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Abstract: Inorganic layered crystals exemplified by clay minerals can be exfoliated in
solvents to form colloidal dispersions of extremely thin inorganic layers that are called
nanosheets. The obtained “nanosheet colloids” form lyotropic liquid crystals because of the
highly anisotropic shape of the nanosheets. This system is a rare example of liquid crystals
consisting of inorganic crystalline mesogens. Nanosheet colloids of photocatalytically
active semiconducting oxides can exhibit unusual photoresponses that are not observed for
organic liquid crystals. This review summarizes experimental work on the phase behavior
of the nanosheet colloids as well as photochemical reactions observed in the clay and
semiconducting nanosheets system.
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1. Introduction

Inorganic layered compounds are crystalline solids built up from stacked inorganic sheets of around
I-nm thickness. Many layered compounds are known to accommodate guest molecules into their
interlayer spaces, where the incorporated molecules are arranged in unusual manners reflecting two-
dimensionally restricted interlayer arrays, as schematically shown in Figure la [1,2]. This inclusion
phenomenon is called intercalation. The intercalated molecules often exhibit unusual properties that
are not observed in homogeneous states such as solutions [3-8]. When the layered compounds are
electrochemically and/or photochemically active, electronic and energetic communication can occur
between the inorganic layers and the intercalated guest species upon electro- and/or photo-stimuli [9-
12]. Since the layered compounds are rigid solids, they are classified into hard matter, being far from
soft matter exemplified by liquid crystals. Thus, intercalation is regarded as a method to “immobilize”
the guest molecules between the crystalline inorganic layers. Consequently, materials chemistry of
inorganic layered compounds has been recognized as an area of solid state chemistry for a long time.

Figure 1. Schematic representation of: (a) intercalation and (b) exfoliation.
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Recently, another type of interlayer reaction of inorganic layered compounds, which is called
exfoliation, has attracted great attention, as illustrated in Figure 1b [13-16]. By exfoliation, individual
crystalline sheets of layered compounds are liberated from the stacked state. Since exfoliation is
usually carried out in solution systems, the exfoliated “nanosheets” are yielded in colloidally dispersed
state in most cases. However, researches on exfoliation of layered crystals are concentrated on
restacking of the dispersed nanosheets. Restacking is regarded as a bottom-up re-building process of
layered solids. The exfoliation—restacking route has been utilized to incorporate various molecular and
cluster species which often cannot be accommodated in the interlayer spaces by direct reactions of
layered solids with the guest species. Thus, exfoliation (and subsequent restacking) has been
recognized as a method alternative to intercalation for immobilizing functional molecules in the
interlayer spaces of stacked inorganic nanosheets. In contrast, the colloidally dispersed state of the
exfoliated nanosheets has attracted little attention except for the colloids of clay minerals.

We have investigated colloidal states of crystalline nanosheets prepared by exfoliation of inorganic
oxides in recent years, and found that the “nanosheet colloids™ exhibit various unusual properties
which are not observed in layered solids such as parent layered crystals and exfoliated—restacked
assemblies of nanosheets. Our studies demonstrate that the nanosheet colloids are a kind of soft matter
whose structural motif is flexible and relatively loose ordering of the colloidal nanosheets based on



Materials 2009, 2 1736

weak interactions between the inorganic structural units. Moreover, if we use nanosheets of
photocatalytically active wide band-gap semiconductors, we are able to cause photochemical reactions
initiated by photoexcitation of the semiconducting nanosheets and the reactions are controlled by
colloidal conditions of the system. In this review, we summarize our researches and related works of
the nanosheets colloids of layered clay minerals and semiconducting oxides. It covers experimental
results of liquid crystal formation and physical gelation as well as photochemical electron transfer
reactions observed in the nanosheet colloids.

2. Nanosheet Colloid as a Colloidal System of Anisotropic Particles

Nanosheet colloids prepared by exfoliation of layered crystals are members of the colloids of
anisotropic particles such as rods and plates. We call such colloidal systems ‘“anisotropic colloids”
hereafter. The anisotropic particles have larger excluded volumes than spherical ones, and show
specific phase behavior in the colloidal states reflecting the shape of particles. Also, the colloids
anisotropically respond to external fields to exhibit various characteristic behaviors. The exfoliated
nanosheets are plate-like particles with very high aspect ratio because they have thickness of around 1
nm and lateral dimension up to several micrometers. We describe below some fundamental
characteristic properties of the nanosheet colloids represented by liquid crystalline phase behavior.

3. Liquid Crystallinity of the Anisotropic Colloids

3.1. Theoretical backbone

Liquid crystalline phase behavior is one of the most important properties characteristic to
anisotropic colloid. Liquid crystallinity of the colloids means that the particles are dispersed in the
solvent with orientational order. A colloid that is isotropic at low particle concentrations transits to a
biphasic mixture of isotropic and nematic phases, and finally to a single nematic phase as a result of
entropic driving force; thus, the liquid crystalline behavior is lyotropic.

This behavior is basically explained by the Onsager theory based on the excluded volume effect
[17,18]. Since anisotropic particles have large excluded volumes, freedom of particle movement is
restricted at high particle concentrations due to overlap of their excluded volumes to induce entropic
loss. Such a system can be thermodynamically stabilized if part of the particles are orientationally
ordered because total entropy of the system, which is composed of the arranged particles retaining
translational freedom and the residual ones whose excluded volume is recovered, becomes larger than
that assumed for the all-isotropic system with the restricted excluded volume. These situations are
schematically shown in Figure 2. The Onsager theory gives a fundamental theoretical framework to the
phase behavior of anisotropic colloid, and there are many studies on improvement of the theory and
simulation experiments [18-25].
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Figure 2. Schematic representation of the isotropic—mematic phase transition in an
anisotropic colloid. The colloidal particles (represented by a rod) are randomly dispersed to
form an isotropic phase at a low concentration (a). However, such an orientation becomes
impossible by overlap of excluded volume (represented by an ellipse surrounded with
dashed line) of the particles at a high concentration (b). When a part of the particles are
orientationally ordered to form a liquid crystalline phase, excluded volume of the residual
particles is recovered (c).
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3.2. Historical overview

As to experimental studies of anisotropic colloid, liquid crystalline behavior of the colloids of virus
rods [26], V,0s rods [27], and clay plates [28] had been reported in early 20th century; the Onsager
theory was established on the basis of these observations. However, relatively few experimental
investigations had been conducted successively after these historical works, and many of the studies
were related to the colloids of rods [29-42]; thus, the anisotropic colloids, in particular colloids of
plate-like particles, had been “forgotten systems” for a long time. This situation has been changed from
the end of the past century, since two groups, Lekkerkerker et al. [43] and Davidson et al. [44], began
systematic investigations. Liquid crystalline phase behavior of boehmite [45-47] and goethite [48-53]
rods, and gibbsite [43,54-64] and nickel hydroxide [65] plates has been studied and discussed in
relation to the theoretical considerations. Recently, liquid crystallinity of the colloids of functional rod-
like particles exemplified by DNA [66-68], metal [69,70] and semiconductor [71-76] nanorods, and
carbon nanotubes [77-81] has attracted attention from a viewpoint of applying these nano-objects to
advanced materials.

3.3. Clay colloids

Among various layered materials, smectite-type clay minerals are most widely known and have
long been investigated. Figure 3 represents the schematic structure of montmorillonite, a typical
smectite-type clay mineral [2,82]. The aluminosilicate layer of montmorillonite is composed of two
corner-shared SiOy tetrahedral sheets sandwiching an edge-shared Al(O,0OH)s octahedral sheet. The
clay layer is characterized by permanent negative charge due to isomorphous substitution of AI**
atoms of the octahedra for lower valent cations (Mg”"). To compensate the negative charge,
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exchangeable cations (Na') are present in the interlayer spaces. The interlayer cations are easily
solvated by polar solvents, allowing the smectite-type clays to undergo exfoliation. In addition to
the permanent charge, pH-dependent charge is present on the edges of clay layer; AI-OH (or Si—-OH)
groups at the edges are present as different states depending on pH of the solution: AI-OH," (at low
pH), AI-OH (at medium pH), and Al-O" (at high pH).

Figure 3. Crystal structure of smectite-type clay, montmoriilonite.
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Other than montmorillonite, there are several kinds of smectite-type clay minerals (e.g., saponite,
hectorite, beidelite, and nontronite), which differ in chemical composition and the type of isomorphous
substitution. Most of these clay minerals occur naturally in earth soils, whereas the composition,
isomorphous substitution, impurity level, and crystallinity of the clays differ depending on the
production areas. Synthetic clay minerals, which are suitable for chemical experiments due to lower
impurity content, are also available.

Liquid crystalline behavior of clay colloid was observed at first for bentonite clay (a natural clay
mainly composed of montmorillonite) by Langmuir in 1938 as mentioned above [28]; nevertheless, the
next unambiguous evidence for the liquid crystallinity of clay colloid has not been reported for a long
time. In 1996, Gabriel et al. recalled the liquid crystallinity of clay colloid, and presented a phase
diagram of colloidal systems of bentonite and hectorite [44]. Their result triggered studies of the phase
behavior of clay colloid [83-95], but the discussion has not reached a common conclusion. This is
probably due to gelation of clay colloid, the behavior which usually competes with the isotropic—
nematic phase transition. In the gelled clay colloids, spontaneous orientation of clay platelets reflecting
liquid crystallinity is difficult to be obtained because shear-induced orientation, which is unavoidable
in handling of the samples (such as mechanical stirring of the colloids), is not relaxed in a short period
to arrest the particles in a non-equilibrium state [44,96]. In addition, clay colloids have been thought
for a long time to form ‘“house-of-cards” structures where the clay platelets are assumed to be
distributed randomly [82]. This idea does not easily accept the orientational ordering of the clay
particles characteristic to the liquid crystalline phase.

However, Michot et al. have recently succeeded in observing the phase behavior with separation of
the isotropic—nematic transition and gelation by the use of nontronite clay [96,97]. Figure 4 shows a
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typical phase diagram. It clearly shows lyotropic phase transition from isotropic to biphasic and finally
to nematic with increasing the particle concentration. This result and some other results
described below demonstrate that the lyotropic liquid crystalline behavior is a common property of the
nanosheet colloids prepared from layered compounds. The diagram also indicates an electrolyte effect
that is aggregation of the platelets at high electrolyte concentrations by screening of the electric double
layer; hence, stable colloidal dispersions and thus the liquid crystals are observed at appropriately low
electrolyte concentrations.

