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synthesis of phosphate binding h-
BN@magnetite hybrid material†

Ahmed Hussein Mohammed Al-antaki, a Xuan Luo, ab Alex Duan,c

Robert N. Lamb,c Ela Eroglu,d Wayne Hutchison,e Yi-Chao Zou, f Jin Zou f

and Colin L. Raston *a

Hexagonal boron nitride (h-BN) is rendered magnetically responsive in aqueous media by binding

superparamagnetic magnetite nanoparticles 8.5–18.5 nm in diameter on the surface. The composite material

was generated under continuous flow in water in a dynamic thin film in a vortex fluidic device (VFD) with the

source of iron generated by laser ablation of a pure iron metal target in the air above the liquid using

a Nd:YAG pulsed laser operating at 1064 nm and 360 mJ. Optimum operating parameters of the VFD were

a rotational speed of 7.5k rpm for the 20 mm OD (17.5 mm ID) borosilicate glass tube inclined at 45 degrees,

with a h-BN concentration at 0.1 mg mL�1, delivered at 1.0 mL min�1 using a magnetically stirred syringe to

keep the h-BN uniformly dispersed in water prior to injection into the base of the rapidly rotating tube. The

resulting composite material, containing 5.75% weight of iron, exhibited high phosphate ion adsorption

capacity, up to 171.2 mg PO4
3� per gram Fe, which was preserved on recycling the material five times.
Introduction

Polymorphs of boron nitride include the hexagonal arrange-
ment of alternating sp2 hybridized boron and nitrogen atoms in
2D sheets, which is isostructural to graphene sheets in graphite,
and this similarity in structure is attracting attention. However,
in contrast to graphite, layered hexagonal boron nitride (h-BN)
is transparent and is an insulator,1 and its dielectric and
thermal properties make it useful for different electronic
applications such as thermal interface materials for semi-
conductor packaging.2,3 In general, hexagonal carbon (h-C),
where there are hexagonal six membered rings, can be
metallic or semiconducting, depending on the dimensions and
overall structure, whereas h-BN has a large band gap around
5.9 eV and the material is typically an insulator or indirect
semiconductor.4–6 Electron energy loss spectroscopy (EELS)
provides information on the number of layers in h-BN in
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a similar way to that of graphite.7 In contrast to graphene, h-BN
has potential use as a vehicle for the delivery of protein and
nucleobases.8,9 This arises from coordination of N or O donor
groups in these macromolecules with electron decient boron
atoms in the h-BN. Such interactions are stronger than p–p

interactions which prevail between graphene sheets or between
carbon nanotube (CNTs) and the like.10,11 Multilayers of h-BN
bind nanomaterials in imparting new properties, for example,
magnetic response.12,13 The vortex uidic device (VFD) is a thin
lm microuidic platform which has a number of applications,
including enhancing enzymatic reactions and organic
synthesis, probing the structure of self-organised systems,
protein folding, protein separation, exfoliation of 2D graphite
and boron nitride, the fabrication of carbon dots, and more.14–22

The VFD has a borosilicate glass tubes (typically 20 mm in OD
diameter, 17.5 mm ID diameter) open at one end, and is rotated
at high speed (up to 9000 rpm) while inclined at an angle, from
0� to 90� relative to the horizontal position. The VFD can be
used in two different modes of operations, (i) the conned
mode for processing a nite volume of liquid in the rapidly
rotating tube, and (ii) continuous ow mode where liquid is
constantly fed into the tube, so that the processing can be
scaled up, allowing the processing of large volumes by extend-
ing the operating time.23 The conned mode of operation of the
VFD is oen used as a proven starting point for optimizing
a process, for fast tracking into continuous ow processing,
Fig. 1.24 In further exploring the expanding applications of the
VFD,23,25 we have investigated for the rst time its use in
preparing a composite material, containing both h-BN and
superparamagnetic magnetite nanoparticles. The h-NB is
RSC Adv., 2018, 8, 40829–40835 | 40829
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Fig. 1 (a) Diagrammatic representation of the VFD used in association
with a 5 nanosecond pulsed Nd:YAG laser operating at 1064 nm and
360 mJ, with a 8 mm diameter beam; the glass tube is rotated at
7.5k rpm and tilted at 45�. (b) Confined mode of operation of the VFD
where a finite volume is placed in the rotating glass tube, for 15 min. (c)
Continuous flow operation of the VFD with the flow rate of the liquid
entering the rotating glass tube set at 1 mL min�1.
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decorated with magnetite nanoparticles in situ in the dynamic
thin lm in the VFD under continuous ow, under an atmo-
sphere of air with the magnetite nanoparticles generated in
a plume of iron formed by irradiating a pure iron metal block
with a Nd:YAG pulsed laser, as previous reported for making
exclusively aqueous solutions of superparamagnetic magnetite
nanoparticles.26 The laser effectively creates a plasma plume
over the surface of a pure iron target plate.27–29 We hypothesised
that oxygen functionality on the surface of the magnetite
nanoparticles would be effective in providing coordination
interactions to B-atoms in h-BN, as well as providing a platform
for binding phosphate (PO4

