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Abstract

Polycrystalline iron phosphide coated iron oxide and hollow iron phosphide nanoparticles were synthesized by sonichemistry. Struc-
ture analysis indicated that the diameters of these nanoparticles were less than 14 nm, and the core–shell and hollow nanoparticles are
Fe3O4–FeP and FeP, respectively. Magnetic measurement demonstrated that both the core–shell Fe3O4–FeP and hollow FeP nanopar-
ticles exhibited ferromagnetic behaviors.
� 2006 Elsevier B.V. All rights reserved.

1. Introduction

As compared to bulk materials, nanoscale materials
exhibit large surface areas and size-dependent electronic,
optical, magnetic, chemical, and thermal properties. Mag-
netic nanoparticles have been widely studied due to their
potential applications in biomedical fields such as biomol-
ecule separation [1–3], targeted drug delivery [4,5], cancer
diagnosis and treatment [6], DNA separation/detection
and sequencing of oligonucleotides [7,8], and magnetic
resonance imaging [9]. On the other hand, surface modifi-
cation of nanoparticles with different inorganic shells
(core–shell nanostructures) has become an important strat-
egy to functionalize nanomaterials. Such modification has
generated some very interesting physical and chemical
properties of the nanostructured materials that have shown
important technological applications. For example, the
SiO2 coated Fe2O3–CdSe quantum dots (QDs) nanocom-
posite particles preserved the unique magnetic property
of c-Fe2O3 as well as the optical property of CdSe QDs
[10]. Bimagnetic core–shell FePt–Fe3O4 nanoparticles can

be transformed into hard magnetic nanocomposite with
enhanced energy products upon reductive annealing [11].
Procedures leading to novel inorganic core–shell structures
with controlled dimensions on both core and shell and new
functionality have also been reported [12–14].

The studies on nanostructures of metal phosphides were
much immature in comparison to other semiconductor
materials because of difficulties in synthetic chemistry
[15]. Many of the bulk metal phosphide materials are tech-
nically important as phosphorescent, magnetic, and elec-
tronic materials [16–18]. They are important in the study
of magnetism because the interatomic spacing and the
anion electronegativity lie in an intermediate range between
those for metals and for the oxides [18]. Traditionally, bulk
iron phosphides have been prepared by a variety of high-
temperature methods [17,19,20] and sonochemical methods
[21]. Ultrafine powder of iron phosphides was also synthe-
sized by a solvothermal method [22], but the morphology
was ill-defined and the average particle size was too large
(�200 nm in diameter). Over the past few years, the prep-
aration of nanostructured metal phosphides has gained
significant interest due to the need to explore the
size-dependent physical properties of these materials.
Nanoparticles and nanowires of Fe2P, FeP and other metal
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phosphides have been prepared recently [23–26]. However,
to the best of our knowledge, nanocomposite iron phos-
phide coated iron oxide and hollow iron phosphide nano-
particles have not been reported.

Here, we report synthesis and characterization of
Fe3O4–FeP core–shell nanoparticles with Fe3O4 core of
5–10 nm and FeP shell of 2–3 nm, and FeP hollow nano-
particles with outer-diameter of 5–10 nm and inner-diame-
ter of 3–8 nm. Both Fe3O4–FeP core–shell and FeP hollow
nanoparticles exhibit ferromagnetic behaviors.

2. Experiments

We have used a novel one-step sonochemical route to
prepare core–shell iron phosphide-iron oxide and hollow
iron phosphide nanoparticles. Briefly, trioctylphosphine
(TOP) is used to react with iron pentacarbonyl and acts
as P source for the formation of iron phosphide, while tri-
octylphosphine oxide (TOPO) is used to control size and
growth morphology of resulting materials. In a typical
experiment, 5 g of TOPO (99+% from Sigma) and 6 mL
of TOP (90% from Sigma) were mixed (TOPO in TOP of
50 wt%) and then sonicated until the TOPO totally dis-
solved in the TOP. Next, 0.5 mL of stock solution 1
(1 mL of Fe(CO)5 (99.99% from Sigma) dissolved in

4 mL of TOP) was quickly injected into the dissolved
TOPO/TOP mixture under aerobic condition while it was
continuously sonicated in a sealed bottle. The temperature
was around 65–70 �C in water bath. At each 30 min inter-
val, a 0.2 mL portion of liquid was extracted from the reac-
tion solution to monitor the growth process, and 0.2 mL of
stock solution 1 was injected to keep the total volume
unchanged. The removed liquid was dispersed in hexane
and centrifuged at 14000 rpm for 60 min. The sediment
from centrifuged sample was washed several times with
ethanol or acetone, and redispersed in hexane.

