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ABSTRACT: The field of polymer nanocomposites has been at
the forefront of research in the polymer community for the past
few decades. Foundational work published in Macromolecules
during this time has emphasized the physics and chemistry of
the inclusion of nanofillers; remarkable early developments
suggested that these materials would create a revolution in the
plastics industry. After 25 years of innovative and groundbreak-
ing research, PNCs have enabled many niche solutions. To
complement the extensive literature currently available, we focus
this Perspective on four case studies of PNCs applications: (i)
filled rubbers, (ii) continuous fiber reinforced thermoset
composites, (iii) membranes for gas separations, and (iv)
dielectrics for capacitors and insulation. After presenting
synthetic developments we discuss the application of polymer nanocomposites to each of these topic areas; successes will be
noted, and we will finish each section by highlighting the various technological bottlenecks that need to be overcome to take
these materials to full-scale practical application. By considering past successes and failures, we will emphasize the critical
fundamental science needed to further expand the practical relevance of these materials.

■ INTRODUCTION

Polymer nanocomposites (PNCs) typically contain one or
more nanoparticle (NP) components within a polymer matrix.
While these hybrid materials have been studied from the 1940s
with a particular focus on rubber tires, this area was
reinvigorated in the 1990s when platelet-like clay particles1

were exfoliated in a range of polymersfirst into semicrystal-
line and later into amorphous polymers and networks. For
example, researchers at Toyota Central Research showed that
less than 5 vol % of exfoliated montmorillonite in nylon-6
increased the modulus by a factor of ∼3, while at the same time
increasing the heat deflection temperature from ∼340 to ∼420
K.2 These demonstrations inspired the community to under-
stand how to cost-effectively disperse nanoscale sheets, rods, or
spheres into polymers and resins. In parallel, others focused on
determining the crucial physics that led to an enhanced

thermomechanical property suite without concomitant degra-
dation in strength, toughness, or processability.
Pioneering work published in Macromolecules during this

time emphasized the physics and chemistry of the inclusion of
inorganic and organic nanofillers, including spherical nano-
particles (e.g., silica, titania, C60, etc.),

3−8 carbon nanotubes,9−13

clay,14−22 graphene,23,24 metal nanowires, nanorods, and
quantum dots into a range of polymers. Because of the
scalability of the early synthesis and processing approaches,
many felt that these concepts would be the foundation of a
revolution in the plastics industry, where new resin lines would
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be based on judicious formulation of existing resins and
nanofillers.
While over 25 years of innovative PNCs research have yet to

produce this broad plastics revolution, PNCs have provided
many valuable niche solutions. PNCs are now a billion-dollar
global industry with products ranging from reinforcing
components for the transportation industry to commodity
plastics with enhanced electrical properties for shielding and
electronics. Rather than NP addition altering fundamental
polymer characteristics, many of these successes are based on
the NP adding functionality without degrading polymer
processability. These successes are still inspiring academic and
commercial research toward new applications25−27 as well as
establishing the critical underpinning science. A large number
of excellent review papers (e.g., for clay-based materials28−33

and carbon nanotubes composites9) and books31,34−36 are
available that chronicle and summarize the status of various
nanoparticle−polymer combinations.
The original questions formulated 25 years ago nonetheless

remainsome fundamental and some more practical. To what
extent can the basic characteristics of polymers be altered by
the addition of NPs that have at least one dimension
comparable to the macromolecular size? Developmentally,
what is the extent of the novel property suites that emerge from
this synergism, and can it be utilized through the engineering of
the morphology and characteristics of the polymer−nano-
particle system (namely particle size, chemistry, the function-
alization of the particle surface, matrix chain length, matrix
chemistry, etc.)? Practically, are the synthetic and processing
innovations required for the requisite control of NP−polymer
miscibility and assembly commensurate with cost-effective
scale-up and manufacturing?
Two crucial PNC concepts developed early on are worth

stressing here. First, the PNC “effect” is generally ascribed to
the reduction in filler dimension; that is, in going from
colloidal, micrometer-sized fillers to NPs leads to a 106 increase
in surface area, i.e., that the surface-to-volume ratio increases
dramatically, and magnifies the importance of interfaces. The
impact of this PNC effect, however, is not uniform across
physical properties. For example, polymer−NP coupling
impacts viscoelastic and thermomechanical response in a
fundamentally different way above and below Tg.

37,38 Further,
the relative importance of the composition and structural
characteristics of the interface varies widely; the interface
impacts conductivity, dielectric breakdown, permeability,
optical transparency, etc., in disparate manners. Thus, the
development of a universal concept for PNC interface
engineering has been extremely challenging. A corollary to
the increase in interface is the decrease in interparticle
distances, such that at even modest NP concentrations this
characteristic distance is comparable to the radius of gyration of
polymers. This can influence polymer conformations39−41 and
properties, and as an example, a recent Macromolecules
Perspective captures the impact on polymer center-of-mass
diffusion.42

The second concept is the impact of the commensurate
length scales between the physics determining polymer
properties and the hierarchical morphology of the NP phase.
For example, mechanical reinforcement of an elastomer may be
engineered through the percolation of a network with the NPs
as the nodes and the chains as the bridges.11,43−66 Likewise,
enhanced toughness may be engineered by energy dissipation
at these interfaces ahead of the crack tip. Also, maximum

electrical conductivity depends on simultaneously driving
percolation but affording NP−NP surface contact.67−75 There-
fore, the optimal PNC morphology for given physical
properties is not necessarily maximum uniform dispersion
(well-separated). In many cases, hierarchical control of the
distribution of NPs is key, that is, tuning morphology from a
uniform nanoscopic dispersion to a range of self-assembled
structures such as strings, sheets, cellular structures, etc.76−83

Such architecture-dominated phenomena become particularly
accessible when the NPs and polymer chains are comparable in
size, leading to behavior not found in colloidal or unfilled
macroscopic analogues. However, such fine control of
miscibility, structure, and architecture has proven very
challenging, especially with respect to also addressing the
complexity of optimizing the interface for the mechanical−
electrical−thermal−processability−performance suite required
for a given technology.
To complement the extensive literature currently available,

we will examine four case studies of PNCs applications, i.e.,
their proposed or actual use. Our goal is to understand why
PNCs have become practical for some but not (yet) for other
applications. Our choice of applications is somewhat arbitrary,
but we chose to highlight one highly successful application
where improvements are still desired, one successful niche
application, one which has potential application, and a last one
that has not yet found an application niche even after a couple
of decades of research. In particular, the platforms that we
discuss are (i) filled rubbers (commodity material), (ii)
continuous fiber reinforced thermoset composites (niche
application), (iii) membranes for gas separations (potential
exists), and (iv) dielectrics for capacitors and insulation (limited
applications). A central question that underpins all of these
topics is the dispersion state of the NPs in the polymer matrix,
how it can be controlled in a facile manner, and most
importantly how lab-scale ideas can be scaled up to industrially
relevant processes. Controlling this dispersion state then is
central to the ready applicability of PNCs to a suite of existing
and future applications of these materials.
In this paper, we begin by presenting synthetic develop-

ments, which underpin progress in this field. Given the critical
nature of the NP dispersion state in the polymer, we have a
brief discussion of this topic and the experimental methods
used to detect it. We then discuss the application of polymer
nanocomposites to each of these topic areas; successes will be
noted, and we will finish each section by highlighting the
various technological bottlenecks that need to be overcome to
take these materials to full-scale practical application. By
considering past successes and failures, we will emphasize the
critical-path fundamental science needed to further expand the
practical relevance of these materials.

■ FOUNDATIONAL PAPERS

Twenty-six of the most cited papers published in Macro-
molecules over the past two decades3−5,7,8,10,11,13,15−23,47,67,84−90

are representative of the broad-based progress that has been
achieved on this topic. These papers span all the way from
theory, synthesis, in situ functionalization of NPs during
processing, rheological effects, and several review articles. The
review below is inspired by many of these papers, while at the
same time not duplicating these efforts.
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■ SYNTHETIC DEVELOPMENTS

It is now clear that the interface between a NP and the
surrounding polymer matrix plays a critical role in determining
the dispersion state, organization, wetting, chain dynamics, and
ultimately many of the properties of a polymer nano-
composite.91 Thus, the demands to control many aspects of
the chains attached to (or in association with) the particle
surface have grown over the past few decades, which presents
many challenges and opportunities for synthetic polymer
chemists. In this same time frame, the discovery and
development of controlled radical polymerization methods
(atom transfer radical polymerization (ATRP),92 reversible
addition−fragmentation chain transfer (RAFT),93 macromo-
lecular design via reversible addition−fragmentation chain
transfer (RAFT)/xanthates, and nitroxide-mediated polymer-
ization (NMP)94) were quickly adapted to exercise control over
polymers attached to NP surfaces.95−103 The correlation
between changes in chain placement or chain length on the
dispersion state has driven home the importance of this local
environment on properties.104 Experience has shown that
simultaneous control over many molecular variables of the
grafted chains, i.e., chain density, chain length, chain dispersity,
molecular architecture, etc., is necessary to understand and
optimize the dispersion state, strength of interaction, and
resulting properties.105 Grafting-to and grafting-from ap-
proaches have both been useful in creating specific interfaces
and are applicable in different graft density ranges.106−111 The
limitation of the grafting-to method is the steric constraint of
attaching polymer chains to a substrate surface.112,113 The
initial population of polymer chains establishes a surface, and it
becomes increasingly difficult for new chains to diffuse to the
NP surface and attach.114 Thus, grafting-from methods are
required when higher chain densities are preferred (0.01−0.8
chains/nm2). Figure 1 illustrates the various NPs chemistries,
the different surface functionalization strategies adopted to

date, and the fields that these NPs are expected to be relevant
in.
The general strategy for grafting-from inorganic metal oxides

is to react the inorganic particle surface with a “coupling agent”
to essentially convert the inorganic surface to one of organic
reactivity.112 Then, many subsequent organic functional group
interconversions can be conducted to the desired functionality.
In the most common case, silica surfaces are reacted with silane
coupling agents to create organic surface groups such as −OH,
−COOH, −NH2, and −CHCH2.