3�) ions for waste water treatment.30

The dynamic thin lm in the VFD imparts highmass transfer
of particles into the liquid, and the high shear in the liquid is
effective in generating small particles of magnetite, as well as
some exfoliation of h-BN with then binding of the magnetite
nanoparticles.31 The composite material, h-BN@magnetite, can
be readily manipulated and conned in solution by a magnetic
eld, and we have established that it is effective as a novel
absorbent in removing excess levels of phosphate from water
resources, targeting its potential for avoiding environmental
complications on ecosystems, such as eutrophication.32 Various
techniques have already been applied for the removal of phos-
phorous in general from water bodies, as in biological processes
and/or chemical adsorption by various adsorbing materials
including activated alumina, ferric-oxides, various polymers,
red-mud, sand, and zeolites.33–37 Iron oxides in general are
effective for the removal of both phosphate and arsenate
(AsO4

3�) ions from the liquid effluents.34
Fig. 2 (a) Normal syringe. (b) Magnetic syringe is magnetics link with
motor and sitting together inside the plunger which will affect onto
magnetic bar sitting inside the syringe.
Experiments
Materials

Hexagonal boron nitride (h-BN) powder akes �1 mm in
diameter with 99% purity were purchased from Sigma-Aldrich.
High purity Fe (>99.998%) 8361 h iron rod, 5 mm thick (Koch-
40830 | RSC Adv., 2018, 8, 40829–40835
Light Laboratories) was used in the VFD as the laser target
and Milli Q water was used for all the experiments. A suspen-
sion of h-BN in water was delivered at a controlled ow rate to
the hemi-spherical base of the rapidly rotating tube. This was
achieved using an in-house developed syringe pump featuring
a motor housed in the plunger, for magnetically stirring the
solution during delivery into the VFD tube, Fig. 2.

Synthesis of h-BN@magnetite

Magnetite nanoparticles were generated in the thin lm in the
VFD by irradiating an iron rod with a Nd:YAG pulsed laser
(Quanta-Ray) operating at 1064 nm wavelength and 360 mJ,
while a suspension of h-BN in water (at 0.1 mg mL�1) was
delivered via a jet feed to the base of the tube. This was achieved
using the above magnetically stirred solution of h-BN and water
(from 1 L of a suspension of h-BN in water which was sonicated
in a bath (6 KHz) for 25 minutes), at a ow rate of 1 mL min�1

which was controlled using a syringe pump, with the rotational
speed of the tube in the VFD was set at 7.5k rpm and the tube
angled at 45� relative to the horizontal position, Fig. 3.

Characterisation

Hexagonal boron nitride (h-BN) decorated with magnetite
nanoparticles was characterized using scanning electron
microscopy (SEM) (Inspect FEI F50 SEM), atomic force micros-
copy (AFM) (Nanoscope 8.10 tapping mode), Raman spectros-
copy (WiTec Alpha 300R lexc ¼ 532 nm), X-ray photoelectron
spectroscopy (XPS – Kratos Axis Ultra, with Monochromatic Al
Ka X-ray source), X-ray diffraction (XRD) (Bruker D8 ADVANCE
ECO, Co-Ka, l ¼ 1.79 Å), FTIR microscope (Nicolet iN10MX IR
Microscope, Thermo Scientic), ATR-FTIR Perkin Elmer Fron-
tier, TEM and HRTEM (FEI Tecnai F20 operated at 200 kV). Zeta
potential (model: ZETASIZER Nanoseries nano-zs MALVERN)
was also measured, along with iron analysis content using an
atomic absorption spectrometer (GBC 933 plus) and Brunauer–
Emmett–Teller (BET) surface area and porosity (micromeritics
TriStar II). Magnetisation measurements were carried out using
a Quantum design PPMS at 295 K in the eld range �1.50 T.

