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Thin films and nanolaminates incorporating organic/inorganic
interfaces
Srinivas Manne∗ and Ilhan A Aksay†

Recent research on the solution-based fabrication of inorganic
thin films and organic/inorganic nanolaminates has ranged
from fundamental studies of biomineralization to the synthesis
of novel materials and devices. Highlights include the
elucidation of how biogenics and model organic nucleants
affect the form of the biomineral; synthesis of mesoscale
nanocomposite films by surfactant templating at interfaces;
and fabrication of heterostructures with enhanced electronic
and mechanical properties.
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Abbreviation
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Introduction
The first known examples of organic/inorganic nanolami-
nate composites date back more than 500 million years to
the emergence of mollusks [1]; the brickwork architecture
of nacre or mother-of-pearl, consisting of alternating
tablets of aragonite (a few hundreds of nanometers thick)
and thin organic films (a few tens of nanometers thick),
imparts to the mollusk shell an exceptional strength
without the brittleness associated with pure inorganic
phases. Although this model has continued to inspire
materials scientists, research involving organic/inorganic
interfaces, thin layers, and lamellar heterostructures has
expanded far beyond their mechanical properties to
include structural, electronic, and optical properties of
mesoscale composites. We will review recent devel-
opments in the synthesis and processing of inorganic
thin films at organic interfaces and between organic
layers. In keeping with the spirit of biomaterials, we
emphasize aqueous solution-based techniques at ambient
or near-ambient temperature and pressure. Even this
restricted focus covers a vast and rapidly growing literature;
fortunately, many of the individual research areas are
well reviewed, and we therefore emphasize the common
themes behind the various synthesis strategies, leaving
interested readers to follow the highlighted references to
primary sources.

Related reviews of organic/inorganic interfaces and
biomimetic thin films have recently been published
[2•–6•]. Investigations of other interfaces and thin film
geometries are also well served by recent reviews;
examples include polymer films on inorganic substrates
[7], patterned polymer and inorganic films on inorganic
substrates [8], organic monolayers and organic/organic
nanolaminate films [9•], and inorganic-on-inorganic thin
films [10] and microlaminates [11].

The synthesis of inorganic-on-organic thin films and
nanolaminates can be divided into two general approaches:
nanoparticle based synthesis, where the inorganic phase
is preformed, and molecular precursor based synthesis,
where the inorganic phase forms in situ, either by
precipitation or hydrolysis/condensation reactions.

Synthesis from preformed inorganic phases
Synthesis routes using preformed inorganic particles
generally fall into four categories (Fig. 1): first, Langmuir-
-Blodgett (LB) deposition; second, covalent self-assem-
bly; third, alternating sequential adsorption; and fourth,
intercalation of organics into layered inorganic structures.
These techniques have recently been individually re-
viewed [2•,5•,9•]. The inorganic particles can vary widely,
with compositions ranging from metals to semiconductors
to insulating oxides and silicates and shapes ranging
from roughly spherical to plate-like. The organic phase
is typically comprised of small amphiphiles or polymers.
Substrates for thin films are typically flat and hydrophilic
(e.g. oxidized silicon wafers, mica cleavage planes and
metal films).

LB deposition has been used successfully with a variety of
roughly symmetric nanoparticles; recent examples include
semiconductors [12], ferroelectrics [13] and metals [14]
transferred onto oxide substrates (also see the accompany-
ing contribution by JH Fendler in this issue, pp 365–369).
The particles are coated with a hydrophobic film, spread
at an air/water interface, compressed by a Langmuir
film balance, and transferred to a substrate by controlled
dipping in the same way that amphiphilic films are
transferred. Tuning the particle hydrophobicity is critical
to this application, so that particles neither flocculate
strongly (too hydrophobic) nor become solubilized (too
hydrophilic) [14].

