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d chromite-based porous film for
water cleaning†

Royston Mathias, Raksha D. Salian and Partha Kumbhakar *

The oil spillage and pollutants in water bodies are a significant concern in the present time. To address this

concern, a porous and superhydrophobic nanocomposite film containing layered natural chromite ores

with a polymer was fabricated using a simple solution casting method. The flexible film exhibited a good

tensile strength of 1.022 kg mm−2 and self-cleaning properties. It showed an excellent oil adsorption of

up to ∼268% for castor oil and an adsorption efficiency of ∼90% for toxic cationic dyes. The presence of

high surface charges on the chromite nanosheets enhanced its adsorbing capability. Furthermore, even

after being resynthesized from old used film, the composite film maintained its mechanical strength,

hydrophobicity, and adsorbing capabilities. Therefore, we believe that the present work can help in

cleaning oil and other pollutants from large water bodies and consequently preserving aquatic life.
1 Introduction

Currently, water pollution from oil spillage and organic
contamination in oceans is a major challenge in the preserva-
tion of aquatic life.1 Oily wastewater and toxic dye-containing
wastewater oen coexist owing to daily life activities, such as
industrial practices, marine transportation, engine failures, and
other manufacturing processes, thereby posing a hazard to
mainly aquatic life, human health, and the ecosystem.2–4

Different technologies have been employed to overcome these
issues; however, they could not be sustained for long because of
their low efficiency and stability.5–7 Therefore, there is a crucial
need to develop cutting-edge techniques and extraordinary
materials for the separation of pollutants from water. Several
traditional methods, including membrane separation, gravity
separation, and membrane ltration, have been developed for
these purposes.8

Generally, oil separation from oil–water mixtures relies on
gravity-driven ltration methods.9 However, because oil has
a lower density than water, this approach presents certain
challenges when removing oil from large water bodies. There-
fore, adsorption techniques using porous media, gel-based
membranes, and porous materials, such as sponges, are
employed to remove oils and other contaminants from the
water surface through adsorption. One of these techniques is oil
adsorption using nanocomposite lms. This technique mainly
depends on the hydrophobicity of the lm. Therefore, super-
hydrophobic and superoleophilic materials are at the centre of
ist University, Bangalore 560029, India.
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attention for these applications and extensive research is
ongoing to increase the efficiency of oil–water separation and
dye adsorption using this method.10–19 Superhydrophobic
surfaces with high contact angles have the potential to achieve
exceptional water-repelling qualities.20 The contact angle of
water on these surfaces is also affected by the chemical and
structural factors of the composite materials.21,22 In the recent
years, several nanoparticles, including SiO2, TiO2, and ZnO,
have been combined with polymers to alter the surface wetta-
bility of polymer-based sponges, fabrics, and porous metal
meshes.23–28

Previous literature on oil/water separation has shown that
the wetting properties of membranes can be enhanced by
synthesizing advanced two-dimensional (2D) polymer
composites.29–34 Nanoparticle-based composites have been
synthesized using a variety of techniques, including solution
casting,35 melt mixing,36 dip coating,37 spray coating,38 sol–gel,39

chemical vapor deposition,40 electrospray,41 and layer-by-layer
synthesis.42 However, owing to their poor separation effi-
ciency, there remains a critical need to develop novel functional
materials and advanced interfaces with excellent selectivity and
high separation efficiency for separating oil–water mixtures.
Also, the recyclability of these composites is crucial, and there is
a dire need to recycle these nanocomposites, as discarding
damaged lms will increase pollution and in turn affect aquatic
life and ll the land with polymer waste. Major research has
already been reported on oil cleaning using nanocomposites;
however, there are very limited reports on the recycling of
composites.

