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The removal of emerging contaminants (ECs) from drinking water is a current challenge of global concern.
Graphene-based sorbents are attracting increasing interest in this field owing to the chemical versatility of
graphene-based materials, their commercial availability and processability in various 3D structures. Herein,
for the first time, graphene aerogels (GAs) are reported based on the synergy of graphene oxide (GO) and
graphene nanoplatelets (GNPs) derived from waste tire and their use as a sorbent for a mixture of ECs in tap
water. Reduction of GO up to 52.1% (O/C = 0.092) was demonstrated through X-ray photoelectron
spectroscopy, whereas no changes in the GNP structure during aerogel synthesis were demonstrated

with comprehensive spectroscopic and microscopic characterisation. Adsorption of a selection of ECs in
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Accepted 10th October 2024 a mixture from tap water was tested under flow conditions by inserting the aerogels into filtration
cartridges and filtering tap water spiked with the mixture of ECs. Remarkably, the GO + GNP aerogel

DOI: 10.1035/d4ra05658b showed an increase in adsorption capacity of about 2.3 times that of the rGO aerogel owing to the
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1. Introduction

Drinking-water purification is one of the major challenges of
the years to come. Increasing cases of contamination with
emerging contaminants (ECs)*? urgently call for the develop-
ment of advanced materials and purification technologies.
Many of these contaminants end up in surface- and ground-
water and have even been detected in EU drinking water.
Directive EU 2020/2184 has introduced new limits and, in some
cases, tightened existing values for already regulated contami-
nants.’ Additionally, this directive requires water operators to
conduct risk assessment and develop water safety plans to
address these risks. Overall, this is pushing joint industrial and
academic efforts to develop new technologies that can remove
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higher obtained surface area, 27 instead of 16 m? g™, and the resultant more-reduced structure.

ECs at sustainable costs to replace state-of-the-art technology
mainly relying on multistep treatments, including activated
carbon adsorption and membrane filtration.*®

Nanomaterials, with their tunable multifunctionalities, are
attracting growing interest in realizing three-dimensional (3D)
structures such as aerogels and membranes for adsorption and/
or filtration purposes.®” Graphene, owing to its unique surface
properties and processability, is expected to lead major
advances in the drinking water purification field by producing
innovative materials with higher removal capacity for a wider
range of contaminants.®® In particular, graphene oxide (GO)
and its derivatives have shown promising adsorption properties
toward several ECs, including drugs and dyes.'**> GO nano-
sheets and graphene nanoplatelets (GNPs) can be used as
powder sorbents in dispersion if coupled with a further purifi-
cation step such as micro- or ultrafiltration, allowing the
retention of the emerging contaminants at the carbon nano-
materials by the filter cutoff."** Alternatively, 3D graphene-
based structures, including membranes and composite hydro-
gels or aerogels, have been proposed as sorbent materials to be
used as a single step of purification.®***” The advantage in the
latter case is the ease of use of 3D structures and the possibility
of their reuse after extraction and washing-regeneration, as well
as their high surface area, which promotes adsorption
properties.*'#2¢

Graphene aerogels (GAs) can be produced using different
methods, leading to materials with remarkable properties such
as very low density; high electrical conductivity; high

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig.1 Chemical structure of the water organic contaminants selected for the adsorption test.

mechanical strength; thermal stability and high adsorption
capacity for dyes, oils, organic solvents and inorganic ions.*"*
Consequently, GAs can be exploited in several applications,
such as electrodes for electrochemical power sources and
lithium-ion batteries, as supercapacitors, in air purification, in
the removal of several oils and dyes from water, and generally in
wastewater management.>*->°