100,111,115 These can then
be reacted with ATRP, RAFT, or NMP compounds that also
contain a complementary reacting group.113 Controlled radical
polymerization (CRP) agents have been developed which
contain both the controlling agent and surface reactive groups
in the same molecule.99,116−118 Azo initiator groups have also
been attached to NP surfaces.119 This approach allows for the
polymerization of many common monomers as well as
functional monomers or click monomers and careful control
over the placement of such functionality using block
copolymerizations.120−122 Steric constraints associated with
the grafting-to approach are minimized since the monomer can
easily diffuse to the surface to access the propagating chain
ends.
Many types of NP have been modified using these

approaches, including titania,123 silica,100 barium titanate,124

indium tin oxide,125 zirconia,126 iron oxide,127 CNTs,128 and
others.112 The coupling agents need to be chosen judiciously to
provide sufficient reactivity with the nanoparticle substrate.
Silane coupling agents have been developed for many years but
are less reactive with some metal oxides. Phosphate/
phosphonate, carboxylic acids, and amine-based ligands have
been used to complement silane coupling agents.113 Thiol−
gold bonding is widely used to functionalize gold nanoparticles,
but care should be exercised in applications where an aggressive
environment or high temperatures are present.129 The weaker
nature of the gold−thiol bond (30−50 kcal/mol) may

Figure 1. Schematic illustration of the various types of NP available, the forms of surface functionalization, and the applications that these materials
can impact.
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substantially change the grafted environment in such conditions
via loss or rearrangement of grafted chains.130

More recently, ligand engineering of surfaces has been
extended to bimodal grafting strategies to separately optimize
the enthalpic and entropic components of mixing.131,132 In a
typical approach, a densely grafted, short brush is polymerized
from the surface to screen the enthalpic core−core attraction
between two NPs, which can otherwise lead to agglomeration.
A subsequent sparsely grafted long brush is polymerized to
enable these chains to manipulate the entropic effects
associated with the mixing of the matrix and the grafts.132−134

Both theory and experiment have shown this approach to be
superior in controlling the dispersion of NPs relative to the
monodisperse analogue. In one demonstration of this approach,
the dispersion of titania, well-known for aggregation and
scattering light to make polymers “white”, was accomplished
even at high titania loadings resulting in clear composites, with
obvious applications in high refractive index materials such as
LEDs.135 Apparently, control of multiple molecular variables
(chain density, molecular weight, dispersity) can be attained on
two separate chain populations, both simultaneously and
independently. However, many more opportunities exist if
this concept is extended generally to multimodal or multifunc-
tional populations of ligands.131 After selection of a nano-
particle with its own inherent property (high surface area, high
refractive index, magnetic properties, etc.), we can then choose
a variety of groups and chains to place on the surface to control
matrix compatibility, thermal or pH responsiveness, color,
photosensitivity, field effects, or biological activity. Alterna-
tively, a set of NPs each with a distinct surface functionality can
be incorporated into a single PNC. This type of ligand
engineering is just beginning to be explored and will be a focus
of synthetic developments for targeted applications.

■ NP DISPERSION
As discussed above, there have been many pioneering
contributions to the use of surface ligands on nanofillers to
tailor the enthapic and entropic driving forces leading to
assembly of these polymer-grafted NPs in amorphous polymer
matrices/melts, characterizing the resulting NP structures and
understanding their consequences on properties, and delineat-
ing the theoretical bases for the observed NP spatial
distribution and properties.60,133,135−143 Figure 2 shows that
we can use thermodynamic principles to predict the
morphology (strings, sheets, or spherical agglomerates) that
will develop for a given graft density and brush/matrix
molecular weight ratio. It has also been shown that by using
a bimodal population of brushes (high graft density of short
brushes and a low graft density of long brushes), we open up
the window for creating well-dispersed fillers. How these
equilibrium ideas are affected by processing conditions is
central here. Recent work by Moll et al.144 suggests that the
application of shear tends to break down self-organized
nanoclusters. In contrast, Vermant and co-workers showed
that colloidal size particles can be driven into ordered states
through the application of external shear.145 How processing
affects NP assemblies is thus an open topic that is worthy of
investigation, especially since certain structures are particularly
useful in enhancing the mechanical and electrical properties of
the resulting composites.
While TEM is typically used to “visually” characterize NP

dispersion, this is not an accurate means to determine this
important quantity. Rather, scattering tools (small-angle X-ray/

neutron scattering) are the most appropriate means to
characterize dispersion. In the limit of low NP content, the
scattering curves typically show a sharp increase at low q (the
scattering vector) when the NPs are phase separated (or
agglomerated into large structures). A plateau at low q then
characterizes well-dispersed states. Even here, the absolute
value of the plateau of the structure factor, which can be
derived from the scattering data, immediately yields the mean
number of NPs in local clusters (the clusters are still well-
dispersed in the melt). Larger NP concentrations then need the
structure factor to be described by an appropriate model, such
as the Percus−Yevick hard sphere model, but the essential
point is that we can describe the spatial dispersion of NPs from
the local single NP level to the formation of larger structures.
We refer here to the many works in this area, in particular, the
work of Jouault, Jestin, and co-workers, for more details.146−153

■ APPLICATIONS
Filled Rubbers. Probably the most ubiquitous application

of nanofilled polymers is in the context of rubber
tires,3,44−46,48,53,154−169 and these have well-established per-
formance metrics that need to be considered in the context of
applications. First is the need to decrease the rolling resistance
of a tire, while keeping its wear resistance high. Similarly, wet
traction is an important issue. All of these features have to be
considered in tire design, while, at the same time, keeping the
tire’s weight and cost under control. The tire industry (e.g.,
Michelin and Bridgestone) has used carbon back and colloidal
silica as fillers in their tires, and a considerable amount of work
has illustrated that an improved particle dispersion in the cross-
linked rubber is key to improving properties. Couty
(Michelin)153,170 has shown that “breaking down” NP
agglomerates into smaller entities during industrial processing
is critical to improving mechanical properties. Achieving this
improved uniformity within the framework of current
processing protocols then remains the outstanding challenge.
The research literature in this community is vast, spanning

many decades, and emphasizes several key points. First, the
formation of a “bound” polymer layer (including chains bound

Figure 2. Map of the grafting density vs the ratio of the NP size and
chain radius of gyration. A = amorphous aggregates, H = sheets, C =
chains, and D = dispersed NPs. Adapted from ref 132.
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through chemical interactions, Figure 3) is a central
focus.166,167,171 In particular, several workers have postulated

that a bound layer is critical in determining mechanical
reinforcement.63,160,172−174 While there have been many
studies, the factors determining the formation and the size of
this bound layer remain unclear. Second, the mechanical
reinforcement in these cases is attributed to NPs and how they
interact with and modify the polymer network. How the NPs
affect phenomena such as the Payne effect have also been
focused on. The Payne effect corresponds to the strain
amplitude dependence of the viscoelastic stress in a filled
rubber, and it is now well accepted that the polymer−NP
interaction plays a central role in this case.45,46,156,162,175 Again,
the role of the bound layer on the mechanical behavior remains
unresolved. Underpinning all these effects, and the topic of
continuing focus, is how the NPs are dispersed in the matrix
and how these dispersions are affected by the processing scale
(i.e., small samples in the lab vs industrial mixers). The effects
of particle agglomerates (vs individually dispersed NPs) on
properties are not properly enunciated.176 Similarly, since ideas
of controlling NP dispersion derived in the lab do not scale up
properly to the industrial scale, this issue continues to be the
central focus of research in this area.
Another relevant application is in filled epoxies, which

typically have high Tg values (much greater than room
temperature).177−179 Epoxy resins are regularly used in high-
performance applications, e.g., coatings and adhesives.
Typically, an adhesive is applied between a silicon chip and a
substrate to ensure that the joint is not stressed due to a
mismatch in their coefficients of thermal expansion. The brittle
nature of epoxy resins can be mitigated through the use of NP
fillers. However, these additives always result in trade-offs. For
example, if fracture toughness improves, then there is a
reduction in yield stress or the elongation to break. Similarly,
Thomas et al.180 find that the mechanical reinforcement of
epoxy networks goes through a maximum with copper oxide
NP loading at about 2.5 vol %. Apparently, the NPs begin to
agglomerate at higher concentrations, leading to worsening
performance. Recent work by Maillard et al.38 suggests that the
addition of grafted NPs can help to increase the Young’s
modulus, yield stress, and strain to failure. While this previous
work was in the case of glassy, un-cross-linked polymers, we
believe that comparable ideas should carry over to the case of
cross-linked glassy epoxies. What are the conditions under
which these simultaneous improvements in properties be
achieved?
There are important questions that remain to be addressed in

this comparatively mature field of PNC research/application.

First, what is the best NP dispersion state for optimizing
mechanical properties? Is it a well-dispersed NP state, as
assumed by many in the rubber community, or does a fractal
percolating structure optimize mechanical reinforcement as
found in thermoplastic melts?60 Does the same dispersion state
maximize rolling resistance, wear, and wet traction? If not, what
is the NP dispersion state or combination of states that best
optimizes these properties? What are the properties of the filler
that are optimal? Should the filler be spherical or some other
shape (including fractal objects like fumed silica)? Or what is
the correct distribution of shape and size of fillers, including
blends of different nanofillers? What is the role of the bound
polymer layer? Does it need to be glassy to maximize
mechanical reinforcement? What controls the Payne effect,
and what is the optimal NP−polymer interaction strength in
this context? Under the assumption that we can determine the
optimal NP dispersion state, what processing protocols do we
need to achieve this target morphology? Can we continue to
use the current processing protocols but design nanoparticles,
polymers, and process variables to achieve these goals? What is
the role of theory here? Can detailed atomistic models shed
light on the creation of the bound layer, whether it is physically
adsorbed or if chemical changes occur? How do these bound
layers mediate the interactions between the NPs and thus lead
to the properties of interest such as the wear resistance, rolling
resistance, and the Payne and Mullins effects.