Phosphate removal

Three different loadings of the magnetic h-BN adsorbent
(10 mg; 25 mg; 50 mg) were separately mixed with phosphate
containing articial aquatic-media.38 (1.25 mL, which mainly
includes phosphates, nitrates, carbonate buffer, micronutrients
and vitamins at a buffered pH of 7.5.) Each mixture was then
This journal is © The Royal Society of Chemistry 2018
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Fig. 3 (a) VFD showing the position of the pure iron rod as a laser target
being irradiated with a Nd:YAG pulsed laser operating at 1064 nm and
360 mJ, with the tube rotating at 7.5k rpm, tilt angle 45� and flow rate 1
mL min�1 for h-BN dispersed in water (0.1 mgmL�1). (b) Close up of the
arrangement of the glass tube and position of laser irradiation. (c)
Synthesis of the iron oxide nanoparticles (magnetite) attached to h-BN
inside the glass tube. (d) Photograph of the solution exiting the VFD. (e)
Photograph showing the effect of a magnet on h-BN@magnetite
dispersed in water. (f) Cartoon of the h-BN@magnetite composite.
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hand-vortexed (this not the VFD) for about 1 minute for initi-
ating the experiments. The amount of phosphate ions remain-
ing in the solution were monitored at the beginning and by the
30th minute according to our previous ndings.39,40 The
mixtures were centrifuged at 13 148g for 5 minutes and particle-
free supernatants were collected for their spectrophotometric
phosphate analysis by the colorimetric ascorbic acid method, or
the so called orthophosphate method, which is a standard
water-analysing procedure recognized by the United States
Environmental Protection Agency.41 Phosphate analysing kits
(HACH®, PhosVer® 3 phosphate reagent powder pillows) were
employed before reading the phosphate concentration of the
supernatant by a colorimeter (HACH® DR/870).
Fig. 4 Zeta potential measurements for h-BN@magnetite prepared
using the confined mode of operation of the VFD with the tube rotating
at 7.5k rpm and tilted at 45�, with a pure iron rod irradiated using a pulsed
laser operating at 1064 nm and 360mJ, as a function of time, (a) with the
concentration of h-BN at 0.1 mg mL�1, and (b) as a function of
concentration of h-BN where the processing time was set at 15 min.
Results and discussion

We used a one-step VFDmediated process to prepare a new type
of h-BN hybrid material directly from the 2D material and
elemental iron, in the absence of any agents or harsh chemicals.
This is a new use of the VFD, in generating metal oxide
(magnetite) particles tethered to h-BN, with the stability of the
material poised for use in different applications. Fig. 3
summarises the method of preparation of the h-BN@magnetite
composite material within the dynamic thin lm in a VFD with
a pulsed laser operating at 1064 nm 360 mJ irradiating a xed
pure iron target above the liquid.42 Initially we used the
conned mode of operation of the VFD to prepare the
composite material, using zeta potential measurements to
optimise the conditions for generating dispersions of high
colloidal stability, along with SEM (see below). This indicates
any build-up of magnetite nanoparticles on the surface of h-BN
akes.43,44 All processing was at a rotational speed of the tube in
the VFD at 7.5k rpm, with the tube inclined at 45�, as the
optimal parameters for a number of applications of the VFD.24
This journal is © The Royal Society of Chemistry 2018
The pulsed laser was operated at 1064 nm and 360 mJ, as the
optimal conditions for preparing magnetite nanoparticles in
the absence of h-BN.26 Variation of processing time in the
conned mode of operation of the VFD was rst explored, with
the volume of the liquid in the tube set at 1 mL, which was
adhered to for all experiments using this mode, with the initial
concentration of h-BN in water set at 0.1 mg mL�1. Aer 5 or 10
minutes post VFD processing the zeta potential was relatively
low, below +25 mV, Fig. 4a, which is consistent with limited
deposition of magnetite nanoparticles on the surface of h-BN.
The zeta potential increased to +37.2 mV aer 15 minutes of
reaction which is consistent with colloidal stability of the
particles in solution. Aer 30 minutes the zeta potential drop-
ped, and thus 15 minutes processing time was deemed optimal
in the conned mode. With the processing time set, the
concentration of h-BN in water was then varied, Fig. 4b, with 0.3
and 0.5 mg mL�1 resulting in lower zeta potentials than for 0.1
and 0.7 mg mL�1. Suspensions of the composite material at 0.3
and 0.5 mg mL�1 were unstable (precipitating aer a few mins)
and thus zeta potential measurements were not possible.
Consequently, 0.1 mg mL�1 of h-BN was deemed the optimised
concentration under conned mode, and the processing was
then translated into continuous ow mode of operation of the
VFD. Zeta potentials for as prepared solutions at 0.25, 0.5, 0.75
and 1.25 mL min�1

