molecules

Article

Preparation of 4-Amino-3-hydrazino-1,2,4-triazol-5-thiol-
Modified Graphene Oxide and Its Greatly Enhanced Selective
Adsorption of Gallium in Aqueous Solution

Xi Zhu, Yong Guo * and Baozhan Zheng

check for
updates

Citation: Zhu, X.; Guo, Y.; Zheng, B.
Preparation of 4-Amino-3-hydrazino-
1,2 4-triazol-5-thiol-Modified
Graphene Oxide and Its Greatly
Enhanced Selective Adsorption of
Gallium in Aqueous Solution.
Molecules 2024, 29, 2778. https://
doi.org/10.3390/molecules29122778

Academic Editor: Victor M.

Garcia-Suarez

Received: 3 May 2024
Revised: 28 May 2024
Accepted: 8 June 2024
Published: 11 June 2024

Copyright: © 2024 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

College of Chemistry, Sichuan University, Chengdu 610065, China; 265cici@163.com (X.Z.);
zhengbaozhan@scu.edu.cn (B.Z.)
* Correspondence: guoy@scu.edu.cn

Abstract: Efficient recovery of gallium (Ga) from vanadium slag processing residue (VSPR) solu-
tion is of great significance for environmental protection and resource utilization, but improving
its selective adsorption against the coexisting Sc>* and In®* is still challenging. Herein, a novel
adsorbent consisting of 4-amino-3-hydrazino-1,2,4-triazol-5-thiol (AHTZT)-modified graphene oxide
(GO-AHTZT) was successfully synthesized that exhibits a higher adsorption selectivity for Ga3* in
VSPR solution with coexisting Sc>* and In®*. Under optimal conditions, the adsorption capacity of
GO-AHTZT for Ga®* can reach 23.92 mg g~ !, which is 4.9 and 12.6 times higher than that for Sc>*
(4.87 mg gfl) and In®* (1.90 mg gfl) adsorption, indicating the excellent anti-interference ability of
GO-AHTZT against Sc3* and In®*. The process and mechanism of Ga3* adsorption onto GO-AHTZT
was also studied and discussed in detail. By measuring the adsorption process and by characterizing
the adsorbent before and after adsorption, we demonstrate that the selective interaction between the
Ga®*- and N-containing groups in AHTZT is the main reason for the improved adsorption selectivity.
This work opens up an avenue for the design and synthesis of highly selective adsorbents for Ga3* in
complex VSPR solutions.

Keywords: graphene oxide; nitrogen heterocycle; covalent modification; recovery; selective adsorp-
tion; trivalent gallium

1. Introduction

The extraction of vanadium from vanadium titano-magnetite ores by salt roasting is
one of the most representative routes to produce vanadium products. After sodium vana-
date is leached out, other metals, including indium (In), gallium (Ga) and scandium (Sc), at
low concentration levels remain in the vanadium slag processing residue (VSPR), causing
human health risks, environmental pollution, and wastage of resources [1]. Relatively little
information can be retrieved from the literature regarding the adsorption/enrichment of Ga,
In and Sc in aqueous solutions, especially with specific reference to practical applications [2].
More importantly, one of these metals, Ga, has been widely used for the preparation of
novel semiconductor materials. For example, gallium arsenide is one of the most promis-
ing semiconductor materials for manufacturing optoelectronics [3], and gallium arsenic
phosphorus and gallium aluminum arsenic can be utilized as solid excitation materials
for optical fiber communication systems, solar cells and large-scale high-speed integrated
circuits [4]. Therefore, the enrichment and recovery of Ga from VSPR has highlighted the
importance of environmental protection and resource utilization.

The extraction of Ga from the residues produced during the process metallurgy of
aluminum, electrolytic zinc, fly ash and other sources dominates its production [5]. The
recovery of Ga is mainly carried out through acid-base leaching and further isolation—
purification, and the latter process includes precipitation, extraction, ion exchange, sup-
ported liquid membranes (SLMs) and chlorination [6]. However, these recovery processes
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suffer from many disadvantages, including low total efficiency, high energy consumption
and too many impure components. Therefore, the development of more efficient and lower
energy consumption processes for Ga recovery is becoming a hot topic. The recovery of Ga
from zinc residues by pyrometallurgical and hydrometallurgical methods has also been
successfully implemented [7,8]. However, some limitations, such as the co-extraction of
other impurities and the utilization of difficult-to-separate extractants, have apparently
become an obstacle for further applications [6].

Recently, the separation of metal ions from aqueous solutions by adsorption has at-
tracted great attention due to its high selectivity, high efficiency, easy-to-operate process
and cost-saving properties [9,10]. The efficient and precise separation of Ga by adsorption
has become a hot research topic; undoubtedly, adsorbents may play an important role in the
process. For example, based on the interaction between the carboxyl groups and Ga**, 90%
of the Ga®* can be adsorbed from acidic solutions by several chelating adsorbents, such as
3,4-dihydroxybenzoic acid and 3,4,5-trihydroxybenzoic acid functionalized pre-aminated
polymeric resins [11]. However, the adsorption selectivity of these chelating adsorbents
needs to be improved because the interactions between the carboxyl groups and other
coexisting metal ions cannot be ignored. In comparison, chitosan (CS)-derived porous
carbon that was further activated by KOH at 800 °C (CS-800) exhibited good adsorption
selectivity for Ga>* rather than for other metal ions such as Zn%*, Cu?*, Ge** and AIP* [12].
Although the detailed adsorption mechanism was not further discussed by the authors,
we propose that the nitrogen (N)-containing functional groups might contribute to the ad-
sorption. Further research studies are moving forward. The hydrothermal carbonization of
urea and discarded persimmon and ZnCl, pyrolysis could produce a novel biomass carbon
aerogel with high adsorption selectivity for Ga®*, confirming that the abundant nitrogen
(N)-containing functional groups contribute a lot to adsorbent-adsorbate interactions [13].

