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ABSTRACT: This paper describes a rational strategy to
obtain self-assembled two-dimensional (2D) nanocrystals with
deﬁnite and uniform thickness from a series of molecular Janus
particles based on molecular nanoparticles (MNPs). MNPs are
3D framework with rigid shapes. Three diﬀerent types of
MNPs based on derivatives of polyhedral oligomeric
silsesquioxane (POSS), [60]fullerene (C60), and Lindqvisttype polyoxometalate (POM) are used as building blocks to
construct these amphiphilic molecular Janus particles by
covalently connecting hydrophobic crystalline BPOSS with a
charged hydrophilic MNP. The formation of 2D nanocrystals
with an exact thickness of double layers of molecules is driven
by directional crystallization of the BPOSS MNP and
controlled by various factors such as solvent polarity, number of counterions, and sizes of the MNPs. Strong solvating
interactions of the ionic MNPs in polar solvents (e.g., acetonitrile and dimethylformamide) are crucial to provide repulsive
interactions between the charged outlying ionic MNPs and suppress further aggregation along the layer normal direction. The
number of counterions per molecule plays a major role in determining the self-assembled morphologies. Size matching of the
hydrophobic and ionic MNPs is another critical factor in the formation of 2D nanocrystals. Self-assembly of rationally designed
molecular Janus particles provides a unique “bottom-up” strategy to engineer 2D nanostructures.

■

INTRODUCTION
In supramolecular chemistry,1 the ability to control the spatial
arrangement of molecules via subtle balance of various
secondary interactions is the key to achieve various ordered
nanostructures with diﬀerent scales of hierarchy, which could
possess functions that do not belong to any compositional
subunits.2 As a result, self-assembly of molecules3 has been
widely recognized as a “bottom-up” approach to engineer
advanced functional nanomaterials.4−6 Very recently, there are
rapidly increasing interests in low-dimensional functional
materials.7−10 Reducing the dimensionality of bulk materials
promotes the development of novel materials in many ﬁelds of
nanotechnology.11,12 Two-dimensional (2D) crystalline materials exhibit unique dimension-dependent mechanical,13−16
electric17−19 and optical properties,20−23 demonstrating wideranging potential applications in surface property control,24
structurally reinforced composites,25,26 electronics,11,27 and
energy storage.28
2D materials with high speciﬁc surface areas have been so far
generated mainly via three routes: (i) mechanical or chemical
exfoliation of layered materials such as clays, graphite, boron
nitrides, and many other transition metal compounds;11,12,23
© XXXX American Chemical Society

(ii) direct or templated chemical synthesis on a substrate or
within a preformed framework;21,29−33 and (iii) chemical vapor
deposition.27 Exfoliation typically involves the intercalation and
delamination of corresponding bulk crystals, generally resulting
in single- and multilayered nanosheets with irregular geometry
and nonuniform lateral dimensions.18 Template-assisted
strategy can produce 2D nanosheets in solution, where surface
stabilizing ligands are utilized to prevent vertical growth along
the stacking direction of the crystals and allow only the lateral
growth.21 This method involves the chemical reaction within
the template and only applies to inorganic compounds.
Molecular self-assembly is an alternative approach to produce
low-dimensional materials with micro- to nanometer sizes.4−6,34
A vast majority of the intensively investigated self-assembled
nanostructures are, however, 1D or 0D, such as nanoﬁbers,4
nanotubes,5 and nanoparticles.6 To date, only a few selfassembled 2D nanosheets have been reported, leaving more
strategies and protocols to be demonstrated.35−37
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Figure 1. (a) Structures and estimated sizes of four MNPs used in this study. Yellow-colored sphere represents hydrophobic MNP, while bluecolored spheres represent hydrophilic ionic MNPs. The denoted diameters were estimated by Accelrys Cerius2 software. (b) Chemical structures of
molecular Janus particles: BPOSS-Lind, BPOSS-APOSS, BPOSS-AC60 and DiBPOSS-AC60.

incompatibility of diﬀerent MNPs, only ordered 3D doublelayered structures have been observed in the bulk. It is highly
desired to develop a general strategy to prevent the crystal
growth along the lamellar normal direction for the fabrication
of 2D nanocrystals.
We envision that molecular Janus particles composed of
hydrophobic crystalline MNPs and hydrophilic ionic MNPs
could provide a new and practical platform for directing the
growth of 2D nanocrystals using electrostatic repulsion.
Directional crystallization of the crystalline MNPs in polar
solvents leads to 2D nanocrystal formation. The stacking of
these 2D nanocrystals may be prohibited by the repulsive
interactions introduced by the charges on the surface of MNPs.
In this contribution, we report a potentially general strategy to
create 2D nanocrystals from MNP-based molecular Janus
particles.

