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Molybdenum disulfide (MoS,), with its unique optical and electrical properties, has been explored for
a variety of applications in the recent past. Still, its capabilities in point-of-use heavy metal ion removal
remain to be explored. Herein, for the first time using a facile approach, we fabricated three-dimensional
(3D) MoS, foam from exfoliated single to few-layered MoS, sheets for the selective exclusion of heavy
metals and stringent bactericidal response. This foam was able to exclude 99.9% of Pb(i) and 98.7% of
As(m) instantaneously and reduced more than 98% of bacteria E. coli. Moreover, the foam exhibits
selective toxicity towards bacterial cells while showing no observable toxicity towards mammalian cells.
The foam can be recycled and reused for at least five cycles under accelerated conditions and thus can
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Introduction

Arsenic (As(m)) and lead (Pb(u)) remain in the top four toxic
metal contaminants, the concentrations of which have seen
arapid increase in groundwater, posing a significant health risk
in many countries like Argentina, Bangladesh, India, Mexico,
Mongolia, Thailand, and Taiwan. The arsenic concentration in
the groundwater of these countries ranges from 0.1 to over 2
ppm." In the Indian subcontinent itself, the groundwater
sources have an arsenic concentration of up to 0.3 ppm.>* The
main contributors of As(m) in the water system are industrial
sources such as fertilizer and insecticide runoffs, by-products of
oil extraction, and mining processes.* Above the permissible
concentration As(u) is highly toxic which has been reported to
cause skin damage, keratosis, heart disease, epigenetic modi-
fications, diseases of the circulatory system and a wide variety of
cancers.” Pb(u) is another highly toxic heavy metal, which gets
rapidly absorbed in the bloodstream once ingested. In the north
Indian region, the concentration of Pb(u) in water sources

“Centre for BioSystems Science and Engineering, Indian Institute of Science, Bangalore,
India

*Department of Materials Engineering, Indian Institute of Science, Bangalore, India.
E-mail: shose@iisc.ac.in

‘Manipal Institute of Regenerative Medicine, Manipal Academy of Higher Education,
Bangalore, India

Centre for Advanced Macromolecular Design (CAMD), School of Chemical
Engineering, University of New South Wales, Sydney, NSW 2052, Australia. E-mail:
agarwalvipul84@gmail.com

available. See DOLI:

T Electronic  supplementary  information

10.1039/c9na00747d

(ES)

2824 | Nanoscale Adv., 2020, 2, 2824-2834

remediation to remove heavy metal ions from the feed and as a potential antibacterial agent.

ranges from 0.008 to 0.11 ppm.® The induced toxicity of Pb(u)
has been attributed to its enzyme chelation mechanism where
Pb displaces the vital complexing elements such as iron,
calcium, and zinc and thereby modifies the function of these
enzymes.” Pb(u) induces severe damage to the kidneys and
brain, by bypassing the blood-brain barrier, mimicking the
calcium ion and causing wide-spread neuronal degeneration
and eventuate into death.® Due to the low permissible limit, as
recommended by the WHO, there have been considerable
efforts towards the development of strategies for remediation of
such toxic metals from groundwater and their detection using
highly sensitive bio-sensing probes.” Thus, effective and effi-
cient removal of these metals is a significant concern and
a challenging task.

There are many approaches for faster reclamation of heavy
metals like chemical precipitation, ion exchange, adsorption,
membrane filtration, and electrochemical technologies.'***
Among these techniques, adsorption offers high-quality treat-
ment of effluents and flexibility in design and operation. Engi-
neered nanomaterials such as carbon-based materials
(activated carbon, carbon nanotubes, and graphene/graphene
oxide), magnetized materials (Fe;O,, and Ni) and polymeric
materials (acrylamide-based hydrogels, polyethylene oxide,
polyethylenimine, etc.) have shown potential as new adsorptive
materials in removing organic as well as heavy metals from
wastewater.'*'> Among these materials, two-dimensional (2D)
layered materials have been extensively researched in the field
of water decontamination due to their excellent salt rejection
and antibacterial properties.>*** In the recent past, most of the
research has focused primarily on graphene oxide (GO) based

This journal is © The Royal Society of Chemistry 2020
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membranes for water purification. These membranes have
suffered from significant limitations such as: (i) introduction of
friction against moving water compromising the structural
integrity of the membrane over time; (ii) sensitivity towards
changing pH; and (iii) probable hydration of the surface func-
tional groups on GO leading to increases in the interlayer
spacing and therefore, reduction in membrane selectivity to
ions.’"*?