A different approach uses covalent self-assembly which
circumvents the problem of flocculation and attaches
particles directly and irreversibly to the substrate. Metal
colloids have been covalently self-assembled onto a func-
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Figure 1

Schematics of nanoparticle-based synthesis routes to the formation of inorganic-on-organic thin films and lamellar heterostructures.
(a) Langmuir–Blodgett deposition of hydrophobically coated nanoparticles. A movable barrier (shaded) compresses the particles (black spheres)
into a densely packed film at the air/water interface (shown by the dashed line); this film is transferred to a solid support by pulling the substrate
through the interface. (b) Self-assembly of metallic nanoparticles on an organically functionalized surface containing binding sites for the
particles. (c) Sequential adsorption of polyelectrolytes and oppositely charged nanoparticles. A charged surface is first coated with a single
layer of oppositely charged polyions by immersing it in a solution of these polyanions (left) and rinsing. This polyanion layer is then coated
with a single layer of oppositely charged nanoparticles by immersion into a nanoparticle suspension (right) and rinsing. This type of alternating
adsorption can be repeated or varied as necessary to build up a nanocomposite film (the particles are shown here as planar but can be of
any shape). (d) Infiltration of layered solids by polymers. A layered solid (shown schematically as closely spaced parallel stacks) exposed
to an organic solution or polymer melt (left) transforms over a period of time into a solid with organics (right), provided that certain wetting
requirements are satisfied.

tionalized organosilane film, which itself is covalently at-
tached to a surface [15•,16]. Such metal colloid monolayers
have been proposed as useful backing surfaces for surface
enhanced Raman scattering (SERS) because they possess
a uniform and well-defined mesoscale roughness which
can be optimized independently of the substrate [16].

Perhaps the most versatile scheme for generating het-
erostructured thin films is sequential adsorption (reviewed
in [9•]), this approach is based on the ionic self-as-
sembly of charged (or polarizable) inorganic particles on
oppositely charged polyelectrolyte layers. In a typical
procedure, a flat anionic surface such as silica or mica
is first covered by a molecular film of polycation by
immersion in a dilute solution followed by rinsing; a
layer of anionic particles is then similarly adsorbed from
a dilute dispersion onto the polycationic film, and this
alternating adsorption is repeated and varied as necessary
to build up a nanolaminate film. The great advantage
of this approach is that customized films can be built
literally layer-by-layer; sequential adsorption is indeed a
wet-chemistry analogue of molecular beam epitaxy that,

in an inspired turn of phrase, has been termed ‘molecular
beaker epitaxy’ [17]. Its success critically depends on
each adsorption step being irreversible. Polyelectrolytes
that adsorb electrostatically onto an oppositely charged
layer adopt a flat conformation (rather than a random
coil) to maximize their interaction, and this multiplicity
of interaction sites ensures irreversible adsorption for
polymers of moderate length (applications typically use
polymers of >10 kD molecular weight). Alternating layers
of polycations and polyanions have been shown to be flat
and irreversibly adsorbed with little mixing between layers
for tens of adsorption cycles [9•].

Sequential adsorption has been used to prepare het-
erostructured films using both roughly spherical and plate-
like particles [18,19•,20–23,24•]. A recent report provided
evidence for the formation of stable, water-insoluble
multilayers of alternating polycations and anionic platelets
of montmorillonite [22]. This polycation/clay sequential
adsorption appears to be a self-healing process, with large
defects in the initial adsorption step becoming gradually
smoothed out with further adsorption cycles [24•]. These
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films have been shown to absorb moisture from the air,
and have been used as humidity sensors with fast response
times (a few seconds) [23]. Adsorption of metal and
semiconductor nanoparticles in the inorganic layer results
in films with tunable optical and electro-optical properties
[18,20,21]. A recent observation [19•] of single-electron
charging in a layer of gold nanospheres embedded in
a complex heterostructure (effectively a nanocapacitor)
demonstrates the feasibility of complex device fabrication
using this relatively simple means of sequential absorp-
tion.