Continuous Fiber Reinforced Composites (CFRCs).
Continuous fiber reinforced composites (CFRCs) are the
archetype of an engineered system of materials. From glass
fibers in the 1940s to carbon and aramid systems of the 1960s,
CFRCs are the basis of technologies spanning aerospace to
transportation, renewable energy, and sport. The morphology
of the fiber, the matrix, their associated interface treatments,
and their relative arrangement are designed to optimize a
unique set of performance-cost requirements demanded by
specific parts, such as panels, stiffeners, face sheets, vessels,
tubular struts, and joints. Current engineering tools enable the
designer to minimize failure modes, such as delamination,
compressive matrix failure, fiber buckling, or fiber pull-out.
Over the past five years, NPs and PNCs have become another
tool in this design toolbox. Rather than replacing CFRCs with
PNCs, they are being integrated into the overall composite
system as an additional constituent. The resulting property
improvements are utilized to forestall failure modes, offer lower
cost processing, impart additional functionality, or provide a
lighter weight design.181

As an example, consider the mechanical limits of CFRCs
during flexure. The mechanical properties of the thermoset
matrix have a primary effect on the composite’s compressive
strength and resistance to interlaminar cracking. The stiffness of
the matrix affects the CFRC’s compressive strength because
fiber microbuckling, a major compressive failure mechanism,
depends on the amount of support provided to the fibers by the
matrix. The fracture resistance of the matrix, along with
adequate fiber−matrix interface strength, is important in
resisting interlaminar cracking within the CFRC. The
conflicting requirements for high matrix stiffness and fracture
resistance generally force compromises, which lead to design
limitations in structural elements such as panels and tubes with
high aspect ratios. Initial developments of nanocomposite
thermosets focused on high aspect ratio nanoparticles such as
nanoclays,182−184 CNTs,9−13 and more recently graphe-
nes.23,24,185 Generally, these systems showed 10−35% improve-

Figure 3. Schematic illustration of the presence of a bound layer and a
layer of intermediate mobility in a filled elastomer. From ref 174.
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ment in mechanical properties with 0.2−5 wt % filler. However,
the translation of these improvements to prepegs or laminates
proved to be difficult due to processing issues, including
extremely high viscosity, NP filtration, NP agglomeration, and
void formation. Recognizing that enhancements of the resin’s
compressive modulus alone could deliver CFRC performance
gains in select applications, such as high-aspect ratio structures
requiring flexure, a team at 3M built on prior studies on
nanosilica dental materials to develop a silica-based nano-
composite resin technology.186−189 Simultaneous optimization
of surface modification and processing techniques afforded high
volume fractions (up to 45 wt %) with minimal viscosity change
that maintained the ability for fiber infusion (Figure 4). Also,
the substantial volume reduction of organic matrix reduced
water absorption and thermal expansion.

Even though elongation to failure decreased (2% to 1.5%)
and resin density increased, this specific set of property
enhancements expanded the design space such that these resins
improved overall CFRC performance. For example, G-Lumous
used this technology to manufacture fishing rods with a 30%
reduction in mass and 30% increase in load to failure, all while
maintaining the deflection properties of the original design.
Similar nanocomposite thermosets based on higher perform-

ance resins, such as cyanate esters, are currently under
development for aircraft and space applications. This general
concept of using spherical nanoparticles to balance perform-
ance and inorganic volume fraction with processability was also
the basis for the Lockheed Martin’s nanofilled silicone “shuttle
tile repair kit” carried on each space shuttle mission. The
controlled viscosity resin provided ablative performance
equivalent to shuttle tiles for repair of damaged shuttle tiles
in orbit.
Adding multifunctionality to the CFRC provides another

example of the impact of PNCs and emphasizes opportunities

afforded by novel PNC processing approaches. Although blends
of polymers and conductive nanofillers, such as CNT10,190 and
graphene,23,185 exhibit conductivities adequate for electrostatic
discharge and electromagnetic interference shielding, the
aforementioned processing issues as well as surface finish and
dielectric heterogeneities limit their direct use as high-
performance composites. However, the development of
conductive nanoparticle veils, such as Ni nanostrands
(Conductive Composites) and CNT paper (Nanocomp
Technologies, Inc.), and the subsequent demonstration of
resin infiltration, has provided a resin-agnostic approach to
conductive nanocomposites that is compatible with composite
lay-up processing (Figure 5). These NP-based veils provide an
example wherein NP dispersion is not required for property
improvements, specifically for electrical conductivity. For
example, the Juno spacecraft, which recently entered orbit
around Jupiter, incorporated a surface layer of CNT paper on
several critical components of the flight system’s attitude
control motor struts and the main engine housing to provide
protection against electrostatic discharge.191 Compared to
alternative technologies, such as bonded Al film, the CNT
fabric and its compatibility with composite manufacturing
process offered cost and schedule savings by eliminating the
labor-intensive surface preparation steps for composite surfaces.
Also, these resin-infused CNT sheets were lower density than
prior aluminum foil technology and provided >50% mass
savings in the outermost layer of composite. Incorporation of
other NPs in fabrics and veils to facilitate CFRC processing is
expanding, such as for the development of conformal and
graded ablators. Early work demonstrated the self-passivating
character of PNCs when exposed to extreme environments,
such as fire, space, and rocket exhaust.192−194 Current
nanomodified phenolic and silicone based ablator and insulator
layers are undergoing evaluation by NASA for super lightweight
thermal protections for several re-entry systems.
The use and impact of PNCs in CFRCs has been predicated

on the balance of processing with performance. Unfortunately,
the relationship between NP structure (size, shape, surface
functionalization) and the complex chemorheology of nano-
filled thermosets is still limited, especially with respect to the
confines of a superstructure (fiber tow, weave, fabric, or veil).
Innovative concepts to incorporate nanoreinforcements
adjacent to the fiber, such as via sizing or coatings, or between
plies, such as via in situ spraying, have the potential to
significantly improve the shear and tensile properties of these
interfaces and thus reduce delamination and offer more robust
and lightweight primary structures and joints. As for materials,
the inherent brittle nature of the thermoset matrix is a universal
challenge. Mitigation via the use of viscoelastic additives always
introduces trade-offs, such as reduced stiffness for increased
toughness. The use of spherical fillers to minimize impact on
viscosity, coupled with a polymer grafted canopy motif rather
than short molecular ligands, is providing new approaches to
improve processability. For example, recent work by Maillard et
al.38 suggests that the addition of grafted nanoparticles can in
some cases increase the Young’s modulus, the yield stress, and
the strain to failure. What are the conditions under which these
simultaneous improvements in properties can be achieved, and
can this be realized on a practical scale is still under
investigation. The additional design afforded by polymeric
surface functionalization is also underlying approaches to
spatially grade the nanoparticle interface to impart higher
temperature thermo-oxidative resistance, such as bismaleimide

Figure 4. The 3M nanosilica matrix resin. (top) TEM micrographs
demonstrating the range (15 and 45 wt %) of uniform dispersion of
nanosilica in epoxy. (bottom) SEM image of a polished carbon fiber
composite cross section showing the distribution of the nanosilica.
Adapted with permission from ref 187.
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or polyimide chemistries, or to incorporate reconfigurable
cross-links to impart self-healing, shape memory, or mechanical
adaptivity to the matrix.
Overall, three questions still limit the understanding of how

nanofillers can best be used to enhance CFRC performance.
First, how do we determine the optimal location, nano-
particle(s), and nanoscale morphology for a given composite
design? Second, what is the cost-effective, CFRC-compatible
processing approach to reproducibly achieve this nanoscale
morphology? And third, what are the possible failure modes
and associated signatures that limit lifetime? Fundamentally, the
extent to which the properties of the matrix, most importantly
its strength and toughness, can be enhanced by the synergism
between the NP and the matrix is not adequately understood.
Thus, without validated models for strength and a quantifica-

tion of the impact of structural variability (morphology,
composition, etc.) on thermomechanical performance, PNCs
will have limited integration into CFRCs design tools. The
challenge is to untangle the inter-relationship between (a) the
nonuniform stress/strain distribution in a heterogeneous
nanosolid, (b) processing-induced gradients in local NP
orientation, organization, and concentration, (c) impact of
the NP on cure and property development of the local
thermoset network, (d) residual stress arising from processing
and cure within the heterogeneous structure, and (e)
propagation of damage and energy release during thermome-
chanical loading. Crucial to this challenge, and to the validation
of models, is the development of new characterization
techniques that provide nanovoxel information about the
NP−network interface as well as the application of analytics

