface.
The future direction of graphene functionalization may be structured towards room tem-
perature modification of graphene, which can be feasibly achieved via the photoinitiated
thiol-ene click approach. In addition, more research efforts should be dedicated to the
optimization of functionalization methods to achieve not only the better dispersion of
graphene, but also the scalability of processing of new graphene materials to be more
economical.

5. Conclusions

In summary, the synthesis of functionalized pristine graphene by a green thermal thiol-
ene click approach using L-cysteine ethyl ester was successfully demonstrated. The use of
ethanol in replacing highly toxic organic solvents in this click reaction provides a generic,
green, and scalable approach to graft graphene with desired functional groups, which can
be achieved by selecting different types of thiol precursors bound with functional groups
including hydroxyl, ester and amine groups. Successful modification of pristine graphene
with the thiol precursor was confirmed by Raman, FTIR, TGA and XPS analyses. This green
modification process provides a significant contribution towards the scalable production of
functionalized graphene due to a simple and scalable chemical route which is beneficial
for many applications, such as biomedical, sensing, graphene polymer composites, inks,
supercapacitors, etc.

Supplementary Materials: The following are available online at https://www.mdpi.com/article/10
.3390/ma14112830/s1, Figure S1: Histogram on the number of layers of Gr, showing an average six
layers of graphene sheets with standard deviation determined from 20 measurements by HRTEM
analysis, Figure S2: XPS high-resolution C1s plots of Gr and FG-CYS, Table S1: Results of TGA and
the value of functional group coverage of FG-CYS estimated from TGA.
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Abstract: In this work, the synthesis of graphene-like nanosheets (GNS) by an electrochemical
exfoliation method, their microstructural characterization and their performance as fillers in a ceramic
matrix composite have been assessed. To fabricate the composites, 3 mol % yttria tetragonal zirconia
(BYTZP) powders with 1 vol % GNS were processed by planetary ball milling in tert-butanol to
enhance the GNS distribution throughout the matrix, and densified by spark plasma sintering (SPS).
According to a thorough Raman analysis and SEM observations, the electrochemically exfoliated GNS
possessed less than 10 graphene layers and a lateral size lower than 1 pm. However, they contained
amorphous carbon and vacancy-like defects. In contrast the GNS in the sintered composite exhibited
enhanced quality with a lower number of defects, and they were wavy, semi-transparent and with
very low thickness. The obtained nanocomposite was fully dense with a homogeneous distribution
of GNS into the matrix. The Vickers hardness of the nanocomposite showed similar values to those of
a monolithic 3YTZP ceramic sintered in the same conditions, and to the reported ones for a 3YTZP
composite with the same content of commercial graphene nanosheets.

Keywords: graphene; electrochemical exfoliation method; 3YTZP; ceramic nanocomposites; planetary
ball milling; SPS; Raman spectroscopy; electron microscopy; Vickers indentations

1. Introduction

Since the first isolation of single-layer graphene in 2004 by the mechanical exfoliation of graphite
—the “Scotch tape” method [1]—its unique properties have motivated a continuous growth in research
activity. It has been considered as a feasible candidate for applications in fuel cells, composites,
electronic devices, sensors, and photodetectors [2].

In the last decade, graphene has mainly been synthesized using two different approaches:
bottom-up, in which graphene is grown from small molecular carbon precursors, and top-down, in
which graphene is exfoliated from graphite as parent material [2]. Among the bottom-up approaches,
the chemical vapor deposition (CVD) technique is the most popular way of deposition of graphene
films on metal foils or silicon substrates [3-5]. Together with epitaxial growth [6], these are methods
that allow the formation of high-quality, large area graphene, encouraging its application in highly
flexible and conducting films. However, these methods present drawbacks such as high manufacturing
costs or the requirement of sophisticated equipment, high temperatures and expensive substrates [3].
On the other hand, when top-down approaches such as mechanochemical synthesis [7,8] or liquid
phase exfoliation [9,10] are simple, cost-effective and easily scalable, they have been presented by
different authors such as suitable methods for graphene mass production [7,11]. The synthesis of
graphene oxide by the mechanochemical method has also been reported [12]. The main disadvantage
of these techniques is that the obtained structures can have a greater number of defects than the ones
that originate from bottom-up methods.
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Electrochemical exfoliation has had a strong impact on the development of techniques to obtain
graphene because it provides an economical, simple and fast way to produce it. It is easily reproducible
because it can be performed under environmental conditions, and toxicity-free components that can
be easily removed after the process are used. In addition, the use of graphite as starting material,
together with the good results obtained from this process, reduce the cost of producing graphene,
resulting in an efficient and affordable method for the scientific community [13]. Moreover, some
studies have reported the production of high-quality thin graphene sheets with lateral sizes up to 30 um
by electrochemical exfoliation of graphite [10,11,14]. However, when this type of synthesis technique
is used, it is not easy to generate single-layer graphene, and graphene nanosheets (GNS) are usually
obtained. Thus, after the synthesis step, it is essential to characterize the nanostructures in order
to assess the lateral dimension, the number of graphene layers and the possible presence of defects
created during the synthesis process [7,8,10]. In recent years, new approaches for the electrochemical
exfoliation technique have been suggested in order to improve the yield [11,14] and to promote the
obtaining of mostly single- and few-layer graphene sheets [15].

Among the different applications of graphene, its use as a filler in composite materials has
awakened the interest of the scientific community in the last years, owing to the relevant properties
that these nanostructures impart to most materials [2,16]. In the case of ceramics, a strong interest
has been generated in the development of advanced ceramics in which the presence of graphene
as a second phase improves their fracture toughness and electrical conductivity [17,18]. However,
these composite materials present a processing challenge due to graphene’s strong tendency to
agglomerate, as a consequence of its high surface area. This negatively affects the properties of the
composite, so advanced processing techniques are usually needed [19,20]. Among the advanced
ceramics, 3 mol % yttria tetragonal zirconia (3YTZP) presents a remarkable technological interest
because of its excellent mechanical properties, such as Young’s modulus, fracture toughness and
hardness, as well as its chemical stability [21]. Recent studies about 3YTZP composites with graphene
have reported enhancements on properties as fracture toughness or flexure strength for very low
additions of graphene nanostructures [22,23].

Most of the published studies about graphene-ceramic composites generally use commercially
acquired graphene nanosheets. Although promising results in terms of enhancement of mechanical
and electrical properties have been reported for composites with cost-effective graphene nanoplatelets
prepared using advanced powder processing techniques [20,23], the best results have been obtained
in composites with thinner and more expensive graphene nanosheets or few-layer graphene [24-26].
This could hinder the industrial application of these composite materials due to the high manufacturing
costs. In this context, the search for cost-effective synthesis techniques to obtain graphene nanosheets
for its application in ceramic nanocomposites is very necessary.

In this work, the synthesis of graphene-like nanosheets has been assessed by means of a simple,
cost-effective and fast electrochemical exfoliation technique, using graphite as parent material. After a
detailed characterization of the as-synthesized nanosheets by Raman spectroscopy and electron
microscopy observations, they were incorporated as filler in a 3YTZP matrix nanocomposite. Powders
with 1 vol % GNS were processed by planetary ball milling in tert-butanol to enhance the GNS
distribution throughout the matrix, and densified by spark plasma sintering (SPS). The quality and
level of defects of the GNS in the composite were assessed by Raman spectroscopy. The microstructure
and hardness of the obtained nanocomposite was analyzed and compared to the reported ones for
3YTZP composites prepared with commercial nanosheets.

2. Materials and Methods

2.1. Graphene Synthesis and Characterization

The graphene-like nanosheets were obtained by the electrochemical exfoliation method [10], using
a graphite bar (1 cm diameter, 10 cm long, Goodfellow Cambridge Ltd., Huntingdon, UK) and a
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platinum wire acting as anode and cathode, respectively. The ionic solution was prepared by taking
1.3 mL of sulphuric acid (95-98%, Panreac, Castellar del Valles, Spain) and diluting in 100 mL of DI
water. The platinum wire and the graphite bar were immersed into the ionic solution with a separation
of 5 cm, and the electrochemical exfoliation process was carried out by applying DC bias from 1 to
10 V, with steps of 1 V every ten minutes during a total time of 1.5 h. After this time, 10 V were applied
for 30 min. Continuous magnetic agitation was applied during the whole exfoliation process.

After the exfoliation process, the suspensions were washed with DI water and isopropyl alcohol
by vacuum filtration using 200 nm pore filter alumina membranes (Whatman, Maidstone, UK) and
centrifuged (model SIGMA 3-30KS, Sigma Laboratory Centrifuges, Osterode am Harz, Germany) at
8500 r.p.m. for 15 min to remove graphite aggregates. The suspensions were frozen with liquid nitrogen
and freeze-dried for 48 h at —80 °C in order to avoid re-agglomeration of the obtained nanosheets
during drying (Cryodos-80, Telstar, Terrasa, Spain).

Raman spectroscopy and high-resolution scanning electron microscopy (HRSEM, 55200, Hitachi
High-Technologies Corp., Tokyo, Japan) were used to characterize the number of layers, morphology
and size distribution of the as-synthesized GNS. To that end, a few droplets of GNS suspension in
isopropyl alcohol were deposited on a glass slide for Raman spectroscopy or on a Cu transmission
grid with C coating for HRSEM inspection after drying. At least 10 Raman spectra were acquired
on the electrochemically exfoliated GNS using a dispersive microscope Raman Horiba Jobin Yvon
LabRam HR800 (ICMS), with a green laser He-Ne (532.1 nm) at 20 mW. The first-order (from 1000 to
2000 cm™!) Raman spectra were fitted to a sum of five functions: two Gaussian and three pseudo-Voigt
functions. In the second-order spectra (from 2250 to 3300 cm ™) three Lorentz and three pseudo-Voigt
functions were used. The fits were carried out using the OriginLab software (OriginPro 2019, OriginLab
Corporation, Northampton, MA, USA).

2.2. Nanocomposite Processing and Characterization

Composite powders with 1 vol % GNS were prepared using the electrochemically exfoliated
nanosheets and commercial 3YTZP powders (40 nm particle size, TZ-3YB-E, Tosoh Europe B.V,
Amsterdam, The Netherlands), which were previously annealed at 850 °C for 30 min in air. Planetary
ball milling (Pulverisette 7 classic line, Fritsch, Idar-Oberstein, Germany) was used to homogenize
the powders in a 10 w/w% tert-butanol (t-BuOH)/water mixture at 700 r.p.m. for 15 min. A 45 mL
zirconia jar and seven 15 mm diameter zirconia balls were used. After drying on a rotary evaporator,
the composite powders were homogenized in an agatha mortar and spark plasma sintered at 1250 °C
for 5 min, with an applied pressure of 75 MPa and heating and cooling ramps of 300 and 50 °C/min,
respectively (SPS model 515 S, Dr. Sinter, Inc., Kanagawa, Japan). A sheet of graphite paper was placed
between the powders and the die/punches to both ensure their electrical, mechanical and thermal
contact and also for an easy removal. The temperature was continually monitored by means of an
optical pyrometer focused on the side of the graphite die. Cylindrical samples with 10 mm diameter
and 2 mm thickness were obtained. The surface graphite paper from the SPS molding system was
manually eliminated by grinding.

To account for possible structural modifications of the graphene-like nanosheets after the composite
powder processing and sintering, at least ten Raman spectra were acquired on the obtained powders
after planetary ball milling, and on the fracture surface of the sintered composite. The first- and
second-order Raman spectra were fitted to the functions described in Section 2.1. The density of the
composite was determined with the Archimedes” method using distilled water as the immersion
medium. The theoretical density was calculated by the rule of mixtures taking the density of the 3YTZP
and the GNS as 6.05 g/cm® and 2.2 g/cm?, respectively. Scanning electron microscopy (SEM) using
backscattered electrons (BSE) for imaging (FEI-Teneo, FEI, Thermo Fisher, Cambridge, MA, USA) was
used to analyze the dispersion of the GNS in the ceramic matrix. This microscope has two in-lens
detectors which allow obtaining high resolution images at short work distances. Polished in-plane (i.p.)
and cross-section (c.s.) surfaces were analyzed to account for the existence of any structural anisotropy
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on the composite. The grain size of the ceramic matrix was estimated from SEM images acquired on
polished c.s. surfaces previously annealed in air for 15 min at 1150 °C. The planar equivalent diameter,
d = 2(area/m)!/?, namely the diameter corresponding to a circle with the same area as the measured
grain, was taken as a measure of the grain size, averaging 200 to 300 grains, according to UNE-EN
ISO 13383-1:2016 standard. The software packages Image] and OriginLab were used to determine the
relevant parameters. The fracture surface of the composite was also examined by HRSEM (HRSEM,
55200, Hitachi High-Technologies Corp., Tokyo, Japan).

The hardness of the nanocomposite was estimated from standard Vickers micro-indentations
(Vickers Duramin indenter, Struers, Copenhagen, Denmark) performed on the mirror polished i.p. and
c.s. surfaces. These two orientations were evaluated to account for any possible anisotropy effects.
Ten indentations were performed on each surface with 1.96 N applied load during 10 s. The hardness
values were calculated following the equation: Hy (GPa) = 1854.4 P/D?, where P is the applied load in
N and D the average diagonal of the imprint in pm.

3. Results and Discussion

3.1. Microstructural Characterization of the Graphene Nanosheets

Typical HRSEM micrographs (acquired in Secondary Electron Image mode) for the
electrochemically exfoliated nanosheets are shown in Figure 1. It can be observed that some nanosheets
present a lateral size lower that 1 um (Figure 1a). However, they show a strong tendency to agglomerate
(Figure 1b), resulting in GNS interconnections with a lateral size of several microns.

Figure 1. High-resolution scanning electron microscopy (HRSEM) images for the electrochemically

exfoliated graphene nanosheets, drop-casted on a Cu transmission grid (a) Isolated nanosheets;
(b) agglomerated nanosheets.

The Raman spectrum acquired on the as-exfoliated nanosheets is presented in Figure 2a. It is very
similar to the described ones in different works for graphene nanosheets, few-layer graphene or reduced
graphene oxide (rGO) [10,25,27]. The typical bands described in literature for these nanomaterials are
clearly observed at ~1350 (D), ~1585 (G) and ~2700 (2D) cm~!. The G and 2D bands are always found
in pristine graphene. The G band is due to the doubly degenerate zone center E2g mode and the 2D
band is the second order of zone-boundary phonons [28-30]. On the other hand, the D band is the most
prominent of the defect-induced bands. It has been reported that these bands arise from breathing-like
modes of the carbon rings activated by defects via double-resonance Raman process [28-30]. Usually,
the Ip/Ig intensity ratio is an indicative of the presence of defects on the graphene lattice [18,31,32].
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Figure 2. (a) Raman spectrum acquired on the as-synthesized graphene nanosheets; (b) Deconvolution
of the first-order Raman spectrum using five functions (D”, D, D3, G and D’ bands); (c) Deconvolution
of the second-order Raman spectrum using six functions (D + D*, 2Dy, 2D;, 2D3, D + D’ and 2D’ bands).

Along with the peaks that are clearly observed in the spectrum, other defect-induced bands
are present at ~1100-1200 and ~1610-1620 cm™!. These bands are detected in Figure 2a as a peak
that overlaps with the left side of the D band and as a shoulder on the right side of the G peak,
respectively. While the latter has been named in most of the published works as D’, the former has been
named as T; [33], Dy [34], D* [23,27,35] or D” [29,30,36] depending on the authors and on the studied
carbon-based material. Moreover, a broad shoulder between the D and G peaks can also be seen in
Figure 2a. This feature has been related to a Raman band at ~1500 cm™! in defected carbon-based
materials, and has been named as T; [33], D3 [34,37] or D” [27,35] by different authors. This band has
been related to the presence of amorphous carbon in graphene oxide [27,35], carbon nanotubes [33] or
other carbon-based materials [34]. In the present work, we will assume the nomenclature D, D3 and
D’ for the bands located at ~1100-1200, ~1500 and ~1610~1620 cm™, respectively.

Usually, the D”, D3 and D’ bands are not described when analyzing the Raman spectra of
graphene-based nanomaterials because they are very weak peaks. Nevertheless, when these bands
present a remarkable intensity, they appear to overlap with the D and G peaks. This makes the
deconvolution of the first-order spectrum (from 1000 to 2000 cm™1) essential for the correct interpretation
of the Raman spectrum, as it is suggested by different authors [27,33,35,38,39]. The fittings of the first-
and second-order spectra allow the suitable obtaining of the position, intensity (integrated area) and
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band width of the different peaks. These parameters allow us to establish the presence and nature of
defects in the electrochemically exfoliated nanosheets.

Figure 2b,c show examples of the fittings that have been carried out for all the Raman spectra
acquired on the electrochemically exfoliated graphene nanosheets, using two Gaussian (D”” and Dj)
and three pseudo-Voigt (D, G and D’) functions for the first-order spectra, and three Lorentz (2D) and
three pseudo-Voigt (D + D*, D + D" and 2D") functions for the second-order spectra.

The high values of the Ip/Ig and Ip/Ig ratios (Table 1) point to the existence of defects and
disorder in the exfoliated nanosheets. Moreover, the low value of I,p/Ig supports this conclusion,
as it has been published that the 2D band of highly disordered graphene reduces its intensity and
increases its width [27,31]. Nevertheless, according to the terminology introduced by Ferrari et al. [29]
regarding the Raman spectra of disordered graphene, the electrochemically exfoliated nanosheets
obtained in the present work would correspond to low-defect graphene (stage I in the classification
proposed by these authors). They established a transition between stages I (low-defect graphene)
and II (disordered graphene) at Ip/Ig = 3.5, and the intensity ratio of the obtained GNS is lower than
this value (2.24 + 0.05). The existence of a pronounced D3 band (see the high value of the Ips/Ig ratio
obtained after fitting, Table 1) is attributed to the presence of amorphous carbon in the nanosheets, as
suggested by previous authors [27,34,35].

