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Large strain requirements for shear-induced
crystallization of isotactic polypropylene

Abstract We studied strain effects
on the crystallization of a series of
isotactic polypropylenes (iPP) of var-
ious molecular weights using rheology,
rheo-optical measurements, differen-
tial scanning calorimetry (DSC), and
wide-angle X-ray diffraction (WAXD).
The samples were pre-sheared and
then crystallized both at the same
temperature. Transmitted light intensi-
ty measurements demonstrate that the
effect of pre-shear on crystallization
rate keeps increasing with strain up to
surprisingly large strain levels, much
beyond strains that are required to
reach steady shear flow (at given We).
Crystal orientation sets in at a total
strain of about γ0 ¼ 600 or higher.
WAXD and DSC measurements
corroborated the light transmission
results. Total shear strains γ0 ¼ 200 to
1000 were applied to the iPP samples
at the beginning of a crystallization
experiment, after the samples had

reached the crystallization temperature
of 145°C (under-cooled state). A
constant Weissenberg number We=1
(We is defined as the product of shear
rate and a relaxation time) was main-
tained for all pre-shearing of this study.
We=1 corresponds to the onset of shear
thinning in steady shear. Deborah
number values were low, De<<1,
indicating that steady shear flow had
been reached in all pre-shearing runs
(De is defined as the ratio of relaxation
time to pre-shearing time). Further
studies are needed at high We as there
are indications that strain requirements
are much reduced at high We. A
fundamental understanding is still
missing.
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Introduction

Semicrystalline polymers are understood to crystallize in
two main steps: first, the formation of nuclei and,
subsequently, the growth of crystals. Shear flow has been
shown to accelerate or even induce crystallization (Pennings
et al. 1970; Mackley and Keller 1973; Wolkowicz 1978;
Keller and Kolnaar 1997; Jerschow and Janeschitz-Kriegl
1996; Vleeshouwers and Meijer 1996; Kumuraswamy et al.
1999, 2002; Wassner andMaier 2000; Pogodina et al. 2001;
Seki et al. 2002; Acierno et al. 2003; Elmoumni et al. 2003;
van Meerveld et al. 2004). Flow induces molecular orien-
tation and, thus, increases the molecular size, lowers the

entropy, and pre-arranges molecular strands for the ordered
crystal morphology.

The effect of shear is largest on the rate of nucleation
(Wunderlich 1970; Janeschitz-Kriegl et al. 2003), which
can be increased by several orders of magnitude. The
molecular orientation leads to an effective change of the
melt free energy that directly increases the rate of
nucleation (Hoffman and Lauritzen 1961). Flow has been
assumed to affect nucleation through bundles of highly
oriented chains or chain segments (Keller and Kolnaar
1997; Janeschitz-Kriegl et al. 2003). Large molecules
contribute significantly more than small molecules (Keller
and Kolnaar 1997; Kumaraswamy et al. 2002; Seki et al.
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2002; Elmoumni et al. 2005). It remains unclear whether
large strains, large stress, or both are required for a large
rate of nucleation.

In comparison, little is known about the effect of shear
on the crystal growth rate. Shearing above We=1 (see
below) reduces the density of molecular entanglements.
Fewer entanglements might increase crystal growth rates
due to increased molecular mobility and might also
increase the final crystallinity because of defect reduction
in the melt before crystallization. However, even if shear
may change the growth rate only slightly, it alters the
structure of the nuclei and, thus, templates the preferred
direction of crystal growth and possibly the crystal habit.
Molecularly ordered regions serve as primary nuclei for the
crystallization and, if the order is high enough, lead to
shish–kebab morphology, which consists of highly ori-
ented chains (shish) that serve as nuclei for the epitaxial
crystal growth of chain-folded lamellae (kebab) (Eder and
Janeschitz-Kriegl 1997; Keller and Kolnaar 1997).

The Weissenberg number (We), the dimensionless prod-
uct of a characteristic relaxation time and the shear rate,

We ¼ γ
:
λi (1)

was proposed as an important measure of flow effects on
crystallization (Acierno et al. 2003; Elmoumni et al. 2003;
van Meerveld et al. 2004). Such rheological classification
allows to correlate experimental observations of flow-
induced nucleation and flow-induced spherulite to shish–
kebab structure transition. The choice of characteristic time
is not obvious. The characteristic relaxation time λi is
chosen here as the inverse of the crossover frequency of G′
and G″ as measured in a linear viscoelastic experiment at
145°C. The We criterion was found to be useful as long as
the strain was kept constant for a range of experiments.

This study focuses on the melt state before crystalliza-
tion and on its effect on the crystallization itself. Due to the
dominating effect of shear on primary nucleation, any
flow-induced molecular orientation and stretch is assumed
to be most important at the very onset of the crystallization
process when nuclei are formed. For that purpose,
Janeschitz-Kriegl’s group (Liedauer et al. 1993) has
proposed an experimental procedure at which the sample
temperature is lowered to generate an under-cooled state
and then the sample is sheared for a short time. The rapid

shearing strain that is imposed on the material at the very
onset of the experiment determines the initial condition for
the crystallization process. The actual crystallization occurs
without adding any more flow. The magnitude of the shear
strain is varied in this study, and it is found to be a
dominating parameter for classifying the crystallization
behavior.

Strain as a possible parameter for shear-induced crys-
tallization has not been studied much. Vleeshouwers and
Meijer (1996) pre-sheared an isotactic polypropylenes
(iPP) in the supercooled state (Tx=138°C) and found that
longer and longer pre-shearing gave shorter and shorter
crystallization times until the pre-shearing began to overlap
with the growth of spherulites. The shear conditions were
fairly mild and accumulated strains of up to γ = 1,000 kept
reducing the crystallization time.

At similar experimental conditions, Li and de Jeu (2003)
found that pre-shearing at comparatively small strain (γ =
15) already gave rise to oriented precursors for crystalliza-
tion (bundles with smectic ordering) of an iPP that contains
nucleating agent. In situ structural studies by simultaneous
small-angle X-ray scattering and wide-angle X-ray diffrac-
tion (WAXD) allowed the detection. No mention was made
of the effect that a larger strain might have.

Chai et al. (2004) explored the effect of thermo-
mechanical history on the crystallization of polyethylene
(PE) melts. As model processing history, the PE samples
were pre-sheared above crystallization temperature
(T=190, 170, and 150°C) and then held quiescently for
some prescribed relaxation time at elevated temperature.
After that waiting time, the samples were rapidly quenched
to Tx=90°C and held there for isothermal crystallization.
For a metallocene PE (mPE) of narrow molecular weight
distribution, the pre-shearing history had no effect on the
crystallization. For a Ziegler–Natta PE of broad molecular
weight distribution and some long chain branching, the
effect of the pre-shearing (even after some relaxation) was
substantial. Very large strains were necessary to scan the
effect to its fullest.

There were other indications that the magnitude of the
strain has a large effect in addition to the We value. When
exploring shear effects at high We values, our WAXD and
differential scanning calorimetry (DSC) measurements
were carried out on samples that had been sheared between
two concentric disks. For that flow geometry, the strain rate
(and automatically the We values) increases linearly with
the radial position in the sample. The corresponding
inhomogeneous strains also increase radially. Thus, in
these experiments, the effects of both strain rate and total
strain were found to be coupled.

In the following, we will decouple the effects of strain
and strain rate by choosing a constantWe value (We=1) and
increase the total shear strains γ0 ¼ 200; 400, 600, 800,
and 1,000. The value of We=1 was chosen as shear effects
in rheology (shear thinning) become important at about

Table 1 Characteristics of samples utilized to study the effects of
strain on the crystallization of iPP

Sample Mw (kg/mol) Mn (kg/mol) Mw/Mn �i (s)

iPP171 171 40.4 4.2 0.055
iPP300 300 51.8 5.8 0.217
iPP350 350 85.8 4.1 0.630

The characteristic relaxation time �i of iPP samples at 145°C
determined from Fig. 1

794



We=1. We=1 was achieved by applying a constant shear
rate, γ

: ¼ We=λi; over time ts. The strain λ0 was applied to
the samples as soon as the experimental temperature Tx was
reached. After pre-shearing, the actual crystallization was
intended to occur without flow. The experiments focused
on the evolving crystal fraction and on crystal orientation
due to the pre-shearing.

