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Interactions between anionic mixed micelles
and a-cyclodextrin and their inclusion
complexes: conductivity, NMR

and fluorescence study

Abstract Mixed micelle formation of
anionic surfactants sodium dodecyl
sulfate (SDS) and sodium lauroyl
sarcosine (SLAS) have been studied in
water and in 5, 10, and 15 mM
concentrations of x-cyclodextrin
(x-CD) over mole fraction range of
agps from 0 to 1. From the conduc-
tivity curves, the critical micellar
concentration (CMC) for the pure and
binary mixtures were evaluated. The
degree of counterion association ()
or counterion dissociation (9), the
equivalent ionic conductivities of the
monomeric species (/A,,), the asso-
ciated species (Auc), and the micelle
(Am;ic) were evaluated from the slope
of the conductivity vs concentration
plots. The CMC values have been
used to calculate the thermodynamic
parameters such as the standard free
energy of micelle formation AG? ..
and a transfer of standard free energy
of micelle (AGY; ,,) from the aque-
ous medium to additive medium
computed. The apparent CMC of the
surfactants varies linearly with o-CD
concentrations. From the dependence
of CMC of the surfactants on «x-CD
concentration, we are able to deter-

Introduction

Cyclodextrins (CDs) are cyclic oligosaccharides formed
from «-(1—4)-linked p(+)-glucose units [1]. The commer-
cially available «-, 3-, and y-CD, consisting of 6, 7, and 8
glucose units, respectively, are often depicted as hollow

mine the association constant (K) of
surfactant--CD inclusion complexes
assuming 1:1 stoichiometry. Mixed
micelle behaves ideally in the pure
water as well as at the different
concentrations of «-CD, which was
evaluated by using the Clint equation,
the regular solution approximation,
and Motomura’s formulation. Self-
diffusion coefficients of the micelle
increased upon the induction of SDS
into the micelle. 2D-rotating frame
Overhauser effect spectroscopy spec-
tra of SDS and SLAS were recorded in
the presence of x-CD to investigate
the interaction between H-atoms of the
alkyl chain of the surfactants and H-
atoms of the hydrophobic cavity of
«-CD indicating multiple complexa-
tion. The fluorescence anisotropy of
rhodamine B has been measured to
observe the structural behavior of
mixed micelle.

Keywords Conductivity - SDS -
SLAS - CMC - Mixed micelles -
a~cyclodextrin - Association
constant - NMR - Diffusion
coefficient - Fluorescence anisotropy

truncated cones. The torus structure has a hydrophilic
surface which makes CDs water-soluble, whereas the

cavity is composed of the glucoside groups, giving a
hydrophobic environment. The CDs have been well known
to form inclusion complexes with different molecules
involving several kinds of driving forces such as Vander
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Fig. 1 Plots of x vs concentrations of pure and binary SDS-SLAS
mixture in pure water

Waals and hydrophobic and hydrophilic interactions. The
ability of the CD to form inclusion complexes with a wide
variety of molecules have led to numerous applications
within the pharmaceutical industry as a drug delivery as
well as in the food and agrochemical industry [1]. Further-
more, they are often used in studies of molecular interac-
tion in the growing area of supramolecular chemistry. In
this work, we have explored the interactions between
surfactants surfactants sodium dodecyl sulfate (SDS) and
sodium lauroyl sarcosine (SLAS), and the «-CD which
consists of six glucose units and is well known to
incorporate guest molecules in the hydrophobic cavity
predominantly in a 1:1 stoichiometry. The ability of «-CD
to complex SDS has been used to study protein refolding
and recover protein from otherwise insoluble aggregates
[2, 3]. Apart from that, a lot of work has been done to study
the inclusion complexes of CDs with different single sur-
factants system [4—7]. Okubo et al. have studied the 1:1
inclusion complexes of anionic and cationic surfactants
with -, 3-, and y-CD by using conductometric and stopped
flow conductivity method and concluded that the associa-
tion constant significantly depends upon the chain length of
detergents and cavity size of the CD, and it is highly
influenced by the presence of alcohol [5-7]. Alami et al.
have studied interactions of novel non-ionic gemini surfac-
tant with -, 3-, and y-hydroxylpropyl CDs and observed
the structural transition from spherical to rod-shape aggre-
gates by using small angle neutron scattering [8].