Besides these classic and regular adsorbents, nanocarbon-based materials are in-
creasingly being used as efficient adsorbents for the recovery of various metal ions [14].
Graphene oxide (GO), which possesses abundant oxygen-containing functional groups
such as C-O-C, C=0 and -COQOH, can be used as an excellent adsorbent. GO can be
further functionalized with other materials to produce well-controlled, versatile com-
posites with special adsorption characteristics [15]. The adsorption capacity of GO for
AP* and Ga®* was investigated, and its affinity for Ga®* could be observed [14]; that is,
the oxygen-containing functional groups are favorable for adsorption, which could be
further proven from the adsorption of Ga** by persimmon tannin/GO composites [16]
and polyacrylic acid-functionalized GO [17]. However, the adsorption selectivity of
these oxygen-containing ligand-modified GO compounds still needs to be improved. In-
terestingly, N-containing ligands have exhibited better selective interactions with spe-
cific metal ions such as Au®*, Cu?* or Cd?* to achieve selective adsorption [18-20], and
4-amino-5-mercapto-1,2,4-triazole as an efficient flotation reagent might prefer to adsorb
Cu?* rather than Fe?* [21]. Although the selective adsorption of Ga** by N-containing
ligand-based adsorbents has rarely been studied, previously reported research has also
indicated that N-containing ligand-based complexes possessed higher multi-responsive
activities toward Ga®* rather than In®* [22]. Another investigation has compared the com-
plexing capacity of 4-amino-3-thio-1,2,4-triazole, 4-amino-3-thio-5-methyl-1,2,4-triazole
and 4-amino-6-methyl-3-thio-1,2 4-triazin-5-one toward Ga®** and Co®*, again confirming
the higher affinity of 1,2,4-triazole-based ligands for Ga®* [23]. As discussed above, the
utilization of N-containing ligands for the construction of GO-based adsorbents could
produce novel adsorbents with excellent adsorption selectivity for Ga>*.

It is worth noting that the rational selection of novel 1,2,4-triazole-based ligands
with specific functional groups that can covalently bond with GO is important and es-
sential. Herein, to construct a novel GO-based adsorbent for Ga®* recovery, we tried to
develop a 4-amino-3-hydrazino-1,2,4-triazol-5-thiol (AHTZT) covalently functionalized
GO (GO-AHTZT) composite. The adsorption properties of the GO-AHTZT composite
toward Ga®" were investigated in detail. The morphology, composition and chemical
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state of the GO-AHTZT composite pre- and post-adsorption Ga** were characterized by
various methodologies such as scanning electron microscopy (SEM) equipped with X-ray
energy dispersive spectroscopy (EDS), elemental mapping analysis, X-ray photoelectron
spectroscopy (XPS), thermographic analysis (TGA) and Fourier transform infrared (FT-IR)
spectroscopy. An adsorption mechanism was also proposed. Interestingly, the adsorption of
Ga>* by the developed GO-AHTZT composite is highly pH dependent, which is beneficial
for the recovery of the adsorbent after adsorption.

2. Results and Discussion
2.1. Characterizations

The thiol group (-SH) has generally been considered one of the most reactive nucle-
ophiles [24,25]. We propose that the amino and hydrazine groups might be protonated
under acidic conditions, leaving the active thiol group of AHZTA to react with the carbonyl
(C=0) and epoxy groups of GO to produce a GO-AHZTA composite (Scheme 1). There-
fore, the surface of the GO-based composite might be covered by AHZTA, thus providing
specific active sites to interact with rare scattering elements and guaranteeing selective
adsorption. To determine the structure, morphology, composition, and chemical state of the
GO-AHZTA composite, further characterizations such as SEM, EDS, elemental mapping,
XPS, FT-IR and TGA were carried out.

AHZTA = GO-AHZTA composite

Scheme 1. A schematic diagram for the preparation of the GO-AHZTA composite.

2.1.1. SEM, EDS, and Elemental Mapping Analyses

Figure 1 shows the morphologies of the GO and GO-AHZTA composites pre- and
post-adsorption of Ga3* as detected by SEM. As exhibited in Figure 1A, GO possesses
typical lamellar, flexible sheet-like structures with irregular wrinkles, confirming that
the successful exfoliation of flake graphite by violent oxidation occurred. We can clearly
observe that the wrinkles near the edges of the GO sheets are aligned with the contact
lines of neighboring sheets; the formation of such basic microstructures would affect the
physicochemical properties, including electrical, optical, adsorptive and functionalization
characteristics [26]. The chemical grafting of AHZTA will endow the GO-AHZTA compos-
ite with abundant surface-active sites to selectively interact with specific molecules, and
the thickened structures due to the stacking interactions will further guarantee that the
exposure of other sites can be effectively avoided (Figure 1B). The GO-AHZTA compos-
ite post-Ga®* adsorption * remains almost unchanged, retaining the sheet-like, stacking
structures, suggesting that the newly developed adsorbent can maintain structural stability
during the oscillating adsorption process (Figure 1C).