In this work, we used the solution casting method to
synthesize a porous polymer-2D material composite lm, in
which the polymer serves as the matrix and the atomically thin
natural ores (chromite nanosheets) are used to enhance the
This journal is © The Royal Society of Chemistry 2025
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Fig. 1 Schematic of the synthesis of Flexo-CTF using the solution casting method, porosity of the synthesized material and the separation of oil
from water.
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separation properties (Fig. 1). The wettability, oil adsorption
property and toxic dye adsorption of the lm were investigated.
The dispersed nanosheets in the matrix were used to enhance
the properties of the composite. The highly exible 2D
chromite-TPU composite lm (Flexo-CTF) demonstrated
a superhydrophobic and oleophilic surface with a remarkable
oil adsorption capacity of up to ∼268% for castor oil. The
microscopic techniques were used to study the morphological
properties of 2D chromite and Flexo-CTF. Additionally, this
Flexo-CTF is reusable and recyclable. The pollutants or adsor-
bed oil can be cleaned aer prolonged use and further
employed to clean water bodies. Furthermore, as the lm
becomes damaged due to extensive use, it can be recycled
through simple chemical and thermal treatments and can
continue to be used for oil cleaning in water bodies. The Flexo-
CTF is also easy to manufacture and scalable due to its low
energy consumption during fabrication. The lm can be
utilized in oceans where oil spills occur to collect all the oil
without contaminating the water further, thereby providing
a safe and healthy environment for aquatic life. This lm avoids
the need for gravity-driven techniques as the oil is adsorbed
onto the lm surface. Therefore, the current approach enables
Flexo-CTF to be used for a longer period, making it a sustain-
able and environmentally friendly solution.
2 Experimental section
2.1 Materials

Thermoplastic polyurethane (TPU) was obtained from Sigma-
Aldrich, Bangalore, India. Chromite (FeCr2O4) ore was ob-
tained from a local vendor who retrieved it from a chromite
mine, Orissa, India. Dimethyl formamide (DMF) of 99.8% purity
was obtained from Sigma-Aldrich, Bangalore, India. Acetone of
99.5% purity was obtained from Sigma-Aldrich, Bangalore,
India. Castor oil, vegetable oil, red oil, petrol, and diesel were
obtained from the local vendors in Bangalore, India. Super
This journal is © The Royal Society of Chemistry 2025
magnets with a magnetic eld of 4 mT were obtained from
Sigma-Aldrich, Bangalore, India.
2.2 The synthesis of 2D chromite

The synthesis of 2D chromite involved crushing the crystal bulk
chromite to easily disperse it in the solvent.43 Here, we used
DMF as the solvent because of its ability to disperse the chro-
mite particles effectively. The sample-to-solvent ratio was kept
at 1 mg : 5 ml to ensure optimal dispersion. Furthermore, this
sample was exfoliated for 2 hours in a probe-sonicator (model:
Labman Scientic Instruments). The temperature of the system
was controlled using an ice bath. The exfoliation was carried out
at room temperature utilizing the Liquid Phase Exfoliation
(LPE) method. LPE is an exfoliation method where the vibration
in the liquid is transferred to the bulk particles, breaking the
weak van der Waals interactions between the layers of the
chromite particles to provide thin sheets of chromite. The
exfoliated solution was rested for 24 hours to ensure that the
larger particles, which were not completely exfoliated, settled to
the bottom due to gravity, yielding well-exfoliated and
uniformly dispersed chromite nanosheets at the top. This
exfoliated solution was further used for various characteriza-
tions and applications.
2.3 Fabrication of the exible TPU composite thin porous
lm

The fabrication of the Flexo-CTF was performed by a carefully
controlled process involving the application of heat and
a magnetic eld (Fig. 1). The procedure began by setting up
a magnetic eld using permanent magnets on which a Petri-
dish was placed. 100 mg of solid TPU was placed in the Petri-
dish, and the exfoliated chromite-DMF solution was gradually
added dropwise onto the TPU while the mixture was exposed to
a magnetic eld, which was applied to inuence the alignment
and distribution of the chromite particles within the TPU
matrix. The solid TPU was dissolved in the chromite–DMF
J. Mater. Chem. A, 2025, 13, 35470–35479 | 35471
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solution. Simultaneously, the temperature of the system was
elevated to approximately ∼70 °C. This temperature was chosen
to facilitate the uniform dissolution of TPU into the chromite-
DMF solution and to form bubbles, which will subsequently
form the porous surface. As the temperature increased, more
bubbles were formed, resulting in a greater number of pores per
unit area. Once complete dissolution was achieved, the
temperature was gradually reduced to room temperature to
initiate the solidication process. The solution was then
allowed to dry under ambient conditions for a period of 8 to 12
hours. During this time, the solvent (DMF) gradually evapo-
rated, leaving behind a solidied porous lm consisting of TPU
embedded with chromite sheets. The resulting lm was referred
to as Flexo-CTF.