In this scenario, the successful synthesis and applications of
graphene oxide (GO) and graphene nanoplatelets (GNPs)-
biopolymer (chitosan, alginates) aerogels for the adsorption of
several organic molecules and a heavy metal (lead Pb*") from
tap water have been recently reported by some of the co-
authors.®”” GO-doped 3D chitosan-gelatin aerogels showed
a maximum adsorption capacity of 11.1 mg g~ * for lead. The
adsorption capacity for fluoroquinolonic antibiotics (ofloxacin
and ciprofloxacin) was found to be equal to 5-8 mg g™, while no
adsorption was found for the chitosan-gelatin aerogels without
GO. For graphene-alginate hydrogels, the removal of a mixture
of eight selected ECs in tap water, including bisphenol A,
ofloxacin and diclofenac, was assessed. Rhodamine B was
found to be efficiently adsorbed (178 mg g '), while the
regeneration capability was investigated by washing with
ethanol, with high adsorption performance up to the fourth
reuse cycle.® Han et al. have created graphene nanoplatelets
(GNPs)/boron nitride (BN) aerogels as adsorbents for the
removal of pharmaceutical ciprofloxacin from its aqueous
solutions demonstrating the synergy of the two two-
dimensional materials.”® Pure graphene-based aerogels*~®
have also been reported for organic dye pollutant removal. Sun
et al. have prepared GAs using this technique and demonstrated
the contaminant removal by using methylene blue (MB) as
a precursor.? The adsorption quantity can reach 87.30 mg g,
while the removal rate was found to be equal to 95.1%. It was
claimed that the sorption process may invoke electrostatic
attraction, ion exchange, surface complexation and w7 stack-
ing mechanisms. Also, Trinh et al. have reported GAs with
ethylenediamine as the reducing agent.** The maximum
adsorption capacity of this neat GA for MB was calculated to be
equal to 221.77 mg g .

In this work, the synthesis of GAs prepared from a mixture
of GO and sustainable graphene nanoplatelet GNPs deriving

© 2024 The Author(s). Published by the Royal Society of Chemistry

from waste tires’ is reported. Spectroscopic and microscopic
characterisation with the assistance of X-ray photoelectron
spectroscopy (XPS), scanning electron microscopy (SEM), X-ray
diffraction (XRD) and Raman spectroscopy confirmed the
partial reduction of GO, whereas the GNPs structure remained
intact. The aerogels were exploited to adsorb a mixture of eight
ECs (Fig. 1) from tap water in dynamic conditions (i.e., contact
time of second), and the selectivity and removal capacity were
studied to attain the highest adsorption with a suitable
material system. To the best of the authors' knowledge, this
hybrid graphene aerogel (GO + GNPs) structure behaves
differently in terms of adsorption capacity compared to the
previously designed neat reduced GO (rGO) aerogel.>*>**' The
higher obtained surface area and the more efficient reduction
of GO in the first case are believed to result in superior
performance.

2. Experimental procedure
2.1 Graphene oxide preparation

The graphene oxide (GO) is synthesised from natural graphite
flakes (NGS Naturgraphit GmbH, Germany) by a two-step
oxidation process based on a method, which is a modification
of Hummer's method,**** namely, a pre-oxidation step at the
beginning, followed by the final oxidation step where GO flakes
are collected in aqueous dispersion (analytical information can
be found in the ESI filet).

2.2 Synthesis of oxidised GNPs

GNPs were oxidised in order to be grafted with oxygen groups
and combined efficiently with GO into an aqueous precursor
solution that afterwards turns into an aerogel (as described
following). The oxidation was achieved using sulfuric acid
(H,SO4, 97%) and potassium permanganate (KMnO,).**
Initially, 3 g of GNPs were added in a flask with 70 mL of H,SO,
at 20 °C in a water bath. Gradually, 26.7 g potassium perman-
ganate (KMnO,) was added to the mixture. Thereafter, the
mixture was heated to 40 °C for 2 h, where 50 mL of DW was
added carefully. After 15 minutes, the reaction was terminated
by adding 500 mL of DW and 7 mL of hydrogen peroxide (H,O,,

RSC Adv, 2024, 14, 34504-34514 | 34505
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30%). Finally, the mixture was washed with a 1 : 10 HCI solution
to remove most of the metal ions and subjected to dialysis until
the pH was neutralized.

2.3 Synthesis of GNPs from waste tires

Graphene nanoplatelets (GNPs) were synthesized from the pyro-
lyzed carbon black obtained from waste tires by the purification,
catalytic activation and heat treatment process. Within this
process, the waste tires are shredded and cut into four main
pieces prior to thermal decomposition. The tire shreds are then
pyrolyzed at temperatures of 400 °C in a batch reactor under
a nitrogen atmosphere to produce carbon black. Then, the
carbon black was treated in mild conditions without using harsh
chemicals (sulphuric acid and nitric acid) to decrease inorganic
impurities as well as remove undesirable (ash) contents. In the
final stage, metal impregnation was performed on a known
weight of the treated carbon black, and then the material was
placed in a furnace for catalytic carbonization, which resulted in
the formation of the graphene nanoplatelets.*

