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Inspired by the nano-segregation of ionic liquids (ILs) into bi-continuous structures constituting of arrays
of ionic and non-ionic components, herein, a new and sustainable strategy for preparation of mesh-like
nano-sheet a-Fe,Oz nanoparticles and their photo-catalytic activity under sunlight, is presented. For the
purpose, metal (iron) containing ionic liquids (MILs), 1-alkyl-3-methylimidazolium tetrachloroferrates,
[C,mim][FeCly], (n = 4, 8 and 16), which not only act as precursors and solvents but also as structure
directing agents have been used. Thus prepared NPs show MIL dependent structural, photophysical
and magnetic properties. The catalytic efficiency of NPs has been tested for the photo-degradation of
organic dyes (Rhodamine B) in aqueous solution under sunlight. The NPs are found to exhibit

comparable catalytic efficiency under sunlight as compared to that observed under high intensity
Received 19th November 2019 isible lamplight, without showing a decline in their catalytic effici fter 4 catalytic cycles. It
Accepted 9th December 2019 visible lamplight, without showing a decline in their catalytic efficiency even after 4 catalytic cycles.

is anticipated that the present work will provide a new platform for preparation of sunlight active

DOI: 10.1038/¢9ra09678g nanomaterials for photo-catalytic applications with control over the structural and physical properties
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1. Introduction

Iron oxide nanoparticles (NPs) have attracted great attention
from the scientific community due to their potential applica-
tions in bio-sensors,! bio-electronics,” drug delivery,’> memory
devices,* gas sensors,” magnetic resonance imaging,* lithium-
ion batteries® etc. There are different crystalline forms of iron
oxides (FeO, Fe;0, and Fe,0;3), and of these Fe,O; exists in
different polymorphs such as, a-Fe,O; (hematite), B-Fe,O;,
e-Fe,0; and y-Fe,0; (maghemite).” Among these polymorphic
forms, a-Fe,0; is the most frequently occurring polymorph of
iron(m) oxide. Its promising properties such as low cost, high
thermal stability, resistance towards corrosion, tuneable
magnetic and optical properties, non-toxic/benign nature
towards environment as well as living tissues makes a-Fe,0;
worthy to investigate.>*” Till date, a-Fe,O; NPs with diverse
morphologies such as nanoflowers,® nanotubes,’ nanodiscs,*
polyhedrals,’ nanoplates® and needles," which show
morphology dependent properties, have been reported.

“Department of Chemistry, University Grants Commission (UGC) Centre for Advanced
Studies-Il, Guru Nanak Dev University, Amritsar-143005, Punjab, India. E-mail:
tejwant.chem@gndu.ac.in

tSolid State Physics Division, Bhabha Atomic Research Centre, Mumbai 400 085, India
f Electronic supplementary information (ESI) available: Annexure S1, Fig. $1-510,
Tables S1 and S2. See DOI: 10.1039/c9ra09678g

This journal is © The Royal Society of Chemistry 2019

via varying the molecular structure of MILs.

For the preparation of a-Fe,O; NPs, different synthetic
routes such as hydrothermal/solvothermal, gas-solid growth
route, microwave method and thermal oxidation at high
temperature etc., have been employed in past.®*** The utilized
methods have a disadvantage of being multi-step and non-
economical where some of these methods are cumbersome
too. A low yield of the product and additional cost of solvent
removal from final product adds to the disadvantages. Not only
this, the washing of the product using organic solvents (meth-
anol, ethanol and acetone etc.) to remove the impurities renders
the process as a non-environment friendly. Further, one of the
most investigated application of a-Fe,O; NPs is their use as
catalyst for photo-degradation of organic dyes in aqueous
medium under visible light, where, in general high intensity
(300 W or 1000 W)'>>* Xe lamps have been used as light source.
The use of sunlight as a light source unambiguously would add
to the sustainability of catalytic process at large scale. Therefore
new sustainable methods for the preparation of sun-light active
a-Fe,O; NPs must be devised for expanding the base of catalytic
applications of these NPs.

