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Composition fluctuation and domain spacing
of low molar weight PEO—PPO-PEQ triblock
copolymers in the melt, during crystallization

and in the solid state

Abstract We have studied a series of
PEO-PPO-PEO triblock copolymers
(Pluronics) in their melt and solid state
mainly using static and time-resolved
small-angle X-ray scattering (SAXS).
In the melt state, composition fluc-
tuations were observed. Their tem-
perature variation was in accordance
with mean-field theory. A crossover
from the mean-field regime to the
fluctuation regime was observed for
samples with high molar mass. To
check the overall conformation of
molecules in the disordered state,
composition fluctuations during crys-
tallization were investigated by time-
resolved SAXS. Detailed analysis on
the time dependent intensity and peak
position indicate that molecules re-
maining in the disordered state adopt a
stretched overall conformation. In the
solid state, crystallization of PEO
blocks induced phase separation, re-
sulting in an alternating crystalline/

Introduction

amorphous lamellar structure. Sam-
ples with short PEO block formed a
simple lamellar structure with ex-
tended-chain conformation. The
domain spacing increased with crys-
tallization temperature due to the
swelling of the amorphous domain by
uncrystallized molecules. Samples
with long PEO block formed a mixed
lamellar structure. Structures with
once-folded and extended PEO block
coexisted in a large temperature range
and their relative fraction changed
with crystallization temperature. This
mixed structure was reduced to a
simple lamellar structure with once-
folded crystalline structure at low
crystallization temperatures.
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Poly(ethylene oxide)—poly(propylene oxide)—poly(ethyl-
ene oxide) (EPE) triblock copolymers with low molecular
weight are very important commercial products known as
Pluronic and Synperonic copolymers. Because of their
amphiphilic properties, i.e., the hydrophilic PEO end and
hydrophobic PPO middle block, these polymers are widely
used in the detergent and pharmaceutical industries [1].
Stimulated by these numerous applications, the phase
behavior and micellization of Pluronics in water or in
organic solvent have been extensively studied and
reviewed [1-10]. However, the bulk properties of this

kind of triblock copolymers in the melt and solid states are
still not well-understood [11-17]. Block lengths and
purities of EP copolymers prepared by anionic polymer-
ization of propylene oxide are usually limited by a transfer
reaction, which results in low molecular weight copolymer
products. Thus, the phase-separated structure in PEO/PPO
copolymers has not been reported until recently by Hamley
et al. and Fairclough et al. [11, 12]. Using a strictly
sequential anionic polymerization technique, they prepared
several EP diblock copolymers with high molecular weight
and narrow distribution. The order—disorder transition of
these EP diblock copolymers was determined using small-
angle X-ray scattering (SAXS) [11]. The Flory-Huggins
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interaction parameter, Yy, of this system was also deter-
mined. Furthermore, a triblock copolymer EPE with
perdeuterated PPO block was studied using small-angle
neutron scattering, and the temperature dependence of the
Flory—Huggins parameter was determined as y = 20.2/
T + 0.0221 [12]. Based on these measurements and the
analysis of mean-field and fluctuation theories of block
copolymers, they predicted that the Pluronic copolymers
will not exhibit microphase separation even if they were
pure samples [12].

Understanding of the phase behavior of block copoly-
mers in the liquid state has been a very active field in
polymer science during the last several decades [1, 18-27].
The phase behavior of block copolymers in their melt state
is determined by three factors: the overall degree of
polymerization, N; their composition, given in the simple
case as the volume fraction f of one of the blocks; and the
segmental interaction as described by the Flory—Huggins
interaction parameter y [1]. The first two for a given
copolymer are fixed, while y is temperature-dependent.
One often finds a relation Y = AT~! + B, where 4 is a
positive constant. Theoretically, for a block copolymer in
its disordered state, the structure factor at temperature 7 has
been calculated by Leibler based on a Landau-type mean-
field theory [18].

S(g)~" = [F(q) — 2xN]/N (1)

where the form function F(g) is expressed in terms of
Debye functions. The wave vector ¢ is defined by ¢ =
(4m/N)sin (6/2) , where X and 6 are the wavelength and
scattering angle. S(g) exhibits a maximum, which
decreases with increasing temperature due to the temper-
ature dependence of x. It is located at a scattering vector
g*, which is determined by the size of the blocks of the
copolymer. The experimentally observed intensity at a
given scattering vector ¢ is directly proportional to the
structure factor (Eq. 2). The contrast factor K involves
instrumental parameters and the scattering contrast be-
tween both blocks of the copolymer. As a consequence of
the temperature dependence of y, the reciprocal intensity

I-)  (g*) varies linearly with 7~ ' (Eq. 3).