Mixed micelles have distinct advantages given by their
more favorable properties such as wetting, detergency, and
surface-activity as compared to a single surfactant system
[9]. Keeping interesting host—guest interactions in mind,
we have studied the mixed micelle formation of anionic
binary mixtures in the presence of &-CD to observe the
changes in the micellar properties. In this work, the

surfactants chosen for the binary mixture slightly differ in
the alkyl chain lengths and significantly differ in the
polarity of the ionic head group, so we expect non-ideal
mixing behavior as observed in the case of ionic—nonionic,
anionic—cationic, anionic—zwitterionic, and cationic—zwit-
terionic detergent mixtures due to the existence of
favorable interactions [9, 10]. Apart from this, we
investigated the formation of complexes between x-CD-
SDS and «-CD-SLAS by conductometry and 2D-NMR.
From the 2D-NMR rotating frame Overhauser effect
spectroscopy (ROESY) intensity data, the solution struc-
tures of these complexes were estimated and indicate that
the formation of multitude inclusion complex structures or
multiple complexation or both exist in the bulk solution.

Experimental

The SDS and SLAS from Sigma, both surfactants more
than 99% pure, were used as received. x-CD (Cavamax
W6, pharmaceutical grade) from Wacker Chemie GMBH,
Burghausen, Germany was used as received. All solutions
were prepared in Milli-Q water.

Methods

The specific conductances of pure and binary mixtures of
SDS and SLAS in pure water and in different concentra-
tions of a-CD were obtained by using a digital conduc-
tivity bridge (Model CDM-210, Meter Lab, Radiometer,
Copenhagen, Denmark) attached with a dip-type conduc-
tivity cell with double-walled jacket in which thermostated
water was circulated. The capacity of the conductivity cell
was 150 cm’. Before starting the experiment, the system
was equilibrated at 25°C for at least 30 min. An automatic
thermostated bath from Lauda Model RE 104, Germany
was used for maintaining the temperature within +0.1°C.
The cell constant of the conductivity cell was 1.691 cm ',
which was determined by using a KCI solution of known
conductivity as reference.

All the fluorescence anisotropy measurements were
performed on a Perkin Elmer LS-55 spectrometer (Perkin—
Elmer, England) at 254+0.1°C. This apparatus is equipped
with a 150-W xenon lamp as the excitation source and a
thermostated cell housing chamber which is fitted with a
circulating water bath to control the temperature. Rhoda-
mine B (RB) was used as a fluorescence probe. Fluores-
cence anisotropies were measured by using excitation and
emission wavelengths of 557 and 576 nm, respectively.
The size of both emission and excitation slits were kept at
10 nm. For all the measurements, a 10-mm quartz cell was
used. The concentration of RB was kept at 1 pM.
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Fluorescence anisotropies were measured in the same
apparatus equipped with a polarization accessory, which
uses the L-format instrumental configuration and an
automatic interchangeable wheel with polarizers. The
fluorescence anisotropies were determined as follows:

Iy — Gy

_ 1
"7 I+ 2GIy M)

where the subscripts of the fluorescence intensity values (/)
refer to the vertical (V) and horizontal (H) polarizer
orientation. The instrument is equipped with software
which is able to determine the instrumental configuration
factor G required for the L-format configuration. The
anisotropies were averaged over an integration time of 10 s.
A minimum of four readings were taken individually for
each sample. The anisotropy values of the probe RB in
micelle medium are taken as the average value of four
measurements.