MoS, has been envisioned to circumvent the limitations
associated with GO-based membranes. Unlike GO, MoS,
nanosheets lack surface functional groups making them inert to
hydraulic resistance and swelling which could potentially lead
to higher water flux.*® Furthermore, the van der Waals' inter-
action between MoS, nanosheets provides greater structural
integrity compared to hydrogen-bonded GO sheets, which in
conjunction with high out-of-plane rigidity, could make them
robust against the applied compression during the pressure-
flow process. Further, research on the use of MoS, 2D sheets in
the form of stacked membranes for water filtration has just
started emerging. It has been limited to desalination of partic-
ular species like sodium etc.?®** The scope of this material
towards heavy metal studies is limited to highly sensitive
biosensors for selective detection of As(m) in groundwater at
a low limit of detection.** Conjugated MoS, composites have
been employed to fabricate biosensors utilizing the specific
properties of the different constituents of the composite for
selective sensing of these toxic metal ions.*>*® Recently, exfoli-
ated MoS, nanosheets have been shown to rapidly interact with
the Pb(u) and Pb(v) species in water and yield a PbMoO,_,S,
product.’” This work portrays the potential of using 2D MoS,
nanosheets in water purification applications. However, in this
study, the removal of Pb ions could only be achieved by surface
adsorbing these 2D nanosheets on alumina or silica substrates.
There has been no theoretical or experimental report demon-
strating the applicability of 3D MoS, architectures in toxic heavy
metal removal. Attempts towards the fabrication of 3D MoS,
structures have been reported in some reports using metal or
carbon-based materials for electro-catalytic or energy applica-
tions only.***

Herein, for the first time, we report a facile template-less
approach for obtaining re-generative 3D MoS, foam from exfo-
liated MoS, nanosheets for rejection of toxic As(u) and Pb(u)
species from water. This novel material can be deployed for
reversible adsorption and desorption of toxic metal ions from
water and to yield harsh bactericidal response to fecal coli-
forms. Our system, unlike other present adsorbents, can be re-
used with ease, and exhibits selective bacterial toxicity with no
observable toxicity towards somatic cells. Taken together, this
foam can be the next generation point of use system for quick
water decontamination.

Results and discussion

MoS, was exfoliated with bovine serum albumin (BSA) as an
exfoliating agent using ultra-sonication in a liquid exfoliation
method.**** The use of BSA has been reported to not only render
the nanosheets biocompatible but also to act as a mild
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surfactant circumventing the inter-layer interactions and
resulting in a stable colloidal dispersion of the nanosheets. The
exfoliated MoS, nanosheets were observed to be single to few-
layers as characterized by transmission electron microscopy
(TEM) confirming the lateral dimension of ~50 nm (Fig. 1(a)).
This was corroborated by atomic force microscopy (AFM)
wherein the observed overall thickness was ~1.5 nm (Fig. 1(b)).
It can be conclusively deduced from the height profile in
Fig. 1(b) that exfoliation was successful, and there were 2-3
layers of MoS, sheets. (Thickness of MoS, monolayer is ~0.65
nm.*?) UV/Vis spectrophotometric analysis exhibited charac-
teristic peaks at 610 and 670 nm attributed to the B and A-
exciton in the exfoliated MoS, nanosheets (Fig. 1(c)).** Another
evidence of exfoliation can be obtained from the emergence of
a characteristic photoluminescence (PL) bandgap (Fig. 1(d)).**
PL analysis showcases the emergence of the bandgap exhibited
by the prominent peak at around 1.91 eV (650 nm). The amount
of BSA adsorption on the exfoliated sheets was quantified using
BCA (bicinchoninic acid assay) analysis to be 296 4+ 1.7 pg mL™".
Taken together, the detailed characterization confirmed that
the colloidal dispersion comprised predominantly single to few-
layered MoS, nanosheets.