Experimental

Materials

The slow crystallization of iPP makes it a useful model
material for crystallization studies. In the following
experiments, three experimental grades of isotactic Zieg-
ler–Natta polypropylene (of ExxonMobil) with various
molecular weights (Mw) were used (see Table 1). The DSC
melting has its maximum at about 165°C. The sample
properties were described in an earlier paper (Elmoumni et
al. 2003).Symp 365–382

Pre-shearing protocol

In crystallization experiments, after melting at 220°C for
10 min, the samples were cooled to the experimental
temperature, Tx=145°C which is substantially below Tm,
and held for isothermal crystallization in the Linkam hot-
stage to monitor the structure growth. As soon as the
sample reached experimental temperature, Tx (after a
cooling time of about 3 min), total strains of γ=200, 400,
600, 800, or 1,000 were applied while maintaining a
Weissenberg number value of 1. For a constant We, the
shearing time ts ¼ γλ= We depends on the strain only.
Table 2 is a list of the corresponding shear rates and
shearing times.

If one defines the Deborah number with the shearing
time, De ¼ λi=ts , then the corresponding Deborah number

is extremely small for all experiments of this study, De<<1.
This means that steady shearing conditions were amply
reached during pre-shearing (all experiments).

Techniques and instruments

The rheological experiments were performed on molten
samples using the time-resolved rheometry technique
(Mours and Winter 1994) with a rotational rheometer
(Stresstech of ATS RheoSystems) equipped with cone-
plate fixtures (diameter 25 mm, 4° angle). Samples were
melted directly in the rheometer at 220°C for 10 min to
erase previous strain and temperature histories. Small
amplitude oscillatory shear was started as soon as the
experimental temperature was reached. Cyclic frequency
sweeps were performed at temperatures between 220 and
140°C (at ΔT=20 K intervals) in the frequency window
between 0.01 and 10 rad/s (5 points per decade). The shear
strain amplitude was 0.04 (ensuring sufficiently high
torque values) while remaining in the linear viscoelastic
range. Master curves (Fig. 1) were generated at a crystal-
lization temperature of 145°C, and characteristic relaxation
times λi for the intersect of G′ and G″ were obtained and
summarized in Table 1 (Elmoumni et al. 2003).

Growing spherulites and threads get observed under a
universal polarizing microscope (Carl Zeiss, model
ZPU01). For transmittance measurements in a self-built
rheo-optical setup (Pogodina et al. 2001), light from a 10-
mWHe–Ne (wavelength of 632.8 nm) laser passes through
the sample onto a polarizing beam splitter with its axis at
−45° to the flow direction. Two detectors measure the
intensity of light through crossed and parallel polarizers.
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Fig. 1 Melt rheology of iPP samples. Storage modulus G′ and loss
modulus G″ of iPP samples shifted to 145°C. The activation
energies for the three samples are E/R=423, 115, and 475 K with
Vogel temperatures Tv=312, 1,230, and 304 K, respectively, for
iPP171, iPP300, and iPP350

Table 2 Shearing conditions for the three samples

We=1

Sample iPP171 iPP300 iPP350

�
:
s�1ð Þ 18.2 4.6 1.6

γ 200 11 44 125
400 22 87 252
600 33 130 375
800 44 174 500

1,000 55 217 625
ts (s)

For maintaining We=1, different shear rates �
:
are required for the

three samples. The corresponding shearing times ts belong to a
prescribed strain γ as listed on the left side of the table
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The sum of these two intensities represents the total light
transmitted through the sample. The total intensity,
normalized by the intensity of light transmitted initially
through the molten sample, decreases as crystallites form
and scatter light. To quantitatively describe the crystalli-
zation kinetics, a transmittance half time, τ1=2 , was
introduced. It is defined as the time where the normalized
transmitted light intensity has reduced to half its initial
value.

Both microscope and rheo-optical setups were equipped
with a shearing hot-stage (CSS 450 of Linkam Scientific
Instruments). For shearing, a disc-shaped sample of
200-μm thickness is held between concentric discs. The
shear rate increases linearly with distance from the center;
however, the shear rate is constant in the light path, which
is normal to the disk.

The final iPP structure formed was evaluated with
WAXD using a flat plate Statton camera with Ni-filtered
CuKα radiation. Samples were heated from room temper-
ature to 200°C at a rate of 5 K/min in a differential
scanning calorimeter (Q1000 of TA instruments) to obtain
thermograms.

Results

Transmittance

Crystallization kinetics was monitored using transmitted
light intensity measurements. Figure 2 shows the evolution
of normalized transmitted light intensity of the three
samples at increasing strain conditions. The normalized
intensity maintains its full value during the induction
period where nuclei are formed. Only after some crystal
growth did crystals become large enough to scatter the light
passing through the sample so that transmitted light
intensity decays gradually. It is evident from Fig. 2 that
the decay in light intensity shifts to shorter times as the
strain of pre-shearing is increased.

This study uses the transmission half time, τ1=2 , defined
above as characteristic crystallization time. Due to the
accelerated crystallization, a dramatic decrease in τ1=2 is
observed with increasing total strain for each of the
samples (see Fig. 3). This is attributed to the increased
number density of scatterers that grow from the nuclei
created by the shear-induced orientation. Large strain
values are required (γ=600 and beyond) before the strain
effects seem to level off.

For comparison, several experiments were conducted at
We=0.5. It was found there that even larger shear strains are
required to generate a strong effect (strains of 800 and
above). It is expected, vice versa, that the transition will

occur at lower strain value if shearing at high We numbers
were applied. However, high We experiments could not be
performed due to equipment limitations.
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three samples at increasing conditions
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Optical microscopy

Optical micrographs of iPP171 at increasing strains are
shown in Fig. 4. At strains of 400 and below, the number of
nuclei is substantially increased, but crystal growth is still
in the form of spherulites. The number of spherulites seems
to be determined by the pre-shearing, but it does not
increase from thereon. The crystal growth rate is uniform
so that the radius R(t) is practically the same for all
spherulites. An increase in nucleus density is observed at
higher pre-shearing strains. The micrographs in Fig. 4
(iPP171) shows a spherulitic structure up to a strain value
of 400, while at higher strains, a transition from spherulitic
to elongated structure is observed.

Wide angle X-ray diffraction

Wide angle X-ray diffraction was performed on the cooled
samples after completion of crystallization (see Fig. 5). The
monoclinic lattice structure (Lotz and Wittmann 1996) for
α-crystals of isotactic polypropylene, with lattice constants
a=6.6 Å, b=20.78 Å, and c=6.5 Å and a tilt angle β=99.6°,
gives rise to the main reflections from the crystallographic
planes (110), (040), (130), (111), and (041). The first three
of these crystallographic planes are parallel to the chain
axis, which can align with the flow direction. The patterns
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Fig. 4 Optical micrographs of iPP171 at
increasing total strains
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are, in fact, composed of two composite patterns, each
corresponding to (1) the chain-extended fibrils aligned
parallel to the flow direction and (2) the chain-folded

lamellae (kebab) overgrowth that adopt a helical growth
habit in a direction perpendicular to the nucleating fibril.

In Fig. 5, azimuthal scans of the 040 crystalline plane of
iPP171 at increased strains were taken. Two distinct peaks
appear at strains about 600 and higher. These arise from the
oriented chain segments in the structure. Because the
chains are parallel to the flow axis, these planes are also
parallel to the sample axis and, therefore, must reflect X-
ray intensity at right angles to the flow direction. The
reflections obtained are isotropic up to a strain of 400 and
lead to the conclusion that molecular orientation is too
weak to affect the orientation of the final crystals.

Differential scanning calorimetry

The morphological differences of iPP samples at increasing
strains shows up in DSC thermograms, at a heating rate of
5 K/min (Fig. 6). Sections of the sheared samples were cut
and thermograms were measured. The sheared samples
with strains of 600 and higher melt with two peaks, one at a
temperature ∼171°C that can be attributed to the melting of
the chain extended component (Somani et al. 2002,
Elmoumni et al. 2003) and the other at around 166°C
corresponding to the nominal melting of the un-oriented
spherulites consisting of chain-folded lamellae. The extra
peak is not present in the thermograms of the sheared
samples with strains of 400 and lower.