All NMR measurements were conducted on a BRUKER
DRX-600 spectrometer operating at field strength of
14.1 T, equipped with a triple-gradient TXI (H/C/N)
probe. The self-diffusion coefficients were measured at 19°
C to minimize convective flow and by using the double-
stimulated echo pulse sequence [11]. Each experiment was
recorded with varying the gradient strength from 0.3 to
40 Gem™' in 32 steps. The applied gradient pulses were
sinusoidal. Diffusion constants were obtained from inte-
grating the OSO,0O-CH, and N-CH3 signals, respectively,
in the double-stimulated echo diffusion experiment and
subsequent fitting of the integrals vs the gradient strength
to the following Stejskal-Tanner equation [12]:

[=1, *e—(A—g)’yZGZTZD

@

where [ is the observed echo intensity, [, is the echo
intensity in the absence of field gradient pulses, ~ is the
gyromagnetic ratio, G is the field gradient strength, 7 is the
duration of the gradient pulse, and A is the time between
the leading edges of the gradient pulses. Diffusion
coefficients of the monomeric surfactant molecules were
measured at a concentration of 1/3 of their critical micellar
concentration (CMC). Diffusion coefficients of the mi-
celles were measured in solutions containing a total of
140 mM surfactant in varying compositions for both
surfactants.

The 2D ROESY spectra with a 150-ms spin lock of
1.7 kHz were recorded at 25°C of samples containing
10 mM «-CD and 10 mM SDS or 18 mM SLAS. The
residual solvent signal was suppressed by presaturation.
CD resonances were assigned by the help of a gradient
selected 2QF-COSY spectrum with presaturation.

Results and discussions
Conductivity behavior

Figure 1 shows the experimental values of specific
conductance, k, vs concentration of pure and binary
SDS-SLAS mixture of surfactant in water. Each plot
shows the single break point indicating the pure and mixed
micellization of surfactants. From the break point, the
CMC is evaluated by fitting the premicellar and post-
micellar region into linear regression analysis giving
correlation factors 0.9990 to 0.9995. The intersection
point between the two straight lines gives the CMC value.
Similar plots were obtained for the pure and binary mixture
of surfactants in the presence of «-CD (data not shown).
The CMC values obtained from x measurements for pure
and binary mixture of surfactants with and without x-CD
are listed in Table 1. The CMC values obtained for pure
surfactants closely agree with the literature values [9].

To understand the x behavior over the whole mole
fraction range, we have computed the equivalent con-

Table 1 Values of critical micellar concentration, CMC/10> mol
dm™ for the pure SDS, SLAS, and SLAS, SDS mixtures in pure
water and in different «-CD concentrations at 25+0.1°C

Water

asps CMC (mM)
0.00 13.90
0.20 11.80
0.40 10.51
0.60 9.84
0.80 9.31
1.00 8.50
5 mM «-CD

0.00 18.00
0.20 15.64
0.40 14.13
0.60 13.16
0.80 12.12
1.00 11.80
10 mM «-CD

0.00 21.90
0.20 18.50
0.40 17.30
0.60 16.43
0.80 14.76
1.00 13.50
15 mM «-CD

0.00 25.50
0.20 22.50
0.40 20.10
0.60 18.40
0.80 17.40
1.00 16.40
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Fig. 2 Plot of A, Ausse, and A vs agps for SDS and SLAS

binary mixture in pure water and in different concentrations of
«-CD. Open and filled circles represent A, and A;. in pure water,
respectively. Open squares, open diamonds, and open triangles
represent A,g. in 5, 10, and 15 mM «-CD. Filled squares, filled
diamonds, and filled triangles represent Ay, in 5, 10, and 15 mM
«-CD

ductances of monomer (A,,), associated (A,g), and the
micelle (A,;.) states of surfactant electrolytes from the
slope of the k plots in the premicellar as well as
postmicellar regions. In the presence of water, the
conductivity of monomeric species (A,,) can be calculated
through the slope of the premicellar region. Similarly, A,
can also be obtained in the presence of &-CD. g
describes the effective conductivity of a mixture of
monomer and monomer complexes. On the other hand,
the conductivity of the monomers remains almost constant
after the CMC, therefore, A, can be calculated from the
slope of « in the postmicellar region in the absence and in
the presence of «-CD. The A values so obtained for pure
and binary mixture in pure water and different concentra-
tions of x-CD are shown in Fig. 2. If we compare the value
of A, in water of SDS and SLAS, it shows that A,, for
SLAS is lying lower than those of SDS probably due to the
presence of bulky polar head group which reduces the
mobility of ionic species in the bulk phase, whereas values
for the binary mixture increase more or less in a linear
fashion. The reported value of A, of SDS is in close
agreement with the literature value [5]. The obtained A,
for SDS is 23 Q' cm® mol™" which is close to the value
22 Q' cm? mol 'obtained by Okubo et.al, whereas A,
value reported in this work for SDS, «-CD, and water is
55-59 Q' em® mol™! in 5-15 mM «-CD range, which is
slightly higher than the 44 Q' cm? mol ™' reported for the
same system by Okubo et al. in the present 11-45 mM
concentration range of «x-CD [5].