To reveal the elemental (C, O, S and N) distributions in the GO-AHZTA composite
and the relationship with Ga3", the adsorbent post-adsorption is further investigated by
elemental mapping analyses (Figure 2A-F). Obviously, the surface of the sample is almost
fully covered by element S, suggesting that covalent coupling of AHZTA onto GO occurs
(Figure 2D). In addition, the uniform distribution of element N along with elements C
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and O could be confirmed (Figure 2B,C,E). The Ga3* distribution is more consistent with
element N, suggesting that the adsorption might occur at active N-containing sites due
to strong cation-lone pair interactions (Figure 2C,F) [27,28], which we later confirmed by
XPS. The existence of around 65.66 wt.% of C, 9.51 wt.% of O, 9.03 wt.% of S, 15.54 wt.%
of N and 0.26 wt.% of Ga®* in the GO-AHZTA composite post- Ga>* adsorption was also
determined by EDS, indicating that not all of element N participates in the adsorption
process (Figure 2G).

10pm JSM7300F 1/23/2024 l0pm JSM7900F 1/29/2024
10.0KV LED SEM WD S.lmm 10.0kV LED SEM WD $.7mm
T 3 - 7 7

— 10pm JSM7S00F 1/29/2024
10.0kV LED SEM WD 9.8mm

Figure 1. SEM images of the samples: (A) GO; (B) GO-AHZTA composite; (C) GO-AHZTA composite
post-Ga3* adsorption.

(A) (B)

Figure 2. Cont.



Molecules 2024, 29, 2778 50f17

® | ()

1 [
10 =
> .
T 7
ﬂ_ | —
L -
=~
]
0= LN I LN L L LN I L L L L L
0 2 4 6 8 kel
G)

Figure 2. Elemental mapping images of the GO-AHZTA composite post- Ga>* adsorption: (A) Area
tested; (B) C; (C) O; (D) S; (E) N and (F) Ga®*. (G) EDS of the GO-AHZTA composite post- Ga>*
adsorption.
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2.1.2. FT-IR Spectra

The surface functional groups of the samples (AHZTA and GO-AHZTA composites
pre- and post- Ga®* adsorption) were investigated by FT-IR spectroscopy (Figure 3). For
AHZTA (Figure 3A), the characteristic peaks observed at wavenumbers 3413.95, 3265.76 and
3212.61 cm ™! correspond to the stretching vibrations of the associated hydrogen bonds
and amino (-NH) group [29]. The weak characteristic peak observed at 2362.47 cm ™!
could be attributed to the stretching vibration of the mercapto group (S-H). The peak at
wavenumber 1646.70 cm ™! corresponds to the stretching vibration of the C=N bond. The
peak at wavenumbers 1595.81 and 1503.46 cm ! could be assigned to the skeletal vibrations
of the aromatic heterocycle. The peak at wavenumber 843.94 cm ! could be attributed to
the stretching vibration of the C=S bond, indicating that a thione tautomer will be formed
even in the solid state. The weak peaks at wavenumbers 550.32 and 646.04 cm ™! again
confirm the existence of C-S bonds [30].
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Figure 3. FT-IR spectra of the samples: (A) AHZTA and (B) GO-AHZTA composites pre- and
post-Ga3* adsorption.

In comparison with the FI-IR of GO (Figure S1) [31] and AHZTA (Figure 3A), the
GO-AHZTA composite (Figure 3B) possesses a weak peak corresponding to the C-S bond
at wavenumber 672.58 cm~!, while the peaks corresponding to the C=S bond of the thione
tautomer and the stretching vibration of the C=0 groups of GO disappear, respectively,
suggesting that AHZTA is chemically grafted onto GO through the nucleophilic addition
of thiol groups. The disappearance of the characteristic S-H peak also suggests that the
residual uncombined AHZTA is successfully removed from the composite by repeated
rinsing, while a C-5S bond is formed between GO and AHZTA by the nucleophilic addition
to the carbonyl and epoxy groups (Scheme 1). The peak (1620.40 cm 1) corresponding to the
C=0 stretching vibrations of carboxyl groups remains almost unchanged, indicating that
nucleophilic addition did not occur at the C=0O of the -COOH groups, which is inconsistent
with the reaction characteristics of carboxylic acids [32]. Additionally, the broad peaks
corresponding to the associated hydrogen bonds of N-H and O-H (~3417.17 cm™!), the
stretching vibration of the C=N bond (1571.94 cm™1), the skeleton vibrations of aromatic
heterocycles (1620.40 cm™1), the peak of C-N stretching vibrations (1202.41 cm~!) and the
peak of N-N stretching vibrations (1143.83 cm~!) could also be detected. After adsorbing
Ga®*, the peaks corresponding to the C=N, C-N and N-N are slightly red-shifted to the
lower wavenumbers of 1567.85, 1186.25 and 1120.19 cm !, respectively, suggesting that the
N-containing groups contribute to the effective absorption.