Figure 5. (a) Surface SEM of conductive nanoparticle veils (EMSHIELD, Nanocomp Technologies, Inc.) (unpublished, AFRL, courtesy Max
Alexander). (b) Polished cross-section SEM of a conductive composite lay-up demonstrating integration of a resin-infused conductive nanoparticle
veil (NiNanostrands, Conductive Composites) as a face sheet (top) on a composite structure containing metal-coated carbon fiber prepreg (middle)
on top of the base composite layers (unpublished, AFRL, courtesy Max Alexander). (c, d) Lay-up of rocket engine motor support strut with CNT
paper outer layer and location on main body of the Juno spacecraft (from ref 181). Examples of self-passivating character of PNCs (nylon−clay)
when exposed to extreme environments, including (e) oxygen plasma (left, from ref 192) and (f) solid rocket motor firing (from ref 194). (g) Recent
material survivability experiment on the space station (MISSIE 7), where the “suitcases” shown contain many different nanocomposite samples
(courtesy of NASA).
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on large data sets to quantify variability and the statistical
nature of processing and failure initiation. Such tools are crucial
for PNCs to impart additional multifunctionality to CRFCs.
Membranes for Gas Separations. The use of glassy

polymeric membranes to selectively separate gas mixtures
across a variety of applications, e.g., natural gas purification and
carbon capture, is well established.195−198 Membrane separa-
tions are cost efficient relative to other current technologies and
are characterized by an intrinsic trade-off between high flux and
high product purity. The solution-diffusion mechanism governs
transport behavior in glassy polymer membranes; i.e., the solute
dissolves on the feed side membrane surface and then diffuses
through to the product side. Thus, the flux of a gas is related to
its permeability: Pi = KiDi, where Ki is the partition coefficient
and Di is the diffusion coefficient.199−203 Product purity is
controlled by the selectivity, αij = Pi/Pj. The inverse correlation
empirically found between Pi and αij is frequently termed as the
Robeson upper bound (Figure 6).200,203 Glassy polymer

membranes are typically diffusion selective; that is, αij is
controlled by the difference in D between the two species. The
systematic manipulation of diffusion is therefore a key to
improving separation membranes. A useful concept in this
mode of molecular transport is free volume,204 a poorly defined
metric that is attributed either to voids (due to imperfect
polymer chain packing) or from chain dynamics and
relaxation.205,206 Control over free volume is typically achieved
through synthesis of new polymers with bulky side groups207

and/or stiff irregular backbones which frustrate local packing.
However, these nonequilibrium glassy polymer-based structures
spontaneously age, where the chains densify by improved
packing as they approach their equilibrium states.
Pioneering work by Freeman has suggested that the addition

of inert nanofillers can favorably modify the system free volume
to achieve large increases in both permeability and reverse
selectivities for butane/methane (Figure 7).208 This result,
obtained from so-called “mixed matrix membranes”, is
surprising in light of macroscopic ideas. In the case of transport
behavior, macroscopic Maxwell ideas suggest that the addition
of inert particles hinders molecular transport. Specifically, the
permeability is predicted to decrease by a factor of [(1 − ϕ)/(1

+ ϕ/2)], where ϕ is the filler volume fraction, without affecting
selectivity. The unexpected results of Freeman are understood
in light of the unfavorable interactions between polymers and
the inorganic filler, leading to dewetting and hence increased
free volume. This poor compatibility causes the dispersion
state, and hence membrane performance, to be intimately
related to the detailed processing protocols.209,210 Thus, while
improved performance results in a few cases, most situations
conform more or less to the Maxwell ideas. The concept of
controllably manipulating free volume in a temporally stable
fashion by using nanoparticles in polymeric membranes
remains open,207,211,212 and NP-based membranes have not
yet found commercial application.
Progress in this field requires that we find sufficiently stable

NP dispersions in polymer matrices that have controllable
amounts of free volume. Achieving this goal in the framework
of a glassy polymer matrix is particularly challenging because
there can be both aging effects in the polymer matrix and
temporally evolving NP dispersion states. Fundamentally, we
do not fully understand what the free-volume concept
embodies and how it can be manipulated by the addition of
NPs. Is this a purely equilibrium concept, or do chain dynamics
play a central role? What is the role of the NP in these
situations, and what is the effect of the interface? Moreover,
what is the interplay between polymer aging and NP diffusion?
Priestley et al. reported that NPs can reduce aging even in
glassy polymers.213 In addition, we need to understand how the
presence of NPs affect gas transport and also selectivity. Are
any potential gains purely entropic in origin or can enthalpic
effects (through the inclusion of specific functional groups) be
used to optimize these separations?

Dielectrics for Electrical Insulation and Capacitors.
High performance dielectrics are crucial to components that
underlie modern society, ranging from gate dielectrics in
transistors to high-voltage insulation and capacitors in power
electronics. Polymer dielectrics afford a unique combination of
processability with tailorability of resistance, permittivity,
dielectric loss, DC dielectric breakdown strength, and gradual
failure mechanisms.214 For high voltage (HV) insulation, the
use of inorganic fillers and coatings, e.g. boron nitride (BN),
silica (SiO2), alumina (Al2O3) titania (TiO2), and silicon
carbide (SiC), has been a staple for applications requiring
higher temperatures and electrical stress, such as wire enamel,
high voltage DC cabling, and insulation of motors, generators,

Figure 6. Relationship between the membrane permeability of CO2 vs
ideal CO2/methane selectivity. The lines are “Robeson upper bounds”.
Reproduced with permission from ref 200. Copyright 2008 Elsevier.

Figure 7. Ideal selectivity of n-butane to methane vs n-butane
permeability for a P4MP membrane mixed with various loadings of
silica NPs. Reproduced with permission from ref 208. Copyright 2002
AAAS.
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and transformers.215 An optimized polymer−inorganic for-
mulation not only improves electrical characteristics key to
reliability and lifetime but also provides increased thermal
conductivity, an adjustable thermal expansion coefficient, flame
retardancy, and improved mechanical robustness. For instance,
fillers are used to create anisotropic electrical properties that
improve track (partial discharge) resistance of ground wall
insulation of rotation machinery.216 Inorganic filled high
density polyethylene (XLPE) is used in extrahigh-voltage
(EHV) DC cable between Spain and France. Layered
architectures, such as Kraft paper, mica splitting, or platy fillers,
are commonly used to increase reliability of insulation by
impeding propagation of electrical breakdown trees.217

For high voltage (HV) capacitors, electronic polarization
within the dielectric affords ultrafast energy uptake and
delivery.214 Pulse discharge in the 10−3−10−6 s range is key
to power-limited applications such as inverters in electric
vehicles, defibrillators, power-conditioning equipment, high-
frequency filtering, and pulsed-plasma thrusters. In contrast to
HV insulation, film-based HV capacitors are conventionally
unfilled, ultrahigh purity thermoplastics due to the challenges in
reproducibly manufacturing large area, defect-free films from
organic−inorganic blends within tolerances.
The key electrical characteristics for these high voltage

dielectrics are the relative permittivity (εr), dissipation factor,
and electrical breakdown strength (EBD). For HV insulation,
permittivity and dissipation factor are desired to be as low as
possible, while for capacitors, the permittivity should be as high
as possible while dissipation is minimized to provide maximize
energy density, U ∼ ε0εrEBD

2 (for linear dielectrics) and
discharge efficiency (i.e., fraction of stored energy recovered).
Initial work by Nelson, Irwin, and others72,215 showed that
replacing micrometer-sized particles with nanoparticles lead to
numerous beneficial changes in polarization dynamics,
including a lower loss tangent, mitigated space charge behavior,
and an increased charge decay rate. Combined, these resulted in
higher breakdown strength and longer mean time to failure.
The relative micro- to nano-enhancements were attributed to a
reduction in process-related defects, a refinement in the
composite morphology, and an improved interface due to
better filler−polymer interactions. Substantial fundamental and
applied research has followed to establish a clear understanding
of the influence of the nanoparticle size, shape, and
composition on these key electrical characteristics. Similarly,
the dispersion of the nanoparticles and the structure and
composition of the particle−polymer interface are thought to
play important roles.214,218

The relative permittivity of a random heterogeneous material
is classically described by nonlinear effective medium theories,
such as the Maxwell−Garnett or Bruggeman models.214,219−221

These models indicate that the impact of high permittivity
fillers distributed in a low permittivity matrix is less than
predicted by a linear rule-of-mixtures due to local exclusion of
the applied field from the particle into the matrix (e.g., Figure 8
summarizes the effective composite permittivity for nano-
composite films of uniformly dispersed polystyrene grafted
titanium oxide nanoparticles). Although useful for initial
assessment, these analytical models do not take into account
internal charge distribution, charge trapping, or relaxation
processes at the nanoparticle interface. Such processes may
increase permittivity; however, saturation of local space charge
distorts the internal field and may lead to premature failure.
Shell models, such as those introduced by Tanaka222,223 and

Lewis,224 provide a framework to understand such interfacial
processes, their impact on charge transport mechanisms, and
ultimately the frequency response of the permittivity and
dissipation. Correlation between experiment and models
though is quantitatively poor,214,218 pointing to the need for
the continual codevelopment of theory and experiments to
clarify the key factors underpinning the complex interplay
between nanoscale morphology, field distribution, interface
composition, relative Fermi levels, and charge polarization
dynamics across a broad frequency range (DC−MHz).
In general, the addition of nanofillers and associated

proliferation of internal interfaces substantially modify the
distribution of the trapping sites within the dielectric. At
intermediate carrier density, this affects the charge transport
mechanisms and increases time to failure in HV insulation. For
example, early work showed a 4-fold increase in partial
discharge resistance for 10% silica added to polyimide.225

When coupled with percolation of the particle−polymer
interface at high loadings (>10−20 vol %), these local
polarization, charge relaxation, and trapping processes rapidly
degrade the DC EBD.