To exploit the versatility of the exfoliated sheets, hierarchical
3D MoS, foam was obtained by lyophilization of the colloidal
dispersion of BSA exfoliated MoS, nanosheets (refer to Scheme
1). Fourier transform infrared spectroscopy (FTIR) was per-
formed on the protein exfoliated foam and compared with that
of the bulk MoS, to preliminarily characterize the presence of
BSA (Fig. 2(a)). It was seen that the characteristic band of Mo-S
at 469 cm ™ shifted to 475.6 cm ™" after protein-mediated exfo-
liation. Additionally, bands at 1524 cm™" can be ascribed to the
aromatic C=C stretching, 1720 cm ' resulted from C=O0
stretching,**® and 3281.5 cm™ " are due to NH stretching which
confirmed the presence of BSA.*” Furthermore, to visualize the
surface morphology, scanning electron microscopy (SEM) was
performed on the foam. The foam exhibited a 3D inter-
connected open network structure mediated by a low level of
restacking of the nanosheets, which was expected from the
lyophilization step (Fig. 2(b)). To ascertain the level of restack-
ing, XRD was carried out on the fabricated foam. In Fig. 2(c), the
following planes of MoS, (002), (100), (101), (102), (103), (006),
(105), and (110) were observed corresponding to 26 of 14.81°,
32.84°, 33.67°, 36.02°, 39.71°, 44.29°, 49.92°, and 58.64°,
respectively. An additional broad peak at around 25° was also
observed, which might be due to the presence of BSA.** The
emergence and broadness of the peaks in the XRD confirmed
the random restacking of the exfoliated nanosheets.* To study
the impact of restacking on the intrinsic properties of the
exfoliated MoS, nanosheets, PL was performed on the 3D foam.
Notably, the foam retained the unique optical properties which
are otherwise considered exclusive to the exfoliated single to
few-layered MoS, nanosheets. The PL analysis exhibited two
peaks at ~2.14 and 2.16 eV, which can be attributed to the trion
and B-exciton peaks, respectively (Fig. 2(d)). The blue shift
observed in the PL emission spectra can be attributed to the
stress introduced in the system by the disordered stacking of
the nanosheets upon lyophilization.*"**
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Fig. 1 Characterisation of the as-exfoliated MoS; sheets. (a) TEM image showing the exfoliated sheets (inset: selected area electron diffraction)
(scale bar: 500 nm); (b) AFM image with the inset showing the height profile; (c) UV/Vis spectrum exhibiting the characteristic 610 and 670 nm

peaks and (d) PL spectrum showing an energy bandgap of 1.9 eV (650 nm).

2826 | Nanoscale Adv, 2020, 2, 2824-2834

This journal is © The Royal Society of Chemistry 2020


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9na00747d

Open Access Article. Published on 06 May 2020. Downloaded on 6/21/2026 5:49:44 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

. 9
= '_';//'/_ ~ :
W \ S~ -~
=/ C G i gD
D)) | st

\\ 0.616 nm )

et
Sonication of bulk MoS; in
aqueous solution
\\\

2))) Ultrasonic waves
#i%. Bovine serum albumin

Exfoliated few layered
platelets

View Article Online

Nanoscale Advances

7
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Scheme 1 Formation of 3D foam from few layers of MoS, nano-platelets using lyophilization.

3D foam as a point of use filter

The fabricated MoS, foam was assessed for point of use water
remediation applications using As(m) and Pb(u) as model heavy
metals by engineering an inline adsorption-based pre-filtration
kit (refer to the ESIf for the method) with a continuous flow
system. In this context, the exfoliated foam was exposed to
accelerative studies with a dosage of 16.67-166.67 times the
possible maximum concentration (0.3 ppm) of As(u1) and 45.45—
454.54 times the possible maximum concentration (0.11 ppm)
of Pb(u). This was carried out to set a performance benchmark
for this adsorbent and enable us to find the threshold cut off.
Further, if the adsorbent can perform flawlessly under the
accelerated condition, it is more likely that it would work under
practical conditions (concentrations that are lower than that
found in typical groundwater). Bulk MoS, was taken as a control
for these experiments.