In past two decades, ionic liquids (ILs), being greener and
designer solvents, has attracted great interest of researchers all
over the globe for the synthesis of nanomaterials as one of their
application.”* The asymmetric nature of ions with delocalised
electrostatic charges* and abundance of non-covalent interac-
tions (i.e. van der Waals interactions, w-7 stacking, hydrogen
bonding and electrostatic interactions)*®** along with the
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tuneable nature of their properties by choice of their constit-
uent ions®® make ILs as impressive solvents and templating
agents for the synthesis of nanomaterials. In past, ILs*"**>" have
been employed as templates for synthesis of a-Fe,O; nano-
structured materials, whereas there exists only two reports
wherein metal (iron) based ILs**** (MILs) have been used as
precursors for preparation of a-Fe,O; nanomaterials. However,
in both the cases, either solvothermal* or hydrothermal
approaches® have been utilized and the effort to make the
process as a sustainable one is still lacking. Moreover, the nano-
segregation of MILs into polar and non-polar domains have not
been exploited for preparation of a-Fe,O; nano-structured
materials, which is expected to play an important role as the
precursor ion, [FeCl,]”, would remain in close vicinity of imi-
dazolium head groups much away from alkyl chains. The
oxidation of [FeCl,]” present in the ionic network of bi-
continuous structures of MIL would give rise to o-Fe,O3
specifically affected by ionic network of MIL. This approach
would be different than that reported in literature where MILs
have been exploited as precursor as well as template for the
preparation of a-Fe,O; using hydrothermal and solvothermal
methods. In such cases, the structural network of MIL around
the growing NPs would be different than that present in neat
MILs, which would certainly affect the shape and size of
prepared NPs.

Therefore, to achieve our target of sustainable preparation of
a-Fe,03; NPs, we relied on metal (iron) containing imidazolium
based ionic liquids (MILs), [C,,mim][FeCl,], with varying length
of alkyl chain (n = 4, 8 and 16) via a simple grinding approach
followed by calcination. The sustainability of the process lies in
the fact that contrary to previous reports where ILs have been
used as templates®*°-** or template as well as precursor of metal
ion,”* the employed strategy utilizes MILs as templates,
precursor of metal ions as well as solvent for the preparation of
a-Fe,0; NPs. This limits the use of organic solvent, a separate
precursor of metal ions and reduces the number of steps adding
sustainability to the process. The synthesized a-Fe,O; NPs have
been characterized by X-ray diffraction (XRD), Raman spec-
troscopy, transmission electron microscopy (TEM), UV-visible
and photoluminescence spectroscopy (PL). The synthesized
NPs have shown MIL dependent structural, photo-physical and
magnetic properties, which have not been reported till date, to
best of our knowledge. Importantly, as catalyst, o-Fe,O; NPs
have shown efficient photo-degradation of RhB under sunlight
as compared to that reported under high intensity visible light
(Xe lamp 300 W), catalyzed by a-Fe,O; NPs. This along with our
previous report on preparation of Ag@AgBr JNPs* for sustain-
able photo-degradation of organic dyes in water under sunlight,
would open up a new avenue of research in the field of MILs for
sustainable preparation of a variety of nanomaterials for
different applications.

2. Experimental
2.1. Materials

Ferric chloride hexahydrate (FeCl;-6H,O, 98%), 1-methyl-
imidazole (>99%), 1-chlorobutane (>99%), 1-chlorooctane
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(>99%), 1-chlorohexadecane (>99%) and Rhodamine B (RhB)
(>95%) were purchased from Sigma-Aldrich. Dichloromethane
(AR grade), diethyl ether (AR grade), hexane (AR grade), and
ethyl acetate (AR grade) were purchased from SD Fine-Chem.
Ltd., India. Sodium hydroxide (NaOH) (>99%) and hydrogen
peroxide (30 wt%) were purchased from Spectrochem, India.
The detailed synthetic procedure and characterization data for
iron containing ionic liquids, [C,mim]FeCl,], with varying
length of alkyl chain (n = 4, 8 and 16) are provided in Annexure
S1 and Fig. S1-S5 (ESI).T

