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Abstract

Polymer nanocomposite foams have received increasingly attention in both scientific and industrial communities. The combina-
tion of functional nanoparticles and supercritical fluid foaming technology has a high potential to generate a new class of materials
that are lightweight, high strength and multifunctional. A small amount of well-dispersed nanoparticles in the polymer domain may
serve as the nucleation sites to facilitate the bubble nucleation process. Moreover, the nano-scaled particles are suitable for micro-
scaled reinforcement, thus achieving the macroscopic mechanical enhancement. In this paper, we will first briefly review the synthe-
sis and processing techniques of nanocomposites based on polymers that are important in the foam industry. Both thermoplastic
and thermoset nanocomposite foams will be addressed. This is followed by an introduction of various foaming techniques. The effect
of nanoparticles on the foam morphology and properties is then discussed. We conclude with the current and future trends of nano-
composite foams in both industrial and biomedical applications.
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1. Introduction

Polymer nanocomposites have drawn a great deal of
interest in recent years because these materials possess
high potential to achieve great property improvement
by adding a small amount of nanoparticles in the poly-
mer matrices. Plastic foams, on the other hand, repre-
sent a group of lightweight materials that have been
widely used in a variety of industries with a market value
of US $2 billion in 2000. However, the foam applica-
tions are limited by their inferior mechanical strength,
poor surface quality, and low thermal and dimensional
stability. Furthermore, the most widely used chlorofluo-
rocarbon (CFC) blowing agents have been found to
cause ozone depletion in the upper atmosphere and will
be banned by 2010, according to the Montreal Protocol.
Environmentally benign gases such as supercritical car-
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bon dioxide (ScCO,) are attractive alternatives for
CFCs as blowing agents. But low solubility and high dif-
fusivity of CO, in polymers make it more difficult to
control the foam morphology. A small amount of
well-dispersed nanoparticles in the polymer may serve
as nucleation sites to facilitate the bubble nucleation
process. Plate-like nanoparticles can also reduce gas dif-
fusivity in the polymer matrix. In addition, the presence
of nanoparticles may enhance mechanical and physical
properties, the heat distortion temperature, and fire
resistance of polymer foams. Novel nanocomposite
foams based on the combination of functional nanopar-
ticles and supercritical fluid foaming technology may
lead to a new class of materials that are ligh weight, high
strength and multifunctional. In this article, we review
the recent progress in this area.

Polymer nanocomposites cover a vast array of different
polymer matrices and nanoparticles. A detailed survey on
this topic is beyond the scope of this paper. The readers
are referred to dedicated reviews for details [1-6]. We will
first briefly review the synthesis and processing techniques
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of nanocomposites based on polymers that are important
in the foam industry. Both thermoplastic and thermoset
nanocomposite foams will be addressed. This is followed
by an introduction of foaming processing methods. The
effect of nanoparticles on the foam morphology and
properties is then discussed. We conclude with current
and future trends of nanocomposite foams in both indus-
trial and biomedical applications.

1.1. Polymer nanocomposites

Polymer composites are widely used in automotive,
aerospace, construction, and electronic industries be-
cause they provide improved mechanical properties
(e.g., stiffness, strength) and physical properties over
pure polymers. Micron-sized particulates and long fibers
are most widely used in traditional polymer composites.
Nanocomposites are a new class of materials providing
superior properties when compared to their microcom-
posite counterparts. An addition of a small amount of
nanoparticles can significantly improve a variety of
properties without sacrificing the lightweight of polymer
matrices.

Nanocomposites usually refer to composites in which
at least one phase (the filler phase) possesses ultrafine
dimensions (on the order of a few nanometers). They in-
clude the use of three different types of nanoparticles as
shown in Fig. 1. The first type of nanoparticles only has
one dimension in the nanometer scale. They possess a
platelet-like structure. The lateral dimension may be in
the range of several hundred nanometers to microns,
while the thickness is usually less than a few nanometers.
Clay is a good example of this type of nanoparticle. Lay-
ered nanographites are another example. If two dimen-
sions of the nanoparticles are at the nanometer scale
while the third is larger, these particles possess an elon-
gated structure. Nanotubes and nanofibers belong to
this group. The third type of nanoparticle has all three
dimensions at the nanometer scale; for example, spheri-

cal silica particles, nanocrystals, gold and other metal
nanoparticles, and block copolymers. A variant of this
type of particle is the nanoporous microparticles. While
the diameter of the particle may be in the order of mi-
crons, the pore sizes are in the order of nanometers.
While all three types of nanoparticles have been used
in nanocomposite synthesis and processing, plate-like
clay nanoparticles and fiber/tube like carbon nanofibers
(CNFs) and carbon nanotubes (CNTs) have attracted
the most attention. The nanocomposites and nanocom-
posite foams discussed in this article are mainly based on
these nanoparticles.

1.2. Polymer foams

Foams are defined as materials containing gaseous
voids surrounded by a denser matrix, which is usually
a liquid or solid. Foams have been widely used in a vari-
ety of applications: e.g., insulation, cushion, absorbents
and weight-bearing structures [7]. Foams of high poros-
ity with interconnected pores have also been used as tis-
sue engineering scaffolds for cell attachment and growth
[8]. Various polymers have been used for foam applica-
tions, e.g., polyurethane (PU), polystyrene (PS), poly-
olefin (polyethylene (PE) and polypropylene (PP)),
poly(vinyl chloride) (PVC), polycarbonate (PC), just
name a few. Table 1 [9] displays the US market for poly-
mer foams by resin family in 2001 and 2006, and the
projected growth rate for each resin family.

In 2001, the US use of polymer foam products was
7.42 billion pounds and that transfers into a $16.2 bil-
lion market [10]. PU occupies the largest market share
(53%) in terms of the amount consumed, while PS is
the second (26%).

Depending on the composition, cell morphology and
physical properties, polymer foams can be categorized
as rigid or flexible foams. Rigid foams are widely used
in applications such as building insulation, appliances,
transportation, packaging, furniture, flotation and cush-
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Table 1
US market for polymeric foams by resin family, through 2006 (million
Ibs.)

Polymer Year Average annual
2001 2006 growth rate (%)

PU 3961 4720 3.6

PS 1913 2031 1.2

PVC 1156 1315 2.6

Polyolefin 300 361 3.8

Others 91 102 2.3

Total 7421 8529 2.8

ion, and food and drink containers, whereas flexible
foams are used as furniture, transportation, bedding,
carpet underlay, textile, gaskets, sports applications,
shock and sound attenuation, and shoes.

According to the size of the foam cells, polymer
foams can be classified as macrocellular (>100 um),
microcellular (1-100 pm), ultramicrocellular (0.1-1 pm)
and nanocellular (0.1-100 nm).

Polymer foams can also be defined as either closed
cell or open cell foams. In closed cell foams, the foam
cells are isolated from each other and cavities are sur-
rounded by complete cell walls. In open cell foams, cell
walls are broken and the structure consists of mainly
ribs and struts. Generally, closed cell foams have lower
permeability, leading to better insulation properties.
Open cell foams, on the other hand, provide better
absorptive capability.

2. Synthesis of nanocomposite foams

One-step reactive foaming is typical for thermoset
polymers. A good example is PU/clay nanocomposite
foams [11,12], where a physical blowing agent such as
pentane is mixed with monomers and clay nanoparticles.
Reaction exotherm leads to a temperature jump and
foaming. Most thermoplastic nanocomposite foams to
date are synthesized via a two-step process: the nano-
composite is synthesized first and followed by foaming.
We shall briefly review the two steps separately.