ow rates were lower than 1 mL min�1,
albeit not in the regime for colloidally stable material. Solutions
prepared at ow rates of 0.25, 0.5 and 0.75 mL min�1 were
indeed unstable, with h-BN@magnetite rapidly precipitating
from solution. h-BN@magnetite prepared from a ow rate of
1.25 mLmin�1 had a lower zeta potential, presumably reecting
a lower surface coverage of magnetite nanoparticles on the
surface of the h-BN arising from a shorter resident time, Fig. 5.
Thus there is a trade-off between optimising the ow rate for
higher throughput versus the uptake of the magnetite nano-
particles onto the h-BN. To establish the size of the magnetite
nanoparticles and how they reside on the surface of h-BN, AFM
images were obtained. The topography of the surface of the h-
BN before processing (as received) was smooth, Fig. 6a–c. For
the composite material, patches of aggregated clusters,
presumably magnetite nanoparticles, were evident on the outer
surface of h-BN. The size of the particles making up these
aggregates, Fig. 6d–f and S2.† SEM was also used to characterise
the material, showing smooth surfaces before VFD processing
and deposition of magnetite nanoparticles, Fig. 7a and b, with
RSC Adv., 2018, 8, 40829–40835 | 40831
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Fig. 5 (a) Zeta potential for dispersions prepared under continuous
flow, at flow rates of 0.25, 0.5, 0.75, 1, 1.25 mL min�1, with h-BN
concentration at 0.1 mg mL�1, 7.5k rpm rotational speed, tilt angle 45�

and laser operating at 1064 nm and 360 mJ. (b–f) Photographs of the
dispersions prepared using flow rates of 0.25, 0.5, 0.75, 1 and 1.25
mL min�1 respectively.

Fig. 6 AFM images: (a–c) h-BN sheet as received. (d–f) h-BN@mag-
netite prepared at 7.5k rpm, tilt angle 45�, laser energy 360 mJ, the
flow rate of h-BN dispersed in water (0.1 mg mL�1) 1 mL min�1.
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then randomly arranged clusters of particles on the surface post
VFD processing, Fig. 7d–f and S3.† The presence of aggregated
materials with its expected high surface area was in agreement
with the result from Brunauer–Emmett–Teller (BET) experi-
ments with the specic BET surface area increasing from 11.2
m2 g�1 for the as received h-BN to 91.0 m2 g�1 for the composite
material, Fig. S4.† EDX of the composite material was consis-
tent with the presence of h-BN and magnetite, Fig. S5.†
Fig. 7 SEM images: (a and b) h-BN as received. (c) Magnetite formed in
the absence of h-BN.25 (d–f) h-BN@magnetite; laser operation at
1064 nm and 360mJ, rotational speed 7.5k rpm, and flow rate of h-BN
disperse in water (0.1 mg mL�1) at 1 mL min�1.