Figure 4. Phase diagram of an aqueous colloid of nontronite clay [96]. Copyright (2006)
National Academy of Sciences, USA.
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3.4. Layered phosphate

In 2001, Gabriel et al. reported phase behavior of nanosheet colloid prepared from layered
phosphate H3Sb;P,0,4 [98], the work which has sparred extension of the liquid crystalline behavior of
inorganic nanosheets to layered compounds other than clays. The layered phosphate spontaneously
swell in water, similarly to the clay minerals, to form colloidally dispersed nanosheets. Phase behavior
of H3SbsP,014 nanosheet colloid is basically the same as that of clay colloid as characterized by the
isotropic—biphasic—liquid crystalline transition. Differences are that the liquid crystalline phase is
lamellar and that the phase transition from isotropic to biphasic is observed at a much lower nanosheet
concentration than that of the clay system. The latter is ascribed to large lateral size of the nanosheets
as described below.

3.5. Layered niobates and titanates

We reported lyotropic liquid crystalline behavior of nanosheet colloid of layered niobate K4NbsO7
for the first time in 2002 [99]. The layered structure of K4NbsO;7 consists of corner- and edge-shared
NbOg octahedra and interlayer exchangeable K ions, as shown in Figure 5a. Exfoliation is achieved
by exchange of the interlayer cations for propylammonium ions that are introduced as an exfoliating
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reagent. Since we prepared large nanosheets by exfoliating large crystals of the niobate, the obtained
liquid crystal showed gravity-induced macroscopic orientation. We also prepared the niobate
nanosheet colloids with controlled nanosheet sizes by exfoliation of single crystals and subsequent
ultrasonic irradiation [100]. Figure 6 shows phase transition concentrations (isotropic—biphasic and
biphasic—liquid crystalline) of the niobate nanosheet colloids as a function of the aspect ratio (average
lateral dimension of the nanosheets divided by their thickness), comparing with those found in
previous experimental studies of the colloids of plate-like particles and in a theoretical study reporting
numerical solution of the Onsager theory [101]. The phase transition concentrations decrease with
increasing the aspect ratio of the nanosheets, and basically agree with the theoretical values. This
diagram explains that the phase behavior of niobate nanosheet colloid is basically compatible to the
theoretical regime of Onsager. The nanosheets with larger aspect ratio (namely, larger lateral size)
have larger excluded volumes, and thus lead to lower phase transition concentrations.

We also confirmed that some other layered niobates and titanates—HNbs;Og, HTiNbOs, and
H; 07T1; 7304—form liquid crystalline phases [102,103]. These protonic compounds and K4NbsO,;
have similar structures and physicochemical properties; they are structurally related to each other, as
shown in Figures 5b—d, and exhibit semiconductor photocatalysis. The protonic layered niobates and
titanates are exfoliated in water by using tetrabutylammonium ions as the exfoliating reagent to form
nanosheet colloids. The obtained nanosheet colloids show liquid crystalline behavior essentially the
same as that of K4NbsO;7. However, phase transition concentrations vary with the exfoliated species at
a similar lateral dimension of the nanosheets. Colloids of the protonic niobates and titanates all show
higher isotropic—biphasic transition concentrations than K4NbsO;7. Thus, liquid crystalline phases of
these protonic oxides are less stable than K4NbeO;7. The less stable liquid crystalline phases are
probably related to flexibility of the nanosheets and incomplete exfoliation for these layered niobates
and titanates. The layered crystals other than K4NbsO,7 are exfoliated into monolayer-type nanosheets,
whereas K4NbgO;7; forms bilayer-type nanosheets because of its characteristic layered structure
[104,105]. Therefore, the nanosheets of these oxides should be more flexible than those of K4NbsO,7;
the flexibility of the nanosheets can reduce the effective lateral size (persistence length) of the
nanosheets. Also, incomplete exfoliation would lead to increase in the nanosheet thickness (decrease in
the aspect ratio) and decrease of number density of the nanosheets (decrease in the total excluded
volume). These situations lead to decrease in the total effective excluded volume, resulting in the
destabilization of liquid crystalline phases.

Layered niobate K4NbsO,7 can become dispersed in nonpolar organic solvents after modification of
the sheet surfaces with hydrophobic species [106]. The surface modification is achieved by covalent
attachment of octadecyltrimethylsilane molecules onto the niobate layers through pre-intercalation of
bulky organoammonium ions into the interlayer space of K4NbsO7; and subsequent silane coupling
reaction with the organosilane species. The silylated niobate forms stable colloidal dispersion in
chloroform, where stacking of the niobate layers is lost as evidenced by X-ray diffraction. The
obtained chloroform suspension exhibits lyotropic liquid crystallinity.
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Figure 5. Crystal structure of layered niobate and titanates that have intercalating
reactivity and semiconductor photocatalytic activity: (a) K4NbsO;7, (b) HNb3Og, (c)
HTiNbOs, and (d) H;07Ti;.7304. Squares and circles indicate NbOg or TiOg octahedra that
form oxide layers and interlayer exchangeable cations (K™ or H"), respectively.
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Figure 6. Relationship between aspect (diameter to thickness) ratio of colloidal disks and
the transition concentrations ¢ (isotropic—biphasic) and ¢ ¢ (biphasic—liquid crystalline)
observed for the niobate nanosheet colloid with those in the literatures [100]. Solid and
dashed lines represent the theoretical values numerically calculated based on the Onsager
theory. The down arrows indicate that the transition concentration was not determined but
is lower than the value indicated by the symbols. Reprinted with permission from Ref.
[100]. Copyright 2004 American Chemical Society.
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3.6. Layered hydroxides

Liquid crystalline behavior of colloidal dispersions of layered double hydroxides (LDH)
Mg AL(OH)](A" )y»'mH,O (A" : inorganic or organic interlayer anions compensating the positive
charge of the [Mg, ,Al(OH),]*" layers) has recently been discovered [107-109]. The LDH crystallites
are dispersed in water as platy particles. The phase transition occurs at relatively high particle
concentrations (>10wt%) compared with those of the colloids of exfoliated nanosheets described
above. This is explained by that the LDH crystals are not exfoliated to the nanosheets but present as
thick platelets (thickness of several nanometers) whose excluded volume is not as large as that of
exfoliated nanosheets because of relatively low anisotropy. The obtained liquid crystalline phase is
usually assigned to nematic but to lamellar in some cases depending on the surface charge density of
the LDH platelets, suggesting contribution of electrostatic interactions between the colloidal particles
to the phase behavior.

Layered copper hydroxycarboxylates Cu,(OH)4 (C,H,+1COQO), (n = 7-12) form stable colloidal
dispersions in toluene and exhibit liquid crystallinity induced by lyotropically as well as
thermotropically [110]. The layered compounds are suspended as platy particles with thickness of
several tens of nanometers. The obtained colloids with concentrations of several weight percents are
separated into the particle-suspended and pure solvent phases, and the former phase show lyotropic
liquid crystallinity. However, the liquid crystalline phase is observed only below 54—-83 °C depending
on carbon number (n) of the alkyl chains; the colloids form transparent isotropic phases over the phase
transition temperature.

3.7. Phase separation in multi-component anisotropic colloids

Anisotropic colloids composed of more than two kinds of particles with different shape show richer
phase behavior than single-component colloids. This is theoretically predicted and experimentally
confirmed. For example, three-phase coexistence (one isotropic and two nematic phases) is proposed
for a double-component colloidal system of rods and discs by calculation [111], and a corresponding
experimental system composed of boehmite (AIOOH) rods and gibbstite (Al(OH)3) plates shows five-
phase coexistence (isotropic, rod-dominant nematic, plate-dominant nematic, unidentified nematic, and
columnar phases) [112,113].

These results indicate that the phase separation of multi-component anisotropic colloid induces
fractionation of the dispersed particles based on their shape. The fractioned components composed of
the morphologically similar particles form their own liquid crystalline domains that are structurally
different from each other reflecting the shape of particles. Structure of the multi-phase coexisting
colloids can also be recognized hierarchically; individual particles form a liquid crystalline domain and
the domains are collected to give a higher-order structure of the colloids.

We have prepared a binary anisotropic colloid composed of two kinds of nanosheets prepared by
exfoliation of montmorillonite clay and layered niobate [114]. Optical microscope observations
indicate that the obtained colloid, called clay—niobate colloid hereafter, is apparently homogeneous in
macroscopic (~sub-mm) scale to show liquid crystallinity. However, spectroscopic observations by
using an organic dye as a probe evidenced demixing of the clay and niobate nanosheets at microscopic
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level. Visible spectroscopy of the clay—niobate colloid added by a cationic organic dye indicates that
the dye molecules are selectively adsorbed on the clay nanosheets because of hydrophobicity of the
clay surface, and that the dye adsorbed on the clay platelets does not show spectral dichroism. These
facts mean that the clay particles are isotropically dispersed in the clay—niobate colloid; thus, the clay
nanosheets do not contribute to the liquid crystallinity of the colloid. Consequently, in the clay—niobate
colloid, the clay and niobate nanosheets are phase-separated to form isotropic and liquid crystalline
domains, respectively.

Other examples of multi-component colloid related to inorganic nanosheets are found for clay
nanosheets and LDH platelets. A binary colloid system composed of clay nanosheets and Fe,Os
spherical nanoparticles shows phase separation of the two colloidal particles at a microscopic level
similarly to the clay—niobate colloid although both of the particles are isotropically dispersed [115]. A
system of LDH platelets and poly(ethylene glycol) polymers show multi-phase coexistence including
plural liquid crystalline phases [116]. A recent paper indicates phase separation of an aqueous colloidal
dispersion of manganate nanorods added by graphene oxide nanosheets, which enrich the nanorods at
the air-water interface and thus induce orientational ordering of the concentrated rods at the interface
[117]. On the other hand, a colloidal mixture of clay nanosheets and surface-modified carbon
nanotubes has been reported to form a homogeneous suspension [118]. In this system, the clay
nanosheets have been assumed to adhere to the surface of the carbon nanotubes. This alters the surface
property of carbon nanotubes to hydrophilic, and thus increases their dispersibility.