Here, we report a rationally designed strategy to generate
self-assembled 2D nanocrystals from a series of molecular Janus
particles without the use of a template or an exfoliation
protocol. Janus particles refer to nanoparticles composed of
distinct parts in composition and/or surface function.38−41
Various methods have been developed for their preparation.
Rich self-assembly behaviors of Janus particles have also been
demonstrated and shown to depend on both of the intrinsic
properties and external stimuli.42−49 Molecular Janus particles
are essentially nanosized amphiphilic molecules with a rigid
three-dimensional (3D) conformation, which can be constructed by covalently connecting precise building blocks
together. Among these promising building blocks are molecular
nanoparticles (MNPs) that refer to shape- and volumepersistent molecules with 3D frameworks, including the
derivatives of polyhedral oligomeric silsesquioxane
(POSS),50,51 [60]fullerene (C60),52,53 and polyoxometalates
(POMs) (see Figure 1).54−56 MNPs have precisely deﬁned
chemical structures, sizes, shape symmetry, and surface
functional groups. They are a new class of building blocks
(or so-called “nano-atoms”) in the construction of giant
molecules and engineering of nanostructures. Molecular Janus
particles are one subclass of these giant molecules.57,58 Two
representative examples of molecular Janus particles have been
reported so far.39,59 Their self-assembly behaviors are dictated
by symmetry breaking in both molecular geometry and
chemical interactions. Because of the similar sizes and chemical

■

RESULTS AND DISCUSSION
Molecular Design and 2D Crystal Formation. As a
general rule, the crystallization of amphiphiles is governed by
the spatial segregation of the amphiphilic moieties. The main
factors that aﬀect the crystallization process and the resulting
structures can be investigated in detail based on the various
combinations of shapes, polarity, etc., provided by the
molecules.60 To extend the family of nonspherical molecular
Janus particles constructed by MNPs, four types of MNPs are
B
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Figure 2. (a) Cartoon illustration of BPOSS-Lind. (b) Bright ﬁeld TEM image of the 2D nanocrystals from slow evaporation of BPOSS-Lind/
acetonitrile solution. The initial concentration is 0.1 mg/mL. The white arrows indicate the overlapped regions. Scale bar: 500 nm. (c) SAED
patterns of one nanocrystal as indicated with the white circle in (b). (d) AFM image in the height mode and the step-height analysis of the 2D
nanocrystals.

Figure 3. Top view (a) and side-view (b) of the simulated molecular arrangements in the 2D plane lattice of the BPOSS-Lind nanocrystals. (c)
SAED patterns of the bulk crystal along the [001] zone. (d) Simulated electron diﬀraction patterns along the [001] zone. The counterions are
omitted in (a) and (b) for clarity.

common structural feature as the combination of one or two
crystalline hydrophobic MNPs and one ionic hydrophilic MNP
(see Figure 1b). Their Janus nature is introduced by the distinct
functionalities of the compositional MNPs. We indeed obtained
2D nanocrystals of these molecular Janus particles under a

