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ABSTRACT: Well-defined nanoscale flux-closure polygons (nanogons) have been
fabricated on hydrophilic surfaces from the face-to-face self-assembly of magnetite
nanocubes. Uniform ferrimagnetic magnetite nanocubes (∼86 nm) were synthesized and
characterized with a combination of electron microscopy, diffraction, and magnetization
measurements. The nanocubes were subsequently cast onto hydrophilic substrates, wherein
the cubes lined up face-to-face and formed a variety of polygons due to magnetostatic and
hydrophobic interactions. The generated surfaces consist primarily of three- and four-sided
nanogons; polygons ranging from two to six sides were also observed. Further examination
of the nanogons showed that the constraints of the face-to-face assembly of nanocubes often
led to bowed sides, strained cube geometries, and mismatches at the acute angle vertices.
Additionally, extra nanocubes were often present at the vertices, suggesting the presence of
external magnetostatic fields at the polygon corners. These nanogons are inimitable
nanoscale magnetic structures with potential applications in the areas of magnetic memory
storage and high-frequency magnetics.

SECTION: Physical Processes in Nanomaterials and Nanostructures

The controlled synthesis and subsequent assembly of
magnetic nanomaterials with specific size, shape, and

arrangement are essential steps in the fabrication of novel
nanostructured devices with unique magnetic properties. Well-
defined nanoscale magnetic structures have potential applica-
tions in the areas of high-density magnetic energy storage,1,2

high-frequency electronics,3,4 photonics,5 biosensors,6−8 bio-
medical therapeutics,9−11 and separations.12−14 One particularly
useful nanoscale structure that has been suggested for high-
density magnetic energy storage devices is a flux-closure ring, a
toroidal structure fabricated from ferromagnetic or ferrimag-
netic materials that confines the magnetostatic fields inside of
the annulus and exhibits unique zero-moment vortex states.15,16

In short, magnetization runs around the ring, either counter-
clockwise or clockwise, and can be used as bits (0 or 1,
respectively) in memory storage. Flux-closure rings have been
created from a range of magnetic materials (Fe, Co, Ni−Fe,
Ni−Co, and Fe3O4) by top-down nanofabrication techniques
including electron beam lithography16−21 and by deposition
over a template coupled with ion beam etching.22−24 In
addition to toroids, other shapes such as nanoscale triangles,
squares, and rectangles have been formed by electron beam
lithography as flux-closure rings; these geometries have a more
complex vortex state structure with additional stable states that
has potential application for high-density magnetic storage.17,21

Solution-based methods offer another route to generation of
flux-closure rings by the self-assembly of magnetic nano-
particles.25−30 These rings typically have a circular structure and
significant spacing between the nanoparticles. For example, flux
closure rings have been recently prepared using randomly
oriented magnetic nanocubes modified with a polyvinylpyrro-
lidone (PVP) polymer.30

In this Letter, we describe the synthesis and face-to-face self-
assembly of well-defined nanoscale flux-closure polygons
(nanogons) created from uniform magnetite (Fe3O4) nano-
cubes. We are able to generate nanogons of various shapes
including triangles, squares, rectangles, trapezoids, and
pentagons. These distinctive nanoscale structures arise from a
combination of magnetostatic and hydrophobic interactions
and only form when the hydrophobic nanocubes are cast onto
hydrophilic surfaces. The use of nanocubes leads to the creation
of strained angles at the vertices of the nanogons; these strained
angles are typically compensated for by a slight curvature in the
sides of the polygons. These nanogons are the first examples of
nontoroidal nanocube flux-closure rings with well-defined
geometries and an internal area in which the self-assembled
nanocube building blocks are primarily packed face-to-face. We
believe that the formation of these polygonal structures offers a
promising route for the fabrication of nanostructured magnetic
materials with uniquely tunable shapes and novel magnetic
properties.
Uniform magnetite cubes were first synthesized in the

presence of oleic acid using a modification of the procedure
described by Kim et al.13 Iron(III) acetylacetonate (0.706 g,
2.00 mmol), oleic acid (1.27 mL, 5.00 mmol), and benzyl ether
(10 mL) were heated together to reflux for 30 min. The
primary modification to this procedure was to minimize the
exposure of the solution to magnetic fields (no magnetic stir
bars were used). After refluxing, the solution was cooled to
room temperature, washed, and redispersed in chloroform (or
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left to dry overnight for the case of the magnetic character-
ization measurements).
The synthesized cubes were characterized with a combina-