40832 | RSC Adv., 2018, 8, 40829–40835
TEM-HRTEM images were used to determine the size and
number of sheets of h-BN, Fig. 8c and S6a–c,† as well the size of
the magnetite nanoparticles. The latter were determined to be
from 8.5 nm to 18.5 nm, Fig. 8d–f and S6e,† which is consistent
with the size of the particles generated in the absence of h-BN.26

Clearly the conditions studied using the VFD did not result in
the formation of scrolls of h-BN which is possible under shear,
at least for using the related spinning disc processing.25 In
addition, there was little evidence of exfoliation of the h-BN,
despite the VFD being effective for this, albeit in low percent
conversion.21 The size of the h-BN sheets was from 150 nm to 3
mm which is similar to the as received material, with the inter
planar spacing for the material 0.33 nm, Fig. S6f,† as expected.
The size of the magnetite particles in h-BN@magnetite is
consistent with the results from AFM and SEM. The presence of
magnetite (IONPs) on h-BN sheets was conrmed using SAED,
with SAED for as received h-BN in Fig. 8a, and that for h-
BN@magnetite in Fig. 8b. The X-ray diffraction (XRD) pattern
has 2q peaks at 31.2 (002), 48.6 (100), 51.2 (101), 59.5 (102) and
64.8 (004) corresponding to h-BN sheets, and peaks at 21.2
(111), 35.5 (220), 41.8 (311), 50.8 (400), 63.4 (422), 67.7 (511) and
74.6 (440) corresponding to magnetite, Fig. 9a.45–47 The Raman
spectrum has a peak at 1366 cm�1 which is consistent with the
presence of h-BN, as the E2g symmetry band,48,49 with a peak at
678 cm�1 corresponding to that expected for the presence of
magnetite nanoparticles, Fig. 9b.50 According to the literature,
magnetite nanoparticles <20 nm should be superparamagnetic,
and this was indeed the case in determining the saturation
magnetization (M) which is essentially constant at 34 A m2 kg�1

Fig. 9c.51,52 In contrast, the saturation magnetization (M) of
magnetite nanoparticles formed in the VFD in the absence of h-
BN was 41 Am2 kg�1, where the size of the magnetite particles is
similar.26 The reduction in saturation magnetization (M) of
about 7 A m2 kg�1 in the composite material is consistent with
attachment of the particles to the h-BN. In addition, the low-
eld interval of the magnetization curves show very little coer-
civity and remanence consistent with the presence of predom-
inately superparamagnetic particles, Fig. 9d. ATR-FTIR and
Fig. 8 (a and c) SAED and HRTEM image of h-BN as received. (b and
d–f) SAED and HRTEM images for h-BN@magnetite generated with
the laser operating at 1064 nm and 360 mJ, rotational speed 7.5k rpm,
and flow rate of h-BN dispersed in water (0.1 mg mL�1) at 1 mL min�1.

This journal is © The Royal Society of Chemistry 2018
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Fig. 9 (a and b) X-ray diffraction and Raman spectra respectively of h-
BN sheets as received, magnetite (in the absence of h-BN),26 and h-
BN@magnetite. (c) Magnetization saturation for h-BN@magnetite. (d)
Low-field interval of the magnetization curves of h-BN@magnetite;
laser operating at 1064 nm and 360mJ, rotational speed 7.5k rpm, and
flow rate of h-BN disperse in water (0.1 mg mL�1) at 1 mL min�1.

Fig. 10 XPS spectra of h-BN@magnetite; laser operating at 1064 nm
and 360 mJ, rotational speed 7.5k rpm, and flow rate of h-BN disperse
in water 0.1 mg mL�1 at 1 mL min�1.

Fig. 11 Cumulative amount of PO4
3� adsorbed in mg L�1 after each

sequential cycle, for three different loadings of magnetic h-BN
samples: (1) 10 mg adsorbent (light-grey columns); (2) 25 mg adsor-
bent (dark-grey columns); and (3) 50 mg adsorbent (black columns).
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FTIR microscopy established a shi in both B–N stretching and
B–N–B bending vibrations, respectively from 1348 cm�1 in h-BN
to 1372 cm�1 in the composite material, and 768 cm�1 to
800 cm�1, Fig. S7.†53,54 In addition, the spectrum of h-
BN@magnetite has a peak at 624 cm�1 corresponding to Fe–
O–Fe vibrations in magnetite, Fig. S7.†55 Comparing XPS data
for as received h-BN and h-BN@magnetite, Fig. 10a and b,
clearly establishes the presence of magnetite in the latter, with
binding energies peaks for Fe 2p1/2 and Fe 2p3/2 at 724.4 eV and
710.7 eV respectively (Fig. 10d).56–58 The main XPS peak corre-
sponding to oxygen atoms in magnetite are at 530.1 eV,
Fig. 10c.46

Phosphate removal efficiency of the material were tested by
applying three different loading concentrations of the identical
h-BN@magnetite sample as the adsorbent (10 mg; 25 mg; 50
mg), which were separately mixed with phosphate containing
articial aquatic-media having an initial phosphate concentra-
tion of 23.2 � 0.15 mg L�1, which is in the range of a typical
sewage and urban wastewaters with 10–30 mg L�1 phosphate
levels.59 According to our previous ndings with super-
paramagnetic imposed diatom frustules39 and mesocellular
siliceous foams impregnated with iron oxide,40 the 30th minute
was chosen as the optimal time-interval for measuring the
phosphate removal capacity of the adsorbent.