2.4 Characterization

A scanning electron microscope (SEM) (ThermoFisher (Apreo S
LoVac)) attached to an energy dispersive spectrometer (EDS)
was used to conrm the morphology of the sample. To conrm
the different phases present in the sample, X-ray diffraction
(Miniex 600 Rigaku XRD) was performed. To analyse the
structural property of the sample at an atomic level, high-
resolution transmission electron microscopy (HRTEM) (Talos
F200 G2) was used. Fourier transform infrared spectroscopy
(FTIR) was used to analyze the chemical properties of Flexo-
CTF. Zeta potential measurements (Malvern Zetasizer nano)
were performed to determine the surface potential of the 2D
chromite sheets. X-ray photoelectron spectroscopy (XPS)
(Thermosher k-alpha) was performed to determine the surface
properties and oxidation states of the synthesized
nanocomposite.

2.5 Wettability test for Flexo-CTF

The wettability (hydrophobicity and oleophilicity) of Flexo-CTF
was evaluated by observing a drop of oil and water on the lm.
A drop of pure water was placed on the lm while it was hori-
zontally positioned, and the behaviour of the water drop was
observed by capturing a video of the drop on the lm for 300
seconds. Similarly, the behaviour of a mustard oil drop was
observed by capturing a video of the drop on the lm for the same
time. In both cases, the contact angle of the drops was continu-
ously measured. Further, the Laplace equation is used to measure
the oil adsorbing capability of Flexo-CTF, which is given by44

DP ¼ gL � cos q

Rp

(1)

where DP is the intrusion pressure. gL is the surface tension of
the liquid. q is the contact angle made by the liquid on the
surface of Flexo-CTF. Rp is the average pore size on the porous
Flexo-CTF.

2.6 Measurement of the dye-adsorption efficiency of Flexo-
CTF

A solution of Methylene blue (MB) and Rhodamine B (RhB) dyes
at a concentration of 50 mg L−1 was prepared in two beakers,
and the CTF lm was dipped in the solution. The absorption of
35472 | J. Mater. Chem. A, 2025, 13, 35470–35479
the dye was observed aer 4 minutes, 10 minutes and 24 hours
of dipping the lm in the solution. The absorbance was calcu-
lated using the calorimetric absorbance formula45

A ¼ �1

b
� log

�
IRGB

IBG

�
(2)

where b = 0.5, IRGB is the mean value of the RGB values of the
sample and IBG is the mean value of the RGB values of the
background. The RGB values were determined by analyzing the
image using the ImageJ soware. The image of the dye solutions
was obtained using a smartphone camera.
2.7 Oil adsorption from water using Flexo-CTF

Different oils, such as mustard oil, red oil, castor oil, petrol and
diesel, were used to study the oil–water separation property of
the lm. 300 mg of each oil was taken in 100 ml of water. The
lm was dipped in this oil-in-water suspension for 300 seconds,
allowing the oil to adsorb on the surface of the lm. From this
experiment, the adsorption efficiency of Flexo-CTF for different
oil suspensions in water was determined.
3 Results and discussions
3.1 Structural and morphological properties of Flexo-CTF

The structural and morphological properties of the lm were
analyzed using optical and scanning electron microscopy (SEM)
images. The optical image of the porous lm is displayed in
Fig. 2a. It shows the presence of porosity in the lm. Fig. 2b
shows the SEM image of the lm (top view) and the presence of
FeCr2O4 sheets in the polymer matrix. Using the ImageJ so-
ware, the optical image of the lm was analyzed, and a 3D plot
of the lm was generated to visualize the size and shape of the
pores (Fig. S1a†). The pores had an average diameter of∼0.02 ±