Discussion

The growth of polymeric crystals affects the entire range of
physical properties. In this study, we use the reduction of
light transmission to half its original value, the transmis-
sion half time τ1=2; as a characteristic crystallization time.
Earlier experiments on iPP crystallization had shown that
the τ1=2 correlates well with characteristic crystallization
times from light scattering and from rheology. τ1=2 is easy
to measure, even at high crystallization rate.

For this study, it helps to distinguish between the
Deborah number, De, and the Weissenberg number, We.
Following the original suggestion (Reiner 1964), De is
defined here as the ratio of material time, λ, to shearing
time, ts. The pre-shearing time exceeds the longest
relaxation time by far (De<<1), which means that steady
shear flow is reached in all pre-shearing experiments.
Different from De, the Weissenberg number is a measure of
the strain that occurs during a shearing time that is equal to
the longest relaxation time. We applies to steady state and
to transient flow conditions as well. We=1 locates, for
instance, the (broad) transition from zero-shear-rate vis-
cosity behavior to shear thinning at steady shearing
conditions. At the onset of nonlinearity, the shearing
conditions are still fairly mild, which has the advantage that
crystallization is still relatively slow, thereby leaving ample
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time for measurements. This is the main reason why We=1
was chosen for this study.

A disadvantage of the slow shearing is the relatively
long shearing time that is required for introducing large
strains. The pre-shearing time, ts, should be short compared
to the crystallization time. Otherwise, crystals already grow
during the “pre-shearing”. With this criterion (ts<<τ1=2 ),
all experiments with iPP171 are allowed (compare ts data in
Table 2 with τ1=2 of Fig. 3). For iPP300, experiments up to
γ0 ¼ 400 might be fine, and for iPP350, only the γ0 ¼ 200
should be considered. In this study, most of the analysis of
structure focuses on the iPP171 experiments where the pre-
shearing process occurred before the crystal growth.

The order in the large-strain iPP171 samples shows that
there is no threshold stress that needs to be overcome for
generating ordered crystals. However, the few experiments
with varied We suggest that the strain that is necessary for
generating alignment (at some level) will be reduced when
shearing at high We (i.e., high stress). Further studies are
required to explore this phenomenon.

There is a basic difference between samples that were
pre-sheared with γ0 ¼ 400 (and below) and samples that
were sheared further. The magnitude of the applied strain
was found to substantially affect the crystallization
dynamics and the final iPP morphology. Pre-shear at γ0 ¼
400 (and below) increases the nucleation density, but
optical micrographs and isotropic WAXD patterns indicate
spherulitic crystal growth and un-oriented crystals in the
final samples. Primary nuclei are mostly generated at the
onset and less during the crystal growth period. In
comparison, a pre-shear of γ0 ¼ 600 (and higher)
increases the nucleation density further. This reduces the
crystallization time by substantial amounts. In addition,
strings appear in the optical micrograph, which is an
expression of elongated “spherulite” structure. Crystals in
the final samples are oriented as demonstrated by WAXD.
The new crystal structure expresses itself in new melting
transitions (DSC experiments).

The above transition at a strain level between γ0 ¼ 400
and γ0 ¼ 600; to our knowledge, has no obvious correla-
tion with the molecular properties of the polymer. In
rheological experiments, typical strains needed for the
onset of nonlinear behavior in polymer melts are in the
range between γc ¼ 0:1 and 1 and to reach steady state are
about γ = 20 to 40 shearing units. It is quite surprising to
have about three-orders-of-magnitude difference in strain
between the onsets of nonlinearity and the occurrence of
oriented crystals in the final sample. Crystallization seems
to be much more sensitive to molecular orientation than
rheology; in other words, the shear flow rheologically has
long reached steady state after γ0 ¼ 600 and the molecules
are supposed to be fully oriented, but the effect on the
crystal structure is only saturated after a total strain of about
γ0 ¼ 600 to 1;000: One possible explanation is that the

time to reach steady stress in a shear flow can be considered
to be much shorter than the time to reach steady-state
segmental orientation.

Another reason for the large strain requirement might be a
relatively slow rate of nucleation during shear. In compar-
ison, for quiescent crystallization of iPP at a constant
crystallization temperature, all nuclei seem to form at once.
This has been concluded from the uniform size of the
spherulites as observed in the optical microscope. Same age
and same growth rate for all spherilites result in the uniform
spherulite size of quiescent crystallization. The size of the
spherulites in sheared samples, however, is non-uniform.
This lets us conclude that not all spherulites were born at the
same time (presuming a uniform growth rate). A prolonged
shearing (leading to a large strain) will allow longer periods
of nucleation until all nuclei that possibly can form at a given
We value have formed. This hypothesis is worth testing in a
follow-up experiment.

The entanglement density at the onset of crystallization
might also have a large effect. Shear at We=1 is just
beginning to reduce the entanglement density (as expressed
in the onset of shear thinning). The entanglement state
might continue to change even if steady stress conditions
are reached during the pre-shearing. Large strains might be
required to acquire a steady state of the entanglement
structure.

The molecular weight distribution might also be of
influence. The mean orientation in the polymer is probably
less than the orientation of large chains. Large fluctuations
in orientation are expected due to the broad distribution of
molecular weights (Mackley et al. 1975; Bashir et al. 1984;
Seki et al. 2002; Elmoumni et al. 2005; Hsiao et al. 2005).
Large strain experiments on model polymers are required
for exploring the effects of changing the distribution
(narrow distribution and addition of high molecular weight
component) and molecular architecture.

Our observations agree with the earlier findings of
Vleeshouwers and Meijer (1996) and Chai et al. (2004)
but also raise major questions. It remains unclear how
universally valid the findings are as one of the samples of
Chai et al. (mPE) showed little sensitivity to large pre-
shearing. The large effect of strain on crystallization agrees
well with the observations of Li and de Jeu (2003) of
ordered structure during shearing in the under-cooled state.
However, these oriented precursor structures were found to
appear at small strain (γ = 15), while much larger strains are
required to generate ordered morphology in the final sample.

Conclusions

The most important rheological criteria for flow-induced
crystallization in iPP appear to be the Weissenberg number
and the imposed strain of the short-time shearing exper-
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iment. A surprisingly large strain in the order of γ0 ¼ 600
is required not only to effect the rate of crystallization but
also to have full impact on crystallization morphology.

For a constant Weissenberg number (We=1, a value near
the onset of shear thinning), strains at or below γ0 ¼ 400
already increase the crystallization rate by substantial
amounts. Strains at or below γ0 ¼ 400 still lead to a
spherulitic crystalline structure while strains of γ0 ¼ 600
or higher produce oriented morphology. WAXD and DSC
corroborated these findings by the appearance of high
intensity arcs in the 040 reflections and melting peak at
171°C, respectively. It is remarkable that no threshold
stress has to be exceeded in order to generate aligned
crystal structure. The only prerequisite for alignment is a
sufficiently large strain during preshearing.

The shearing conditions at We=1 are fairly mild (when
compared to polymer processing). Large strains require a

relatively long time ts. For satisfying the short shearing
protocol as described in the “Introduction”, ts should be
substantially smaller than τ1=2: This is only satisfied for the
sample of lowest molecular weight. The higher molecular
weight samples develop substantial crystallinity during
shearing already. Further studies at higher shear rate are
required so that preshearing and crystal growth are clearly
separated. Shearing at higher rates is also important as it
involves higher We values. Then, we can check the
proposal that, at large We, smaller strains will be sufficient
to affect nucleation and oriented crystal growth.

Acknowledgements We are grateful to the Petroleum Research
Fund (PRF 41891-AC7) and NSF-MRSEC (DMR-0213695) for
financial support of this work. The anonymous review was
conducted with Dr. Martin Laun as member of the editorial board
of Rheologica Acta.