2.4 Graphene aerogel synthesis

The prepared GO was combined with the GNPs powder after
further oxidation of the latter. Substantially, a synergy of the two
graphene-oxide formulations took place to obtain the graphene
aerogels. The approach presented previously by Hong et al.®®
was followed herein for the synthesis of the reduced graphene
oxide (rGO) aerogels. The aqueous solution of GO consisted of
both starting materials (GO and oxidised GNPs, with an analogy
50/50% w/w), and after its preparation, it was subsequently
diluted in water to obtain a concentration of 1 mg mL .
Hypophosphorous acid (H;PO,) and iodine (I,) of weight ratio
GO :H;PO,: I, 1:100:10, were then added as the chemical
reducing agents. Subsequently, the solution was placed in
a furnace and heated to 80 °C for 8 hours, resulting in a uniform
gelation of the GO. The sample was then rinsed with water until
a pH equal to 7, followed by freeze-drying for 48 h. The chemical
reaction that relates to the chemical reduction of graphene
oxide has both H;PO, and I, as reactants. Based on the
proposed self-assembly mechanism of the graphene sheets,*” at
first, H;PO, combines with I, and creates hydriodic acid that
acts as the reducing agent and is responsible for the pH
decrease of the medium (pH < 1). The decreased value of pH
results in diminished electrostatic repulsions, aiding the
formation of GO agglomerates. The oxygen-containing func-
tional groups on the GO surface are reduced from hydriodic
acid and produce chemically converted graphene. With the aim
of creating a more stable structure, the rinsed hydrogel was pre-
frozen in a refrigerator (—27 °C) for up to a week until the freeze-
drying took place (Fig. S17).

2.5 Structural characterisation methods

SEM photos were taken using a LEO SUPRA 35 VP and FE-SEM
(FEI InspectTM F50) using the SE detector. The signal by the
backscattered electrons is collected by the SE detector and has
been converted to a signal that is sent to a computer for further
analysis. The samples were sputter-coated with gold for
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examination under SEM. The Raman spectra of the specimens
were recorded using an InVia Reflex (Renishaw, UK) Micro-
Raman equipment using a 633 nm laser excitation. In all
experiments, spectra were recorded at several points on each
specimen using a Renishaw InVia Raman Spectrometer with
a 1200 groove per mm grating and an x100 lens. The power of
the laser beam was kept below 1 mW to avoid heating the
specimen. Raman spectra were baseline-corrected, and gra-
phene peaks were fitted to Lorentzian functions. When gra-
phene peaks were superimposed onto the peaks of the
substrates, the necessary deconvolution process was applied.
In this analysis, the Lorentzian components assigned to the
substrates were held fixed, with their parameters (position:
full-width at half-maximum) evaluated from the spectra of the
bare substrates. X-ray diffraction measurements were per-
formed with the assistance of a Bruker D8 Advance model
diffractometer.

The surface analysis measurements were performed in a UHV
chamber (P~5 x 10'° mbar) equipped with a SPECS Phoibos
100-1D-DLD hemispherical electron analyser and a non-
monochromatized dual-anode Mg/Al X-ray source for XPS. The
XP Spectra were recorded with MgKa at 1253.6 eV photon energy
and an analyser pass energy of 15 eV, giving a full width at half
maximum (FWHM) of 0.85 eV for the Ag 3ds,, line. The analysed
area was a spot with a diameter of 3 mm. The atomic ratios were
calculated from the intensity (peak area) of the XPS peaks
weighted with the corresponding relative sensitivity factors (RSF)
and the energy analyser transmission function. For spectra
collection and treatment, including fitting, the commercial
software SpecsLab Prodigy (by Specs GmbH, Berlin) was used.
The XPS peaks were deconvoluted with a sum of Gaussian-Lor-
entzian peaks after Shirley-type background subtraction.

Specific surface area and porosity measurements were per-
formed by obtaining the volumetric nitrogen adsorption at 78 K
using an “autosorb iQ Model 7” gas sorption system and high
purity gases (>99.999%). Before the measurement, the as-
formed aerogel was outgassed at 150 °C under vacuum (P <
107> mbar) for 10 hours. The specific surface area was found
following the multi-point BET equation. The pore volume was
calculated from the adsorbed nitrogen at 0.90 relative pressure.
The pore size distribution was determined with the Barrett-
Joyner-Halenda (BJH) model.*®

2.6 Adsorption test

Aerogels were placed inside a column (SepaChrom Purezza) and
blocked by frit, and they were kept overnight in water to hydrate
and used under flow conditions. A mixture of eight organic
contaminants (0.5 mg L™ each in tap water) was prepared and
then made to flow by a peristaltic pump through the cartridge
(flow rate 2.5 mL min~"). Samples were collected every 20 mL,
and the output concentration was measured by HPLC. All tests
were carried out in duplicate and reported as mean values with
standard deviation.