Table 1. Intensity ratios of the D, D3, D’ and 2D bands with respect to the G peak, obtained for the
as-synthesized graphene-like nanosheets (GNS) and the GNS in the sintered composite after fitting the
first- and second-order Raman spectra.

Sample Ip/Ig Ips/Ig Ip/Ig Lp/Ig

As-synthesized GNS 2.24 +0.05 0.485 + 0.021 0.23 £0.07 0.219 £ 0.011
Sintered 1 vol % GNS/3YTZP 1.93 + 0.06 0.249 + 0.021 0.18 + 0.07 0.46 £ 0.05

The shape of the second-order spectrum (Figure 2c)—with a D+D’ band with high intensity—is
very similar to the reported one for monolayer graphene bombarded by low-energy argon ions in
order to induce disorder in the system [31]. It has been shown that this ion bombardment promotes
vacancy-type defects [31,32], so the disorder detected on the exfoliated nanosheets is very likely caused
by vacancy-like defects.

Finally, the fitting of the 2D band could be carried out using three Lorentzian functions (Figure 2c),
revealing that the GNS present a number of layers lower than 10, according to Ferrari et al. [28]
and Malard et al. [40]. Thus, the electrochemical exfoliation technique used in this work allows the
production of graphene-like nanosheets: reduced graphene oxide or few-layered defected graphene.

3.2. Microstructural Characterization of the Nanocomposite

A relative density of 99% was obtained for the sintered composite. This high-density value reveals
the achievement of a high level of compaction and low porosity in the composite, as it is supported by
the SEM micrographs of the composite polished surfaces annealed in air (Figure 3), where pores are
not distinguished. It is possible to observe some voids closed to the ceramic grains; however, their size
is very similar to that of the grains, which points to the fact that they are the consequence of grain
pull-out during the grinding and polishing steps previous to the annealing. The full densification of
this type of composites has been previously reported for composites with similar contents of other
types of commercial graphene-based nanomaterials, prepared with similar processing and sintering
routines [23,41].
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Figure 3. SEM micrograph of the polished c. s. surface of the 3YTZP composite after annealing in air.

A grain size of 0.17 = 0.09 um has been obtained for the nanocomposite, revealing a grain
refinement with respect to a monolithic 3YTZP ceramic sintered using the same conditions (0.29 +
0.02 um [41]), in agreement with the grain growth inhibition effect previously reported for ceramic
composites with commercial graphene-based nanomaterials [19,23,25,41]. The grain refinement shown
by the composite in this work is more remarkable than the reported ones in previous works for 3YTZP
composites with the same content of commercial graphene nanoplatelets [41] (0.27 um) and graphene
nanosheets obtained by mechanical exfoliation of commercial GNP [23] (0.25 pm). This could be related
to the optimum GNS distribution throughout the matrix achieved in this work. This is a consequence,
on the one hand, of the low dimensions of the electrochemically exfoliated GNS, and, on the other
hand, of the adequate use of advanced powder processing and sintering techniques.

The Raman spectra of the composite powder after planetary ball milling and of the sintered ceramic
composite are presented in Figure 4a. The characteristic peaks for graphene are clearly observed,
revealing that neither the high-energy milling during powder processing nor the high temperature
during sintering degraded the electrochemically exfoliated GNS. However, a peak with high intensity
was detected at ~1000 cm™!, which had not been observed in the spectrum of the as-exfoliated GNS
(Figure 2a). In order to analyze the origin of this peak, the Raman spectra were acquired in an extended
frequency range (inset in Figure 4a) revealing the existence of multiple peaks. Together with the
peaks corresponding to the tetragonal (264, 320, 460, 643 cm™') and monoclinic (365, 488 cm™!) phases
of the zirconia matrix [42], sharp peaks in the range ~500-630 cm~! and a broad band in the range
~700-1100 cm~! were found. These bands can be attributed to the presence of a low percentage of an
alumino-silicate (AS) glass [43] that could have been introduced as contamination into the composite
powder during the high-energy ball milling. The percentage of this phase must be significantly low, as
it was not detected by X-ray diffraction (results not shown). However, future efforts will be carried out
to modify the planetary ball milling conditions in order to avoid the formation of this trace of AS glass.
In order to perform the deconvolution of the first-order spectra to suitably analyze the defect-related
peaks and the intensity ratios, we introduced a new peak—at ~1000 cm~!—to the fittings.

Figure 4b,c shows examples of the fittings that have been carried out for all the Raman spectra
acquired on the sintered ceramic composite using two Gaussian (D” and D3) and four pseudo-Voigt (AS
glass, D, G and D’) functions for the first-order spectra, and three Lorentz (2D) and three pseudo-Voigt
(D + D*, D + D’ and 2D’) functions for the second-order spectra.

A decrease of the defect-related D and D’ peaks intensity, along with an increase of the intensity of
the 2D band, is observed for the GNS in the sintered composite, in comparison with the as-exfoliated
GNS (Table 1). Also, a decrease of the D3 band is found, pointing to a lower amount of amorphous
carbon in the GNS after sintering, in agreement with published results that the Ips/Ig ratio decreases as
the crystallinity increases [27]. All of this reveals a decrease of the number of defects and a restoration
of the graphene network during the high-temperature sintering process [27,31,32,39].
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Figure 4. (a) Raman spectra acquired on the composite powders after high-energy planetary ball
milling and on the sintered composite, inset: detail of the Raman spectrum acquired on the sintered
composite in the range 150-1800 cm™}; (b) Deconvolution of the first-order Raman spectrum of the
sintered composite; (¢) Deconvolution of the second-order Raman spectrum of the sintered composite
(D + D*, 2Dy, 2D3, 2D3, D + D’ and 2D’ bands).

Another parameter that can give information about defects in graphene is the band width for D,
G, D’ and 2D bands, as their widths increase with a growing number of defects [31]. Martins Ferreira
et al. [31] have reported that the width of G and D’ peaks have a less pronounced dependence than the
D and 2D bands. According to this assessment, the band widths of the G and D’ peaks stay invariable
in both the as-exfoliated GNS and the sintered composite (Table 2), while a lower D band width is
clearly observed in the GNS after sintering, which supports the decrease of the number of defects
mentioned above. Unexpectedly, the 2D band width stays invariable. However, this parameter is not
only dependent on the number of defects, but also on other factors such as doping or strain [3]. It has
been published that the 2D band width of graphene subjected to strain suffers a broadening and a
shift in frequency [3,44,45]. Table 2 shows the positions of the D, G, D" and 2D bands, revealing a shift
towards higher frequencies for all of them in the spectra of the GNS sintered composite, in comparison
to the spectra of the as-exfoliated GNS. This can be attributed to residual stresses in the GNS imposed
by the constraining ceramic matrix [44,45]. Thus, the effect of broadening the 2D band as a consequence
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of the stresses would counteract the decrease of the band width related to the decrease of defects in the
GNs after sintering.

Table 2. Positions and band widths of the D, G, D’ and 2D bands obtained for the as-synthesized GNS
and the GNS in the sintered composite after fitting the first- and second-order Raman spectra.

D G D’ 2D
Sample Position Band Width Position Band Width Position Band Width  Position*  Band Width *
(cm™1) (cm—1) (cm™1) (cm™1) (cm™1) (cm—1) (cm™1) (cm™1)
As-synthesized GNS 13469 +0.3  915+21 158534+ 1.02 5241 1617507  272+09  2687.6+04  103.96+ 1.6
Sintered 1 vol % 13503 +04 753 +24 1592.1 +1.3 53 +2 1621.8£05  327+13 26909 +1.1 105 + 3

GNS/3YTZP

* Values obtained after fitting the 2D band to a pseudo-Voigt function (not shown).

Figure 5 shows the low magnification SEM micrographs acquired on the polished c.s. surface
of the nanocomposite using BSE. These images reflect the GNS distribution in the ceramic matrix,
as the 3YTZP matrix and the GNS appear in the micrographs as light and dark phases, respectively.
A homogeneous distribution of the GNS (marked with thin arrows in the figure) throughout the
ceramic matrix is observed, with scarce large GNS agglomerates (marked with a thick arrow). In this c.s.
image, most of the observed nanosheets present their side view, which indicates that the ab plane of the
graphene layers lies on a plane perpendicular to the compression axis during sintering. This preferential
alignment has been previously described for different ceramic composites [19,24,25,41], including
composites prepared from powders homogenized using planetary ball milling in wet conditions [20,46].
This structural anisotropy is a consequence of the two-dimensional character of graphene, and the
uniaxial pressure applied during the sintering process. When increasing the magnification (inset in
Figure 5), very thin GNS with lateral sizes of several microns can be observed throughout the matrix.
This could correspond to interconnections of smaller GNS, as previously shown in the HRSEM images
of the as-exfoliated GNS (Figure 1b).

Ipym | ° o Ohm

Figure 5. BSE-SEM micrographs of the polished c.s. surface of the sintered composite.

The HRSEM images of the fracture surface of the nanocomposite, shown in Figure 6, give an
insight into the morphology of the graphene nanosheets incorporated in the 3YTZP matrix. The GNS
(marked with arrows) appear as wavy, semi-transparent tissue covering the ceramic grains, as
previously reported in ceramic composites with few-layer graphene [25,47]. Some GNS can be seen
from a side view, revealing a very low thickness, in accordance with the HRSEM observations of the
as-synthesized nanosheets (Figure 1). The fracture surface presents a mostly intergranular fracture
mode, which indicates a strong physical bonding at the interphase between the 3YTZP matrix and the
GNS, although some areas with intragranular fracture can also be observed.
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Figure 6. HRSEM micrographs of the fracture surface of the sintered composite. (a) Some GNS can be
seen as semi-transparent tissue; (b) some GNS can be seen from a side view.

3.3. Vickers Hardness of the Nanocomposite

The Vickers hardness of the nanocomposite, evaluated on i.p. and c.s. surfaces, revealed no
mechanical anisotropy, as similar hardness values were obtained for both surfaces (Table 3). This may
be due to the small lateral size of the GNS. Also, the values were identical to the reported ones for
a monolithic 3YTZP ceramic prepared with similar sintering conditions [41], and very similar to
the reported ones for a composite with 1 vol % of graphene nanosheets obtained by exfoliation of
commercial graphene nanoplatelets by means of high-energy ball milling [23]. These results indicate
that ceramic-based composites containing the electrochemically exfoliated GNS may also display good
mechanical strength and fracture toughness. Research work to determine this is already underway.

Table 3. Vickers hardness for the composite in this study, compared with a monolithic 3YTZP ceramic
and a composite prepared with commercial graphene nanosheets.

Sample H;j,p. (GPa) H.s. (GPa)
3YTZP [41] 139 + 0.5
1vol % GNS/3YTZP 14.00 + 0.13 139+ 08
(this work)
0,
Lvol % ([EZI;I]S/ 3YTZP 13.6 + 0.8 12.7 + 0.7

4. Conclusions

Graphene-like nanosheets (GNS) with a number of graphene layers lower than 10, containing
amorphous carbon and vacancy-like defects, and with a lateral size lower than 1 pm were successfully
synthesized using a simple, cost-effective and fast electrochemical exfoliation method. The incorporation
of 1 vol % GNS to a 3YTZP matrix resulted in a composite material with a homogeneous distribution
of GNS into the matrix, despite the high tendency to agglomerate presented by the as-exfoliated GNS.
The selected processing method—planetary ball milling of the composite powders and spark plasma
sintering (SPS)—produced a fully dense nanocomposite containing GNS with significantly enhanced
quality, as revealed by Raman spectroscopy. The GNS were wavy, semi-transparent and with very
thin thickness. The microstructural anisotropy—preferential alignment of the GNS in the direction
perpendicular to the pressing axis during SPS—revealed by SEM observations was not reflected on the
hardness values of the nanocomposite, which were isotropic. The hardness of the composite studied
here was very similar to the reported one for a 3YTZP composite with the same content of commercial
graphene nanosheets.
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Abstract: We investigate a process of controlling the electronic properties of a surface of nanoporous
carbon glass-like thin films when the surface pores are filled with potassium atoms. The presence of
impurities on the surface in the form of chemically adsorbed hydrogen and oxygen atoms, and also
in the form of hydroxyl (OH) groups, is taken into account. It is found that even in the presence of
impurities, the work function of a carbon nanoporous glass-like film can be reduced by several tenths
of an electron volt when the nanopores are filled with potassium atoms. At the same time, almost all
potassium atoms are ionized, losing one electron, which passes to the carbon framework of the film.
This is due to the nanosizes of the pores in which the electron clouds of the potassium atom interact
maximally with the electrons of the carbon framework. As a result, this leads to an improvement
in the electrical conductivity and an increase in the electron density at the Fermi level. Thus, we
conclude that an increase in the number of nanosized pores on the film surface makes it possible to
effectively modify it, providing an effective control of the electronic structure and emission properties.

Keywords: nanoporous carbon surface; electronic structure; emission properties; work function;
potassium atoms; charge transfer

1. Introduction

It is well known that carbon nanoporous glass-like materials are actively used in modern emission
electronics [1-6]. In particular, they are very promising for the manufacture of field emission cathodes
based on them. Such cathodes exhibit promising field emission parameters [7-9]. The edges of pores in
these carbon glass-like materials are sharp blade structures that make them emission centers with a field
enhancement factor, 3. As already known, the emission tips of matrix cathodes with a high emission
current density are traditionally produced on the basis of this mechanically strong material. Carbon
glass-like materials have high strength, high heat resistance, abrasion resistance, and chemical inertness,
as well as isotropic electrical conductivity [10,11]. It should also be noted that modern technology
allows us to control the size of nanopores. For example, by forming nanoporous carbon on a conductive
substrate, the nanopore size can be varied from 0.6 to 4.0 nm [12,13]. The samples of such nanoporous
carbon were produced as a result of thermochemical treatment of different carbides with chlorine
at different temperatures. It should also be noted that interest in the glass-like carbon nanomaterial
increases in connection with the increasing possibilities of modifying its pores with atoms of various
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chemical elements [14-16]. With the increased capabilities of computer modeling, it has become
possible to study all the features of carbon surface modification at atomic level [17]. The atomic structure
of the glass-like carbon nanomaterial was reproduced due to modern microscopy. The glass-like carbon
can be divided into two types: anisotropic material of multi-layer graphene flakes forming a likeness
of layers (graphitized glass-like carbon) and randomly arranged graphite flakes (non-graphitized
glass-like carbon) [18,19]. Non-graphitized glass-like carbon, in turn, can be divided into two classes:
the first class has mainly randomly distributed curved layers of graphene fragments [20], the second
class has self-organizing nanometer fullerene-like spheroids and 3D disordered multilayer graphene
flakes [21]. In some recent papers, the carbon material between few-layer graphene and fullerenes are
also called porous glass-like carbon [22].

At the same time, the question of the effect of the emitting tip surface on the emission properties
remains topical. At present, it is possible to modify and nanostructure the surface of porous carbon
glass-like materials [2], which makes it possible to sharply increase the field enhancement factor 3 by
4-5, because a thin surface layer of the emitting material plays a decisive role in autocathodes. This layer
may be compared with a film of a thickness of several tens of nanometers, as shown by Gay et al. [2].
A typical scanning electron microscope (SEM) image of the emitting surface of a nanoporous carbon
glass-like emitter is shown in Figure 1. This image was taken using a JEOL JEM-2100 Plus transmission
electron microscope at an accelerating voltage of 10 kV. The diameter of the tip at the base is 32 microns;
the diameter of the apex is 16 microns. As can be seen in the figure, the working surface of the emitting
tip is a rough structure which ensures a high density of field emission current. The technology for
producing such films using laser radiation is described in detail by Bessonov et al. [23].

- 1um JEOL 2/19/2016
10.0kV LED SEM WD 17.3mm 13:33:54

Figure 1. SEM image of the emitting tip surface of the porous glass-like nanomaterial.

However, the complexity of the surface modification problem is that the surface always contains
at least a small number of impurity atoms [24]. First of all, these are atoms of oxygen, hydrogen, and
OH groups. Even despite the technical vacuum conditions (10°~10~7 Torr) under which autocathodes
work in most cases, a certain proportion of adsorbates remain. The presence of impurities inevitably
leads to a deterioration of the emission properties [25,26]. However, there is a method for an efficient
surface modification, for example, by doping with alkali metal atoms, which contribute to a decrease
in the work function [27,28]. Thus, the emitter surface plays the most important role in all emission
processes [29,30]. Depending on the type of impurities adsorbed on the emitter surface, as well as
the surface topology, the emission properties of the material may deteriorate or improve [31-36].
Moreover, the impurities and topology determine the energy of the surface and the electron charge
density distribution. The combination of these factors determines the work function and the electrical
conductivity of the emitting surface.
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This work is devoted to the in silico study of the patterns of change in the electronic properties of
thin films of carbon nanoporous glass-like nanomaterial upon oxidation and modification by hydroxyl
groups and potassium atoms, from the standpoint of the effect on the emission properties and the
expansion of the applications of this nanomaterial in electronics. As the carbon nanoporous film, we
considered a film with a thickness of 4-5 nm, whose surface had a nanopore system formed by the
fragments of single- and few-layer graphene flakes and fullerenes.