selected as the building blocks in this study, and their chemical
structures and estimated sizes are shown in Figure 1a. Three
sets of molecular Janus particles, namely, BPOSS-Lind,
BPOSS-APOSS, and BPOSS-AC60/DiBPOSS-AC60 (see
Figure 1a), were designed and synthesized, which share a
C
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Generally speaking, an environment with lower isothermal
temperature and higher solvent vapor pressure could help slow
down the crystallization kinetics, leading to quality 2D
nanocrystals.
The next question is how to correlate this 2D lattice (Figure
2c) with the 3D crystal structure of this BPOSS-Lind molecular
Janus particle. We found that when switching the solvent to
acetone with lower dielectric constant, diﬀerent self-assembled
morphologies are observed (see Figure S1b (SI)). The SAED
pattern displays many sets of strong diﬀraction spots within one
reciprocal lattice (see Figure S1c (SI)), suggesting that these
crystals are composed of a crystallographic stacking of multiple
layers and thus, are 3D crystals. The small-angle X-ray
scattering (SAXS) proﬁle only shows one diﬀraction peak at
5.48 nm (Figure S2a (SI)), while the wide-angle X-ray
diﬀraction (WAXD) pattern (Figure S2b (SI)) displays many
sharp diﬀraction peaks. Combining SAXS and WAXD data with
the SAED results of the 3D crystals, we determined that the
BPOSS-Lind 3D crystals possess a triclinic unit cell with a =
1.05 nm, b = 0.92 nm, c = 5.48 nm, α = 95.6°, β = 98.1°, and γ
= 96.9° (see the SI for details) with a P1̅ cell symmetry and two
BPOSS-Lind molecules per unit cell (Z = 2). The measured
density of the crystal is 1.47 g/cm3, which is in good agreement
with the calculated density (1.48 g/cm3). Molecular modeling
and crystal packing analysis with the Accelrys Cerius2 software
yields a possible structure of the BPOSS-Lind bulk crystals
grown from the acetone solution, from which molecular
arrangement in the 2D crystals can be deduced (Figures
3a,b). The inner bilayer is made of the crystalline BPOSS cages
and the outer layers are the Lindqvist-POM clusters
surrounded by positively charged tetrabutylammonium (TBA)
counterions (which are not shown in these two ﬁgures for
clarity). It is thus evident the observed SAED pattern of the
BPOSS-Lind 3D crystal along the [001] zone as shown in
Figure 3c not only matches well with the simulated ED pattern
(Figure 3d), but also share obvious similarity to that shown in
Figure 2c, indicating that the 2D nanocrystals do have the same
molecular packing as that in the ab plane of the 3D BPOSSLind crystals.
The formation of 2D nanocrystals may also be inﬂuenced by
the initial concentration of the molecular Janus particles in
solution, in addition to the nature of solvent. Multilayered
nanocrystals were usually obtained in acetonitrile solutions of
BPOSS-Lind with higher initial concentrations (0.03 wt %,
Figure S3a (SI)). However, the SAED pattern (Figure S3b
(SI)) indicates that there is no crystallographic correlation
among the layers, revealing that these nanocrystals were
independently grown from each other and only stack up
during solvent evaporation. It is then concluded that increasing
the initial concentration of the molecular Janus particles only
aﬀects the nucleation density of 2D nanocrystals (and thus, the
number of the crystals). Therefore, initial concentrations of
molecular Janus particles and isothermal temperature during
solvent evaporation are found to aﬀect mainly the nucleation
and crystal growth kinetics, rather than changing the topology
and dimensionality of the resulting crystals.
Driven by the enthalpic interactions of the BPOSS cages,
directional crystallization ﬁrst occurs to form the 2D layered
structures. For BPOSS-Lind, as the 2D nanocrystals are formed
in polar solvents, TBA cations form a diﬀuse layer around the
2D nanocrystals, leaving the surface occupied by LindqvistPOMs with overall net negative charges. These charged
surfaces prevent further aggregation of the layers along the