Aer 30minutes, the initial phosphate concentration (23.2�
0.15 mg L�1) dropped to around 0.9 mg L�1 (96.1% removal
efficiency) with 10 mg adsorbent; 0.2 mg L�1 (99.1% removal
efficiency) with 25 mg adsorbent; and 0.15 mg L�1 (99.4%
removal efficiency) with 50 mg adsorbent. Used samples were
then washed with deionized water through hand-vortexing for 1
minute, followed by the removal of supernatant aer its
This journal is © The Royal Society of Chemistry 2018
centrifugation at 13 148g for 5 minutes. Remaining samples
were then mixed again with phosphate-containing fresh media
(1.25 mL), and the phosphate content of the consecutive cycle
was analysed aer 30 minutes. As shown in Fig. 11, the increase
in adsorbent loading from 10 mg to 25 mg had a positive effect
on the total amount of PO4

3� adsorbed during consecutive
cycles. It was also observed that higher loadings of adsorbent
(25 and 50 mg) had similar phosphate adsorption efficiencies,
revealing the sufficiency of 25 mg adsorbent for this process. By
the end of the 5th consecutive cycle, 50 and 25 mg of adsorbents
yielded an overall phosphate adsorption value of around
113.5 mg L�1, which was followed by 78.8 mg L�1 by a 10 mg
sample. Recycling the material for sequential mechanical-
mixing and washing steps has been proven to be highly effec-
tive for the reutilization of the magnetic h-BN material as an
adsorbent, especially for the highest adsorbent loadings (25,
and 50 mg) that particularly sustained their adsorption capac-
ities. On the other hand, 10 mg adsorbent showed lower
recovery compared to the higher loadings aer each recycling
step (Fig. 11 and S11†), revealing that the active sites of
RSC Adv., 2018, 8, 40829–40835 | 40833
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magnetic nanoparticles on the surface started to get saturated
with phosphate ions. Due to the fact that the iron oxide
component is mainly responsible for the phosphate
removal,34,39,40 converting the phosphate removal values into
their adsorption capacities revealed a reverse correlation
between the overall phosphate adsorption capacity and the
adsorbent loading concentration. Since the material has an iron
content of 5.75% (w/w) (atomic absorption spectroscopy), 10 mg
sample yielded an overall adsorption capacity of 171.2 mg
PO4

3� per gram Fe, followed by 98.5 mg PO4
3� per gram Fe for

25mg sample, and49.5 mg PO4
3� per gram Fe for 50mg sample.

These values are within the higher range of the other literature
data reported for the various types of adsorbents containing
iron oxide nanoparticles.39,40,59 In our previous studies, super-
paramagnetic imposed diatom frustules achieved an overall
adsorption capacity of around 45 mg PO4

3� per gram Fe,39 and
mesocellular siliceous foams impregnated with iron oxide
showed an overall adsorption capacity of around 79.2 mg PO4

3�

per gram Fe.40 High adsorption capacities of the current study
reveal the suitability of h-BN structure as an ideal frame for the
active sites of magnetic nanoparticles.

Conclusion

The as-synthesis new composite h-BN@magnetite is directly
available as a one-step synthesis, using a VFD, without the need
for adding any other materials or potentially toxic solvent. The
superparamagnetic magnetite nanoparticles in h-BN@magnetite
are dispersed randomly on the h-BN surface, with the composite
material having high porosity, with a surface area of 91.03 m2

g�1. The surface lends itself for binding functional materials,
including catalysts,55 and for application in waste water treat-
ment. This has been established in binding of phosphate in
waste water, with the h-BN@magnetite being readily collected
using a magnetic eld. Also signicant is that the phosphate
adsorption capacity is up to 171.2 mg PO4

3� per gram of Fe, and
the materials can be readily recycled.