2.1.3. XPS

To investigate the chemical state and composition of the GO-AHZTA composite,
X-ray photoelectron spectroscopy (XPS) was conducted (Figure 4). The survey spectra
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exhibit the coexistence of C, O, N, S and Ga elements in the GO-AHZTA composite post-
Ga®" adsorption (Figure 4A). The two peaks with binding energies of 1118.2 and 1145.6 eV,
corresponding to Ga 2p3,, and Ga 2p /5, respectively, confirm its highest chemical oxidation
state (Ga>") in the composite [33], which is further elucidated by the peak of Ga 3ds,; at
22.3eV.

A Pre-adsorption of Ga B 283.72eV
Post-adsorption of Ga
Cls
’;E Ga 2p;;, ';
< <
N’ N’
.‘? Ga 3d *?
g S2 g
2 L—...«_l:_\l 2
= = Post-
— - 286.38
289650y 288-03¢V 282.24eV
L«_.L_« ==
12001000 800 600 400 200 O 291 288 285 282
Binding energy(eV) Binding Energy (eV)

C 399.93eV D 531.97eV
~| Pre 398.99eV | ke 530.65eV
= = 534.96eV
< 403.23eV o
= ‘ =
2 £

- 2 530.90eV
§ Post- 400.06ev 398360V 5 Post- 531.93eV, ¢
= N
- 403.36eV /396.54eV = 532.48eV.
\

408 405 402 399 396 393 540 537 534 531 528

Binding Energy (eV) Binding Energy (eV)
E 163.50¢V_
e A
~t / 160.82¢V]
=S NSNS
E e N
.‘E L
2 163.59V
D Post-
~—
= | 160.32eV
L]

168 165 162 159
Binding Energy (eV)

Figure 4. XPS of the GO-AHZTA composite pre- and post-Ga®* adsorption: (A) The survey spectra;
and XPS-peak-differentiation-imitating analyses of (B) C1s, (C) N1s; (D) Ols and (E) S2p.

XPS-peak-differentiation-imitating analyses of N 1s are shown in Figure 4C. The N
1S spectrum can be fitted into four peaks, which are attributed to positively charged N-H
(403.36 eV) and —C=N (400.06 eV), N-C (398.36 eV) and N-N (396.54 eV), respectively [34].
The peaks slightly shift in comparison with those (403.23, 399.93 and 398.99 eV) of the pris-
tine composite, again suggesting that coordination interactions between the N-containing
groups of the GO-AHZTA composite and Ga®* occur.

The Cls spectrum of the GO-AHZTA composite post- Ga>* adsorption can be de-
convolved into six peaks located at 289.65, 288.03, 286.38, 284.8, 283.67 and 282.24 eV,
which correspond to the O=COH, C=0, C-O, C=C, C-S and C=N bonds, respectively
(Figure 4B) [35]. In comparison with the peaks in the original composite located at 290.39,
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287.71, 286.24, 284.80, 283.72 and 282.35 eV, the binding energies shift to lower binding
energies, confirming the intermolecular interactions between the GO-AHZTA composite
and Ga®*.

The O1s XPS spectra of GO-AHZTA-Ga (Figure 4D) can be deconvolved into two
peaks centered at about 532.48, 531.93 and 530.90 eV, which correspond to C-O-C, -O-C=0
and O-H bonds, respectively [36,37]. The peak of the O-C=0 bond is scarcely changed in
comparison with that (531.97 eV) of pristine composite, confirming that the O-C=0 bond is
not involved in the adsorption. The peaks of the GO-AHZTA composite corresponding to
C-O-C and O-H bonds at 534.96 and 530.65 eV are slightly changed, which are generally
attributed to various kinds of -OH groups and chemisorbed oxygen and water [37,38].

The S2p peaks of GO-AHZTA-Ga at 160.32 eV and 163.59 eV correspond to the
characteristic peaks of 52p3/, and S2p;/,, respectively (Figure 4E) [39], which remain
almost unchanged in comparison with those (160.82, 163.50 eV) of GO-AHZTA, indicating
that S-containing groups are not involved in the adsorption process. Similarly, the binding
energies of the deconvolved peaks corresponding to Ols, N1S and S2S are all shifted in
comparison with those in the pristine composite (Figure 4C-E). The XPS results demonstrate
the characteristic bands of C-S bonding and confirm the formation of the GO-AHZTA
composite, as well as suggest the possible intermolecular interactions between the GO-
AHZTA composite and Ga>*.

2.14. TGA

As shown Figure 5, three main temperature regions (TRs) with characteristic mass loss
steps for AHZTA are revealed in the TGA curves: TR-I (200-245.5 °C), corresponding to the
pyrosis of N-containing branched chains; TR-II (245.5-501.3 °C), attributed to the thermal
cleavage of the thiol group; and TR-III (501.3-800.5 °C), related to carbon combustion.
Excluding the effects of oxygen-containing groups of GO, around 26.52 wt.% of AHZTA is
grafted onto GO [40]. It is worth noting that the GO-AHZTA composite exhibits a higher
pyrolysis temperature than AHZTA in the test temperature range, confirming that covalent
coupling between GO and AHZTA had occurred.

| —— AHZTA
e 100 —— GO-AHZTA
< —Go
g 80¢
&
S 60
2
2 40}
%
£ 200
=
0 L

0 200 400 600 800 1000
Temperature (°C)

Figure 5. TGA curves of the AHZTA, GO and GO-AHZTA composites.