range of experimental conditions. Further investigation revealed
several critical factors in the formation of 2D nanocrystals,
including the role of solvent, degree of ionization of MNPs and
relative size of paired MNPs, as analyzed by the structure and
morphology of the crystals. To the best of our knowledge, this
is the ﬁrst report to generate 2D nanocrystals from selfassembly of MNP-based molecular Janus particles.
Eﬀect of Solvent on the Formation of 2D Nanocrystals. As BPOSS derivatives have strong tendency to crystallize
by themselves, they are ideal candidates as the hydrophobic
crystalline MNP.39,61,62 Polyoxometalates (POMs) are metal−
oxygen anionic clusters composed of early transition metals
(most commonly molybdenum, vanadium and tungsten) in
their high oxidation states and other heteroatoms (such as
silicon and phosphorus).63 They provide an extensive family of
ionic MNPs with tunable sizes, varied symmetries, selective
chemical modiﬁcation capabilities, and physical properties. A
POSS-POM conjugate (BPOSS-Lind, see Figure 2a) is
synthesized as an amphiphilic molecular Janus particle via the
well-established palladium-catalyzed Sonogashira reaction to
form a chemical linkage between BPOSS and Lindqvist-POM
in good yields.64−66 Experimental details for synthesis and
characterization data of BPOSS-Lind are provided in the
Supporting Information (SI). The Lindqvist-type POM framework (hexamolybdate [Mo6O19]2‑) is selected due to its welldeveloped functionalization chemistry and its comparable size
to the BPOSS cluster (ca. 1.1 nm). The metal−oxygen core size
is around 0.8 nm, but taking two delocalized counterions
(tetrabutylammonium, TBA) into consideration, the overall
size of Lindqvist POM reaches ca. 1.0 nm (Figure 1a).67 The
amphiphilicity of BPOSS-Lind stems from the nonpolar
BPOSS cage and the highly polar, ionic Lindqvist-type POM
moiety.
2D nanosheets can be obtained by evaporation of a dilute
BPOSS-Lind solution (0.01 wt %) in acetonitrile, which is a
good solvent for Lindqvist-POM, but a poor solvent for
BPOSS. Figure 2b is a bright-ﬁeld transmission electron
microscopy (TEM) image of the resulting 2D nanosheets and
shows regular rhombic shaped nanocrystals with lateral sizes in
the micrometer scale. The selected area electron diﬀraction
(SAED) pattern of one individual 2D nanosheet (circled in
Figure 2b) displays four diﬀraction pairs (Figure 2c), indicating
an ordered periodic arrangement of the molecular Janus
particles along the direction perpendicular to the 2D nanocrystal normal. Atomic force microscopy (AFM) in the height
mode (Figure 2d) indicates a thickness of 5.7 ± 0.2 nm. This
value is about twice the length of the BPOSS-Lind molecular
Janus particle along the longest axis (3.0 nm). Strictly speaking,
the self-assembled 2D structure is a limited 3D assembly, since
two layers of molecular Janus particles stack along the layer
normal direction. For simplicity, we called such self-assembled
nanosheets as 2D nanocrystals. From the SAED pattern, the
packing arrangement of the BPOSS-Lind molecular Janus
particles within the 2D plane lattice can be described by an
oblique p-lattice unit cell (Figure 3a).
Similar observations also apply to other polar solvents, such
as dimethylformamide (DMF), in which BPOSS-Lind forms
2D nanocrystals, too (Figure S1a (SI)). It should also be noted
that both temperature and partial pressure of the solvent vapor
during evaporation govern the crystal growth kinetics. Slower
solvent evaporation at ambient temperature yields 2D nanocrystals with larger lateral sizes and more regular crystal shapes
than those grown at elevated temperatures (data not shown).
D
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Figure 4. (a) Cartoon illustration of BPOSS-APOSS. (b) Neutralization reactions between carboxylic acid groups and tetrabutylammonium
hydroxide (TBAOH) or tetramethylammonium hydroxide (TMAOH). (c) Bright ﬁeld TEM image of 2D nanocrystals from slow evaporation of
BPOSS-APOSS/methanol/DMF solution mixed with TBAOH in a 1:2 molar ratio. (d) Selected area electron diﬀraction (SAED) patterns of one
2D nanocrystal in (c). (e) Bright ﬁeld TEM image of 2D nanocrystals from slow evaporation of BPOSS-APOSS/methanol/DMF solution mixed
with TMAOH in a 1:2 molar ratio. (f) SAED patterns of the nanocrystal shown in (e).