2.1. Nanocomposite synthesis

The goal of the synthesis of nanocomposites is to
achieve controlled nanoparticle dispersion and distribu-
tion in a polymer matrix. This is not a trivial task and is
still a largely unaccomplished task. For example, each
individual clay platelet offers a large surface area and
high aspect ratio, and both are critical for improving
mechanical properties, thermal stability and barrier
properties. However, typical clay particles contain a
large number of crystallites. The crystallite itself con-
tains hundreds of individual layers stacking together.
A typical clay particle may contain several thousand

individual layers. Separating and distributing these lay-
ers throughout polymer matrices require the develop-
ment of special surface chemistry, and dedicated
synthesis and processing technologies. The most widely
used strategy is to bind surfactants onto the clay surface
in order to increase the hydrophobicity and compatibil-
ity through ion exchange reactions with the polymer
matrices [1,2,13] . Studies on polymer-CNTs and poly-
mer-CNFs composites also show that CNTs/CNFs are
inclined to hold together as bundles and ropes in the
polymer matrix due to the intrinsic van der Waals
attraction [14-16]. Strategies proposed to accomplish
good dispersion include the use of ultrasonication, high
shear mixing, surfactants, and functionalization of the
carbon surface [14,17-21].

Typically, three approaches have been adopted to
synthesize polymer nanocomposites: solution blending,
melt blending, and in situ polymerization. In solution
blending, a solvent or solvent mixture is used to disperse
the nanoparticles and dissolve the polymer matrix.
Depending on the interactions of the solvent and nano-
particles, the nanoparticle aggregates can be disinte-
grated in a good solvent due to the weak van der
Waals force that stacks the layers together. Polymer
chains can then be adsorbed onto the nanoparticles.
However, upon solvent removal, the nanoparticles tend
to re-agglomerate. Few exfoliated nanocomposites were
prepared via this method. Another disadvantage of this
method is the large amount of solvent needed, resulting
in a high product cost. The types of polymers that can
be used to sythesize nanocomposites ultimately depend
on the selection of proper solvent, limiting the applica-
bility of this method. Nevertheless, this is an attractive
route to prepare nanocomposites based on water soluble
polymer and layered silicate nanocomposites because
most water soluble polymers are polar and hydrophilic
enough to interact with the silicate surface without the
need of cation exchange modification on the silicate sur-
face. It is well known that inorganic layered silicates are
able to exfoliate in water and form colloidal particles.
Several polymer nanocomposites, including polyethyl-
ene oxide (PEO) [22], polyvinyl alcohol (PVA) [23],
and polyacrylic acid (PAA) [24] were prepared via this
method. Some polymer/CNFs nanocomposites are also
synthesized by this method [20,25].

Instead of using solvent as the medium, nanoparticles
can be directly mixed with a molten polymer. This pro-
cess eliminates the use of solvent and is compatible with
industrial polymer extrusion and blending processes. It
offers an economically attractive route in fabricating
polymer nanocomposites. A wide variety of polymer/
clay nanocomposites have been prepared via this route,
i.e., nylon 6 [26-30], PS [31-34], and PP [35-42]. Melt
intercalation offers a ‘simple’ way of preparing nano-
composites. However, care has to be taken to ‘fine tune’
the layered silicates surface chemistry in order to
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increase the silicate compatibility with the polymer ma-
trix. Many studies have shown that the polar interac-
tions of polymer and clay surface play a critical role in
achieving particle delamination/dispersion [43-46]. For
non-polar polymers, e.g., PP, a polar compatibilizer
such as maleic anhydride modified PP (PP-MA) is com-
monly added to improve the compatibility of PP and
clay and thus the clay nanoparticle dispersion. All re-
ported studies on PP nanocomposite foams were synthe-
sized in this manner. Processing conditions such as shear
rate and mixing have profound effects on the structure
evolution of polymer nanocomposites by melt intercala-
tion and these effects are still not well understood [28].
Polymer/CNFs nanocomposites have also been synthe-
sized via this method [47-49]. Shear stress is extremely
important to disintegrate and disperse nanoparticles,
therefore it needs to be controlled at an appropriate le-
vel. Too strong a shear force tends to break single fibers
into many shorter pieces [50] reducing the reinforcement
efficiency and deteriorating properties in which high as-
pect ratio of the nanoparticle is essential.

Unlike melt intercalation, layered silicates is mixed
with monomer before polymerization takes place in
in situ polymerization. Because of the low monomer vis-
cosity (comparing to melt viscosity), it is much easier to
achieve uniform mixing of particles in the monomer
using a high shear mixer. In addition, the low viscosity
and high diffusivity result in a higher rate of monomer
diffusion into the interlayer region. It is also possible
to control nanocomposite morphology through the
combination of reaction conditions and clay surface
modification. For most thermoset polymers, in situ
polymerization is the only viable method to prepare
nanocomposites. By tailoring the interactions between
the monomer, the surfactant, and the clay surface, exfo-

Dimethyldihydrogenated-
tallowalkyl ammeonium chloride CH\
DHTAC (n=14~18)

(a) Closite 20A

liated nanocomposites (e.g., nylon-6 [51], poly(e-capro-
lactone) [52], epoxy [53] and polycarbonate [54]) have
been successfully synthesized via the ring-opening poly-
merization. The functional group in the organic cation
can catalyze the intralayer polymerization and facilitate
layer separation. Free radical polymerization has also
been employed to synthesize many thermoplastic nano-
composites. Efforts have been made to anchor initiators
in the interlayer region to improve the intralayer poly-
merization rate for exfoliated nanocomposites [55].
Reactive groups containing carbon-carbon double
bonds were introduced to the clay surface via several ap-
proaches [56-58]. Clay exfoliation/delamination has
been dramatically enhanced this way. In our laboratory,
a nanoclay was prepared by the ion exchange of a reac-
tive cationic surfactant, 2-methacryloyloxyethylhexade-
cyldimethyl-ammonium bromide (MHAB, structure
shown in Fig. 2) with cations on the montmorillonite
surface. Compared to a commercial nanoclay, Closite
20A from Southern Clay, which contains a non-polar
aliphatic chain with a similar length, the anchored or-
ganic surfactant with polymerizable groups on MHABS
provides an additional kinetic driving force for layer
separation. The TEM micrograph (Fig. 2(a)) of the
intercalated PS/20A nanocomposite demonstrates that
large clay aggregates are still present in the matrix.
Face-to-face layer stacking and low angle intergrowth
of tactoids is still observable. A TEM micrograph of
PS/MHABS is shown in Fig. 2(b). The tactoids have
been completely delaminated and uniformly dispersed
in the matrix. Most clay layers are present as single lay-
ers, while stacks of a few layers are also observable in
some region. Near complete exfoliation was reported
for PS nanocomposites synthesized with this reactive
nanoclay at a clay concentration of 20 wt% [59].
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Fig. 2. Intercalated and exfoliated PS/clay nanocomposites.
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Fig. 3. TEM image of PS/1 wt% CNF nanocomposite.

CNTs/CNFs nanocomposites have also been synthe-
sized via in situ polymerization [60-62]. The system vis-
cosity needs to be high enough in order to fix the fibers
in the monomer phase in the early stage of polymeriza-
tion. Otherwise, CNFs would be inclined to bind with
each other, causing a reduction of particle dispersion
and other physical properties. Fig. 3 shows a complete
dispersion of CNFs (the dark lines) in the PS matrix.
Here, 10 wt% of PS was added into the mixture of sty-
rene/CNFs to achieve a higher initial viscosity and
consequently a more stable fiber suspension. In the
case of PS/CNTs nanocomposites, the dispersion of
carbon nanotubes is not easy. The same shear mixing
and ultrasonication used to disperse 1%wt CNFs was
not enough to separate 0.1% CNTs aggregates in sty-
rene [63].

