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Anisotropic and hyperbranched InP nanocrystals
via chemical transformation of in situ produced
In2O3†

Shuai Chen and Andreas Riedinger *

We synthesized indium phosphide (InP) nanoparticles of different

shapes and sizes, utilizing triphenyl phosphite (TPOP) as the phos-

phorus source. We show that this reaction proceeds via the for-

mation of in situ formed In2O3 nanoparticles followed by

subsequent transformation with triphenyl TPOP acting as the

phosphorus source. Our findings open up new synthetic possibi-

lities utilizing a cost-effective, non-pyrophoric and non-toxic phos-

phorus precursor. The large surface area of hyperbranched InP NCs

might be ideally suited for surface-driven processes such as cata-

lysis and energy storage.

The synthesis of colloidal nanocrystals (NCs) with regular and
controllable morphology and size is at the core of nanomaterials
research.1–3 Many synthesis approaches have been developed to
produce high-quality nanoparticles, nanorods, nanowires, or
other nanostructures for metals, semiconductors, and oxides.4–7

The control over morphology and functionalization in prepara-
tion and synthesis are an important part of the development of
nanotechnology and are the basis for exploring the properties of
nanostructures and their applications.8–10

Indium phosphide (InP) is one of the most widely studied
III–V compound semiconductors nanocrystals in colloidal form.

InP nanowires (NWs) have attracted considerable interest
due to their versatility in electronics and optoelectronics.11–14

And InP quantum dots are drawing a large interest as a
potentially less toxic material for lighting applications and
electrochemical reduction of CO2.15–17 Potentially, there are still
many different shapes of InP NCs waiting for their discovery.

Until now, various types of P precursors have been reported to
synthesize InP NCs, such as single-source precursor (In(PBut

2)3),18

magic sized clusters (MSCs),19 elemental phosphorus precursor,20

trioctylphosphine (TOP),21 PH3 gas,22 aminophosphine,23 metal
phosphorus (Na3P),24 and most widely, tris(trimethylsilyl)

phosphine P(SiMe3)3.25 However, many of these P precursors, in
particular P(SiMe3)3, are air and water sensitive, hazardous, and/or
expensive. Therefore, alternative, safer and cheaper P precursors
are very desirable (Scheme 1).

Among various phosphites, triphenyl phosphite (TPOP)
would be the most effective P precursor for InP synthesis, since
three benzene rings would stabilize the partial charges for In-P
monomer formation.27 Interestingly, TPOP is reported as an
effective phosphorus source for synthesizing various metal
phosphide nanocrystals such as Ni2P, MoP, Co2P, Fe2P, and
Cu3P.26 Recently, Lee et al. used TPOP to synthesize bulk InP.27

A black powder appeared after the purification process but was
not be dispersible in solvents. This is a promising method
because TPOP can form InP phases, it is a cheap and non-
pyrophoric, non-toxic chemical. However, so far, no control
over size and shape with TPOP as a precursor for InP nanoma-
terials has been reported.

Here, we show how this can be achieved by choosing the
right synthetic conditions in the reaction between indium
chlorides and carboxylates and TPOP in the presence hexade-
cylamine (HDA) in octadecene (ODE), in order to yield InP NCs
with control over size and shape. We show that by changing the
temperature, we mainly gain control over the shape that spans
from wires to tetrahedrons to hyperbranched NCs. The size of
InP NCs could be controlled by hot injection of TPOP. We also

Scheme 1 Phosphorus precursors in synthesis of indium phosphide NCs.
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investigate the formation of InP. We find that In2O3 is formed
first, and converted to InP upon addition TPOP.

Here, the InP NCs were prepared by a one-pot reaction of
indium chloride and indium acetate in a mixture of TPOP as a
phosphorus source and HDA as a stabilizer in ODE as solvent.
In a typical synthesis, 0.5 mmol of In(ac)3, 0.5 mmol InCl3,
5 mmol HDA, 1.5 mL TPOP were mixed with 15 mL ODE. The
mixture was heated up to 150 1C in 15 minutes under an argon
atmosphere and kept at 150 1C for 60 minutes. Then, the
mixture was heated to a higher temperature (230–320 1C) within
several minutes and kept at this temperature for 30 min. For
experimental details, please see the ESI.† Our experiments
found that the molar ratio of the InCl3 : In(ac)3 was a key factor
that affects the formation of the indium phosphide NCs. With
only InCl3 or In(ac)3 as In precursor, the color of the solution
did not change even during prolonged heat treatment, and no
product could be precipitated from the reaction solution
(Fig. S10, ESI†). However, InP particles formed when we utilized
mixtures of In(ac)3 and InCl3 as the In precursor. Only a molar
ratio of 1 : 1 of In(ac)3 : InCl3 resulted in the formation of regular
InP NCs.

The temperature dependence of the nanoparticle size and
shape was investigated for a range of 230–320 1C. In these
experiments, all other variables remained constant. The trans-
mission electron microscopy (TEM) images reveal the differ-
ently shaped nanomaterials resulting from varying the
temperatures (see Fig. 1). The temperature affects the nano-
crystal’s size and shape, ranging from nanowires to tetrahe-
drons and hyperbranched NCs. As powder X-ray diffraction
(PXRD) revealed, all products displayed a cubic InP crystal
phase in the space group F%43m, with a = b = c = 0.587 nm
(see Fig. 1). The appreciable diffraction peaks at 2Y = 26.34,
30.48, 43.58 and 51.78 are assigned to the (111), (200), (220) and
(311) planes of InP (PDF#65-0233), respectively.