If, instead of tailor-made thin films, thicker stacks of
simple ABAB... (where A and B are alternating layers of
inorgnaic and organic material) type nanolaminates are
desired for mechanical or electrical applications (see be-
low), an elegant approach is to infiltrate organic molecules
into the interlayer spaces of layered inorganics, creating a
heterostructured stack in one step. The naturally occurring
analogues for this approach are pillared clays. The success
of this technique hinges on layered solids having exactly
one weak-bonding direction which is susceptible to
infiltration, but two strong-bonding directions so that the
inorganic molecules do not become completely solvated by
the organics. Polymers can be infiltrated either from the
melt itself or from solution, or organic monomers can be
infiltrated from solution and the polymerization performed
in situ.

The most extensively studied nanocomposite systems
in this class are polymer-infiltrated phyllosilicates [5•,25,
26,27•,28,29•,30–34,35•]. Direct intercalation from the
polymer melt has recently been reviewed by Gian-
nelis [5•]. Wetting considerations are of crucial signifi-
cance in determining the polymer behavior; for instance,
hydrophilic poly(ethylene oxide) (PEO) intercalates from
the melt into the hydrophilic interlayers of montmoril-
lonite, but hydrophobic polystyrene does not do so unless
the interlayers are first hydrophobized by ion-exchanging
with dialkyldimethylammonium [5•]. The dynamics of
melt intercalation has also been investigated [25,26,27•],
with the surprising result that the diffusion of polymer
chains in the interlayer is comparable to that in the
bulk melt. The group of Pinnavaia have used a different
approach, swelling hydrophobically modified silicate layers
by infiltration with epoxy, which then chemically hardens
in situ [28,29•,30].

Enhancements in mechanical and chemical properties of
polymer-phyllosilicate nanocomposites (as compared to
pure polymer), have recently been reported, including
an order of magnitude increase in tensile strength and
modulus [29•] and an order of magnitude decrease in water
permeability [5•]. The use of PEO-intercalated phyllosil-
icates as solid electrolytes has recently been reviewed
[35•], and an enhanced ion conductivity has been reported
for melt-intercalated (as compared to solution-interca-
lated) PEO-phyllosilicate [34]. A conductivity anisotropy

has been measured for polyphosphazene-montmorillonite,
which has been attributed to more tortuous ion diffusion
paths perpendicular to the phyllosilicate planes [33].

Finally, organic intercalation has also been accomplished
for layered compounds other than phyllosilicates. Recent
examples include intercalation of α,ω-amino acids into
zirconium phosphate interlayers followed by in situ
polymerization to nylon-6 [36]; intercalation of pyrrole
into MoS2 interlayers followed by in situ polymerization
to polypyrrole [37]; and electrochemical insertion of
perfluorooctanesulfonate into graphite interlayers [38].

Synthesis from molecular precursors
The inorganic phase of a nanocomposite can alternatively
be assembled in situ from molecular precursors rather than
from nanoparticles. The natural prototype of this approach
is biomineralization (for recent reviews and research see
[39–43]), where the organic layer often plays an active
role as a structural or chemical template which directs the
heterogeneous nucleation or condensation of the inorganic
phase. In an analogous biomimetic approach, synthetic
organic layers have been employed to nucleate inorganic
thin films and complex organic/inorganic nanolaminates at
interfaces (see Fig. 2).