2.2. Adsorption Data
2.2.1. Adsorption Selectivity

The control experiments using only GO were implemented, and the adsorption ca-
pacity (ge) of 53.12, 24.4 and 35.12 mg g~ ! for rare scattering elements including Ga*,
Sc3* and In3* could be observed (Figure 6A). Obviously, the higher adsorption capacity
and lower selectivity of GO could be attributed to the abundant -COOH groups on GO
dominating the adsorption process. In addition, it was very difficult for the GO to be
separated from the aqueous solutions after adsorption, which greatly limited its prac-
tical application. Therefore, various adsorbents including UiO-66 series metal-organic
framework composites [41], persimmon tannin/GO composites [16] and polyacrylic acid
functionalized GO [17] were rationally designed and utilized for the selective adsorption
of Ga®* from aqueous solutions.
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Figure 6. Adsorption capacities of the GO-based adsorbent for Ga3*, Sc3* and In3* (Cy = 50.0 mg L™1;
t =60 min; T = 298 K; dosage of adsorbent = 5.0 mg): (A) GO; (B) GO-AHTZT composite.

The adsorption selectivity of the GO-AHZTA composite toward Ga®*, Sc>* and In**
was evaluated. In comparison, g, values of 23.92, 4.87 and 1.90 mg g’l for Ga3*, Sc3*
and In3*, respectively, on the GO-AHZTA composite were obtained suggesting that the
developed adsorbent possesses higher adsorption selectivity toward Ga3* than toward the
other two metal ions (Figure 6B). Previous research also indicated that triazole possessed
a higher affinity toward Ga3" than toward Sc>* and In** due to metal-electron donor
interactions [42]. In the following batch adsorption experiments, Ga** was utilized as the
model adsorbate to study the effect of operating conditions such as contact time, initial
solution pH, initial Ga** concentration and contact temperature on the adsorption process.

2.2.2. Effect of Solution pH

The solution pH is an important parameter that controls the adsorption process. As
reported previously, Ga®* precipitates at pH ~3.5 and redissolves at pH ~8 [43]; that is,
Ga®* hydroxide precipitates in the pH range ~3.7-7.0. Therefore, adsorption experiments
were carried out in the pH range 2-3.5 (Figure 7). The amount of Ga*>" adsorbed by the GO-
AHZTA composite increased sharply from 2.9 to 23.916 mg g~ ! as the pH increased from
2.0 to 3.0, then quickly decreased to 1.29 mg g~ ! at pH = 3.5. The adsorption capacity of the
GO-AHZTA composite is very small at lower pH values mainly due to the competition of
H3O* with Ga* for active sites. At the higher pH value of 3.5, the formation of [Ga(OH)]**
and [Ga(OH);]* will weaken the interactions with GO-AHZTA composite, causing a
decrease in the adsorption capacity [44].

30
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~ 20¢
'an
o0 15+
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o 10}
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2.0 2.5 3.0 3.5
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Figure 7. Effects of solution pH on the adsorption of Ga* by the GO-AHZTA composite (Cy = 50.0
mg Lt pH =3.0; T = 25 °C; adsorbent dosage = 5.0 mg).
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2.2.3. Effect of Time and Adsorption Kinetics

As an important factor that defines the effectiveness of an adsorption process, kinetics
can basically describe the rate and the retention time of the adsorbates on the solid-liquid
interface [45]. The influence of the adsorption time on the GO-AHZTA composite toward
Ga®* was studied; the adsorption equilibrium could be achieved in 30 min (Figure 8A). The
efficient adsorption could be attributed to the availability of active sites on the surface that
directly contributes to the adsorbent-adsorbate interactions [46]. Various kinetic models,
including linear pseudo-first-order and linear pseudo-second-order models, were adopted
to fit the experimental data (Equations (S1) and (52)). As shown in Figure 8B,C and Table 1,
the adsorption data fit best with the linear pseudo-second order kinetic model, as shown
by the higher coefficient of determination (R? = 0.997). In addition, the calculated g, value
(24.534 mg g~ 1) is very close to the experimental result (23.916 mg g~ 1).

35
A L
sof A 241 L (B)
25 221k
o E— .y
'bj) 20t _ / ?
o0 / = 20F
=10} 87
Sr 1.6
0 [ 1 1 N | 1'4 1 1 1 1 1 1
0 20 40 60 5 10 15 20 25 30
Time (min) Time (min)
141(C)
12+
10}
-
T 08¢
0.6f
0.4f
02f

5 100 15 20 25 30

Time (min)
Figure 8. The adsorption properties of the GO-AHZTA composite toward Ga3*. (A) Effect of contact
time (Cyp = 50.0 mg L pH =3.0; T = 25 °C). (B) Experimental data fitted to the linear pseudo-
first-order kinetic model; (C) Experimental data fitted to the linear pseudo-second-order kinetic
model.

Table 1. Kinetic parameters for the adsorption of Ga®* onto the GO-AHZTA composite.