The dimension of core–shell and hollow structured
nanoparticles was characterized using transmission elec-
tron microscopy (TEM). Samples for TEM analysis were
prepared by drying a hexane dispersion of the particles
on amorphous carbon coated copper grids. Philips X-ray
diffractometer and energy-dispersive X-ray spectroscopy
(EDS) were used to investigate the chemical composition
of the as-synthesized samples. Particles were imaged using
TEM JEOL 100CX II and SEM LEO 1530 (T-FE). The
structure detail of the core–shell and hollow nanoparticles
was characterized using HRTEM Hitachi HF-2000 (FEG).
Magnetic studies were carried out using a MPMS2 Quan-
tum Design SQUID magnetometer with fields up to 7 T
and temperatures from 5 to 300 K.

Fig. 1. Characterization of core–shell Fe3O4–FeP particles, which have been sonochemically synthesized for 4 h: (a) SEM image, (b) EDS, (c) TEM image
and (d) HRTEM image of core–shell Fe3O4–FeP particles with spacing of 2.5 Å, corresponding to plane Æ311æ of Fe3O4. The inset in (c) is diffraction
pattern of core–shell Fe3O4–FeP particles. It shows the polycrystalline particles.
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3. Results and discussion

We found that the reaction time did not affect the mor-
phology of synthesized particles, but there were more hol-
low particles than core–shell particles at the first 1 h. A
large amount of core–shell particles could be produced
after 3 h. core–shell particles were obtained by centrifuge
the redispersed sample in hexane at 14000 rpm for
30 min and then picking the sediment in the bottom.
Fig. 1 is the characterization of core–shell particles, which
have been sonochemically synthesized for 4 h. SEM image
shows the shape of particles and the size is about 8–13 nm
with core 5–10 nm and shell 2–3 nm Fig. 1a. EDS analysis

exhibits the average atomic ratio of Fe:O:P is around
4:4.2:1 Fig. 1b. TEM image gives the details of the core–
shell structure of the particles, and the diffraction pattern
of the core–shell particles in the inset displays crystal struc-
ture Fig. 1c. HRTEM image further tell us that both the
core and the shell are polycrystalline Fig. 1d, and the
labeled spacing of 2.5 Å corresponds to plane distance of
Fe3O4 Æ311æ.

In order to demonstrate identity of the particles, we
carried out X-ray diffraction experiment. All blue peaks
in the XRD pattern in Fig. 2 can be indexed to the ortho-
rhombic cell of the FeP phase with space group Pnma(62),
lattice constant a = 5.193(1) Å, b = 3.099(1) Å, and c =
5.792(1) Å (JCPDS 78-1443). The red peaks in the XRD
can be indexed to cubic cell of the Fe3O4 phase with space
group Fd�3m (227), lattice constant a = 8.394 Å (JCPDS
89-3854). Based on HRTEM images and hollow FeP par-
ticles’ XRD analysis in Fig. 4, we can distinguish the core
is Fe3O4 and the shell is FeP.

The hollow particles were obtained simply by extracting
the upper part of the solution after centrifuging the redi-
spersed sample in hexane at 14000 rpm for 30 min. Fig. 3
is the characterization of hollow particles, which have been
sonochemically synthesized for 4 h. TEM image shows that
the hollow particles have outer-diameters of 5–10 nm and
inner-diameters of 3–8 nm and several core–shell particles
still remain Fig. 3a. HRTEM image and diffraction pattern
exhibit the polycrystalline hollow structure Fig. 3b with
spacings of 3.9 Å and 2.4 Å, corresponding to planes of
Æ0 02æ and Æ111æ of FeP, respectively. The XRD pattern in
Fig. 4 further demonstrates the orthorhombic cell of the
FeP phase with space group Pnma, lattice constant
a = 5.193(1) Å, b = 3.099(1) Å, and c = 5.792(1) Å (JCPDS

Fig. 2. XRD pattern of the core–shell Fe3O4–FeP particles synthesized for
4 h. The blue and red labels are for FeP (JCPDS 78-1443) and Fe3O4

(JCPDS 89-3854) respectively. (For interpretation of the references to
color in this figure legend, the reader is referred to the web version of this
article.)

Fig. 3. Characterization of hollow FeP particles, which have been sonochemically synthesized for 4 h. (a) TEM image, (b) HRTEM image and (c)
diffraction pattern of hollow FeP particles showing the polycrystalline particles with spacings of 3.9 Å and 2.4 Å, corresponding to planes of Æ002æ and
Æ111æ of FeP, respectively.
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78-1443), which gives another identification of shell FeP
phase in core–shell particles. As there are still some core–
shell Fe3O4–FeP particles mixed in the sample, the XRD
pattern has weak peaks of Fe3O4 in it.