PS, PVC and polyolefins are the three primary ther-
moplastics used in polymer foams. Synthesis of nano-
composites based on these three polymers is briefly
introduced next.

2.1.1. Synthesis of PS nanocomposites

PS/clay nanocomposites were synthesized in both
intercalated and exfoliated structures [58,64,65]. To pre-
pare the nanocomposites, organo-nanoclay particles are
pre-mixed with PS and then mechanically blended in sin-
gle or twin-screw extruders. The formation of nanocom-
posites relies on the penetration of polymer chains into
the interlayer region to separate the layers. The layer
separation depends on the establishment of favorable
interactions between the polymer and the clay surface
and the subsequent system energy reduction. Limited
interactions resulted in limited polymer chain penetra-
tion, leading to intercalated nanocomposites [31-
34,58,64,65].

In situ polymerization has also been carried out to
prepare PS nanocomposites. By using reactive surfac-
tants, the copolymerization of the interlayer surfactant
and styrene monomer provides the driving force for
delamination of clay crystallite. Highly exfoliated PS/
clay nanocomposites have been formed this way
[55,58,64-71].

2.1.2. Synthesis of PV C nanocomposites

PVC is a widely used matrix material in thermoplastic
foams. Some efforts have been devoted to develop PVC
nanocomposites for improved PVC properties [72-84].
Particles used include clay, calcium carbonate, hydrosul-
fite, copper, and antimony trioxide [81-83,85]. The polar
nature of the C—Cl bond makes it possible to form exfo-
liated nanocomposites of PVC in melt blending
[77,80,86-89]. However, clay surface modification is
usually needed to achieve exfoliation [76,86]. For exam-
ple, exfoliated PVC nanocomposites have been realized
by melt blending when the clay was modified by aro-
matic amine [77]. However, melt processing of PVC with
alkyl-modified clays only produced partially exfoliated
nanocomposites [77]. A plasticizer like dioctylphalate
(DOP) may serve as a co-intercalate to increase clay dis-
persion in PVC [90,91]. In situ polymerization of PVC/
clay nanocomposoites has been carried out by either
emulsion polymerization or suspension polymerization
[72,76,79,92]. In general, in situ polymerization methods
can achieve a much better clay dispersion. Highly exfo-
liated PVC/clay nanocomposites can also be produced
by flocculating a mixture of polymer and clay mineral
dispersions [93] or by solution blending [94]. However,
organoclay tends to induce the degradation of PVC be-
cause of its low thermal stability. The allylic and tertiary
chlorines of PVC chains are the main labile sites to re-
lease hydrogen chloride. When the mass loss due to
dehydrochlorination reaches 0.1%, sequences of conju-
gated double bonds form, resulting in discoloration of
PVC by the zipelimination mechanism [95]. In PVC
nanocomposites, the quaternary ammonium salts used
for clay modification may accelerate the degradation
of PVC [73,96]. The organic ammonium cations act as
Lewis acid, causing chlorine ions to separate from the
PVC matrix and to release HCI [77]. Several approaches
can be used to reduce or eliminate PVC degradation
when processed with nanoclay. One approach is to co-
intercalate DOP into organoclay and then compound
the mixture with PVC. DOP covers the quaternary
amine groups preventing the contact between amine
and active chloride atoms [97,98]. Another approach is
to intercalate/exfoliate nanoclay in a polymer, such as
epoxy or poly caprolactone (PCL) [99,100] which has
good miscibility with PVC, by in situ polymerization.
The clay surface is protected by a layer of epoxy or
PCL to prevent the direct contact with PVC in melt
blending, inhibiting its degradation.
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2.1.3. Synthesis of polyolefin nanocomposites

Polyolefin represents a large group of thermoplastic
polymers. Melt intercalation usually results in immiscible
microcomposites. This is because polyolefin is very non-
polar and hydrophobic while clay is highly hydrophilic.
The enthalpic barrier prevents the intercalation of poly-
mer chains [43-46]. In melt intercalation, usually a third
functionalized ingredient is added to serve as the compat-
ibilizer in order to improve the compatibility of polyole-
fin and clay surface. In situ polymerization of polyolefins
in the presence of clay has been conducted by several re-
search groups. Tudor et al. [101] used a synthetic fluoro-
hectorite to prepare PP nanocomposites. In their study, a
cationic metallocene catalyst was incorporated into the
gallery region to catalyze propylene polymerization. An-
other cationic palladium based catalyst was incorporated
in 1-tetradecylammonium cations modified synthetic
fluorohectorite. This complex can catalyze ethylene poly-
merization at high yield, producing exfoliated nanocom-
posites [102]. Exfoliated PE nanocomposites were also
prepared using metallocene catalyst [103]. However, the
formed nanocomposite is not thermodynamically stable.
During melt processing, the exfoliated structure tends to
collapse into an intercalated structure.

2.2. Synthesis of thermoplastic nanocomposite foams

The synthesized nanocomposites can be used to pro-
duce nanocomposite foams. For large-scale production,
the direct utilization of foaming (blowing) agents is the
most commonly used method. Foaming agents are sub-
stances that form the gaseous phase in the foams. Two
types of foaming agents are often used: physical or chem-
ical blowing agents. Chemical foaming agents are usually
reactive species that produce gases in the foaming pro-
cess, while physical foaming agents are substances that
gasify under foaming conditions. Typical physical foam-
ing agents are volatile chemicals such as chlorofluoroca-
rons (CFC), volatile hydrocarbons and alcohols, or inert
gases such as nitrogen, carbon dioxide, argon, and water.
Foams can be produced in either the liquid/melt state by
extrusion, injection molding or compression molding, or
the solid state where gas is forced into a solid polymer
followed by depressurization. Both methods can use
either physical or chemical blowing agents.

In addition to utilizing a blowing agent, porous poly-
meric materials can also be prepared by other methods
such as phase inversion, leaching [104] and thermal
decomposition [105]. Most of these methods are only
suitable for preparation of thin film products. We will
focus on the foaming processes utilizing foaming/blow-
ing agents. In physical foaming, a blowing gas is first
dissolved in the polymer to form a homogeneous mix-
ture. This is usually done through pressurization. Subse-
quent pressure release or temperature increase results in
a supersaturation state, and gas starts to form nuclei and

expand. The traditional CFC physical blowing agents
have good solubility in the polymer matrix, low diffusiv-
ity and low thermal conductivity that result in foam
products with good insulation and physical properties.
However, their use has been greatly reduced globally be-
cause of their high ozone depletion effect. In recent
years, the foam industry has switched to blowing agents
containing less chlorine atoms by replacing them with
hydrogen and fluorine atoms (i.e., HCFCs).

The HCFCs are hydrogen-containing chlorofluoro-
carbons such as HCFC-141b (CCI2FCH3), HCFC-
142b (CF2CICH3), and HCFC-22 (CHF2C]) that have
lower ozone-depletion potential (ODP). North America
(United States and Canada) is currently using HCFC-
142b (CH3-CF2CI12) for extruded polystyrene (XPS)
foam production. HCFCs will be phased out by 2010.
Other choices of foam blowing agents include hydroflu-
orocarbon HFCs such as HFC-134a (CH2F-CF3) and
HFC-152a (CH3-CHF2); hydrocarbons (propane, bu-
tane, pentane, etc.); inert gases such as nitrogen, argon
and CO,; and water. HFCs do not destroy the ozone,
but they have a negative impact on global warming and
their applications will most likely be regulated in the near
future. Hydrocarbons present some serious problems,
such as a greater fire hazard in closed-cell foams due to
the entrapped blowing agent as well as adding to VOC
emissions. Precaution must be taken to ensure safety of
utilizing alkynes, which can be explosive in production.
Among the rest, CO, is the most favorable choice because
it is inexpensive, non-toxic, and environmentally benign
(zero Ozone Depletion Potential, and 100 year Global
Warming Potential compared to 1300 years for HFC-
134a and 2000 years for HCFC-142b) [106].