2.2. Preparation of iron oxide (a-Fe,0;3) NPs

For the preparation of a-Fe,O3 NPs, 2 mmol of [C,,mim][FeCl,]
(n=4, 8 and 16) and 8 mmol of NaOH were grounded for 20 min
in a pestle-mortar at room temperature. Thus obtained thick
viscous paste was washed several times with excess of distilled
water to remove the residual MIL, if any. The obtained powder,
after air drying for 24 h, was calcined at 600 °C for 4 h to
increase the crystallinity of the NPs. The prepared NPs were
coded as a-Fe-4, o-Fe-8 and o-Fe-16 depending up on the alkyl
chain length (n = 4, 8 and 16) of the MILs used for their
preparation.

2.3. Characterization of o-Fe,O; NPs

Powder X-ray diffraction pattern of the prepared NPs was
recorded at room temperature by using a Cu-target (A = 1.54 A)
on Rigaku Xpert Pro X-ray diffractometer at a voltage of 40 kv
and at a current of 30 mA. The scan was performed in the 26
range 20-80° with a step size of 0.02°. Raman spectra were ob-
tained using Renishaw Raman spectrometer equipped with
488 nm Ar-ion laser in the range of 100-1500 cm™ " by placing
the prepared NPs on a glass slide. The size, morphology and
lattice structure of prepared NPs was investigated by JEM-2100
Transmission Electron Microscope (TEM) at a working voltage
of 200 kV. For the TEM measurement, the NPs were dispersed in
ethanol followed by ultrasonication in a bath sonicator for 15
minutes. A drop of dispersion was placed on the carbon coated
grid (300 mesh) and the samples were dried at room tempera-
ture for 24 hours before the measurements. Optical absorption
spectra were recorded on UV-Vis spectrophotometer (UV-1800
SHIMADZU) in the wavelength range 200-800 nm using
a quartz cuvette of path length 1 cm. Photoluminescence
spectra were recorded on a PerkinElmer spectrophotometer
using the excitation wavelength of 300 nm employing an exci-
tation and emission slit width of 2.5, each. The measurements
were made using a quartz cuvette of path length 1 cm in the
wavelength range of 300-550 nm. For both UV-Vis and photo-
luminescence measurements, spectra were recorded by
dispersing equal amount of NPs prepared from different
precursors in distilled water as solvent. Mossbauer spectra were
recorded at room temperature with a conventional spectrom-
eter operated in constant acceleration mode in transmission
geometry with Co®” source in Rh matrix of 45 mCi. The recorded
Mossbauer spectra were fitted using the WinNormos site fit
program. The calibration of the velocity scale was done by using
an enriched o>’ Fe metal foil. The isomer shift values are

This journal is © The Royal Society of Chemistry 2019
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relative to Fe metal foil (6 = 0.0 mm s~ '). The investigation on
magnetic properties were made using Microsense EV-90
vibrating sample magnetometer (VSM) in the applied
magnetic field of —15 to +15 kOe at room temperature.

2.4. Photocatalytic activity of o-Fe,O; NPs

10 mg of prepared a-Fe,O; NPs was added to 30 ml of 1 x
10> M Rhodamine B (RhB) solution in water in the presence of
0.5 ml of H,0, (final concentration 0.5 vol%). Before irradiation
under sunlight (normal irradiance value of 5.90 kW h per m? per
day), the samples were stirred in dark for 30 min to reach
adsorption-desorption equilibrium. The solution was then
irradiated under sunlight and 1 ml of sample was taken out of
the cell after certain interval of time followed by measurement
of UV-Vis spectra after centrifugation for 5 min at 10 000 rpm.
Every care has been taken to keep sample away from sunlight/
visible light during the process.