Sonichemistry is a very special method for nanomate-
rial synthesis. The chemical effects of ultrasound do not
come from a direct interaction with molecular species.
Instead, sonochemistry and sonoluminescence arise from
acoustic cavitation: the formation, growth, and implosive
collapse of bubbles in a liquid. Cavitational collapse pro-
duces intense local heating (�5000 K), high pressures
(�1000 atm), and enormous heating and cooling rates
(> 109 K/s). Acoustic cavitation provides a unique interac-
tion of energy and matter, and ultrasonic irradiation of
liquids causes high energy chemical reactions to occur,
often accompanied by the emission of light. [27,28]. To
understand the formation mechanism of these hollow
and core–shell particles, we have performed an experiment
without TOPO. The results are amorphous powder.
TOPO is usually used as a capping reagent to promote
selective anisotropic growth of nanocrystals [29]. The fact
that hollow or core–shell particles cannot be obtained
without TOPO, indicates it plays a key role in the forma-
tion process. Additionally, TOPO could promote atomic
exchange between nanoparticles, a requirement for size
distribution focusing and kinetic control [11,30]. The
TOPO in the mixture not only functions as a cosolvent
but also as phosphor source [11]. We assume that the
intermediate species could decompose to produce FeP
by breaking the Fe–C and P–C bonds under local high

Fig. 4. XRD pattern of hollow FeP particles synthesized for 4 h. The
black labels are for FeP (JCPDS 78-1443). As there are still a small
amount of Fe3O4–FeP core–shell particles mixed in the sample, the blue
labels show the existence of Fe3O4 (JCPDS 89-3854). (For interpretation
of the references to color in this figure legend, the reader is referred to the
web version of this article.)

Fig. 5. Magnetic behavior for hollow FeP particles synthesized for 4 h. The M–H loop at room (a) and low temperature (b) the inset shows the whole M–

H loop from �7 to 7 T at 5 K temperature. Magnetic behavior for core–shell Fe3O4–FeP particles synthesized for 4 h. The M–H loop at room temperature
(c) and low temperature (d) The inset shows the whole M–H loop from �7 to 7 T at 5 K temperature.
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temperature after the stock solution is injected and it
grows into hollow particle due to the strong vibration as
well as capping effect of TOPO. Some decomposed
Fe(CO)5 reacts with residual oxygen to form Fe3O4 inside
the shell, and produces core–shell Fe3O4–FeP particles.

Magnetic properties of the hollow FeP and core–shell
Fe3O4–FeP particles have been studied using AGM (Alter-
nating Gradient Magnetometer) and SQUID (Superconduc-
ting Quantum Interference Devices) at room temperature
and low temperature under magnetic field up to 7 T.
Fig. 5a–b shows the M–H loop at room temperature and
low temperature for the hollow FeP particles. The inset in
Fig. 5b shows the whole M–H loop from �7 to 7 T at 5 K.
As shown in Fig. 5a, hollow FeP exhibits soft ferromagnetic
behavior. There is a very tiny hysteresis effect at room tem-
perature. The coercivity is only 7 Oe. Under low temperature
(T = 5 K), the magnetic behavior becomes significant; the
coercivity Hc is about 760 Oe (Fig. 5b). Due to very small
sample, the diamagnetic signal appears under high field.
The decreasing of M–H curve at high field arises from contri-
bution of organic glue. Fig. 5c–d gives the M–H loop at room
temperature and low temperature for the core–shell Fe3O4–
FeP particles under magnetic field up to 7 T. The inset in
Fig. 5d shows the whole M–H loop from �7 to 7 T at 5 K.
For the core–shell sample, due to the magnetic contribution
of Fe3O4 and a little bit bigger sample size, there is no signif-
icant diamagnetic behavior. The M–H curve shows a soft fer-
romagnetic behavior. There is almost no hysteresis behavior
at room temperature. The low temperature measurement
shows that the coercivity reaches 500 Oe, which is smaller
than that of sample FeP. Because Fe3O4 is magnetically a
much soft material, at 10 K with coercivity ranging from
200 Oe for 4 nm to 450 Oe for 16 nm nanoparticles [11],
the increasing of softer phase such as Fe3O4 results in a
decreasing of coercivity.

4. Conclusion

Polycrystalline core–shell Fe3O4–FeP and hollow FeP
particles have been synthesized in the TOPO/TOP solvent
systems via a simple one-step sonochemical route. The size
of the core–shell particles synthesized for 4 h are in the
range of 8–13 nm with the core of 5–10 nm and the shell
of 2–3 nm, and shelled-particles are 5–10 nm. The magnetic
experiments show soft ferromagnetic behaviors for both
the core–shell Fe3O4–FeP particles and FeP shelled-parti-
cles. And they exhibit almost no hysteresis behavior at
room temperature; but under low temperature (T = 5 K),
the magnetic behavior becomes significant. The coercivity
Hc is about 760 Oe for hollow FeP particles and 500 Oe
for core–shell Fe3O4–FeP particles.
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