Many challenges must be met to enable the use of
CO, as a blowing agent. The three primary issues are:
(1) The low solubility of CO, in most polymer melts —
for instance, the solubility of CO, in PS is only about
3.5% at 150 °C and 10 MPa pressure; however, a solubil-
ity of 5-6% 1is required to achieve the necessary cell
growth. (2) CO, has a high diffusivity in the polymer
melt due to its small size — while this ensures a fast mix-
ing process, it also results in quick escape of gas from
the foam after processing. (3) CO; has a higher gas ther-
mal conductivity in comparison with that of HFC blow-
ing agents. Blending CO, with other hydrocarbons, such
as CO,/2-ethyl hexane and CO»/ethanol leads to solubil-
ity similar to HCFCs, but this suffers from the same
drawbacks of hydrocarbons. Nanocomposites offer sev-
eral potential advantages in the foaming processes. The
surface of nanoparticles can be modified to increase
intermolecular interactions with CO,. The plate-like
nanoparticles can improve the barrier property by slow-
ing down the CO, diffusion. Nanoparticles may also en-
hance the nucleation rate in the foaming process.

Microcellular foams, which are characterized by foams
with cell size less than 10 pum and cell density higher than
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10° cells/cm?, have shown many promising properties
compared to conventional foams, which usually have a
cell size around 100 pm and cell density less than
10° cells/cm®. But they require very stringent conditions
to produce, e.g., extremely high pressure and high pres-
sure drop rate. This greatly limits the processing window
and the attainable size of the foam products. The presence
of nanoparticles may overcome this bottleneck.

2.2.1. Non-continuous foaming

Foams can be produced by both non-continuous pro-
cesses, e.g., batch foaming, injection molding foaming,
and continuous processes such as extrusion foaming. In
a batch foaming process, materials are first saturated with
the foaming agent under certain temperatures and pres-
sures. If the temperature is higher than the glass transition
temperature, T,, of the polymer matrix, the release of
pressure would result in supersaturation and cell nucle-
ation and growth. Cell structure is usually fixed by cooling
the materials below its T,. When the saturation tempera-
ture is lower than T, the cell is not able to nucleate and
grow after the release of pressure even if gas is in the
supersaturation state because of the glassy nature (high
rigidity) of the matrix. Foaming may occur when temper-
ature is raised above T,. Cell structure is again fixed by
cooling. The latter method allows independently manipu-
late saturation and the foaming condition, leading to
higher process flexibility. However, during the transfer
of gas-saturated materials to the high temperature envi-
ronment, diffusion would inevitably occur, leading to a
thick skin region. The major factors that determine the
cell density are the saturation temperature, pressure,
and pressure drop rate, and in the latter case, the temper-
ature jump rate. Batch foaming is usually carried out at
temperatures far below the polymer flowing temperature.
The saturation time is very long (from hours to days
depending on diffusivity). This greatly limits the produc-
tivity. Recently, a semi-continuous process was developed
[107]. In this process, a roll of polymer sheet with a gas
channeling material (a flexible and highly permeable
material) interleaved between the layers of polymers is
saturated in a pressurized chamber with the foaming
gas, usually under room temperature. Pressure is then re-
leased. The saturated polymer roll is then separated from
the channeling material and pulled through a heating sta-
tion to foam the polymers. This technique is similar to the
second batch foaming method mentioned above (the sat-
uration temperature is lower than T, but foaming occurs
when temperature is raised above T,) but can yield higher
productivity. The majority of studies on nanocomposite
foams were conducted via batch foaming. Polymers used
include PS [64,108,109], PP [110,111], PLA [112,113], PC
[114], and PVC[115].

Batch foaming of expanded plastics were also investi-
gated. Expanded polypropylene (EPP) is comprised of
thermoplastic PP and an embedded low-boiling hydro-

carbon compound as a blowing agent. When heated,
there is an increase in the volume due to vaporization
of the blowing agent. EPP is used for wings and fuse-
lages for combat flying or in automotive applications
(e.g., bumpers, dashes, etc.), that require effective impact
energy absorption [116]. It is also widely used in build-
ing, transport containers and packaging components
[117]. The foams made by EPP beads can bond together,
essentially presenting a closed cellular structure. They
exhibit greater strength and multi-cycle impact durabil-
ity than other polymer foams. Because of its thermo-
plastic nature, EPP facilitates re-use of scrap and
recycling after use. Its low density helps meet impact
requirements using less material. Expandable polysty-
rene (EPS) foams are also studied and widely used as
insulation materials in building [116,118]. Most ordinary
white coffee cups and packaging foams are examples of
EPS. Expanded-bead foam is unsuitable for structural
core material due to its poor mechanical properties.
Compared with the extrusion foaming process, foam
injection molding has its own advantages to produce
parts with complex geometry. Currently, foam injection
molding using CO, as the foaming agent is applied to
produce lightweight products with high mechanical
strength. MuCell molding technology, invented by Suh
et al. [119], has been successfully commercialized by
Trexel [120,121] to injection mold microcellular foams
after a series of modifications on certain components
of a standard reciprocating-screw injection molding ma-
chine, such as the plasticizing unit, injection unit,
hydraulic unit, clamping unit, and gas delivery unit.
To produce microcellular foams, a new screw designed
for better mixing and a new sealed barrel with gas injec-
tors were used. The injection unit requires a fast injec-
tion speed to achieve the high pressure drop rate. It
was found that a finer cell structure and more uniform
cell size distribution can be achieved by controlling the
pressure drop rate at the mold gate than at the injection
nozzle. Of course, the injection speed should be con-
trolled below the shear limit to prevent the melt fracture.
Generally, foaming injection molding achieves increased
melt flowability, smaller shot size, lower injection pres-
sures, faster cycle times, and greater dimensional stabil-
ity and weight savings in molded parts [122,123].
Nylon 6/clay nanocomposite microcellular foams were
foamed on an injection-molding machine equipped with a
commercially available supercritical fluid (SCF) system
[124,125]. The results show that microcellular nanocom-
posite samples exhibit smaller cell size and uniform cell
distribution as well as higher tensile strength compared
to the corresponding base PA-6 microcellular samples.
Among the molding parameters studied, shot size has
the most significant effect on cell size, cell density, and ten-
sile strength. The minimum cell size was achieved at the
medium shot size. Conceivably, the larger the shot size,
the slower the cooling rate, and thus the longer the cooling
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time promotes more cell growth. On the other hand, with
the smaller shot size, the cells have more space to grow,
which is in favor of larger cell sizes. When the same shot
size is used or the same amount of material is injection
molded, the finer and denser microcells in samples usually
lead to higher impact strength and less reduction in tensile
strength, unless some defects such as coalescence and
open cells occur in the cell formation. PP/clay nanocom-
posites were also foamed via the MuCell process [126].

2.2.2. Continuous foaming

Continuous extrusion foaming is the most commonly
used technology in the foam industry. Both single- and
twin-screw extruders can be used for plastic foaming. In
a typical extrusion foaming process [10], the foaming
gas is first injected into the barrel and mixed with the poly-
mer to form a homogenous solution. When the homoge-
nous polymer/gas mixture passes through a die, a rapid
pressure drop induces phase separation and cell nucle-
ation. Pressure drop, and especially the pressure drop
rate, is the primary driving force for cell nucleation
[127]. An extra shaping die is used to control the product
shape and foam expansion. The foamed materials con-
tinue to expand until the extrudate temperature is lower
than T, and the foam product is vitrified. Extrusion foam-
ing of PS/clay was conducted with both intercalated and
exfoliated nanocomposites using CO, as the foaming
agent [65]. The effects of processing parameters, i.e., mass
flow rate and pressure drop rate on the foam morphology,
have been investigated. Due to the viscosity increase in the
nanocomposites, a higher pressure drop rate is realized
with the use of nanocomposites under the same processing
conditions, thus greatly enhancing the nucleation rate.
Extrusion foaming of PS/CNFs nanocomposite has also
been reported recently [50].