Langmuir monolayers at the air/water interface have been
used as simple and versatile nucleants for inorganics,
because the nucleating functionalities and their interfacial
organization can be controlled by the appropriate choice
of amphiphile and surface pressure. This approach was
pioneered by Heywood and Mann [44] to investigate the
nucleation of biominerals and was later extended to the
nucleation of semiconductor and metal nanoparticles [2•].
A recent report on the formation of thin films of gold
nanoparticles [45] illustrates a fairly typical procedure.
The aqueous subphase contains the molecular precursor
(HAuCl4) in solubilized form. The headgroup of the
amphiphile (here either a thiol or a cation) interacts
strongly with the precursor, creating a high concentration
at the air/water interface. Slow reduction to elemental gold
is accomplished either by exposure to CO vapor or to
ultraviolet light. Similar procedures combining solubilized
precursors, high interfacial concentrations due to strongly
interacting headgroups, and reactive molecules introduced
through the vapor phase have been used to nucleate a
variety of semiconductor particles [2•]. In general the
headgroup type and surface pressure are found to play
an important role in the film morphology [45,46•], and
this effect is a subject of active research. An interesting
variation of this approach is heterogeneous nucleation from
the melt, that is the interfacial prefreezing, to crystallize ice
at air/water monolayers of alkanols [47].

Inorganic thin films have also been grown at chemically
functionalized solid/liquid interfaces (reviewed in [3•]),
including cross-polymerized LB films [48], covalently
self-assembled monolayers [4•,49–52], and reactive poly-
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Figure 2

Schematics of molecular-precursor-based synthesis routes to the
formation of inorganic-on-organic thin films and heterostructures.
(a) Heterogeneous nucleation and crystal growth at a Langmuir
monolayer. Attractive interactions between precursor molecules
(small dots) in the subphase and the monolayer headgroups (circles)
create a high interfacial concentration of precursors and give rise to
interfacial nucleation of crystals (dark polygons), often after exposure
to ultraviolet light or a reducing gas. (b) Heterogeneous nucleation
and crystal growth at an organically functionalized surface. Attractive
interactions between precursor molecules and the functional groups
create a high concentration of precursors near the monolayer, giving
rise to particles and/or films (the latter is shown). (c) Infiltration of
a cast film of amphiphiles with molecular precursors (small dots)
followed by condensation to nanoparticles (large dots) by exposure
to a reducing gas. (For the final synthesis route, templating with
interfacial surfactant aggregates, see Fig. 3.)

mer and biopolymer surfaces [3•,53•,54•]. Fundamental
investigations of calcium carbonate biomineralization onto
biomacromolecular matrices have shown that the crystal
phase can be switched between calcite and aragonite
by the presence of the respective soluble shell proteins,
either in solution [54•] or preadsorbed onto the matrix
[53•]. Applications-oriented work has focused on the
near-ambient solution growth of ceramic thin films,
especially of oxides and hydroxides, on functionalized
self-assembled monolayers (reviewed in [4•]). Aqueous
growth of titania thin films on sulfonated monolayers at
80˚C resulted in an anatase phase [49], whereas ethanolic
growth on hydroxylated monolayers resulted in a rutile
phase [50]; patterned films of titania have also been
grown using a photopatterned sulfonated substrate [51].
Near-ambient solution growth of iron oxyhydroxide films
on sulfonated surfaces exhibited dense, continuous films,
similar to vapor-grown films when the solution was held
at just below critical supersaturation, thereby encouraging

heterogeneous while suppressing homogeneous nucleation
[52]. Differences in crystallographic orientation of goethite
films grown on sulfonated polymers versus sulfonate-func-
tionalized monolayers have been taken as evidence of
strong surface control in the case of the self-assembled
monolayers [4•].

So far we have discussed single-phase thin films, incor-
porating only one organic/inorganic interface. Very recent
research has shown the feasibility of nanolaminate film
formation incorporating several organic/inorganic inter-
faces by using supramolecular surfactant assemblies as
templates for inorganic nucleation. Such an approach
can begin with cast surfactant films which are then
infiltrated with inorganics [55•,56,57], or the surfactants
and inorganics can co-assemble on an interface in one
processing step [6•,58•–60•]. In the first approach [55•],
an aqueous dispersion of dialkyl amphiphiles is cast
onto a solid substrate, creating a multibilayer surfactant
film; this is then dipped into a solution containing
inorganic (Cd+2) ions, which intercalate into the inter-
headgroup spaces; finally, exposure to a reactive gas
(H2S) yields nanometer-sized inorganic (CdS) clusters
without disrupting the multibilayer structure, resulting
in a nanocomposite ‘organic/inorganic superlattice’ [55•],
without the need for sequential adsorption steps. Although
the only examples of this approach so far are lamellar thin
films, it should also prove possible to infiltrate thin films
of other surfactant phases (e.g. hexagonal, cubic), as has
already been shown for the bulk solution phases [61].