214 Therefore, the beneficial permittivity
and interfacial charge trapping are limited to lower loadings
depending on the specific electrical performance requirement
of the HV nanodielectric insulation. On the other hand, for HV
nanodielectric capacitors, one achieves at best a slightly
improved ultimate energy density (U) for some polymer−
nanoparticle systems at low loadings, but also a reduction in
discharge efficiency. For example, recent work demonstrated
that 5−10 vol % polystyrene grafted silica in polystyrene
increases EBD relative to the unfilled matrix, but PMMA grafted
silica in PMMA with comparable morphology exhibits a
precipitous decrease.226,227 Thus, nanoparticle dispersion
alone is not the only critical factor, but just as critical is the
relative Fermi level, and resulting interfacial band structure, for
a given nanofiller−polymer system.
Numerous concepts have recently emerged to address these

trade-offs, especially for HV nanodielectric capacitors. These
include optimization of the dielectric character of the
nanoparticle−polymer interfacial region and morphology
engineering to homogenize local field concentration or impede
charge transport. Examples include aligning anisotropic fill-
ers227,228 to maximize effective permittivity in the direction of
the applied field and adopting particles with graded

Figure 8. (left) Effective permittivity predicted from Bruggeman and
Maxwell−Garnett mean-field theories for inclusions (εi) in matrices
(εm) with dielectric constant ratio εi/εe = 3 (top) and εi/εe = 20
(bottom). (right) Composite permittivity (ε) versus volume fraction
for various types of polystyrene grafted TiO2 PGNs and correlation
with the Bruggeman model for different estimates of εi for the nano-
TiO2 (unpublished, AFRL).
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interfaces229 or core−shell architectures230−233 to mitigate local
field concentration and deleterious dissipative mechanisms at
the interface. For example, grafting the NPs with polymers
rather than small ligands has been shown to reduce dielectric
loss and improve storage efficiency.234−236 Also, polymer
grafting sets a minimum particle−particle distance and hence
diminishes the potential of agglomeration and formation of a
critical hotspot that initiates internal failure within a HV
capacitor.237,238 In other words, polymer grafting ensures that
the critical flaw (i.e., very close particles) does not occur. This is
especially important in nanocomposites containing high-
permittivity nanoparticles, such as TiO2 and BaTiO3, where
field exclusion from the nanoparticle results in substantial field
concentration in the matrix near the nanoparticle surface in the
direction of the applied field. Recent work has gone so far as
designing the polymer grafts such that the polymer brushes of
adjacent particles entangle, resulting in tough films, even
without a matrix of free chains, with energy densities greater
than the polymer matrix or blended nanocomposite. Finally,
with regard to charge migration, interface architecture
orthogonal to the applied field has been shown to hinder the
electrical cascade in a film capacitor by dispersing energy over a
larger volume analogous to motifs used for HV insulation. For
example, the impact of layered architectures for HV capacitors
was demonstrated in simulations217 and experimentally in
nanolaminates,239 layered-silicate nanocomposites,240 ordered
block copolymers,241 and microlayer coextrusion.242

In addition to morphology and interface, impurity concen-
tration and process history have a substantial impact on
initiation and propagation of dielectric breakdown. The
necessary level of purity and attention to process history is
seldom considered for nanocomposites. Extrinsic factors
including absorbed water, entrapped gases, residual solvents,
and ionic impurities dominate failure processes unless they are
fastidiously removed.214,218 For example, as-received PMMA
exhibits a DC EBD for a film capacitor that is 50% lower than
electronic grade PMMA that has been passed through a silica
gel column and washed with methanol to remove impurities.243

With respect to processing, thermomechanical history and
physical aging impact everything from chain alignment to the
density and excess enthalpy of the amorphous regions. Driving
the glass toward equilibrium not only increases density but also
can increase DC EBD for a film capacitor by 20−30%.235 The
physics of how nanoparticles impact such polymer aging
processes however is still not fully understood and thus have
not been extensively considered in the high voltage perform-
ance of nanocomposites.
In general, PNCs for HV insulation are finding commercial

application, but PNC for HV capacitors remains a challenge.
Insulation with increased voltage stand-off uses nanoparticles to
trap charge and create tortuosity orthogonal to the applied
field. PNC dielectrics for HV capacitors and other power
technologies, however, require a better understanding of
dielectric failure within these nanoscale hybrid morphologies.
For example, what are the relative roles of composition,
morphology, and interface structure in local field distribution,
carrier generation, and trapping at high fields across a broad
frequency range (DC−MHz)? What is the role of physical and
electrical aging on these polarization and transport mecha-
nisms? How does electrostriction within these heterogeneous
nanomorphologies impact failure? How sensitive are the
optimal PNC designs to variability in morphology and interface
functionalization? What scalable processing approaches are

available to avoid agglomeration and provide large area, defect-

free films and coatings? As polymer systems with inherently

high permittivity, such as PVDF, are combined with high

permittivity nanofillers, how can the relatively high dielectric

loss be minimized to reduce thermal contributions to failure

and maximize energy storage efficiency?214,244 How can

nonlinear nanoparticles and matrices be synergistically

combined to avoid dielectric relaxation processes across

requisite operation frequencies?214 Are there novel character-

ization techniques to observe with statistical relevance failure

processes to validate models? The promise of improving

dielectric characteristics while optimizing the total property

suite will continue to drive polymer nanocomposite dielectric

research to meet the ever-growing demand for compact, highly

efficient electric machines and power systems operating in

more extreme environments, with multiple stressers, at greater

intensity and higher repetition rates.

■ CONCLUSIONS

This Perspective has focused on the successes and the current

limitations of polymer nanocomposites in four application

areas. While filled networks are a commodity business that

continues to need innovation, filled thermosets have a more

niche market. The area of separation membranes is still in its

infancy, but there is considerable promise, while the use of

nanoparticles in the context of “nanodielectrics” is yet to come

to fruition. While each of these topics has its own set of

bottlenecks, an overarching concern in all of these cases

remains the ability to control nanoparticle dispersion by

designing NP/polymer interfaces, by adapting typical process-

ing protocols, and by preventing morphology evolution during

use. While some applications, such as rubber tires, have been

able to address these challenges and achieve reproducible

successes, it is apparent even here that considerable improve-

ments remain to be exploited. We stress therefore that there

remains considerable room for fundamental studies from new

synthetic and processing strategies to predictions of macro-

scopic properties from first-principles or by inverse design.

Moreover, when these studies are conducted within the context

of specific applications, their findings will more rapidly impact

the implementation of new and continually improving PNCs.

■ AUTHOR INFORMATION

Corresponding Author
*E-mail sk2794@columbia.edu (S.K.K.).

ORCID

Sanat K. Kumar: 0000-0002-6690-2221
Richard A. Vaia: 0000-0003-4589-3423
Notes

The authors declare no competing financial interest.

Macromolecules Perspective

DOI: 10.1021/acs.macromol.6b02330
Macromolecules 2017, 50, 714−731

723

mailto:sk2794@columbia.edu
http://orcid.org/0000-0002-6690-2221
http://orcid.org/0000-0003-4589-3423
http://dx.doi.org/10.1021/acs.macromol.6b02330


Biographies

Sanat Kumar received his Sc.D. in Chemical Enginering in 1987 from

the Massachusetts Institute of Technology working with Professors

Robert Reid and Ulrich Suter. He was a Director’s postdoctoral fellow

at the IBM Almaden Research Center with Do Yoon and then

followed this with faculty appointments at Penn State University

(1988−2002), Rensselaer Polytechnic Institute (2002−2006), and

Columbia University (2006−present). He is currently the Bykhovsky

Professor of Chemical Engineering at Columbia University. His

research interests are in the field of polymers (nanocomposites,

advanced capacitor materials, scattering methods) and biopolymers

(protein−surface interactions). He is a fellow of the APS and was on

the editorial advisory board of Macromolecules.

Brian Benicewicz received his Ph.D. in polymer chemistry in 1980

from the Department of Chemistry and Institute of Materials Science

at the University of Connecticut in Storrs, CT, working with Professor

Sam Huang. He worked at Celanese Research Company, Ethicon, Inc.,

and Los Alamos National Laboratory before joining Rensselaer

Polytechnic Institute in 1997 as Director of the Center for Polymer

Synthesis and Professor of Chemistry. Since 2008, he has been in the

Department of Chemistry and Biochemistry at the University of South

Carolina where he holds the SmartState chair in Polymer Nano-

composites. His research interests include the development of high

temperature polybenzimidazole membranes for fuel cells and electro-

chemical devices and reversible addition−fragmentation chain transfer

(RAFT) polymerization, particularly for the preparation of multifunc-

tional nanoparticles and polymer nanocomposites. He is a fellow of the

AAAS.

Richard A. Vaia is the Technical Director of the Functional Materials
Division at the U.S. Air Force Research Laboratory (AFRL). The
Division delivers materials and processing solutions to revolutionize
AF capabilities in survivability, directed energy, reconnaissance, and
human performance. Rich has published more than 200 articles on
nanomaterials, with honors including the AF McLucas Award for Basic
Research, ACS Doolittle Award, Air Force Outstanding Scientist, Air
Force Office of Scientific Research Star Teams, and Fellow of the
Materials Research Society, American Physical Society, American
Chemical Society, and the Air Force Research Laboratory.

Karen I. Winey is Professor, Chair and TowerBrook Foundation
Faculty Fellow of Materials Science and Engineering at the University
of Pennsylvania. She received her B.S. from Cornell University in
materials science and her Ph.D. in polymer science from the University
of Massachusetts, Amherst, working with Ned Thomas. Following a
postdoctoral position at AT&T Bell Laboratories with Ron Larson, she
joined Penn in 1992. Her research interest include polymer
nanocomposites (electrical properties, dynamics, nanoscale confine-
ment) and ion-containing polymers (morphologies, conductivities,
mechanical properties, dynamics). She holds 14 patents and has
published more than 190 papers. Karen has served as chair of the
Polymer Physics Gordon Research Conference, chair of the Division
of Polymer Physics within the American Physical Society, and as
Associate Editor for Macromolecules. She is a fellow of the American
Physical Society, the Materials Research Society and the PMSE
division of the American Chemical Society, as well as a recipient the
Heilmeier Award for Research and a Miller Institute Visiting
Professorship.