3. Results and discussions

3.1. X-ray diffraction

Before going into detailed characterization of NPs, the complete
removal of residual MILs from a-Fe,O; NPs was checked using
FT-IR spectra (Fig. S6, ESIT) recorded on Agilent Cary 630 FTIR
spectrometer. Fig. 1A shows the X-ray diffraction pattern of
prepared NPs. Nine diffraction peaks corresponding to (012),
(104), (110), (113), (024), (116), (122), (214) and (300) planes
indicate the formation of rhombohedral o-Fe,O; phase
(hematite) (JCPDS card no. 86-0550).

The average crystallite size of NPs is calculated using Debye—
Scherrer's equation.®* The crystallite size decreases sharply by
changing the alkyl chain length of MIL from butyl (a-Fe-4, 40
nm) to octyl (a-Fe-8, 34.4 nm) whereas the change in crystallite
size while going from octyl («-Fe-8, 34.4 nm) to hexadecyl (a-Fe-
16, 32.1 nm) alkyl chain is not so significant. An increase in half-
line width of diffraction peak (values provided in Table S1, ESI{)
while going from a-Fe-4 to a-Fe-16 suggests the decrease in
crystallinity. In general, various physicochemical properties of
MILs such as viscosity, dielectric constant, refractive index,
surface tension and polarity etc.**” undergo a change with the
extension of their alkyl chain length, which could affect the size
and crystallinity of NPs. The inter-planar distance of (104) plane
(as a representative) increases on moving from o-Fe-4 to a-Fe-16
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Fig. 1 (A) XRD pattern; and (B) Raman spectra of prepared a-Fe,Os
NPs prepared using MILs having different alkyl chain lengths.
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(Table S1, ESI}), which suggest the expansion of lattice with
decrease in size of crystallites in comparison to bulk a-Fe,0;
(d1os = 2.70 A).*® In addition to this, energy dispersive X-ray
spectroscopic (EDAX) measurements also confirm the forma-
tion of a-Fe,0; as can be seen form Fig. S7 (ESI).t The crystal
space group and the phase purity of the synthesized o-Fe,O3
NPs have been examined by the Raman spectroscopy. Raman
spectra (Fig. 1B), shows the presence of seven bands corre-
sponding to two A, and five E, modes of D3y space group,
which is consistent with the literature reports for the Raman
spectra of hematite NPs.*® A slight shift of the first three Raman
bands towards lower wavenumber is observed while moving
from o-Fe-4 to o-Fe-16, which is assignable to quantum
confinement effect.

3.2. Morphological studies

The morphology and average particle size of a-Fe,O; NPs have
been investigated by transmission (TEM) and high-resolution
transmission electron (HR-TEM) microscopy (Fig. 2(A-F)).
The average particle size (histograms, inset Fig. 2(A-C) and
Table S171) of NPs decreases while moving for a-Fe-4 to o-Fe-
16. This is in line with the results obtained from XRD and
Raman spectroscopic measurements which indicate that the
alkyl chain length of MILs plays an important role in the
growth of NPs. The average particle size obtained from TEM
measurements is found to be on higher specifically in case of
a-Fe-4 NPs, which is assigned to relatively less amphiphilic
character of [Cymim][FeCl,] offered by small butyl chain that
resulted in aggregation of NPs.

Despite of alteration in various physicochemical properties
of MILs with variation in alkyl chain length, the electronic as
well as steric properties of MILs are also expected to play an
important role in controlling the size as well as shape of NPs.
Further, a-Fe,O; NPs are found to be interconnected with each
other in the form of nano-sheets where the void spaces in the