via the relative strength of the absorption bands of the -COOH
and -COO− groups (Figure S6 (SI)). It should be noted that
the neutralization reaction is only analyzed by deﬁning a
speciﬁc average number of TBA ions for each APOSS cage.
Solvent evaporation of the BPOSS-APOSS-2TBA solution
in MeOH/DMF yields the 2D nanocrystals shown in Figure 4c.
The SAED pattern (Figure 4d) is strikingly similar to that of
the BPOSS-Lind 2D nanocrystals shown in Figure 2b. AFM
measurements give rise to a crystal thickness of 4.5 ± 0.2 nm,
close to twice the BPOSS-APOSS length along the molecular
long axis (Figure S7a (SI)). With four counterions per APOSS,
the crystal size is signiﬁcantly reduced to sub-100 nm as shown
in Figure S8b (SI). When the number of counterions per
molecule is further increased, only fragmented or dendritic
aggregations are observed (Figure S8c (SI)). This set of
experiments with a varying number of TBA ions per molecule
clearly conﬁrms the signiﬁcant role of negatively charged MNPs
in the growth process of 2D nanocrystals. In the absence of any
counterions, the strong hydrogen bonding between carboxyl
groups on APOSS cages within and between layers allows
crystal growth along the layer normal direction and thus, results
in 3D crystals. With two counterions per APOSS cage, the
electrostatic repulsive interaction prevents aggregation of the
2D double layers along the normal direction and therefore,
results in facetted 2D nanocrystals. When having even more
counterions, the lateral growth of the BPOSS cage crystals is
also hampered. The resulting fragmented or dendritic crystal
morphologies suggest that the stronger electrostatic interactions between the APOSS-6TBA segments and the expanded
conformations of the POSS heads tend to cover the lateral
edges of the center BPOSS core, and thus, limiting the lateral
crystal size.
The impact of the counterion size on the formation of 2D
nanocrystals has also been investigated by using tetramethylammonium hydroxide (TMAOH) with a smaller cation,
instead of TBAOH. The results show very little, if any,
diﬀerence between these two counterions, as illustrated in
Figure 4e. The crystal morphology, SAED (Figure 4f), and even

layer normal direction and thus, stabilize the 2D structure. In
less polar solvents such as acetone, the repulsive forces are
largely reduced due to poor solvating of the TBA ions, and 3D
crystals are thus resulted. In order to provide more evidence for
this speculation, we need to illustrate how the formation of 2D
nanocrystals is aﬀected by the ionic MNPs and the property of
the positive counterions. However, in the case of BPOSS-Lind,
Lindqvist POM is a bivalent cluster and each POM must be
bounded with two counterions. To freely tune the number and
species of the counterions, we need to use diﬀerent molecular
Janus particles.
Eﬀect of Number and Size of Counterions. The eﬀect of
counterions is best illustrated in BPOSS-APOSS (see Figure
4a), which is composed of a hydrophobic isobutyl-substituted
BPOSS and a hydrophilic APOSS substituted with seven
carboxylic acid groups, similar to the previously described
molecular Janus particle.39 Synthesis of BPOSS-APOSS is
straightforward and the experimental details and characterization data are summarized in the SI. Most importantly,
carboxylic acid groups on the APOSS MNP can be neutralized
with tetrabutylammonium hydroxide (TBAOH) (see Figure
4b), resulting in ionized APOSS cages with a tunable number of
charges.
BPOSS-APOSS with no counterions crystallizes in a polar
mixed solvent of methanol/DMF (v/v = 95/5). Slow
evaporation of a solution with initial concentration ranging
from 0.05 to 0.5 mg/mL yields only multiple-stacked crystal
layers (Figure S5 (SI)). Their SAED patterns display pairs of
BPOSS diﬀraction spots generated within a single reciprocal
lattice, indicating the formation of 3D BPOSS-APOSS crystals,
as previously reported.39 To validate the hypothesis that
charged MNPs are essential for the formation of 2D (as
opposed to 3D) nanocrystals, the same counterions (namely,
TBA) are introduced. The molar ratios of BPOSS-APOSS and
TBAOH in the neutralization are varied. The corresponding
products are denoted as BPOSS-APOSS-nTBA, where n is the
average number of TBA ions per APOSS. The neutralization
state can be monitored by Fourier transform infrared (FT-IR)
E
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Figure 5. (a) Cartoon illustrations of BPOSS-AC60 and DiBPOSS-AC60. (b) Bright ﬁeld TEM image by slow evaporation from BPOSS-AC60/
TBAOH (1/4 molar ratio) methanol solution. (c) Bright ﬁeld TEM image of 2D nanocrystals from slow evaporation of DiBPOSS-AC60/TBAOH
(1/4 molar ratio) methanol solution. (d) SAED patterns of the nanocrystal shown in (c).