■ ACKNOWLEDGMENTS

S.K. acknowledges continuing funding for his nanocomposite
research over the past decade from the National Science
Foundation, Division of Materials Research (Polymers). He

Macromolecules Perspective

DOI: 10.1021/acs.macromol.6b02330
Macromolecules 2017, 50, 714−731

724

http://dx.doi.org/10.1021/acs.macromol.6b02330


also acknowledges ongoing collaborations with Linda Schadler
(RPI), Ken Schweizer (UIUC), Jacques Jestin (CEA/CNRS,
France), Ralph Colby (Penn State), Michael Rubinstein
(UNC), Dimitris Vlassopoulos (FORTH/Univ. of Crete),
and Gary Grest (Sandia)many of the insights presented here
reflect the discussions that have taken place during these
interactions. B.C.B. acknowledges support from the SC
SmartState endowed chair program. R.A.V. acknowledges
funding from the Air Force Office of Scientific Research and
the Air Force Research Laboratory (AFRL), Materials and
Manufacturing Directorate. He also acknowledges the helpful
discussions with Suraj Rawal, Nick Patz, and Chris Grabowski
in developing this manuscript and innumerable colleagues
whose insight and collaborations have informed our PNC
research. K.I.W. acknowledges funding National Science
Foundation, Division of Materials Research (Polymers) and
valuable collaborations with Russ Composto (Penn), Nigel
Clarke (Univ. of Sheffield), Jeff Meth (Dupont), and Rob
Riggleman (Penn).

■ REFERENCES
(1) Giannelis, E. P.; Krishnamoorti, R.; Manias, E. Polymer-silicate
nanocomposites: Model systems for confined polymers and polymer
brushes. Adv. Polym. Sci. 1999, 138, 107−47.
(2) Kojima, Y.; Usuki, A.; Kawasumi, M.; Okada, A.; Fukushima, Y.;
Kurauchi, T.; Kamigaito, O. Mechanical-Properties of Nylon 6-Clay
Hybrid. J. Mater. Res. 1993, 8, 1185−89.
(3) Tsagaropoulos, G.; Eisenberg, A. Dynamic-Mechanical Study of
the Factors Affecting the 2 Glass-Transition Behavior of Filled
Polymers - Similarities and Differences with Random Ionomers.
Macromolecules 1995, 28, 6067−77.
(4) Schaefer, D. W.; Justice, R. S. How nano are nanocomposites?
Macromolecules 2007, 40, 8501−17.
(5) Sternstein, S. S.; Zhu, A. J. Reinforcement mechanism of
nanofilled polymer melts as elucidated by nonlinear viscoelastic
behavior. Macromolecules 2002, 35, 7262−73.
(6) Zheng, L.; Farris, R. J.; Coughlin, E. B. Novel polyolefin
nanocomposites: Synthesis and characterizations of metallocene-
catalyzed polyolefin polyhedral oligomeric silsesquioxane copolymers.
Macromolecules 2001, 34, 8034−39.
(7) Galgali, G.; Ramesh, C.; Lele, A. A rheological study on the
kinetics of hybrid formation in polypropylene nanocomposites.
Macromolecules 2001, 34, 852−58.
(8) Lee, A.; Lichtenhan, J. D. Viscoelastic responses of polyhedral
oligosilsesquioxane reinforced epoxy systems. Macromolecules 1998,
31, 4970−74.
(9) Moniruzzaman, M.; Winey, K. I. Polymer nanocomposites
containing carbon nanotubes. Macromolecules 2006, 39, 5194−205.
(10) Liu, T. X.; Phang, I. Y.; Shen, L.; Chow, S. Y.; Zhang, W. D.
Morphology and mechanical properties of multiwalled carbon
nanotubes reinforced nylon-6 composites. Macromolecules 2004, 37,
7214−22.
(11) Du, F. M.; Scogna, R. C.; Zhou, W.; Brand, S.; Fischer, J. E.;
Winey, K. I. Nanotube networks in polymer nanocomposites:
Rheology and electrical conductivity. Macromolecules 2004, 37,
9048−55.
(12) Lin, Y.; Zhou, B.; Fernando, K. A. S.; Liu, P.; Allard, L. F.; Sun,
Y. P. Polymeric carbon nanocomposites from carbon nanotubes
functionalized with matrix polymer. Macromolecules 2003, 36, 7199−
7204.
(13) Favier, V.; Chanzy, H.; Cavaille, J. Y. Polymer Nanocomposites
Reinforced by Cellulose Whiskers. Macromolecules 1995, 28, 6365−67.
(14) Ray, S. S.; Okamoto, K.; Okamoto, M. Structure-property
relationship in biodegradable poly(butylene succinate)/layered silicate
nanocomposites. Macromolecules 2003, 36, 2355−67.

(15) Ray, S. S.; Maiti, P.; Okamoto, M.; Yamada, K.; Ueda, K. New
polylactide/layered silicate nanocomposites. 1. Preparation, character-
ization, and properties. Macromolecules 2002, 35, 3104−10.
(16) Solomon, M. J.; Almusallam, A. S.; Seefeldt, K. F.;
Somwangthanaroj, A.; Varadan, P. Rheology of polypropylene/clay
hybrid materials. Macromolecules 2001, 34, 1864−72.
(17) Bharadwaj, R. K. Modeling the barrier properties of polymer-
layered silicate nanocomposites. Macromolecules 2001, 34, 9189−92.
(18) Ren, J. X.; Silva, A. S.; Krishnamoorti, R. Linear viscoelasticity of
disordered polystyrene-polyisoprene block copolymer based layered-
silicate nanocomposites. Macromolecules 2000, 33, 3739−46.
(19) Balazs, A. C.; Singh, C.; Zhulina, E. Modeling the interactions
between polymers and clay surfaces through self-consistent field
theory. Macromolecules 1998, 31, 8370−81.
(20) Vaia, R. A.; Giannelis, E. P. Polymer melt intercalation in
organically-modified layered silicates: Model predictions and experi-
ment. Macromolecules 1997, 30, 8000−09.
(21) Vaia, R. A.; Giannelis, E. P. Lattice model of polymer melt
intercalation in organically-modified layered silicates. Macromolecules
1997, 30, 7990−99.
(22) Krishnamoorti, R.; Giannelis, E. P. Rheology of end-tethered
polymer layered silicate nanocomposites. Macromolecules 1997, 30,
4097−102.
(23) Zhao, X.; Zhang, Q. H.; Chen, D. J.; Lu, P. Enhanced
Mechanical Properties of Graphene-Based Poly(vinyl alcohol)
Composites. Macromolecules 2010, 43, 2357−63.
(24) Kim, H.; Abdala, A. A.; Macosko, C. W. Graphene/Polymer
Nanocomposites. Macromolecules 2010, 43, 6515−30.
(25) Walker, S. B.; Lewis, J. A. Reactive Silver Inks for Patterning
High-Conductivity Features at Mild Temperatures. J. Am. Chem. Soc.
2012, 134, 1419−21.
(26) Xu, L. Y.; Yang, G. Y.; Jing, H. Y.; Wei, J.; Han, Y. D. Ag-
graphene hybrid conductive ink for writing electronics. Nanotechnology
2014, 25, 055201.
(27) Liu, C. H.; Yu, X. Silver nanowire-based transparent, flexible,
and conductive thin film. Nanoscale Res. Lett. 2011, 6, 75.
(28) Alexandre, M.; Dubois, P. Polymer-layered silicate nano-
composites: preparation, properties and uses of a new class of
materials. Mater. Sci. Eng., R 2000, 28, 1−63.
(29) Ray, S. S.; Okamoto, M. Polymer/layered silicate nano-
composites: a review from preparation to processing. Prog. Polym.
Sci. 2003, 28, 1539−641.
(30) Winey, K. I.; Vaia, R. A. Polymer nanocomposites. MRS Bull.
2007, 32, 314−19.
(31) Krishnamoorti, R.; Vaia, R. A. Polymer nanocomposites. J.
Polym. Sci., Part B: Polym. Phys. 2007, 45, 3252−56.
(32) LeBaron, P. C.; Wang, Z.; Pinnavaia, T. J. Polymer-layered
silicate nanocomposites: an overview. Appl. Clay Sci. 1999, 15, 11−29.
(33) Tchoul, M. N.; Fillery, S. P.; Koerner, H.; Drummy, L. F.;
Oyerokun, F. T.; Mirau, P. A.; Durstock, M. F.; Vaia, R. A. Assemblies
of Titanium Dioxide-Polystyrene Hybrid Nanoparticles for Dielectric
Applications. Chem. Mater. 2010, 22, 1749−59.
(34) Winey, K. I.; Vaia, R. A. Polymer Nanocomposites. MRS Bull.
2007, 32, 314−22.
(35) Miziolek, A. W. In Defense Applications of Nanomaterials; Mauro,
J. M., Vaia, R. A., Karna, S. P., Eds.; American Chemical Society:
Washington, DC, 2005.
(36) Mittal, V. Polymer Nanotubes Nanocomposites: Synthesis,
Properties and Applications; Wiley: 2014.
(37) Akcora, P.; Kumar, S. K.; Moll, J.; Lewis, S.; Schadler, L. S.; Li,
Y.; Benicewicz, B. C.; Sandy, A.; Narayanan, S.; Ilavsky, J.;
Thiyagarajan, P.; Colby, R. H.; Douglas, J. F. ″Gel-like″ Mechanical
Reinforcement in Polymer Nanocomposite Melts. Macromolecules
2010, 43, 1003−10.
(38) Maillard, D.; Kumar, S. K.; Fragneaud, B.; Kysar, J. W.; Rungta,
A.; Benicewicz, B. C.; Deng, H.; Brinson, L. C.; Douglas, J. F.
Mechanical Properties of Thin Glassy Polymer Films Filled with
Spherical Polymer-Grafted Nanoparticles. Nano Lett. 2012, 12, 3909−
14.