2.6.1 High-performance liquid chromatography analyses.
HPLC analyses of the selected mixture of eight contaminants were
performed on a Dyonex Ultimate 3000 system equipped with

© 2024 The Author(s). Published by the Royal Society of Chemistry
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a diode array detector. 200 pL of samples were used as sources for
the automated injection. The chromatographic separation was
performed on a reverse phase Zorbax XDB-C8 column (4.6 x 150
mm?, 5 um) at a flow rate of 1.0 mL min ", detection at Ay of
each analyte, and linear gradient TFA 0.05% aqueous solution/
acetonitrile from 80:20 to 0:100. In each experiment, the
removal of each analyte was determined by comparison with that
of the initial untreated solution. The results are expressed as the
mean of two independent experiments +SD.

3. Results and discussion
3.1 Structural aspects of graphene aerogels

The starting GNPs powder and the as-prepared graphene aero-
gels were characterised by combined Raman spectroscopy,
XRD, SEM and XPS analyses. XPS was carried out in order to
gain an insight into the elemental composition and chemical
bonding of the starting and the resultant materials. From the
XPS analysis of the neat GNPs powder and the peak intensities
of C 1s, O 1s, Fe 2p;/, and Si 2p, the % relative atomic ratio can
be extracted, and the results are shown in Table S1.f The %
component concentration was calculated for C: O and found to
be equal to 93.5: 5.5. Moreover, traces of Fe and Si were detec-
ted. From the XRD diagrams of the ESI file (Fig. S6),1 the main
conclusion is that the product from the pyrolysis of car tires
mainly consists of graphite since a clear and sharp peak at 26° is

View Article Online
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shown, characteristic of the graphitic (002) plane.**** The
presence of graphene cannot be argued since a broad peak is
not observed. Also, the presence of silicon is indeed revealed for
both batches of the starting material. Specifically for the first
batch, the peaks at =50°, 54° and 57.5° are attributed to silicon
(Si),** while for the second one, the corresponding peaks are
located at 28°, 47.5°, 54° and 57.5°. Other main peaks detected
at 33° and 36-37° are characteristic of the existing iron (Fe).**
From the adopted Raman spectroscopy and Fig. S7,T it is shown
that the commercial graphene powder consists of graphite
nanosheets. In fact, the characteristic asymmetric shape of the
2D peak suggests that the nanosheets are composed of
approximately 10 graphene layers.*>** The G peak position
appears at 1600 cm ™', whereas the D peak is quite intense,
revealing the existence of crystal edges and structural defects.*

The deconvoluted XPS C 1s spectrum of the as-resultant GO +
GNPs aerogel is shown in Fig. 2A. The peak is classified into five
components at binding energies (BE): (1) 2844 + 0.1 eV
assigned to C-C sp® hybridization, (2) 285.3 + 0.1 eV assigned to
C-C sp® hybridization, (3) 286.3 + 0.1 eV assigned to epoxides
and/or hydroxides (C-O(H)), (4) 288.0 + 0.1 eV assigned to
carbonyls (C=0) and (5) 289.0 & 0.1 eV assigned to carboxyls.**
The deconvoluted XPS O 1s spectrum is shown in the ESI filet
and classified into two components at binding energies of 531.3
+ 0.1 eV and 533.2 £+ 0.2 eV assigned to C=0 and C-O bonds,
respectively.®> The SEM image of the GO + GNPs aerogel is given
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Fig. 2 Characterisation of the GO + GNPs aerogels. (A) Deconvoluted Cls XPS spectrum of the GO + GNP aerogel. (B) SEM photo of the as-
obtained graphene aerogel showing the macro-porosity of the material. (C) XRD diagram of the aerogel. The as-made graphene aerogel exhibits
a weak broad peak, characteristic of an amorphous material, at 26 = 26°, which corresponds to the (002) plane of the graphite structure. (D)
Raman spectrum of the aerogel showing the characteristic G, D and 2D peaks of graphene.
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Table 1
atomic ratio for the GO + GNP aerogel (C: O: P)
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% C 1s and O 1s component concentrations derived from the C 1s and O 1s peak deconvolution (Fig. 2), respectively, and the relative