0.002 cm (Fig. S1b†). The 3D plot of the surface reveals a porous
structure with good interconnectivity and the presence of
micropores in the lm. Further, the SEM image of the lm
surface provides a clearer view of the porosity of the lm,
showing that the pores are distributed throughout the lm and
not only on the lm surface (Fig. S2†). All three major elements,
Fe, Cr, and O, as well as the elemental variation following
exfoliation, are conrmed by the EDX spectra (inset of Fig. 2b).
The crystalline peaks in the XRD pattern of the exfoliated
sample, displayed in Fig. S3,† closely matched those of the
spinel phase of FeCr2O4 [no: mp-1104680]. The TEM image of
the exfoliated chromite is shown in Fig. 2c, and it is evident that
thin sheets were formed. We present the high-resolution TEM
(HRTEM) image (Fig. 2d) of the sheets and demonstrate the
presence of multiple layers of atomically thin chromite. The
presence of lattice defects was also studied using the fast
Fourier transform (FFT) pattern of the image, which shows that
the atomic arrangement is not uniform. The edges of the exfo-
liated sheets showed many surface defects. If the sonication
energy exceeds the threshold of the binding energy of the
nanosheets, some atoms will be expelled from their lattice
during exfoliation. As a result, surface defects are introduced
onto the surface of the material. The molecular bonding was
This journal is © The Royal Society of Chemistry 2025
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Fig. 2 (a) Optical image of Flexo-CTF showing its porosity. (b and c) SEM image of the chromite nanosheet sample. Inset of (b) shows the EDX
spectra of the chromite sample. (d) HRTEM image of the chromite nanosheet. (e) FTIR curve of the chromite nanosheets. (f) Stress–strain curve of
Flexo-CTF. Inset of (f) shows the optical image of stretching of the Flexo-CTF film.
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further studied using FTIR, which reveals each functional group
in the lm, as shown in Fig. 2e. The FTIR spectra were examined
in the 500–4000 cm−1 range. The O–H stretching functional
group is represented by the peaks at a wavenumber of about
3302 cm−1.46 However, at a wavenumber of about 1642 cm−1,
the OH bending functional group is observed.47,48 Additionally,
the C–H bending functional group is represented by peaks at
wavenumbers of ∼2926 cm−1 and ∼1379 cm−1.49,50 Tetrahedral
and octahedral oxygen–metal M–O bonds are observed in the
spectra with transmission peaks at around 748 cm−1 and
548 cm−1.51 This indicates that the divalent and trivalent Fe and
Cr ions have occupied the tetrahedral and octahedral positions
in the sample, and this range displays the features of atomic
vibrations in these positions within the cubic structure.52 The
peaks at 1642 cm−1 and 1535 cm−1 correspond to the urethane
group, and the band at 1094 cm−1 corresponds to the polyester
group, originating from the TPU in the lm.
3.2 Mechanical property analysis of Flexo-CTF

The stress–strain curve of Flexo-CTF is shown in Fig. 2f. The
dimensions of CTF used for testing were 17 mm × 10 mm ×

0.3 mm (l × b × h). The CTF was accurately stretched out by
mounting the lm on a universal tensile testing machine. The
rate of elongation was maintained at 5 mm per minute for
uniform and gradual elongation. It showed an increasing strain
with the increasing applied stress. The maximum elongation
This journal is © The Royal Society of Chemistry 2025
showed by the lm was ∼369% of its original length (inset of
Fig. 2f), and it further elongated and broke down at ∼382% of
its initial length. The load at breakdown was 3 kg F. The tensile
strength of the lm at peak elongation was measured to be
1.022 kg mm−2. These results show that Flexo-CTF possesses
remarkable tensile strength and resistance to external stress.
This excellent tensile strength is attributed to the presence of
2D chromite particles in the TPU matrix. These 2D sheets act as
effective nanollers. These 2D chromite particles enhance the
structural integrity of the TPU matrix by forming a network of
chromite that interconnects the polymer chains. When an
external stress is applied, this network of 2D sheets helps
distribute the force evenly throughout the lm, preventing local
stress concentrations and thereby enhancing the tensile prop-
erties of the material.
3.3 Wettability for Flexo-CTF