2.3. Synthesis of thermoset nanocomposite foams

There are far fewer studies on thermoset nanocom-
posite foams than thermoplastics counterparts. Most lit-
eratures are concerned with PU nanocomposite foams
[11,12,128-136]. Some are related to polyisocyanurate
[130] and phenolic nanocomposite foams [137]. Several
patents on PU nanocomposite foams claim significant
property improvement, such as improved compressive
strength [129], thermal insulation [130], and fire retar-
dance [131]. However, few details were provided in the
literature.

To prepare thermoset nanocomposite foams, nano-
particles are first dispersed uniformly in one or more
monomers. The mixture is then foamed by adding other
monomers. Foaming agents could be either physical or
chemical blowing agents. Similar to the synthesis of
thermoplastic nanocomposites, the surface modification
of nanoparticles is essential for nanoparticle dispersion.
In most studies, the layered silicates were modified with

functional surface modifiers that can react with one of
the reactants to form an intermediate leading to a uni-
form nanoparticle distribution in the polymer matrix
during foaming.

3. Morphology and properties

Two basic steps are involved in the foaming process:
bubble nucleation and growth. Nucleation is the process
in which a new phase (bubble phase) is generated from
the initially homogeneous polymer-gas mixture. Growth
is the process in which bubble nuclei grow into final
bubbles. Both processes are affected by many physical
properties such as viscosity, gas solubility, surface ten-
sion, and glass transition temperature. To make things
more complicated, these properties are inter-related
and many are complex functions of foaming conditions
(temperature and pressure).

Nucleation is a classical phenomenon and it exists in
many processes, €.g., vapor condensation and crystalli-
zation. During nucleation, molecules overcome an en-
ergy barrier and gather together (via the local density
and energy fluctuation) to form embryos of the new
phase. When the sizes of the embryos are smaller than
a critical size, an increase of embryo size is accompanied
by an increase of free energy. On the other hand, if the
size exceeds the critical size, further increase of embryo
sizes leads to a reduction in free energy. Thus stable nu-
clei are generated.

3.1. Effect of nanoparticles on foam morphology

To obtain foam cells with a controlled structure and
uniform distribution, a common practice is to add parti-
cles (nucleation agents) to reduce the nucleation free en-
ergy. Among them, the inorganic nucleation agents are
most commonly used [7]. A fine dispersion of these nucle-
ation agents can facilitate the formation of nucleation
centers for a gaseous phase. Although the nucleation
mechanism is still under investigation, it is generally
known that the size, shape and distribution of the parti-
cles, as well as the surface treatment, can affect the nucle-
ation efficiency. Nucleation in PS microcellular foaming
using zinc stearate additives was investigated [138-140].
It was found that above the zinc stearate solubility limit,
heterogeneous nucleation dominates and the nucleation
rate increases with stearate concentration but is not af-
fected by gas pressure. The presence of fillers was also
shown to promote the accumulation of gas on the poly-
mer—particle interface and creation of nucleation sites
[141]. Furthermore, foams with finer fillers show a higher
cell density at a high saturation pressure. Generally, the
particles used in these studies are of micron size.

The amount and distribution of the nucleation agents
are also important factors to determine the foam quality
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[142]. The cell density is determined by the concentra-
tion of the foaming agent. A non-uniform distribution
of the nucleation agents results in a foam that has more
cells in the agent rich area and less cells in agent deficient
areas, leading to a non-uniform cell size distribution in
the foam product. Because the number and size of the
bubbles are determined by the concentration of the
foaming agent, the uniformity of the cell structure and
the cell density are limited by the method used to mix
the foaming agents and the polymer. In fact, it is difficult
to obtain a uniform cell structure with a high cell density
in the conventional foaming process.

Compared to conventional micron-sized filler parti-
cles used in the foaming processes, nanoparticles offer
unique advantages for enhanced nucleation. The im-
proved nucleation efficiency is reported in many studies
for different polymer/nanoparticle systems at very low
particle concentrations, e.g., PP/clay [110], PS/clay
[64,65,109], Nylon/clay [124], PLA/clay [112,113], PC/
clay [114], PU/clay [11,12], PVC/clay [100] and PS/
CNFs and PS/CNTs [50,143]. The extremely fine dimen-
sions and large surface area of nanoparticles provide
much more intimate contact between the particles, poly-
mer matrix, and gas. Furthermore, a significantly higher
effective particle concentration can be achieved at a low
nominal particle concentration. Both could lead to im-
proved nucleation efficiency. The effect of particle con-
centration on the foam nucleation was investigated
[100,108,110,113]. The cell density was found to increase
linearly vs. clay concentration at low clay concentration,
and starts to level off as clay concentration increases to
10% in some cases [108,113], while in other cases, an
abrupt increase of cell density was observed as the clay
concentration is increased [110].

The effect of clay nanoparticle dispersion on the foam
cell morphology was studied in detail [59,64,65]. Both
intercalated and exfoliated PS/clay nanocomposites were
synthesized via in situ polymerization. The exfoliated
nanocomposites yielded a much higher nucleation rate
than the intercalated nanocomposites. This is attributed

Polymer/20A

HHHHHHH
i '_,_.,-@—'H
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to the fact that even at the same nominal particle concen-
tration, the effective particle concentration is higher once
the particles are better dispersed. Consequently, more
heterogeneous nucleation sites are available.

The effect of nanoparticles on cell size was also stud-
ied. It was found that in the presence of nanoparticles,
the cell size is reduced. As more bubbles start to nucleate
concurrently, there is a less amount of gas available for
bubble growth, leading to a reduction of cell size. More-
over, the nanoparticles can significantly increase the
melt viscosity. Strain induced hardening was observed
under elongation as a result of the nanoclay alignment
[144]. Both will hinder the cell growth and lead to a re-
duced cell size.

The surface chemistry of clay nanoparticles not only
affects the particle dispersion but also has a tremendous
effect on the nucleation efficiency in a polymer—clay—
foaming agent system. MHAB modified nanoclay can
covalently bond either styrene or MMA chains on the
clay surface via in situ polymerization as shown in Sche-
matic 1. The nature of the polymer tethered to the clay
surface has a dramatic impact on the resulting foam
morphology because of the interactions of CO, with
the interfacial region between clay and polymer [64].
Here, surface polymerization of CO,-philic PMMA
produced exfoliated nanocomposites. The strong inter-
actions between CO, and the surface-anchored PMMA
also substantially reduced the nucleation free energy and
enhanced the nucleation rate. Twentyfold increase in cell
density was achieved via an addition of 2% clay in PS as
shown in Fig. 4 [59]. Fig. 5 shows a comparison between
several types of nanocomposite foams. The designation
20A is a composite produced by the physical mixing of
a commercially available montmorillonite clay (South-
ern Clay) with polymer resulting in an intercalated
structure. All MHABS composites are produced via
in situ polymerization and have an exfoliated structure.