The second approach uses interfacial self-assembly of
surfactants and polymerizable inorganic precursors to
heterogeneously nucleate a complex nanocomposite film
from solution (see Fig. 3). The solution analogue of this
approach using cationic surfactant micelles and polymer-
izable silicate precursors was invented in 1992 [62], and
extensions to a variety of surfactants and inorganics have
been vigorously pursued since that time (for recent results
and reviews see [63–66]). Following the recent discovery
that distinct, ordered surfactant aggregates (analogous to
bulk micelles) also exist at solid/liquid interfaces [67•],
the nucleation of a surfactant/silicate mesophase thin film
consisting of hexagonally packed cylinders parallel to the
substrate (mica) was reported [58•]. This mesophase was
consistent with the interfacial self-assembly observed for
the surfactant alone [67•], and further investigation of
surfactant/silicate mesophases at other interfaces, such as
silica and graphite [6•] showed that in each case the
interfacial structure of the nanocomposite was consistent
with the interfacial self-assembly of the pure surfac-
tant [67•]. This strongly suggests that surfactant/surface
interactions and the resulting aggregate structure are
responsible for nucleating the nanocomposite thin film.
The case of graphite is particularly instructive, since
its inert, hydrophobic surface cannot bind silicates but
can hydrophobically bind surfactant tailgroups [6•]. Other
recent work has shown that unattached surfactant/silicate
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Figure 3

Templating of surfactant-silicate mesoscopic thin films on graphite
using interfacial surfactant aggregates [6•]. (a) Scanning electron
microscope image of a mesoscopic silica film grown at the
graphite-solution interface for 24 hours. (b) Atomic force microscope
image of surfactant-silicate tubules on top of a growing film. Note
that these tubules are straight and parallel and occur in only three
orientations (related to the graphite symmetry axes [67•]). A close-up
of a boundary between two orientations (inset) shows intercalating
tubules. (c) Schematic of the first surfactant layer on graphite
showing parallel half-cylindrical aggregates [67•] surrounded by
silicate ions (tetrahedra). This initial aggregate layer serves as a
foundation for the mesoscopic silica film. For more information
see [6•].

thin films can also be formed at air/water [59•] and
oil/water [60•] interfaces.

Conclusions
Most of the above approaches to nanocomposite films are
‘biomimetic’ in the sense that organic/inorganic interfaces
are employed in synthesis and processing conditions
that are aqueous, environmentally benign, and ambient.
However, it seems appropriate to end this short review
with recent work that takes this idea to a daring
extreme — synthesizing nanocomposite films by inserting
a flat substrate into an appropriate living organism. This
is the ‘flat pearl’ technique, originated by researchers
at University of California at Santa Barbara [68,69••],
wherein substrates with varying surface chemistries are
inserted into the shell-secreting region of a live abalone
and removed after one to thirty days. The nanocomposite
biomineral film grown in vivo on the substrate possesses a
morphology similar to the natural shell biomineral. Flat,
hydrophilic substrates are first coated by the organism
with a nucleating organic sheet, followed by nucleation
of a thin calcite layer, followed by an abrupt transition to
nacreous aragonite, evidently initiated by soluble proteins
[69••]. Rough or hydrophobic substrates result in abnormal
calcite nucleation, which is arrested by the secretion of
a second organic sheet, after which normal mineralization
proceeds as above. The extraordinary chemical sensitivity
of this process is further demonstrated by the fact that
re-insertion of an already mineralized flat pearl does not
reset the growth mode (i.e. by secreting a new organic
sheet) but merely continues the growth of aragonite on top
of the existing nacreous surface [69••].