1(q) =K -S(q) )
I (g#) o S (q#) ox 7 — G)
max Ts T

By extrapolating /., to infinity, the critical temperature,
T,, predicted by mean-field theory may be obtained.
However, experimental results in general do not support
this prediction. In many reported works, the intensity data
were clearly found to deviate from the linear relationship

Eq. 3 when approaching the disorder to order transition
temperature [19, 20]. Fredrickson and Helfand modified
Leibler’s theory by considering fluctuations of the order
parameter and redefined the structure factor by using a
renormalized interaction parameter x""°"™ [21]. In this
way, the disordered state of block copolymers was divided
into two regimes: mean-field regime and fluctuation
regime. For the present block copolymers, the Flory—
Huggins parameter y shows weak temperature variation. It
is therefore difficult to discriminate both regimes in the
experimentally accessible temperature range.

Another interesting observation is the fact that the solid
state of a semicrystalline block copolymer may possess an
equilibrium lamellar structure, resulting from the balance
of extended-chain conformation favored by the crystalline
block and the random coil conformation favored by the
amorphous block [28]. This is quite different from the case
of a semicrystalline homopolymer, in which the crystal
thickness and chain-folded lamellar structure are metasta-
ble and kinetically controlled. Booth and coworkers [13—
17] studied the solid state structure of low molecular
weight EP, EPE, and PEP block copolymers, using SAXS
and low-frequency Raman spectroscopy. It was shown that
the PPO blocks in the PEP system reduced the melting
point and increased the interface energy much stronger than
in EP or EPE systems. While the chain-folded structures
are more easily formed in PEP than in EP or EPE systems,
the folding structure in EPE (Pluronics) systems is still in
debate [8].

In this work, we consider the composition fluctuation
and domain spacing of a series of commercially produced
EPE block copolymers in the melt and in solid state. We
mainly use SAXS to study the variation of structure with
temperature and with time following temperature jumps.
We show that mean-field behavior dominates in all samples
in almost the whole temperature range in their melt state. A
clear deviation from mean-field behavior was observed
only on the relatively high M,, samples when approaching
the crystallization of PEO block. In the solid state, the
domain spacing increases with crystallization temperature.
Depending on the length of PEO block and the crystalli-
zation temperatures, both chain-extended and once-folded
structures are observed.

Experimental section
Materials

EPE triblock copolymers (Pluronics) were kindly supplied
by BASF. To remove low molecular weight fractions, the
copolymers were precipitated from dilute solution in
benzene by addition of isooctane [14]. The precipitates
were freeze-dried from benzene and then dried further in a
vacuum oven at room temperature for 1 day. The basic
parameters of the samples are listed in Table 1.
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Table 1 Molecular characteristics of samples used in this work

Sample Total molar mass Molar mass PEO block PEO block f (wt%) T, (°C)* Tm(°C)? AHgs (J/g)
PE6400/E3P30E 3 2,920 580 40 -30.4 20.3 10.0
PE6800/EgoP30Eso 8,750 3,000 80 18.3/22 51.0 114.6
PE9400/E,P47E,; 4,600 920 40 1.45 36.42 66.6
PE10300/E7Ps¢E1; 4,750 750 30 -19.96 28.14 36.1
PE10400/E,5P5¢E5s 5,420 1,080 40 7.90 38.24 55.2
PE10500/E;7P56E3- 6,500 1,620 50 18.01 46.03 87.4

Crystallization (T;) and melting (7},,) were obtained from standard DSC measurements, i.e., cooling and second heating scan with scanning

rate of 10°C/min

Small-angle X-ray scattering

Two-dimensional SAXS was carried out with a Molecular
Metrology System. The X-ray source is a sealed X-ray tube
with copper anode. The wavelength of Cu K, is A = 1.54
A. The X-ray beam is filtered by a Ni film of 10-pum
thickness and collimated by three pinholes. A 3.5-mm
beam stop with an embedded photodiode is used for direct
beam monitoring and sample transmission measurements.
The scattered intensity is registered with an Ar-based
multiwire 2-D detector (diameter of 200 mm), which is
located 1.5 m from the sample. Thus, the accessible g-
range is from 0.008 to 0.26 A™'. The intensity and photon
efficiency of the detector were calibrated by the scattering
of water. The angular scale was calibrated by the scattering
peaks of silver behenate [29].