tion of electron microscopy (SEM and TEM), selected area
electron diffraction (SAED), and X-ray diffraction (XRD)
measurements. Figure 1 shows representative SEM and TEM

images of the as-prepared cubes (Figure 1A and B,
respectively), demonstrating their uniformity in size and
shape. The size distribution estimated by image analysis was
found to be 86.3 ± 13.4 nm. SAED of a single magnetite cube is
shown in Figure 1C along with a TEM image of the cube from
which the SAED pattern was acquired in Figure 1D. The SAED
pattern confirms that the nanocubes are single crystals with
(100) faces that can be indexed to the inverse spinel, magnetite
(JCPDS, 00-019-0629) with space group Fd3m. Additional
XRD measurements were also performed (see Supporting
Information, Figure S1) on the as-synthesized nanocubes; the
XRD exhibited a set of sharp peaks that were used to confirm
the size distribution and crystallinity of the magnetite
nanocubes.
Magnetization curves of the magnetite nanocubes were

obtained using a vibrating sample magnetometer (SQUID-
VSM) and are shown in Figure 2. The data show a saturation
value (Ms) of 88 emu/g, which is close to that reported for bulk
magnetite (92 emu/g).31 From this saturation value, the
average magnetic dipole value for a nanocube of 2.93 × 10−13

emu was calculated. The magnetic properties of the nanocubes
at low applied fields are particularly crucial to the under-
standing of nanogon assembly and are shown in more detail in
an inset to Figure 2. A coercivity value (Hc) of 77 Oe is
observed, which is similar to that reported for other magnetite
nanocubes.13 A magnetic remanence value (Mr) of 15.2 emu/g

was calculated from the magnetization curves, resulting in a
ratioMr/Ms of 0.17. Various previous studies have reported that
the single to multidomain transition size for magnetite
nanoparticles is in the range of 54−128 nm;13,30,32 We deem
the 85 nm nanocubes to be “pseudosingle domain” magnets as
they fall in the range where the coercivity is observed to
increase with size.13 It is important to recognize that unlike
smaller magnetite nanocubes (<20 nm), these nanocubes have
a finite coercivity value that renders them weakly ferrimag-
netic.13,33−36 Ferrimagnetic nanocubes can retain a magnetic
moment and interact with one another in solution and on
surfaces; these interactions are integral to the self-assembly of
the flux-closure nanogons. Additionally, because these nano-
cubes are made of magnetite, face-to-face assembly along the
hard [100] axis implies that magnetostatic interactions
dominate over the effects of the magnetocrystalline aniso-
tropy.32 This face-to-face assembly ensures that the flux lines
are within the ring itself to allow formation of a vortex state.
Flux-closure nanogons were prepared by the deposition of as-

synthesized nanocubes onto hydrophilic surfaces from a
chloroform solution. The cubes were synthesized with an
oleic acid shell that rendered them hydrophobic and relatively
stable in chloroform. Nanocube concentrations ranging from
0.1 to 4.0 mg/mL generated nanogons on both Si and SiO2
hydrophilic substrates that were prepared by oxygen plasma
cleaning. The solution of nanocubes was either drop-cast or
spin-coated (1000 rpm, 15 s) onto the substrate. Both
procedures generated surfaces with approximately 65% of the
objects being nanogons for a nanocube concentration of 2.0
mg/mL (see Supporting Information Figure S2 for a wide-angle
SEM image). Nanogons were only observed when there was
minimal exposure to magnetic fields during the nanocube
synthesis and the substrate was hydrophilic. In control
experiments, the hydrophobic nanocubes were also cast onto
a hydrophobic substrates formed by surface modification with
the organosiloxane SigmaCote. In all cases with hydrophobic
substrates, both spin-coated and drop-cast, the nanocubes did
not form polygons but instead formed aggregates of nanocubes
(see Figure S3 in the Supporting Information). This result
strongly suggests that the additional hydrophobic interactions
of the nanocube surfaces played an important role in the
generation of nanogons. Although previous researchers have
demonstrated that in some cases, solvent effects can lead to

Figure 1. Electron microscopy of synthesized nanocubes. (A) High-
resolution SEM image. (B) TEM image. (C) SAED pattern of a single
cube. (D) TEM image of the single cube used for SAED.