A comparison between A, and A,.. shows that A, is
larger than A, for the present binary mixture on the entire
mole fraction range in the submicellar region. The decrease
of A,sse With increasing CD concentration clearly demon-
strates the incorporation of surfactant monomer into the CD

cavity, because incorporation of the surfactant in to the
cavity will partly shield the charge of the ionic polar group
and thus reduce conductance. This value further decreased
slightly with the increase of CD concentration which shows
that more surfactant monomers incorporate the CD cavity.
On the other hand, the values for A,,;. were not much
affected in the presence of a-CD (Fig. 2).

Degree of counterion association ()
or dissociation ()

In the literature, several methods exist to evaluate the value
of degree of counterion dissociation, d, with the widely
used is that which estimates ¢ from the ratio of the slopes
above (S,) and below (S;) the CMC in the s vs C of
surfactant plots. Subsequently, the degree of counterion
associated Y, i.e., x=(1—0) can be computed and shown in
Fig. 3 [13]. The x value for SDS agreed well with the
literature value [14]. The evaluated x for SLAS is lower
than that of SDS. This result indicates that steric head
group incompatibility of the polar head group of SLAS
reduces the adsorption of the counterion at the micelle
surface and leads to formation of the loose bulky micelle as
compared to the compact micelle of SDS. The x increases
linearly with the increase in the amount of SDS, indicating
stabilization and formation of compact micelles with a high
degree of counterion association. Furthermore, the x values
in -CD are lower than those in pure water and further
decrease with the increase in the concentration of «-CD.

Relation between CMC, x-CD, and association
constant (K)

To see the effect of a-CD on the micellization process, we
have carried out conductivity experiments to evaluate the
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Fig. 3 Plot of degree of counterion association, X, vs asps for SDS
and SLAS binary mixture in pure water and in different
concentrations of «x-CD
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CMC value of SDS and SLAS at different concentrations
of «-CD. As shown in the Fig. 4, the apparent CMC values
of SDS and SLAS are linearly correlated with the «-CD
concentration which indicates that more surfactant mono-
mers form inclusion complexes with x-CD and lead to a
delay in the micelle formation. From these data, we are able
to evaluate association constant (K) between surfactant and
«-CD in the submicellar concentration by assuming a 1:1
association stoichiometry as given by:

CD+S <~ CD: S €)
K =[CD:S]/[CD] [S] “)
[CD],=[CD]+[CD : §] 5)
[CD]=[CD],/1+K[S] (6)
S],=IS]+[CD : 5] %
By substituting Eq. 4 into 7, we get

[S],=[S]+K[CD][S] ®
By substituting Eq. 6 into 8, we get

[S], = [S] + K[S][CD], /1 + K[S] ©)

Where K, CD, S, CDS, CD,, and S; are the association
constant, free CD, free surfactant, inclusion complex, total
CD, and total surfactant concentrations at CMC, respec-
tively. Equation 9 predicts a linear correlation between S,

and CD, which we also observe in Fig. 4. This leads to
association constants of «-CD-SDS and «-CD-SLAS of
142 M'+8 and 229 M '+12, respectively, indicating that
SLAS binds more strongly with «-CD than SDS. A
detailed overview of binding constant evaluation is given
in reference [15]. The present K value for a-CD-SDS is in
close agreement with 160 and 110 M ' evaluated by
kinetic and conductometric methods, respectively [5, 6].
From the literature review, K values obtained for o-CD—
SDS are 1,120, 21,000, and 754 M ' which clearly
indicate that the association constant between host—guest
molecules significantly depends upon the technique used
for their evaluation [16—18]. On the other hand, different
techniques such as conductivity, electrochemical, surface
tension, NMR, calorimetry, and UV—Visible spectroscopy
have been used to estimate the association constant of CDs
with various guest molecules [5—7]. UV—Visible spectros-
copy has been applied to determine association constants
of CD inclusion complexes by monitoring the changes in
the absorbance of species in the UV region. Therefore, it
is impossible to determine association constant if the
species do not possess chromophoric group using this
method [5, 19-21]. Recently, Funasaki et al. determined
the 1:1 and 1:2 complexes formation between cationic
surfactant dodecyltrimethylammonium bromide and -CD
through chemical shift data of protons by using one- and
two-dimensional proton NMR spectroscopy [7].