Samples in solid state or liquids with high viscosity were
kept in a steel sample cell with mica windows. This cell
was mounted in a holder with temperature controlled
+0.1°C in the range of —10 to 90°C by a Thermostat
(HAAKE Phoenix II P1, Germany) with the coolant of
glycerol and water. For each measurement in melt state, the
samples were held at the preset temperature for 1,800 s.
The measurement then takes another 3,600 s. In solid state,
the samples were first isothermally crystallized in the
sample holder for 1,800 s up to several hours (to be sure of
complete crystallization). Then the measurement was taken
at the crystallization temperature for 3,600 s. Background
measurements were done with the empty sample holder at
different temperatures, and no temperature dependence was
observed. The total intensity and transmission of sample
holder with or without sample was recorded for data
treatment.

Data treatment The 2-D scattering pattern was calibrated
by centering and was transformed to angular coordinates.
Then it was converted to a 1-D scattering profile by
azimuthal averaging of pattern. The intensity is presented
in units of counts per pixel per second.

Background subtraction The raw data of sample and the
background were divided by their experimental transmis-
sions. The final intensity of sample was obtained by

subtracting the contribution of the background. Back-
ground from ambient radiation was ignored in all
measurements due to its very weak contribution.

Time-resolved SAXS measurements

To study the effect of crystallization on the composition
fluctuation in melt state, time-resolved measurements were
carried out at temperatures in which crystal growth rate is
low. Samples were first melted on a hot stage at 60°C for
several minutes and then transferred to the sample holder,
which was kept at the preset temperature 7. The temper-
ature jump to the preset 7, needs less than 240 s, and the
measurements started 300 s later. Each measurement takes
200 s and the time interval between measurements is 5 s.
Measurements for a given temperature were extended up to
7,200 s.

Results and discussion
Composition fluctuation in the liquid state

Figure 1 shows the SAXS profiles of a series of Pluronics
during cooling. For the sake of clarity of presentation, only
every tenth data point is shown. For samples with low PEO
fraction (PE10300) or low molecular weight (PE6400,
results not shown here), no concentration fluctuation could
be observed (Fig. 1a). At high temperature or low value of
the interaction parameter YN, the scattering intensity
caused by concentration fluctuations is expected to be
low. This is the case for the data shown in Fig. la.
However, PE9400 (see Fig. 1b) shows a weak but
detectable maximum, while PE10400 or PE10500
(Fig. 1c,d) display clear and strong scattering peaks.
Upon cooling, the intensity increases with decreasing
temperature. When the PEO blocks start to crystallize, the
scattering intensity in the low g-range increases dramati-
cally. For example, PE10400 at 30°C (Fig. 1¢) presents a
well-ordered crystalline lamellar structure with maxima at
¢=0.024 and 0.047 A™', corresponding to the first and
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second order of Bragg’s peaks. At the same time, we see
that the peak of composition fluctuation is still there.

In view of the complexity of the scattering profile we
analyze our data further using an approximate expression
in place of Eq. 1. Expanding F(g) around g* to second
order [22, 23] one arrives at an Ornstein—Zernicke type
formula for the intensity caused by concentration fluctua-
tions I ¢

w

2

(

)2: é)z o¢ (1/Rg)* (s — %)/ Xs

o 06 = X)/x; < /Ty = 1/T

(6))

where w is the full width at half maximum of the
intensity. This parameter is related to the inverse thermal
correlation length (&) for composition fluctuations in the

Ly =)o+ 24 w (4) disordered state (Eq. 5). R, is the radius of gyration of the
T w? +4(q — q*)° block copolymer. With lowering temperature, £ is expected
to increase such that w? varies linearly with 77'. The
parameter y, in Eq. 4 takes background scattering into
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account, and ¢* is the wave vector corresponding to the
maximum intensity. Within mean-field theory, ¢* should
not vary with 7. By fitting the SAXS profiles in Fig. 1, we
thus obtain the values of the maximum intensity, /., the
peak position, ¢*, and the full width at half maximum
intensity, w. The corresponding period Dy, was calculated
as Dy = 27r/ g*x . The temperature dependence of these
parameters is displayed in Fig. 2.