Figure 2. VSM data of the as-synthesized nanocubes. The saturation
value (Ms) is 88 emu/g, and the cubes have a coercivity of 77 Oe. The
inset shows the low-field curve and suggests that the cubes start close
to zero magnetization and get magnetized for the first time in the
VSM.
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flux-closure ring formation, we believe that it is not playing a
major role in our nanogon formation for several reasons: (1) As
a control similar to work done by Xiong et al.,30 nanocubes
were dispersed in methylene chloride, which has a higher vapor
pressure, and nanogons formed on the plasma-cleaned surface.
(2) In contrast to previous reports,37 the surface was not
entirely composed of ring structures from solvent evaporation.
(3) Ring structures driven by solvent physics often produce
larger rings with multiple layers of nanoparticles,30,37−39 which
is not observed in our case. (4) The close face-to-face assembly
is indicative of dipolar interactions.39 From these results, we
conclude that it requires a combination of magnetostatic and
hydrophobic surface interactions to assemble the nanocubes in
a face-to-face manner and generate specific polygonal shapes.
A set of representative nanogons with n sides where n = 2−5

are shown in Figure 3. In all instances, the nanocubes have
lined up face-to-face along the [100] direction to form closed
loop structures, suggesting that magnetostatic interactions are
involved in the self-assembly process. In previous flux-closure
ring systems, the nanoparticles are either spherical25,26,28,29 or
do not assemble in this face-to-face manner.30 Table 1 lists the

numbers of different nanogons that we have observed;
nanogons with n = 3 or 4 (nanotriangles and nanoquadri-
laterals) are the most prevalent shapes. A small number of
nanogons with n = 5 or 6 was observed, and an even smaller
number of “two-sided” nanogons (n = 2), such as the structure
shown in Figure 3A, was seen. We also observed a number of
“double line” structures that could potentially exhibit flux-
closure vortex states but did not include them in our polygon
count as they have two sides but no internal area. Figure 4
shows additional SEM images of the two most common
nanogons formed on the surface, n = 3 and 4. These additional
figures show that a variety of polygons are present on the
surface and that all of the polygons exhibited some
imperfections.
For the n = 3 nanotriangles, it is clear from Figure 4A−C that

the formation of polygon vertices from nanocubes can lead to a

significant amount of geometric strain. Nanocube vertices must
be 90°, and three 90° nanocube vertices lead to a total of 270°
of internal angle as compared to the 180° required for
formation of a nanotriangle. This angle strain was typically
relieved by a curvature in the polygon side, as seen in Figure 4B
and C. This curvature of the polygon sides was also observed in
two-sided polygons, as seen in Figure 3A, where the face-to-face
nanocube assembly must curve in order to meet at the two
vertices. In contrast, the n = 4 polygons have 90° of internal
angle per vertex and thus exhibit much less angle strain or
polygon side curvature, as seen for the nanorectangles in Figure
4D and E. The larger polygons (n > 4; e.g., Figure 3D) and
trapezoids (e.g., Figure 4F) display a combination of right
angles and other (acute or obtuse) angles with some angle
strain and curvature along the edges.
The average sizes of the various nanogons in terms of the

total number of nanocubes are compiled in Table 1. These
numbers also show evidence of the internal angle strain in that
the nanogons with n = 2 have the largest average number and
nanogons with n = 4 have the smallest average number. This
trend is appropriate because the internal angle strain is largest
for n = 2 and smallest for n = 4. For n = 5 and 6, the average
size increases as compared to n = 4 both for internal strain
constraints and also simply because a larger number of sides
requires more nanocubes.
Further analysis of the SEM images in Figure 4 of n = 3 and 4

nanogons points to the presence of additional magnetostatic
fields at the nanogon vertices. In almost all of the nanogons
shown in Figure 4, there are additional nanocubes at a vertex.
We hypothesize that there are fringing magnetic fields at the
vertices that result in the presence of these additional
nanocubes. Previous measurements and calculations have
shown that nontoroidal flux-closure rings have vortex states
with fringing magnetostatic fields at the vertices,21 and a recent
simulation of the self-assembly of nanocubes with nonzero
electric dipoles into polygons also shows similar vertex
structures.40

In summary, the self-assembly of nanoscale flux-closure
polygons (nanogons) from magnetite nanocubes offers a novel
and potentially powerful route to the formation of distinctive
magnetic structures with unique nanoscale electromagnetic
properties. We have described herein a self-assembly process of
nanogons that occurs when monodisperse magnetite nano-
cubes are synthesized and then cast onto hydrophilic substrates.
The magnetite cubes are single-crystalline, uniform, and
ferrimagnetic based on SEM, TEM, SAED, and VSM
characterization measurements. The nanocubes assemble face-

Figure 3. Representative SEM images of nanogons formed from magnetite nanocubes; n = (A) 2, (B) 3, (C) 4, and (D) 5 polygons showing the
face-to-face packing in addition to the edge and vertex effects. All scale bars are 200 nm.