2. Atomistic Model of the Nanoporous Carbon Surface

A super-cell of porous glass-like carbon nanomaterial film was constructed for this investigation.
Earlier, we had created an atomistic model of a porous glass-like carbon nanomaterial [37], which was a
combination of interacting graphene flakes and fullerene fragments (see Figure 2a). The atomic network
of the super-cell was obtained as a result of the optimization of the atomic cell by the self-consistent
charge density functional tight-binding (SCC-DFTB) method [38]. The calculations were performed
using the DFTB+ package [39]. This program uses one of the best parameterizations of the SCC-DFTB
method. This parameterization is very popular in academia. According to Google, it is mentioned in
more than 20,000 scientific publications as a calculation method. A comparative analysis of the results
of using density functional theory (DFT) and DFTB, using the example of defective graphene, showed
that the DFTB method reproduced both the structural and energy parameters of nanostructures with
high quantitative accuracy [40]. The error of the SCC-DFIB method depended on the class of problems
being solved. In particular, the error in calculating the atomic structure and electronic parameters
(energy gap of the band structure, Fermi level, and distribution of the electron charge over atoms) was
several percent. A super-cell of 2D porous carbon material was a thin layer of glass-like nanomaterial,
the surface of which corresponded to the equilibrium state. The approach of super-cell formation
had previously been used by the authors to construct a bulk sample of a porous glass-like material.
As a result, the structural density of the created film model was 1.21 g/cm?® with the dimensions of
the super-cell 4.2 nm x 4.2 nm X 4.1 nm. As the film was a two-dimensional structure, the super-cell
of the film was only translated in the X and Y directions, as shown in Figure 2a. The number of
atoms in the super-cell was 3874 (not taking into account the impurity). The pore size in our model
was 0.25-1 nm, which corresponded completely to the glass-like porous nanomaterial [19,21]. The
fraction ratio of non-hexagonal elements was 9.2%, which also fully corresponded to the structure
of the glass-like porous nanomaterial [21], which was characterized by 10%-15% of non-hexagonal
elements. The super-cell translated in the X and Y directions reproduced the surface of the emitting tip
with some approximation. In the Z direction, the structure had freely oriented fullerene fragments and
graphene flakes. The atomic networks of these fragments were obtained as a result of optimization by
the SCC-DFTB method. The surface of the porous film obtained on the basis of the created super-cell is
shown in Figure 2b. If we compare the obtained surface with the SEM image shown in Figure 1, one
can see the similarity of topology, which is represented by a large number of individual fragments of
nanostructures. The developed surface of the atomistic model of a nanoporous carbon material had
numerous fragments of graphene and fullerene flakes. Nanopores were located on the surface, no
deeper than 2.6 nm.

The modification of the surface with potassium atoms was carried out as a result of bombarding the
surface of the glass-like carbon with potassium atoms using the molecular dynamics (MD) SCC-DFTB
method under normal external conditions [41]. The calculations were performed using open-source
Kvazar [42]. The initial conditions were taken from experimental data [43], in which the beam energy
was from 50 to 150 keV at a beam density of 10'°~10!” atom/cm?. We considered the case when the
beam density was 10'® atom/cm?, and the energy was equal to 100 keV. The velocity of the atoms was
0.70 m/s under such conditions. The main regularities in filling the pores and reaching the maximum
potassium concentration were found as a result of a series of 20 numerical experiments. This process
was accompanied by temperature fluctuations within 300-800 K. It was established that the maximum
possible potassium concentration by mass was 4.65% for this structure of glass-like carbon surface.
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Figure 2c shows the course of filling the nanopores with potassium atoms. The ordinate represents the
depth at which the nanopores were located (negative direction of the Z axis) and the abscissa—the
number of potassium atoms filling these nanopores. One can see a clear regularity in the filling of the
nanocavities of the glass-like carbon surface. Even at a low concentration of 0.59%, two potassium
atoms reached a depth of 2.5 nm with respect to the surface layer. During the process of bombarding
the surface of glass-like carbon, all the nanocavities were uniformly filled with potassium atoms. This
is well demonstrated by the inset of Figure 2c, which corresponded to the maximum concentration,
where the potassium atoms uniformly filled the surface, deep, and middle cavities (potassium atoms
are marked with ocher-colored balls). Thus, all pores were filled at a depth of 2.5-2.6 nm.
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Figure 2. A surface of porous glass-like nanomaterial: (a) a super-cell of the film, which is the glass-like
nanomaterial surface; (b) a topology of the atomic model surface; (c) a distribution of potassium atoms
(balls of ocher color) by nanopores at different concentrations (mass fraction).

3. Results and Discussion

As already known, the working nanostructured surface of the emitting tip is not absolutely clean.
It always contains adsorbed oxygen atoms, hydrogen, OH groups, or a combination of these. These
impurity atoms/atomic groups always increase the work function of the material, especially oxygen.
In connection with this, we conducted an in silico investigation of various combinations of impurity
elements with different concentrations.
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One series of numerical experiments was carried out by filling the nanopores with potassium
atoms during the hydrogenation of fragmentary surface elements. Figure 3a shows a super-cell of a
nanocarbon film whose surface contained 3.56% atomic hydrogen (hydrogen atoms are shown in white
and gray color). Hydrogen atoms were located on the edges of the atomic network fragments, because
these atoms of the carbon framework were most chemically active. Balls of ocher color represent
potassium atoms. It should be noted that the impurity atoms of hydrogen did not change the process of
filling the nanopores with alkali metal atoms. The directions of the X, Y, and Z axes remained the same,
as shown in Figure 2c. We constructed super-cells and calculated the band structures and densities
of states (DOS) with determination of the Fermi level for various values of the atomic hydrogen
concentration. Numerical simulations of the process of filling the nanopores with potassium atoms
were performed for each case until the maximum concentration was achieved. Noticeable changes in
the energy of the film and, in particular, in the position of the Fermi level, which determines the work
function, were detected during the filling of the nanopores. We found that the work function of the
film decreased as the nanopore was filled with potassium atoms regardless of the amount of adsorbed
atomic oxygen. When the initial value of the work function was 5.1-5.3 eV, then it amounted to 4.6 eV
with the maximum filling of the nanopores. This result was extremely important for the process of
electron emission by the application of an electric field. It is characteristic that a lower value of the
work function was achieved with maximum hydrogenation of the film surface in this case. It should
also be noted that the work function of the film with the surface adsorbing the impurity atoms (4.96 eV)
was always greater than the work function of the pure carbon framework. We noted that a decrease in
the work function during hydrogenation was provided by an increase in the potassium concentration
at a given fixed fraction of hydrogen atoms on the surface. We can say that the hydrogenation did not
prevent a reduction in the work function during the filling of pores by potassium atoms.

Another series of experiments was devoted to the study of the band structure, the position of
the Fermi level, the oxidation of the surface, the adsorption of OH groups, and also the adsorption
of oxygen atoms, hydrogen, and OH groups simultaneously. Figure 3b shows the super-cell at the
oxidation (oxygen atoms are shown in red) of the surface fragments of the atomic cell and at the
maximum filling of the nanopores with potassium. The concentration of oxygen atoms was 0.81%.
Figure 3c shows the super-cell of the film upon adsorption of OH groups on its surface (0.58%). The
band structures and Fermi levels were calculated for all cases of different concentrations of impurity
atoms. The analysis showed that the type of impurity directly determined the nature of the change
in the energy structure and the position of the Fermi level. Figure 3d shows a graph of the work
function as a function of the mass fraction of potassium for various variants of impurity atoms and their
concentration. Characteristic groups of curves were distinguished. Firstly, all cases with hydrogenation
were characterized by a decrease in the work function when filling the nanopores with potassium.

As can be seen in Figure 3d, with an increase in the concentration of hydrogen atoms on the
surface, the work function decreased against the background of increasing potassium mass fraction.
Secondly, oxidation impaired the emission properties of the surface regardless of the concentration of
oxygen atoms. The work function only increased, in particular by 0.5-0.6 eV, regardless of the number
of oxygen atoms and the degree of presence of potassium atoms. Other variants of impurity atoms
showed a noticeable deterioration of the emission properties, regardless of the concentration. The
results of the calculations showed that the presence of OH groups increased the work function by
0.5 eV, in comparison with hydrogen. However, the modification of pores with potassium made it
possible to compensate increasing work function, as can be seen in Figure 3d (curve with triangles). It
should also be noted that the presence of both O atoms and H atoms on the surface simultaneously, as
with oxidation, only contributed to an increase in the work function.
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Figure 3. The atomic structure and the work function of a nanocarbon porous film with different types
of impurity atoms: (a) modification by hydrogen atoms (3.56%); (b) modification by oxygen atoms
(0.81%); (c) modification by OH groups (2.58%); (d) a graph of the change in the work function with an
increase in the mass fraction of potassium at different concentrations of impurity atoms.

In order to find the physical phenomena that occurred during such changes in the energy structure
of the film and in the displacement of the Fermi level, we investigated the charge transfer between
atoms of potassium and the carbon framework with adsorbed atoms/atomic groups. Table 1 shows
the calculated values of Mulliken charges—charges localized on the carbon framework, on potassium
(K) atoms, and on other atoms of the surface. The same cases of impurity atoms on the surface are
given as in Figure 3d. Potassium atoms always gave up their charge. The dependence of the amount
of overflowing charge from potassium atoms on the carbon framework was non-linear. An analysis
of the pattern of the electron density distribution showed that the potassium atoms lost almost an
entire electron (0.8-0.9 e) directly near the framework and that the atoms inside the group of potassium
atoms practically did not lose anything (they had a charge of 0.26 e). Therefore, the ratio of the charge
to the number of potassium atoms in the cell varied from 0.86 to 0.73 e/atom.
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Table 1. Charge distribution at the maximum mass fraction of potassium (4.65%).

o Charge, |e|
N/N atoms, % K H (0] OH Carbon
3.56% H +39.95 +10.39 - - -50.34
2.22%H +40.20 +7.10 - - —47.30
1.55% H +40.46 +5.14 - - —45.60
0.81% O +41.28 - -10.38 - -30.90
1.12% O +41.45 - -15.04 - -26.41
2.58% OH +40.10 - - -1.20 -38.90
1.12% O, 1.12% H +40.75 +1.60 -8.42 - -33.93

Figure 4a shows a super-cell with impurity hydrogen atoms (3.56% H) and a maximum mass
fraction of 4.65%. The charge is displayed in color—the potassium atoms change color from red
(charge +0.96 e) to yellow green (+0.50 e) and green (+0.26 e). The carbon framework had a practically
uniformly distributed charge —0.1 e to —0.5 e, therefore it is displayed in blue. Hydrogen atoms, like
potassium, gave up a partial charge, so they are shown in green. Their charge varied from +0.1 to
+0.23 e. Thus, analysis of the electron charge density distribution data (data in Table 1) and comparison
with the graphs in Figure 3d shows that the minimum work function was observed for the case of the
maximum transfer of electron charge to the carbon framework. This was due to an increase in DOS
at the Fermi level. Figure 4b shows DOS for the case of a maximum displacement of the Fermi level
upward and a corresponding decrease in the work function (lilac curve). It can be clearly seen that in
this case the DOS peak fell on the Fermi level, which improved electrical conductivity and reduced the
work function. The gray color represents DOS surfaces with 3.56% H, but without potassium atoms.
When oxidizing the surface, even pouring potassium into the pores did not improve the emission
properties. Figure 4c shows DOS for the oxidized surface with a concentration of 1.12% O (gray curve)
and for the same surface at the maximum mass fraction of potassium (red curve). It can be seen that at
the Fermi level the DOS of the surfaces with potassium were smaller in comparison to the case without
potassium. For comparison, we calculated the DOS of a clean surface (without impurity atoms) and
a surface with the maximum mass fraction of potassium. These calculation results are presented in
Figure 4d. The DOS increased at the Fermi level.

Calculations of the charge of the carbon framework in all considered cases of surface modification
showed that there was a clear regularity. As the electron charge flowed over the carbon framework,
the work function decreased. Figure 5 shows the graphs of the change in the work function of the
film with an increase in charge on the carbon framework for various cases of filling the nanopores
with potassium.
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Figure 4. Distribution of the electron charge: (a) on a surface modified by hydrogen atoms with a
concentration of 3.56%, with a maximum mass fraction of potassium; (b) Density of states (DOS) of
hydrogenated (3.56%) surface without potassium (gray curve) and with potassium (lilac); (c) DOS of
oxidized (1.12%) surface without potassium (gray curve) and with potassium (red); (d) DOS of a clean
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4. Conclusions

Regularities in the electronic structure and charge transfer in the nanoporous surface of glass-like
thin films when the surface pores were filled with potassium atoms were investigated using MD
DFTB calculations. We constructed an atomistic model of the porous carbon film surface, completely
reproducing the features of the glass-like porous nanomaterial structure. It was found that the
maximum possible concentration of potassium by weight was 4.65% for the examined glass-like carbon
surface. In this case, the potassium atoms uniformly filled the surface, deep, and middle cavities at a
depth of 2.5-2.6 nm. The presence of impurities in the form of chemically adsorbed hydrogen atoms,
oxygen, and OH groups was taken into account during the calculation of the electronic structure of
the glass-like carbon surface doped with potassium. The calculation results showed that the type
of impurity determines directly the nature of the change in the band structure and the position of
the Fermi level of the glass-like carbon surface doped with potassium. Hydrogen saturation reduces
the work function, oxidation increases the work function by 0.5-0.6 eV regardless of the oxygen
concentration, and, finally, the presence of OH groups increases the work function by 0.5 eV, compared
with hydrogen. When the surface nanopores filled with potassium atoms, all the potassium atoms
were ionized, losing one electron, which transferred over to the carbon framework of the film. It was
found that changing the mass fraction of potassium atoms on the surface can reduce the work function
even in the presence of impurity atoms, which impair the emission properties.
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Abstract: Monolayer tungsten disulfide (2D WS,) films have attracted tremendous interest due to
their unique electronic and optoelectronic properties. However, the controlled growth of monolayer
WS; is still challenging. In this paper, we report a novel method to grow WS, through chemical vapor
deposition (CVD) with ZnO crystalline whisker as a growth promoter, where partially evaporated
WS; reacts with ZnO to form ZnWOy by-product. As a result, a depletion region of W atoms and S-rich
region is formed which is favorable for subsequent monolayer growth of WS,, selectively positioned
on the silicon oxide substrate after the CVD growth.

Keywords: monolayer WS,; ZnO; CVD; controlled growth

1. Introduction

Two dimensional (2D) materials such as graphene, hexagonal boron nitride, and transition metal
dichalcogenides have attracted tremendous attention from scientists in materials science, physics,
and chemistry for their monolayer structure and properties [1-3]. Monolayer WS, is one of the typical 2D
materials with a suitable direct band gap ca 2.0 eV showing potential applications in sensors, electronics,
and optoelectronics [4-8]. Recently, many methods have been used to prepare monolayer WS,, such as
mechanical exfoliation, as well as wet chemical and hydrothermal synthesis [9-12]. Chemical vapor
deposition (CVD) is considered the most suitable method for the preparation of monolayer WS, used
for thin film devices [13]. In the CVD method, tungsten oxide and sulfide powders are commonly used
as precursors, which evaporate at high temperature and react to form WS,. Large-scale monolayer
WS; has been reported to be grown on an Au substrate [14]. To integrate with silicon integrated circuit
technology, the growth of WS, on a silicon dioxide (SiO;) substrate is preferred [15,16]. Many works
have focused on the deposition of the monolayer WS, on the S5iO; substrate by CVD [17-19]. However,
the deposition has poor reproducibility caused by the growth conditions [20]. In addition, the 2D
WS, obtained is combined with monolayer and multilayers [19,21,22]. The selective growth and the
positioning of monolayer WS, are not under control. Besides the controlled growth, the mechanism
of the monolayer WS, formation is still under discussion. Fan et al. provided an understanding of
the dislocation-driven growth mechanism of 2D nanostructures in their work [23]. Cain et al. found
that transition metal dichalcogenide monolayer growth proceeds from nominal lyoxi-chalcogenide
nanoparticles which act as heterogeneous nucleation sites for monolayer growth [24]. The reaction
of tungsten oxide in sulfur vapor suggests that the growth of WS, is thermodynamically correlated
with the sulfur concentration. We hypothesized that if the sulfur concentration could be controlled,
it would be possible to deposit WS, with the desired thickness.

Herein, we report a novel method to selectively grow monolayer WS, on SiO, substrate.
ZnO crystal whisker is used to mediate the spacial distribution of sulfur concentration. We show that
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monolayer WS, symmetrically distributes on both sides of the ZnO crystal whisker. By constructing a
concentration distribution model, the monolayer growth mechanism can be discussed.

2. Materials and Methods

2.1. WS, Monolayer Preparation

Figure la shows a schematic diagram of the home-built CVD system. WS, powders (2.0 g,
purity 99.5%, Aladdin, Shanghai, China) used as precursor were loaded into a quartz boat and put at
the center of a quartz tube (1 inch in diameter). Silicon wafer with a 300 nm thick oxide layer used as
substrate (SiO,/5i) was placed at the low temperature region of the quartz tube downstream of the carrier
gas. Ar/H; (5% Hj) was used as carrier gas. ZnO crystal whiskers (1.5 cm in length) were obtained by
thermal evaporation of ZnO powders according to the reference and transferred onto the substrate [25].
Figure 1b shows a typical ZnO crystal whisker with a size of 67.0 pm X 45.9 pm x 1500 pm.

WS, powder Si/SiO, substrate O

(a)
(Quartz tube oo P

Ar/H,
Furnace / Z”Ot |
crysta
whisker

WS, monolayer
WS, multilayer \T

Zn0/ZnWO,
crystal whisker
after reaction

Figure 1. (a) Schematic diagram of the home-built chemical vapor deposition (CVD) system and
tungsten disulfide (WS,) after CVD growth. (b) Optical microscopy image of ZnO crystal whisker
transferred onto the surface of SiO,/Si substrate before WS, growth. Insert illustration: cross section of
ZnO crystal whisker with a length and width of 67.0 um and 45.9 um, respectively.

For the growth of the WS, the carrier gas with 35 sccm was introduced into the CVD system,
which was evacuated to 70 torr. Then the furnace was heated from room-temperature to 1000 °C in
40 min and kept for 1 h. After that, the furnace was cooled down from 1000 °C to room-temperature
under carrier gas flow.