Figure 2 shows Dy, w”, and I-|  plotted as a function of
T~" for three samples. The values of w” and I..|  decrease
with 77!, while Dy increases with 7. In all cases no
discontinuous change could be observed. This is in
accordance with observations made on block copolymers
in their disordered state. It shows that the Pluronic
copolymers do not exhibit microphase separation above
their crystallization temperature as predicted previously
[12]. However, we do see a clear deviation from the linear
relationship at low temperature for the plots of Dy, and I}
of sample PE10400 and PE10500. The increase of the
period Dy is clearly seen in Fig. 2b. It indicates a stretching
of the polymer coil as a consequence of concentration
fluctuations. In the same temperature range, the inverse
intensity 7.}  starts to deviate from its linear dependence.
There exists a crossover from mean-field regime to
fluctuation regime. From the plot of Dy and Il , the
crossover occurs between 40 and 45°C. On the other hand,
the D¢ values of PE9400 remain constant in the whole
temperature range. This polymer obviously is in the mean-
field regime.

From the variation of peak width and intensity with
temperature, we can derive a measure for the distance of
the system from the disorder to order transition. Both
quantities, w” and 77! decrease with 7', and I~ 7"
display a linear relation at high temperature. Extrapolating
In’ulx to zero we can obtain the spinodal phase separation
temperature (7;). The values found are 26.7, 18.7, and
4.0°C for PE10500, PE10400, and PE9400, respectively.
However, the spinodal phase separation temperatures are
not the true disorder to order phase transition temperature.
With increasing concentration fluctuations, the system
stabilizes its disordered state; thercfore, the transition
temperature is below 7. For the polymers under study, we
can conclude that there are no ordered phases in the melt
state.

Time-resolved composition fluctuation
during isothermal crystallization

Composition fluctuation is a typical feature of a block
copolymer molecule in its disordered state. It reflects
the overall conformation and size (radius of gyration)
of the molecules, as well as the segmental interaction.
The crystallization process, on the other hand, involves
a conformation transition of molecules from a random

a
3 = PE10500 i
lx o PE10400
T4 A PE9400
A
Lo
‘.'O 2r ! %\‘L‘x T
A S Y
R R S N
_\\% —‘é‘_-é‘— % % 1>~
02.8 29 30 31 3.2 3'3 3 4
1000/T
b
95 -
90 % |
R %*i {'%% _
85 | % (} ______ % - |
g 80-— |
e
75| I -
' A AL A A Ao At ]
65 J : , . . .
2.8 2.9 3.0 3.1 3.2 3.3 3.4
1000/T
C
—_
6-‘ m PE10500 | A
l 0 PE10400
5| A PE9400 )
Z\g 4-J I 1
‘l‘o -
Tosf ]
=Ll % l 11 1 ]
§ 1 11 é 1 é i
A A
ot el i
% 29 a0 31 sz 33 a4
1000/T

Fig. 2 Plots of II;;X, w? and Dy vs T™'. The data were obtained by

fitting the SAXS profiles (Fig. 1) in the ¢ range around the peak by
Eq. 4

coil to a fully stretched conformation in the crystalline
state. For the block copolymer molecules used in this
work, the PEO blocks can crystallize, while the PPO
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blocks are in their amorphous state. During the crys-
tallization of the PEO blocks, not only do the PEO
blocks change their conformation from random coil to
stretched conformation, but also the PPO blocks due to
the balance of the extended chain conformation
favored by PEO block and the random coil conforma-
tion favored by PPO block. There is a long-standing
problem in polymer crystallization, i.e., the existence
of an intermediate state between disordered melt state
and the final crystalline state [30]. In this study, by
monitoring the composition fluctuation of disordered
state, we may be able to shed light on this problem. In
the following section, we study composition fluctua-
tions during isothermal crystallization by using time-
resolved SAXS.

Figure 3a shows an example of SAXS results of
PE10500 during isothermal crystallization at 34°C. Each
measurement takes 200 s and the interval time between
each measurement is 5 s. Only every second profile is
plotted in Fig. 3a for the sake of clarity. It is obvious that
the scattering maximum due to concentration fluctuation
appears in the inductive time of crystallization. It exists
during the whole crystallization process, but it changes its
shape and intensity step by step. The apparent /.,
increases constantly with time. To extract /., from the
data, the contribution of scattering from the developing
crystalline structure was taken into account by fitting the
data with a combination of a linear background and a
Lorentzian function (Eq. 6). In Fig. 3b, we present the
result of this analysis as the time dependence of /., and
g*. The apparent /., read directly from the SAXS profiles
is also presented in Fig. 3b.