Acknowledgement
We gratefully acknowledge financial assistance from the US Army Research
Office grant DAAH04-95-1-0102.

References and recommended reading
Papers of particular interest, published within the annual period of review,
have been highlighted as:

• of special interest
•• of outstanding interest

1. Runnegar B, Pojeta J: Origin and diversification of the mollusca.
In The Mollusca, Vol. 10: Evolution. Edited by Trueman ER, Clarke
MR. Orlando, FL: Academic Press; 1985:1–57.

•
2. Fendler JH, Meldrum FC: The colloid chemical approach to

nanostructured materials. Adv Mater 1995, 7:607–632.
A thorough and comprehensive recent survey of nanoparticle synthesis at
Langmuir monolayers, behavior at air/water interfaces, Langmuir–Blodgett
transfer to solid substrates, and sequential self-assembly with polyelec-
trolytes. A valuable reference.

•
3. Calvert P, Rieke P: Biomimetic mineralization in and on

polymers. Chem Mater 1996, 8:1715–1727.
A general review of molecular precursor-based inorganic synthesis on or-
ganic substrates, also containing a useful discussion on the thermodynamics
of homogeneous and heterogeneous nucleation and the kinetics of crystal
growth.

•
4. Liu J, Kim AY, Wang LQ, Palmer BJ, Chen YL, Bruinsma P, Bunker

BC, Exarhos GJ, Graff GL, Rieke PC et al.: Self-assembly in the
synthesis of ceramic materials and composites. Adv Colloid
Interface Sci 1996, 69:131–180.



Thin films and nanolaminates incorporating organic/inorganic interfaces Manne and Aksay 363

A comprehensive review with special emphasis on ceramics and some dis-
cussion on thin films.

•
5. Giannelis EP: Polymer layered silicate nanocomposites. Adv

Mater 1996, 8:29–35.
A valuable review on the melt-intercalation of phyllosilicates with polymers,
discussing fundamental issues such as interlayer wetting and polymer dy-
namics as well as material properties and applications.

•
6. Aksay IA, Trau M, Manne S, Honma I, Yao N, Zhou L, Fenter

P, Eisenberger PM, Gruner SM: Biomimetic pathways for
assembling inorganic thin films. Science 1996, 273:892–898.

A review of solution-based approaches to thin films and nanolaminates with
special emphasis on interfacial surfactant templating. By examining surfac-
tant/silicate mesophases nucleated at different solid/liquid interfaces, the
authors show that interfacial surfactant aggregates template the nanocom-
posite structure.

7. Frank CW, Rao V, Despotopoulou MM, Pease RFW, Hinsberg WD,
Miller RD, Rabolt JF: Structure in thin and ultrathin spin-cast
polymer films. Science 1996, 273:912–915.

8. Kim E, Xia Y, Whitesides GM: Micromolding in capillaries:
applications in materials science. J Am Chem Soc 1996,
118:5722–5731.

•
9. Sano M, Lvov Y, Kunitake T: Formation of ultrathin polymer

layers on solid substrates by means of polymerization-induced
epitaxy and alternate adsorption. Annu Rev Mater Sci 1996,
26:153–187.

A good reference for the sequential adsorption technique, with emphasis
on organic/organic heterostructures but some discussion is also given to
organic/inorganic films.

10. Lange FF: Chemical solution routes to single-crystal thin films.
Science 1996, 273:903–909.

11. Moya JS: Layered ceramics. Adv Mater 1995, 7:185–189.

12. Tian Y, Fendler JH: Langmuir–Blodgett film formation from
fluorescence-activated, surfactant-capped, size-selected CdS
nanoparticles spread on water surfaces. Chem Mater 1996,
8:969–974.