Table 1. Analysis of Self-Assembled Nanogons

no. of total
nanogons

% of total
nanogons

nanocubes per
polygon

n = 2 5 1.0 36.0 ± 15.5
n = 3 233 32.3 18.6 ± 6.6
n = 4 439 60.7 15.6 ± 6.9
n = 5 31 4.5 22.6 ± 8.7
n = 6 10 1.6 22.8 ± 5.3
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to-face primarily into three-sided and four-sided nanogons, but
we have also observed two-, five-, and six-sided polygons. Angle
strain at a nanogon vertex is compensated for by a slight
curvature of the adjacent nanogon sides. Additionally, extra
cubes that indicate the presence of fringing magnetostatic fields
are frequently attached at the nanogon vertices. Future work
will include learning about the magnetostatic fields and dipoles
that allow these nanogons to form and determining if they have
the interesting vortex magnetic states for nontoroidal geo-
metries that have been both predicted theoretically and
observed experimentally with magnetic force microscopy
(MFM).17,21 We also intend to expand the nanogon self-
assembly process to patterned hydrophobic substrates in order
to better control nanogon formation and generate ordered
nanogon arrays.41,42 We anticipate biofunctionalizing the
surface of the nanocubes as we have done previously with Au
and Si nanoparticles43−45 and then using hybridization-directed
assembly onto patterned nucleic acid surfaces in order to create
patterned nanocube arrays.46−49

■ EXPERIMENTAL METHODS
Synthesis of Magnetite Nanocubes. All chemicals were purchased
from Sigma-Aldrich. The magnetite nanocubes were synthe-
sized by modification of literature procedures.13 Briefly, a three-
neck round-bottom flask was charged with iron(III) acetyla-
cetonate (0.706 mg, 2.00 mmol), oleic acid (1.268 mL, 5.000
mmol), and benzyl ether (10 mL). The key modification to the
procedure was performing the reaction without a magnetic stir
bar, using boiling chips instead. Cubes synthesized with a
magnetic stir bar served as a control (see Supporting
Information Figure S4). The flask was fitted with a
thermocouple, and the mixture was subsequently heated to
290 °C for 30 min. The heating mantle was removed
immediately, and the solution was allowed to cool to room

temperature in air. The mixture was rinsed with a toluene/
hexane mixture (4:1 ratio, 30 mL) and centrifuged at 250g for
10 min. The black precipitate was washed (2×) with
chloroform (30 mL) and centrifuged at 250g for 10 min. The
final black pellet was suspended in 10 mL of chloroform (or left
to dry overnight for magnetic measurements).
Self-Assembly of Nanogons. Silicon wafers and glass slides were

cleaned with O2 plasma prior to using. Solutions of the
nanocubes were left to sit at room temperature for a minimum
of 1 h in order to allow the large aggregates to fall out of
solution. The solutions of the nanocubes (2 μL in CHCl3) were
dropped onto the substrate and left to evaporate. Spin-coating
was also used to generate nanogons. A solution of nanocubes
(50 μL in CHCl3) was spun at 1000 rpm for 15 s.
Concentrations of nanocubes ranging from 0.1 to 4.0 mg/mL
all produced nanogons by both spin-coating and drop-casting.
Spin-coated samples were more uniform, and the density of
nanogons decreased with concentration.
Characterization Methods. Transmission electron micrographs

and electron diffraction images were obtained using a
conventional FEI/Philips CM-20 at 200 kV. Scanning electron
microscopy was performed on an FEI Magellan. Magnetic
properties were measured by vibrating sample magnetometry
using a Quantum Design MPMS SQUID-VSM. Magnetic fields
were only scanned in a range of −10 000 Oe (−1T) to 10 000
Oe (1T) as the materials reached saturation well below this
limit. The magnetization saturation value (Ms) was taken at 10
000 Oe. The coercivity value (Hc) was calculated as the average
of the two values for H when M = 0 in the hysteresis curve,
while the remanence (Mr) was the intercept at H = 0. Powder
X-ray diffraction patterns were acquired on a Rigaku Ultima III
diffractometer with graphite monochromatized Cu Kα radiation
(λ = 1.54178 Å).

Figure 4. SEM images of a variety of n = 3 (A−C) and n = 4 (D−F) sided polygons. (A) A 90° isosceles triangle, (B) strained equilateral triangle,
(C) strained isosceles triangle with an additional cube at the apex, (D) rectangle (almost square), (E) rectangle, and (F) trapezoid. All scale bars are
200 nm.
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