Fig. 2 (A-C) Transmission electron microscopic (TEM) images of a-
Fe-4, a-Fe-8 and a-Fe 16, respectively; (D-F) HR-TEM images
showing the lattice planes of synthesized a-Fe,Oz NPs. Inset of (A-C)
show the histograms showing the mean particle diameter along with
standard deviation (S.D.); inset of (D—F) shows their respective selected
area electron diffraction (SAED) pattern.
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interconnected network increase while moving from a-Fe-4 and
a-Fe-16. No doubt, the prepared a-Fe,O; NPs show excellent
magnetic and photo-catalytic properties (discussed later),
however, it is expected that the mechanism of formation of
a-Fe,0; NPs would be different as compared to previously
employed methods, which utilizes some solvent and other
conditions for directional growth of NPs.******3? It has been
established that most of the ILs having sufficiently long alkyl
chain (equal to or >6 carbon atoms) segregates in polar and non-
polar domains,*** and with the increase in length of alkyl
chain, the extent of such segregation increases (Scheme 1).** It
is natural to assume that the precursor ions, [FeCl,]”, would
stay in close proximity of imidazolium head group® (Scheme 1)
and therefore the formation and growth of [Fe(OH),]” in the
presence of NaOH would happen in polar domains of MILs by
virtue of adsorption of cationic part of MILs on the surface of
growing [Fe(OH),]” NPs by electrostatic interactions®>** as
shown in Scheme 1, supplemented by hydrogen bonding
interactions between the H-atom at C-2 position of imidazolium
ring of MIL and oxygen atom of O-Fe. Therefore, the size of the
segregated nano-domains which increases with increase in alkyl
chain length of ILs, would eventually control the shape and size
of [Fe(OH),]~ NPs, which upon calcinations transforms to
a-Fe,O; NPs. The higher extent of segregation of [Cigmim]
[FeCl,] into polar and non-polar domains results in relatively
larger voids in interconnected network of o-Fe-16 NPs as
compared to other investigated NPs.

In addition to this, the properties of MILs (surface tension
and viscosity) also changes with the variation of alkyl chain
length from butyl to hexadecyl.***” The increase in viscosity of
MIL with alkyl chain length would prevent the NPs from
agglomerating, while the decrease of surface tension with
extension of alkyl chain length would result in the reduction of
energy barrier to nucleation, thereby the rate of nucleation
increases as compared to growth rate of NPs resulting in
formation of relatively small NPs. The results obtained here are
similar to that observed in case of a-Fe,O; NPs prepared in
binary solvent mixtures of an IL, [C,mim][C,0SO;] and ethylene
glycol,** where the formation of solute-solvent nano-domains
were found to effect the growth of prepared NPs. HR-TEM
(Fig. 2(D and E)) reveals the presence of lattice planes having
an inter-planar distance of 0.27 nm, which corresponds to the

o [CI

Presence of [C,mim] molecules in the
vacant spaces between Fe(OH), NPs

l Washing and
Calcination
LT &y
Formation of Fe (OH),"NPs
in the hydrophilic domain

and replacement of [FeCl,]- by
() § a-Fe,0;NPs

Hydrophobic and Hydrophilic
nanodomainsin pure
[C,mim][FeCl,]

Scheme 1 Pictorial representation showing the role of nano-segre-
gated polar and non-polar domains of MILs in formation of inter-
connected network of a-Fe,Osz NPs.
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(104) plane of the rhombohedral a-Fe,O3 phase.”* The selected
area diffraction pattern (SAED) of prepared «-Fe,O; NPs (inset,
Fig. 2), shows the presence of (104), (110) and (012) planes and
confirms the existence of rhombohedral form of «-Fe,O; NPs.
The prepared NPs are found to be polycrystalline in nature,
where the crystallinity increases while going from o-Fe-4 to a-Fe-
16 as judged from increased diffraction intensity.

3.3. Optical studies

The prepared o-Fe,O; NPs show two dominant absorption
bands, one in the UV region at 220-275 nm and another in the
visible region i.e. 555-570 nm (Fig. 3). The band observed in UV
region is due to the ligand to metal charge transitions (LMCT)
from 0>~ (2p) to Fe** (3d),** while the band in visible region is
assigned to 6A1 + 6A1 to 4T1 + 4T1 transition, called as ‘double
excitation process’.***® The transition observed in visible region
is the reason for the colour of the NPs.** As can be seen from
Fig. 3A, a hypsochromic shift of 25 nm (from 586 nm to 559 nm)
and enhancement in absorbance is observed while going from
a-Fe-4 to o-Fe-16 NPs.