Mixed micelle formation in pure water and in x-CD

To explore surfactants—x-CD interactions in detail, we
have evaluated the CMC of pure SDS, SLAS, and their
binary mixtures in water and in different concentrations of
CD. The CMC values are listed in Table 1 and graphically
shown in Fig. 5. The CMC values in the presence of a-CD

0.03 | ' N v I i i T I N T i 1 ' v i I

0.025 %

3

g
=
s}

15 mMo-CD A

cmc/ mole dm

o
[}
=
5

001 |

0005 b 0 v o

Fig. 5 Plot of mixed CMC vs agps for SDS and SLAS in pure
water and in different concentrations of «-CD. Predicted CMC*
(line), experimental CMC (data points)
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Fig. 6 Plot of mole fraction of 1 T
SDS in the mixed micelle -
(x1) vs mole fraction in the bulk L
(a) for SDS and SLAS mixtures L
in pure water and in different 0.8
concentrations of «- CD. Open '
marker indicates x; obtained
from regular solution approxi-
mation, whereas closed marker
indicates x; obtained from
Motomura’s formulation. Solid
line predicts the ideal value, and
experimental values are shown
as data points
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are higher than in water system, and these values further
increase with the increase in the concentration of «x-CD,
indicating that more surfactant molecules are required to
form inclusion complexes with the CD at high concentra-
tion. It is also possible to evaluate the ideality or non-
ideality of mixed micelles of SDS and SLAS in water as
well as in the presence of CD by using pseudo phase
thermodynamic model to obtain quantitative information
[22]. This model relates the ideal mixed CMC* with the
experimental CMC of the pure components by using the
following equations:

C1 = X1CMC1 = OqCMC* (10)
and
C, = (1 —x;)CMC; = (1 — o )CMC* (11

Equation 12 can be obtained after combining Egs. 10
and 11

(1 — Oél)
CMGC,

1 _ (03] +
CMC*  CMC,

(12)

The «; and x; are the mole fractions of surfactant 1
(SDS) in the total mixed solute and in the mixed micelle,
respectively. The CMC;, CMC,, C;, and C, are the critical
micellar concentrations and the overall concentrations in
the micelle formation of components 1 and 2, respectively.
The experimental CMC values lie close to an ideal CMC*

0.6 0.8 1

SDS

at whole mixing range indicating that the mixed micelle
formation is essentially ideal in nature in water as well as in
the presence of «-CD (Fig. 5). These results have been
further confirmed by using the regular solution approxi-
mation [23]. The x; can be iteratively computed from the
following equation:

x% In (CMCa;/CMCix;) 1 (13)
(1 —x;)%In [eme(1 — ) /CMCy(1 — x)]
1.8 [~ ~ 1~ 1T T T ]
1.6 F x X 3
- X X 1
2 14} ]
=] L .
£ . i
2 af 0 ) ]
z i O E il
v oL ]
< © 5 mM a-CD ]
(| o 10mM o-CD ]
08 | X 15mM o-CD 4
[ 5 o o ]
r o
06 1 L L 1 L L 1 1 L 1 1 1 L 1 L 1 1 1 L
0 0.2 0.4 0.6 0.8 1

o
SDS

Fig. 7 Plot of AGyy . vs asps for SDS and SLAS in pure water and
in different concentrations of x-CD
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Table 2 Values of experimental determined diffusion coefficient, Dgps, micellar fraction of SDS in the micelles, Xspg, and diffusion
coefficient of the micelles, Dy, for the pure and SDS and SLAS mixtures from NMR measurements

asps Dypssps (107" m* 57 Dapssias (107 m* s7") Xsps Dpie (107" m* 5™
0.00 - 6.92+0.06 0.00 2.99
0.20 6.22+0.04 6.68+0.05 0.20 3.59
0.40 6.25+0.04 6.44+0.05 0.40 3.47
0.60 6.26+0.04 6.45+0.05 0.60 3.53
0.80 6.30+0.05 6.22+0.05 0.80 3.65
1.00 6.36+0.04 - 1.00 3.65