2.2. Characterizations

Optical and photoluminescence (PL) imagings were carried out on a Jiangnan MV3000 digital
microscope (Nanjing Jiangnan Novel Optics Co., Ltd.; Nanjing, China). Scanning electron microscopy
(SEM) was conducted on a field emission scanning electron microscope (FESEM, ULTRA 55, Zeiss,
Heidenheim, Germany). Photoluminescence (PL) and Raman spectra were acquired on a home-built
Raman system, consisting of an inverted microscope (Ti eclipse, Nikon, Tokyo, Japan), a Raman
spectrometer (iHR320, Horiba, Kyoto, Japan) with CCD detector (Syncerity, Horiba, Kyoyo, Japan) and
a semiconductor laser at 532 nm (Uniklasers, Glasgow, UK). All measurements were performed at
room temperature.

3. Results and Discussion

Figure 2 shows the SEM image of the WS, grown on the SiO,/Si substrate. We can see the separated
WS, domains of a triangular and hexagonal shape. The maximum size of the domain is up to 28.3 um.
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Figure 2. Scanning electron microscopy (SEM) image of WS, grown on SiO,/Si substrate.

Figure 3a shows the optical microscopy image of the sample. The dark region marked with a
blue triangle is monolayer WS, while the bright region marked with a red triangle is due to multilayer
WS,. The uniform color contrast of the monolayer indicates the thickness uniformity of the WS,
monolayer. Figure 3b shows the PL image corresponding to the sample in Figure 3a taken at the
same location. The excitation wavelength was 485 nm. The monolayer WS, displays super-bright red
light emitting under irradiation. The patterns with the red color in Figure 3b remain as features of
the monolayer WS, domains in Figure 3a. However, the PL emission of multilayer WS, is not strong
enough to be detected by photoluminescence microscopy. The difference of the PL behavior between
the monolayer and multilayer lies in the different electrical structures. Monolayer WS; is a direct band
gap, while multilayer is an indirect band gap [26]. The fluorescence quantum efficiency of the direct
band gap semiconductor is much higher than that of the indirect [27,28]. Therefore, we only observe
the PL image in the monolayer WS,.

Figure 3. (a) Optical microscopy image of WS, monolayer (marked with a blue triangle) and multilayer
(marked with a red triangle). (b) The photoluminescence (PL) image corresponding to the sample (a).
(a,b) are taken at the same location. The pattern with red color in (b) is due to the PL emission of
monolayer WS,.

Figure 4 shows the Raman and PL spectra of the WS; monolayer (red line) and multilayer (black
line). Raman spectroscopy was used to identify the number of two dimensional material layers.
Raman peaks at 351.1 cm™!, 417.2 cm™! are the fingerprint peaks of monolayer WS,, which are due
to the second-order longitudinal acoustic mode (2LA(M)), and out-of-plane vibration mode (A1),
respectively [29]. With the increase of the number of layers, the 2LA(M) peak red shifts and the Ajg
peak blueshifts. The 2LA(M) and A1 peaks are observed in Figure 4a. For the domain marked with a
blue triangle in Figure 3a, Raman peaks located at 351.0 cm™! 2LA(M)) and 417.8 cm™! (A1g) were
observed, indicating the thickness of the domain is monolayer. For the domain marked with a red
triangle in Figure 3a, the 2LA(M) peak redshifted to 350 cm~! and Ajg peak blueshifted to 419.6 em!,
indicating the thickness of the domain is multilayer [27,29,30]. An intense PL emission peak at 625.7 nm
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was observed in Figure 3b, which is related to the direct band gap. Compared to the monolayer,
the multilayer undergoes a transition from direct to indirect band gap resulting in a redshift of the PL
peak and a sharp decrease of the PL intensity at 631.9 nm [27].

351.0 b
(a) —Ws, monc.>layer (b) 6257 i WS, monolayer
— WS, multilayer WS )
—_— , multilayer
5 5
g. 2LA(M) 350.1 s
> 2
8 8
I= A 4196 Si520 £ 631.9 nm 790.7 nm
. BT S
200 300 400 500 600 600 650 700 750 800 850
Raman shift (cm'1) Wavelength (nm)

Figure 4. (a) Raman and (b) PL spectra of WS, monolayer (red line) and multilayer (black line)
corresponding to the WS, domains in Figure 3a.

Figure 5a,b shows the optical and PL image of WS, grown near the region of ZnO whisker,
respectively. To investigate the influence of ZnO crystal whisker on the growth of WS, monolayer,
we made distribution statistics of the WS, monolayer and multilayer at one side of the ZnO crystal
whisker. Figure 5¢c shows the distribution of statistical estimates of the WS, domain density on the
substrate. The direction of the horizontal axis is perpendicular to the growth axis of ZnO whisker.
The coordinate of the ZnO whisker on the horizontal axis is zero.

— WS, monolayer
3|— WS, multilayer

= N w >
o o o o
x x X x
a O a O
o o o o
w w w w

Number of domains
per square micron (um-2)

©
o
:

100 200 300 400 500 600

Distance to ZnO (um)
Figure 5. (a) The optical image of WS, domains prepared with the assistance of ZnO whisker. (b) PL
image corresponding to the image of (a). (c) WS, domain distribution is a function of distance from
the ZnO whisker. The origin is the ZnO crystal whisker. (a) and (b) were taken at the same location.
The straight lines are related to ZnO whisker and the scale bars represent 200 pm.
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WS, domains hardly grew in the region (0-250 um) close to the ZnO whisker. In the region
(250-450 um), a little farther away from the WS, whisker, monolayer WS, domains symmetrically
grew on both sides of the ZnO crystal whisker, suggesting the ZnO crystal whisker played a crucial
role in the growth of the WS, monolayer. In the region (larger than 450 um) far away from the ZnO
whisker, where ZnO has hardly any impact on the growth of WS, multilayer WS, domains were
observed. Therefore, monolayer and multilayers were grown separately in different zones of the
substrate. To date, the position control of the WS, monolayer has not been reported. The merit of our
growth method lies in the accurate positioning of the WS, monolayer using ZnO whisker.

Before analyzing the mechanism of monolayer WS, growth in the presence of ZnO,
we characterized the product of ZnO after WS, growth by SEM, EDS, and Raman spectra. Besides oxygen
and zinc, we found tungsten (W) element in the sample. The EDS spectrum intensity of W is even
greater than that of Zn. In addition, the morphology transformed from the crystal whisker of ZnO to
capsules as shown in the insert of Figure 6a. The results of EDS and SEM indicate that the chemical
composition of the ZnO whisker may have been changed after the growth of WS,. Raman results
further verified our assumption. Figure 6b is the Raman spectrum of ZnO crystal whisker after WS,
deposition. We find all the Raman peaks are due to ZnWQj,. The slight difference of Raman peak
position between our experiment and the reference may lie in the test conditions and/or strain in the
sample. Therefore, ZnO transformed into ZnWQO, during the growth of WS, domains.

(b) —Reaction product o
. — — Typical ZnWO, peak position | &
5 >
© ©
‘B 'a | o o o <
: SEE ey ® % g
b = e A Ch
- WZn - =1 [ | (| 11 | |
N~ 00 Lo — oo o™ o ()]
. R 78 8 R 8
012345673829 200 400 600 800 1000
Energy (keV) Raman shift (cm™)

Figure 6. (a) EDS and (b) Raman spectra of ZnO crystal whisker after WS, growth. Insert in (a) is the
SEM image with a red circle where the EDS spectrum is taken from. The data in black and red color in
(b) correspond to our experiment and reference [31,32], respectively.

At the high temperature of 1000 °C and low pressure of 70 torr, WS, powder evaporated and
decomposed into W and S atoms. According to the elementary composition of reaction product
ZnWOy, W atoms reacted with ZnO and were consumed resulting in the depletion region of W atoms
and the S-rich region around ZnO.

To discuss the growth mechanism, we built a distance dependent model of W and S distribution
and WS, domain growth. Figure 7a shows a schematic diagram of W and S distribution around ZnO
crystal whisker. Figure 7b shows the distribution of estimates of W and S atoms concentration around
the ZnO whisker. The direction of the horizontal axis is perpendicular to the growth axis of ZnO
whisker. The coordinate of the ZnO whisker on the horizontal axis is zero.

In the area far from the ZnO (larger than 450 um), the growth of WS, is barely influenced by ZnO.
In this area, multilayer WS, domains are grown. We consider the deposition of WS, domains achieves
chemical equilibrium. The equilibrium constant is denoted as Kc.

In the area (0450 um) close to ZnO crystal whisker, W atoms reacted with ZnO to form ZnWO,
resulting in a decrease of the W atom concentration. WS, precursors far from this area will diffuse
to this region to keep the reaction running. With the reaction and diffusion of the WS, precursor,
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W atoms are consumed and S atoms are accumulated in this area. With the distance increase, the W
atom concentration increases and the S atom concentration decreases. They all reach equilibrium
concentration when the distance is larger than 450 pm. Reaction quotient (Qp) increases first, and reaches
the maximum value (250450 um), then decreases to the equilibrium constant K¢. In the area of
0-250 um to ZnO crystal whisker, the W atom concentration is low and the reaction quotient Qp
is no more than K¢. Therefore, the WS, domains hardly grow. In the area of 250450 um to ZnO
crystal whisker, the larger Qp (>K¢) and S atom concentration promote the growth of monolayer WS,.
The excess S atom is the key parameter for the monolayer growth.
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Figure 7. (a) Schematic diagram of W and S distribution around ZnO crystal whisker. (b) Distance
dependence of W atom concentration, S atom concentration, and the reaction quotient (Qp). The direction
of the horizontal axis is perpendicular to the growth axis of ZnO whisker. The coordinate of the

ZnO whisker on the horizontal axis is zero. [W] and [S] represent W and S atom concentration in
(b), respectively.

4. Conclusions

In summary, we successfully prepared monolayer WS, by a novel method. ZnO crystal whisker
was used to position and promote the growth of WS,. The distribution statistics show monolayer WS,
was grown on both sides of the ZnO crystal whisker. By constructing a concentration distribution
model, we were able to discuss the monolayer growth mechanism. The results reveal that gaseous
sulfur and tungsten concentration are crucial for the thickness control of WS,. Higher concentration
of sulfur and lower concentration of tungsten are of tremendous benefit for monolayer WS, growth.
This method would provide a way to grow and pattern monolayer WS; and other two dimensional
transition metal disulfides on silicon substrate for the fabrication of nano-optoelectronic devices.
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Abstract: Heterostructures formed by ultrathin borocarbonitride (BCN) layers grown on TiO,
nanoribbons were investigated as photoanodes for photoelectrochemical water splitting. TiO,
nanoribbons were obtained by thermal oxidation of TiS3 samples. Then, BCN layers were suc-
cessfully grown by plasma enhanced chemical vapour deposition. The structure and the chemical
composition of the starting TiS3, the TiO, nanoribbons and the TiO,-BCN heterostructures were
investigated by Raman spectroscopy, X-ray diffraction and X-ray photoelectron spectroscopy. Diffuse
reflectance measurements showed a change in the gap from 0.94 eV (TiS3) to 3.3 eV (TiO,) after the
thermal annealing of the starting material. Morphological characterizations, such as scanning electron
microscopy and optical microscopy, show that the morphology of the samples was not affected by the
change in the structure and composition. The obtained TiO,-BCN heterostructures were measured
in a photoelectrochemical cell, showing an enhanced density of current under dark conditions and
higher photocurrents when compared with TiO;. Finally, using electrochemical impedance spec-
troscopy, the flat band potential was determined to be equal in both TiO, and TiO,-BCN samples,
whereas the product of the dielectric constant and the density of donors was higher for TiO,-BCN.

Keywords: borocarbonitride; TiO,-BCN heterostructures; water splitting; photoelectrocatalysis;
X-ray photoelectron spectroscopy; graphene analogues; hybrid structures

1. Introduction

The current energetic model based on fossil fuels is unsustainable from an envi-
ronmental perspective, as it is one of the leading causes of global warming and climate
change [1-3]. The focus is now placed on solar and wind energy, which have the problem
of being intermittent, which points to the necessity of developing new ways of storing
energy.

Among all the energy storage methods, energy storage using molecular bonding
stands out, such as the one in the hydrogen molecule. Hydrogen has been reported to be
a suitable energy vector and a clean energy fuel if its production comes from renewable
sources [2,4].

In 1972, Honda and Fujishima reported a way to obtain hydrogen by carrying out a
photoassisted water splitting reaction using TiO, as the photoanode [5]. Since then, this
effect has been considered one of the cleanest methods to obtain green hydrogen and a
promising strategy to overcome the environmental and energy crises [6,7]. The water-
splitting reaction consists of two partial reactions, the oxygen evolution reaction (OER) and

135

Materials 2021, 14, 5490. https:/ /doi.org/10.3390/ma14195490

https://www.mdpi.com/journal /materials



Materials 2021, 14, 5490

the hydrogen evolution reaction (HER). The OER is the rate-determining step as it involves
the transfer of four electrons [8], and this is the reaction we will tackle in this paper.

The low cost, stability and non-toxicity of TiO,, as well as its adequacy to carry
out the water splitting reaction, has drawn the attention of many groups who have re-
ported the good properties of this material by synthesizing it in different structures and
nanostructures [9,10].

To increase the charge transfer between the electrode and the electrolyte, metals
nanoparticles, such as Pt and Ni, are commonly used as active electrocatalytic sites for water
splitting [11]. The main focus is now placed on developing new metal-free compounds to
be used as catalysts for the oxygen and hydrogen evolution reactions.

Graphene analogues and other 2D materials have demonstrated to be highly interest-
ing metal-free compounds with a wide range of applications in electrocatalysis [12]. These
layers have the advantage of being distributed along all the electrode surface, increasing
the reaction area in comparison to the metal nanoparticles. Among these 2D materials
borocarbonitride compounds (BCNs hereafter) stand out, which are low cost and highly
stable materials formed by h-BN and graphite domains. BCNs have been reported to be
efficient electrocatalysts for the HER [13,14] and, most interestingly, have recently been
proved to be an efficient electrocatalysts for the OER, improving the properties of TiOy
substrates for this reaction [15].

In this article we have first confirmed the utility and versatility of plasma enhanced
chemical vapor deposition to grow BCN on samples with different morphologies. This tech-
nique has been previously used to grow BCN on TiO, Cu, and other flat substrates [15,16].
In this work, BCN was grown, for the first time, on nanostructured TiO, samples. In
particular, BCN was grown on TiO; nanoribbons, obtained by the thermal annealing of
TiS3 [17]. A deep characterization of TiO; nanoribbons, with and without BCN, as well
as the starting material, TiSs, was made with scanning electron microscopy (SEM), X-ray
diffraction (XRD), Raman spectroscopy and diffuse reflectance measurements. X-ray pho-
toelectron spectroscopy (XPS) characterization of bare and BCN-covered TiO; nanoribbons
was performed.

Finally, we demonstrated the good properties of the BCN as an electrocatalyst of the
OER by improving the charge transfer between the TiO, nanoribbons electrode and the
KOH aqueous electrolyte, under dark and light conditions.

2. Materials and Methods
2.1. Synthesis

The starting TiS; material has been obtained by the sulfuration of Ti disks (15 mm
diameter, Good Fellow 99.5%) in sealed Pyrex ampoules for 20 h at 550 °C, using sulfur
powder as sulfur source [18,19].

TiS; nanoribbons were squashed in one direction and oxidized on a hot plate at 300 °C
in air (the decomposition temperature of TiS3 [17]) for 20-30 s, which allowed us to obtain
the desired TiO, nanoribbons. Figure S1 shows the change in the color of the samples, from
black to white, at a glance.

BCN was grown on TiO; using PE-CVD to get the TiO,-BCN heterostructures. The
TiO; sample and a single-source molecular precursor (methylamine-borane, BH;NH,CH3)
were placed inside a Pyrex ampoule immersed in liquid nitrogen and then sealed under vac-
uum at a pressure around 10> mbar. When the sealed ampoule reaches room temperature,
the molecular precursor is in equilibrium with its vapor pressure in the 10~2 mbar range.
Then a plasma was activated inside the ampoule using the radiation of a conventional
microwave oven. More details about this technique can be found elsewhere [15,16].

2.2. Characterization

The starting material, TiS3, as well as TiO; and TiO,-BCN heterostructures, were
characterized by using different techniques.
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The morphology of the samples was investigated by scanning electron microscopy
(SEM) using a Hitachi S3000 instrument. Additionally, they were characterized using
Raman spectroscopy with a WITec ALPHA 300AR instrument using a confocal microscope
with lenses of 20x and 100x. The used laser had a power of 0.2 mW and an excitation
wavelength of 532.3 nm.

The structural properties were measured using a Panalytical X'Pert Pro X-ray diffrac-
tometer at glancing angle configuration (incident angle of 1.7°, CuK« radiation).

The optical reflectance spectra were recorded in a UV /VIS/NIR Perkin-Elmer LAMBDA
950 spectrophotometer equipped with an integrating sphere to collect the reflecting flux,
using a spot size of 21 mm? in the 300-2000 nm spectral range.

The composition on the surface of TiO, and TiO,-BCN samples was investigated by
X-ray photoelectron spectroscopy (XPS). These measurements have been carried out in
an ultrahigh-vacuum (UHV) chamber, with a base pressure in the low 10~'° mbar range.
Photoelectrons excited by an Al K« photon source (hv = 1486.7 eV), were measured by a
hemispherical electron analyzer (VG Microtech Clam-2) in a pass energy mode set at 50 eV
for Ti and C, and 100 eV for B and N. Further details about the procedure are available
in [15,16,20,21]. The binding energy (BE) was calibrated by acquiring the Au4f;,, (84.0 eV
of BE) core-level after each measurement. The measurements were done after annealing
the samples at 320 °C for 1 h, at 110 °C for 15 h and 320 °C for another hour in UHV.