The parenthesis denotes in Fig. 5 is the monomer
used for polymerization with MHABS. The in situ
polymerized composite was then physically mixed with
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Schematic 1. Interfacial polymers on clay surface.
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Cell size: 20 pm
Cell density: 8.23%107 cells/cc

Cell size: 7.5 ym
Cell density: 1.73x10° cells/cc

Fig. 4. Comparison of cell morphology of PS foams (a) pure PS (b) PS/2% MHABS nanocomposite with PMMA present on clay surface.
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Fig. 5. SEM images of foams: (a) PS; (b) PS/5% 20A; (c)PS/5% MHABS; (d) PMMA; (¢) PMMA/5% 20A; (f) PMMA/5% MHABS, (g) (PS/

MHABS)/PMMA, (h) PS/(MHABS/PMMA).

a second polymer, e.g. (PS/MHABS)/PMMA denotes
MHABS in situ polymerized with PS after which the ex-
cess PS was washed out and the composite compounded
again with pure PMMA.

The difference in available nucleation sites is not
responsible for the dramatic variation in cell density,
as MHABS is well dispersed in both PS and PMMA
matrices. The main difference between the copolymers
tethered on the clay surface in PMMA/MHABS and
that in PS/MHABS is that in PMMA/MHABS, the
copolymer is essentially PMMA with a cationic ammo-
nium head group bonded to the clay surface, whereas
the copolymer in PS/MHABS is a PS polymer contain-
ing one methacrylic group. The former has a much high-
er affinity to CO, due to the interaction between CO,
and the carbonyl groups in PMMA. More CO, is likely

to be attracted to the surface to form nuclei. Addition-
ally, a strong affinity between CO, and the carbonyl
group of the tethered copolymers in PMMA/MHARBS
may reduce the gas-particle interfacial tension and con-
sequently the contact angle. This would lead to the
reduction in the work of nucleus formation and a large
increase in nucleation rate.

This hypothesis is verified by two foams shown in Figs.
6(g) and (h). The (PS/MHABS)/PMMA has a cell size of
11.1 pm and a cell density of 6.25 x 108 cells/cm?, whereas
the PS/(MHABS/PMMA) has a smaller cell size (8.8 pum),
and cell density almost two times higher (1.23 x 10° cells/
cm’). The clay remains exfoliated in the former whereas
the latter possesses an intercalated structure due to
collapse of the exfoliated structure after the extraction
of free PMMA. Subsequent blending with PS only yielded
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Fig. 6. CO, desorption from PS and PS nanocomposites at room temperature.

intercalated nanocomposites. Although PS/(MHABS/
PMMA) has fewer nucleation sites (being intercalated),
it yields a higher cell density. This increase can be attrib-
uted to the reduction of nucleation free energy as a result
of the presence of PMMA at the polymer—clay—CO, inter-
face. In PMMA/MHABS, the exfoliated structure en-
sures the highest number of available nucleation sites,
and the interfacial PMMA at clay surface leads to the
reduction of the nucleation free energy. A combination
of these two factors results in the extremely high
nucleation efficiency as observed in Fig. 5(f).

Fig. 6 shows CO, desorption curves of three samples,
PS, PS/5% 20A, and PS/5% MHABS. After releasing
the pressure in the high-pressure vessel, the samples re-
mained unfoamed at low temperatures, and thus the
dimensions of the samples remained unchanged. By
extrapolating the desorption data back to time zero,
the solubility of CO, in PS, PS/5% 20A, and PS/5%
MHARBS at 50 °C and 10 MPa was found to be 8.5,
8.5, and 8.8 wt%, respectively. Carbon dioxide exhibits
a slightly higher solubility in the exfoliated PS nanocom-
posite. The diffusivity at room temperature was calcu-
lated based on the three desorption curves by
assuming a one-dimensional diffusion since the sample
thickness is much smaller than the other two dimen-
sions. The results are 5x 1077, 3x 1077, and 3x 107’
cm?/sec for PS, PS/5% 20A, and PS/5% MHABS respec-
tively. Obviously, the addition of nanoclay can slow
down the CO, diffusion out of the sample.

In addition to nanoclay, CNFs and CNTs have also
been utilized to prepare PS nanocomposite foams
[50,143]. In both cases, the incorporation of a small
amount of nanoparticles leads to a microcellular cell
structure, as shown in Fig. 7. Compared to the pure
PS foam, the addition of 1 wt% of CNFs yields an in-
crease of cell density by more than two orders, while

the cell size decreases from 20 to 2.64 um. CNTs also ex-
hibit a good nucleation effect. Although with poor par-
ticle dispersion, the resultant PS foam with 0.1 wt%
CNTs still displays a high cell density and a small cell
size (Fig. 7(c)). The average cell density is 1.44 X
10° cells/cm® and the average cell size is 7.11 pm.

A similar effect of nanoclay on reducing the cell size
and increasing the cell density has been observed in
the thermoset PU nanocomposite foam system at 5%
clay content [12]. The efficiency of nanoclay on size
reduction in this system, however, was not as strong as
that in thermoplastics foams. Clay orientation and dis-
persion is somewhat affected by the foaming process.

3.2. Bubble nucleation in nanocomposites

The classical nucleation theory is the approach cur-
rently used to describe bubble nucleation in polymer
foams, although its prediction of the nucleation rate
can easily be off by several orders of magnitude. Within
the polymer foaming community, the discrepancy be-
tween the classical theory and experiments is sometimes
attributed to the intervening heterogeneous nucleation
[145] or has led to modifications of the classical theory
by incorporating certain aspects specific to the polymer
foaming process [138-140,146-148].

The essential content of the classical theory is as follows
[149]. The steady state nucleation rate, N, is given by:

No = Cofoexp <—%>’ (1)
where AG., kg, and T denote, respectively, the free
energy of critical nucleus formation, the Boltzmann fac-
tor, and the absolute temperature. Cy is the number of
gas molecules dissolved per unit volume of the primary
phase, and f; is a kinetic preexponential factor that is
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Cell size: 20 um
Cell density : 8.23 x 10 cells/cm?®
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Fig. 7. Cell morphologies of: (a) PS foam (scale bar 50 um) (b) PS/1% CNFs nanocomposite foam (scale bar 20 um) and (c) PS/0.1% CNTs

nanocomposite foam (scale bar 20 pm).

believed to be weakly dependent upon temperature
[150].

Since AG.;; appears in the exponent, AG.; has a

strong impact on the foam quality [151,152]. The classi-
cal theory draws from the following formally exact
expression for AG, [153]:
16ma*
3 APZ ’ (2)
where AP denotes the difference between two pressures,
one pertaining to the nucleating phase if it existed in
bulk at the same temperature and chemical potential
as the metastable phase, and the other to the metastable
phase (created by imposing a thermodynamic instability
on a stable polymer/gas solution). If the polymer is fully
saturated with CO, and the partial molar volume of
CO, in the polymer is zero, AP can be taken as the dif-
ference between pressure inside and outside the nucleat-
ing bubble or as the pressure drop required to induce
nucleation (Pipitia—Prinal) [10,138]. However, our recent
study showed that these assumptions may induce an
overestimation of the energy requirement. Another diffi-
culty in applying Eq. (2) lies in the fact that edepends on
the size of the critical bubble (nucleus) and usually is
inaccessible by experiments. Thus, the classical nucle-
ation theory introduces an approximation of replacing
aby the surface tension of the macroscopic bubble/poly-
mer interface, which can be measured.