It was observed that the average rejection by exfoliated foam
for all concentrations of Pb(un) was >98%. The average rejection
by bulk MoS, for feed concentrations of 5 ppm, 10 ppm, 20
ppm, and 50 ppm were 86.3, 84.5, 82.7, and 82.4%, respectively
(n = 3). In As(m), the average rejection for all concentrations of
As(mr) was >97%. The average rejection by the bulk MoS, control
(refer to Fig. 3(a) and (b)) for 5 ppm, 10 ppm, 20 ppm and 50
ppm were 83.7, 82.9, 82.1 and 80.4% respectively (n = 3, and p <
0.05).

The permeation of water and other ionic molecules through
nonporous materials like MoS, is generally facilitated via
a interlayer d-spacing channels. It was inferred from the powder
XRD data that the d-002 spacing of bulk MoS, was 0.616 nm,
and with the exfoliated foam, it was slightly altered (d-002
spacing of exfoliated foam was 0.595 nm). The low level of re-

This journal is © The Royal Society of Chemistry 2020

stacking of the exfoliated nanosheets upon lyophilization with
reduced d-spacing (protein stitched the adjacent MoS, sheets)
generated interconnected pores, which provided the nano-
channels for water permeation and trapped the metal ions
(illustrated in Scheme 2). Herein, the critical factor that
contributed towards quick removal of heavy metal impurities
was size based sieving due to reduced d-spacing. The water, as
well as heavy metal ions, was channelized through the slits as
well as the interplanar spaces. Since the ions are more prom-
inent in size, they are excluded at the interplanar space rather
than ending up in the permeate resulting in enhanced removal
of heavy metals. To corroborate this hypothesis, the foam after
filtration was investigated using X-ray diffraction (XRD), and
energy dispersive X-ray (EDX) mapping on SEM and XPS.
Fig. 4(a) and (b) show the EDX mapping of the foam after Pb(u)
and As(m) filtration, respectively. It can be seen that the ions are
entrapped in the foam architecture. Furthermore, from the
stacked XRD pattern of 3D foam and As(u) filtered foam (As(u)-
foam) and Pb(u) filtered foam (Pb(n)-foam) it was observed that
the (003) and (101) Bragg planes corresponding to 26 values of
25.3° and 28.5° of arsenic metal in the As(ur) state (ICDD ref.
code: 96-900-9651) were obtained in the As(m)-foam. The (011)
and (110) Bragg planes corresponding to 26 values of 28.56° and
31.64° as observed in the case of Pb(u)-foam (Fig. 5(a)) are
attributed to the +2 oxidation state of Pb (ICDD ref. code: 96-
101-0978).

This was finally corroborated using XPS analysis wherein the
binding energy of As 3ds,, was obtained at 44.2 eV for As(u)-
foam corresponding to the +3 oxidation state of arsenic.*
Further, Pb 4f;5,, and Pb 4f,,, peaks exhibited binding energies
at 144.2 eV and 139.5 eV, respectively. This corresponds to the

Nanoscale Adv., 2020, 2, 2824-2834 | 2827


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9na00747d

Open Access Article. Published on 06 May 2020. Downloaded on 6/21/2026 5:49:44 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Nanoscale Advances

% Transmittancee (a.u.)