Electrochemical measurements were done in a three-electrode cell. Our material,
which had an apparent area of 1.3 cm?, was placed as the working electrode (WE), a
platinum sheet (9 cm?) as the counter electrode (CE), and, as the reference electrode (RE),
an Ag/AgCl electrode filled with 1M KNO3 (XR440 from Radiometer Analytical) was
used. Its electrode potential was 484 mV vs. a normal hydrogen electrode (NHE). These
three electrodes were immersed in 0.1 M (pH = 13.0) and 1.0 M (pH = 13.7) KOH aqueous
electrolyte. The potentials are converted to the reversible hydrogen electrode (RHE) using
Equations (1) and (2):

Enne = Eag/agct + E?qg/AgC[ (1)
ERHE = ENHE + 0059PH (2)

where Enpge is the electrode potential in the NHE scale, Esg/44c) is the experimental
electrode potential measured vs. Ag/AgClI reference electrode, E% 2/ AgCl is the electrode
potential vs. the NHE, Egryr is the electrode potential in the RHE scale, and pH is the pH
of the solution used.

The electrochemical and photoelectrochemical (PEC) measurements were done using
a potentiostat-galvanostat PGTAT302N (Autolab) provided with an integrated impedance
module, FRAIIL. The WE was illuminated with a Xe lamp (Jobin Yvon) of 75 W in the
visible-UV range. The maximum light intensity reaching the sample was 140 mW. During
electrochemical measurements, argon was bubbled at a constant flow of 20.0 sccm. To
characterize the electrodes under both dark and illumination conditions, linear sweep
voltammetry (LSV), cyclic voltammetry (CV) and current density measurements at a fixed
potential were employed. In addition, electrochemical impedance spectroscopy (EIS) was
used to characterize the interface electrolyte-semiconductor, by using a sinusoidal AC
voltage signal with an amplitude of 10 mV and a variable frequency between 100-1000 Hz.

More details about the photoelectrochemical experimental system can be found in the
Supplementary Materials (Figure S2).

3. Results and Discussion
3.1. Morphological and Structural Characterization

The oxidation of the TiS3 nanoribbons was performed to change the atomic structure
and the composition of the material, without changing the morphology of the sample, in
order to obtain TiO, nanoribbons. Figure 1a reports the morphology of TiS3 before and
after the oxidation. It is clear from the SEM measurements, that there was no significant
change in the morphology, apart from a slight increase of the roughness on the TiO,
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surface compared to TiSs. We also acquired optical microscopy images to have a deeper
understanding of the change on the surface of these nanoribbons (Figure 1b), which allowed
us to determine that the material became more transparent to the optical microscope, in
good agreement with the results reported by Ghasemi et al. [17] and with our optical
characterizations shown below (see Figure 4).

Figure 1. (a) Scanning electron micrographs of TiS3 (top) and TiO; (bottom). (b) Optical microscopy
image of TiS3 (top) and TiO, (bottom).

Structural changes were also monitored via XRD after the oxidation and after growing
the BCN on top of this oxidized material (Figure 2). There were clear changes in the
structure due to the thermal annealing, as there was a transition from monoclinic TiS; to
tetragonal TiO,-anatase with some peaks of tetragonal TiO,-rutile.

[tis;  |Tioranatase | TiO,mutile
T T

Intensity (arb. un)
=
9

— TiO,-BCN
[ . 10 e i A
20 40 60 80

20 ()

Figure 2. X-ray diffraction patterns for TiSz, TiO, and TiO,-BCN samples. TiS3 peaks correspond
to JDPDF 00-015-0783, TiO,-anatase peaks correspond to JDPDF 01-071-1167, and TiO,-rutile peaks
correspond to JDPDF 01-073-2224.
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After the BCN synthesis, the intensity of the rutile peaks increased. This was ascribed
to the high temperature that the sample achieved during exposure to the plasma, which
modified the structure of the bulk material by crystallizing the sample from anatase TiO,
to rutile TiO,.

Raman spectra of TiSz and TiO, nanoribbons, reported in Figure 3, show that there is a
complete change in their structure from TiS3 (175 em™ 1,303 em 1,373 em™1, 562 ecm 1) [22]
to TiO,-anatase (145 cm ™1, 396 cm 1,518 em ™!, 643 em™1) [10,23,24]. In the case of TiO,-
BCN, there was no change in the Raman spectra of the nanoribbons, thus they maintained
their anatase composition. The growth of the BCN in this sample was confirmed by the
presence of D (1375 cm 1) and G (1590 cm 1) Raman bands, ascribed to the BCN layers
graphene-like sp2 structure [15,16].

a : (b)
( ) I « TiS, N | x40 .
T TiOz-anatase -
3 r : : 1 S}
g B
s s —TiO
2 Y L 192
3 5 W WA M
c c
[ S+
< £
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L ] TiO,-BCN |
r : : : A TiO,-BCN 7| L. . . . ]
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Raman Shift (cm™)

Raman Shift (cm")

Figure 3. Raman spectra for TiS3, TiO, and TiO,-BCN samples in the (a) 100-1000 cm ™! Raman shift
range and (b) 1100-2000 cm~! Raman shift range with a x40 zoom in the intensity.

It must be mentioned that in the TiOp-BCN sample, some TiO, rutile nanoribbons [25,26]
were also found in the Raman spectra (Figure S3). This result is in good agreement with
the increase in the rutile peaks in the XRD diffractogram for this sample. The nanoribbons
were found at the borders of the samples and did not contribute to the electrochemistry as
they were not exposed to the electrolyte due to the shape of the electrode holder.

3.2. Optical Characterization

Diffuse reflectance measurements were done using an integrating sphere to charac-
terize the change in the energy bandgap. The reflectance (R) data were converted into a
Kubelka-Munk function, F(R) [27] (Equation (3)), which was proportional to the optical
density in the optical absorption measurements.

2
F(r) = LRS )

Results as a function of the incident light energy can be seen in Figure 4a. At first
glance, the presence of 1.23 eV, 1.73 eV and 2.1 eV absorption bands, characteristic of the
TiS; samples [19] can be observed, but they disappear after the oxidation process due to
the transformation of TiS3 into TiOs.
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Figure 4. (a) Kubelka-Munk function obtained from diffuse reflectance measurements of TiS3 (left
axis) and TiO, (right axis). (b) Tauc plots of Kubelka-Munk function with the corresponding linear
fit for TiS (left axis) and TiO, (right axis).

To obtain the band gap energy of TiS; and TiO, samples, Tauc fitting equation for
direct band gaps ((F(R)-hv)?) has been applied to the F(R) function (Figure 4b). A clear
change can be observed from 0.94 £ 0.04 eV in TiSs3, to 3.3 £ 0.4 eV in TiO;. These results
are in good agreement with the values previously obtained for TiS3 [19] and TiO, [28].

3.3. Surface Chemical Composition and Element Distribution

For further characterization of the chemical bonding state in the surface of TiO, and
TiO,-BCN samples, XPS measurements were carried out. The Ti2p level for the TiO; sample
is shown in Figure 5a, and the Bls, Cls and Ti2p core levels for TiO,-BCN can be seen
in Figure 5b—d. A fitting analysis using Voigt line shapes (combination of Gaussian and
Lorentzian curves) was performed to take into account the overall experimental uncertainty
and the intrinsic linewidth, respectively. A Shirley background was introduced as a fitting
parameter for all the analyzed peaks. All the fitting parameters for the graphs in Figure 5
are reported in Table S1.

From this result, it is evident that the Ti2p levels show the presence of Ti** in both
samples, which can be attributed to the formation of TiO; [29]. However, in the case of
TiO,-BCN, a small additional peak at 457.55 eV of BE appears, which is ascribed to the
presence of Ti3* bonds [30,31], probably due to small areas with defects close to the edge
of the sample. Nevertheless, this component represents the 0.5% of the relative intensity,
meaning that the plasma did not significantly affect the surface of the substrate for the
growth times used.

In the TiO,-BCN sample, XPS measurements revealed that the BCN layer was com-
posed of C and h-BN domains with high mutual doping levels of B and N in C, and of C in
BN, respectively. The Bls and C1s peaks appear with a large width and are composed of
more than one peak, indicating the presence of different components associated with the
mutual bonding among the elements.

The Bls core level in TiO,-BCN shows three peaks due to the B-C (190.51 eV), B-N
(191.41 eV) [15,16,21,32-34] and B-O (192.96 eV) bonds [15,16,20,21,35]. The Cl1s core level
exhibit four main components due to the C—C bonding at 284.6 eV, signature of the sp2-
bonded carbon, C-N bonds (285.48 eV), C-B bonds (282.65 eV), and multiple components
due to different bonds of C to O [15,16,21,32-34], which are unresolved and appear as a
single broad band at 286.43 eV. We were not able to decompose the N1s peak in different
Voigt functions, as we did with Cls and B1s peaks, since the signal of N1s is overlapped
with a small signal of the Tadps,, peak, ascribed to the tantalum clips used to fix the sample
to the sample holder. The spectrum in an energy range close to the N1s peak (385413 eV)
is shown in Figure 54.
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Figure 5. Ti2p XPS spectra for (a) TiO, sample and (b) TiO,-BCN sample. Cls (c) and Bls (d) spectra
for TiO,-BCN sample. Experimental data (dots), Shirley background is represented by a grey dotted
line, the fitting curve for each measurement is in red, and single fitting components, as described in
the legend.

Thus, the B and C 1s core levels present the typical features associated with the mutual
chemical bonds in sp2-hybridized compounds. This is a clear signature of the formation of
a ternary BCN planar layer [15,16]. The amount of BCN in the sample was estimated by
XPS quantification, taking into account the cross-section, obtaining a ratio between Ti and
B of 7:1, which suggests that the layer of BCN was ultrathin.

3.4. Photoelectrocatalytic Activity for the OER

The effect of BCN on the electrocatalytic activity of TiO, was investigated at first via
linear sweep voltammetry (LSV) measurements under intermittent illumination condi-
tions comparing the results from TiO,-BCN heterostructure and these from bare TiO, one
(Figure 6a). Regarding the dark condition, bare TiO, presented low currents and poor
catalytic activity for the OER compared to those of the TiO,-BCN sample, which points
out the electrocatalytic effect of BCN. In fact, at the maximum applied potential (1.9 V
vs. RHE), the dark current was 12-fold higher than that of the bare TiO,. Photocurrents
were measured at different applied stationary potentials (Figure 6b), and, as can be seen, it
increases from around 1 pA (bare TiO;,) to around 40 pA (TiO,-BCN) at 1.23 V vs. RHE.
The photocurrents were stable (Figure S5) and have a positive value, in good agreement
with the nature of TiO; as an n-type semiconductor [36]. It can be concluded that the BCN
layer does not only improves the electrocatalytic properties of the TiO, at dark conditions,
but also under illumination by increasing the photocurrents. The LSV curves, as well as
CV curves, were measured for different scan rates, which made it possible to determine
that the current that appears in the TiO,-BCN sample before the OER in the LSV curve is
due to the scan rate and not to another reaction (Figure S6).
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Figure 6. (a) Linear sweep voltammetry curves for bare TiO; and TiO,-BCN under intermittent
illumination conditions. (b) Photocurrents obtained for different constant applied potentials.

The stability has been monitored by doing series of 50 cycles at 0.05 V/s, proving the
high stability of our material, as can be seen in Figure S7. Raman measurements were also
made before and after the photoelectrochemical measurements to prove that there was no
degradation of the sample and that the BCN layer was still there (Figure S8).

In order to characterize the interface between the electrodes (TiO, and TiO,-BCN)
and the electrolyte (KOH), EIS measurements were done. By measuring the impedance at
different frequencies, the capacitance in the spatial charge region (Csc) could be acquired,
and with the Mott-Schottky equation (Equation (4)), the value of the flat band potential
(Vfp) could be obtained.

1 2 kg-T
&= (e ) (e v =57 W

where ¢ is the dielectric constant of the electrode, ¢¢ is the vacuum permittivity, A is the

area of the electrode, ¢ is the charge of the electron, Np is the donor density, Vs is the
applied potential, kp is the Boltzmann's constant and T is the temperature. The term kBT'T
can be neglected due to its low value when compared to Vj;;s and V.

The value of the flat band potential is highly significant in the electrochemical char-
acterization of a semiconductor-electrolyte interface, as it is related to the bottom energy
of the conduction band. Together with the bandgap energy, it is used to describe the
energy levels position at the electrode—electrolyte interface, determining the adequacy of a
material to carry out or not any reaction, in this case, water splitting. Figure 7a,b shows
the Mott-Schottky plot at three representative frequencies for the bare TiO, and TiO,-BCN
samples. The value obtained for the flat band potential is 0.2 = 0.1 V vs. RHE for bare TiO,,
and 0.2 £ 0.1 V vs. RHE for TiO,-BCN. These results are in good agreement with values of
the flat band potential previously obtained for TiO; samples [9,10], and with a previous
report about the good electrocatalytic activity of BCN for OER, in which it was shown
that the BCN layer does not affect the flat band potential of the underlying material [15].
Table S2 summarizes the main differences between TiO, and TiO,-BCN.

The slope of the Mott-Schottky fitting gives information about the dielectric constant
of the material and its donor density. By using the data of the dielectric constant of TiO,
at 20 °C reported by Wypych et al. [37] and the slope of bare TiO;, its donor density was
determined to be independent of the frequency and has a value of (1.53 £ 0.02)10! cm 3
(Figure S9). This is in good agreement with the fact that the donor density is a characteristic
parameter of the material and should not change with the frequency. However, as observed
in [37], the dielectric constant is a function of the frequency.
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Figure 7. Mott-Schottky plot at three different frequencies for (a) sample TiO, and (b) sample
TiO,-BCN. (c) Relationship between the dielectric constant and the density of donors (¢-Np factor) of
the sample TiO,-BCN over that of the bare TiO,, as a function of the frequency. (d) e-Np factor for
TiO,-BCN sample vs. the frequency. Fitting parameters of the exponential decay fittings represented
by a grey dotted line in (c) and green dashed line in (d) are shown in Table S3.

By comparing the slopes of TiO, (110, ) and TiO,-BCN (mti0,—pcN) at each frequency
(Equation (5)) the relationship between the product of € and Np for both samples can be
determined (Figure 7c).

MmTio, _ €Ti0,—BCN- NDTio,—BCN 5)
MTi0,~BCN €1i0,- NDTi0,

It can be concluded that the TiO,-BCN heterostructure has a greater value of fac-
tor e-Np than the bare TiO,. This can be partially ascribed to a higher Np in the TiO;-
BCN sample, induced by the plasma treatment during BCN growth. The higher donor
density in the TiO;-BCN heterostructure is also in good agreement with the increase
in the photocurrents in this sample in comparison with TiO, (Figure 6b). Moreover,
the dielectric constant of the TiO,-BCN heterostructure was also modified as the factor
£TiO, ~BCN- NDTi0,~BCN

€110, NpTi0,
product e1i0, -BcN- NpTio,—BeN Vs the frequency can be obtained, as shown in Figure 7d.
This factor also follows an exponential decay tendency, similar to that obtained for TiO, [37]
in the region of 100-1000 Hz, ascribed to the e1i0, BN as the Nprio,—pen is expected to
be independent of the frequency.

To summarize our results, the photo-electrochemical response characterizations sug-
gest that the BCN layer acts as an efficient electrocatalyst, improving electron transfer
between the electrolyte and the underlying TiO, electrode. It has been reported before
that these good electrocatalytic properties are related to the heterogeneity of these com-
pounds, formed by highly doped C-rich and h-BN domains. Substitutional doping and
grain boundaries defects act as electrocatalytic sites for OER [15]. The improvement of
the electrocatalytic properties of the samples is also confirmed by EIS measurements, that
show an increase in the product of the donor density and the dielectric constant induced
by BCN growth. On the other hand, it must be noticed that the BCN layer is very thin and
absorbs mainly in the UV region [16], so it is not expected that it contributes to the creation
of electron-hole pairs due to the appearance of new energy levels

is not constant with the frequency. With the value of e1i0,. Nprio,, the
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4. Conclusions

We have successfully changed the composition and structure of TiS; by thermal
annealing at 300 °C to obtain TiO, without changing the nanoribbon morphology of the
samples. The XRD and Raman measurements reveal a change from TiS3 monoclinic to
anatase tetragonal TiO;, and the diffuse reflectance measurements a change in the gap
from 0.94 + 0.04 eV to 3.3 £ 0.4 eV. On top of the TiO, nanoribbons, we have successfully
grown a BCN layer by plasma-enhanced CVD without affecting the TiO, structure and
morphology as it has been proved by XRD, Raman and XPS techniques. The analysis of
the chemical composition and bonding scheme of the BCN layer revealed that our layer is
composed of C and h-BN nanodomains with high mutual doping levels of B and N in C,
and of C in BN, respectively.

The heterostructure TiO,-BCN has been measured in a photoelectrochemical cell, cor-
roborating the good photoelectrocatalytic properties of the BCN to carry out the OER when
compared with the bare TiO; substrate. Cycling stability tests and Raman measurements
after the experiments demonstrated that the BCN layer remained on the sample and that
the structure of the sample has not changed, showing the high stability of our samples.
Finally, with EIS measurements, flat band potentials for TiO; and TiO,-BCN have been
determined to have the same value (0.2 = 0.1 V vs RHE). By analyzing the slopes of the
Mott-Schottky plots, it has been determined that the factor e:Np is higher in the case of
the TiO,-BCN sample which is in good agreement with the increase observed in the pho-
tocurrents. In conclusion, the present results point out the excellent photoelectrocatalytic
properties of the BCN as a metal-free material to be used in water splitting devices.