4. Ordering of the Nanosheets by External Forces

Orientation of the colloidally dispersed anisotropic particles containing nanosheets can be
anisotropically arranged in macroscopic scale by applying external fields such as shear, electric, and
magnetic fields because of the anisotropic interactions of the particles and fields. The anisotropic
orientation is optically detected by characteristic birefringence.

Even below the critical concentration of isotropic-to-liquid crystalline phase transition,
birefiringence due to nanosheet orientation is observed when the nanosheets are under shear flow; this
phenomenon is called flow-birefringence. An isotropic niobate nanosheet colloid in a test tube shows
clear flow-birefringence when the tube is rotated [100]. This birefringence is temporal and gradually
disappears after termination of the rotation. The relaxation time becomes longer as the concentration of
the isotropic colloid approaches to the critical concentration of the isotropic—biphasic transition. Flow-
birefringence is due to temporal ordering of the anisotropic particles by shear flow. Structural
investigation by small-angle scattering techniques showed that clay nanosheets (hectorite and
montmorillonite) under shear are preferentially aligned in the direction of flow under low shear, while
that the oriented structure is broken under very high shear [119-121]. Shear-induced orientation has
also been reported for the colloidal mixtures of clay nanosheet and polymers such as hectorite—
poly(ethylene oxide) [122-125] and montmorillonite—polybutadiene systems [126]. Temporal birefrin-
gence is also induced by electric field as known as electro-birefringence. Electro-birefringence of
clay colloids was discovered in early 1960s, and have continuously been studied by a few research
groups [127-135].
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Liquid crystal phases of magnetically active nanosheets are readily aligned macroscopically by a
moderate magnetic field. V,0s ribbons form a single oriented domain by applying a magnetic field of
1 T for 5 min or 0.3 T for 2 h [136-138]. Nanosheets of nontronite clay which has ferric ions in the
AlOg octahedra are also oriented by a magnetic field of 1 T [96]. The macroscopic alignment of the
liquid crystalline phases are applicable for the synthesis of ordered porous monoliths [138] and
anisotropic media for NMR measurement of nonlabeled biomolecules [137].

Diamagnetic nanosheets can be magnetically aligned if a strong magnetic field is applied for a long
time, as reported for the liquid crystalline phase of H3;SbsP,O;4 [98] and a birefringent gel phase of
fluorohectorite [139]; magnetic fields of 18.7 T for 10 min and 2 T for 36 h are required for the
phosphate and clay, respectively. Niobate nanocrystals and nanoscrolls prepared by exfoliation of
K4NbgO;7 can be aligned without surface modification by applying a strong magnetic field of ~12 T
[140]. However, alignment of diamagnetic nanosheets with a magnetic field is enhanced by modifying
the colloidal nanosheets with magnetic species. Kim et al. have reported alignmnent of exfoliated
nanosheets prepared from perovskite-type niobate HCa,Nbs;O;y by attaching magnetite nanoparticles
through linker molecules covalently bound to the niobate surfaces [141].

Magnetic alignment of nanosheet has been applied to control optical properties of nanosheet
colloids. Ida et al. have investigated photoluminescence of magnetically aligned nanosheet colloids of
perovskite-type layered oxides KoLn,Ti3049, KoLnyNb,O7, and Rb,Ln,Ta,O7 (Ln = Gd, Eu, Tb) [142].
They have indicted that luminescence intensity due to the rare earth ions embedded in the oxide layers
depends on the angle between the direction of incident beam for excitation and that of magnetic field
to show dichroic behavior. Emission intensity becomes a maximum when the excitation beam is
perpendicular to the magnetic field, and is reversibly controlled by alteration of the direction of

external field, as shown in Figure 7.

Figure 7. Modulation of emission intensity of a Gd; 4Eu¢Ti30;9 nanosheet colloid with
applying a perpendicular or parallel magnetic field applied (Aex: 250 nm and Aep: 614 nm)
[142]. Reprinted with permission from Ref. [142]. Copyright 2007 American Chemical
Society.
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5. Physical Gelation of the Nanosheet Colloids
5.1. Gelation of clay colloid

Colloids of smectite-type clay minerals are gelled at enough high concentrations of the clay. This
property has been one of central interests of clay colloid science from the viewpoints of condensed
matter physics and many practical applications for paints, cosmetics, drilling fluids, etc. Sol-gel phase
transitions of clay colloids of Laponite (synthetic hectorite) and montmorillonite have been
investigated as functions of clay concentration and ionic strength of added indifferent electrolytes
[44,143]. The sol-gel transition is observed at a clay concentration of 1-2wt% and this critical
concentration depends on the ionic strength. Clay particles are flocculated at very high ionic strength
as is the general behavior of colloid systems. However, the phenomenon is complicated and
problematic. Since the sol—gel transition is very slow, it continues for a time scale of years. Insufficient
washing of the clay particles often carries over electrolytes to the system as impurities to give incorrect
phase diagrams. Although numerous studies of clay colloid have been carried out, “there is not yet a
clear and convincing explanation” [86,92].

5.2. Consideration by classical theorems of viscosity

A classical description of relative viscosity 7. of a colloidal system is given by the Einstein
equation:

m=1+K¢ (1)

where K is the constant, being 2.5 for spheres and >2.5 for anisotropic particles, and ¢ is the colloid
concentration. This equation rationalizes the viscous nature of colloidal dispersions of anisotropic clay
particles and larger viscosity for more concentrated clay colloids. However, it does not predict the
rheological behavior, in particular the concentration-induced gelation of clay colloid.

We may also recall the general relationship between the viscosity and the molecular weight of a
dispersoid. Limiting viscosity [77] of a chain polymer solution is expressed by the Mark—Houwink—
Sakurada equation:

[7] =k M )

where M is the molecular weight of polymer and &k and a are constants. If we assume the nanosheets as
inorganic polymers, we expect larger viscosity for the colloids of nanosheets with larger sizes.
Actually, the niobate nanosheet colloid with the average lateral nanosheet size of 7.8 um shows over
50-times larger kinematic viscosity than that with the nanosheet size of 0.15 pum at the volume fraction
0f 0.7% [100].

However, clay colloid shows different behavior. Colloids of Laponite are very viscous and give a
sol—gel transition concentration (below 0.5% of volume fraction) much lower than that of the niobate
system [44,143] although the lateral size of Laponite platelets (around 25 nm [144]) is much smaller
than the niobate nanosheets. Clay colloids of montmorillonite and nontronite minerals with controlled
nanosheet sizes show an abnormal trend: larger viscosities for smaller nanosheets [91,97,145]. For
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example, montmorillonite colloids with average nanosheet sizes of 410 and 75 nm are gelled at 20 and
14 g L', respectively. Hence, the simple classical descriptions are not enough for understanding the
gelation of clay colloid.

5.3. Structural model of gelled clay colloids

Two incompatible structures—“house-of-cards” and glass-like structures—have been proposed for
the structure of gelled clay colloids [92]. The “house-of-cards™ structure is a classical model that
assumes formation of a large network structures by electrostatic attraction between the negatively
charged surfaces and positively charged edges of the clay platelets [82,92,121,146,147]. The network
structure has been supported by small-angle scattering measurements [121,143,148-151]. The obtained
scattering profiles are assigned to fractal-like superstructures. However, positive charges of the
nanosheet edges are effective only at low pHs, where the AI-OH or Si—OH groups are protonated, as
verified by {-potential measurements [152]. Because the sol—gel transition of clay colloid is observed
even at higher pHs, the formation of “house-of-cards” structure cannot be the only cause of the sol-gel
transition. Surface-to-surface interactions should contribute to the gel structure.

The glass-like structure assumes electrostatic repulsion between the anionic clay platelets, the
repulsion which leads to arrest of the clay particles [95,143,153]. Mourchid et al. have reported that
the osmotic pressure of Laponite colloid is always positive and it decreases with increasing ionic
strength, confirming that the repulsive interaction dominates in this system [83,143,148]. Moreover,
Michot et al. have recently investigated nontronite colloid with varied nanosheet sizes, nanosheet
concentrations, and electrolyte concentrations. They have shown that the plots of yield stress and
viscosity against nanosheet concentration are expressed by a simple theoretical master curve after
correction of the nanosheet concentration for Debye screening length and excluded volume of the
platelets, and concluded that only repulsive interactions are present in the system [91,97,145].
However, the presence of long-range structures found in small-angle scattering experiments in the
colloids [121,123,148-151] are not compatible with this repulsion-only model as Mourchid et al.
themselves have questioned [143].

Recent studies propose that both the types of the gel phases are present in a phase diagram of clay
colloid. Tanaka et al. have proposed that the apparent gelation of clay colloids is classified into liquid—
glass and sol—gel transitions [90,153], which give three different gel phases: (i) repulsive glass
(Wigner glass) stabilized only by electric repulsion, (ii) attractive glass stabilized by both attractive
and repulsive intereactions, and (iii) attractive gel with large network structures formed through
electrostatic attractive interactions. The phase diagram of montmorillonite colloid obtained by Abend
and Lagaly is consistent with this theory [154]. The rheological behavior of montmorillonite colloid
added by electrolytes supports this model [155,156]. Viscosity of the colloid decreases by adding small
amounts of electrolyte, and then steeply increases by adding larger amounts of them. It is explained
that the electrostatic repulsion between the clay nanosheets, the interaction which stabilizes the
repulsive gel, is screened when small amounts of electrolyte are added, while that the attractive
interactions between the clay particles dominate at higher salt concentrations to generate the network
structure of the attractive gel. When an acid is added as the electrolyte, the changes in rheological

behavior occur at lower concentrations due to more positive charges at nanosheet edges at lower pHs.
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Figure 8. Photograph of a niobate nanosheet colloid (a) before and (b) after gelation
induced by addition of H,SO4 [158]. Reprinted with permission from Ref. [158]. Copyright
2003 American Chemical Society.