(a) * A ST o g
§ ¢
o [ 47560m) o £
£ \ ) B o
K= \ N HI
i \ / Q ol
o \ / !
> 469 cm' >/ O S
L 600 550 500 450 400- o
=z e T}
| @i
\_\\ P // \\w} \ \/\‘\\
\ o~ [ .
\\ o '\'”/
— \/
—— 3D Foam
— Bulk MoS,
v T T T ) T
4000 3500 3000 2500 2000 1500
-1
Wavenumber (cm’™)
(c) —— 3D foam
—— Bulk MoS,
5 3
8. s
2 ]
= 5
c =
[} —
= a

200 1111

Wavelength (nm)

View Article Online

Paper

Fig.2 Characterization of the fabricated 3D MoS, foam. (a) FTIR spectrum overlay of bulk MoS, and exfoliated foam; (b) SEM image showing the
3D connected network morphology (scale bar: 200 pm), (c) XRD spectrum of bulk MoS, and 3D foam; (d) photoluminescence (PL) spectrum
showing convoluted (red) and de-convoluted (green) peaks at 579 nm and 574 nm corresponding to energy bandgaps of 2.14 and 2.16 eV,

respectively.
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Pb(i1) and As(i) contaminant, respectively. Data presented as average =+ standard deviation with n = 3 and significance was set at *p < 0.05 using
the Bonferroni post hoc test in one-way ANOVA analysis.
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Scheme 2 Flow path for water and ions in bulk MoS, and exfoliated foam.

+2 oxidation state of lead (Fig. 5(b-d)).** Contrarily, bulk MoS,
had bigger aggregates (primary and secondary agglomerates)
bound together by van der Waals forces of interaction. These
agglomerates were packed and rearranged randomly, and thus
act as flow barriers to water molecules as well as metal ions.
Although the water molecules as well as metal ions experience
a resistive path while flowing through the material but, since
the agglomerates are not broken, some ions elute through the
least resistive path i.e. through the voids, and they channelize
less through interlayer d-spacing channels which led to low
rejection as compared to the 3D foam.

Recovery and re-use of 3D foam

To recover heavy metals like As(u) and Pb(u) after adsorption
from water post-filtration, the foam was sonicated in double-
distilled water for 30 minutes and centrifuged. The supernatant
was isolated, and the concentration of heavy metal ions in the
supernatant was determined using inductively coupled plasma
optical emission spectroscopy (ICP-OES). The obtained centri-
fuged material was re-dispersed in 1 mg mL~" BSA using soni-
cation for 30 minutes and lyophilized to re-generate the foam.
The regenerated foam was re-used for heavy metal removal

Fig. 4

This journal is © The Royal Society of Chemistry 2020

(a) and (b) SEM image of the foam after filtration with the EDX mapping of the contaminant As and Pb ions (scale bar is 2 um).

Nanoscale Adv., 2020, 2, 2824-2834 | 2829
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(a) Stacked XRD spectra of the 3D foam after foam filtration experiments; (b) XPS wide spectra of the foam post filtration experiments

showing the presence of Mo, S, As and Pb apart from C, N, and O which arises from BSA. (c) As 3d spectra for 3D foam post the As filtration
experiment. (d) Pb 4f spectra for 3D foam post the Pb filtration experiment.

experiments. The concentration of heavy metal ions was fixed as
20 ppm (accelerated feed) for every experiment. Fig. 6(a) shows
the recovery of heavy metals As(u) and Pb(u) for 5 cycles of re-
use of the foam. Almost all the adsorbed heavy metal impurities
were recovered entirely in all the 5 cycles of recovery experi-
ments. Further, there was no statistical difference in the
recovery of heavy metal ions in all the cycles. This efficient
recovery of heavy metals makes the adsorbent surface available
for the next cycle of re-use.

Fig. 6(b) shows the heavy metal removal efficiency of the 3D
foam up to 5 cycles of re-use. It can be seen that even after
passing the accelerated feed of 20 ppm through the system, the
efficiency of heavy metal recovery was not compromised.
Fig. 6(c) shows the digital micrograph of the “as obtained” foam
after every cycle of re-use. It can be seen that the foam retained
its properties even after cyclic re-dispersion and lyophilization.