Adsorption Kinetic Model R? k1 (min—1) ky (min—1) ge (mg g=1)
Linear pseudo-first-order 0.985 0.031 - 6.641
Linear pseudo-second order 0.997 - 0.0264 24.534

2.2.4. Effects of Initial Concentration and Contact Temperature, and Adsorption Isotherms

The equilibrium uptake amount (mg g~!) versus the initial Ga*>* concentration (10, 20,
30, 40 and 50 mg L~!) at various contact temperatures in the range 288-303 K were recorded
(Figure 9A). The amount (mg g~ 1) of Ga®* adsorbed increased with an increase in the initial
concentration at all the tested temperatures, indicating that the adsorption of Ga*>* depends



Molecules 2024, 29, 2778

11 of 17

on its initial concentration, which might provide one of the most important driving forces
to overcome the liquid-phase mass-transfer resistance [47]. In addition, the equilibrium
uptake amount (mg g~ 1) of the GO-AHZTA composite for Ga®* increases with an increase
in the contact temperature, suggesting that an endothermic reaction during the adsorption
process occurs. Equilibrium relationships between the GO-AHZTA composite and Ga®*
are described by different adsorption isotherms, including the linear Langmuir isothermal
and linear Freundlich isothermal models (Equations (S3) and (S4)) [48]. As shown in
Figure 9B,C and Table 2, the parameters of different isothermal models are summarized.
Clearly, the linear Langmuir isothermal model can adequately represent the experimental
adsorption data, based on the values of the coefficient of determination (R?), suggesting
that monolayer adsorption occurs because the active sites are present on the surface [49].
The values of the parameter, 0 < k < 1, indicate that the adsorption system is favorable [50].

14} (B)
1.2+
-~
To1o0f
-
\%0.8 3
Z06} 288 K
) e 293K
O 0.4} A 208K
0.2 v 303K
" 308 K
0.0F ¥
10 20 30 40 50 0 5 10 15 20 2? 30 35 40 45
C, (mgL™) C.mgL™)
4.0
©)
3.6
3.2
é"’ 2.8
=
245 = 288K
2.0+ o 293K
4 208K
1.6 v 303K
1.2 1 1 1 i 1 1 308|K
-1 0 2 3 4

1
lnCe

Figure 9. The adsorption properties of the GO-AHZTA composite toward Ga3*. (A) Effect of
initial concentration and temperature on the adsorption capacity of the GO-AHZTA composite. (B)
Experimental data are fitted to the linear Langmuir isotherm. (C) Experimental data fitted to the
linear Freundlich isotherm.

Table 2. Adsorption isothermal parameters for the adsorption of Ga>* onto the GO-AHZTA composite.

Linear Langmuir Model Linear Freundlich Model
T (K)
R? kr qm (mg g=1) R? kr n
288 0.416 0.026 56.850 0.708 1.869 1.295
293 0.898 0.064 41.356 0.809 3.684 1.709
298 0.964 0.225 33.211 0.863 7.530 6.411
303 0.961 0.256 33.818 0.650 8.141 10.778

308 0.980 0.304 34.722 0.752 8.208 9.320
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2.2.5. Adsorption Thermodynamics

Furthermore, the thermodynamic parameters of the GO-AHZTA composite for Ga>",
such as the change in the enthalpy (AH®, kJ-mol~!), the change in the entropy (AS°,
J K~ mol~!) and the change in the Gibbs free energy (AG®, k] mol~!) were calculated
(Equations (S5)—(57), Figure S2, Table S1). The Gibbs free energy change reflects the system'’s
stability in adsorption thermodynamics. At initial Ga®* concentrations < 50 mg L=, AG®
values are almost all negative, indicating that the adsorption is spontaneous, which is
consistent with the results obtained by the adsorption isotherms. The positive AH® values
suggest that the adsorption is endothermic, and increasing the contact temperature is
beneficial for improving the adsorption efficiency. Additionally, the relatively large value
(>40 k] mol) at the initial Ga®* concentration of 10 mg L~! suggests that chemical adsorption
dominates the adsorption of Ga3* by the GO-AHZTA composite [51]. The positive value
of AS® confirms the affinity of the GO-AHZTA composite for Ga®>" because an increase in
randomness at the solid/solution interface was generated, indicating that Ga®>* tends to
rapidly aggregate on the surface of the GO-AHZTA composite in a random manner due to
its roughness and the unevenly distributed binding sites [52], which is consistent with the
results discussed previously.

2.2.6. Proposed Adsorption Mechanism

Metal ions can selectively interact with specific ligands to form coordination com-
pounds. Overall, the GO-AHZTA composite possesses aromatic cycles and oxygen
(O)-/nitrogen (N)-/sulfur (S)-containing groups that might form electron donor and
acceptor (cation) interactions. Nonetheless, N-containing groups, especially the N-N
bond of 1,2,4-thiazole, are more likely to dominate the adsorption capacity for Ga®*
(Figure 10) [18,22]. The amino, N-N, and hydrazine groups would be intensely proto-
nated under low pH (pH < 3), producing electrostatic repulsions between Ga* and the
GO-AHZTA composite, resulting in relatively lower adsorption capacity. At relatively
higher pH (>3), the formation of [Ga(OH)]** and [Ga(OH),]* will also result in decreased
adsorption capacity due to the weakened electrostatic attractions. As previously men-
tioned, the unprotonated N-N bond could selectively interact with Ga®* through electron
donor—cation interactions at a suitable solution pH of 3.0. Therefore, monolayer adsorption
due to the complexation of the N-N group of the GO-AHZTA composite and Ga3* plays
the most crucial role in the adsorption.