Nanoparticles undoubtedly serve as heterogeneous
nucleation agents and their effect on cell density has
been qualitatively described by the classical nucleation
theory [138-140]. In the case of heterogeneous nucle-
ation, the nucleation rate is expressed as

het
N1:C1f]exp(—%), (3)
where f] is the frequency factor of gas molecules joining
the nucleus and C; is the concentration of heterogencous
nucleation sites. The work of forming a critical nucleus
in a heterogeneous system, AG‘;fft is considered propor-
tional to the work in a homogeneous system (Eq. (2))
by a factor dependent on the contact angle 6 between

the gas and polymer and particle surface

AGcrit =

et l6ma?
crit 3(PG _ PL)z S(0)7 (4)
S(0) = (1/4)(2 + cos 0)(1 — cos ). (5)

In addition to the contact angle, the surface curvature of
particles also plays an important role in the critical
nucleation energy [154]. The dependency of AGEfi‘t on
both the surface curvature and the contact angle can
be described by

l6na®  f(m,w)
AGH: = Al
Gcrlt 3(PG o PL)Z 2

(6)

Here, fim,w) is the energy reduction factor, which is a
function of 0 and the relative curvature (w) of the nucle-
ant surface (radius R) to the critical radius (r.;) of the
nucleated phase

o= (5 (5

L) () o

m = cos 0, (8)
w = R/rcrita (9)
20
e 1
rCl'lI PG _ PL ’ ( O)
g:(l—|—w2—2mw)%. (11)

In heterogeneous nucleation, the highest nucleation effi-
ciency can only be achieved when the nucleation on the
nucleant surface is energetically favored (relative to its
homogeneous counterpart) and the nucleant is dispersed
in the polymer matrix. In most cases, the observed cell
density is much lower than the potential nucleant den-
sity, implying that either the nucleants are not energeti-
cally effective, or their effects have been compromised
due to poor dispersion. The nucleation efficiencies of
CNFs, CNTs and exfoliated nanoclay were compared
in a recent study [63].

The potential nucleant density in a heterogeneous
nucleation system can be estimated by Eq. (12) [155]:
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Nuclea;nts _w M, (12)
cm pp Vp
where w is the weight fraction of the particle in the com-
posite, pp is the density of the particle, ppieng 1S the den-
sity of the polymer blend, and Vp is the volume of the
individual particle. In the case of CNFs, the potential
nucleant density of the PS composite containing 1 wt%
CNFs is 1.41 x 10'?/ecm® according to Eq. (12). Experi-
mentally, the cell density of the foam with the same fiber
content is 2.78 x 10'° cells/cm® (shown in Fig. 7(b)). The
proximity of these two values indicates that most of the
fibers served well as nucleants in the PS foaming. The
nucleation efficiency, defined by the ratio of the mea-
sured cell density to the potential nucleant density, is
1.97% for CNFs. Similar calculations were conducted
for PS/MHABS and PS/CNTs foams and the results
are listed in Table 2. For both clay and CNTs systems,
the potential nucleant densities are much higher than
the final cell densities, leading to nucleation efficiencies
that are orders of magnitude lower than that of CNFs.

Fig. 8 illustrates how the reduction of critical energy
is affected by the nucleants, in terms of surface property
(contact angle) and particle geometry (nucleant curva-
ture). Qualitatively, a small contact angle and a large
surface curvature offer a higher reduction of critical en-
ergy, and consequently an increased nucleation rate
[154].

Under the foaming conditions (7= 120 °C,
P =13.8 MPa), ¢ was calculated to be ~16.43 mJ/m?>

Table 2
Comparison of potential nucleus density and actual cell density

from the known PS-CO, surface tension value from
the literature [156,157], rere 18 2.38 nm from Eq. (10).
Thus the relative radius w is around 21 for individual
CNF. With a typical contact angle of 20° [138], Eq.
(7) yields a reduction factor f of 0.006, indicating that
the energy required for the bubble nucleation (AG™)
on the surfaces of CNFs is only 0.003 (f/2) of that in
the homogeneous case. In addition, since a complete dis-
persion of CNFs in the PS matrix was achieved (as
shown in Fig. 3), the actual nucleant density is close to
the calculated one. The combination of the low energy
barrier and the high nucleant density results in a high
nucleation rate and ultimately a high cell density.

In the PS/CNTS system, if the CNTs are completely
dispersed, the relative radius w is only 0.2 considering
that the radius of an individual tube is 0.5 nm. In that
case, f is 1.8 and the nucleation energy on any single
tube surface would approach the homogeneous limit,
completely diminishing the benefit of heterogeneous
nucleation. However, experimentally, most CNTs were
observed as spherical agglomerates with an average
radius of approximately several dozen nanometers.
These agglomerates with much larger radii can serve
as lower nucleation energy sites, but the actual nucleant
density is much lower than the theoretical value owing
to poor dispersion, leading to the compromised nucle-
ation efficiency.

In the PS/MHABS system, the relatively low nucle-
ation efficiency can be explained first by incomplete par-

Nanoparticle wt% Dispersion® Potential nucleant density® (#/cm?) Measured cell density (#/cm?) Efficiency (%)
CNF 1 Complete 1.41 x 102 2.78 x 101° 1.97
CNT 0.1 Aggregates 1.59 x 10" 1.44 % 10° 9.06x 1073
MHABS 5 Exfoliated 5.45x 10" 4.02% 10 7.37x 1074

# Actual particle dispersion observed by TEM images.

® Calculated (Eq. (1)) with the assumption of complete particle dispersion [63].
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Fig. 8. Reduction of critical nucleation energy by function f (m, w).
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ticle dispersion. Although exfoliated, stacks of multiple
layers are still observable in the polymer domain [65].
A rough estimation from the TEM image of PS/5%
MHANRBS indicates an average stack thickness on the
orders of tens of nanometers [65]. Therefore, the actual
nucleant density in the PS/5% MHABS system would be
reduced by one order from the value shown in Table 2,
ie., from 5.45x10" to 5.45x10"%/cm>. This value,
however, is still much higher than the measured cell den-
sity (4.02 x 108/cm?®), suggesting that there must be other
reasons accounting for the low nucleation efficiency. On
the clay surface, the nucleation energy should approach
the flat plate limit (R — oo) due to the layered structure
of the nanoclay. The modified clay surface is more com-
patible with the PS matrix, and thus the interfacial ten-
sion of the PS melt and the clay is expected to be lower
than that of PS and CNFs. Consequently, the contact
angle 0 would be higher. This would lead to a significant
increase of f, or much less reduction of nucleation free
energy. The equilibrium interfacial tension data in the
literature [158] show the lower limit of 0 to be 105.5°
[63]. This leads to a minimum reduction factor f of 1.4
and a reduction of nucleation free energy by 30%.
Although the PS/5% MHABS system has a much higher
number of potential nucleants than both the PS/1%
CNFs and the PS/0.1% CNTs systems, its nucleation
efficiency is greatly compromised by the relative ineffec-
tiveness of the energy reduction [138-140].

3.3. Effect of nanoparticles on foam properties

The high aspect ratio and large surface area of nano-
particles offer the potential for high reinforcing efficiency,

3.0

good barrier properties, and improved dimensional and
thermal stability. The nanometer dimension is especially
beneficial for reinforcing foam materials, considering
the thickness of cell walls is in the micron and submicron
regime. It is therefore ideal to use nanoparticles to rein-
force microstructures in order to achieve macroscale
property improvement of the final products.

Polymer nanocomposite foams exhibit substantially
improved properties compared to their neat polymer
foam counterparts. Blown by three parts by weight of
CO,, the PVC/3% Cloisite 30B nanocomposite foam
shows 17.9% increase of tensile strength, 25.9% increase
of bending strength and 250% increase of the elongation
ratio compared to the pristine PVC foam [100]. The ten-
sile modulus of PS/clay nanocomposite foams has been
measured and compared to pure PS foam and PS/talc
microcomposite foams. As shown in Fig. 9, the nano-
composite foams exhibit a higher reduced modulus
(i.e., tensile modulus divided by the density of the sam-
ple), although it is still lower than that of non-foamed
pure PS. Among the three foam samples, PS/talc, PS/5
wt% 20A, and PS/5 wt% MHABS, the densities are close
while the exfoliated nanocomposite foam has the highest
reduced modulus. Compared to the non-foamed PS
sample, the exfoliated nanocomposite foam sample has
about 31% weight reduction with a sacrifice in the re-
duced modulus of about 19% from 2.6 to 2.1 GPa/g/
cm’. In comparison, the PS/talc foam has about 29%
weight reduction and a decrease of 43% in reduced mod-
ulus [65].