The efficiency of the foam in the presence of interfering ions

In a practical situation, heavy metal ions are influenced by
interfering ions. To evaluate the efficacy of our adsorbent to

2830 | Nanoscale Adv., 2020, 2, 2824-2834

remediate these heavy metals in the presence of other inter-
fering ions, we sampled tap water from our institute (Indian
Institute of Science, Bangalore) with total dissolved solids (TDS)
of 190 £ 28 ppm. Further, the sampled water majorly consisted
of 36% Na™ ions, 17% Mg>" ions, 32% Ca** ions, and 8% of K*
ions and the rest were trace elements like copper, iron, and zinc.
This was then spiked with 0.3 ppm of As(m) and 0.1 ppm of
Pb(u), respectively.

Fig. 7 shows the heavy metal removal efficiency for tap water
spiked with As(m) and Pb(u), respectively. The control for these
tests was bulk MoS,. In the presence of interfering ions, there
was a marginal reduction in efficiency in arsenic and lead
removal. However, the As(mr) removal was recorded to be 98.76%
while Pb(u1) removal was recorded to be 98.97% which strictly
meets the current standards set by the WHO for arsenic and
lead, respectively.*

Table S1 (refer to the ESI)t exhibits the comparison of our
reported MoS, foam with similar systems reported in the liter-
ature depicting adsorption efficiency of 2D material foam-based
adsorbents for remediating lead and arsenic-based contami-
nants. It is important to note that all the studies are based on

This journal is © The Royal Society of Chemistry 2020
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Fig. 7 Heavy metal removal efficiency of 3D foam with tap water
spiked with As(in) and Pb(i) contaminants. Data presented as average +
standard deviation with n = 3.

graphene as the base 2D material, and there is no reported work
on either MoS, or MoS, based foams for remediating toxic lead
and arsenic-based contaminants. Further, the reported effi-
ciencies of lead and arsenic in this work are considerably
superior to the existing literature reports.

The efficacy of the 3D foam to remediate bacterial
contamination was demonstrated herein using E. coli ATCC
25922 as a model strain. Fig. 8(a) and (b) show the effects of
concentration and incubation time on the bacterial cell
viability for 3D foam and bulk MoS,, respectively. It can be
seen from Fig. 8(a) and (b) that the reduction in bacterial cell
viability was significantly more for 3D foam as compared to

This journal is © The Royal Society of Chemistry 2020

bulk MoS, as a function of concentration as well as incuba-
tion time. The mechanism of bacterial reduction by the
exfoliated MoS, sheets is mediated through the generation of
reactive oxygen species,”**** and by scissoring effects.***’
For this reason, a maximum average bacterial reduction of
98.8 + 1.5% was seen for 200 pg mL ™' concentration of
dispersed 3D foam for a 4 h incubation time. In contrast, for
the bulk MoS,, only 42.2 £ 1.8% average reduction was seen
for the same concentration and incubation time. To decipher
the mechanism behind the antibacterial activity, we explored
reactive oxygen species (ROS) using the dichlorodihydro-
fluorescein diacetate (DCFH-DA) assay®®* (see the ESIT for
mode of action) at 200 ug mL " concentration of the material.
Fig. 8(c) exhibits time dependent increase in the amount of
ROS for both foam and the control MoS, bulk material. The
rate of increase in the ROS level obtained correlated well with
the time dependent reduction in bacterial cell viability,
which indicates that the sharp edges of the nanosheets in the
foam would have potentially induced intracellular membrane
stress before scissoring the bacterial cells thereby causing
cell death.

One of the key challenges in the fabrication of membrane
filters or any other filtration material is their impact on the
biological and ecological environments. Such exposure was
predominantly mediated by leaching of the material either
through the compromised structural integrity with time or
hydraulic rupture. Furthermore, it is important to elucidate
whether the toxicity of the fabricated foam is selective and
limited only to microbial cells. To this end, we evaluated the in
vitro cytotoxicity of the re-dispersed foam in immortalized