13. Kotov NA, Zavala G, Fendler JH: Langmuir–Blodgett films
prepared from ferroelectric lead zirconium titanate particles.
J Phys Chem 1995, 99:12375–12378.

14. Fendler JH: Nanoparticles at air/water interfaces. Curr Opin
Colloid Interface Sci 1996, 1:202–207.

•
15. Freeman RG, Grabar KC, Allison KJ, Bright RM, Davis JA, Guthrie

AP, Hommer MB, Jackson MA, Smith PC, Walter DG et al.: Self-
assembled metal colloid monolayers: an approach to SERS
substrates. Science 1995, 267:1629–1632.

First report of metal colloid monolayers for use as surface enhanced Raman
scattering substrates. Such monolayers on metal substrates are also shown
to be electrochemically addressable, with minimal interference from the in-
tervening polymer film.

16. Grabar KC, Allison KJ, Baker BE, Bright RM, Brown DR, Freeman
RG, Fox AP, Keating CD, Musick MD, Natan MJ: Two-dimensional
arrays of colloidal gold particles: a flexible approach to
macroscopic metal surfaces. Langmuir 1996, 12:2353–2361.

17. Keller SW, Kim HN, Mallouk TE: Layer-by-layer assembly of
intercalation compounds and heterostructures on surfaces:
toward molecular ‘beaker’ epitaxy. J Am Chem Soc 1994,
116:8817–8818.

18. Keller SW, Johnson SA, Brigham ES, Yonemoto EH, Mallouk TE:
Photoinduced charge separation in multilayer thin films grown
by sequential adsorption of polyelectrolytes. J Am Chem Soc
1995, 117:12879–12880.

•
19. Feldheim DL, Grabar KC, Natan MJ, Mallouk TE: Electron transfer

in self-assembled inorganic polyelectrolyte/metal nanoparticle
heterostructures. J Am Chem Soc 1996, 118:7640–7641.

The authors report measurement of a ‘Coulomb gap’ (high-impedance re-
sponse due to single-electron charging) in an array of gold nanoparticles
embedded in a complex heterostructure (consisting of alternating sheets of
polymer and zirconium phosphate) fabricated using sequential adsorption.

20. Kotov NA, Dekany I, Fendler JH: Layer-by-layer self-assembly of
polyelectrolyte-semiconductor nanoparticle composite films. J
Phys Chem 1995, 99:13065–13069.

21. Schmitt J, Decher G, Dressick WJ, Brandow SL, Geer RE,
Shashidhar R, Calvert JM: Metal nanoparticle/polymer
superlattice films: fabrication and control of layer structure.
Adv Mater 1997, 9:61–65.

22. Lvov Y, Ariga K, Ichinose I, Kunitake T: Formation of ultrathin
multilayer and hydrated gel from montmorillonite and linear
polycations. Langmuir 1996, 12:3038–3044.

23. Kleinfeld ER, Ferguson GS: Rapid, reversible sorption of
water from the vapor by a multilayered composite film:
a nanostructured humidity sensor. Chem Mater 1995,
7:2327–2331.

•
24. Kleinfeld ER, Ferguson GS: Healing of defects in the stepwise

formation of polymer/silicate multilayer films. Chem Mater
1996, 8:1575–1578.

The authors show that sequentially adsorbed films of polymer and silicate
reach the same steady-state growth rate (after the first few cycles), as meas-
ured ellipsometrically, regardless of whether the initial surface is adsorbing or
nonadsorbing. This effect is attributed to isolated polymer molecules gaining
a foothold at defect sites in the nonadsorbing film and serving as nucleation
sites for the spread and eventual coalescence of islands to make a contin-
uous film.

25. Krishnamoorti R, Vaia RA, Giannelis EP: Structure and dynamics
of polymer-layered silicate nanocomposites. Chem Mater 1996,
8:1728–1734.