References

Acierno S, Palomba B, Grizzuti N, Winter
HH (2003) Effect of molecular weight
on the flow-induced crystallization of
isotactic poly(1-butene). Rheol Acta
42:243–250

Bashir Z, Odell JA, Keller A (1984) High
modulus filaments of polyethylene with
lamellar structure by melt processing—
the role of the high molecular-weight
component. J Mater Sci 19:3713–3725

Chai CH, Auzoux Q, Radrianatandro H,
Navard P, Haudin JM (2004) Influence
of pre-shearing on the crystallization of
conventional and metallocene poly-
ethylenes. Polymer 44:773–782

Eder G, Janeschitz-Kriegl H (1997) Crys-
tallization. In: Meijer HEH (ed) Pro-
cessing of polymers, vol. 18. VCH,
New York pp 296–342

Elmoumni A, Waddon AJ, Fruitwala H,
Winter HH (2003) Correlation of
material and processing time scales
with structure development in isotactic
polypropylene crystallization.
Macromolecules 36:6453–6461

Elmoumni A, Gonzalez-Ruiz RA, Coughlin
EB, Winter HH (2005) Isotactic poly
(propylene) crystallization: role of
small fractions of high or low molec-
ular weight polymer. Macromol Chem
Phys 206:125–134

Hoffman JD, Lauritzen JI (1961) Crystalli-
zation of bulk polymers with chain
folding: theory of growth of lamellar
spherulites. J Res Natl Bur Stand
65A:297–336

Hsiao BS, Yang L, Somani RH, Avila-Orta
CA, Zhu L (2005) Unexpected shish–
kebab structure in a sheared polyethyl-
ene melt. Phys Rev Lett 94:
117802–117804

Janeschitz-Kriegl H, Ratajski E, Stadlbauer
M (2003) Flow as an effective promoter
of nucleation in polymer melts: a
quantitative evaluation. Rheol Acta
42:355–364

Jerschow P, Janeschitz-Kriegl H (1996) On
the development of oblong particles as
precursors for polymer crystallization
from shear flow: origin of the so-called
fine grained layers. Rheol Acta 35:
127–133

Jerschow P, Janeschitz-Kriegl H (1997) The
role of long molecules and nucleation
agent in shear induced crystallization of
isotactic polypropylenes. Int Polym
Process 12:72–77

Keller A, Kolnaar HW (1997) Flow induced
orientation and structure formation. In:
Meijer HEH (ed) Processing of poly-
mers, vol. 18. VCH, New York
pp 189–268

Kumuraswamy G, Issian Ani M, Kornfield
JA (1999) Shear-enhanced crystalliza-
tion in isotactic polypropylene. 1. Cor-
respondence between in situ-rheo-optics
and ex situ structure determination.
Macromolecules 32:7537–7547

Kumaraswamy G, Kornfield JA, Yeh F,
Hsiao BS (2002) Shear-enhanced crys-
tallization in isotactic polypropylene.
Part 3. Evidence for a kinetic pathway
to nucleation. Macromolecules
35:1762–1769

Li L, de Jeu WH (2003) Shear-induced
smectic ordering as a precursor of
crystallization in isotactic polypropyl-
ene. Macromolecules 36:4862–4867

Liedauer S, Eder G, Janeschitz-Kriegl H,
Jerschow P, Geymayer W, Ingolic E
(1993) On the kinetics of shear-induced
crystallization of polypropylene. Int
Polym Process 8:236–250

Lotz B, Wittmann JC (1996) Structure and
morphology of poly(propylenes):
a molecular analysis. Polymer 37:
4979–4992

Monasse B (1992) Polypropylene nucleation
on a glass-fiber after melt shearing.
J Mater Sci 27:6047

Mackley MR, Keller A (1973) Flow induced
crystallization of polyethylene melts.
Polymer 14:16–20

Mackley MR, Frank FC, Keller A (1975)
Flow induced crystallization of poly-
ethylene melts. J Mater Sci 10:1501

Mours M, Winter HH (1994) Time resolved
rheometry. Rheol Acta 33:385–397

Pennings AJ, Van der Mark JMAA, Booij
HC (1970) Hydrodynamically induced
crystallization of polymers from solu-
tion. II. Effect of secondary flow.
Kolloid-Z Z Polym 236:99–111

Pogodina NV, Lavrenko VP, Srinivas S,
Winter HH (2001) Rheology and
structure of isotactic polypropylene
near the gel point: quiescent and shear-
induced crystallization. Polymer
42:9031–9043

800



Reiner M (1964) The Deborah number.
Physics today p 62

Seki M, Thurman DW, Oberhauser JP,
Kornfield AJ (2002) Shear-mediated
crystallization of isotactic polypropyl-
ene: the role of long chain–long chain
overlap. Macromolecules 35:
2583–2594

Somani RH, Yang L, Sics L, Hsiao BS,
Pogodina NV, Winter HH, Agarwal P,
Fruitwala H, Tsou A (2002) Orienta-
tion-induced crystallization in isotactic
polypropylene melt by step-shear
deformation. Macromol Symp 185:
105–117

van Meerveld J, Peters GWM, Hütter M
(2004) Towards a rheological classifi-
cation of flow induced crystallization
experiments of polymer melts. Rheol
Acta 44:119–134

Vleeshouwers S, Meijer HEH (1996) A
rheological study of shear induced
crystallization. Rheol Acta 35:391–399

Wassner E, Maier RD (2000) Shear-induced
crystallization of polypropylene melts.
Proc XIII Int Congr Rheol Cambridge
1:183

Wolkowicz MD (1978) Nucleation and crystal
growth in sheared poly(1-butene) melts. J
Polym Sci Polym Symp 365–382

Wunderlich B (1970) Macromolecular
physics, vol. 1. Academic, New York

801


	Large strain requirements for shear-induced crystallization of isotactic polypropylene
	Abstract
	Introduction
	Experimental
	Materials
	Pre-shearing protocol
	Techniques and instruments

	Results
	Transmittance
	Optical microscopy
	Wide angle X-ray diffraction
	Differential scanning calorimetry