Supplementary Materials: The following are available online at https://www.mdpi.com/article/10
.3390/mal4195490/s1, Figure S1: Photograph of a sample before and after the oxidation, Figure S2:
Scheme of the photoelectrochemical cell used in this work, Figure S3: Raman spectra of one of the
samples with BCN. The spectra have been measured in an external nanoribbon (border) and one in
the center of the sample, Figure S4: XPS measurement between 384eV and 413 eV. N1s is overlapped
with a small signal of the Ta4p;,, peak, ascribed to the tantalum clips used to fix the sample to the
sample holder, Figure S5: Photocurrent of TiO,-BCN heterostructure under Xe lamp illumination at
0.6 Vvs Ag/AgClin 0.1 M KOH aqueous solution, Figure S6: (a) LSW at different scan rates (b) CV at
different scan rates (c) Difference between the anodic and cathodic current of the CV measurements,
Figure S7: To prove the stability of our electrode, series of cyclic voltammetry at 0.05mV /s have been
done. This figure shows the current at the maximum potential applied (1.8V vs RHE) for each one of
the cycles, for the TiO,-BCN sample in 1.0M KOH aqueous electrolyte, Figure S8: Raman spectra of
TiO, and TiO,-BCN before the photoelectrochemical measurements (PEC) and TiO,-BCN after the
PEC, Figure S9: Donor density of the TiO, sample, Table S1: Position (binding energy, BE), full peak
width at a half maximum (FWHM), and relative intensities (with and without oxygen contribution)
for the TiO,-BCN and bare TiO; samples, Table S2: Comparison between TiO, and TiO,-BCN of
the current density in dark condition at 1.85V vs RHE (I4ark), photocurrent at 1.85V vs RHE (Ip)

and flat band potential, Table S3: Fitting parameters of graphs Figure 7c,d, to an exponential decay:

y=yo+ A exp (— %) where y is the parameter of the Y-axis, and f is the frequency.
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Abstract: A new, double hydroxide based on Co and Fe was elaborated on by forced hydrolysis in a
polyol medium. Complementary characterization techniques show that this new phase belongs to
the layered double hydroxide family (LDH) with Co** and Fe" ions located in the octahedral sites of
the bucite-like structure. The acetate anions occupy interlayer space with an interlamellar distance
of 12.70 A. This large distance likely facilitates the exchange reaction. Acetates were exchanged
by carbonates. The as-obtained compound Co-Fe-Ac/gy shows an interlamellar distance of 7.67 A.
The adsorption of direct red 2 by Co-Fe-Ac-LDH has been examined in order to measure the capability
of this new LDH to eliminate highly toxic azoic anionic dyes from waste water and was compared
with that of Co-Fe-Ac/gx and Co-Fe-COg3/a (synthesized in an aqueous medium). The adsorption
capacity was found to depend on contact time, pH, initial dye concentration, and heating temperature.
Concerning CoFeAc-LDH, the dye uptake reaches a high level (588 mg/g) due to the occurrence of
both adsorption processes: physisorption on the external surface and chemical sorption due to the
intercalation of dye by exchange with an acetate anion. The study enables us to quantify the uptake
amount of each effect in which the intercalation has the most important amount (418 mg/g).

Keywords: layered double hydroxide; nanomaterials; forced hydrolysis; polyol; dye removal;
adsorption; anionic exchange; intercalation

1. Introduction

Layered double hydroxides (LDHs) also called hydrotalcite-like compounds are brucite-like
layered materials, which consist of positively charged hydroxide layers and interlayered anions with a
general formula M, _ ML (OH),**(A™)3yn.mH, O, where MU and M are divalent and trivalent
cations, respectively. A"~ is an exchangeable anion located as water molecules in the interlayer space,
and x is the molar ratio, M!"/(MT+M"), which determines layer charge density [1]. These compounds
have been the subject of great attention for several decades because of their use in a large number of
fields ranging from the delivery of drugs to the protection against corrosion of metallurgical parts [2-5].

These performances have their origin in the very diverse chemical composition of these materials.
The cationic layers accommodate a large number of metal cations while the interlayer space can
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accommodate a wide variety of inorganic or organic anions or even macromolecules. Besides this
richness in chemical composition, LDHs exhibit interesting microstructural and structural characteristics.
They present a relatively open structure due to its bi-dimensional character. Thus, the interlayer
space serves as a micro-reactor where targeted anion exchange reactions can be carried out
depending on the desired application (exchange reaction, exfoliation, lamination, and reconstruction.).
Additionally, they can present a highly specific surface depending on the synthesis method [6-9].

In this context and thanks to their specific morphological properties and their high potential ability
as ion exchangers with organic and inorganic anions, layered double hydroxides (LDHs) find their
applications as sorbent agents for depolluting waste water and especially for eliminating anionic dyes,
which are recognized to be a threat toward humans and ecosystems because of their high potential
toxicity [10].

A review of the literature shows that the most widely used method to synthesise these materials
is the coprecipitation in an aqueous medium of the hydroxides at room temperature by varying
the pH of the solution. In the majority of cases, this coprecipitation is carried out in air and in the
presence of sodium carbonate. In this case and whatever the nature of the starting salts, the obtained
phase is a layered double hydroxide with carbonate anion intercalated between the sheets (LDH-CO3).
This preferential intercalation is due to the great affinity of this anion for positively charged hydroxide
sheets [11]. These carbonated LDHs display weak adsorption capacities. The carbonate ion is difficult
to displace by an exchange reaction and, therefore, the adsorption remains limited to the surface [12].

To overcome this difficulty, one proceeds to the calcination of these materials at a moderate
temperature between 400-500 °C in air. The oxides obtained are finely divided and show a memory
effect. In fact, when put back into an aqueous solution, these oxides transform into LDH by intercalating
the anions present in the solution. This intercalation in addition to the surface adsorption of these
anions significantly improves the adsorption capacities compared to those of LDH-carbonates [13].

Another strategy consists of the synthesis of layered double hydroxides by coprecipitation in
an aqueous medium where more easily exchangeable anions are intercalated such as chloride [14],
nitrate [15,16], chlorate [17], dodecylsulfate [18], and sulfate [19]. To avoid the presence of CO,, reactions
must be carried out under nitrogen, and distilled deionized water must be freshly decarbonated by
vigorously boiling prior to use.

Since the nature of the intercalated anion plays an important role in adsorption capacity, we focus
in this work on LDH with acetate (Ac) as an intercalated anion. To the best of our knowledge, this anion
has never been used for this purpose. Furthermore, this new layered double hydroxide containing
Co?* and Fe®* cations in the brucite-like layers (CoFe-Ac/p) was produced by forced hydrolysis in a
polyol medium. The advantages of this synthesis method will be discussed in light of the obtained
results. The choice of the Co and Fe elements falls within the framework of our project to synthesize
multifunctional LDHs based on the third transition element (Ni, Co, Fe). Like their counterparts based
on Mg-Al they present anion exchange properties, which are the basis of the work presented in this
case. In addition, the presence of paramagnetic elements with several valences (Ni, Co, Fe) opens up
other various application fields. These LDH are of great interest in the energy field thanks to their
electrocatalytic activity for water oxidation [20]. They also serve as precursors for obtaining finely
divided particles of magnetic oxides or metal alloys sought for several applications: air depollution [21],
drug delivery [22], and magnetic recording [23].

To enrich and supplement this work, we investigated the anionic exchange properties of this
newly synthesised LDH, along with two LDHs where carbonate anion is intercalated. The first was
derived from the precursor CoFe-Ac/p by exchanging acetate with carbonate anions (CoFe-Ac/gx) and
the second (CoFe-COs/,) synthesised by a standard coprecipitation in an aqueous medium.

Direct red 2 was chosen as a model for the toxic azoic anionic dyes. Its adsorptive capability
by sorbents is seldom reported in the literature [24,25]. The adsorption onto CoFe-Ac/p, CoFe-Ac/gy,
and CoFe-COs/4 was studied as a function of various factors such as contact time, pH, initial dye
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concentration, and temperature. The results were discussed and compared to those previously reported
for the adsorption of direct red 2 and similar dyes on LDH materials.

2. Materials and Methods

2.1. Materials

For all preparative procedures, Co(CH3COO),-4H,0, CoCl,-4H,0, Fe(CH3COO),, FeCl3, NaOH,
NayCO3, and diethylene glycol (DEG) were purchased from Acros and used without any further
purification. Direct red 2 dye (purity > 99%) was provided by sigma-Aldrich and used as received.
Its molecular weight is 724.73 g/mol. Figure 1 represents the estimated dimensions of the molecule
obtained using Avogadro software [26].

& >
26A

Figure 1. Estimated dimensions of direct red 2 anionic dye.

The initial pH value of direct red 2 solution is about 6.6. A series of direct red 2 solutions of
desired pH values was obtained by adjusting with dilute HC] or NaOH solutions.

Synthesis of LDH Samples
(@) CoFe-Ac/p

The CoFe-Ac LDH where acetate anion is intercalated was synthesized with a molar ratio (Co/Fe)
of the three following, previously described methods based on a forced hydrolysis reaction in a polyol
medium [27]. Accordingly, a mixture of acetate salts dissolved in DEG with a total molar concentration
of 0.1 mol/L that is heated at 130 °C under continuous stirring for 6 h. The corresponding LDH
precipitated when the hydrolysis and alkalinity ratios h and b were fixed at 100 and 2, respectively,
where h = nH,O/n (Co+Fe) and b =nNaOH/n (Co + Fe). The solid formed is separated by centrifugation.
Then it is washed several times with ethanol, dried under air at 60 °C, and named CoFe-Ac/p. As it
will be shown below by Mossbauer spectroscopy, the Fe?* present in the precursor has been oxidized
to Fe?* in the polyol medium despite the reducing nature of this solvent. This oxidation is due to the
presence of a large amount of water, which inhibits reduction, promotes oxidation, and the formation of
hydroxides or oxides in addition to the easy oxidation of ferrous ions. The valence of Co?" is preserved
in these conditions [28,29].

(b) CoFe-Ac/gyx

The anion exchange properties of CoFe-Ac/, with carbonate anions were investigated by mixing 1
g of the synthesized CoFe-Ac/, LDH with 100 mL of a 2 M NayCOj3 solution. Despite the fact that
the Co?* in the cationic layers appears stable with respect to oxidation (see UV-Vis-NIR analysis),
the exchange has been carried out as a precaution in an inert atmosphere. After equilibrating for 24 h
at room temperature, the solid was separated by centrifugation, washed several times with ethanol,
dried under air at 60 °C, and then named CoFe-Ac/gy.
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(c) CoFe-COs/p

The LDH intercalated with carbonate anions (CoFe-COs3) was prepared by coprecipitation in an
aqueous medium [30]. An acid solution of CoCl,-4H,0 and FeCls, with a Co?*/Fe3* molar ratioR = 3
and a total concentration of metallic cations of 0.75 mol/L, was added drop-by-drop to a vigorously
stirred alkaline solution of NaOH (1 M) and Na,COs (2 M) in an inert atmosphere in order to avoid the
oxidation of Co?* into Co®*. The pH of the reaction mixture was adjusted to 10. The resulting slurry
was aged at 70 °C for 24 h, separated by centrifugation, and washed extensively using distilled water
until the supernatant was chloride-free, as indicated by the AgNOj test. The product was dried at
60 °C under air and ground in an agate mortar. The obtained material is called CoFe-COs/x.

2.2. Methods

2.2.1. Characterization

The radio crystallographic characterizations and the identification of the phases were achieved
using a diffractometer (INEL, Artenay, France) with Co-K«l radiation (ACoxl = 1.7889 A).
The microstructure was studied by means of observations carried out in scanning electron microscopy
(SEM) using LEICA STEREOSCAN 440 instrument (Cambridge, UK) and Transmission electron
microscopy (TEM) performed on a JEOL-100 CX II microscope (Tokyo, Japan). The infrared spectroscopy
study was carried out by transmission on a PERKIN ELMER 1750 spectrometer (Watham, MA, USA)
on pressed KBr pellets with 4 cm™! resolution between 400 and 4000 cm~!. The stoichiometry of
the final product was determined by inductively coupled plasma analysis (ICP, Agilent, Santa Clara,
CA, USA) at central analysis service of the national centre for scientific research (Solaize, France).
The thermal stability has been specified using a Setaram TG 92-12 thermal analyser (Caluire, France).
Few milligrams are introduced in an alumina crucible and submitted to thermal analysis at a heating
rate of 1 °C/min under argon. A specific surface area was measured in a Micromeritics Tristar 3000
(Norcoss, GA, USA) by nitrogen adsorption N, (77 K) after degassing the sample in vacuum by flowing
nitrogen overnight at 100 °C.

UV-Vis-NIR (Ultra-Violet-Visible-Near Infrared) spectrum was recorded between 200 and 1800 nm
with a Cary 5/Varian spectrometer (Agilent, Santa Clara, CA, USA). Polytetrafluoroethylene (PTFE)
was used as a reference.

The 5’Fe Mossbauer spectroscopic study was carried out in a transmission mode, at room
temperature, using a > Co/Rh y-ray source and a conventional Mossbauer spectrometer. The spectrum
was fitted by the least-squares method with a lorentzian function. The isomer shift (5) was measured
at 300 K relative o-Fe shift used as a reference. The sample (area: 3 cm?) is constituted of 40 mg of the
studied compound dispersed in a specific resin.

2.2.2. Adsorption Experiments

The adsorption experiments were carried out by a batch method in an open medium and at room
temperature. A well-known mass of adsorbent (CoFe-Ac/,, CoFe-Ac/gy, and CoFe-CO3/4 LDHs) is
added in a 100 mL conical beaker to a volume of 50 mL of dye solution with a variable concentration
whose temperature and pH are measured beforehand. The initial pH values and temperature were not
adjusted except when the effect of these two parameters on adsorption was investigated. The adsorbent
was left in contact with the dye solution for several durations. In each case, the adsorbent was then
separated by centrifugation. An UV-Visible spectrophotometer (SAFAS, Monaco) was used to monitor
the dye removal by measuring its remaining concentration in the solution. The measurements were
made at a wavelength of Apax = 500 nm, which corresponds to the maximum absorbance of the direct
red 2.
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The adsorption capacity qe (mg/g), which represents the amount of adsorbed dye per amount of
dry adsorbent, was calculated using the following equation.

4 = (G-C)x Y 0

where C; and Ce are the initial and equilibrium concentrations (mg/L) of dye, respectively, and m is the
mass of adsorbent (g) and V is the solution volume (L).

2.2.3. Theory and Modelling

Kinetic Study

In order to investigate the mechanism of adsorption and to fit the kinetics experimental
data, three kinetics models were used and analysed including pseudo-first-order Equation (2) [31],
pseudo-second-order Equation (3) [32], and Weber's intraparticle diffusion Equation (4) [33].

ki xt
LOg (qe - qt) = Lque - 2.303 (2)
t 1 1
o= xt 3)
qt k2 X qez (qe)
q = kpxt'/24+C 4)

where ge and q; are, respectively, the amount of dye adsorbed (mg/g) at equilibrium and at any time t,
k; is the rate constant of pseudo-first-order adsorption (min~1), values of k; and e are determined from
the plot of Log (qe—qt) = f(t), k; is the rate constant of pseudo-second-order adsorption (g/mg.min).
The equilibrium adsorption capacity (qe) and the pseudo-second-order constant k; are determined
from the slope and intercept of plot of t/qt = f (t), kp (mg-g~'mn=0?) is the intraparticle diffusion rate
constant, and C (mg-g~!) represents the effect of boundary layer thickness, k, and C can be evaluated,
respectively, from the slope and the intercept of the linear plot q; = f (t/2).

Isotherm Study

To investigate the nature of the interaction of direct red 2 anions and the LDHs adsorbents,
two models were selected and used in order to match the experimental data, namely Langmuir and
Freundlich isotherms.

(a) Langmuir Isotherm

In the Langmuir isotherm, it is assumed that the maximum adsorption is limited to a monolayer
of molecules distributed homogeneously over the entire surface and without interactions between
them [34]. It is given by the following linear equation.

Ce 1 Ce

= -
9e Qmax X KL Qmax

(5)

where Ky, is the equilibrium adsorption coefficient (L mg_l), Qmax is the maximum adsorption capacity
(mg/g), Ce is the equilibrium concentration (mg L™!), and qe is the adsorbed amount at equilibrium
(mg/g). K1, and Qmax values were calculated from the slope and intercept of the plot of Ce/qe = £ (Ce).

(b) Freundlich Isotherm

The Freundlich model is based on an empirical equation, which considers that the sorption occurred
on a surface where the active sites have heterogeneous energetic distribution. Additionally, it supposes
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multilayer adsorption with interactions between the adsorbed molecules [34,35]. It is represented by
the following linear equation.

1
Inq, = anf—f—;XlnCe (6)

Ce is the equilibrium concentration (mg-L™!), q, is the adsorbed amount at equilibrium (mg-g™!),
and K¢ and 1/n are the Freundlich constants. The constant n is related to the energy and the intensity of
adsorption and K indicates the adsorption capacity (mg g~!). K¢ and 1/n values were inferred from
the slope and intercept of the plot of Ln q,= f (In Ce).

Thermodynamic Parameters

To better understand the temperature effect on the adsorption, the thermodynamic parameters
such as Gibbs-free energy change AG®, standard enthalpy AH®, and standard entropy AS° were studied.
They were obtained from experiments at various temperatures using the following equations [36].

AG® = -Rx Tx Inkg, (7)
AH° 1 AS°

LnkL_(_ R )XT+(R) ®)

AG® = AH° —TxAS° (9)

where ky, is the equilibrium adsorption constant, R is the molar gas constant, and T is the absolute
temperature. AH® and AS° thermodynamic parameters were calculated from the values of the slopes
and the intercepts of Van't Hoff plots of Ink; = f (1/T).

3. Results
3.1. Characterization of Adsorbents

3.1.1. X-ray Diffraction

The X-ray diffraction patterns of all the as-prepared samples are displayed in Figure 2. They exhibit
the typical signature of a crystalline layered double hydroxide belonging to the space group R-3m
(JCPDS card 25-0521) [37], and display the principal characteristic reflections of LDHs by the presence
of three sharp symmetrical peaks (00I) at low 26 angle and a weak asymmetrical peaks (hk0) at high 26
angle, which indicates a turbo-static disorder of the layers” stacking [38].
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Figure 2. X-ray diffractogram of (a) CoFe-Ac/p, (b) CoFe-Ac/gy, and (c) CoFe-CO3/4 LDHs.