% Component of O bonds % Component of C bonds

% Relative atomic ratio

Cc-0
63.3

C=0
36.7

C-C sp?
74.4

Cc-C sp®

2.0 11.7

in Fig. 2B. As shown, the rGO layers have created a robust
macro-scale porous network since the aerogels have been
formed. In Fig. 2C and D, XRD and Raman measurements are
shown for the GAs samples. Both the Raman and XRD
measurements prove the reduction of GO to rGO in these aer-
ogels. The XRD plot shows a broad peak at 2 = 26°, which
corresponds to the (002) plane of the graphite structure, as re-
ported elsewhere.” The position of the Raman peaks for the GO
are ~1590 cm ™" and 1356 cm ™, corresponding to the G and D
phonons, respectively (Table 1).

3.2 Adsorption capability of the developed graphene
aerogels

Regarding the N, adsorption-desorption experiments, the
specific surface area (SSA) of the GO + GNPs aerogel that was
examined herein was calculated using the analysis software of
the gas sorption system and found to be equal to 27 (+0.2) m>
g~', which is relatively low for a graphene aerogel®® but similar
values have been reported elsewhere for related materials.***
The pore volume at p/p® = 0.90 was found to be equal to 0.320
cm® g~'. The SSA could be enhanced by using more concen-
trated GO starting solutions,*® as in the present case, the
concentration was equal to just 1 mg mL™'. The nitrogen
adsorption-desorption isotherms, actually, are more useful for
porosities up to 50 nm or more, and for this range, the as-
prepared aerogel exhibits low porosity. Certainly, the majority
of the existing pores within the aerogel are in the range of
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5.5
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C/O =77.9/6.0 = 13.0

Table 2 Pore characteristics (volume and surface area) for corre-
sponding pore diameters

Diameter (nm)  Pore volume (cm® g=')  Pore surface area (m” g™*)

3.1827 0.00173 2.1764
3.5721 0.00374 4.4207
4.0274 0.00538 6.0537
4.572 0.00737 7.7917
5.2425 0.00922 9.2021
6.0928 0.0116 10.77

7.2249 0.01379 11.978
8.8378 0.01698 13.422
11.417 0.02192 15.153
16.5342 0.0319 17.568
25.8787 0.05223 20.711
79.3465 0.0735 21.783
162.3338 0.07478 21.814

micrometers, as already shown in the corresponding SEM
image. Based on the shape of the aerogel's nitrogen adsorption-
desorption isotherm (Fig. 3A), it is concluded that the material
shows a Type II isotherm with a Type H3 hysteresis loop,
according to IUPAC classification.*” The pore network mainly
consisted of macropores, which are not completely filled with
pore condensates. This finding is in agreement with the SEM
images, which clearly show the existence of a macropore
network. Additionally, from the pore size distribution of Fig. 3B,
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(A) Pore characterisation of the GO + GNP aerogel. The nitrogen adsorption—desorption isotherm of the aerogel is shown. The BET

surface area and nitrogen adsorption—desorption isotherms were measured using the analysis program of the micropore physio-/chemisorption
analyser. (B) Barrett—Joyner—Halenda (BJH) pore size distribution curve of the examined aerogel.
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(A) Nitrogen adsorption isotherm, (B) SEM image and (C) deconvoluted C 1s XPS spectrum of a neat rGO aerogel.

Table 3 XPS data of a neat rGO aerogel: % C 1s and O 1s component concentrations derived from C 1s and O 1s peak deconvolution,

respectively, and the relative atomic ratio C: O : P

% Component of C bonds

Relative atomic ratio

Sample C-C sp® C-C sp? C-O(H)

C=0 COOH Pi-pi* C:0:P

rGO aerogel 68.9 5.7 12.8

it can be deduced that the studied aerogel is characterised by
both meso-porosity (between 2 and 50 nm) and macro-porosity
(>50 nm). In Table 2, the pore volume and pore surface area for
the corresponding diameters are shown.