Electrostatic repulsion

Ga® pH<3.0

3+ H
-Ga _ HN, ~NH;
§ Electron donor- cation interaction N

Figure 10. The proposed adsorption mechanism of the GO-AHZTA composite toward Ga®*.
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2.3. Desorption and Regeneration

The regeneration of the GO-AHZTA composite and the elution of Ga®* from the
adsorbent are crucial indicators in practical applications. The desorption experiments were
carried out by using aqueous HCI and NaOH solutions as the eluents. Interestingly, either
1.0 mol-L~! HCl or 1.0 mol-L~! NaOH could be used for the desorption/regeneration
processes. The GO-AHZTA composite maintained good adsorption performance (>80%)
after five experimental cycles using 1.0 mol-L~! NaOH as the eluent, while it maintained
a relatively lower adsorption performance (>60%) after five experimental cycles using
1.0 mol-L~! HCl as the eluent, indicating that the GO-AHZTA composite is more stable
under alkaline conditions. Therefore, the GO-AHZTA composite can be used as an efficient
adsorbent for the aqueous adsorption of Ga®*.

2.4. Adsorption Performance in a Mixed Solution

The adsorption performance of the GO-AHZTA composite (5.0 mg) for a mixed solu-
tion (20.00 mL) containing Ga®* (20.0 mg L), Sc3* (20.0 mg L~!) and In®* (20.0 mg L~ 1) at
25 °C was investigated. After oscillating the mixture in a conical flask
(100.0 mL) for 180 min, the concentrations of Ga®*, Sc3* and In3* were determined by
an ICP-OES. The relatively lower adsorption capacity of 4.84, 1.89 and 0 mg mL~! for Ga3*,
Sc3* and In®*, respectively, was obtained. Obviously, the GO-AHZTA composite possesses
high adsorption selectivity toward Ga®* even in the complex solution. The adsorption
capacity of the GO-AHZTA composite in the mixed solution is significantly lower than that
(20.84 mg L) in the solution containing only Ga3*, indicating that the coexistence of other
metal ions will greatly impede the migration of ions, thus increasing the activation energy
of ion migration and decreasing the adsorbability of the adsorbent [53].

3. Experimental Details
3.1. Reagents and Materials

Flake graphite (80-90.5 wt.%) was provided by Qingdao Braide Graphite Co., Ltd.
(Qingdao, China). Potassium permanganate (KMnO,) and phosphoric acid (H3POy,
85 wt.%) were supplied by Sinopharm Group Chemical Reagent Co., Ltd. (Shanghai, China).
Hydrogen peroxide (H,O,, 30.0 wt.%) was purchased from Shanghai Wokai Biotechnology
Co., Ltd. (Shanghai, China). Concentrated sulfuric acid (H,SO4, 98 wt.%), hydrochloric acid
(HCl1, 37 wt.%) and sodium hydroxide (NaOH; AR, 97 wt.%) were provided by Chengdu
Cologne Chemical Co., Ltd. (Chengdu, China); 4-amino-3-hydrazino-1,2,4-triazol-5-thiol
(AHTZT, C;HgNgS, 99 wt.%) was bought from Shanghai Aladdin Bio-Chem Technology
Co., Ltd. (Shanghai, China); scandium nitrate hydrate (5¢(NO3)3-HyO; 99.9 wt.%), indium
chloride (InClsz, 99.99%) and gallium nitrate hydrate (Ga(NOs3)3-H,O; 99.99 wt.%) were
purchased from Shanghai Run-Biotech Co., Ltd. (Shanghai, China). Ultrapure water with
a resistivity of 18.2 MQ cm~! was produced from a Millipore Milli-Q water purification
system (Millipore Trading Co., Ltd.; Shanghai, China). All chemicals were of analytical
grade and used without further purification.

3.2. Preparation of the GO-AHTZT Composite

The facile preparation of GO powders was carried out by referring to the modified
Hummer’s method [54,55]. Generally, flake graphite (0.60 g) was blended with KMnOy,
(3.00 g) to obtain a homogeneous mixture, which was transferred into a 500.0 mL round-
bottom bottle and then immersed in an ice-water bath. A mixed acid of H3POy4 (85%,
8.0 mL) and H;SOy4 (98%, 72.0 mL) was added dropwise to the reaction under vigor-
ous and constant stirring. After the dispersion gradually turned green, it was heated to
50 °C for another 12 h until it turned purple-red. The reaction was naturally cooled to room
temperature, and excess HyO; was added. The dispersion finally turned bright yellow, and
bubbles were no longer produced. The dispersion was rinsed repeatedly with ultrapure
water/HCI (1.0 mol L™!) and centrifuged until the pH value of the supernatant was neutral.
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The residual black solid was collected and dispersed in 20.0 mL of ultrapure water and
freeze-dried at —50 °C for 96 h to produce the GO powders.

GO (500.0 mg), ultrapure water (50.0 mL) and concentrated H>SO4 (98 wt.%; 1.0 mL)
were placed in a round-bottom flask (100.0 mL), then ultrasonically treated to produce a
well-dispersed mixture. After 1.00 g of AHZTA was added into the reaction, it was heated
to 110 °C for 8 h in an oil bath, then naturally cooled to room temperature. The mixture
was diluted with a certain amount of ultrapure water, then filtered and washed repeatedly
with ultra-pure water and ethanol for at least three times until the filtrate was close to
neutral. The black solid on the filter paper was carefully collected and dispersed in a certain
amount (20.0 mL) of ultrapure water, then freeze-dried for 72 h to obtain the GO-AHZTA
composite.