This can be assigned to decrease in particle size. Further, the
band gap energy of NPs has been calculated from UV-Visible
spectra (Fig. S8, ESIT), using Tauc's equation®

(ahv)* = b(hv — E,)" (1)

where a is absorbance value, # is planks constant, » is frequency,
b is constant, n is equal to 1/2 and 2 for a direct and indirect
transition respectively, E, is band gap energy in eV. The band
gap values for both direct and indirect transition for a-Fe,O;
NPs are provided in Table S1, ESIT and are found to be
consistent with literature reports for hematite.*® Fig. 3B shows
the photoluminescence (PL) spectra of a-Fe,O; NPs. The hyp-
sochromic shift and hyperchromic effect is observed while
moving from o-Fe-4 to a-Fe-16. It is quite probable that the
decreased agglomeration of o-Fe-16 NPs as compared to a-Fe-4
and o-Fe-8 NPs reduce the self-quenching effect resulting in
higher emission intensity. On the other hand, bulk a-Fe,0;
does not show photoluminescence due to magnetic and
thermal relaxations, local forbidden d-d transitions and reso-
nant energy transfer between cation and efficient lattice etc.*® In
a-Fe,O3; NPs, the occurrence of quantum confinement effect
makes the spin forbidden d-d transition partly allowed by the
inducing delocalised and quantized state within the particle.*>*°

10008 — o-Fe-4
5 — a-Fe-8
P 1.0 3 800 — o-Fe-16
=~ ©
@ 5ol -
§ o9 36001
g i
Cos c 4001
o Q
a £ 200
g 0.7 —o-Fe-8 |—
— o Fe-16 0
200 300 400 500 600 700 800 350 400 450 500

Wavelength / nm Wavelength / nm

Fig. 3 (A) UV-Vis spectra of synthesized a-Fe,Oz NPs; and (B) pho-
toluminescence spectra of synthesized a-Fe,Oz NPs, [Aexc = 300 nm].
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Moreover the weakening of magnetic and thermal relaxations
with the reduction of size makes the NPs photoluminescent.**>
The structural instability and lattice distortions may also
enhance the electron-phonon interactions, which will induce
luminescence upon photoexcitation.**>*

3.4. Magnetic studies

Fig. 4A and S9 (ESI)} shows the room temperature Mossbauer
spectra of synthesized a-Fe,O; NPs. The values of Mdssbauer
spectral parameters calculated from fitting of spectra are
tabulated in Table S2, ESI.f A decrease in value of hyperfine
field (Hy¢) on moving from a-Fe-4 to a-Fe-16, is observed, which
can be attributed to decrease in size of NPs. Further a decrease
in value of quadrupole splitting (4) with the extension of alkyl
chain length of MILs indicates increase in distortions from
cubic structure due to surface effects on smaller particles.** The
values of isomer shift (6) are consistent with literature report of
hematite and indicates that Fe*" is in high spin state.’ Along
with a sextet, the presence of small central doublet indicates the
superparamagnetic nature of synthesised NPs.>*® Besides this,
magnetic measurements of synthesized a-Fe,O; NPs were also
carried out using Vibrating Sample Magnetometer (VSM) at
room temperature and the obtained magnetic moment (M) vs.
applied field (H) hysteresis loops obtained are provided in
Fig. 4B, which is indicative of weak ferromagnetic nature of NPs.
Usually, hematite is antiferromagnetic in nature below Morin
temperature (7, = 263 K) and exhibit weak ferromagnetic
behaviour in temperature range between 263 and 960 K (i.e.
Néel temperature).”