	Discussion
	Conclusions
	References




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (None)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 524288
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
    /AardvarkPSMT
    /AceBinghamSH
    /AddisonLibbySH
    /AGaramond-Italic
    /AGaramond-Regular
    /AkbarPlain
    /Albertus-Bold
    /AlbertusExtraBold-Regular
    /AlbertusMedium-Italic
    /AlbertusMedium-Regular
    /AlfonsoWhiteheadSH
    /Algerian
    /AllegroBT-Regular
    /AmarilloUSAF
    /AmazoneBT-Regular
    /AmeliaBT-Regular
    /AmerigoBT-BoldA
    /AmerTypewriterITCbyBT-Medium
    /AndaleMono
    /AndyMacarthurSH
    /Animals
    /AnneBoleynSH
    /Annifont
    /AntiqueOlive-Bold
    /AntiqueOliveCompact-Regular
    /AntiqueOlive-Italic
    /AntiqueOlive-Regular
    /AntonioMountbattenSH
    /ArabiaPSMT
    /AradLevelVI
    /ArchitecturePlain
    /Arial-Black
    /Arial-BlackItalic
    /Arial-BoldItalicMT
    /Arial-BoldMT
    /Arial-ItalicMT
    /ArialMT
    /ArialMTBlack-Regular
    /ArialNarrow
    /ArialNarrow-Bold
    /ArialNarrow-BoldItalic
    /ArialNarrow-Italic
    /ArialRoundedMTBold
    /ArialUnicodeLight
    /ArialUnicodeLight-Bold
    /ArialUnicodeLight-BoldItalic
    /ArialUnicodeLight-Italic
    /ArrowsAPlentySH
    /ArrusBT-Bold
    /ArrusBT-BoldItalic
    /ArrusBT-Italic
    /ArrusBT-Roman
    /Asiana
    /AssadSadatSH
    /AvalonPSMT
    /AvantGardeITCbyBT-Book
    /AvantGardeITCbyBT-BookOblique
    /AvantGardeITCbyBT-Demi
    /AvantGardeITCbyBT-DemiOblique
    /AvantGardeITCbyBT-Medium
    /AvantGardeITCbyBT-MediumOblique
    /BankGothicBT-Light
    /BankGothicBT-Medium
    /Baskerville-Bold
    /Baskerville-Normal
    /Baskerville-Normal-Italic
    /BaskOldFace
    /Bauhaus93
    /Bavand
    /BazookaRegular
    /BeauTerrySH
    /BECROSS
    /BedrockPlain
    /BeeskneesITC
    /BellMT
    /BellMTBold
    /BellMTItalic
    /BenguiatITCbyBT-Bold
    /BenguiatITCbyBT-BoldItalic
    /BenguiatITCbyBT-Book
    /BenguiatITCbyBT-BookItalic
    /BennieGoetheSH
    /BerlinSansFB-Bold
    /BerlinSansFBDemi-Bold
    /BerlinSansFB-Reg
    /BernardMT-Condensed
    /BernhardBoldCondensedBT-Regular
    /BernhardFashionBT-Regular
    /BernhardModernBT-Bold
    /BernhardModernBT-BoldItalic
    /BernhardModernBT-Italic
    /BernhardModernBT-Roman
    /Bethel
    /BibiGodivaSH
    /BibiNehruSH
    /BKenwood-Regular
    /BlackadderITC-Regular
    /BlondieBurtonSH
    /BodoniBlack-Regular
    /Bodoni-Bold
    /Bodoni-BoldItalic
    /BodoniBT-Bold
    /BodoniBT-BoldItalic
    /BodoniBT-Italic
    /BodoniBT-Roman
    /Bodoni-Italic
    /BodoniMTPosterCompressed
    /Bodoni-Regular
    /BookAntiqua
    /BookAntiqua-Bold
    /BookAntiqua-BoldItalic
    /BookAntiqua-Italic
    /BookmanOldStyle
    /BookmanOldStyle-Bold
    /BookmanOldStyle-BoldItalic
    /BookmanOldStyle-Italic
    /BookshelfSymbolFive
    /BookshelfSymbolFour
    /BookshelfSymbolOne-Regular
    /BookshelfSymbolThree-Regular
    /BookshelfSymbolTwo-Regular
    /BookwomanDemiItalicSH
    /BookwomanDemiSH
    /BookwomanExptLightSH
    /BookwomanLightItalicSH
    /BookwomanLightSH
    /BookwomanMonoLightSH
    /BookwomanSwashDemiSH
    /BookwomanSwashLightSH
    /BoulderRegular
    /BradleyHandITC
    /Braggadocio
    /BrailleSH
    /BRectangular
    /BremenBT-Bold
    /BritannicBold
    /Broadview
    /Broadway
    /BroadwayBT-Regular
    /BRubber
    /Brush445BT-Regular
    /BrushScriptMT
    /BSorbonna
    /BStranger
    /BTriumph
    /BuckyMerlinSH
    /BusoramaITCbyBT-Medium
    /Caesar
    /CalifornianFB-Bold
    /CalifornianFB-Italic
    /CalifornianFB-Reg
    /CalisMTBol
    /CalistoMT
    /CalistoMT-Italic
    /CalligrapherRegular
    /CameronStendahlSH
    /Candy
    /CandyCaneUnregistered
    /CankerSore
    /CarlTellerSH
    /CarrieCattSH
    /CaslonOpenfaceBT-Regular
    /CassTaylorSH
    /CDOT
    /Centaur
    /CenturyGothic
    /CenturyGothic-Bold
    /CenturyGothic-BoldItalic
    /CenturyGothic-Italic
    /CenturyOldStyle-BoldItalic
    /CenturySchoolbook
    /CenturySchoolbook-Bold
    /CenturySchoolbook-BoldItalic
    /CenturySchoolbook-Italic
    /Cezanne
    /CGOmega-Bold
    /CGOmega-BoldItalic
    /CGOmega-Italic
    /CGOmega-Regular
    /CGTimes-Bold
    /CGTimes-BoldItalic
    /CGTimes-Italic
    /CGTimes-Regular
    /Charting
    /ChartreuseParsonsSH
    /ChaseCallasSH
    /ChasThirdSH
    /ChaucerRegular
    /CheltenhamITCbyBT-Bold
    /CheltenhamITCbyBT-BoldItalic
    /CheltenhamITCbyBT-Book
    /CheltenhamITCbyBT-BookItalic
    /ChildBonaparteSH
    /Chiller-Regular
    /ChuckWarrenChiselSH
    /ChuckWarrenDesignSH
    /CityBlueprint
    /Clarendon-Bold
    /Clarendon-Book
    /ClarendonCondensedBold
    /ClarendonCondensed-Bold
    /ClarendonExtended-Bold
    /ClassicalGaramondBT-Bold
    /ClassicalGaramondBT-BoldItalic
    /ClassicalGaramondBT-Italic
    /ClassicalGaramondBT-Roman
    /ClaudeCaesarSH
    /CLI
    /Clocks
    /ClosetoMe
    /CluKennedySH
    /CMBX10
    /CMBX5
    /CMBX7
    /CMEX10
    /CMMI10
    /CMMI5
    /CMMI7
    /CMMIB10
    /CMR10
    /CMR5
    /CMR7
    /CMSL10
    /CMSY10
    /CMSY5
    /CMSY7
    /CMTI10
    /CMTT10
    /CoffeeCamusInitialsSH
    /ColetteColeridgeSH
    /ColonnaMT
    /ComicSansMS
    /ComicSansMS-Bold
    /CommercialPiBT-Regular
    /CommercialScriptBT-Regular
    /Complex
    /CooperBlack
    /CooperBT-BlackHeadline
    /CooperBT-BlackItalic
    /CooperBT-Bold
    /CooperBT-BoldItalic
    /CooperBT-Medium
    /CooperBT-MediumItalic
    /CooperPlanck2LightSH
    /CooperPlanck4SH
    /CooperPlanck6BoldSH
    /CopperplateGothicBT-Bold
    /CopperplateGothicBT-Roman
    /CopperplateGothicBT-RomanCond
    /CopticLS
    /Cornerstone
    /Coronet
    /CoronetItalic
    /Cotillion
    /CountryBlueprint
    /CourierNewPS-BoldItalicMT
    /CourierNewPS-BoldMT
    /CourierNewPS-ItalicMT
    /CourierNewPSMT
    /CSSubscript
    /CSSubscriptBold
    /CSSubscriptItalic
    /CSSuperscript
    /CSSuperscriptBold
    /Cuckoo
    /CurlzMT
    /CybilListzSH
    /CzarBold
    /CzarBoldItalic
    /CzarItalic
    /CzarNormal
    /DauphinPlain
    /DawnCastleBold
    /DawnCastlePlain
    /Dekker
    /DellaRobbiaBT-Bold
    /DellaRobbiaBT-Roman
    /Denmark
    /Desdemona
    /Diploma
    /DizzyDomingoSH
    /DizzyFeiningerSH
    /DocTermanBoldSH