3.3. Characterization of the GO-AHZTA Composite

To detect the surface functional groups of the AHZTA and GO-AHZTA composites,
Fourier transform-infrared (FI-IR) spectra were recorded on a Shimadzu FI-IR spectropho-
tometer (IR Prestige-21; Shimadzu, Ltd., Tokyo, Japan) in the wavenumber range 4000-400
cm ™! with a resolution of 4 cm~!. The morphology and elemental distribution of the GO-
AHZTA composite pre- and post-Ga>* adsorption were investigated by a scanning electron
microscope (SEM; JSM-7900F, JEOL Corp.; Tokyo, Japan) equipped for energy dispersive
X-ray spectroscopy (EDS) at an accelerating voltage of 10 kV. To determine the composi-
tions, chemical states and possible metal—chelate bonding interactions of the GO-AHZTA
composite post-Ga®* adsorption, X-ray photoelectron spectroscopy (XPS) was performed
on a Perkin Elmer PHI 5000 C ESCA instrument (Perkin Elmer Co.; Eden Prarie, MN, USA)
using Al Ko radiation (1486.6 eV) with a detection angle of 54° and a cathode voltage of
14 kV, which is operated at 250 W. The concentration of metal ions in the solutions pre-
and post-adsorption was determined on an inductively coupled plasma—optical emission
spectrometer (ICP-OES; ICAP PRO X, Thermo Fisher Scientific Inc.; Walthan, MA, USA).
Thermogravimetric analysis (TGA) measurements for the samples in powder form were
conducted using a STA449 F3 thermogravimetric analyzer (Netzsch, Selb, Germany) at a
heating rate of 10 °C/min under an argon (Ar) atmosphere and a flow rate of 50 mL /min.

3.4. Adsorption Experiments

Several metal ion solutions that are present in the leaching of VSPR, namely Ga®*,
Sc3* and In®*, were selected to evaluate the adsorption performances of the GO-AHZTA
composite and GO. Oscillation of the adsorbent (GO-AHZTA composite or GO, 5.0 mg) in
metal ion solution (20.0 mL, 50.0 mg L~1) in a conical bottle (100.0 mL) was implemented
for 180 min at 25 °C. Three parallel experiments were performed, and the adsorption
equilibrium adsorption capacity (g.; mg g~ ') was calculated according to Equation (1):

o= =GV 1)

m
where Cy (mg L) and C, (mg L) are the initial Ga®* concentration and the Ga>* concen-
tration after adsorption; V (L) is the volume of the Ga3* solution; m (g) is the mass of the
adsorbent and g, (mg g~ ') represents the equilibrium adsorption capacity of the adsorbent.

3.5. Batch Adsorption Experiments

An appropriate amount of Ga(NO3)3-H,O was dissolved in ultrapure water, trans-
ferred to a volumetric flask and diluted to the desired volume to produce the Ga>* solutions.
The effects of contact time, initial Ga®* concentration, contact temperature, as well as initial
solution pH value on the adsorption properties of the GO-AHZTA composite toward Ga>*
were studied in detail. The continuous oscillation of the GO-AHZTA composite (5.0 mg) in
Ga®* solution (20.0 mL) was carried out in a 100.0 mL conical flask at a certain temperature
(15 °C, 20 °C, 25 °C, 30 °C, and 35 °C) for specified times (0-140 min). Samples were
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taken out every 20 min, and the Ga>" concentration was measured using an ICP-OES
(PerkinElmer Optima 4300DV; PerkinElmer Inc., Boston, MA, USA).

4. Conclusions

A novel GO-based adsorbent, the GO-AHTZT composite, was developed by a nucle-
ophilic addition reaction. The samples were characterized by various techniques such as
SEM, EDS, elemental mapping, XPS, TGA and FT-IR spectroscopy. The adsorption capacity
(23.92 mg g—1) of the GO-AHZTA composite toward Ga3+ is 4.9 and 12.6 times greater
than those toward Sc3+ and In3+, respectively, which facilitates the selective adsorption
of Ga3+ from aqueous solutions. Adsorption conditions, including contact time, solution
pH, initial Ga3+ concentration and contact temperature, were investigated. In addition, a
possible adsorption mechanism was also proposed. The adsorption data was fitted well
by the linear pseudo-second order kinetic model and linear Langmuir isothermal model,
suggesting that monolayer adsorption occurs on the surface. The thermodynamic analysis
confirms that it is an endothermic chemical adsorption process.

Supplementary Materials: The following supporting information can be downloaded at: https://
www.mdpi.com/article/10.3390 /molecules29122778 /s1, Figure Sl: FI-IR spectra of GO;
Figure S2: Experimental data and the fitted curve of Inky versus 1/T calculated from Van’t Hoff
plots of GO-AHZTA composite for Ga>* with different concentration: (A) 10 mg L~1; (B) 20 mg L—;
(C)30 mg L1 (D) 40 mg L~; (E) 50 mg L~!; Table S1: Thermodynamic parameters of the adsorption
by GO-AHZTA composite.
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