24 w

w4l ge)’ ©

I(q) =a—bg+

The apparent intensity increases constantly with time.
After subtracting the contribution from crystallization, the
I hax Temains constant until the early time of crystallization
then it increases with time. The center of the peak ¢*
decreases with time without delay. These results indicate
that the onset of crystallization of the PEO block enhances
composition fluctuations of the remaining disordered state.
Similar results were observed at different crystallization
temperature (30-36°C not shown).

In further analysis on the solid state of this sample, we
found that the scattering intensity attributed to concentra-
tion fluctuations may be influenced by a further contribu-
tion from the crystalline structure. Figure 4a shows a
Lorentz-corrected SAXS profile of PE10500 crystallized at
34°C. From low to high ¢ values, the first (¢ = 0.064 A™")
and the third peak (¢ = 0.046 A™") corresponds to the first
and second order of a lamellar structure, while the shoulder
at ¢=0.032 A" indicates the existence of a different
lamellar structure. If this structure is sufficiently regular, its
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Fig. 3 a Time-resolved 1-D SAXS profiles of PE10500 crystallized
at 34°C. Every second profile is shown. Only every tenth data point
is plotted. The solid lines are fits of Eq. (6). b Plots of I}, ¢* of the
peak of the composition fluctuation vs time. The vertical dashed line
indicates the starting time of crystallization. It was determined from
the first intensity profile in which the main intensity maximum of

crystallization could be seen

second order reflection will be located at ¢g=0.064 A™',
slightly lower than the peak position of composition
fluctuation. Therefore, this second order scattering might
contribute to the scattering maximum (Fig. 3b). To remove
this contribution, we used another sample (PE10400)
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Fig. 4 Lorentz-corrected SAXS profiles for a PE10500, 7.=34°C
and b PE10400, 7.=33°C. Only every tenth data point is shown

crystallized at 33°C. Figure 4b presents the Lorentz
corrected SAXS profile. It shows a very good lamellar
structure with the two peaks corresponding to the first and
second order. The third peak corresponds to the composi-
tion fluctuation. Even if there is a third order scattering of
the crystalline structure, the intensity should be very weak
and will not contribute significantly to the composition
fluctuation. In this case, we can safely neglect the
contribution from the crystallization. Figure 5 shows the
time-resolved experimental results and the plots of /,,,, and
g* as a function of time. The apparent intensity does not
change too much, but after subtracting the background, the
intensity remains constant before crystallization and then
decreases with time. At the same time, the g* values
slightly decreased.

The time resolved SAXS measurements provide in-
formation on the overall conformation of the remaining
molecules in melt during crystallization. The variation of
intensity with time is the result of the conversion of block
copolymer molecules from the melt into the solid state with
its crystalline/amorphous alternating lamellar structure.
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Fig. 5 a Time-resolved 1-D SAXS profiles of PE10400 crystallized
at 33°C. Every fourth profile and only every tenth data point is
shown. The solid lines are fits of Eq. 6. b Plots of I, , g* of the
peak of the composition fluctuation vs time. The vertical dashed line
indicates the starting time of crystallization

The crystallization process reduces the amount of the
copolymer molecules in the disordered state; therefore, it
reduces the scattering intensity of composition fluctuation.
This makes it difficult to recognize the effect of crystal-
lization from the plot of /;,,,« vs time. Figure 5 confirms this
expectation.

An independent second observation is the position of g*.
Crystallization should not change the position of the peak.
Furthermore, there may be a fractionation effect due to the
polydispersity of the sample, i.e., the long PEO blocks
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crystallize first, leaving the molecules with short PEO
blocks in the disordered state. This effect will result in a
shift of the intensity maximum to larger ¢. In all, there is no
reason from crystallization to shift the peak position to a
lower ¢ value. However, in all of our experiments, we
observe a decrease of q* (Figs. 3b and 5b), albeit the
decrease in Fig. 5b is small. Considering the fractionation
effect, the observed decrease of ¢* must result from the
continuous stretching in the overall conformation of the
molecules remaining in the disordered state.