The observed diffusion coefficients are given together with the uncertainty obtained from the fitting routine. The uncertainty of the
micellar diffusion coefficients was estimated from varying the D, values within their error limits (£2%) and proved to be of the same

order than the uncertainty in the D,,s values

These values are graphically shown in Fig. 6. From the
x; values, the interaction parameter, (3, can be computed by
the following equation:

. CMCCKI 2
6— In (CM—(:lxl>/<1 —XI)

The [ value demonstrates the extent of interaction
between the two surfactants which lead to the deviation
from ideal behavior. Negative and positive (3 values
suggest attractive and repulsive interactions between two
surfactants in the mixed micelle, respectively. For the ideal
mixing of no interaction, the 3 value should be close to 0.
The average (3 values computed for the present binary
mixtures are —0.07, —0.3, —0.2, and —0.3 in pure water, 5,
10, and 15 mM «-CD, respectively. These values do not
represent significant changes even in the presence of CDs
and more or less close to 0 indicating that mixed micelle
formation is close to ideal in nature. From the present
mixed CMC data, it is also possible to compute CD
contribution in the mixed micellization process (ACMC)
by subtracting the CMC of the surfactant in pure water
from the CMC value in the presence of additive (i.e., CMC
at each mole fraction in the different CD concentrations) by
using Fig. 5 and Table 1. The ACMC values do not show
much change at the 5, 10, and 15 mM CD over the whole
mole fraction range of SDS indicating an equal effect of
CD at whole mole fraction range.

We have evaluated the standard free energy of
micellization from the CMC data (Angic)w =RTIn
Xcmce - These values are negative, demonstrating the
spontaneity of mixed micelle formation. However, these
values decrease in the presence of CD indicating that
micelle formation becomes less favorable (data not shown).
It is also possible to evaluate the effect of additive on
micellization by means of standard free energy of transfer

(14

micelle from aqueous phase to aqueous additive
[AGR/Ltr: (AGRic) epaw — (AGSnic)W:|' These values

are positive at entire SDS mole fraction range at different
CD concentrations (Fig. 7), demonstrating that the
presence of CD additive makes the micelle formation
unfavorable. Moreover, these values increase with the
increase of CD additive concentration, indicating to delay
the mixed micelle formation.

To check the present results obtained from pseudo phase
thermodynamic model and regular solution approximation,
the equation of Motomura et al. [24], based on excess
thermodynamic quantities, was applied. The mixed micelle
composition can be determined by using following the
equation:

Xy =% — (¥102/CMC) (ICMC/ ) ;. (15)
and
CMC = (V])C] + Vz)Cz)CMC (16)

3 1

35 E } E
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Fig. 8 Plot of D, vs asps for SDS and SLAS in pure water
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Fig. 9 a Area of 2D-ROESY
NMR spectra of a solution
containing SDS and x-CD. Po-
sitions of cyclodextrin signals
(Roman numerals) and SDS
signals (4Arabic numerals) are
indicated. b Structural represen-
tation of Cis (Z) and Trans

(E) isomers of SLAS. ¢ Area of
2D-ROESY NMR spectra of a
solution containing SLAS—«-
CD. Positions of cyclodextrin
signals (Roman numerals) and
SLAS signals (Arabic numerals)
are indicated
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where X3 and X, are the mole fractions in the micelle and
in the bulk phase of component 2 (SLAS), respectively. X,
is given by

Xy = VzOQ/(leél + VzOéz) (17)
where v; and v, are the numbers of ions produced by the
surfactant upon dissociation. Similarly, X' is evaluated for
component 1 (SDS). The x; (regular solution approxima-
tion) and X' (Motomura’s formulation) values are
computed from x measurements and plotted in the Fig. 6,
which reveals the composition of the surfactant in the
mixed micelle and in the bulk mole fraction («;). The x;
and X' deviate positively from ideality, indicating that
mixed micelles are rich in SDS in water as well as in the
presence of CD. It is clear that the presence of CD does not
influence the micelle composition. We noted the good
reproducibility in the values of micellar composition
obtained from different methods.