26. Vaia RA, Jandt KD, Kramer EJ, Giannelis EP: Microstructural
evolution of melt intercalated polymer-organically modified
layered silicates nanocomposites. Chem Mater 1996,
8:2628–2635.

•
27. Vaia RA, Jandt KD, Kramer EJ, Giannelis EP: Kinetics of polymer

melt intercalation. Macromolecules 1995, 28:8080–8085.
The authors investigate the rate of polymer intercalation from the melt into
the interlayers of a phyllosilicate dispersion by X-ray diffraction. The mobil-
ity of polymer chains during intercalation, when they are restricted to two-
dimensions, is surprisingly found to be comparable to their mobility in the
three-dimensional melt.

28. Wang Z, Lan T, Pinnavaia TJ: Hybrid organic-inorganic
nanocomposites formed from an epoxy polymer and a layered
silicic acid (magadiite). Chem Mater 1996, 8:2200–2204.

•
29. Shi H, Lan T, Pinnavaia TJ: Interfacial effects on the

reinforcement properties of polymer-organoclay
nanocomposites. Chem Mater 1996, 8:1584–1587.

The authors report many fold enhancements of the mechanical properties of
a polymer-clay nanocomposite (in comparison to the pure polymer) even for
relatively low clay fractions (10 wt%).

30. Lan T, Kaviratna PD, Pinnavaia TJ: Mechanism of clay tactoid
exfoliation in epoxy-clay nanocomposites. Chem Mater 1995,
7:2144–2150.

31. Ijdo WL, Lee T, Pinnavaia TJ: Regularly interstratified layered
silicate heterostructures: precursors to pillared rectorite-like
intercalates. Adv Mater 1996, 8:79–83.

32. Ogawa M: Preparation of a cationic azobenzene derivative-
montmorillonite intercalation compound and the
photochemical behavior. Chem Mater 1996, 8:1347–1349.

33. Hutchison JC, Bissessur R, Shriver DF: Conductivity anisotropy
of polyphosphazene-montmorillonite composite electrolytes.
Chem Mater 1996, 8:1597–1599.

34. Vaia RA, Vasudevan S, Krawiec W, Scanlon LG, Giannelis EP:
New polymer electrolyte nanocomposites: melt intercalation
of poly(ethylene oxide) in mica-type silicates. Adv Mater 1995,
7:154–156.

•
35. Ruiz–Hitzky E, Aranda P, Casal B, Galvan JC: Nanocomposite

materials with controlled ion mobility. Adv Mater 1995,
7:180–184.

The authors review the uses of organic-intercalated layered solids as solid
electrolytes and report orders of magnitude enhancement of ion conductivity
in phyllosilicates intercalated with crown ethers.

36. Ding Y, Jones DJ, Maireles-Torres P, Roziere J: Two-dimensional
nanocomposites: alternating inorganic-organic polymer layers
in zirconium phosphate. Chem Mater 1995, 7:562–571.

37. Wang L, Schindler J, Thomas JA, Kannewurf CR, Kanatzidis MG:
Entrapment of polypyrrole chains between MoS2 layers via an
in situ oxidative polymerization encapsulation reaction. Chem
Mater 1995, 7:1753–1755.

38. Zhang Z, Lerner MM: Preparation, characterization, and
exfoliation of graphite perfluorooctanesulfonate. Chem Mater
1996, 8:257–263.
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Oil-water interface templating of mesoporous macroscale
structures. Science 1996, 273:768–771.

The authors report the formation of surfactant/silicate mesoscopic thin films
at oil/water interfaces, wherein the mesoporous film structure is controlled
by surfactant/silicate interactions but the macroscopic film curvature is con-
trolled by the emulsification of the oil phase. A commonly observed mor-
phology is a macroscopic hollow sphere (which was once filled with the oil
phase), whose skin is the surfactant/silicate nanocomposite.
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