Materials 2020, 13, 3183

The acetate anion was successfully intercalated into the interlayer gallery of CoFe-Ac/}, (Figure 2a),
which gave an interlayer spacing of 12.70 A. This value is very close to that of NiFe-Ac [39].

According to Figure 2b, it is clear that, after anion exchange by carbonate anions, the material
preserved its lamellar structure and it showed the disappearance of the peak due to the acetate anions
(doos = 12.70 A) and the appearance of another peak at high 20 value attributable to the presence of
intercalated carbonate anions (dgg3 = 7.67 A). This value is in keeping with the results for the reference
phase CoFe-COs/4 (dgoz = 7.57 A) (Figure 2c) and those reported in the literature [1].

According to the lattice parameters of CoFe-Ac/p, CoFe-Ac/gy, and CoFe-COs3/p LDHs summarized
in Table 1, we can say that the interlayer distance depends mainly only on the nature of the inserted
anion without any change in the value of the parameter a = 2d;19, which depends on the size of the
metal cations.

Table 1. Evolution of the lattice parameters for CoFe-Ac/gx compared to CoFe-Ac/, and CoFe-CO3/a
(reference) LDHs.

Compound dgoz (A) a Parameter (A)

CoFe-Ac/p 12.70 3.11

CoFe-Ac/gy 7.67 3.12
CoFe-CO3/, (reference) 7.57 3.12

3.1.2. Morphology

The samples CoFe-Ac/p and CoFe-Ac/Ex have similar morphologies. They appear formed of
an aggregation of very fine platelets (Figures S1 and S2) (in Supplementary Materials). TEM images
reveal that these platelets approach a hexagonal shape characteristic of LDH compounds and have a
diameter around 50 nm. The sample CoFe-COg3/5 prepared by coprecipitation in an aqueous medium
has a different morphology, which is also observed in the case of LDH (Figures Slc and S2c) [40].
The particles are in rounded form with a micrometric size. Aggregations of these particles are also
observed. TEM observations show that these particles are microporous and made up of fine particles
in the nanometer size.

3.1.3. Spectroscopy Studies

The infrared spectra for all synthesized compounds (Figure 3) show the characteristic absorption
bands of layered double hydroxide compounds [41]. Particularly, the large band located at high
frequency (3400-3500 cm™~!) can be assigned to the OH stretching of water molecules and hydroxyl
groups of the brucitic layers. The absorption band around 1640 cm™! is assigned to §H,O vibration of
the water molecules and bands at a lower wave level (v < 800 cm™?) are due to vibrations implying
M-O, M-O-M, and O-M-O bonds in the layer.

As shown in Figure 3a, the intercalation of acetate anions in CoFe-Ac/, LDH is confirmed by the
presence of two large and intense bands in 1600~1000 cm~! domain, assigned to v,5(-COO-) = 1561 cm ™!
and v (-COO-) = 1410 cm™ respectively. Additionally, it is confirmed by the band with low intensity
appearing at 1344 cm™! that is ascribed to the vibration of the CHj group (SCH3) of this anion.
The overall spectrum in the range 1990-1300 cm™ is very similar to that reported for the layered
hydroxy-acetate Nij_yZnyy(OH),(CH3COQO),-nH,O [42]. The value of Av = (vas—vs) was in the range
175 < Av < 151 em™!, which indicates that the acetate anions are intercalated as free species in between
the layers [43]. A careful examination of the CoFe-Ac/p, LDH spectrum (Figure 3a) shows that the band
close to 1360 cm™ is absent, which suggests that the carbonate anion is not intercalated even if the
contamination by this anion coming from air cannot be excluded.
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Figure 3. FT-IR spectra for a CoFe-Ac/p, (b) CoFe-Ac/gy, (c) CoFe-CO3/4 LDHs.

In the same way, the comparison of the infrared spectrum for CoFe-Ac/gy (Figure 3b) with the
spectra for CoFe-Ac/p (Figure 3a) and CoFe-CO3/p LDHs (Figure 3c) shows the complete exchange of
the acetate by the carbonate anions, which confirms the results from the XRD. The two characteristic
bands of the acetate ion disappear, leaving two new bands at 1494 cm~! and 1363 cm™! characteristic
of the carbonate ion [42].

Lastly, for both CoFe-Ac/, and CoFe-Ac/gx compounds, the presence of absorption bands at low
intensity located at approximately 2930 and 2854 cm~! along with two weak absorption bands are
located between 1300 and 1000 cm™!. They are attributed to the presence of the DEG solvent adsorbed
on the surface of LDHs [39].

The UV-Vis-NIR spectrum of CoFe-Ac/p is shown in Figure S3. We note the presence of the
absorption bands located at around 1200 to 500 nm, which are attributed to a high spin transition of
octahedral coordinated Co?* [44]:

V1 (Co™on):* Tig(F) — “Tag(F)

V2 (Co™ on): Tig(F) — *Agg(F)
and v3 (Co*" op):*T14(F) — *T14(P)

The absorption band at around 700 nm is absent, which corresponds to Co" ions in octahedral
sites. Similarly, the results show the absence of Co?* at tetrahedral sites since the characteristic bands
located around 1567 nm for d-d transitions are absent:

va (Co**14): *Ax(F) — “T1(F), v2 (Co* 1q): *Ax(F) — T4 (F)

and, at around 592 and 641 nm, for the transition [45]: v3 (Co* 14: *Ay(F)) — 4T1(P)

The UV-Vis-NIR study was conducted six months after the synthesis of the compound was kept
for this period in air. It clearly shows that the compound is stable with respect to oxidation, as shown
by the absence of Co*.

Figure 54 shows the Mossbauer spectrum for the CoFe-Ac/p sample at room temperature in order
to probe the local magnetic environment around the Fe sites and to determine the oxidation state of iron
in the LDH matrix. The spectrum shows only one doublet with an isomer shift 5(Fe**) = 0.339 mm/s
and quadrupole splitting A(Fe3*) = 0.44 mm/s, which indicates an Fe>* nature of the Fe atom, and no
evidence of the Fe?* signal was found. The small value of quadrupole splitting (A) corresponds to
high spin Fe** ions in octahedral sites [46].
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3.1.4. Thermal Analysis

The TG/DTA (Thermogravimetry/Differential Thermal Analysis) for CoFe-Ac/, LDH is presented
in Figure 4. The TG diagram is characteristic of LDH thermal behaviour showing three weight
losses [47]. Upon heating, we observe a weight loss of 16% due to the departure of adsorbed and
interlayer water molecules. This departure is characterized by two endothermic peaks at 97 °C and
168 °C. The de-hydroxylation of the brucite-like layers is characterized by the endothermic peak at
262 °C and corresponds to the second weight loss of 11.5%. Lastly, the third step occurred in a large
range of temperature (342-700 °C). The corresponding total loss (28.5%) actually corresponds to the
loss of acetate ions (10%) along with that adsorbed DEG molecules (7%) and also corresponds to the
release of oxygen (11%) due to the reduction of cobalt ions. X-ray diffraction analysis shows that the
residue is a mixture of iron oxide and metallic cobalt.
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Figure 4. TG/DTA curves of CoFe-Ac/, LDH.
3.1.5. Chemical Analysis

Table 2 summarizes the results of elemental chemical analysis of the CoFe-Ac/, compound and its
corresponding formula. The calculated Co''/Fe!! ratio aligns with the experimental data. The observed
carbon content is slightly higher than that corresponding to the acetate anions. This confirms the
results of the infrared study showing the presence of DEG molecules likely adsorbed on the surface
of the particles. This appears as a common feature of inorganic compounds prepared in a polyol
medium [48]. Thus, we have taken into account the amount of adsorbed polyol in the chemical formula
in order to calculate the theoretical weight loss, which matches that observed by TG analysis (Table 2).

Table 2. Elemental chemical analysis data of CoFe-Ac/p, LDH.

Mass Fraction (%) Molar Ratio Coll/Felll X = Felll/Col! + Felll
Compound - - -
Co Fe C H Solution Solid Solution Solid
CoFe-Ac/p 28.68 896 6.80 4.34 3.0 3.0 0.25 0.25
Chemical formula DEG I—%O %o Total weight loss %
Xp. Exp. Cal.
C00_75Fe()425'(OH)Q'AC0_25,1.50HQO, 0.094DEG 0.094 16.0 56.0 54.4

3.1.6. Surface Area Measurements

The nitrogen adsorption-desorption isotherms for the CoFe-Ac/p, and CoFe-Ac/ex phases are
shown in Figure S5 and the results of the surface area measurement are included in Table S1. The two
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phases present almost similar textural characteristics. Their surface areas are very close at 48 and
50 m?/g, respectively, and their isotherms match those recorded for a layered double hydroxide
type [49]. The shape of the isotherms is type IV, which indicates a predominant mesoporous character
with pores measuring between 2 and 50 nm [50].

3.2. Adsorption Study

3.2.1. Effect of Contact Time

The effect of contact time on the removal of direct red 2 by all LDHs adsorbents illustrated in
Figure 5 was studied at room temperature at a pH equal to 6.6 and with initial dye concentration of 1 g/L.
It is clear that the fastest kinetics is observed for CoFe-Ac/, LDH where the shape of the curve indicates
fast diffusion. In this case, the highest quantity of dye (94%) is already fixed at approximately 5 min,
which is followed by a slower stage until reaching the total removal. This corresponds to an equilibrium
time of 15 min. For the two other materials, the adsorption was slower and their equilibrium time was
reached at about 180 and 240 min with regard to CoFe-Ac/gyx and CoFe-CO3/4, respectively.
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Figure 5. Adsorption kinetics of direct red 2 on CoFe-Ac/p, CoFe-Ac/gy, and CoFe-COs/5 LDHs.
(C=1g/L,pH=6.6,T=20°C).

3.2.2. Kinetic Modelling

The calculated kinetic parameters for direct red 2 adsorbed by CoFe-Ac/p, CoFe-Ac/g,
and CoFe-COs/ are reported in Table 3. Experimental results fit the first order kinetic model with
regression coefficient values of 0.9599, 0.9652, and 0.9128 for CoFe-Ac/p, CoFe-Ac/gy, and CoFe-CO3/4,
respectively. Moreover, large differences between experimental and calculated values of the equilibrium
adsorption capacities are observed. On the contrary, the second-order-kinetic model curves (Figure S6)
show much better correlation coefficients (value higher than 0.99) in all cases and the calculated qe
is much closer to the experimental values. The second-order-kinetic model seems to be the more
appropriate one to describe the adsorption of anionic dye on LDHs [51].

As shown in Table 3, k; (pseudo-second-order constant) is inversely related to the equilibrium
time. A high value of k;, implies a shorter kinetic for the same concentration and that the limiting
adsorption step is a chemical interaction adsorbate-adsorbent [51,52]. This is the case of adsorption of
direct red 2 on CoFe-Ac/p. None of the two kinetic models could identify the diffusion mechanism.
Thus, the intra-particle diffusion model was further investigated.
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Table 3. Kinetic parameters for the adsorption of direct red 2 onto LDH samples.

Method/Adsorbent
Pseudo-First-Order Qexp (mg/g) kg (min~1) qe (mg/g) R2
CoFe-Ac/p 250 0.494 234.54 0.9599
CoFe-Ac/gx 153 0.026 101.24 0.9652
CoFe-CO3/a 128 0.016 70.24 0.9128
Pseudo-Second-Order qe (mg/g) k»-10% (g/mg-min) R? -
CoFe-Ac/p 250 8.42 0.9996 -
CoFe-Ac/py 1613 0.529 0.9999 -
CoFe-CO3/a 136.98 0.426 0.9978 -
Intraparticule Diffusion  kp(mg/g-mn'/?) C (mg/g) R? -
CoFe-Ac/p 5.4882 227.25 0.8108 -
CoFe-Ac/gx 3.2649 107.65 0.9271 -
CoFe-COg3/a 1.7811 98.875 0.9768 -

Figure 6 shows the variation of q; versus t'2. Even if the values R? vary between 0.8108 and
0.9768 for all systems and remain lower than those found for the pseudo-second order model (Table 3),
this model brings interesting insight into the adsorption mechanism occurring.
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Figure 6. Intraparticle diffusion plot for adsorption of direct red 2 on CoFeAc/p, CoFe-Ac/gy,
and CoFe-COs/p LDHs.

The curves are composed of two linear segments indicating the presence of two steps and
confirming that the intraparticle diffusion is not the only process implied for these systems since a
simple straight line would be observed if this was the case.

According to several studies, the first segment corresponds to the instantaneous step that controls
the diffusion at the external surface. When the external surface saturates, the dye diffuses inside the
particle and allows the ion exchange to occur in between the layers as will be observed in the discussion
section. This progressive intra-particle diffusion process is presented by the second segment [19,52].

From the same curves, it is clear that the lines do not pass through the origin. That can be due to
the difference in the rate of mass transfer during the initial and final stages of adsorption. It also states
that the intraparticle diffusion is not the only stage limiting adsorption and that a surface adsorption
can occur simultaneously [53].

The kp values indicate (Table 3) that the intraparticle diffusion is affected by the type of material
used for the adsorption. We notice that the diffusion in the case of CoFe-Ac/, is most significant
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(kp =5.4882 mg/g-mn'/?). That is likely due to the appearance of a significant porous surface for this
material along with the ease of access to the interlamellar space, as will be shown in the discussion
section. The high values of C can be due to a great contribution of surface adsorption on the
phenomenon of the intraparticle diffusion [54].

3.2.3. Effect of pH

The initial pH of the dye solution is considered an important parameter, which controls the
adsorption at water-adsorbent interfaces, it affects the surface charge of adsorbent as well as the
degree of ionization of pollutants. Therefore, the adsorption of direct red 2 on the different LDHs
adsorbents was examined at different concentrations and different pH values ranging from 7 to 10 at
20 °C. As shown in Figure 7, it was observed that the adsorption capacity of direct red 2 on CoFe-Ac/p,
is practically constant and it was nearly independent of pH in the pH range of 7-9 (Figure 7a).
Similar results were obtained for the adsorption of the indigo carmine dye by calcined hydrotalcite
MgAICOs [55].
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Figure 7. Effect of initial pH on adsorption isotherms of direct red 2 on: (a) CoFe-Ac/p, (b) CoFe-Ac/gy,
and (c) CoFe-COs/p LDHs.

However, a remarkable diminution in dye adsorption on all materials occurred when the pH was
greater than 9. This diminution was greater at a high concentration of dye solutions.

For CoFe-Ac /gx and CoFe-COs3/4 LDHs (Figure 7b,c), a decrease in the adsorption capacity
is observed when the pH increases from 7 to 10. This may be due to the presence of competitive
adsorption of OH™ and CO32~ with coloured ions. These anions have a very great affinity for LDHs [56].
Similar results were found for adsorption of fluoride on calcined hydrotalcite [57] and for adsorption
of selenite on calcined, layered double hydroxide MgFe-COj3 [51].
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3.2.4. Effect of Temperature and Thermodynamic Study

The temperature is a very significant parameter for the adsorption process. For this reason,
the adsorption of direct red 2 on CoFe-Ac/p, CoFe-Ac/gy, and CoFe-CO3/4 LDHs was studied by
carrying out a series of isotherms at 283, 293, and 323 K.

As shown in Figure 8, it is clear that sorption capacities of dye onto all adsorbents increased with
an increasing temperature from 283 to 323 K at a high concentration of solution dye, which implies
that adsorption of direct red 2 onto all materials is endothermic in nature.

This result may be attributed to the enhanced mobility of direct red 2 ions at high temperature
due to greater vibrational energies of the molecules, which facilitates the penetration of dye into the
internal structure of LDHs and increases its diffusion in the pores [58]. These results fit well with those
described for treating methyl orange by calcined, layered double hydroxide ZnAl-COj [59].

AG°®, AH®, and AS° values are reported in Table 4. For all adsorbents, the positive values of AH®
(AH® > 0) confirm that the adsorption process is endothermic [60]. The decrease in the negative AG®
values with an increase in temperature show the spontaneous nature of adsorption, and indicates that
the adsorption process becomes more favourable at a higher temperature [61].

— o
.~ —m—T=50°C
—a—E—
—m— e o
. —e— T=20°C
— [
o—0—0—0—0—0—0—0—0 A—T=10°C
00—
)
(] b A
A
A—A— A A A—A—A—A—A 4, 4 4
160
(b) (c)
— s 140 e
././._—l—-——l—:"/T:_—::T:o—o—-—o—o 120 ./)./. o——* .
0 e A A—A—A—A—A—A / o
ot 100,/ ——a——a
P o e
i 5 —
o H 804] /‘
MY =
¥ 60
40-1
20—‘
T T T T T T T 0 T T T T T T
200 400 600 800 1000 1200 1400 0 100 200 300 400 500 600
Ce(mg/L) Ce(mg/L)
T I L} I T L}

I I | !
200 400 600 800 1000 1200 1400 1600
Ce(mgl/L)

Figure 8. Effect of temperature on adsorption isotherms of direct red 2 on (a) CoFe-Ac/p, (b) CoFe-Ac/gy,
and (c) CoFe-CO3/5 LDHs.

The positive values of standard entropy AS° reflect the affinity of all adsorbent LDHs for direct
red 2 dye in an aqueous medium and suggest that some structural changes occur on the adsorbent
with the increase of randomness at the solid/liquid interface in the adsorption system [62].

Table 4. Thermodynamic parameters for the adsorption of direct red 2 onto LDH samples.