Domain spacing in the solid state

Studies on the solid state of PEO/PPO copolymers showed
that the polymers form well-ordered lamellar structures [8—
10, 13—17]. The folding structure of PEO blocks depends
on their length, the volume fraction, and the architecture of
the polymer. In commercial products of the Pluronics type,
phase separation in their melt state does not exist. The
ordered solid state is induced by the crystallization of PEO
blocks. We investigate the lamellar structure of the solid
state formed at different crystallization temperatures.

Fig. 6 Typical 2-D SAXS pat-
terns of a PE6800, 7.=20°C;

b PE6800, 7.=45°C; ¢ PE10
500, 7.=20°C; and d PE10
500, T.=34°C

0

[

20

Figure 6 shows typical 2-D SAXS patterns of PE6800
and PE10500 crystallized at lower and higher T,
respectively. For the whole 7, range, PE6800 having
80% of PEO crystallize into spherulites with a size
comparable with the size of the X-ray beam. Thus, the
resulting pattern shows strong orientation (Fig. 6a,b). On
the other hand, the SAXS patterns of other samples used in
this work usually show an isotropic ring pattern, as shown
in Fig. 6¢,d. Detailed analysis on the solid structure was
done by transferring the 2-D pattern into 1-D intensity
profiles. The results are shown in Fig. 7 as plots of Ig* vs g.
The domain spacing values are given in Table 2.

In Fig. 7a, the solid state of PE9400 shows two clear
peaks in a large temperature range. The two peaks can be
assigned as the first and second order scattering. Therefore,
this sample forms a simple lamellar structure. The peaks of
the first order shift toward a lower ¢ value with increasing
crystallization temperature. The intensity maximum of
composition fluctuation observed in the melt state (Fig. 1b,
g~0.78 A"} is absent in solid state. Similar SAXS profiles
were observed for PE10400 in Fig. 7b. The first two peaks
correspond to the Bragg scattering of a lamellar structure,
and the intensity of the second order decreases with

U

0 20 40 60 80 100

40 60

0.1

0.05

y A1

-0.05

-0.1

-0.1




831

Fig. 7 Lorentz-corrected 1-D a b
SAXS profiles of Pluronics 10— —————r 25 o :
crystallized at various tempera- q
tures. a PE9400, b PE10400, & PE9400 L PE10400 |
¢ PE10500, and (d) PE6800. 6l o ] .
Only every fifth data point 9% 20 - . 2qc? met .
is shown e AL
S . ‘/\W 33°C
oF "‘\AM 28°C - sl s A |
NG 0
° ° e | 32°C
o : '-'L\\—-w% 26°C o o
M 4 - s - * . . i
=y N o 0 L] \—\’\_,J 30°C
's.v\\--q 23°C -.' o “‘.‘
2r 7 "l M 28°C
" 20°C Sl Y .
kY : 25°C
oL \ I.ls om | Y
:15 c 0 L \w 20°C |
T T T T T R | T T
0.01 0.1 1 0.01 0.1 1
q (A7) q (A7)
c d
T 'q | T TrrTTTT 30 T T T T T
30 ¢t Oy PE10500 ] o1 %o PE6800 |
4 o~ 2qc q* 4 .A...V‘.
SV 1 [ g I
259 e A i 36°C Fol, e
vee . \‘\. 4 J oo, v
- el wl [ ™ M g 45°C
20 o0 T M N . N
C A | R R W LS
4 K] . om A PO
o 15 . .."' '_.. N eanet®® 32°C Oy 15wt -';& ’i M o 40°CH
b A 1 - ‘ " o
‘o J ﬂM 30°C ‘o - - 'i.w 38°C
10 4 SR e °
! sl 28°C o 35°C
T ﬂt - a--‘_ M 3200
5 RS Y 25°C - 5 1
- oo 'l . )
| i ‘“‘dhi .- iy 30°C
0 emanases o L Y 2000 o A ! .\-"\__.* 2000_
il URRRA T T T T
0.01 0.1 1 0.01 0.1 1
q (A7) q (A7)

decreasing temperature. At 7,<25°C, the second order peak
disappears. Compared with Fig. 7a, there is a new peak
shown at high ¢ values in SAXS profiles of 7.>28°C. From
the results of Fig. 1 and the time-resolved SAXS
measurements (Figs. 3 and 5), it is clear that this new
peak originates from the concentration fluctuation of the
remaining molecules in the disordered state. This can be
the result of the incomplete crystallization or fractionation
effect.