This transition is due to slight canting of spins from trigonal
[111] axis towards basal (111) plane.® This slight canting of
spins results from the anisotropic exchange interaction, also
named as Dzialoshinski-Moriya interaction.®® The values of
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Fig. 4 (A) Mdssbauer spectra of a-Fe-16; (B) M—H hysteresis loop of
a-Fe,Oz NPs synthesized using MIL of different alkyl chain lengths; (C)
variation of Hys and Ms values with the alkyl chain length of MIL; inset of
B shows the values of Ms, M, and Hc for respective a-Fe,Oz NPs.
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saturation magnetisation (Ms), remanant magnetisation (M,)
and coercivity (Hc) are provided in inset of Fig. 4B.

The values of Mg and M, decrease with decrease in size of
NPs, which is attributable to increase in surface area and
surface disorders. This reduces the inter-particle interactions
resulting in decrease in Mg and M..*> The H¢ increases with
decrease in particle size, which is in accordance with the liter-
ature reports as well.®* The negligible values of M, and H¢ could
be due to presence of superparamagnetic character as also
confirmed from Mossbauer analysis.** It is observed that apart
from controlling the size, structural and optical properties of a-
Fe,0; NPs, the alkyl chain length of MILs also controls the
magnetic properties of a-Fe,O; NPs.

3.5. Photocatalytic activity of synthesized a-Fe,O; NPs

The synthesized NPs have been tested for the photocatalytic
degradation of RhB dye under sunlight in the presence of H,O,.
The Fig. 5A shows the time dependent absorbance spectra of
aqueous solution of RhB dye in the presence of o-Fe-16 as
catalyst (as a representative) under sunlight in the presence of
H,0,, whereas Fig. 5B shows the photocatalytic efficiency of
different o-Fe,O3 NPs. It is observed that about 98% of RhB dye
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Fig. 5 (A) Absorption spectra of the aqueous solution of RhB in the
presence of a-Fe-16 as photocatalyst exposed to sunlight for different
times; (B) photocatalytic performances of different synthesized o-
Fe,Os NPs and from literature report;? (C) comparison of reaction
rates along with rate constants for different synthesized a-Fe,Oz NPs
and from literature report;?® (D) recycling efficiency of a-Fe-16 as
photocatalyst for 4 repeated catalytic cycles; (E) 1 x 10™° M solution of
RhB dye in water; (F) dispersed a-Fe,Oz NPs in RhB dye solution; (G)
removal of a-Fe,Osz NPs after degradation of RhB dye using magnet;
and (H) literature reports for degradation of RhB dye by a-Fe,Oz NPs
using different lamps. Ref. 12—-23 are provided in reference section.
The data point under circle represents this work.
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degrades in the presence of a-Fe-16 as catalyst in 105 min, while
92% and 86% of dye degrades in the presence of o-Fe-8 and
a-Fe-4 NPs, respectively in the same time frame. Moreover, only
5% degradation of RhB dye in the absence of catalyst and H,0,
and 8% using MIL ([Cy¢min][FeCl,] as representative) and H,0,
under sunlight (Fig. 5B) is observed, which confirms the role of
a-Fe,0; NPs. On the other hand, the degradation rate is found
to be increased upto 11% in the presence of H,O, only. This
could be due to the highly oxidative hydroxyl radicals formed by
the photo decomposition of H,0,.* Therefore, it is established
that the degradation efficiencies of a-Fe,O; NPs have a direct
relation with the size and extent of agglomeration of synthe-
sized NPs, which could be related to increase in number of
surface sites of synthesized NPs.