(a) (b)

Figure 9. Variations in kinematic viscosity of the niobate nanosheet colloids with pH
(open circles), and titration curves of the colloids (relationship between pH and
concentration of H,SO4 added) (filled circles) [158]. Concentration of the colloids are (a)
7.3,(b) 2.4, and (¢) 0.8 g L™ of [NbsO17]*, respectively. For the colloid with 7.3 g L' of
[NbsO17]*, viscosity is too high to be measured at pHs indicated by the arrows on the top.
The dashed lines show pHs where [SO,S]=0. Reprinted with permission from Ref. [158].
Copyright 2003 American Chemical Society.
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5.4. pH-induced gelation

We have discovered that the colloid of layered niobate K4NbsO,7; nanosheets exhibits pH-induced
gelation that had not been reported in previous studies of nanosheet colloids [157,158]. Although the
as-prepared niobate nanosheet colloid (pH 10) is a fluid sol, it becomes viscous with the addition of
H,SO4 or HCI to be gelled at around pH 1.5, when the concentration of the niobate is enough high
(~10 g L ™). The photograph and pH—viscosity relationship of the gelled sample are shown in Figures 8
and 9, respectively. Optical microscope observations reveal that the orientationally ordered niobate
nanosheets present in the colloid before gelation are gathered to form domains with the size of
submillimeters, indicating that the gels are hierarchically constructed.

6. Photochemical Functions of the Niobate Nanosheet Colloids

Layered niobates have been known as semiconductor photocatalysts, and actively investigated the
photocatalysis for water splitting for more than 20 years [159-167]. Among the investigations,
exfoliated niobate nanosheets have often been utilized as building blocks of nanostructurally designed
photocatalysts; for example, high-surface-area materials are obtained by exfoliation—reconstruction of
layered niobates [168,169]. However, the niobate nanosheet colloids in as-prepared states have
scarcely been investigated because such colloids contain organoammonium cations (typically
tetrabutylammonium (TBA") ions), which are introduced to the system as the exfoliating reagent and
present as counter cations of the negatively charged niobate nanosheets [104,170-172]. Since the
organic cations can be sacrificially decomposed through oxidation by the positive holes
photogenerated in the semiconducting niobate layers upon photoirradiation to complicate the net
reaction, the as-prepared nanosheet colloids accompanied by the organic species have not been
welcomed as photocatalytic systems.

However, Osterloh and coworkers have recently studied photocatalysis of the as-prepared colloidal
niobate nanosheets [173-176]. Nanosheet colloids of layered niobates HCa;Nb;O;¢ and K4NbsO;7 were
found to photocatalytically generate hydrogen from water. An interesting finding is that whether or not
the organic exfoliating reagent works as a sacrificial donor in the photocatalytic reaction is dependent
on the species; TBA" cations do not participate the photocatalysis although propylammonium ions
enhance the photocatalysis. Both of the systems exhibit enhanced photocatalytic activities after
deposition of Pt as a cocatalyst, as in the case of TiO, photocatalysis.

Because the photocatalytic activity of the niobates can be utilized for photochemical reactions other
than the hydrogen evolution, photochemical application of the niobate nanosheet colloids is not limited
to the water splitting [177-184]. We have paid attention on photochemical function of the clay—niobate
colloid, which has the phase-separated domains of clay and niobate nanosheets and exhibits selective
adsorption of organic cations onto the clay nanosheets as described above [114]. The phase-separated
colloidal structure means spatial separation of the clay and niobate domains with maintenance of the
mobility of nanosheets. Thus, we can introduce spatially separated two functional moieties into the
colloids: photocatalytically active niobate nanosheets and functional organic species (such as dyes)
selectively adsorbed on the clay nanosheets.
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We have investigated photoinduced electron transfer in the clay—niobate nanosheet colloids by
assigning the two nanosheet domains to electron donating and accepting moieties [185,186]. The
niobate nanosheets are used as electron donors and methylviologen (MV>") cations the latter which are
adsorbed on the clay nanosheets as electron acceptors. Figure 10 schematically shows the
photochemical event in this system.

Figure 10. Schematic representation of the photoinduced electron transfer in the clay—
niobate nanosheet colloids added by methylviologen (MV*") species as electron acceptor
[186]. Reprinted with permission from Ref. [186]. Copyright 2009 American Chemical

Society.
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The colloid causes electron transfer from the semiconducting nanosheets to the MV>" acceptors to
form methylviologen radical cations (MV"™") upon band-gap excitation of the niobate nanosheets with
UV-irradiation under a nitrogen atmosphere, which is spectroscopically monitored by the formation of
MV cations. The photochemical behavior of this system is characterized by controllability of both the
yield and stability of the photoproduct by the clay content. Figure 11 shows the amount of MV™
cations in the colloids with various clay contents and their time-dependent decay after termination of
the irradiation. The yield (maximum conversion) and lifetime of MV™" vary in the range of 8 to 70%
and 10 min to 40 h, respectively, depending on the clay content, indicating that rather efficient and
very stable photoinduced charge-separation is achieved under the optimum conditions. Rheological
measurements indicate that the coexistence of clay nanosheets increases the viscosity of the colloid,
and that the largest yield and lifetime of the MV™" species are obtained at a moderate viscosity. Thus,
the efficient and stable photoinduced electron transfer occurs under appropriately mobile conditions
for the niobate and clay nanosheets.
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Figure 11. Time courses of the concentration of MV species observed after termination
of UV-irradiation in the clay—niobate colloids added by MV*" with composition of
[clay] = 1 (a, open diamonds), 5 (b, filled diamonds), 10 (c, open circles), 20 (d, filled
circles), 25 (e, open triangles), and 30 (f, filled triangles) g L™, [niobate] = 1 g L' and
[MV*]=0.1 mmol L™ [186]. Reprinted with permission from Ref. [186]. Copyright 2009
American Chemical Society.
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7. Concluding Remarks

We have reviewed new aspects of inorganic nanosheets as the component of functional anisotropic
colloids. Permanent liquid crystal phases with optical anisotropy have been reported for nanosheet
colloids and their phase behaviors are basically consistent with the theoretical prediction based on the
excluded-volume effect. External forces such as magnetic, electric, and shear forces are effective to
cause temporal orientation of nanosheets or to obtain a macroscopically aligned single domain of the
liquid crystal phases. Due to complicated interactions among the highly anisotropic particles, the
nanosheet colloids undergo intriguing sol—gel transitions. Due to the distinctive features, the nanosheet
liquid crystals will find versatile applications for anisotropic reaction media, and templates for ordered
nanostructures, electric and optical devices, photofunctional materials.

Acknowledgment

We thank the financial supports by a Grant-in-Aid for Scientific Research (No. 20550171) from
Japan Society for the Promotion of Science (for T. N.), Reimei Research Program of Japan Atomic
Energy Agency (for N. M.), and Nippon Sheet Glass Foundation for Materials Science and
Engineering (for N. M.).



Materials 2009, 2 1751

References

1. O'Hare, D. In Inorganic Materials; Bruce, D.W., O'Hare, D., Eds.; John Wiley & Sons:
Chichester, UK, 1993; pp. 171-254.

2. Auerbach, S.M., Carrado, K.A., Dutta, P.K., Eds. Handbook of Layered Materials; Marcel
Dekker, New York, NY, USA, 2004.

3. Suib, S.L. Zeolite and layered materials. Chem. Rev. 1993, 93, 803-826.

4 Ogawa, M.; Kuroda, K. Photofunctions of intercalation compounds. Chem. Rev. 1995, 95,
399-438.

5. Shichi, T.; Takagi, K. Clay minerals as photochemical reaction fields. J. Photochem. Photobiol.
C 2000, 7, 113-130.

6. Takagi, S.; Eguchi, M.; Tryk, D.A.; Inoue, H. Porphyrin photochemistry in inorganic/organic
hybrid materials: clays, layered semiconductors, nanotubes, and mesoporous materials. J.
Photochem. Photobiol. C 2006, 7, 104-126.

7. Ruiz-Hitzky, E.; Darder, M.; Aranda, P. Functional biopolymer nanocomposites based on layered
solids. J. Mater. Chem. 2005, 15, 3650-3662.

8. Oh, J.-M.; Biswick, T.T.; Choy, J.-H. Layered nanomaterials for green materials. J. Mater.
Chem. 2009, 19, 2553-2563.

9.  Schollhorn, R. Reversible topotactic redox reactions of solids by electron/ion transfer. Angew.
Chem. Int. Ed. Engl. 1980, 19, 983-1002.

10. Nakato, T.; Kuroda, K. Application of layered niobium and titanium oxides to novel
photofunctional materials through intercalation. Eur. J. Solid State Inorg. Chem. 1995, 32,
809-818.

11.  Julien, C.M. Lithium intercalated compounds. Charge transfer and related properties. Mater. Sci.
Eng. R 2003, 40, 47-102.

12. Bizeto, M.A.; Shiguihara, A.L.; Constantino, V.R.L. Layered niobate nanosheets: Building
blocks for advanced materials assembly. J. Mater. Chem. 2009, 19, 2512-2525.

13.  Jacobson, A.J. Comprehensive Supramolecular Chemistry; Alberti, G., Bein, T., Eds.; Pergamon:
New York, NY, USA, 1996; pp. 315-335.

14. Sasaki, T. Fabrication of nanostructured functional materials using exfoliated nanosheets as a
building block. J. Ceram. Soc. Jpn. 2007, 115, 9-16.

15. Rao, C.N.R.; Biswas, K.; Subrahmanyama, K.S.; Govindaraj, A. Graphene, the new nanocarbon.
J. Mater. Chem. 2009, 19, 2457-2469.

16. Osada, M.; Sasaki, T. Exfoliated oxide nanosheets: new solution to nanoelectronics. J. Mater.
Chem. 2009, 19, 2503-2511.

17. Onsager, L. The effects of shape on the interaction of colloidal particles. Ann. N. Y. Acad. Sci.
1949, 51, 627-659.

18. Vroege, G.J.; Lekkerkerker, H.N.W. Phase transitions in lyotropic colloidal and polymer liquid
crystals. Rep. Prog. Phys. 1992, 55, 1241-1309, and references therein.

19. McGrother, S.C.; Williamson, D.C.; Jackson, G. A re-examination of the phase diagram of hard

spherocylinders. J. Chem. Phys. 1996, 104, 6755-6771.



Materials 2009, 2 1752

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

Costa, D.; Micali, F.; Saija, F.; Giaquinta, P.V. Entropy and correlations in a fluid of hard
spherocylinders: the onset of nematic and smectic order. J. Phys. Chem. B 2002, 106,
12297-12306.