Conflicts of interest

There are no conicts to declare.

Acknowledgements

The authors gratefully acknowledge nancial support from the
Australian Research Council and the Government of South
Australia, and the Iraq Government, Ministry of Higher
Education and Scientic Research. The Australian Microscopy &
Microanalysis Research Facility and the Australian National
Fabrication Facility are acknowledged, as is Dr Jason Gascooke
for assistance with SEM.

Notes and references

1 Y. Shi, C. Hamsen, X. Jia, K. K. Kim, A. Reina, M. Hofmann,
A. L. Hsu, K. Zhang, H. Li, Z.-Y. Juang, M. S. Dresselhaus,
L.-J. Li and J. Kong, Nano Lett., 2010, 10, 4134–4139.
40834 | RSC Adv., 2018, 8, 40829–40835
2 W.-Q. Han, Nanotechnologies for the Life Sciences, 2008, vol.
41, pp. 1–60.

3 C. Huang, Q. liu, W. Fan and X. Qiu, Sci. Rep., 2015, 5, 16736.
4 K. Watanabe, T. Taniguchi and H. Kanda, Nat. Mater., 2004,
3, 404.

5 Y. Kubota, K. Watanabe, O. Tsuda and T. Taniguchi, Science,
2007, 317, 932–934.

6 K. Watanabe, T. Taniguchi, T. Niiyama, K. Miya and
M. Taniguchi, Nat. Photonics, 2009, 3, 591.

7 W.-Q. Han, L. Wu, Y. Zhu, K. Watanabe and T. Taniguchi,
Appl. Phys. Lett., 2008, 93, 223103.

8 Q. Lin, X. Zou, G. Zhou, R. Liu, J. Wu, J. Li andW. Duan, Phys.
Chem. Chem. Phys., 2011, 13, 12225–12230.

9 N. Ding, X. Chen, C.-M. L. Wu and H. Li, Phys. Chem. Chem.
Phys., 2013, 15, 10767–10776.

10 Y. Lin and J. W. Connell, Nanoscale, 2012, 4, 6908–6939.
11 T. Fujigaya and N. Nakashima, Polym. J., 2008, 40, 577–589.
12 D. Y. Hwang, K. H. Choi, J. E. Park and D. H. Suh, Phys.

Chem. Chem. Phys., 2017, 19, 4048–4055.
13 C. Huang, C. Chen, X. Ye, W. Ye, J. Hu, C. Xu and X. Qiu, J.

Mater. Chem. A, 2013, 1, 12192–12197.
14 J. Britton, J. M. Chalker and C. L. Raston, Chem.–Eur. J., 2015,

21, 10660–10665.
15 M. N. Gandy, C. L. Raston and K. A. Stubbs, Org. Biomol.

Chem., 2014, 12, 4594–4597.
16 S. J. Pye, S. J. Dalgarno, J. M. Chalker and C. L. Raston, Green

Chem., 2018, 20, 118–124.
17 I. Alsulami, T. Alharbi, D. Harvey, C. T. Gibson and

C. L. Raston, Chem. Commun., 2018, 54, 7896.
18 K. Vimalanathan, R. G. Shrestha, Z. Zhang, J. Zou,

T. Nakayama and C. L. Raston, Angew. Chem., Int. Ed.,
2017, 129, 8518–8521.

19 T. Z. Yuan, C. F. Ormonde, S. T. Kudlacek, S. Kunche,
J. N. Smith, W. A. Brown, K. M. Pugliese, T. J. Olsen,
M. Iikhar and C. L. Raston, ChemBioChem, 2015, 16, 393–
396.

20 X. Luo, P. Smith, C. Raston and W. Zhang, ACS Sustainable
Chem. Eng., 2016, 4, 3905–3911.

21 X. Chen, J. F. Dobson and C. L. Raston, Chem. Commun.,
2012, 48, 3703–3705.

22 X. Luo, A. H. M. Al-Antaki, K. Vimalanathan, J. Moffatt,
K. Zheng, Y. Zou, J. Zou, X. Duan, R. N. Lamb, S. Wang,
Q. Li, W. Zhang and C. L. Raston, React. Chem. Eng., 2018,
3, 164–170.