The surface wettability of the CTF lm was further studied to
determine its efficiency in adsorbing and separating oil from
water. The experiment was conducted to analyze the wettability
and the contact angle for different liquids on Flexo-CTF. Water
and oil were used as the liquids for this experiment, and the
behaviour of the drop with respect to contact angle over time
was observed for 300 seconds (Fig. 3a). A plot of contact angle
versus time is shown in Fig. 3b. It was observed that the contact
angle of the water in air on the lm changed from ∼140° to
J. Mater. Chem. A, 2025, 13, 35470–35479 | 35473
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Fig. 3 (a) Optical images of the contact angle of water and oil on the Flexo-CTF surface at different time intervals. (b) Plot of the contact angle of
water and oil with respect to time. (c) Schematic showing the mechanism of oleophilicity of the Flexo-CTF surface. (d) Schematic showing the
mechanism of hydrophobicity of the Flexo-CTF surface.
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∼95° in 300 seconds. This implies that the lm is hydrophobic
and adsorbs/absorbs only negligible amounts of water. Simi-
larly, it was observed that for the oil drop, the contact angle
changed from ∼102° to ∼22° in 300 seconds, which implied
that the lm was oleophilic in nature. Due to the porous nature
of the TPU-lm, it prevents water adsorption into it.53 The high
viscosity of oil compared to water results in high sorption
capacity and low capillary action into the porous surface. One
benet is that it can improve the adhesion of oil to the surface,
thereby boosting sorption capacity. However, heavier oils can
have their sorption capacity reduced, which prevents the oil
from penetrating the core of the lm sorbents. The intermo-
lecular force that results when one uid applies pressure to
another's surface or liquid is called surface tension. Oil could
permeate the sorbents and become trapped within the solid
sorbent, as indicated by a low surface tension value. In this
study, the four types of oils (castor oil, vegetable oil, pain relief
oil and gasoline) selected for our investigation are typically
utilized in daily life and production. The viscosity of castor oil is
311.5 mPa s, whereas the viscosity of gasoline is 0.5 mPa s, and
35474 | J. Mater. Chem. A, 2025, 13, 35470–35479
the viscosity of other oils is between these values (Table S1†).
The surface tension of castor oil is 0.01489 N m−1 and that of
gasoline is 0.02504 N m−1. Hence, the adsorption of liquids on
the porous material is governed by the equation54

Ks ¼ r�
�
s

m

�1
2 �

�
3*

s

�
� r0

1
2 �

�
cos

q

2

�1
2

(3)

where Ks is the suction coefficient, r is the density of the liquid,
s is the liquid surface tension, m is the liquid viscosity, r0 is the
average pore radius, and 3* is the effective suction porosity, s is
the average tortuosity factor, and q is the contact angle.
According to eqn (3), the contact angle and surface tension are
directly proportional, while viscosity is inversely proportional.
Therefore, as the surface tension decreases or the viscosity
increases, the contact angle also decreases, which explains the
high adsorption efficiency of oils on Flexo-CTF compared to
petroleum.

Further, the superoleophilicity of the lm was also explained
by the intrusion pressure (DP) given by eqn (1). For oils, the
surface tension is lower than that of water; hence, the intrusion
This journal is © The Royal Society of Chemistry 2025
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pressure decreases, which facilitates the oil to permeate into the
pores of the lm and remain adsorbed on the surface. There-
fore, it is evident that while superoleophilicity and adsorption
capacity are facilitated by the low surface tension of the oil
solvents, the viscosity of the oil solvents signicantly inuences
the variation in adsorption capacity among these oil sorbents.
Therefore, it could be seen that the adsorption of the oil on the
lm increased with the increase in the viscosity and decrease in
surface tension of the oil (Fig. 3c). Meanwhile, the intrusion
pressure (DP) increases for water due to its higher surface
tension. This prevents water from penetrating the lm, result-
ing in low water adsorption on the lm, and the surface
becomes hydrophobic (Fig. 3d).55
3.4 Dye-adsorption using Flexo-CTF