    /DodgenburnA
    /DodoCasalsSH
    /DodoDiogenesSH
    /DomCasualBT-Regular
    /Durian-Republik
    /Dutch801BT-Bold
    /Dutch801BT-BoldItalic
    /Dutch801BT-ExtraBold
    /Dutch801BT-Italic
    /Dutch801BT-Roman
    /EBT's-cmbx10
    /EBT's-cmex10
    /EBT's-cmmi10
    /EBT's-cmmi5
    /EBT's-cmmi7
    /EBT's-cmr10
    /EBT's-cmr5
    /EBT's-cmr7
    /EBT's-cmsy10
    /EBT's-cmsy5
    /EBT's-cmsy7
    /EdithDaySH
    /Elephant-Italic
    /Elephant-Regular
    /EmGravesSH
    /EngelEinsteinSH
    /English111VivaceBT-Regular
    /English157BT-Regular
    /EngraversGothicBT-Regular
    /EngraversOldEnglishBT-Bold
    /EngraversOldEnglishBT-Regular
    /EngraversRomanBT-Bold
    /EngraversRomanBT-Regular
    /EnviroD
    /ErasITC-Bold
    /ErasITC-Demi
    /ErasITC-Light
    /ErasITC-Medium
    /ErasITC-Ultra
    /ErnestBlochSH
    /EstrangeloEdessa
    /Euclid
    /Euclid-Bold
    /Euclid-BoldItalic
    /EuclidExtra
    /EuclidExtra-Bold
    /EuclidFraktur
    /EuclidFraktur-Bold
    /Euclid-Italic
    /EuclidMathOne
    /EuclidMathOne-Bold
    /EuclidMathTwo
    /EuclidMathTwo-Bold
    /EuclidSymbol
    /EuclidSymbol-Bold
    /EuclidSymbol-BoldItalic
    /EuclidSymbol-Italic
    /EuroRoman
    /EuroRomanOblique
    /ExxPresleySH
    /FencesPlain
    /Fences-Regular
    /FifthAvenue
    /FigurineCrrCB
    /FigurineCrrCBBold
    /FigurineCrrCBBoldItalic
    /FigurineCrrCBItalic
    /FigurineTmsCB
    /FigurineTmsCBBold
    /FigurineTmsCBBoldItalic
    /FigurineTmsCBItalic
    /FillmoreRegular
    /Fitzgerald
    /Flareserif821BT-Roman
    /FleurFordSH
    /Fontdinerdotcom
    /FontdinerdotcomSparkly
    /FootlightMTLight
    /ForefrontBookObliqueSH
    /ForefrontBookSH
    /ForefrontDemiObliqueSH
    /ForefrontDemiSH
    /Fortress
    /FractionsAPlentySH
    /FrakturPlain
    /Franciscan
    /FranklinGothic-Medium
    /FranklinGothic-MediumItalic
    /FranklinUnic
    /FredFlahertySH
    /Freehand575BT-RegularB
    /Freehand591BT-RegularA
    /FreestyleScript-Regular
    /Frutiger-Roman
    /FTPMultinational
    /FTPMultinational-Bold
    /FujiyamaPSMT
    /FuturaBlackBT-Regular
    /FuturaBT-Bold
    /FuturaBT-BoldCondensed
    /FuturaBT-BoldItalic
    /FuturaBT-Book
    /FuturaBT-BookItalic
    /FuturaBT-ExtraBlack
    /FuturaBT-ExtraBlackCondensed
    /FuturaBT-ExtraBlackCondItalic
    /FuturaBT-ExtraBlackItalic
    /FuturaBT-Light
    /FuturaBT-LightItalic
    /FuturaBT-Medium
    /FuturaBT-MediumCondensed
    /FuturaBT-MediumItalic
    /GabbyGauguinSH
    /GalliardITCbyBT-Bold
    /GalliardITCbyBT-BoldItalic
    /GalliardITCbyBT-Italic
    /GalliardITCbyBT-Roman
    /Garamond
    /Garamond-Antiqua
    /Garamond-Bold
    /Garamond-Halbfett
    /Garamond-Italic
    /Garamond-Kursiv
    /Garamond-KursivHalbfett
    /Garcia
    /GarryMondrian3LightItalicSH
    /GarryMondrian3LightSH
    /GarryMondrian4BookItalicSH
    /GarryMondrian4BookSH
    /GarryMondrian5SBldItalicSH
    /GarryMondrian5SBldSH
    /GarryMondrian6BoldItalicSH
    /GarryMondrian6BoldSH
    /GarryMondrian7ExtraBoldSH
    /GarryMondrian8UltraSH
    /GarryMondrianCond3LightSH
    /GarryMondrianCond4BookSH
    /GarryMondrianCond5SBldSH
    /GarryMondrianCond6BoldSH
    /GarryMondrianCond7ExtraBoldSH
    /GarryMondrianCond8UltraSH
    /GarryMondrianExpt3LightSH
    /GarryMondrianExpt4BookSH
    /GarryMondrianExpt5SBldSH
    /GarryMondrianExpt6BoldSH
    /GarryMondrianSwashSH
    /Gaslight
    /GatineauPSMT
    /Gautami
    /GDT
    /Geometric231BT-BoldC
    /Geometric231BT-LightC
    /Geometric231BT-RomanC
    /GeometricSlab703BT-Bold
    /GeometricSlab703BT-BoldCond
    /GeometricSlab703BT-BoldItalic
    /GeometricSlab703BT-Light
    /GeometricSlab703BT-LightItalic
    /GeometricSlab703BT-Medium
    /GeometricSlab703BT-MediumCond
    /GeometricSlab703BT-MediumItalic
    /GeometricSlab703BT-XtraBold
    /GeorgeMelvilleSH
    /Georgia
    /Georgia-Bold
    /Georgia-BoldItalic
    /Georgia-Italic
    /Gigi-Regular
    /GillSansBC
    /GillSans-Bold
    /GillSans-BoldItalic
    /GillSansCondensed-Bold
    /GillSansCondensed-Regular
    /GillSansExtraBold-Regular
    /GillSans-Italic
    /GillSansLight-Italic
    /GillSansLight-Regular
    /GillSans-Regular
    /GoldMinePlain
    /Gonzo
    /GothicE
    /GothicG
    /GothicI
    /GoudyHandtooledBT-Regular
    /GoudyOldStyle-Bold
    /GoudyOldStyle-BoldItalic
    /GoudyOldStyleBT-Bold
    /GoudyOldStyleBT-BoldItalic
    /GoudyOldStyleBT-Italic
    /GoudyOldStyleBT-Roman
    /GoudyOldStyleExtrabold-Regular
    /GoudyOldStyle-Italic
    /GoudyOldStyle-Regular
    /GoudySansITCbyBT-Bold
    /GoudySansITCbyBT-BoldItalic
    /GoudySansITCbyBT-Medium
    /GoudySansITCbyBT-MediumItalic
    /GraceAdonisSH
    /Graeca
    /Graeca-Bold
    /Graeca-BoldItalic
    /Graeca-Italic
    /Graphos-Bold
    /Graphos-BoldItalic
    /Graphos-Italic
    /Graphos-Regular
    /GreekC
    /GreekS
    /GreekSans
    /GreekSans-Bold
    /GreekSans-BoldOblique
    /GreekSans-Oblique
    /Griffin
    /GrungeUpdate
    /Haettenschweiler
    /HankKhrushchevSH
    /HarlowSolid
    /HarpoonPlain
    /Harrington
    /HeatherRegular
    /Hebraica
    /HeleneHissBlackSH
    /Helvetica
    /Helvetica-Bold
    /Helvetica-BoldOblique
    /Helvetica-Narrow
    /Helvetica-Narrow-Bold
    /Helvetica-Narrow-BoldOblique
    /Helvetica-Narrow-Oblique
    /Helvetica-Oblique
    /HenryPatrickSH
    /Herald
    /HighTowerText-Italic
    /HighTowerText-Reg
    /HogBold-HMK
    /HogBook-HMK
    /HomePlanning
    /HomePlanning2
    /HomewardBoundPSMT
    /Humanist521BT-Bold
    /Humanist521BT-BoldCondensed
    /Humanist521BT-BoldItalic
    /Humanist521BT-Italic
    /Humanist521BT-Light
    /Humanist521BT-LightItalic
    /Humanist521BT-Roman
    /Humanist521BT-RomanCondensed
    /IBMPCDOS
    /IceAgeD
    /Impact
    /Incised901BT-Bold
    /Incised901BT-Light
    /Incised901BT-Roman
    /Industrial736BT-Italic
    /Informal011BT-Roman
    /InformalRoman-Regular
    /Intrepid
    /IntrepidBold
    /IntrepidOblique
    /Invitation
    /IPAExtras
    /IPAExtras-Bold
    /IPAHighLow
    /IPAHighLow-Bold
    /IPAKiel
    /IPAKiel-Bold
    /IPAKielSeven
    /IPAKielSeven-Bold
    /IPAsans
    /ISOCP
    /ISOCP2
    /ISOCP3
    /ISOCT
    /ISOCT2
    /ISOCT3
    /Italic
    /ItalicC
    /ItalicT
    /JesterRegular
    /Jokerman-Regular
    /JotMedium-HMK