23 L. Yasmin, X. Chen, K. A. Stubbs and C. L. Raston, Sci. Rep.,
2013, 3, 2282.

24 J. Britton, K. A. Stubbs, G. A. Weiss and C. L. Raston, Chem.–
Eur. J., 2017, 23, 13270–13278.

25 X. Chen, R. A. Boulos, J. F. Dobson and C. L. Raston,
Nanoscale, 2013, 5, 498–502.

26 X. Luo, A. H. M. Al-Antaki, T. M. D. Alharbi, W. D. Hutchison,
Y. Zou, J. Zou, A. Sheehan, W. Zhang and C. L. Raston, ACS
Omega, 2018, 3, 11172–11178.

27 A. S. Teja and P.-Y. Koh, Prog. Cryst. Growth Charact. Mater.,
2009, 55, 22–45.

28 E. Vahabzadeh and M. Torkamany, J. Cluster Sci., 2014, 25,
959–968.
This journal is © The Royal Society of Chemistry 2018

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c8ra08336c


Paper RSC Advances

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

5 
D

ec
em

be
r 

20
18

. D
ow

nl
oa

de
d 

on
 7

/1
3/

20
25

 6
:3

9:
46

 P
M

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n 

3.
0 

U
np

or
te

d 
L

ic
en

ce
.

View Article Online
29 M. Salik, M. Hanif, J. Wang and X. Zhang, Int. J. Phys. Sci.,
2013, 8, 1738–1745.

30 M. Mahmoudi, S. Sant, B. Wang, S. Laurent and T. Sen, Adv.
Drug Delivery Rev., 2011, 63, 24–46.

31 E. Pizzolato, S. Scaramuzza, F. Carraro, A. Sartori, S. Agnoli,
V. Amendola, M. Bonchio and A. Sartorel, J. Energy Chem.,
2016, 25, 246–250.

32 V. H. Smith, G. D. Tilman and J. C. Nekola, Environ. Pollut.,
1999, 100, 179–196.

33 L. Zeng, X. Li and J. Liu, Water Res., 2004, 38, 1318–1326.
34 G. K. Morse, S. W. Brett, J. A. Guy and J. N. Lester, Sci. Total

Environ., 1998, 212, 69–81.
35 W. Huang, S. Wang, Z. Zhu, L. Li, X. Yao, V. Rudolph and

F. Haghseresht, J. Hazard. Mater., 2008, 158, 35–42.
36 S. Tanada, M. Kabayama, N. Kawasaki, T. Sakiyama,

T. Nakamura, M. Araki and T. Tamura, J. Colloid Interface
Sci., 2003, 257, 135–140.

37 W. Xiong and J. Peng, Water Res., 2008, 42, 4869–4877.
38 C. J. Bolch and S. I. Blackburn, J. Appl. Phycol., 1996, 8, 5–13.
39 J. Toster, I. Kusumawardani, E. Eroglu, K. S. Iyer, F. Rosei

and C. L. Raston, Green Chem., 2014, 16, 82–85.
40 C. L. Tong, E. Eroglu and C. L. Raston, RSC Adv., 2014, 4,

46718–46722.
41 Standard Methods for the Examination of Water and

Wastewater, American Public Health Association (APHA),
Washington, DC, USA, 2005.

42 K. Vimalanathan, J. R. Gascooke, I. Suarez-Martinez,
N. A. Marks, H. Kumari, C. J. Garvey, J. L. Atwood,
W. D. Lawrance and C. L. Raston, Sci. Rep., 2016, 6, 22865.

43 B.-f. Pan, F. Gao and H.-c. Gu, J. Colloid Interface Sci., 2005,
284, 1–6.

44 B. Pan, F. Gao and H. Gu, China Particuol., 2004, 2, 261–265.
This journal is © The Royal Society of Chemistry 2018
45 X. Hou, M. Wang, L. Fu, Y. Chen, N. Jiang, C.-T. Lin, Z. Wang
and J. Yu, Nanoscale, 2018, 10, 13004–13010.

46 H. S. Lim, J. W. Oh, S. Y. Kim, M.-J. Yoo, S.-D. Park and
W. S. Lee, Chem. Mater., 2013, 25, 3315–3319.

47 A. Andrade, D. Souza, M. Pereira, J. Fabris and
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