The contributions from concentration fluctuation are also
observed in PE10500 (Fig. 7c) at high crystallization tem-
peratures (7:>30°C). However, the scattering from the
crystalline/amorphous structure in PE10500 is more com-
plicated. In the SAXS profiles of 7.>28°C, the profiles can
be fitted by three peaks with ¢=0.024, 0.032, and 0.047 A",
respectively (one example of 7,=34°C is shown in Fig. 4a).

The positions of the peaks are almost constant with
temperature, but their relative intensities change with 7.
From the positions of the peaks, the first and the third
peaks can be assigned as the first and second order of a
lamellar structure, while the second peak indicates the
coexistence of another lamellar structure. The second order
scattering of this lamellar structure either overlaps with the
q* mele OF 18 too weak to be observed. This coexistence in
two-lamellar structures is reduced step by step to a simple
lamellar structure at low crystallization temperatures
(7.<25°C).

The SAXS profiles of PE6800 in Fig. 7d show us a
different situation. On one hand, due to the strongly
asymmetric architecture, i.e., 80 wt% of PEO, the scatter-
ing maximum of composition fluctuation is not observed in
the whole temperature range. On the other hand, the high
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Table 2 Domain spacing of Pluronics in solid state

Sample PE9400 PE10400
Vol% PEO?* 38.4 38.4
Lppo/A° 59 70
IF0Y/A 156 187
IF(1)/A 78 94
Domain spacing T,/°C D/A T,/°C D/IA
5 133 20 184
10 148 25 220
15 209 28 228
20 191 30 240
23 219 32 240
26 238 33 266
28 257

PE10500 PE6800

48.3 78.9

103 223

229 292

115 146
T. I°C D/A T, I°C D/A

20 134 20 118
23 146 30 143 /188
25 144 / 194 32 143 /193
28 173 / 247 35 144 /193
30 180 / 251 38 153 /201
32 175 /252 40 153 /203
34 196 / 261 43 161 /214
36 209 /257 45 166 /230

*The volume fraction of PEO block in the melt state was calculated from the weight fraction (/' wt%) in Table 1 by
vol% = (f/ppeo)/ (f/preo + (1 — £)/ ppro ), Where the density of amorphous PEO and PPO are ppro=1.08 g/em® and pppo=1.01 g/em’,

respectively [2]

The length of PEO block in the crystalline state was calculated on the basis of a repeat distance of 19.5 A for seven units in the ¢ direction

of the PEO unit cell [13]

fraction of PEO results in a rich lamellar structure. For
T.>30°C, four peaks or shoulders may be discriminated.
They correspond to the first and the second order of two
lamellar structures. Similarly, this two-lamellar structure is
also reduced to a simple lamellar structure at low
temperature (7,<30°C).

One question arising from earlier studies is whether the
PEO blocks of Pluronics can form chain-folded structure in
solid state. Svensson and Olsson [8] studied the phase
behavior of two Pluronics (E19P43E19 and E13P30E13) with
or without selective solvents, they found that with
increasing temperature, the peaks move to lower ¢, while
at the same time the overall scattered intensity decreases.
They explained their observation that the domain spacing
increases with temperature because not all PEO blocks are
aggregated into the crystalline domains contributing to the
lamellar structure. Hence, more PEO blocks are left in the
amorphous domain with increasing temperature, thus
leading to the increase of domain spacing and the decrease
of scattering intensity. Domain spacing results from SAXS
for four samples are given in Table 2. The domain spacing
of extended chain [IF(0)] and once-folded [IF(1)] PEO
block has been calculated based on the density model and
is also listed in the table. For samples with short PEO
block, such as PE9400 and PE10400, the long period
values are close to or larger than their IF(0) structure in the
whole T, range. That means they are always in extended-
chain crystalline state. This is consistent with the report of
Svensson and Olsson [8]. On the other hand, by increasing
the length of the PEO block, the SAXS results of PE10500

and PE6800 (Fig. 7c and d) show that the lamellar
structures of IF(1) and IF(0) coexist in a large 7T, range,
and their relative fractions depend on crystallization
temperature.