    /JuiceITC-Regular
    /JupiterPSMT
    /KabelITCbyBT-Book
    /KabelITCbyBT-Ultra
    /KarlaJohnson5CursiveSH
    /KarlaJohnson5RegularSH
    /KarlaJohnson6BoldCursiveSH
    /KarlaJohnson6BoldSH
    /KarlaJohnson7ExtraBoldCursiveSH
    /KarlaJohnson7ExtraBoldSH
    /KarlKhayyamSH
    /Karnack
    /Kartika
    /Kashmir
    /KaufmannBT-Bold
    /KaufmannBT-Regular
    /KeplerStd-Black
    /KeplerStd-BlackIt
    /KeplerStd-Bold
    /KeplerStd-BoldIt
    /KeplerStd-Italic
    /KeplerStd-Light
    /KeplerStd-LightIt
    /KeplerStd-Medium
    /KeplerStd-MediumIt
    /KeplerStd-Regular
    /KeplerStd-Semibold
    /KeplerStd-SemiboldIt
    /KeystrokeNormal
    /Kidnap
    /KidsPlain
    /Kindergarten
    /KinoMT
    /KissMeKissMeKissMe
    /KoalaPSMT
    /KorinnaITCbyBT-Bold
    /KorinnaITCbyBT-KursivBold
    /KorinnaITCbyBT-KursivRegular
    /KorinnaITCbyBT-Regular
    /KristenITC-Regular
    /Kristin
    /KunstlerScript
    /KyotoSong
    /LainieDaySH
    /LandscapePlanning
    /Lapidary333BT-Bold
    /Lapidary333BT-BoldItalic
    /Lapidary333BT-Italic
    /Lapidary333BT-Roman
    /Latha
    /LatinoPal3LightItalicSH
    /LatinoPal3LightSH
    /LatinoPal4ItalicSH
    /LatinoPal4RomanSH
    /LatinoPal5DemiItalicSH
    /LatinoPal5DemiSH
    /LatinoPal6BoldItalicSH
    /LatinoPal6BoldSH
    /LatinoPal7ExtraBoldSH
    /LatinoPal8BlackSH
    /LatinoPalCond4RomanSH
    /LatinoPalCond5DemiSH
    /LatinoPalCond6BoldSH
    /LatinoPalExptRomanSH
    /LatinoPalSwashSH
    /LatinWidD
    /LatinWide
    /LeeToscanini3LightSH
    /LeeToscanini5RegularSH
    /LeeToscanini7BoldSH
    /LeeToscanini9BlackSH
    /LeeToscaniniInlineSH
    /LetterGothic12PitchBT-Bold
    /LetterGothic12PitchBT-BoldItal
    /LetterGothic12PitchBT-Italic
    /LetterGothic12PitchBT-Roman
    /LetterGothic-Bold
    /LetterGothic-BoldItalic
    /LetterGothic-Italic
    /LetterGothicMT
    /LetterGothicMT-Bold
    /LetterGothicMT-BoldOblique
    /LetterGothicMT-Oblique
    /LetterGothic-Regular
    /LibrarianRegular
    /LinusPSMT
    /Lithograph-Bold
    /LithographLight
    /LongIsland
    /LubalinGraphMdITCTT
    /LucidaBright
    /LucidaBright-Demi
    /LucidaBright-DemiItalic
    /LucidaBright-Italic
    /LucidaCalligraphy-Italic
    /LucidaConsole
    /LucidaFax
    /LucidaFax-Demi
    /LucidaFax-DemiItalic
    /LucidaFax-Italic
    /LucidaHandwriting-Italic
    /LucidaSans
    /LucidaSans-Demi
    /LucidaSans-DemiItalic
    /LucidaSans-Italic
    /LucidaSans-Typewriter
    /LucidaSans-TypewriterBold
    /LucidaSansUnicode
    /LydianCursiveBT-Regular
    /Magneto-Bold
    /Mangal-Regular
    /Map-Symbols
    /MarcusHobbesSH
    /Mariah
    /Marigold
    /MaritaMedium-HMK
    /MaritaScript-HMK
    /Market
    /MartinMaxxieSH
    /MathTypeMed
    /MatisseITC-Regular
    /MaturaMTScriptCapitals
    /MaudeMeadSH
    /MemorandumPSMT
    /Metro
    /Metrostyle-Bold
    /MetrostyleExtended-Bold
    /MetrostyleExtended-Regular
    /Metrostyle-Regular
    /MicrogrammaD-BoldExte
    /MicrosoftSansSerif
    /MikePicassoSH
    /MiniPicsLilEdibles
    /MiniPicsLilFolks
    /MiniPicsLilStuff
    /MischstabPopanz
    /MisterEarlBT-Regular
    /Mistral
    /ModerneDemi
    /ModerneDemiOblique
    /ModerneOblique
    /ModerneRegular
    /Modern-Regular
    /MonaLisaRecutITC-Normal
    /Monospace821BT-Bold
    /Monospace821BT-BoldItalic
    /Monospace821BT-Italic
    /Monospace821BT-Roman
    /Monotxt
    /MonotypeCorsiva
    /MonotypeSorts
    /MorrisonMedium
    /MorseCode
    /MotorPSMT
    /MSAM10
    /MSLineDrawPSMT
    /MS-Mincho
    /MSOutlook
    /MSReference1
    /MSReference2
    /MTEX
    /MTEXB
    /MTEXH
    /MT-Extra
    /MTGU
    /MTGUB
    /MTLS
    /MTLSB
    /MTMI
    /MTMIB
    /MTMIH
    /MTMS
    /MTMSB
    /MTMUB
    /MTMUH
    /MTSY
    /MTSYB
    /MTSYH
    /MT-Symbol
    /MTSYN
    /Music
    /MVBoli
    /MysticalPSMT
    /NagHammadiLS
    /NealCurieRuledSH
    /NealCurieSH
    /NebraskaPSMT
    /Neuropol-Medium
    /NevisonCasD
    /NewMilleniumSchlbkBoldItalicSH
    /NewMilleniumSchlbkBoldSH
    /NewMilleniumSchlbkExptSH
    /NewMilleniumSchlbkItalicSH
    /NewMilleniumSchlbkRomanSH
    /News702BT-Bold
    /News702BT-Italic
    /News702BT-Roman
    /Newton
    /NewZuricaBold
    /NewZuricaItalic
    /NewZuricaRegular
    /NiagaraEngraved-Reg
    /NiagaraSolid-Reg
    /NigelSadeSH
    /Nirvana
    /NuptialBT-Regular
    /OCRAbyBT-Regular
    /OfficePlanning
    /OldCentury
    /OldEnglishTextMT
    /Onyx
    /OnyxBT-Regular
    /OpenSymbol
    /OttawaPSMT
    /OttoMasonSH
    /OzHandicraftBT-Roman
    /OzzieBlack-Italic
    /OzzieBlack-Regular
    /PalatiaBold
    /PalatiaItalic
    /PalatiaRegular
    /PalatinoLinotype-Bold
    /PalatinoLinotype-BoldItalic
    /PalatinoLinotype-Italic
    /PalatinoLinotype-Roman
    /PalmSpringsPSMT
    /Pamela
    /PanRoman
    /ParadisePSMT
    /ParagonPSMT
    /ParamountBold
    /ParamountItalic
    /ParamountRegular
    /Parchment-Regular
    /ParisianBT-Regular
    /ParkAvenueBT-Regular
    /Patrick
    /Patriot
    /PaulPutnamSH
    /PcEncodingLowerSH
    /PcEncodingSH
    /Pegasus
    /PenguinLightPSMT
    /PennSilvaSH
    /Percival
    /PerfectRegular
    /Pfn2BlackItalic
    /Phantom
    /PhilSimmonsSH
    /Pickwick
    /PipelinePlain
    /Playbill
    /PoorRichard-Regular
    /Poster
    /PosterBodoniBT-Italic
    /PosterBodoniBT-Roman
    /Pristina-Regular
    /Proxy1
    /Proxy2
    /Proxy3
    /Proxy4
    /Proxy5
    /Proxy6
    /Proxy7
    /Proxy8
    /Proxy9
    /Prx1
    /Prx2
    /Prx3
    /Prx4
    /Prx5
    /Prx6
    /Prx7
    /Prx8
    /Prx9
    /Pythagoras
    /Raavi
    /Ranegund
    /Ravie
    /Ribbon131BT-Bold
    /RMTMI
    /RMTMIB
    /RMTMIH
    /RMTMUB
    /RMTMUH
    /RobWebsterExtraBoldSH
    /Rockwell
    /Rockwell-Bold
    /Rockwell-ExtraBold
    /Rockwell-Italic
    /RomanC
    /RomanD
    /RomanS
    /RomanT
    /Romantic
    /RomanticBold
    /RomanticItalic
    /Sahara
    /SalTintorettoSH
    /SamBarberInitialsSH
    /SamPlimsollSH
    /SansSerif
    /SansSerifBold
    /SansSerifBoldOblique
    /SansSerifOblique
    /Sceptre
    /ScribbleRegular
    /ScriptC
    /ScriptHebrew
    /ScriptS
    /Semaphore
    /SerifaBT-Black
    /SerifaBT-Bold
    /SerifaBT-Italic
    /SerifaBT-Roman
    /SerifaBT-Thin
    /Sfn2Bold
    /Sfn3Italic
    /ShelleyAllegroBT-Regular