We used the one-pot heating-up method to track the tran-
sient reaction process at different temperatures (230 1C, 240 1C,
250 1C, 260 1C, 280 1C, and 300 1C) to see the transient change
of the morphologies and phases of the product. As we can see
from the result (Fig. S1, ESI†), InP forms at 230 1C and bigger
particles are formed later (i.e. at higher temperatures) during
heat-up process. Furthermore, we investigated the impact of
hot injection of additional TPOP after formation of InP by heat-
up reaction scheme. At room temperature, we added InCl3,
In(ac)3, HDA, TPOP, and ODE to the flask. Since the color of the
mixture had already become intensely dark at 270 1C, we
injected different amounts of TPOP into the reaction mixture.
Fig. 2 displays representative TEM micrographs and the PXRD
patterns of the InP NCs produced following this procedure.

It is interesting to note that the NCs size increased when
decreasing the amount of TPOP. For example, when we injected
1 mL of TPOP into the solution, we were able to synthesize the
biggest hyperbranched NCs with a diameter around 160 nm
(Fig. 2e). Fig. 2a–d show TEM images of InP NCs with sizes of
around 20 nm, 70 nm, 80 nm, and 120 nm, which were
synthesized at injection amounts of 3 mL, 2.5 mL, 2 mL,
1.5 mL, and 1 mL of TPOP, respectively. For more TEM
micrographs, please see S2–S6 (ESI†). PXRD patterns reveal
that the NCs are all in the cubic InP phase, with F%43m space
group (Fig. 2f). In the literature, acetic acid was used to tune the
shape of PbS nanoparticles from quasi-spherical particles via
octahedrons to six-armed stars.29 While we did not see any clear
morphological changes induced by acetic acid, we found that
spiking the reaction mixture with varying amounts of acetic
acid smaller tetrahedron-shaped InP nanoparticles with sizes
in the range of 10–20 nm can be obtained (Fig. S7, ESI†).

To shed some light on the InP nanomaterial formation, we
monitored the formation of eventual intermediate products
during a typical synthesis, as summarized in Fig. 3. At first,

Fig. 1 TEM images and PXRD patterns of indium phosphide NCs synthesized at different temperatures, ranging from 230 1C to 320 1C. At lower
temperatures, InP wires are formed (a). Increasing the temperature leads frist to branching on the wires (b), then to hyperbranched spherical InP
nanoparticles (c). Increasing the temperature above 300 1C leads to a reduced length of the branches (d) and finally, NCs are sintered together into large
aggregates (e).
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we added InCl3, In(ac)3, HDA, and ODE to the reaction flask at
heated the mixture to 150 1C for 60 min. Then we injected the
TPOP at 270 1C. Aliquots were taken before and after TPOP
addition and analyzed by TEM and PXRD. Interestingly,
B60 nm-sized InP hyper branch NCs (Fig. 3b) formed from
B20 nm-sized In2O3 NCs (Fig. 3c). During the heating process,
we collected aliquots at 150 1C (Fig. S8a, ESI†) and 270 1C (Fig.
S8b, ESI†) before TPOP was added. These experiments demon-
strate, that In2O3 is formed already after 60 min at 150 1C and
still present at 270 1C, as the PXRD pattern was found to match
the reference pattern of In2O3 (Fig. 3a). No additional peaks
were observed, suggesting that few or no crystalline impurities
were present. Then we injected the TPOP at 270 1C, and the
PXRD patterns for samples collected after 5, 10, and 60 min of
reaction at 270 1C showed the progressive transformation of the
In2O3 NCs to InP NCs. The planes on these NPs (generally (111)
or (220)) are readily available for P diffusion.30 After 33 min, the
complete transformation of the In2O3 NCs into hyperbranched
InP NCs was confirmed by PXRD and TEM (Fig. 3). Based on
this interesting observation, commercial In2O3 was used to do
the reaction under the same conditions, but we could not yield

InP NCs (Fig. S9, ESI†). This hints that the transformation from
In2O3 to InP only works when the oxide NCs are produced from
In(ac)3 and InCl3. We speculate that the halide on the oxide
NCs’ surface plays an important role in this reaction. We also
tested InBr3 and InI3 in the synthesis to evaluate the role of
halides. We found that they also formed the InP. Hence also
bromides and iodides can facility the formation of InP, even
though the sizes of the resulting NCs were quite different
(Fig. S11, ESI†). For example, the halide ion influence the
formation of nickel nanoparticles and their conversion into
hollow nickel phosphide.31

The transformation of metal oxides to metal phosphides is
known for a variety of nanomaterials, yet not for InP. Brock
et al.28 studied the NiO nanoparticles that enable their trans-
formation into Ni2P phosphides by solution-phase reaction
with trioctyl phosphine (TOP) at temperatures of 385 1C. Sun
et al.30 reported that bimetallic phosphides, Co–Fe–P could be
obtained by the reaction between Co–Fe–O nanoparticles and
TOP at high temperature for 12 h. Surprisingly, we were able to
yield InP NCs at lower temperatures in around 2 hours.

In summary, this work presents a facile approach to nanos-
tructured InP via a high-temperature (230–320 1C) reaction of
indium chloride and indium acetate with TPOP. In the synth-
esis, the co-presence of acetate and chloride is necessary for the
formation of InP NCs and facilitates the anisotropic growth of
InP into either wires, tetrahedrons, or hyperbranched NCs. The
size of the NCs is controlled by the amount of (hot injected)
TPOP. Our experiments revealed that the formation of InP
proceeds via the chemical transformation of in situ produced
In2O3 NCs. Our approach provides a new approach to indium
phosphides with control of morphology and size. This new
approach to anisotropic and hyperbranched InP nanomaterials
is especially interesting for applications that require large sur-
face areas, such as catalysis and energy storage applications.
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