AG° (kJ/mol)
Compound AH° (kJ/mol) AS° (J/mol-K)

283K 293K 323K

CoFe-Ac/p 41.31 202.54 -16.00 -19.04 -24.11
CoFe-Ac/gx 8.75 78.89 -13.57 -14.76 -16.73
CoFe-COg3/a 11.48 84.88 -12.54 -13.81 -15.93
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3.2.5. Adsorption Isotherms

Adsorption data are often presented as an adsorption isotherm, which is important for
understanding the interactions between adsorbent and adsorbate. Figure 9 shows the adsorption
isotherms of direct red 2 on the three studied LDHs. They all display the typical L shape Sub-group 2
(Langmuir monolayer) according to Giles’s classification [63], which indicates a great affinity between
the adsorbate and the adsorbent and corresponds to the formation of a monolayer of dye.

According to the same figure, we can also observe the decrease in adsorption capacities (Qmax)
following the series: CoFe-Ac/p (~588 mg/g) > CoFe-Ac/gx (~170 mg/g) > CoFe-COs3/5 (¥127 mg/g).
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Figure 9. Adsorption isotherms of direct red 2 on CoFe-Ac/p, CoFe-Ac/gy, and CoFe-COz/5 LDHs.
(pH = 6.6, T = 20 °C).

According to the curves of the tested models (Langmuir, Freundlich), Figure S7 and, following
the higher correlation coefficients R? values close to 1 (Table 5), we can note that the Langmuir model
is the best to describe the phenomenon of adsorption. The Toth model confirms that the Langmuir
isotherm better describes this adsorption [64] (Figure S8 and Table S2).

Table 5. Isotherm parameters for the adsorption of direct red 2 onto LDH samples.

Method/Adsorbent
Langmuir Isothem Omax (mg/g) Ky (I/mg) R? Omax (exp) (mg/g)
CoFe-Ac/p 588.23 0.404 0.9999 588
CoFe-Ac/gx 175.44 0.034 0.9998 170
CoFe-CO3/a 128.205 0.426 0.9998 127
Freundlich Isotherm Ky (mg/g) n R? -
CoFe-Ac/p 433.93 21.64 0.9914 -
CoFe-Ac/gx 1.82 5.12 0.9848 -
CoFe-CO3/a 81.95 12.93 0.9252 -

The Langmuir parameters Qmax and K, were calculated and listed in Table 5. As shown, the K,
parameter reflects the affinity of LDHs for direct red 2 [65] and the calculated maximum adsorption
capacities are very close to those obtained in experiments. However, the best adsorption capacity
is observed for the CoFe-Ac/p (Qmax ~ 588 mg/g), which corresponds to an uptake capacity of 3.4
times greater than that of CoFe-Ac/gx and 4.6 times greater than that of CoFe-CO3/5. CoFe-Ac/, LDH
prepared here in polyol medium presents high adsorption capacity of direct red 2 than CTAB-bentonite
(=109.89 mg/g) [24] and calcined hydrotalcite (~417mg/g) [25]. Furthermore, this new adsorbent shows
removal efficiency of 100% until 1.5 g/L of dye solution.
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3.3. X-ray and IR Characterizations of the LDHs after Adsorption

Infrared spectra clearly confirm the adsorption of direct Red 2 on the three LDHs: CoFe-Ac/gy,
CoFe-Ac/p (Figure 10), and CoFe-COs/4 (Figure S9). The main characteristic bands of this dye are
present. The absorption bands located between 1250 and 1000 cm™~! are assigned for the sulfonic SO3~
vibrations group. The absorption band at approximately 1600 cm™ is attributed to the absorption of
C-C aromatic stretch and the band at around 1500 cm™ is ascribed to the azoic group [14].
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Figure 10. FT-IR spectra before and after adsorption of dye for (A) CoFe-Ac/gy, (B) CoFe-Ac/p, LDHs.

However, the IR spectra of CoFe-CO3/5 and CoFe-Ac/gy after adsorption still present the same
asymmetrical shape in 1600-1300 cm™! region as that before adsorption. In this region, we notice the
intense band at 1364 cm™! showing the predominance of the carbonate ion in the interlamellar space.
Conversely, the spectrum of CoFe-Ac/ after adsorption has a more symmetrical shape in the same
region. We observe the disappearance of the characteristic bands of acetate ion and the appearance of
four bands in which two are intense and coincide with those of the direct red 2 anion, which shows
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that the acetate has been exchanged by this anion. However, the concomitant intercalation of the
carbonate ion coming from air cannot be excluded since spectra of the two species overlap in the

1600-1300 cm™~! domain.

X-ray diffraction analysis sheds additional light. It shows that CoFe-CO3/4 (Figure 510) and
CoFe-Ac/gy (Figure 11A) maintain, before and after adsorption, the same interlayer distance revealing
that the carbonate has not been exchanged by the direct red 2 anion and that adsorption has occurred

only on the surface of the particle.
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Figure 11. X-ray diffractogram before and after adsorption of dye for (A) CoFe-Ac/gy, (B) CoFe-Ac/p, LDHs.

Conversely, in the case of CoFe-Ac/,, (Figure 11B), the characteristic interlamellar distance of the
acetate ion (12.70 A) disappears after adsorption, which results in two new distances (23.7 A and

8.28 A). This reveals that the direct red 2 anion was intercalated in the interlayer space.

162




Materials 2020, 13, 3183

4. Discussion: Mechanism of Direct Red 2 Removal and Comparison with Previous Works

Table 6 compares the results obtained during this work with the adsorption performance of azoic
dyes belonging to the same family (with at least two sulfonate groups) by LDHs prepared via the
common synthetic routes discussed in the introduction.

Table 6. Adsorption performances of azoic dyes belonging to the same family by LDHs prepared by
different synthetic routes.

Ratio Initial dggs  Final dgg3

LDH M2ZH/MP+ Dye @A) @A) Qmax (mg/g) Reference

MgFe-CO5 . ~7.8 ~7.8 41.7

C(MgFe-CO3) 3/1 Acid Brown 14 B ~78 370.0 [66]
MgAl-CO; 7.58 7.88 129.9

C(MgAI-CO3) e Congo Red } 7.92 143.27 (671
MgAl-CO; . 7.43 7.55 54.59

C(MgAI-CO3) 2/1 Brilliant Blue R ~ 776 613.6 [68]
MgAl-CO3 . 7.57 7,77 153.88

C(MgAL-CO,) 2/1 Direct Red 2 } 23.77 4173 [25]
MgAI-CO; . . 7.6 7.6 99.1

C(MgAI-CO3) 3/1 Acid Green 68:1 ) 73 154.8 [51]
ZnAl-CO3 7.6 Not given Not given

C(ZnAL-CO3) o Congo Red § 30.0 1540 1691
ZnAl-CO3 RR (X-3B) 7.6 Not given Not given

C(ZnAl-CO3) - 7.6-8.0 390
MgAI-SO4 3/1 Remazol Brilliant Red 3FB 8.12 7.9 85 [19]
ZnAl-NO; 21 Direct Red 16 8.84 11.78 69.85 [15]
MgAl-NO3 2/1 Reactive blue 19 8.79 8.41 281 [16]
MgAIl-SDS 2/1 Direct Blue G-RB 25.5 Not given 707.76 [18]

ZnAl-Cl 2/1 Evan Blue (EB) 7.73 20.6 0.512 mmol/g [14]
COFe-AC/p 12.70 23.77/8.28 588 (0.812 mmol/g)
CoFe-Ac/gy 3/1 Direct Red 2 7.67 7.67 170 (0.235 mmol/g)  This work
CoFe-CO3/p 7.57 7.57 127 (0.175 mmol/g)
C: Calcined.

As can be seen, CoFe-COg3/p and CoFe-Ac/gy behave similarly to LDHs prepared by coprecipitation
in an air atmosphere. Their final interlamellar distances remain unchanged after adsorption and
their removal capacities are low (128 and 175 mg/g). This is due to the great affinity of the carbonate
anion with the positively charged LDH layers. Thus, the anionic exchange between the carbonate
and the anionic dye is energetically disadvantaged and, exclusively, surface adsorption takes place
(physisorption). This physisorption is confirmed by the small positive values of AH® (AH® < 40 kJ/muol)
obtained for these two compounds (Table 4) and by the low k; constant of the second order kinetic
model (Table 3).

As shown in Table 6, LDHs with carbonate anion heated at about 500 °C present significantly
higher adsorption capacities due to the high surface properties and to the memory effect resulting
after calcination. In this case, besides physisorption on the external surface, the intercalation of the
anionic dye appears to be the main sorption process during the reconstruction of the layer structure.
The intercalation may lead to anionic dye standing perpendicularly to the lamellar sheets and giving
a high basal spacing. The anionic dye may also be intercalated in a flat position, which results in a
limited interlamellar distance [69]. Even if the calcination-reconstruction process clearly improves
the LDH adsorption capacities, the intercalation of the anions remains below the theoretical value
allowed by the M?*/M3* ratio. The charge compensation is fulfilled by the simultaneous intercalation
of the carbonate anion present in the effluent as clearly shown by IR studies. Among the examples
cited in Table 6, only the intercalation of Congo Red into calcined Zn-Al-COj3 reaches the theoretical
value (1540 mg/g). The performance of LDHs also prepared by coprecipitation and containing other
intercalated anions depends on the size of these anions. LDH intercalated with small anions: nitrate,
chloride, and sulfate have interlamellar distances very close to the LDH-COj3 distance. Their adsorption
performance is variable as shown in Table 6. For sulfate and nitrate, the adsorption capacity is medium
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or even low. Significantly larger anions such as dodecylsulfate (SDS) lead to the formation of LDH
with a significant interlamellar distance (25.5 A). This weakens cohesion interlayers and, therefore,
facilitates the exchange. Such conditions are at the origin of the high adsorption capacity observed in
this case (707.76 mg/g).

The sorbent proposed in the present work (LDH-CoFe-Ac/p) is based on a new approach.
This material was prepared by forced hydrolysis in a polyol medium. This route, described for the first
time for the preparation of the Layered Hydroxide Salts (LHS) [70], has been extended to the synthesis
of LDH based on the 3D transition elements [27,39,71]. This synthesis method presents two main
advantages: (i) the reaction is conducted without atmosphere control since polyol avoids the carbonate
anions’ contamination and (ii) the pH is mainly controlled by the amount of acetate anion present
in the precursor salts [70]. In this new LDH, the acetate anion was chosen as the intercalate anion.
This leads to a relatively large inter-layer distance (12.70 A). As dodecylsulphate, this likely weakens
the cohesion of sheets and, thus, will favor the exchange reaction. Such factors enhance the adsorption
capacity leading to the high adsorption efficiency observed for this compound (588 mg/g). The high
AH?’ value obtained AH® > 40 kJ/mole means that the adsorption is characterized by a physisorption
effect followed by a chemical effect (intercalation reaction). This is in keeping with results reported
on the sorption of EB and similar dyes on ZnAl-ClI [14] and the sorption of direct red 2 on calcined
hydrotalcite [25]. The occurrence of both physisorption and chemical sorption via intercalation is also
confirmed by the high constant K; of the second order-kinetic model (Table 3).

X-ray diffraction analyses clearly confirm these results. They show that the adsorption processes
are mainly controlled by the dye concentration. When the concentration is low (100 mg/L),
only physisorption occurred (adsorption on the external surface). No change in basal spacing
(12.70 A) was observed. XRD patterns remain identical before and after adsorption (Figure 11B(a,b)).
At a higher concentration, the chemisorption phenomenon (exchange/intercalation) begins to act in
addition to the surface adsorption. The basal spacing 12.70 A disappeared giving way to the appearance
of two new distances (23.7 A and 8.28 A) (Figure 11B(c-f)).

These results allowed us to deduce that the intercalation of direct red 2 gave rise to the formation
of two LDH phases with the same brucite-like layers but with two different interlamellar distances.
The first phase corresponding to the highest interlamellar distance (23.7 A) results from the intercalation
of direct red 2 in an inclined orientation toward the brucite-like layers. Taking into account the long
axis length (26 A) (Figure 1) and the thickness of the brucite-like layer (4.8 A), the inclination angle
calculated is about 46°. Similar interlamellar distance was obtained for the adsorption of the same dye
on calcined hydrotalcite [25].

The second phase is characterized by two peaks: an intense, symmetrical peak at 8.28 A and
its harmonic at 4.13 A with dissymmetrical shape and low intensity. This lamellar phase with an
interlamellar distance of 8.28 A can result from the intercalation of direct red 2 in an almost flat position
parallel to the layers, as was previously observed for RR-3FB intercalated into MgAl-SO4 [19] and
for RR-X-3B intercalated into calcined ZnAl-COj3 [69]. The short axis length of direct red 2 (3.9 A)
(Figure 1) is very close to that of RR-3FB (3.7 A) and to that of RR-X-3B (4 A). Taking into account
the thickness of the brucite-like layer, a predicted interlamellar distance of 8.70 A would be expected.
This value corresponds to what was observed. This orientation corresponds to a slight inclination (7°)
of the direct red 2 long axis relative to the layers.

There exists a balance between the two phases depending on the dye concentration in the solution.
Relatively low concentrations favour the lamellar phase corresponding to the direct red 2 anion
intercalated almost parallel to the layers (600 mg /L, Figure 11B(c)) (Interlamellar distance 8.28 A).
Higher concentrations facilitate the organization of anions in an inclined position relative to the layers
(Interlamellar distance 23.7 A) (Figure 11B(d-f)).

Lastly, the comparative study of both CoFe-Ac/p and CoFe-Ac/gy brings an interesting insight
into the relative importance of physisorption (external surface adsorption) and chemical sorption
(intercalation). CoFe-Ac/gy, containing carbonate as an intercalate anion, was obtained by a topotactic
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anion exchange reaction from the CoFe-Ac/p compound. It follows that its microstructure likely remains
identical (porosity and specific surface). Thus, we can suppose that the external surface adsorption
for CoFe-Ac/p, is very close to that of CoFe-Ac/gy (i.e., 170 mg/g). This makes it possible to estimate
the contribution of intercalaion around 418 mg/g showing that chemical sorption is predominant.
It corresponds to 2/3 of the theoretical exchange capacity. This difference observed with respect to the
theoretical intercalation rate appears to be a common characteristic of the LDHs used as adsorbents,
regardless of their synthesis method (see references cited in Table 6 and Reference [17]). In the present
case, the compensating interlayer anions are mostly acetate. However, the concomitant intercalation of
the carbonate ion coming from air cannot be excluded since the spectra of the two species overlap in
the 16001300 cm~! domain. Such a phenomenon was also observed regarding other organic dyes
such as Methyl Orange adsorbed on Ni and ZnAl-LDH where compensating anions are nitrate and/or
carbonate [72] and in the case of fluorescein on ZnAl-Hydrotalcite with perchlorate as a compensating
anion [17].

5. Conclusions

In the present study, a new CoFe-Ac/p LDH was prepared by forced hydrolysis in a polyol medium,
and its structural properties were confirmed by complementary characterization techniques.

The synthesised CoFe-Ac/p LDH has shown anion exchange properties. Indeed, acetate interlayer
species were successfully exchanged by carbonate anions with a topotactic reaction.

The adsorption capacities of dye on CoFe-Ac/p were significantly affected by the initial contact
time, initial dye concentration, pH, temperature, and by the structural properties (the nature of the
initial interlayer anion and morphology).

In comparison with CoFe-Ac/gx and CoFe-CO3/4 LDHs, it is demonstrated that the CoFe-Ac/p
compound displays unique adsorption properties for direct red 2 dye. The adsorption was induced by
physisorption at a low concentration of dye. High concentrations of dye favour the intercalation of dye
anions via the exchange reaction with acetate anions. In addition to physisorption, this intercalation,
which is considered as a chemical sorption, confers to this material an efficient uptake capacity
(=588 mg/g).

The intercalation of the azo dye anion leads to the formation of two LDH phases differing in the
orientation of this anion relative to the layers. The first phase corresponds to an intercalation of the
anion almost parallel to the layers. In the second phase, the azoic anions are inclined about 46° relative
to the layers. Higher concentrations favour the latter orientation.

Lastly, when taking into account the obtained results, the forced hydrolysis in a polyol medium
constitutes an original way and easy method to elaborate layered double hydroxides exempt of
contamination by carbonates with controlled morphology, nanometric size, a more significant surface
area, and, consequently, a good dispersion of particles. In addition, the acetate anion has been chosen
as the intercalated specie since it leads to high interlamellar distance facilitating the exchange reaction.
Altogether, these characteristics are at the origin of the efficient adsorbent capacity of this material
and, accordingly, confer on it a major interest in the retention of the pollutants contained in the
industrial effluents.

Supplementary Materials: The following are available online at http://www.mdpi.com/1996-1944/13/14/3183/s1.
Figure S1: SEM images of (a) CoFe-Ac/p, (b) CoFe-Ac/gy, (c) CoFe-CO3/s LDHs. Figure S2: TEM images of (a)
CoFe-Ac/p. (b) CoFe-Ac/gy, (c) CoFe-CO3/4 LDHs. Figure S3: UV-Vis-NIR of CoFe-Ac/p LDH. Figure S4: Mossbauer
spectrum of CoFe-Ac/p LDH. Figure S5: N, adsorption-desorption isotherms of CoFe-Ac/p, and CoFe-Ac/gx
LDHs. Table S1: Textural properties of CoFe-Ac/p, and CoFe-Ac/gx LDHs. Figure S6: (a) Pseudo-first-order and (b)
pseudo-second-order kinetics for adsorption of direct red 2 on CoFeAc/p, CoFe-Ac/gy, and CoFe-CO3/4 LDHs.
Figure S7: (a) Freundlich and (b) Langmuir isotherms for adsorption of direct red 2 on CoFe-Ac/p, CoFe-Ac/gy,
and CoFe-COs/p LDHs. Figure S8: Toth isotherm for adsorption of direct red 2 on CoFe-Ac/p, CoFe-Ac/gy,
and CoFe-CO3/p LDHs. Table S2: Isotherm parameters for the adsorption of direct red 2 onto LDH samples.
Figure S9: FT-IR spectra, before and after adsorption, for CoFe-COj3/5. Figure S10: X-ray diffractogram before and
after adsorption for CoFe-CO3/4.
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