Table 1. Summary of Conditions for Well-Deﬁned 2D Nanocrystals
sample

solvent

counter ion

molar ratiob

density (g/cm3)

thicknessc (nm)

speciﬁc surface aread (m2/g)

BPOSS-Lind
BPOSS-APOSS
BPOSS-AC60
DiBPOSS-AC60

CH3CN
MeOH/DMFa
N/A
MeOH/DMFa

TBA
TBA/TMA
N/A
TBA

1:2
1:2
N/A
1:4

1.47
1.50
N/A
1.35

5.7 ± 0.2
4.5 ± 0.2
N/A
5.2 ± 0.2

238
296
N/A
283

a
The volume ratio of MeOH to DMF is 95/5. bThe molar ratio refers to molecular Janus particle to counterions. cThe thickness is a statistical value
of more than 15 samples measured by AFM. dCalculation of speciﬁc surface area is illustrated in the SI.

crystal thickness (4.4 ± 0.2 nm, an AFM result in Figure S7b
(SI)) are similar. With increasing the counterion ratio, the
crystal size decreases for BPOSS-APOSS-4TMA and no regular
2D nanocrystals could be formed in BPOSS-APOSS-6TMA
solution. In this case, the number of counterions per molecule
also likely plays a major role in the crystal growth of 2D
nanocrystals.
Eﬀect of MNP Size Matching on 2D Crystal Formation.
As an analysis, a one-to-one conjugate of MNPs with
unbalanced sizes should not favor a ﬂat morphology.68 In the
above-mentioned amphiphiles, the sizes of the hydrophobic and
ionic MNPs are close to each other, and lamellar structures are
thus expected. In order to reveal the eﬀect of MNP size
matching, we designed and synthesized two related molecular
Janus particles, BPOSS-AC60 and DiBPOSS-AC60. In these
materials, the diameter of the carboxyl-functionalized AC60 (∼
1.5 nm) is signiﬁcantly larger than that of the BPOSS (∼ 1.1
nm) (Figure 1). The synthesis is fully described and discussed
in the SI. Each AC60 has 10 carboxylic acid groups, which can
be similarly ionized by adding TBAOH.
No regular facetted 2D nanocrystals were observed when
TBAOH was added to the solution of BPOSS-AC60 in
methanol/DMF (v/v = 95/5) to tune the number of
counterions per AC60 from 2 to 10 (Figure 5b). In contrast,
facetted 2D nanocrystals were obtained in DiBPOSS-A60nTBA solutions, especially at an optimized n value of 4, as
shown in Figure 5c and Figure S9 (SI). The SAED pattern
(Figure 5d) is almost identical to those of the above 2D
nanocrystals, indicating that the crystal structure is again
dominated by the BPOSS cages. These observations validate

our speculation that size matching is a major determining factor
in the formation of 2D nanocrystals. The signiﬁcant size
mismatch between the two MNPs in BPOSS-AC60 hinders or
even prohibits crystallization of the BPOSS cages. Only when
the overall interfacial area of the crystalline BPOSS is equal to
or slightly larger than that of AC60 (as in the case of DiBPOSSAC60) can the 2D nanocrystals be formed. Comparing
crystallization behaviors of these two samples also suggests
that only the double-layered arrangement of BPOSS moiety is
stable enough to form the 2D nanocrystals, since BPOSS-AC60
failed to generate an interdigitated single BPOSS layered
structure that would also have provided more surface area to
accommodate the size mismatch. The double-layered DiBPOSS-AC60-4TBA 2D nanocrystals are 5.2 ± 0.2 nm thick
(Figure S7c (SI)), which matches double the length of the triad
molecular Janus particle along the molecular long axis. Because
of the size diﬀerence of APOSS and AC60, the measured
thickness of 2D nanocrystals of DiBPOSS-AC60 is slightly
greater than that of BPOSS-APOSS-2TBA and BPOSSAPOSS-2TMA.
Speciﬁc surface area is an important parameter of 2D
nanocrystals and can be calculated based on the thickness and
density of the 2D nanocrystals (see the SI for detailed
calculations). For the BPOSS-Lind 2D nanocrystals, the
speciﬁc surface area is 238 m2/g, while the speciﬁc surface
areas of the BPOSS-APOSS-2TBA and the DiBPOSS-AC604TBA 2D nanocrystals are 296 and 283 m2/g, respectively.
Experimental conditions to generate 2D nanocrystals and their
speciﬁc surface area values are summarized in Table 1.
F
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overcome the interlayer hydrogen bonds between the APOSS,
resulting in 2D nanocrystals. However, adding too many
charges associated with one APOSS will eventually also prevent
the lateral growth of the molecular Janus particle crystals. The
issue of size matching becomes a very stringent requirement in
the present system since the structure has to remain ﬂat.
Because of the rigid conformation and persistent shape,
molecular Janus particles with unbalanced MNP component
sizes could not yield e.g. cylinder or sphere structures with a
large curved interface. Thus, when the size is too unbalanced,
the material does not crystallize (e.g., BPOSS-AC60). It is only
when two BPOSS cages are attached to AC60 that a 2D layer
can be formed. The structural organization of the building
blocks in the crystal is further illustrated by the fact that in all
those materials, bilayers are formed. The dimension matching is
not achieved by formation of a single layer with interdigitated
BPOSS cages that would double the interface area. This study
has general implications on understanding of 2D nanocrystal
formation and opens a bottom-up approach toward fabrication
of well-deﬁned 2D nanostructures with potential technologically relevant applications.