Wensink, H.H. Columnar versus smectic order in systems of charged colloidal rods. J. Chem.
Phys. 2007, 126, 194901.

Cuetos, A.; van Roijb, R.; Dijkstra, M. Isotropic-to-nematic nucleation in suspensions of
colloidal rods. Soft Matter 2008, 4, 757-767.

Veerman, J.A.C.; Frenkel, D. Phase behavior of disklike hard-core mesogens. Phys. Rev. A 1992,
45, 5632-5648.

Bates, M.A. Influence of particle shape on the nematic—Isortopic transition of colloidal platelet
systems. J. Chem. Phys. 1999, 111, 1732-1736.

Bier, M.; Harnau, L.; Dietrich, S. Free isotropic-nematic interfaces in fluids of charged platelike
colloids. J. Chem. Phys. 2005, 123, 114906.

Bawden, F.C.; Pirie, N.W.; Bernal, J.D.; Fankuchen, 1. Liquid crystalline substances from virus-
infected plants. Nature 1936, 138, 1051-1052.

Zocher, V.H. Uber freiwillige Strukturbildung in Solen. Z. Anorg. Allg. Chem. 1825, 147,
91-110.

Langmuir, I. The role of attractive repulsive force in the formation of tactoids, thixotropic gels,
protein crystals and coacervates. J. Chem. Phys. 1938, 6, 873-896.

Oster, G. Two-phase formation in solutions of tabacco mosaic virus and the problem of long-
range forces. J. Gen. Physiol. 1950, 33, 445-473.

Kajiwara, K.; Donkai, N.; Hiragi, Y.; Inagaki, H. Lyotropic mesophase of imogolite 1. Effect of
polydispersity on phase diagram. Makromol. Chem. 1986, 187, 2883-2893.

Kajiwara, K.; Donkai, N.; Hiragi, Y.; Inagaki, H. Lyotropic mesophase of imogolite 2.
Macroscopic observation of imogolite mesophase. Makromol. Chem. 1986, 187, 2895-2907.
Davidson, P.; Gabriel, J.C.; Levelut, A.M.; Batail, P. A new nematic suspension based on all-
inorganic polymer rods. Europhys. Lett. 1993, 21, 317-322.

Maeda, H.; Maeda, Y. Atomic force microscopy studies for investigating the smectic structures
of colloidal crystals of B-FeOOH. Langmuir 1996, 12, 1446-1452.

Dong, X.M.; Kimura, T.; Revol, J.-F.; Gray, D.G. Effects of ionic strength on the isotropic-chiral
nematic phase transition of suspensions of cellulose crystallites. Langmuir 1996, 12, 2076-2082.
Araki, J.; Wada, M.; Kuga, S.; Okano, T. Birefringent glassy phase of a cellulose microcrystal
suspension. Langmuir 2000, 16, 2413-2415.

Maeda, H.; Maeda, Y. Liquid crystal formation in suspensions of hard rodlike colloidal particles:
direct observation of particle arrangement and self-ordering behavior. Phys. Rev. Lett. 2003, 90,
018303.

Nge, T.T.; Hori, N.; Takemura, A.; Ono, H. Phase behavior of liquid crystalline chitin/acrylic
acid liquid mixture. Langmuir 2003, 19, 1390-1395.

Purdy, K.R.; Varga, S.; Galindo, A.; Jackson, G.; Fraden, S. Nematic phase transitions in
mixtures of thin and thick colloidal rods. Phys. Rev. Lett. 2005, 94, 057801.

Zhang, Z.X.; van Duijneveldt, J.S. Isotropic-nematic phase transition of nonaqueous suspensions
of natural clay rods. J. Chem. Phys. 2006, 124, 154910.



Materials 2009, 2 1753

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

Han, T.H.; Kim, J.; Park, J.S.; Park, C.B.; lIhee, H.; Kim, S.O. Liquid crystalline peptide
nanowires. Adv. Mater. 2007, 19, 3924-3927.

Yasarawan, N.; van Duijneveldt, J.S. Dichroism in dye-doped colloidal liquid crystals. Langmuir
2008, 24, 7184-7192.

Park, H.-S.; Kang, S.-W.; Tortora, L.; Nastishin, Y.; Finotello, D.; Kumar, S.; Lavrentovich,
0.D. Self-assembly of lyotropic chromonic liquid crystal sunset yellow and effects of ionic
additives. J. Phys. Chem. B 2008, 112, 16307-16319.

van der Kooij, F.M.; Lekkerkerker, H.IN.W. Formation of nematic liquid crystals in suspensions
of hard colloidal platelets. J. Phys. Chem. B 1998, 102, 7829-7832.

Gabriel, J.-C.P.; Sanchez, C.; Davidson, P. Observation of nematic liquid-crystal textures in
aqueous gels of smectite clays. J. Phys. Chem. 1996, 100, 11139-11143.

van Bruggen, M.P.B.; van der Kooij, F.M.; Lekkerkerker, H.N.W. Liquid crystal phase
transitions in dispersions of rod-like colloidal particles. J. Phys.. Condens. Matter 1996, 8§,
9451-9456.

van Bruggen, M.P.B.; Dhon, J.K.G.; Lekkerkerker, H.N.W. Morphology and kinetics of the
isotropic-nematic phase transition in dispersions of hard rods. Macromolecules 1999, 32,
2256-2264.

van Bruggen, M.P.B.; Lekkerkerker, H.N.W. Metastability and multistability: gelation and liquid
crystal formation in suspensions of colloidal rods. Langmuir 2002, 18, 7141-7145.

Lemaire, B.J.; Davidson, P.; Ferre, J.; Jamet, J.P.; Panine, P.; Dozov, L.; Jolivet, J.P. Outstanding
magnetic properties of nematic suspensions of goethite (a-FeOOH) nanorods. Phys. Rev. Lett.
2002, 88, 125507.

Lemaire, B.J.; Davidson, P.; Petermann, D.; Panine, P.; Dozov, I.; Stoenescu, D.; Jolivet, J.P.
Physical properties of aqueous suspensions of goethite (a-FeOOH) nanorods. Part II: In the
nematic phase. Eur. Phys. J. E 2004, 13, 309-319.

Vroege, G.J.; Thies-Weesie, D.M.E.; Petukhov, A.V.; Lemaire, B.J.; Davidson, P. Smectic
liquid-crystalline order in suspensions of highly polydisperse goethite nanorods. Adv. Mater.
2000, /8, 2565-2568.

Thies-Weesie, D.M.E.; de Hoog, J.P.; Mendiola, M.H.H.; Petukhov, A.V.; Vroege, G.J.
Synthesis of goethite as a model colloid for mineral liquid crystals. Chem. Mater. 2007, 19,
5538-5546.

Béneut, K.; Constantin, D.; Davidson, P.; Dessombz, A.; Chanéac, C. Magnetic nanorods
confined in a lamellar lyotropic phase. Langmuir 2008, 24, 8205-8209.

Van den Pol, E.; Thies-Weesie, D.M.E.; Petukhov, A.V.; Vroege, G.J.; Kvashnina, K. Influence
of polydispersity on the phase behavior of colloidal goethite. J. Chem. Phys. 2008, 129, 16475.
Van der Kooij, F.M.; Kassapidou, K.; Lekkerkerker, H.N.W. Liquid crystal phase transitions in
suspensions of polydisperse plate-like particles. Nature 2000, 406, 868-871.

Van der Kooij, F.M.; van der Beek, D.; Lekkerkerker, H.N.W. Isotropic-nematic phase
separation in suspensions of polydisperse colloidal platelets. J. Phys. Chem. B 2001, 105,
1696-1700.

Van der Beek, D.; Lekkerkerker, H.N.W. Nematic ordering vs. gelation in suspensions of
charged platelets. Europhys. Lett. 2003, 61, 702-707.



Materials 2009, 2 1754

57.

58.

59.

60.

61.

62.

63.

64.

65.

66.

67.

68.

69.

70.

71.

72.

73.

Van der Beek, D.; Lekkerkerker, H.N.W. Liquid crystyal phases of charged colloidal platelets.
Langmuir 2004, 20, 8582-8586.

Petukhov, A.V.; van der Beek, D.; Dullens, R.P.A.; Dolbnya, I.P.; Vroege, G.J.; Lekkerkerker,
H.N.W. Observation of a hexatic columnar liquid crystal of polydisperse colloidal disks. Phys.
Rev. Lett. 2005, 95, 077801.

Van der Beek, D.; Petukhov, A.V.; Oversteegen, S.M.; Vroege, G.J.; Lekkerkerker, H.N.W.
Evidence of the hexagonal columnar liquid-crystal phase of hard colloidal platelets by high-
resolution SAXS. Eur. Phys. J. E 2005, 16, 253-258.

Wijnhoven, J.E.G.J.; van’t Zand, D.D.; van der Beek, D.; Lekkerkerker, H.N.W. Sedimentation
and phase transitions of colloidal gibbsite platelets. Langmuir 2005, 21, 10422-10427.

Van der Beek, D.; Reich, H.; van der Schoot, P.; Dijkstra, M.; Schilling, T.; Vink, R.; Schmidt,
M.; van Roij, R.; Lekkerkerker, H. Isotropic-nematic interface and wetting in suspensions of
colloidal platelets. Phys. Rev. Lett. 2006, 97, 087801.

Van der Beek, D.; Radstake, P.B.; Petukhov, A.V.; Lekkerkerker, HIN.W. Fast formation of
opal-like columnar colloidal crystals. Langmuir 2007, 23, 11343-11346.

Van der Beek, D.; Davidson, P.; Wensink, H.H.; Vroege, G.J.; Lekkerkerker, H.IN.W. Influence
of a magnetic field on the nematic phase of hard colloidal platelets. Phys. Rev. E 2008, 77,
031708.

Mourad, M.C.D.; Groeneveld, E.; de Lange, P.J.; Vonk, C.; van der Beek, D.; Lekkerkerker,
H.N.W. Columnar liquid crystals of gibbsite platelets as templates for the generation of ordered
silica structures. J. Mater. Chem. 2008, 18, 3004-3010.