Fig. 4A exhibits the nitrogen adsorption isotherm for a neat
rGO aerogel, from which the basic conclusion is that the sample
shows type II isotherm according to the IUPAC classification.*” A
steep nitrogen adsorption increase at high relative pressures is
recorded, indicative of nitrogen condensation in macropores
and relatively big mesopores. The SSA has been found to be
equal to 16.7 (+0.2) m> g~ ', while the pore volume at p/p° = 0.90
is equal to 0.023 cm® g~ '. This finding is further confirmed by
the SEM image in Fig. 4B, where the existence of a macropore
network is clearly obvious. From the deconvoluted XPS C 1s of
Fig. 4C and by analysing the peak (Table 3), the presence of sp*
and sp® hybridisation and also of oxides in the form of epoxides,
hydroxides, carbonyl and carboxyl groups due to the pi-pi*
transition loss peak was detected.** From the peak areas of the C
1s, the percentage (%) component concentration can be calcu-
lated, and from the peak intensities of C 1s, O 1s, P 2p and N 1s,
the (%) relative atomic ratio can also be obtained. For the
calculation of the C: O atomic ratio, the oxygen concentration
due to the P,O5 chemical state was subtracted. A rate equal to
C:0 = 10.8 for the neat rGO aerogel was found, suggesting the
effective reduction of GO to rGO.*

3.3 Adsorption performance tests of the developed graphene
aerogels

The adsorption capacity of the aerogels was investigated under
flow conditions on a mixture of eight organic contaminants
(Fig. 1) in order to detect the selectivity and removal capacity
and result in the highest adsorption with a suitable material

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Table 4 Removal expressed in mg of the contaminant removed per
gram of each aerogel formulation (0.5 mg L™ each in tap water, Vo =
100 mL, flow rate = 2 mL min™?%)

mg removed per g of material

rGO GO + GNPs
CAF 0.14 0.65
OFLOX 0.19 0.76
BP4 0.17 0.54
CBZ 0.15 0.55
BPA 0.28 0.63
RhB 0.42 0.85
DCF 0.15 0.57
BP3 0.93 0.99
Total 2.44 5.54

system. Fig. 6 shows the experimental set-up used: the spiked
tap water flow through aerogels, immobilized in a cartridge, and
the treated solution was analysed by HPLC.

Fig. 7a shows the average removal obtained after 100 mL of
the treated solution. rGO aerogel (blue bars) showed low
removal values (12-37%) for all tested ECs with the exception of
BP3, which is adsorbed at 82%. GO + GNPs aerogel (orange bars)
showed increased adsorption capacity towards all ECs. This
aerogel was highly selective towards CAF, OFLOX, RhB and BP3
(removal values of 58, 69, 77, and 91%, respectively) and was
also effective for BP4, CBZ, BPA and DCF (48, 49, 57, and 51%
respectively). The removal obtained as a function of treated
volume for DCF and BP3, taken as case studies, are reported in
Fig. 7b and c (all the other ECs are reported in ESI, Fig. S1071). In
the case of DCF, the rGO aerogel showed low removal values and
saturation that occurred after 100 mL of treated solution, while
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Fig. 5 Several SEM images of the as-prepared GO + GNP aerogels at different scale bars (A, B and D). In (C), the size of some GNP crystals is
measured and depicted.

the GO + GNPs aerogel showed higher removal and saturation removal by both aerogels, and saturation does not occur in the
initiating after 260 mL. All other ECs (shown in Fig. S10f) first 300 mL. Table 4 reports the results expressed in milligrams
showed the same trend. BP3 (Fig. 7c) is adsorbed with high of the contaminant removed per gram of aerogel tested since
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Fig. 6 The photographs of (a and b) the experimental set-up used to test (c) aerogels under flow conditions.
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aerogels have comparable dimensions but slightly different
weights. The trend observed considering the removal
percentage is also confirmed by the data expressed in mg
removed per g of material. GO + GNPs showed an increase in
adsorption capacity of about 2.3 times the rGO (5.54 vs. 2.44
total mg removed per g of material). Remarkably, reusability
test results (Fig. 7) highlight the stability of the aerogels.
Indeed, the removal performance remained almost unchanged
for all the selected contaminants, and there was no graphene
leaching evidence (graphene is visible by baseline increase or
alteration in the contaminant quantification chromatographic
analyses).