Conclusions

We have studied a series of PEO-PPO-PEO triblock
copolymers (Pluronics) in their melt and solid states using
SAXS. In the melt state, all samples are in a disordered
state. Composition fluctuation could be observed for
relative high molar mass sample with symmetric composi-
tion. The analysis of the temperature dependence of 7},
w, and D indicated that the mean-field description was
adequate in the whole temperature range, and the polymers
may be considered to be in the weak segregation state.
Deviations from this conformation could be observed when
polymers start to crystallize. The composition fluctuation
during crystallization was measured by time-resolved
SAXS. The time dependence of /,,,, and ¢* was analyzed.
It was concluded that the overall conformation of the
remaining molecules in the disordered state is stretched
during crystallization.

In the solid state, crystallization of PEO induced phase
separation results in a lamellar structure of alternating
crystalline/amorphous layers. The folding structure and
lamellar thickness strongly depend on the length of PEO
blocks and crystallization temperatures. For Pluronics with
short PEO blocks, the molecules in the crystalline states are
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always in an extended-chain conformation, while for
samples with Lppo>100 A, once-folded structure was

formed at low T..
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References

1.

10.

Hamley IW (2000) The physics of
block copolymer. Oxford Univ Press,
New York

. Mortensen K (2001) Polym Adv Tech-

nol 12:2

. Alexandridis P (1997) Curr Opin Col-

loid Interface Sci 2:478

. Wanka G, Hoffmann H, Ulbricht W

(1990) Colloid Polym Sci 268:101

. Yang J, Wegner G, Koningsveld R

(1992) Colloid Polym Sci 270:1080

. Luo YZ, Nicholas CV, Attwood D,

Collett JH, Prince C, Booth C (1992)
Colloid Polym Sci 270:1094

. Wu G, Zhou Z, Chu B (1993) Macro-

molecules 26:2117

. Svensson B, Olsson U (2000) Macro-

molecules 33:7413

. Mortensen K, Brown W, Jargensen E

(1994) Macromolecules 27:5654
Mortensen K, Brown W, Jorgensen E
(1995) Macromolecules 28:1458

I1.

12.

14.
15.
16.
17.

18.
19.
20.

Hamley IW, Castelletto V, Yang Z,
Price C, Booth C (2001) Macromole-
cules 34:4079

Fairclough JPA, Yu GE, Mai SM,
Crothers M, Mortensen K, Ryan AJ,
Booth C (2000) Phys Chem Chem Phys
2:1503

. Booth C, Pickles CJ (1973) J Polym Sci

Polym Phys Ed 11:249

Booth C, Dodgson DV (1973) J Polym
Sci Polym Phys Ed 11:265

Ashman PC, Booth C (1975) Polymer
16:889

Ashman PC, Booth C, Cooper DR,
Price C (1975) Polymer 16:897

Viras F, Luo YZ, Viras K, Mobbs RH,
King TA, Booth C (1988) Makromol
Chem 189:459

Leibler L (1980) Macromolecules
13:1602-1617

Schwab M, Stiithn B (1996) Phys Rev
Lett 76:924

Bates FS, Rosedale JH, Fredrickson
GH (1990) J Chem Phys 92:6255

21.

23.
24.
25.

Fredrickson GH, Helfand EJ (1987)
Chem Phys 87:697

. Sakamoto N, Hashimoto T (1995)

Macromolecules 28:6825

Olvera de la Cruz M, Sanchez IC
(1986) Macromolecules 19:2501
Stithn B, Mutter R, Albrecht T (1992)
Europhys Lett 18(5):427

Schuler M, Stiihn B (1993) Macromo-
lecules 26:112

. Mutter R, Stiihn B (1995) Macromole-

cules 28:5022

. Stithn B, Vilesov A, Zachmann HG

(1994) Macromolecules 27:3560

. Whitmore MD, Noolandi J (1988)

Macromolecules 21:1482

. Huang TC, Toraya H, Blanton TN,

Wu Y (1993) J Appl Crystallogr 26:180

. Strobl G (2000) Euro Phys J E Soft

Matter 3:165



	Composition fluctuation and domain spacing of low molar weight PEO–PPO–PEO triblock copolymers in the melt, during crystallization and in the solid state
	Abstract
	Introduction
	Experimental section
	Materials
	Small-angle X-ray scattering
	Data treatment
	Background subtraction

	Time-resolved SAXS measurements

	Results and discussion
	Composition fluctuation in the liquid state
	Time-resolved composition fluctuation during isothermal crystallization
	Domain spacing in the solid state

	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