NMR measurements

It is well known that there are two processes occurring in
the surfactant solution above the CMC. The first is the
rapid exchange of surfactant molecules of the micelle with
the surfactant molecules present in the bulk solution, and
the second is the disintegration and reforming of micelles
itself, which is a slow process. The latter process is
correlated with the average lifetime and stability of the
micelle. The monomer lifetime in the micelle is small on
the timescale of pulsed gradient spin echo experiments, so
all self-diffusion coefficients will become time-averaged.
Therefore, the observed diffusion coefficient, D, can be
expressed as the population-weighted average of the high
self-diffusion coefficient of the monomers, D, and

smaller self-diffusion coefficient of the micelles, D,;. [25].
The diffusion coefficients obtained from micellar solutions
are a weighted average from the monomeric and the
micellar-bound molecules [26]:

1;)bs :piDinonomer + (1 _pi)DmiC (18)
where p; denotes the fraction of monomeric surfactant (i)
molecules. Assuming that the monomer concentration of
the surfactant always is equal to its concentration at the
CMC, p; is given by:
pi = CMC; /¢ (19)
where c¢; is the total concentration of surfactant i and
CMC;* denotes the CMC of surfactant i in the mixture.
CMC;* is given by:

CMC] = ¢ — xi(¢, — CMCY) (20)

where x; is the mole fraction of surfactant i in the micelles,

¢ is the total concentration of surfactants <Z ci>, and

1
CMC* is the CMC of the mixture. In the case of the pure
compounds, p can be calculated as CMC/c, where c is the
total surfactant concentration. These equations can then be
combined to obtain D, as shown in Eq. 21. Because ¢,
and ¢; are known, and CMC* was obtained from other
measurements, the only remaining variable was x;. The x;
and D,;. could be obtained simultaneously by looking for
the value of x, where the micellar diffusion coefficient of
SLAS and SDS are equal. Because they are in mixed
micelles, their micellar diffusion coefficient has to be
equal.

A ca—xA(c(—CMC") HA
D.. — Dobs B CcA Diponomer
mic 1 — ca—xa (ci—CMCY)
CA
cg—(1—xA)(c:—CMC") B
. ngs B g Dmonomer —D..
- 1 — cg—(1—xa)(c;—CMC™) o mic
CB

(2D

The subscripts and superscripts A and B denote the
components A (SDS) and B (SLAS), respectively. The
D i values were computed and mentioned in the Table 2
and shown in Fig. 8. The values for D, of SDS and
SLAS are 4.83x10'* and 4.26x107'° m?/s, respectively.
This agrees well with the observation that A, of SLAS is
slightly smaller than A, of SDS. However, the micellar
diffusion constant D,,;. for pure SLAS micelles is slightly
lower than for pure SDS micelles. Dy, jumps to a higher
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value already at 0.2 mol fraction of SDS, after which it
remains constant. This can be rationalized in two ways.
Firstly, and most simply, the SLAS could be larger
resulting in slow mobility compared to the more compact
SDS micelles with high degree of mobility. Secondly, the
glycine-derivative SLAS could lead to a more viscous
medium, which becomes less viscous upon introduction of
SDS. This result matches exactly with the micellar
composition obtained from different theories. The decrease
in D of Tween-20 in the glycol viscous medium is
reported by Ruiz et al. [27].

Structure of inclusion complex with «-CD
SDS-a-CD complexation

For CD, the signals of HY, HV"® and H"™ over overlapped,
so cross peaks to these atoms could not be distinguished
from one another. For SDS, only H-1, H-2, and H-12 gave
well-separated signals; the remaining CH, groups over-
lapped and could not be distinguished. The ROESY
spectrum shows interactions between H™ and HYV! to all
SDS signals except for H-1 as shown in Fig. 9a. The
interactions with H-12 are very weak. This is indicative of
the alkyl chain of SDS being situated in the hydrophobic
cavity of x-CD. Because the whole chain is too long to be
included in one CD molecule at once, the presence of cross
peaks between H™ and HY™! and the whole SDS chain
indicates that there is either a multitude of inclusion
complex structures or multiple complexation or both.