To have further insight into the phenomenon, the rate
constants for degradation of RhB have also been calculated
using first order rate equation:

In Co/C, = kt @)

where C, and C, are the concentrations at time = 0 and ¢
respectively and k is the first order rate constant (min~'). As
shown in Fig. 5C, the slope plot of In C,/C, vs. t gives a straight
line and slope of line gives rate constant (k). The values of rate
constants (inset Fig. 5C) are found to increase on moving from
a-Fe-4 to a-Fe-16. This is assignable to smaller size and larger
surface to volume ratio of o-Fe-16 NPs, which results in the
presence of relatively more number of active sites required for
high catalytic efficiency. A decrease in agglomeration and
increase in size of voids in interconnected network of a-Fe-16
NPs as compared to other investigated NPs offers relatively
large available surface for the dye to get adsorbed and catalyzed.
A relative decrease in UV-Vis absorption of RhB in the presence
of different catalysts after stirring in dark for 30 min follows the
same trend (Fig. S10, ESI}) in which their catalytic activity varies
indicating that the surface area of synthesised NPs governs the
catalytic efficiency. Therefore, the recycling ability of a-Fe-16 as
photocatalyst, as a representative, is also investigated and o-Fe-
16 is found to exhibit almost no significant change in catalytic
efficiency for at least 4 repeated photocatalytic cycles (Fig. 5D).
Owing to magnetically separable nature of a-Fe,O; NPs when
dispersed in solvent (Fig. 5E), it is very easy to separate and
reuse o-Fe,O; NPs for further catalytic cycles. The catalytic
efficiency of a-Fe-16 NPs is also compared with the literature
reports. Fig. 5H shows the comparison of rate constants ob-
tained for photo-degradation of RhB using o-Fe,O; NPs
prepared by different methods. It is observed that a-Fe-16 NPs
exhibited comparative or even higher catalytic efficiency
towards photo-degradation of RhB as compared to most of the
exploited a-Fe,O; NPs in the presence of high intensity visible
light despite their non-specific shape. Large surface area owing
to near spherical shape supplemented by the presence of voids
may be assigned as a reason for high catalytic efficiency. It is
observed that the obtained rate constant for degradation of RhB
is higher or comparable in comparison to some of the literature
reports, where degradation of Rh B dye occurred with
a comparable rate constants with few exceptions under visible
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light (under 300 W Xe lamp, A > 400 nm), (Fig. 5H)"*>* while in
our case, degradation rate constant is found to be 0.030/min
under sunlight. Obviously, the synthetic method used for
preparation of NPs, which affects their size, morphology and
crystallinity, plays an important role in governing their photo-
catalytic efficiency. It is important to mention that the photo-
degradation of RhB, as a representative, using o-Fe,O; NPs
can be scaled up for large scale industrial applications, where
the use of sunlight would not only be cost-effective but also
renders the process as a sustainable one. In this way, the
present work along with the earlier reports on sustainable
methods of preparation and catalytic applications of NPs**%¢
would pave the way for preparation and applications of new
nanomaterials using MILs in an environment friendly manner.

4. Conclusions

A new approach for the preparation of magnetic and sunlight
active a-Fe,O; NPs for photo-degradation of organic dyes (RhB
as a representative) is established employing metal (iron) con-
taining ionic liquids (MILs). The morphological, photophysical,
magnetic as well catalytic properties of NPs are found to be
dependent upon the length of the alkyl chain of MIL used,
which acts as a precursor, solvent as well as capping agent for
the preparation of NPs. The prepared NPs are found to be
catalytically active under sun-light for photo-degradation of
RhB in aqueous solutions. Interestingly, when compared, it is
observed that the catalytic efficiency of NPs under sunlight is
higher or comparable to that observed while using a-Fe,O; NPs
with specific shapes and sizes and under high intensity visible
light, which adds to the utility of prepared NPs. Magnetically
separable nature of NPs renders the recycling process during
different catalytic cycles very easy without the loss of NPs which
resulted in negligible loss of catalytic efficiency over repeated
number of catalytic cycles. The present report along with the
earlier reported work on preparation of nanomaterials using ILs
via hand grinding,*****” represents a simple, greener and
economical method for the synthesis of a-Fe,O; NPs which
show MIL dependent characteristics physicochemical proper-
ties of NPs and provides alternate way to manipulate the
properties at nano level.
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