Brown, A.B.D.; Ferrero, C.; Narayanan, T.; Rennie, A.R. Phase separation and structure in a
concentrated colloidal dispersion of uniform plates. Eur. Phys. J. B 1999, 11, 481-489.

Okoshi, K.; Nishinaka, T.; Doi, Y.; Hara, R.; Hashimoto, M.; Yashima, E. Liquid crystal
formation of RecA—DNA filamentous complexes. Chem. Commun. 2007, 2022-2024.

Nakata, M.; Zanchetta, G.; Chapman, B.D.; Jones, C.D.; Cross, J.O.; Pindak, R.; Bellini, T.; A.
Clark, N. End-to-end stacking and liquid crystal condensation of 6— to 20-base pair DNA
duplexes. Science 2007, 318, 1276-1279.

Corsi, J.; Dymond, M.K.; Ces, O.; Muck, J.; Zink, D.; Attard, G.S. DNA that is dispersed in the
liquid crystalline phases of phospholipids is actively transcribedw. Chem. Commun. 2008,
2307-2300.

Jana, N.R.; Gearheart, L.A.; Obare, S.O.; Johnson, C.J.; Edler, K.J.; Mann, S.; Murphy, C.J.
Liquid crystalline assemblies of ordered gold nanorods. J. Mater. Chem. 2002, 12, 2909-2912.
Jana, N.R. Shape effect in nanoparticle self-assembly. Angew. Chem. Int. Ed. 2004, 43,
1536-1540.

Li, L.-S.; Walda, J.; Manna, L.; Alivisatos, A.P. Semiconductor nanorod liquid crystals. Nano
Lett. 2002, 2, 557-560.

Li, L.-S.; Alivisatos, A.P. Semiconductor nanorod liquid crystals and their assembly on a
substrate. Adv. Mater. 2003, 15, 408-411.

Li, L.-S.; Marjanska, M.; Park, G.H.J.; Pines, A.; Alivisatos, A.P. Isotropic-liquid crystalline
phase diagram of a CdSe nanorod solution. J. Chem. Phys. 2004, 120, 1149-1152.



Materials 2009, 2 1755

74.

75.

76.

77.

78.

79.

80.

81.

82.
83.

84.

85.

86.

87.

88.

89.

90.

Dessombz, A.; Chiche, D.; Davidson, P.; Panine, P.; Chanéac, C.; Jolivet, J.-P. Design of liquid-
crystalline aqueous suspensions of rutile nanorods: evidence of anisotropic photocatalytic
properties. J. Am. Chem. Soc. 2007, 129, 5904-5909.

Meuer, S.; Oberle, P.; Theato, P.; Tremel, W.; Zentel, R. Liquid crystalline phases from polymer-
functionalized TiO; nanorods. Adv. Mater. 2007, 19, 2073-2078.

Zorn, M.; Meuer, S.; Tahir, M.N.; Khalavka, Y.; Sonnichsen, C.; Tremel, W.; Zentel, R. Liquid
crystalline phases from polymer functionalised semiconducting nanorods. J. Mater. Chem. 2008,
18, 3050-3058.

Badaire, S.; Zakri, C.; Maugey, M.; Derré, A.; Barisci, J.N.; Wallace, G.; Poulin, P. Liquid
crystals of DNA-stabilized carbon nanotubes. Adv. Mater. 2005, 17, 1673-1676.

Rai, P.K.; Pinnick, R.A.; Parra-Vasquez, A.N.G.; Davis, V.A.; Schmidt, H.K.; Hauge, R.H.;
Smalley, R.E.; Pasquali, M. Isotropic-nematic phase transition of single-walled carbon nanotubes
in strong acids. J. Am. Chem. Soc. 2006, 128, 591-595.

Moulton, S.E.; Maugey, M.; Poulin, P.; Wallace, G.G. Liquid crystal behavior of single-walled
carbon nanotubes dispersed in biological haluronic acid solutions. J. Am. Chem. Soc. 2007, 129,
9452-9457.

Nativ-Roth, E.; Yerushalmi-Rozen, R.; Regev, O. Phase behavior and shear alignment in SWNT-
surfactant dispersions. Small 2008, 4, 1459-1467.

Zamora-Ledezma, C.; Blanc, C.; Maugey, M.; Zakri, C.; Poulin, P.; Anglaret, E. Anisotropic thin
films of single-wall carbon nanotubes from aligned lyotropic nematic suspensions. Nano Lett.
2008, 8, 4103-4107.

Van Olphen, H. Clay Colloid Chemistry, 2nd ed.; Krieger: Malabar, India, 1991.

Mourchid, A.; Lécolier, H.; Van Damme, H.; Levitz, P. On viscoelastic, birefringent, and
swelling properties of laponite clay suspensions: Revisited phase diagram. Langmuir 1998, 14,
4718-4723.

Fossum, J.O. Physical phenomena in clays. Physica A 1999, 270, 270-277.

Kutter, S.; Hansen, J.-P.; Sprik, M. Structure and phase behavior of a model clay dispersion: A
molecular-dynamics investigation. J. Chem. Phys. 2000, 7112, 311-322.

Levitz, P.; Lecolier, E.; Mourchid, A.; Delville, A.; Lyonnard, S. Liquid-solid transition of
Laponite suspensions at very low ionic strength: long-range electrostatic stabilization of
anisotropic colloids. Europhys. Lett. 2000, 49, 672-677.

Bihannic, I.; Michot, L.J.; Lartiges, B.S.; Vantelon, D.; Labille, J.; Thomas, F.; Susini, J.;
Salome, M.; Fayard, B. First direct visualization of oriented mesostructures in clay gels by
synchrotron-based X-ray fluorescence microscopy. Langmuir 2001, 17, 4144-4147.

DiMasi, E.; Fossum, J.O.; Gog, T.; Venkataraman, C. Orientational order in gravity dispersed
clay colloids: a synchrotron X-ray scattering study of Na fluorohectorite suspensions. Phys. Rev.
E 2001, 061704.

Rowan, D.G.; Hansen, J.-P. Salt-induced ordering in lamellar colloids. Langmuir 2002, 18,
2063-2068.

Tanaka, H.; Meunier, J.; Bonn, D. Nonergodic states of charged colloidal suspensions: repulsive
and attractive glasses and gels. Phys. Rev. E 2004, 69, 031404.



Materials 2009, 2 1756

91.

92.

93.

94.

95.

96.

97.

98.

99.

100.

101.

102.

103.

104.

105.

106.

107.

Michot, L.J.; Bihannic, I.; Porsch, K.; Maddi, S.; Baravian, C.; Mougel, J.; Levitz, P. Phase
diagrams of Wyoming Na-montmorillonite clay. Influence of particle anisotropy. Langmuir
2004, 20, 10829-10837.

Mongondry, P.; Tassin, J.F.; Nicolai, T. Revised state diagram of Laponite dispersions. J.
Colloid Interface Sci. 2005, 283, 397-405.

Fossum, J.O.; Gudding, E.; Fonseca, D.d.M.; Meheust, Y.; DiMasi, E.; Gog, T.; Venkataraman,
C. Observations of orientational ordering in aqueous suspensions of a nano-layered silicate.
Energy 2005, 30, 873-883.

Ruzika, B.; Zulian, L.; Ruocco, G. More on the phase diagram of Laponite. Langmuir 2006, 22,
1106-1111.

Shalkevich, A.; Stradner, A.; Kumar Bhat, S.; Muller, F.; Schurtenberger, P. Cluster, glass, and
gel formation and viscoelastic phase separation in aqueous clay suspensions. Langmuir 2007, 23,
3570-3580.

Michot, L.J.; Bihannic, I.; Maddi, S.; Funari, S.S.; Baravian, C.; Levitz, P.; Davidson, P. Liquid—
crystalline aqueous clay suspensions. Proc. Natl. Acad. Sci. USA 2006, 103, 16101-16104.
Michot, L.J.; Bihannic, 1.; Maddi, S.; Baravian, C.; Levitz, P.; Davidson, P. Sol/gel and
isotropic/nematic transitions in aqueous suspensions of natural nontronite clay. Influence of
particle anisotropy. 1. Features of the I/N transition. Langmuir 2008, 24, 3127-3139.

Gabriel, J.-C.P.; Camerel, F.; Lemaire, B.J.; Desvaux, H.; Davidson, P.; Batail, P. Swollen
liquid-crystalline lameller phase based on extended solid-like sheets. Nature 2001, 413, 504-508.
Miyamoto, N.; Nakato, T. Liquid crystalline nature of K4NbgO;7 nanosheet sols and their
macroscopic alignment. Adv. Mater. 2002, 14, 1267-1270.

Miyamoto, N.; Nakato, T. Liquid crystalline nanosheet colloids with controlled particle size
obtained by exfoliating single crystal of layered niobate K4NbsO;7. J. Phys. Chem. B 2004, 108,
6152-6159.

Forsyth, P.A.; Marcelja, S.; Mitchell, D.J. Onsager transition in hard plate fluid. J. Chem. Soc.,
Faraday Trans. 21977, 73, 84-88.

Nakato, T.; Miyamoto, N.; Harada, A. Stable liquid crystalline phases of colloidally dispersed
exfoliated layared niobates. Chem. Commun. 2004, 78-79.

Nakato, T.; Yamashita, Y.; Kuroda, K. Mesophase of colloidally dispersed nanosheets prepared
by exfoliation of layered titanate and niobate. Thin Solid Films 2006, 495, 24-28.

Saupe, G.B.; Waraksa, C.C.; Kim, H.-N.; Han, Y.J.; Kaschak, D.M.; Skinner, D.M.; Mallouk,
T.E. Nanoscale tubles formed by exfoliation of potassium hexaniobate. Chem. Mater. 2000, 12,
1556-1562.

Miyamoto, N.; Yamamoto, H.; Kaito, R.; Kuroda, K. Formation of extraordinarily large
nanosheets from K4NbsO;7 crystals. Chem. Commun. 2002, 2378-2379.

Nakato, T.; Hashimoto, S. Dispersion of layered hexaniobate in organic solvents through
silylation and liquid crystalline behavior of the colloidal suspension. Chem. Lett. 2007, 36,
1240-1241.

Liu, S.; Zhang, J.; Wang, N.; Liu, W.; Zhang, C.; Sun, D. Liquid-crystalline phases of colloidal
dispersions of layered double hydroxides. Chem. Mater. 2003, 15, 3240-3241.