    /ShelleyVolanteBT-Regular
    /ShellyMarisSH
    /SherwoodRegular
    /ShlomoAleichemSH
    /ShotgunBT-Regular
    /ShowcardGothic-Reg
    /Shruti
    /SignatureRegular
    /Signboard
    /SignetRoundhandATT-Italic
    /SignetRoundhand-Italic
    /SignLanguage
    /Signs
    /Simplex
    /SissyRomeoSH
    /SlimStravinskySH
    /SnapITC-Regular
    /SnellBT-Bold
    /Socket
    /Sonate
    /SouvenirITCbyBT-Demi
    /SouvenirITCbyBT-DemiItalic
    /SouvenirITCbyBT-Light
    /SouvenirITCbyBT-LightItalic
    /SpruceByingtonSH
    /SPSFont1Medium
    /SPSFont2Medium
    /SPSFont3Medium
    /SpsFont4Medium
    /SPSFont4Medium
    /SPSFont5Normal
    /SPSScript
    /SRegular
    /Staccato222BT-Regular
    /StageCoachRegular
    /StandoutRegular
    /StarTrekNextBT-ExtraBold
    /StarTrekNextPiBT-Regular
    /SteamerRegular
    /Stencil
    /StencilBT-Regular
    /Stewardson
    /Stonehenge
    /StopD
    /Storybook
    /Strict
    /Strider-Regular
    /StuyvesantBT-Regular
    /StylusBT
    /StylusRegular
    /SubwayRegular
    /SueVermeer4LightItalicSH
    /SueVermeer4LightSH
    /SueVermeer5MedItalicSH
    /SueVermeer5MediumSH
    /SueVermeer6DemiItalicSH
    /SueVermeer6DemiSH
    /SueVermeer7BoldItalicSH
    /SueVermeer7BoldSH
    /SunYatsenSH
    /SuperFrench
    /SuzanneQuillSH
    /Swiss721-BlackObliqueSWA
    /Swiss721-BlackSWA
    /Swiss721BT-Black
    /Swiss721BT-BlackCondensed
    /Swiss721BT-BlackCondensedItalic
    /Swiss721BT-BlackExtended
    /Swiss721BT-BlackItalic
    /Swiss721BT-BlackOutline
    /Swiss721BT-Bold
    /Swiss721BT-BoldCondensed
    /Swiss721BT-BoldCondensedItalic
    /Swiss721BT-BoldCondensedOutline
    /Swiss721BT-BoldExtended
    /Swiss721BT-BoldItalic
    /Swiss721BT-BoldOutline
    /Swiss721BT-Italic
    /Swiss721BT-ItalicCondensed
    /Swiss721BT-Light
    /Swiss721BT-LightCondensed
    /Swiss721BT-LightCondensedItalic
    /Swiss721BT-LightExtended
    /Swiss721BT-LightItalic
    /Swiss721BT-Roman
    /Swiss721BT-RomanCondensed
    /Swiss721BT-RomanExtended
    /Swiss721BT-Thin
    /Swiss721-LightObliqueSWA
    /Swiss721-LightSWA
    /Swiss911BT-ExtraCompressed
    /Swiss921BT-RegularA
    /Syastro
    /Sylfaen
    /Symap
    /Symath
    /SymbolGreek
    /SymbolGreek-Bold
    /SymbolGreek-BoldItalic
    /SymbolGreek-Italic
    /SymbolGreekP
    /SymbolGreekP-Bold
    /SymbolGreekP-BoldItalic
    /SymbolGreekP-Italic
    /SymbolGreekPMono
    /SymbolMT
    /SymbolProportionalBT-Regular
    /SymbolsAPlentySH
    /Symeteo
    /Symusic
    /Tahoma
    /Tahoma-Bold
    /TahomaItalic
    /TamFlanahanSH
    /Technic
    /TechnicalItalic
    /TechnicalPlain
    /TechnicBold
    /TechnicLite
    /Tekton-Bold
    /Teletype
    /TempsExptBoldSH
    /TempsExptItalicSH
    /TempsExptRomanSH
    /TempsSwashSH
    /TempusSansITC
    /TessHoustonSH
    /TexCatlinObliqueSH
    /TexCatlinSH
    /Thrust
    /Times-Bold
    /Times-BoldItalic
    /Times-BoldOblique
    /Times-ExtraBold
    /Times-Italic
    /TimesNewRomanMT-ExtraBold
    /TimesNewRomanPS-BoldItalicMT
    /TimesNewRomanPS-BoldMT
    /TimesNewRomanPS-ItalicMT
    /TimesNewRomanPSMT
    /Times-Oblique
    /Times-Roman
    /Times-Semibold
    /Times-SemiboldItalic
    /TimesUnic-Bold
    /TimesUnic-BoldItalic
    /TimesUnic-Italic
    /TimesUnic-Regular
    /TonyWhiteSH
    /TransCyrillic
    /TransCyrillic-Bold
    /TransCyrillic-BoldItalic
    /TransCyrillic-Italic
    /Transistor
    /Transitional521BT-BoldA
    /Transitional521BT-CursiveA
    /Transitional521BT-RomanA
    /TranslitLS
    /TranslitLS-Bold
    /TranslitLS-BoldItalic
    /TranslitLS-Italic
    /TransRoman
    /TransRoman-Bold
    /TransRoman-BoldItalic
    /TransRoman-Italic
    /TransSlavic
    /TransSlavic-Bold
    /TransSlavic-BoldItalic
    /TransSlavic-Italic
    /Trebuchet-BoldItalic
    /TrebuchetMS
    /TrebuchetMS-Bold
    /TrebuchetMS-Italic
    /TribuneBold
    /TribuneItalic
    /TribuneRegular
    /Tristan
    /TrotsLight-HMK
    /TrotsMedium-HMK
    /TubularRegular
    /Tunga-Regular
    /Txt
    /TypoUprightBT-Regular
    /UmbraBT-Regular
    /UmbrellaPSMT
    /UncialLS
    /Unicorn
    /UnicornPSMT
    /Univers
    /UniversalMath1BT-Regular
    /Univers-Bold
    /Univers-BoldItalic
    /UniversCondensed
    /UniversCondensed-Bold
    /UniversCondensed-BoldItalic
    /UniversCondensed-Italic
    /UniversCondensed-Medium
    /UniversCondensed-MediumItalic
    /Univers-CondensedOblique
    /UniversExtended-Bold
    /UniversExtended-BoldItalic
    /UniversExtended-Medium
    /UniversExtended-MediumItalic
    /Univers-Italic
    /UniversityRomanBT-Regular
    /UniversLightCondensed-Italic
    /UniversLightCondensed-Regular
    /Univers-Medium
    /Univers-MediumItalic
    /URWWoodTypD
    /USABlackPSMT
    /USALightPSMT
    /Vagabond
    /Venetian301BT-Demi
    /Venetian301BT-DemiItalic
    /Venetian301BT-Italic
    /Venetian301BT-Roman
    /Verdana
    /Verdana-Bold
    /Verdana-BoldItalic
    /Verdana-Italic
    /VinerHandITC
    /VinetaBT-Regular
    /Vivaldii
    /VladimirScript
    /VoguePSMT
    /Vrinda
    /WaldoIconsNormalA
    /WaltHarringtonSH
    /Webdings
    /Weiland
    /WesHollidaySH
    /Wingdings-Regular
    /WP-HebrewDavid
    /XavierPlatoSH
    /YuriKaySH
    /ZapfChanceryITCbyBT-Bold
    /ZapfChanceryITCbyBT-Medium
    /ZapfDingbatsITCbyBT-Regular
    /ZapfElliptical711BT-Bold
    /ZapfElliptical711BT-BoldItalic
    /ZapfElliptical711BT-Italic
    /ZapfElliptical711BT-Roman
    /ZapfHumanist601BT-Bold
    /ZapfHumanist601BT-BoldItalic
    /ZapfHumanist601BT-Italic
    /ZapfHumanist601BT-Roman
    /ZappedChancellorMedItalicSH
    /ZurichBT-BlackExtended
    /ZurichBT-Bold
    /ZurichBT-BoldCondensed
    /ZurichBT-BoldCondensedItalic
    /ZurichBT-BoldItalic
    /ZurichBT-ExtraCondensed
    /ZurichBT-Italic
    /ZurichBT-ItalicCondensed
    /ZurichBT-Light
    /ZurichBT-LightCondensed
    /ZurichBT-Roman
    /ZurichBT-RomanCondensed
    /ZurichBT-RomanExtended
    /ZurichBT-UltraBlackExtended
    /ZWAdobeF
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages false
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org?)
  /PDFXTrapped /False

  /SyntheticBoldness 1.000000
  /Description <<
    /DEU <>
    /ENU <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [2834.646 2834.646]
>> setpagedevice