Following the good adsorption quality of Flexo-CTF, an experi-
ment was conducted to study the adsorption of dye molecules
from contaminated water. It was observed that the efficiency of
dye adsorption increased with time, as shown in Fig. 4a and b.
The efficiency of adsorption was measured using the
Fig. 4 (a) Optical image of the dye adsorption of MB and RhB for a tim
adsorption after 5minutes and after 24 hours. (c) Chromaticity diagram sh
Plot of normalised calorimetric adsorption versus time (e) UV vis plot of
Flexo-CTF using acetone. (g) Schematic of the mechanism of interactio

This journal is © The Royal Society of Chemistry 2025
calorimetric absorbance (Ac) method. Digital photographs and
the RGB values were used to analyze the different stages of
adsorption. A regular smartphone camera was used to capture
pictures in this experiment. Since this method is easy to use,
quantication is straightforward, accurate and affordable;
therefore, it was employed. Colorimetric detection quanties
color variations in RGB pixel intensity. The process involved
capturing pictures of the different phases of adsorption and
importing them to a soware (ImageJ). Using the soware, the
required region of interest was selected, and its average RGB
(IRGB) and the average RGB value of the background (IBG) were
calculated.56 Further, using eqn (2), the colorimetric absorbance
was calculated, and the adsorption efficiency was measured
using the following equation,

Adsorbance efficiency ð%Þ ¼ A0 � A

A0

� 100 (4)

where A0 is the colorimetric absorbance value at t = 0 minutes
and A is the colorimetric absorbance value at a particular time
(t).
e interval of 24 hours. (b) Optical image of the Flexo-CTF for the dye
owing variation in the RGB values of the solution from0 to 24 hours. (d)
the dye adsorption from 0 to 24 hours. (f) Optical image of cleaning

n of the dye with the chromite nanosheets.
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Fig. 4c shows the variation of color using colorimetric coor-
dinates. The CIE colorimetric coordinates were calculated for
both dyes as a function of time. It shows that aer 24 hours of
adsorption, the color coordinates were almost in the white
region (average red-green blue (RGB) value was ∼207 for MB
and∼206 for RhB). Furthermore, we calculated the colorimetric
absorbance values at various time intervals (0, 4, 10 minutes,
and 24 hours), which are shown in Fig. 4d. The adsorption
efficiency of Flexo-CTF was found to be ∼84 ± 8% for MB dye
and 70 ± 8% for RhB in 24 hours without any external stimuli.
To validate the colorimetric methods for calculating efficiency,
we have further used a spectroscopic technique, as shown in
Fig. 4e. The adsorption efficiency was further measured, and it
was found to be ∼90 ± 3%. To study the reusability of the CTF,
the adsorbed dye was cleaned by dipping the lm in acetone
solvent and sonicating in the bath sonicator for 5 minutes. This
removed almost all the dye adsorbed on the Flexo-CTF, which
made it possible to reuse it further (Fig. 4f). The surface
chemistry, mainly surface charges and the presence of func-
tional groups of Flexo-CTF, played an important role in
adsorbing the dye as the porous surface increased the effective
area, allowing more dye molecules to interact with the chromite
nanosheets, as schematically shown in Fig. 4g.

The possible mechanism of dye adsorption (MB and RhB,
cationic dyes) onto the CTF lm involves the interactions
(electrostatic, weak hydrogen bonding and p-interaction)
Fig. 5 (a) Optical images showing before and after the adsorption of mus
oil on the surface of Flexo-CTF and the film after adsorption. (c) Plot of the
(d) Histogram plot showing the separation efficiency of the Flexo-CTF fo
image showing the absorption of red oil using the Flexo-CTF containing t
of the seeds in the beaker cleaned using Flexo-CTF and the uncleaned