Materials 2009, 2 1757

108.

109.

110.

I11.

112.

113.

114.

115.

116.

117.

118.

119.

120.

121.

122.

123.

Wang, N.; Liu, S.; Zhang, J.; Wu, Z.; Chen, J.; Sun, D. Lamellar phase in colloidal suspensions
of positively charged LDHs platelets. Soft Matter 2005, 1, 428-430.

Mourad, M.C.D.; Devid, E.J.; van Schooneveld, M.M.; Vonk, C.; Lekkerkerker, HN.W.
Formation of nematic liquid crystals of sterically stabilized layered double hydroxide platelets. J.
Phys. Chem. B 2008, 112, 10142-10152.

Backov, R.; Morga, A.N.; Lane, S.; Perez-Cordero, E.E.; Williams, K.; Meisel, M.W.; Sanchez,
C.; Talham, D.R. Lyotropic phase from hybrid organic-inorganic layered copper hydroxides.
Mol. Cryst. Lig. Cryst. 2002, 376, 127-134.

Wensink, H.H.; Vroege, G.J.; Lekkerkerker, HN.W. Isotropic-nematic phase separation in
assymmetrical rod-plate mixtures. J. Chem. Phys. 2001, 115, 7319-7329.

van der Kooij, F.M.; Lekkerkerker, H.N.W. Liquid-crystalline phase behavior of a colloidal rod-
plate mixture. Phys. Rev. Lett. 2000, 84, 781-784.

van der Kooij, F.M.; Lekkerkerker, H.IN.W. Liquid-crystal phases formed in mixed suspensions
of rod- and platelike colloids. Langmuir 2000, 16, 10144-10149.

Miyamoto, N.; Nakato, T. Liquid crystalline colloidal system obtained by mixing niobate and
aluminosilicate nanosheets: a spectroscopic study using a probe dye. Langmuir 2003, 19,
8057-8064.

Cousin, F.; Cabuil, V.; Grillo, I.; Levitz, P. Competition between entropy and electrostatic
interactions in a binary colloidal mixture of spheres and platelets. Langmuir 2008, 24,
11422-11430.

Zhu, W.; Sun, D.; Liu, S.; Wang, N.; Zhang, J.; Luan, L. Multiphase coexistence in colloidal
dispersions of positively charged layered double hydroxides. Colloids Surf. A 2007, 301,
106-112.

Li, Y.; Wu, Y. Coassembly of graphene oxide and nanowires for large-area nanowire alignment.
J. Am. Chem. Soc. 2009, 131, 5851-5857.

Georgakilas, V.; Bourlinos, A.; Gournis, D.; Tsoufis, T.; Trapalis, C.; Mateo-Alonso, A.; Prato,
M. Multipurpose organically modified carbon nanotubes: from functionalization to nanotube
composites. J. Am. Chem. Soc. 2008, 130, 8733-8740.

Ramsay, J.D.F.; Swanton, S.W.; Bunce, J. Swelling and dispersion of smectite clay colloids:
determination of structure by neutron diffraction and small-angle neutron scattering. J. Chem.
Soc., Faraday Trans. 1990, 86, 3919-3926.

Ramsay, J.D.F.; Linder, P. Small-angle neutron scattering investigations of the structure of
thixotropic dispersions of smectite clay colloids. J. Chem. Soc., Faraday Trans. 1993, 89,
4207-4214.

Pignon, F.; Magnin, A.; Piau, J.-M.; Cabane, B.; Lindner, P.; Diat, O. Yield stress thixotropic
clay suspension: investigations of structure by light, neutron, and x-ray scattering. Phys. Rev. E
1997, 56, 3281-3289.

Schmidt, G.; Nakatani, A.l.; Butler, P.D.; Karim, A.; Han, C.C. Shear orientation of viscoelastic
polymer—clay solutions probed by flow birefringence and SANS. Macromolecules 2000, 33,
7219-7222.

Schmidt, G.; Nakatani, A.l.; Butler, P.D.; Han, C.C. Small-angle neutron scattering from
viscoelastic polymer—clay solutions. Macromolecules 2002, 35, 4725-4732.



Materials 2009, 2 1758

124.

125.

126.

127.

128.

129.

130.

131.

132.

133.

134.

135.

136.

137.

138.

139.

Schmidt, G.; Nakatani, A.l.; Han, C.C. Rheology and flow-birefringence from viscoelastic
polymer-clay solutions. Rheol. Acta 2002, 41, 45-54.

Zebrowski, J.; Prasad, V.; Zhang, W.; Walker, L.M.; Weitz, D.A. Shake-gels: shear-induced
gelation of laponite/PEO mixtures. Colloids Surf- A 2003, 213, 189-197.

Wang, X.; Gao, Y.; Mao, K.; Xue, G.; Chen, T.; Zhu, J.; Li, B.; Sun, P.; Jin, Q.; Shi, D.D.-C.
Unusual rheological behavior of liquid polybutadiene rubber/clay nanocomposite gels: the role of
polymer—clay interaction, clay exfoliation, and clay orientation and disorientation.
Macromolecules 2006, 39, 6653-6660.

Shah, M.J.; Thompson, D.C.; Hart, C.M. Reversal of electro-optical birefringence in bentonite
suspensions. J. Phys. Chem. 1963, 67.

Shah, M.J. Electric birefringence of bentonite II. An extension of saturation birefringence theory.
J. Phys. Chem. 1963, 67, 2215-2219.

Yamaoka, K.; Tanigawa, M.; Sasai, R. Reversing-pulse electric birefringence of disklike
suspension in the low electric field region: an extension of the ion-fluctuation model. J. Chem.
Phys. 1994, 101, 1625-1631.

Yamaoka, K.; Sasai, R.; Ikuta, N. Reversing-pulse electric birefringence of montmorillonite
particles suspended in aqueous media. Chem. Lett. 1994, 563-566.

Sasai, R.; Ikuta, N.; Yamaoka, K. Reversing-pulse electric birefringence of montmorillonite
particles suspended in aqueous media. Instrumentation and the effect of particle concentration,
ionic strength, and valence of electrolyte on field orientation. J. Phys. Chem. 1996, 100,
17266-17275.

Peikov, V.; Sasai, R.; Stoylov, S.P.; Yamaoka, K. Surface electric properties of the Na-
bentonite/cetylpyridinium chloride system as studied by reversing-pulse electric birefringence. J.
Colloid Interface Sci. 1998, 197, 78-87.

Yamaoka, K.; Peikov, V.; Sasai, R.; Stoylov, S.P. Theory and experiment of reversing-pulse
electric birefringence — the case of bentonite suspensions in the absence and presence of
cetylpyridinium chloride. Colloids Surf. A 1999, 148, 43-59.

Bakk, A.; Fossum, J.O.; da Silva, G.J. Viscosity and transient electric birefringence study of clay
colloidal aggregation. Phys. Rev. E 2002, 65, 021407.

Holzheu, S.; Hoffmann, H. Mechanistic origin of transient electric birefringence anomaly of clay
mineral dispersion. J. Phys. Chem. B 2002, 106, 4412-4418.

Commeinhes, X.; Davidson, P.; Bourgaux, C.; Livage, J. Orientation of liquid-crystalline
suspensions of vanadium pentoxide ribbons by a magnetic field. Adv. Mater. 1997, 9, 900-903.
Desvaux, H.; Gabriel, J.-C.P.; Berthault, P.; Camerel, F. First use of a mineral liquid crystal for
measurement of residual dipolar couplings of a nonlabeled biomolecule. Angew. Chem. Int. Ed.
2001, 40, 373-376.

Camerel, F.; Gabriel, J.-C.P.; Batail, P. Magnetically induced large mesoporou single-domain
monoliths using a mineral liquid crystal as a template. Adv. Funct. Mater. 2003, 13, 377-381.

de Azevedo, E.N.; Engelsberg, M.; Fossum, J.O.; de Souza, R.E. Anisotropic water diffusion in
nematic self-assemblies of clay nanoplatelets suspended in water. Langmuir 2007, 23,
5100-5105.



Materials 2009, 2 1759

140.

141.

142.

143.

144.

145.

146.

147.

148.

149.

150.

151.

152.

153.

154.

155.

156.

Eguchi, M.; Angelone, M.S.; Yennawar, H.P.; Mallouk, T.E. Anisotropic alignment of lamellar
potassium hexaniobate microcrystals and nanoscrolls in a static magnetic field. J. Phys. Chem. C
2008, /72, 11280-11285.

Kim, J.Y.; Osterloh, F.E.; Hiramatsu, H.; Dumas, R.K.; Liu, K. Synthesis and real-time magnetic
manipulation of a biaxial superparamagnetic colloid. J. Phys. Chem. B 2005, 109, 11151-11157.
Ida, S.; Ogata, C.; Eguchi, M.; Youngblood, W.J.; Mallouk, T.E.; Matsumoto, Y.
Photoluminescence of perovskite nanosheets prepared by exfoliation of layered oxides,
K;,Ln,Ti3019, KLnNb,O7, and RbLnTa,07 (Ln: lanthanide ion). J. Am. Chem. Soc. 2008, 130,
7052-7059.

Mourchid, A.; Delville, A.; Lambard, J.; Lecolier, E.; Levitz, P. Phase diagram of colloidal
dispersions of anisotropic charged particles: equilibrium properties, structure, and rheology of
laponite suspensions. Langmuir 1995, 11, 1942-1950.

Ramsay, J.D.F. Colloidal properties of synthetic hectorite clay dispersions. I. Rheology J.
Colloid Interface Sci. 1986, 109, 441-447.

Michot, L.J.; Baravian, C.; Bihannic, I.; Maddi, S.; Moyne, C.; Duval, J.F.L.; Levitz, P.;
Davidson, P. Sol-gel and isotropic/nematic transitions in aqueous suspensions of natural
nontronite clay. Influence of particle anisotropy. 2. Gel structure and mechanical properties.
Langmuir 2009, 25, 127-139.

Tawari, S.L.; Koch, D.L.; Cohen, C. Electrical double-layer effects on the brownian diffusivity
and aggregation rate of Laponite clay particles. J. Colloid Interface Sci. 2001, 240, 54-66.
Nicolai, T.; Cocard, S. Structure of gels and aggregates of disk-like colloids. Eur. Phys. J. E
2001, 5, 221-227.