The tensile properties of extruded PS/CNFs nano-
composite foams have been investigated as well [50].
As shown in Fig. 10, all the foams exhibit a similar foam
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Fig. 9. Tensile modulus of PS/5% clay nanocomposite foams.



2358 L.J. Lee et al. | Composites Science and Technology 65 (2005) 2344-2363

1.8 [ Densitiy (g/cc)

1.6 O Modulus (GPa)

[ Reduced Modulus (GPa/g/cc)

1.25
14 ¢ 1.26 1147

=

1.2 r

HH

1.003

0.64

HH

0.6

02

1.56

1.4
T
iE

1.07

H

HH

0.67 0.69

PS solid PS Foam

PS/1%CNF PS/5%CNF
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density of 0.6-0.7 g/cm®, indicating a similar weight
reduction compared to the bulk PS. For neat PS foam,
a weight reduction of 37% sacrifices the tensile modulus
by 40% (1.26-0.74 GPa). In the presence of 1 wt%
CNFs, the tensile modulus increases by 28% (0.74-
0.94 GPa). Once the fiber content is increased to
5wt%, the tensile modulus further increases to
1.07 GPa, which is comparable to that of the bulk PS
(1.26 GPa). In order to normalize the impact of the
foam density on the mechanical properties, reduced
modulus was used to compare these samples. Due to
the relatively lower densities, the reduced modulus of

PS/CNFs foams is much higher than that of the bulk
PS.

Using the batch foaming process, neat PS and PS/
CNFs foams were generated with suitable dimensions
for the tests of compressive properties. As shown in
Fig. 11, the density of PS/CNFs foams falls in the range
of 0.4-0.5 g/cm®. In the presence of CNFs (both 1% and
5%), PS foams show even a higher compressive modulus
than that of the PS solid. For example, PS foam contain-
ing 5% CNFs exhibits a 12.4% increase in the modulus
and a 136% increase in the reduced modulus over the
PS solid. This result indicates that the integration of
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Fig. 11. Compressive modulus of PS and PS/CNF nanocomposite foams, synthesized by the batch foaming process (CO», 80 °C, 13.8 MPa).
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CNFs into the PS foams have a great potential to bridge
the gap between the lightweight and high strength
requirements. On one hand, CNFs can effectively induce
the nucleation of a large amount of bubbles, which ulti-
mately provides a comparable weight reduction to the
neat PS foams. On the other hand, the strength deterio-
ration resulted from the inclusion of cells can be com-
pensated by the reinforcement of cell walls/junctions
by CNFs.

The fire retardance properties of nanocomposite
foams have been demonstrated by Han et al. [65]. After
burning, the PS nanocomposite foams formed char and
maintained structural integrity, while the pure foams
quickly melted and dripped, causing fire spreading. Char
also forms for PVC nanocomposite foams [100]. The
effects of nanoparticles on mechanical properties of
thermoset PU/clay nanocomposite foam were also
investigated [12]. Two types of nanoclay bearing differ-
ent functional groups were used to prepare PU nano-
composite foam. Montomorrilonite-OH (MMT-OH)
has hydroxyl groups on clay surface and MMT-Tin
has catalytic organotin for polyurethane reaction. In
the case of semi-flexible/semi-rigid foams (polyol with
equivalent weight of 180, polyol-180), a several fold
increase in both compressive strength and modulus were
observed, again demonstrating high reinforcement effi-
ciency of nanoparticles. However, for the rigid foam sys-
tem (polyol with equivalent weight of 100, polyol-100),
the presence of clay nanoparticles can interfere with
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Schematic 2. The interference of grafted clay on H-bond formation in
polyurethane.

the hydrogen bond formation and network structure in
the matrix, leading to reduced mechanical properties
(i.e. compressive strength and modulus divided by the
density of the foam sample) as shown in Fig. 12. It is
well known that H-bond formation among urethane
groups greatly contributes to the strength and modulus
of PUs. For the organoclays used in this study, the PU
molecules can be grafted onto the clay surface through
the reaction between the —-NCO groups and the —-OH
groups on the clay. The tethered clay may interfere with
the H-bond formation in PU as shown in Schematic 2,
causing a negative effect on the properties of PU nano-
composite foams. Furthermore, the involvement of
organoclays in the reaction could also affect the network
structure formation of PU. For PU foams prepared by
poly-100, the urethane content is 0.87 mol/100 g, while
the urethane content is only 0.65mol/100 g for the
foams prepared by polyol-180. The overall performance
of PU nanocomposite foams depends on the competi-
tion between the positive effects of clay on polymer rein-
forcement and foam morphology, and the negative
effects on H-bond formation and network structure.
The positive effects are stronger for the less rigid pol-
yol-180 foams, while the negative effects dominate for
the more rigid polyol-100 foams. The same effect was
observed for the rigid PU/nano-silica nanocomposite
foam, in which the compressive strength decreases with
the higher usage of nano-silica [136]. Nanoclay has also
been demonstrated to improve the thermal insulation
and aging properties of PU foam (indicated by k-factors
in Btu.in/ft>.h.F). The foam with 10% nanoclay gave
lower initial and aged k-factors, indicating better ther-
mal insulation [130].

4. Conclusions and future trends

Due to the high nucleation efficiency, nanoparticles
provide a powerful way to increase cell density and
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reduce cell size. This is particularly beneficial for the
production of microcellular foams. Microcellular foams
have been considered as a lightweight and high strength
material for structural applications. However, the
narrow operation window and less than desirable cell
morphology has limited the applications of this technol-
ogy. Adding nanoparticles is possible to resolve this
difficulty and may greatly enhance the industrial appli-
cations of microcellular foam.

Mass production of polymer nanocomposites and
nanocomposite foams depends on reliable and afford-
able synthetic and processing methods. The literature
is full of novel nanocomposite materials. But in order
to move these materials into commercial products, sev-
eral challenges must be overcome. There must be robust
techniques to prepare exfoliated nanocomposites with
required mechanical properties in large quantity and
low cost. For foam products, various desirable cell mor-
phologies (e.g., small vs. large cells, open vs. closed cells)
must be attainable through the successful control of
nucleation and growth of bubbles.

It has been found that the surfactant, introduced
onto the clay surface to achieve good compatibility
between the inorganic clay and the organic polymer or
monomer for good clay exfoliation, is a fire hazard
material. Natural clay without surface modification,
however, can only disperse well in water-soluble poly-
mers. Using water as a nanoclay carrier may achieve
surfactant-free nanocomposites with good clay disper-
sion in hydrophobic polymers. We are currently devel-
oping a new method for nanocomposite synthesis by
inverse emulsion/suspension polymerization. This tech-
nique has been used extensively to prepare water
expandable polystyrene (WEPS) [159-165].

Open cell polymer foams are one of the most com-
monly used scaffolds for tissue engineering. Nanoparti-
cles may be helpful in generating open cell foams
under external fields such as ultrasonic fields, because
nanoparticles may behave like a stress concentrator.
This may led to a new mass production technology for
tissue engineering scaffolds. The high surface area and
rich surface chemistry make nanoparticles potentially
useful as carriers for desired biofunctionalities (e.g.,
adhesion sites and signaling molecules).
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