Nanoscale Adv., 2020, 2, 2824-2834 | 2831
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Fig. 8 Bacterial cell (E. coli) toxicity of the re-dispersed foam. (a) and (b) Percentage cell viability showing the response to the increasing
concentrations of the foam and bulk MoS, material, respectively(n = 3); (c) quantification of the reactive oxygen species (ROS) experienced by
bacterial cells when exposed to the bulk material and re-dispersed foam with time (n = 3) biocompatibility of the foam towards the mouse
lymphoid endothelial cell line (SVEC) cells. (d—j) Representative fluorescence images showing some live and dead cells in the culture. SVEC cells
were incubated on (d) none (untreated control), (€) 5 pugmL™%, () 12.5 pg mL™2, (g) 25 pg mL™2, (h) 50 pg mL™2, () 100 pg ML, and (j) 200 pg mL~%.
Scale bar: 10 um. Cells were stained using Calcein AM/ethidium bromide | staining where live cells were stained fluorescent green while dead
cells fluorescent red;*¢2 (k) quantification of the live/dead cell viability assay showing the percentage of live cells in the culture treated with
increasing concentrations of the re-dispersed foam (n = 4); () WST-1 cell proliferation assay showing significant proliferation throughout 72 h.
Data presented as mean + SEM (n = 5). Significance was set at *p < 0.05 using one-way ANOVA and Bonferroni post hoc analysis.

mouse lymphoid endothelial (SVEC) cells. Cytotoxicity and cell
viability were assessed using WST-1 and live/dead assays
(Fig. 8(d-j)). No change was observed in the growth and viability
of the SVEC cells at any of the concentrations studied. More-
over, fluorescence imaging of the cells revealed no change in the
cell morphology, highlighting the biocompatibility of the
nanosheets (Fig. 8(d-j)).

2832 | Nanoscale Adv., 2020, 2, 2824-2834

Discussion

3D foams are indeed versatile adsorbents in water remediation
strategies. Owing to their superior performance and ease of
deployment, 3D foams offer ‘point of use’ support for remedi-
ation applications. In the current literature, 2D material-based
foams are generally obtained using a support template, and the

This journal is © The Royal Society of Chemistry 2020
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current literature majorly explores graphene oxide (GO) based
adsorbents (refer to the ESI, Table S1t). However, since the
application is water remediation and the 2D material should
not be affected by undue swelling, which leads to an increase in
interlayer d-spacing, GO-based foams can have drawbacks. GO
sheets swell in the presence of water molecules leading to an
increase in the interlayer d-spacing which has been reported to
compromise the performance of GO-based foams.*” Interlayer d-
spacing plays a critical role in rejecting and blocking metal ions
and other contaminants via a sieving mechanism.

Herein, we addressed this issue by using MoS, which is
resistant to swelling due to lack of any surface functional
groups. Using BSA as an exfoliating agent, an effective exfolia-
tion of MoS, nanosheets was achieved. The exfoliated sheets
were lyophilized to obtain a 3D MoS, foam. These foams were
then used as a point of use adsorbent to remediate arsenic and
lead-based heavy metal contaminants. Not only were the foams
effective at an accelerated concentration up to 50 ppm, but the
foams were also easily re-useable and were effective in the
presence of interfering ions as well. Further, these foams were
effective in remediating pathogenic bacteria E. coli and exhibi-
ted no observable cytotoxicity towards SVEC mammalian
endothelial cells.

Conclusions

To summarize, herein, we fabricated 3D MoS, foam by lyophi-
lization from the protein-mediated exfoliated nanosheets of
MosS,. The technique was robust and environmentally benign
and retained the chemical properties of the exfoliated nano-
sheets. The 3D foam exhibited excellent removal efficiency for
As(ur) and Pb(u) with an average rejection of 98.7 and 99.9%,
respectively. Furthermore, the foam demonstrated significant
dose and exposure time-dependent antibacterial efficacy
against E. coli mediated through the ROS-dependent pathway.
The maximum reduction of ca. 98% in bacterial cell viability
was observed at 200 pug mL " concentration of the re-dispersed
foam during a 4 h exposure time. The foam was observed to
induce selective toxicity towards the bacterial cells while being
non-toxic towards mammalian cells. Taken together, the rejec-
tion of heavy metal ions, as well as the bactericidal response
with no visible cytotoxicity, makes this foam an excellent
material for point of use water remediation.
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