Mourchid, A.; Delville, A.; Levitz, P. Sol-gel transition of colloidalsuspensions of anisotropic
particles of Laponite. Farday Discuss. 1995, 101, 275-285.

Pignon, F.; Piau, J.-M.; Magnin, A. Structure and pertinent length scale of a discotic clay gel.
Phys. Rev. Lett. 1996, 76, 4857-4860.

Morvan, M.; Espinat, D.; Lambard, J.; Zemb, T. Ultrasmall- and small-angle x-ray scattering of
smectite clay suspensions. Colloids Surf. A 1994, 82, 193-203.

Bhatia, S.; Barker, J.; Mourchid, A. Scattering of disklike particle suspensions: evidence for
repulsive interactions and large length scale structure from static light scattering and ultra-small-
angle neutron scattering. Langmuir 2003, 19, 532-535.

Tombacz, E.; Szekers, M. Colloidal behavior of aqueous montmorillonite suspensions: the
specific role of pH in the presence of indifferent electrolytes. Appl. Clay Sci. 2004, 27, 75-94.
Bonn, D.; Kellay, H.; Tanaka, H.; Wedgdam, G.; Meunier, J. Laponite: What is the difference
between a gel and a glass? Langmuir 1999, 15, 7534-7536.

Abend, S.; Lagaly, G. Sol—gel transitions of sodium montmorillonite dispersions. Appl. Clay Sci.
2000, /6,201-227.

Permien, T.; Lagaly, G. The rheological and colloidal properties of bentonite dispersions in the
presence of organic compounds I'V. Sodium montmorillonite and acids. Appl. Clay Sci. 1994, 9,
251-263.

Penner, D.; Lagaly, G. Influence of anions on the rheological properties of clay mineral
dispersions. Appl. Clay Sci. 2001, 19, 131-142.



Materials 2009, 2 1760

157.

158.

159.

160.

161.

162.

163.

164.

165.

166.

167.

168.

169.

170.

171.

172.

Nakato, T.; Miyamoto, N. Sol-gel transition of nanosheet colloids of layered niobate K4NbsO,7.
J. Mater. Chem. 2002, 12, 1245-1246.

Nakato, T.; Miyamoto, N.; Harada, A.; Ushiki, H. Sol-gel transition of niobium oxide nanosheet
colloids: Hierarchical aspect of a novel macroscopic property appearing in colloidally dispersed
states of layered niobate K4yNbsO,7. Langmuir 2003, 19, 3157-3163.

Domen, K.; Kondo, J.N.; Hara, M.; Takata, T. Photo- and mechano-catalytic overall water
splitting reactions to form hydrogen and oxygen on heterogeneous catalysts. Bull. Chem. Soc.
Jpn. 2000, 73, 1307-1331.

Osterloh, F.E. Inorganic materials as catalysts for photochemical splitting of water. Chem. Mater.
2008, 20, 35-54.

Domen, K.; Kudo, A.; Shinozaki, A.; Tanaka, A.; Maruya, K.; Onishi, T. Photodecomposition of
water and hydrogen evolution from aqueous methanol solution over novel niobate photocatalysts.
J. Chem. Soc., Chem. Commun. 1986, 356-357.

Domen, K.; Kudo, A.; Shibata, M.; Tanaka, A.; Maruya, K.; Onishi, T. Novel photocatalysts:
ion-exchanged K4NbcO;7; with a layer structure. J. Chem. Soc., Chem. Commun. 1986,
1706-1707.

Kudo, A.; Tanaka, A.; Domen, K.; Maruya, K.; Aika, K.; Onishi, T. Photocatalytic
decomposition of water over NiO-K4NbsO,7 catalyst. J. Catal. 1988, 111, 67-76.

Kudo, A.; Sayama, K.; Tanaka, A.; Asakura, K.; Domen, K.; Maruya, K.; Onishi, T. Nickel-
loaded K4NbeO;7 photocatalyst in the decomposition of water into hydrogen and oxygen:
structure and reaction mechanism. J. Catal. 1989, 120, 337-352.

Sekine, T.; Yoshimura, J.; Tanaka, A.; Domen, K.; Maruya, K.-i.; Onishi, T. Photocatalytic
reaction on layered Cs-Nb-Ti complex oxide. Bull. Chem. Soc. Jpn. 1990, 63, 210-2109.

Kim, Y.I.; Atherton, S.J.; Brigham, E.S.; Mallouk, T.E. Sensitized layered metal oxide
semiconductor particles for photochemical hydrogen evolution from nonsacrificial electron
donors. J. Phys. Chem. 1993, 97, 11802-11810.

Li, X.; Kikugawa, N.; Ye, J. Nitrogen-doped lamellar niobic acid with visible light-responsive
photocatalytic activity. Adv. Mater. 2008, 20, 3816-3819.

Abe, R.; Shinohara, K.; Tanaka, A.; Hara, M.; Kondo, J.N.; Domen, K. Preparation of porous
niobium oxides by soft-chemical process and their photocatalytic activity. Chem. Mater. 1997, 9,
2179-2184.

Ebina, Y.; Sasaki, T.; Harada, M.; Watanabe, M. Restacked perovskite nanosheets and their Pt-
loaded materials as photocatalysts. Chem. Mater. 2002, 14, 4390-4395.

Treacy, M.M.J.; Rice, S.B.; Jacobson, A.J.; Lewandowski, J.T. Electron microscopy study of
delamination in dispersions of the perovskite-related layered phases K[Ca,;Na,3Nb,O3,.]:
evidence for single-layer formation. Chem. Mater. 1990, 2, 279-286.

Fang, M.; Kim, C.H.; Saupe, G.B.; Kim, H.-N.; Waraksa, C.C.; Miwa, T.; Fujishima, A.;
Mallouk, T.E. Layer-by-layer growth and condensation reactions of niobate and titanoniobate
thin films. Chem. Mater. 1999, 11, 1526-1532.

Bizeto, M.A.; Constantino, V.R.L. Layered H,K,NbsO,7 exfoliation promoted by n-butylamine.
Mater. Res. Bull. 2004, 39, 1811-1820.



Materials 2009, 2 1761

173.

174.

175.

176.

177.

178.

179.

180.

181.

182.

183.

184.

185.

186.

Compton, O.C.; Carroll, E.C.; Kim, J.Y.; Larsen, D.S.; Osterloh, F.E. Calcium niobate
semiconductor nanosheets as catalysts for photochemical hydrogen evolution from water. J.
Phys. Chem. C 2007, 112, 14589-14592.

Compton, O.C.; Mullet, C.H.; Chiang, S.; Osterloh, F.E. A building block approach to
photochemical water-splitting catalysts based on layered niobate nanosheets. J. Phys. Chem. C
2008, /12, 6202-6208.

Sarahan, M.C.; Carroll, E.C.; Allen, M.; Larsen, D.S.; Browning, N.D.; Osterloh, F.E. K4sNbsO;7-
derived photocatalysts for hydrogen evolution from water: nanoscrolls versus nanosheets. J.
Solid State Chem. 2008, 181, 1681-1686.

Compton, O.C.; Osterloh, F.E. Niobate nanosheets as catalysts for photochemical water splitting
into hydrogen and hydrogen peroxide. J. Phys. Chem. C 2009, 113, 479-485.

Nakato, T.; Kuroda, K.; Kato, C. Syntheses of intercalation compounds of layered niobates with
methylviologen and their photochemical behavior. Chem. Mater. 1992, 4, 128-132.

Nakato, T.; Kusunoki, K.; Yoshizawa, K.; Kuroda, K.; Kaneko, M. Photoluminescence of
tris(2,2'-bipyridine)ruthenium(Il) ions intercalated in layered niobates and titanates: Effect of
interlayer structure on host-guest and guest-guest interactions. J. Phys. Chem. 1995, 99,
17896-17905.

Yamaguchi, Y.; Yui, T.; Takagi, S.; Shimada, T.; Inoue, H. Intercalation of metalloporphyrin-
surfactant complex into layered niobate and the photochemical injection of electrons to niobate.
Chem. Lett. 2001, 644-645.

Tong, Z.; Shichi, T.; Takagi, K. Visible-light induced charge-separation between consecutively
cast porphyrin and methyl viologen multilayered titanoniobate hybrid films. J. Phys. Chem. B
2002, /06, 13306-13310.

Tong, Z.; Takagi, S.; Tachibana, H.; Takagi, K.; Inoue, H. Novel soft chemical method for
optically transparent Ru(bpy)s>-K4sNbeO thin film. J. Phys. Chem. B 2005, 109, 21612-21617.
Unal, U.; Matsumoto, Y.; Tamoto, N.; Koinuma, M.; Machida, M.; Izawa, K. Visible light
photoelectrochemical activity of KuNbeO;; intercalated with photoactive complexes by
electrostatic self-assembly deposition. J. Solid State Chem. 2006, 179, 33-40.

Okamoto, K.; Sato, H.; Saruwatari, K.; Tamura, K.; Kameda, J.; Kogure, T.; Umemura, Y.;
Yamagishi, A. Persistent phenomena in photocurrent of niobate nanosheets. J. Phys. Chem. C
2007, 111, 12827-12833.

Shinozaki, R.; Nakato, T. Photochemical behavior of rhodamine 6G dye intercalated in
photocatalytically active layered hexaniobate. Micropor. Mesopor. Mater. 2008, 113, 81-89.
Miyamoto, N.; Yamada, Y.; Koizumi, S.; Nakato, T. Extremely stable charge separation in a
colloidal system composed of semiconducting niobate and clay nanosheets. Angew. Chem. Int.
Ed. 2007, 46, 4123-4127.

Nakato, T.; Yamada, Y.; Miyamoto, N. Photoinduced charge separation in a colloidal system of
exfoliated layered semiconductor controlled by coexisting aluminosilicate clay. J. Phys. Chem. B
2009, /73, 1323-1331.

© 2009 by the authors; licensee Molecular Diversity Preservation International, Basel, Switzerland.

This article is an open-access article distributed under the terms and conditions of the Creative

Commons Attribution license (http://creativecommons.org/licenses/by/3.0/).