35476 | J. Mater. Chem. A, 2025, 13, 35470–35479
between the charged surface of the atomically thin chromite
and dye molecules. To conrm this, a zeta potential measure-
ment was performed for the chromite 2D sheets and the plot is
shown in Fig. S4.† It shows that the surface charge potential of
the chromite sample was −32.4 mV, which indicates a nega-
tively charged 2D layered surface. This negatively charged
surface adsorbs the MB and RhB cationic dye molecules
through electrostatic interactions and thus, the Flexo-CTF
removes the toxic dye from the water bodies. The XPS plots
(Fig. S5†) of 2D chromite show the different oxidation states
(Fe3+, Fe2+, Cr3+ and Cr6+) of the elements present. The decon-
voluted O 1s spectrum further supports the formation of Fe–O
and Cr–O bonds. Fe3+ and Cr6+ show high intensity peaks,
suggesting the acidic surface and the existence of O− or chro-
mate groups. These anionic elements contribute to the
observed zeta potential of −32.4 mV, consistent with a nega-
tively charged surface. This negative charge facilitates the
electrostatic attraction of cationic dyes. Furthermore, the pres-
ence of aromatic rings and functional groups is also responsible
for the adsorption capacity, which is dependent on the surface
chemistry. Surface charge and functional groups are among the
most important properties for the adsorption of toxic dyes. To
identify the functional groups on their surfaces, FTIR analysis
was performed on Flexo-CTF before and aer dye adsorption, as
shown in Fig. S6.† There is a strong increase in the band
intensity due to an increase in the adsorption of MB dye on the
tard oil on Flexo-CTF. (b) Optical image showing the adsorption of red
variation of the weight of the film after the adsorption of oil on the film.
r different oils with the error analysis for a data set of n = 5. (e) Optical
he plant seeds. (f) Optical image showing difference in the germination
beaker.
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lm. As the surface of the sample is enriched with a negative
surface charge (zeta potential of−32.4mV) and other functional
groups (discussed earlier in Fig. 2c), it helps to form H-bonds
with the nitrogen or oxygen atoms in the MB dye. Also, the
molecular structure of the MB dye possesses a cation, which
may lead to p-interaction with the Flexo-CTF lm. Therefore, it
was noted that the electrostatic interaction, hydrogen bond and
p-interaction played a critical role in the adsorption of dyes.57,58

3.5 Oil adsorption from water using Flexo-CTF

Aer studying the adsorption properties of CTF by measuring
its contact angle and using the lm for dye adsorption, Flexo-
CTF was further employed for oil–water separation. The Flexo-
CTF adsorbed the oils on its surface due to its porous struc-
ture. The weight of the lm before and aer adsorption was
noted, and the oil adsorption efficiency of the lm was calcu-
lated using the following formula:

A ð%Þ ¼ W2 �W1

W1

� 100 (5)

where W1 is the weight of the lm before adsorbing the oil and
W2 is the weight of the lm aer adsorbing the oil. The
adsorption capacity was determined using eqn (4). The
Fig. 6 (a) Schematic showing the process of recycling Flexo-CTF. (b) Op
curve of Flexo-CTF after 2 times of re-synthesis. (d) Change in the strain
dye adsorption for 6 cycles of recycling the film. (f) Histogram plot show

This journal is © The Royal Society of Chemistry 2025
adsorption capacity of the lm for castor oil was ∼268%,
whereas for vegetable oil (Fig. 5a), it was ∼130%. For red oil
(Fig. 5b), diesel and petrol, the adsorption capacities were
∼77%,∼66% and∼17%, respectively. A plot of the weight of the
lm with oil adsorbed versus time was plotted, and it was seen
that the amount of oil adsorbed was saturated aer a certain
time (Fig. 5c). A plot of adsorption capacity versus different types
of oil was plotted (Fig. 5d), and it was observed that the
adsorption for castor oil was the highest and that for petrol was
the lowest. The viscosity and surface tension of the oil solvents
are responsible for the different adsorption capabilities of these
oils. Further, to apply these properties in a real-life situation,
two beakers were lled with normal water. The water in both
beakers was polluted with the oils (as shown in Fig. 5e). The
polluted water in one of the beakers was treated using Flexo-
CTF by adsorbing the oil present in it. Additionally, some
organic seeds were added to both beakers and the behavior of
the seeds was observed for seven days. It was observed that the
seeds in the polluted water started to germinate at a lower rate
than those in the treated water, as seen in digital images
(Fig. 5f). This successfully demonstrated that the lm can be
used in polluted water bodies to protect aquatic life from water
pollution by adsorbing the oils.
tical image showing the recycling of the Flexo-CTF. (c) Stress vs. strain
of the film after 5 times of re-synthesis. (e) Histogram plot showing the
ing the oil adsorption for 6 cycles of recycling the film.
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3.6 Recyclability of the Flexo-CTF