Macromolecules Perspective

DOI: 10.1021/acs.macromol.6b02330
Macromolecules 2017, 50, 714−731

725

http://dx.doi.org/10.1021/acs.macromol.6b02330


(39) Jouault, N.; Crawford, M. K.; Chi, C.; Smalley, R. J.; Wood, B.;
Jestin, J.; Melnichenko, Y. B.; He, L.; Guise, W. E.; Kumar, S. K.
Polymer Chain Behavior in Polymer Nanocomposites with Attractive
Interactions. ACS Macro Lett. 2016, 5, 523−27.
(40) Jouault, N.; Jestin, J. Intra-and Interchain Correlations in
Polymer Nanocomposites: A Small-Angle Neutron Scattering
Extrapolation Method. ACS Macro Lett. 2016, 5, 1095−99.
(41) Botti, A.; Pyckhout-Hintzen, W.; Richter, D.; Urban, V.;
Straube, E.; Kohlbrecher, J. Silica filled elastomers: polymer chain and
filler characterization in the undeformed state by a SANS-SAXS
approach. Polymer 2003, 44, 7505−12.
(42) Lin, C.-C.; Parrish, E.; Composto, R. J. Macromolecule and
Particle Dynamics in Confined Media. Macromolecules 2016, 49,
5755−72.
(43) Baeza, G. P.; Dessi, C.; Costanzo, S.; Zhao, D.; Gong, S. S.;
Alegria, A.; Colby, R. H.; Rubinstein, M.; Vlassopoulos, D.; Kumar, S.
K. Network dynamics in nanofilled polymers. Nat. Commun. 2016, 7,
11368.
(44) Kluppel, M. Structure and properties of fractal filler networks in
rubber. Kautschuk Gummi Kunststoffe 1997, 50, 282−91.
(45) Heinrich, G.; Kluppel, M. Recent advances in the theory of filler
networking in elastomers. Filled Elastomers Drug Delivery Systems 2002,
160, 1−44.
(46) Heinrich, G.; Kluppel, M.; Vilgis, T. A. Reinforcement of
elastomers. Curr. Opin. Solid State Mater. Sci. 2002, 6, 195−203.
(47) Mitchell, C. A.; Bahr, J. L.; Arepalli, S.; Tour, J. M.;
Krishnamoorti, R. Dispersion of functionalized carbon nanotubes in
polystyrene. Macromolecules 2002, 35, 8825−30.
(48) Kluppel, M. The role of disorder in filler reinforcement of
elastomers on various length scales. Adv. Polym. Sci. 2003, 164, 1−86.
(49) Sarvestani, A. S.; Picu, C. R. Network model for the viscoelastic
behavior of polymer nanocomposites. Polymer 2004, 45, 7779−90.
(50) Du, F. M.; Fischer, J. E.; Winey, K. I. Effect of nanotube
alignment on percolation conductivity in carbon nanotube/polymer
composites. Phys. Rev. B: Condens. Matter Mater. Phys. 2005, 72,
121404.
(51) Kashiwagi, T.; Du, F. M.; Douglas, J. F.; Winey, K. I.; Harris, R.
H.; Shields, J. R. Nanoparticle networks reduce the flammability of
polymer nanocomposites. Nat. Mater. 2005, 4, 928−33.
(52) Kashiwagi, T.; Fagan, J.; Douglas, J. F.; Yamamoto, K.; Heckert,
A. N.; Leigh, S. D.; Obrzut, J.; Du, F. M.; Lin-Gibson, S.; Mu, M. F.;
Winey, K. I.; Haggenmueller, R. Relationship between dispersion
metric and properties of PMMA/SWNT nanocomposites. Polymer
2007, 48, 4855−66.
(53) Long, D.; Sotta, P. Stress relaxation of large amplitudes and long
timescales in soft thermoplastic and filled elastomers. Rheol. Acta 2007,
46, 1029−44.
(54) Allegra, G.; Raos, G.; Vacatello, M. Theories and simulations of
polymer-based nanocomposites: From chain statistics to reinforce-
ment. Prog. Polym. Sci. 2008, 33, 683−731.
(55) Zammarano, M.; Kramer, R. H.; Harris, R.; Ohlemiller, T. J.;
Shields, J. R.; Rahatekar, S. S.; Lacerda, S.; Gilman, J. W. Flammability
reduction of flexible polyurethane foams via carbon nanofiber network
formation. Polym. Adv. Technol. 2008, 19, 588−95.
(56) Jouault, N.; Vallat, P.; Dalmas, F.; Said, S.; Jestin, J.; Boue, F.
Well-Dispersed Fractal Aggregates as Filler in Polymer-Silica Nano-
composites: Long-Range Effects in Rheology. Macromolecules 2009,
42, 2031−40.
(57) Riggleman, R. A.; Toepperwein, G.; Papakonstantopoulos, G. J.;
Barrat, J. L.; de Pablo, J. J. Entanglement network in nanoparticle
reinforced polymers. J. Chem. Phys. 2009, 130, 244903.
(58) Stocco, A.; Drenckhan, W.; Rio, E.; Langevin, D.; Binks, B. P.
Particle-stabilised foams: an interfacial study. Soft Matter 2009, 5,
2215−22.
(59) Chevigny, C.; Jouault, N.; Dalmas, F.; Boue, F.; Jestin, J. Tuning
the Mechanical Properties in Model Nanocomposites: Influence of the
Polymer-Filler Interfacial Interactions. J. Polym. Sci., Part B: Polym.
Phys. 2011, 49, 781−91.

(60) Moll, J. F.; Akcora, P.; Rungta, A.; Gong, S. S.; Colby, R. H.;
Benicewicz, B. C.; Kumar, S. K. Mechanical Reinforcement in Polymer
Melts Filled with Polymer Grafted Nanoparticles. Macromolecules
2011, 44, 7473−77.
(61) Nusser, K.; Schneider, G. J.; Pyckhout-Hintzen, W.; Richter, D.
Viscosity Decrease and Reinforcement in Polymer-Silsesquioxane
Composites. Macromolecules 2011, 44, 7820−30.
(62) Kaur, J.; Lee, J. H.; Bucknall, D. G.; Shofner, M. L. Enabling
Nanoparticle Networking in Semicrystalline Polymer Matrices. ACS
Appl. Mater. Interfaces 2012, 4, 3111−21.
(63) Papon, A.; Montes, H.; Lequeux, F.; Oberdisse, J.; Saalwachter,
K.; Guy, L. Solid particles in an elastomer matrix: impact of colloid
dispersion and polymer mobility modification on the mechanical
properties. Soft Matter 2012, 8, 4090−96.
(64) Chen, Q.; Gong, S.; Moll, J.; Zhao, D.; Kumar, S. K.; Colby, R.
H. Mechanical Reinforcement of Polymer Nanocomposites from
Percolation of a Nanoparticle Network. ACS Macro Lett. 2015, 4,
398−402.
(65) Baeza, G. P.; Dessi, C.; Costanzo, S.; Zhao, D.; Gong, S.;
Alegria, A.; Colby, R. H.; Rubinstein, M.; Vlassopoulos, D.; Kumar, S.
K. Network dynamics in nanofilled polymers. Nat. Commun. 2016, 7,
11368.
(66) Pavlov, A. S.; Khalatur, P. G. Filler reinforcement in cross-linked
elastomer nanocomposites: insights from fully atomistic molecular
dynamics simulation. Soft Matter 2016, 12, 5402−19.
(67) Gubbels, F.; Blacher, S.; Vanlathem, E.; Jerome, R.; Deltour, R.;
Brouers, F.; Teyssie, P. Design of Electrical Conductive Composites -
Key Role of the Morphology on the Electrical-Properties of Carbon-
Black Filled Polymer Blends. Macromolecules 1995, 28, 1559−66.
(68) Hong, J. I.; Schadler, L. S.; Siegel, R. W.; Martensson, E.
Rescaled electrical properties of ZnO/low density polyethylene
nanocomposites. Appl. Phys. Lett. 2003, 82, 1956−58.
(69) Njuguna, B.; Pielichowski, K. Polymer nanocomposites for
aerospace applications: Properties. Adv. Eng. Mater. 2003, 5, 769−78.
(70) Ma, D. L.; Siegel, R. W.; Hong, J. I.; Schadler, L. S.; Martensson,
E.; Onneby, C. Influence of nanoparticle surfaces on the electrical
breakdown strength of nanoparticle-filled low-density polyethylene. J.
Mater. Res. 2004, 19, 857−63.
(71) Ma, D. L.; Hugener, T. A.; Siegel, R. W.; Christerson, A.;
Martensson, E.; Onneby, C.; Schadler, L. S. Influence of nanoparticle
surface modification on the electrical behaviour of polyethylene
nanocomposites. Nanotechnology 2005, 16, 724−31.
(72) Roy, M.; Nelson, J. K.; MacCrone, R. K.; Schadler, L. S.; Reed,
C. W.; Keefe, R.; Zenger, W. Polymer nanocomposite dielectrics - The
role of the interface. IEEE Trans. Dielectr. Electr. Insul. 2005, 12, 629−
43.
(73) Hong, J. I.; Schadler, L. S.; Siegel, R. W.; Martensson, E.
Electrical behavior of low density polyethylene containing an
inhomogeneous distribution of ZnO nanoparticles. J. Mater. Sci.
2006, 41, 5810−14.
(74) Winey, K. I.; Kashiwagi, T.; Mu, M. F. Improving electrical
conductivity and thermal properties of polymers by the addition of
carbon nanotubes as fillers. MRS Bull. 2007, 32, 348−53.
(75) Mutiso, R. M.; Sherrott, M. C.; Li, J.; Winey, K. I. Simulations
and generalized model of the effect of filler size dispersity on electrical
percolation in rod networks. Phys. Rev. B: Condens. Matter Mater. Phys.
2012, 86, 214306.
(76) Darling, S. B. Mechanism for hierarchical self-assembly of
nanoparticles on scaffolds derived from block copolymers. Surf. Sci.
2007, 601, 2555−61.
(77) Kang, H.; Detcheverry, F. A.; Mangham, A. N.; Stoykovich, M.
P.; Daoulas, K. C.; Hamers, R. J.; Muller, M.; de Pablo, J. J.; Nealey, P.
F. Hierarchical assembly of nanoparticle superstructures from block
copolymer-nanoparticle composites. Phys. Rev. Lett. 2008, 100,
148303.
(78) Jeon, S. J.; Yang, S. M.; Kim, B. J.; Petrie, J. D.; Jang, S. G.;
Kramer, E. J.; Pine, D. J.; Yi, G. R. Hierarchically Structured Colloids
of Diblock Copolymers and Au Nanoparticles. Chem. Mater. 2009, 21,
3739−41.