View Article Online

RSC Advances

The removal mechanisms in graphene-based systems are
generally ascribed to hydrogen bonding,**** and secondarily,
the hydrophobic interactions® between graphene and the
contaminants molecules.”**** For example, in the case of DCF,
a possible occurrence of hydrogen bonding between the func-
tional groups of the rGO aerogel and the contaminant has been
suggested.”® The N-H bending and C-N stretching from
secondary amine, respectively, have been spectroscopically
revealed using FTIR spectroscopy, thus confirming the attach-
ment of the electronegative sites of DCF (N atoms) to the
hydrogen atoms of rGO aerogel functional groups through the
creation of hydrogen bonding.

a) M (GO M GO+GNPs

100%

80% -

60% -

Removal %

40% 4

20% A

0% -

CAF OFLOX BP4

CcBZ BPA RhB DCF B8P3

b) M GO M GO+GNPs

100%

80% -
60%
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DCF removal %
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Fig.7 (a) Average removal of a mixture of eight ECs (0.5 mg L~! each in tap water, Vior = 100 mL, flow rate = 2.5 mL min~?) by aerogels of rGO
(blue) and GO + GNPs (orange); removal of (b) diclofenac (DCF) and (c) benzophenone-3 (BP3) (0.5 mg L™ each in tap water, Vio; = 300 mL, flow

rate = 2.5 mL min~?).
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The superior performance of the GO + GNPs aerogel as
compared to the neat rGO aerogel can be attributed to the higher
obtained surface area, 27 instead of 16 m” g~ ', higher pore size,
0.320 instead of 0.023 cm® g~ and less oxygen-groups observed
in the former case. The higher surface area means that there are
more active sites to interact with the ECs molecules, while the
larger pore size can lead to more efficient attachment of the
pollutants in the structure of the aerogel. Furthermore, the GO +
GNPs formulation seems to possess a much denser structure
than the neat rGO one, as also shown in the SEM images of Fig. 5.
The aggregates of GNPs, the size of which is clearly shown in
Fig. 5C and possibly have remained undissolved in water, may
have the ability as crystals rich in carbon content to create
bonding with the ECs and delay their flow in contrast to the less
dense structure of the neat rGO structure. The difference in the
carbon content exhibited by the two examined formulations is
also believed to be significant since higher van der Waals and
hydrophobic interactions between the hydrophobic regions of
the material and the contaminant molecules may occur.*?

Consequently, the better reduction and the higher surface
area possessed by the GO + GNPs aerogels over the neat rGO
corresponding one lead to the higher removal capability for
such materials.

The adsorption results of the present study (mg removed
per g of used material) are comparable to those of other similar
studies. More specifically, the adsorption capacity of GO-doped
3D chitosan-gelatin aerogels for fluoroquinolonic antibiotics
like ofloxacin and ciprofloxacin was found to be equal to 5-8 mg
¢!, while no adsorption was found for the chitosan-gelatin
aerogels without GO.”” The same mixture of eight selected
emerging contaminants (ECs) in tap water was also studied in
another work.” Alginate-GO beads, which were obtained by ionic
gelation, and GNPs originating from pyrolysed waste tires were
examined as adsorbers of the contaminants. It is mentioned
that for RhB, both these formulations show an adsorption rate
of 15 mg g '. Compared to another relative work,* the as-
prepared aerogels of this work seem to be superior to other
porous graphene structures. For the same experimental condi-
tions (0.5 mg L', contaminant in tap water), the adsorption of
DCF is higher for the aerogels presented herein, 0.15 mg g~ for
the rGO aerogels and 0.57 mg g~ for the GO + GNPs aerogels.

4. Conclusions

In conclusion, three-dimensional graphene aerogels have been
prepared following the freeze-drying method, while graphene
powder from used tire pyrolysis has also been employed and
incorporated inside the solutions that in turn, lead to graphene
macro-structures. A comparison of the structural features of gra-
phene material powder with those of the aerogels shows that the
reduction of graphene oxide occurs under the fabrication condi-
tions. The aerogels were exploited to adsorb a mixture of eight ECs
from tap water in dynamic conditions (ie., contact time of
second). The GO + GNPs aerogel showed an increased adsorption
capacity of about 2.3 times the rGO aerogel (5.54 vs. 2.44 total mg
removed per g of material). The superior performance of the GO +
GNPs aerogel compared to the neat rGO aerogel can be attributed

34512 | RSC Adv, 2024, 14, 34504-34514
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to the higher obtained surface area, 27 instead of 16 m* g ', and
the less oxygen group content in the first case. Collectively, this
work demonstrates the ability of the three-dimensional GO +
GNPs aerogels to remove the selected contaminants thanks to
their composition and structure, contributing thus to the access
of graphene to the water treatment market.
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