Interestingly, the Flexo-CTF was further successfully demon-
strated to be recyclable, which is an important property for
environmental sustainability. When the system is used for a long
duration in harsh conditions, it is bound to wear and tear despite
its remarkable mechanical properties. Therefore, rather than
discarding the system, which might create more environmental
pollution, it could be recycled. Here, the recycling process was
done using a simple and efficient method, as schematically
shown in Fig. 6a and b. Once the lm is in an unusable condi-
tion, it is cleaned, dried, and cut into small pieces. These small
pieces are then dissolved by adding DMF and heating the solu-
tion to ∼70 °C, which causes the excess DMF to evaporate and
formpores as used in the synthesis process of the initial lm. The
chromite-TPU solution is then le to dry for 8–12 hours. This new
recycled lm has similar mechanical and contact angle proper-
ties to the original lm, as shown in Fig. 6c and S7.† The
mechanical strain of the recycled lm decreased by ∼163%
compared to the original lm aer it was resynthesized ve
times from used Flexo-CTF lm (Fig. 6d). Further, the contact
angle changed by less than ∼1% aer recycling the Flexo-CTF.
This was further veried by performing dye adsorption experi-
ments with both MB and RhB dyes using the recycled Flexo-CTF
for several cycles. We observe a similar efficiency of dye adsorp-
tion to that of the initial lm, as seen in Fig. 6e. Moreover, oil
adsorption was also carried out using the recycled lm for several
cycles, and an almost consistent oil adsorption efficiency was
observed for the recycled lms (Fig. 6f).

The adsorption efficiency of Flexo-CTF is higher than that of
any other reported materials, as shown in Table S2.† It is noted
that there have been very few works on the recycling property of
the oil–water separator. In this work, the recycling properties of
the TPU-chromite lm are novel and sustainable for the environ-
ment as the lm can be recovered aer multiple uses and reused
as a new lm. In addition, the cost of synthesizing Flexo-CTF is
minimal as the individual cost of materials is very low, including
natural oxides, which are abundantly available in nature as well as
the TPU polymer, a low-cost material. The process of fabricating
the lm does not require excessive energy and it is a single-step
chemical process. Hence, when considering the cost of all these
factors and comparing with the materials that are already avail-
able and utilize expensive elements, such as titanium and
molybdenum, the overall cost to synthesize Flex-CTF is minimal.

Finally, the superhydrophobic property of Flexo-CTF prompted
the self-cleaning ability of the lm (Fig. S8†). This was observed by
sliding the soil with particles of different sizes. The larger parti-
cles slid through the lm and the smaller particles became trap-
ped on the lm due to the porous structure of the lm. Further,
water was dropped on the lm and due to its superhydrophobic
property, the water removed all the smaller dust particles,
demonstrating a remarkable self-cleaning property of the lm.
4 Conclusions

In conclusion, we have successfully fabricated a super-
hydrophobic/oleophilic nanocomposite lm using TPU as the
35478 | J. Mater. Chem. A, 2025, 13, 35470–35479
matrix and the natural chromite nanosheets as the dispersed
material. The lm is used to adsorb oils and other toxic dyes
from the surface of large water bodies. The hydrophobicity and
oleophilicity of the Flexo-CTF were successfully explained using
the contact angle and surface tension of water and oil on the
lm. Moreover, the adsorption efficiency of Flexo-CTF for castor
oil was measured to be ∼268% and it showed a dye adsorption
efficiency of ∼90% for the MB dye. Additionally, the Flexo-CTF
lm is recyclable from the old Flexo-CTFs for further use,
which makes it sustainable. It demonstrated very good stability
even aer being recycled multiple times and showed similar
mechanical and adsorption properties. Hence, this lm can be
used commercially to clean the surface of oceans and other
huge water bodies.
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