The stability of these 2D nanocrystals is originated from the
enthalpic interaction among the crystalline BPOSS cages.
Thermal stabilities of the 2D nanocrystals in the solid state can
be directly associated with their melting temperatures. As a
reference, the 3D crystals of BPOSS-based molecular Janus
particles typically have melting points ranging from 150 to 180
°C (Figure S10 (SI)).39 Therefore, the melting temperatures of
these 2D nanocrystals could be estimated based on the Gibbs−
Thomson relation69,70 to be between 70 and 100 °C, assuming
that the surface free energy is around 30 erg/cm2 and the heat
of fusion of BPOSS is about 5.8 × 108 erg/cm3.70,71 Moreover,
these crystals do not dissolve in highly polar, protic solvents
(such as water) or completely nonpolar solvents (such as
hexane). Further assemblies of the 2D nanocrystals with other
nonionic building blocks could become possible in those
solvents. Nevertheless, the most eﬀective way to further
stabilize these 2D nanocrystals is to adopt chemically crosslinkable MNP building blocks into the molecular Janus particle
so that the morphology of 2D nanocrystals can be ﬁxed by
photochemical cross-linking reactions.72−75 It should be noted
that 2D and even 3D nanostructures with other morphologies
are also possible through careful molecular designs and new
self-assembly strategies. For example, we have shown recently
that 3D hexagonal nanoprisms can be prepared in solution from
a speciﬁcally designed giant surfactants of a hydrophilic C60
tethered with two hydrophobic polystyrene tails.57
While our current focus is on understanding the molecular
mechanism for the formation of 2D nanocrystals through
directional crystallization of molecular Janus particles, we
expect that these 2D nanocrystals may possess similar structural
features common to other low-dimensional materials.11−28
Speciﬁcally, POM may be used as a building block of Janus
particles in these 2D nanocrystals to control the surface
properties, to make structurally reinforced composites, as well
as in applications such as catalysis,76 electrochemistry,77
photochromism, 78 magnetism79 to medicine. 80 We are
currently investigating some of those applications using our
2D nanocrystals.
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CONCLUSION
Self-assembled 2D nanocrystals made of MNP-based molecular
Janus particles are obtained without the assistance of templates
or in a conﬁned environment. A series of BPOSS-LIND,
BPOSS-APOSS, BPOSS-AC60, and DiBPOSS-AC60, have
been synthesized for a systematic study of their structures
and formation conditions (solvent, number and size of
counterions and size of MNPs, see Table 1). They are all
composed of hydrophobic crystalline MNPs (BPOSS cages in
this case) and ionic MNPs. Under selected conditions, unique
self-assembled 2D nanocrystals made of double layers are
obtained. The double layers of crystalline BPOSS cages are
sandwiched between two layers of ionic MNPs. In selected
polar solvents (acetonitrile, DMF, or methanol), solvation of
the counterions creates partially charged 2D nanocrystals and
thus, generates repulsive electrostatic interactions that limit or
suppress aggregation along the layer normal direction. The role
of counterions has been analyzed by tuning both the number
and size of counterions that are bounded to the APOSS in
BPOSS-APOSS molecular Janus particle. Without counterions,
stacks of 2D layers can be obtained due to the interlayer
hydrogen bonding between the APOSS, leading to the
formation of a 3D crystal. When partially neutralized with
TBAOH, the competitive electrostatic repulsive interactions
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