Macromolecules Perspective

DOI: 10.1021/acs.macromol.6b02330
Macromolecules 2017, 50, 714−731

726

http://dx.doi.org/10.1021/acs.macromol.6b02330


(79) Kota, A. K.; Li, Y. X.; Mabry, J. M.; Tuteja, A. Hierarchically
Structured Superoleophobic Surfaces with Ultralow Contact Angle
Hysteresis. Adv. Mater. 2012, 24, 5838−43.
(80) Wang, J. F.; Cheng, Q. F.; Tang, Z. Y. Layered nanocomposites
inspired by the structure and mechanical properties of nacre. Chem.
Soc. Rev. 2012, 41, 1111−29.
(81) Hudson, Z. M.; Boott, C. E.; Robinson, M. E.; Rupar, P. A.;
Winnik, M. A.; Manners, I. Tailored hierarchical micelle architectures
using living crystallization-driven self-assembly in two dimensions. Nat.
Chem. 2014, 6, 893−98.
(82) Cai, J.; Lv, C.; Watanabe, A. Facile Preparation of Hierarchical
Structures Using Crystallization-Kinetics Driven Self-Assembly. ACS
Appl. Mater. Interfaces 2015, 7, 18697−706.
(83) Mu, M.; Walker, A. M.; Torkelson, J. M.; Winey, K. I. Cellular
structures of carbon nanotubes in a polymer matrix improve properties
relative to composites with dispersed nanotubes. Polymer 2008, 49,
1332−37.
(84) Xu, Z.; Gao, C. In situ Polymerization Approach to Graphene-
Reinforced Nylon-6 Composites. Macromolecules 2010, 43, 6716−23.
(85) Zhang, W. D.; Shen, L.; Phang, I. Y.; Liu, T. X. Carbon
nanotubes reinforced nylon-6 composite prepared by simple melt-
compounding. Macromolecules 2004, 37, 256−59.
(86) Khatua, B. B.; Lee, D. J.; Kim, H. Y.; Kim, J. K. Effect of
organoclay platelets on morphology of nylon-6 and poly(ethylene-ran-
propylene) rubber blends. Macromolecules 2004, 37, 2454−59.
(87) Barrau, S.; Demont, P.; Peigney, A.; Laurent, C.; Lacabanne, C.
DC and AC conductivity of carbon nanotubes-polyepoxy composites.
Macromolecules 2003, 36, 5187−94.
(88) Maiti, P.; Nam, P. H.; Okamoto, M.; Hasegawa, N.; Usuki, A.
Influence of crystallization on intercalation, morphology, and
mechanical properties of polypropylene/clay nanocomposites. Macro-
molecules 2002, 35, 2042−49.
(89) Hyun, Y. H.; Lim, S. T.; Choi, H. J.; Jhon, M. S. Rheology of
poly(ethylene oxide)/organoclay nanocomposites. Macromolecules
2001, 34, 8084−93.
(90) Huang, X. Y.; Brittain, W. J. Synthesis and characterization of
PMMA nanocomposites by suspension and emulsion polymerization.
Macromolecules 2001, 34, 3255−60.
(91) Akcora, P.; Liu, H.; Kumar, S. K.; Moll, J.; Li, Y.; Benicewicz, B.
C.; Schadler, L. S.; Acehan, D.; Panagiotopoulos, A. Z.; Pryamitsyn, V.;
Ganesan, V.; Ilavsky, J.; Thiyagarajan, P.; Colby, R. H.; Douglas, J. F.
Anisotropic self-assembly of spherical polymer-grafted nanoparticles.
Nat. Mater. 2009, 8, 354−59.
(92) Matyjaszewski, K. Atom Transfer Radical Polymerization
(ATRP): Current Status and Future Perspectives. Macromolecules
2012, 45, 4015−39.
(93) Moad, G.; Chong, Y. K.; Postma, A.; Rizzardo, E.; Thang, S. H.
Advances in RAFT polymerization: the synthesis of polymers with
defined end-groups. Polymer 2005, 46, 8458−68.
(94) Nicolas, J.; Guillaneuf, Y.; Lefay, C.; Bertin, D.; Gigmes, D.;
Charleux, B. Nitroxide-mediated polymerization. Prog. Polym. Sci.
2013, 38, 63−235.
(95) von Werne, T.; Patten, T. E. Preparation of structurally well-
defined polymer-nanoparticle hybrids with controlled/living radical
polymerizations. J. Am. Chem. Soc. 1999, 121, 7409−10.
(96) Pyun, J.; Jia, S.; Kowalewski, T.; Patterson, G. D.;
Matyjaszewski, K. Synthesis and Characterization of Organic/
Inorganic Hybrid Nanoparticles: Kinetics of Surface-Initiated Atom
Transfer Radical Polymerization and Morphology of Hybrid Nano-
particle Ultrathin Films. Macromolecules 2003, 36, 5094−104.
(97) Ohno, K.; Morinaga, T.; Koh, K.; Tsujii, Y.; Fukuda, T.
Synthesis of Monodisperse Silica Particles Coated with Well-Defined,
High-Density Polymer Brushes by Surface-Initiated Atom Transfer
Radical Polymerization. Macromolecules 2005, 38, 2137−42.
(98) Sunday, D.; Curras-Medina, S.; Green, D. L. Impact of Initiator
Spacer Length on Grafting Polystyrene from Silica Nanoparticles.
Macromolecules 2010, 43, 4871−78.
(99) Li, C.; Benicewicz, B. C. Synthesis of Well-Defined Polymer
Brushes Grafted onto Silica Nanoparticles via Surface Reversible

Addition−Fragmentation Chain Transfer Polymerization. Macro-
molecules 2005, 38, 5929−36.
(100) Li, C.; Han, J.; Ryu, C. Y.; Benicewicz, B. C. A versatile method
to prepare RAFT agent anchored substrates and the preparation of
PMMA grafted nanoparticles. Macromolecules 2006, 39, 3175−83.
(101) Wilczewska, A. Z.; Markiewicz, K. H. Surface-Initiated RAFT/
MADIX Polymerization on Xanthate-Coated Iron Oxide Nano-
particles. Macromol. Chem. Phys. 2014, 215, 190−97.
(102) Husseman, M.; Malmström, E. E.; McNamara, M.; Mate, M.;
Mecerreyes, D.; Benoit, D. G.; Hedrick, J. L.; Mansky, P.; Huang, E.;
Russell, T. P.; Hawker, C. J. Controlled Synthesis of Polymer Brushes
by “Living” Free Radical Polymerization Techniques. Macromolecules
1999, 32, 1424−31.
(103) Bartholome, C.; Beyou, E.; Bourgeat-Lami, E.; Chaumont, P.;
Zydowicz, N. Nitroxide-Mediated Polymerizations from Silica Nano-
particle Surfaces: “Graft from” Polymerization of Styrene Using a
Triethoxysilyl-Terminated Alkoxyamine Initiator. Macromolecules
2003, 36, 7946−52.
(104) Kumar, S. K.; Jouault, N.; Benicewicz, B.; Neely, T.
Nanocomposites with Polymer Grafted Nanoparticles. Macromolecules
2013, 46, 3199−214.
(105) Moraes, J.; Ohno, K.; Maschmeyer, T.; Perrier, S. Synthesis of
silica-polymer core-shell nanoparticles by reversible addition-fragmen-
tation chain transfer polymerization. Chem. Commun. 2013, 49, 9077−
88.
(106) Chen, J.; Liu, M.; Chen, C.; Gong, H.; Gao, C. Synthesis and
characterization of silica nanoparticles with well-defined thermores-
ponsive PNIPAM via a combination of RAFT and click chemistry.
ACS Appl. Mater. Interfaces 2011, 3, 3215−23.
(107) Balamurugan, S. S.; Soto-Cantu, E.; Cueto, R.; Russo, P. S.
Preparation of Organosoluble Silica−Polypeptide Particles by “Click”
Chemistry. Macromolecules 2010, 43, 62−70.
(108) Kotsuchibashi, Y.; Ebara, M.; Aoyagi, T.; Narain, R. Fabrication
of doubly responsive polymer functionalized silica nanoparticles via a
simple thiol−ene click chemistry. Polym. Chem. 2012, 3, 2545−50.
(109) von Werne, T.; Patten, T. E. Atom Transfer Radical
Polymerization from Nanoparticles: A Tool for the Preparation of
Well-Defined Hybrid Nanostructures and for Understanding the
Chemistry of Controlled/“Living” Radical Polymerizations from
Surfaces. J. Am. Chem. Soc. 2001, 123, 7497−505.
(110) Li, D.; Sheng, X.; Zhao, B. Environmentally Responsive
“Hairy” Nanoparticles: Mixed Homopolymer Brushes on Silica
Nanoparticles Synthesized by Living Radical Polymerization Techni-
ques. J. Am. Chem. Soc. 2005, 127, 6248−56.
(111) Bartholome, C.; Beyou, E.; Bourgeat-Lami, E.; Chaumont, P.;
Lefebvre, F.; Zydowicz, N. Nitroxide-Mediated Polymerization of
Styrene Initiated from the Surface of Silica Nanoparticles. In Situ
Generation and Grafting of Alkoxyamine Initiators. Macromolecules
2005, 38, 1099−106.
(112) Barbey, R.; Lavanant, L.; Paripovic, D.; Schüwer, N.; Sugnaux,
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