SLAS-a-CD complexation

Due to the partial double bond character of an amide bond,
SLAS exists in two isomers, a Z- and an E-form, as shown
in Fig. 9b. These two forms are at equilibrium, exchanging
slowly on the NMR timescale under our measurement
conditions. Thus, both the N-CH; and the x-CH,, 2-CH,,
and 3-CH, group signals were split into two signals. The
signals of the £-form could be assigned based on a strong
ROESY cross peak between the «-CH, and the 2-CH,,
which can only be expected to occur in the E-form. Signal
integration yielded an equilibrium composition of 54%
E-form and 46% Z-form. Due to signal overlap, the signals
of the CH, groups 4-11 of SLAS could not be dis-
tinguished. Likewise, the signals of HY and HY™ of «-CD
were overlapping, whereas the signal of HY™ had its unique
chemical shift as shown in Fig. 9c. In addition, «-CH,
group of SLAS is very closely situated to the H"" from «-
CD. ROESY cross peaks could be seen from H™, HY/V™2,
and H"™ signals to all CH, groups in the lauryl chain. As is
the case with SDS, the whole alkyl chain is in contact with
the hydrophobic cavity of the CD molecule, indicating

either a fast-interchanging multitude of complex structures
or multiple complexation or a combination thereof.

Fluorescence anisotropy

To study the mixing behavior of two unlike components in
the mixed micelle, we have performed the polarized
fluorescence measurements by using RB as fluorescence
probe. The behavior of this probe in micellar medium is
well characterized by Jobe and Verral [28]. The degree of
depolarization of the fluorescence emission of a probe is
measured of its rotational diffusion during the excited
lifetime. The fluorescence anisotropy (7) is related to the
viscous medium around the probe by Perrin’s equation as
follows:

@:1+I£
r Vn

(22)
where ro is the limiting value of emission anisotropy
obtained in the absence of rotational freedom, k is the
Boltzmann constant, 7 is the temperature, 7 is the average
lifetime of the fluorophore excited state, V' is the effective
molecular volume of the probe, and 7 is the viscosity
around the probe. From Eq. 22, it is clear that a higher or
lower » value corresponds to a more rigid and fluid
environment, respectively. The values of fluorescence
anisotropies are shown in the Fig. 10. Some interesting
points can be drawn from Fig. 10. First of all, the » value of
RB in pure SLAS micelle is higher than those in pure SDS
micelle, clearly revealing the more rigid, less mobile or
viscous environment of SLAS. This result directly
corresponds to low D, ;. value of SLAS in comparison to
SDS. For the binary mixture, » value decreases in a linear
fashion with increasing SDS concentration. This suggests
that the penetration of SDS induced a less rigid and viscous
environment around the probe in the micelle. This result
directly corresponds to the high micelle composition of
SDS in the mixed micelle as described in the previous
section. Similar trends of decrease in » value for RB and
diphenylbutadiene (DPB) were observed for the binary
mixture of nonionic—anionic and for DPB in the case of
nonionic—cationic surfactant mixture [29, 30].

Conclusion

The physicochemical properties of mixed micelle of SLAS
and SDS have been studied in aqueous and at different
concentrations of aqueous x-CD by using x, NMR, and
fluorescence measurements. The formation of inclusion
complex remarkably changes the micellar properties of
pure and mixed micelle. Mixed micelle formation in the
presence of «-CD is close to ideal in nature. The increase in
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D and decrease in » value upon the induction of SDS
into the mixed micelle indicate the compact, more mobile
and less rigid environment of the micelle, respectively.

Acknowledgements

From 2D-ROESY measurements, it can be concluded that
both surfactants form either a multitude of inclusion
complex structures or multiple complexation or both.

We are grateful for the support from Danish
Natural Research Council (PS). We are also thankful to Hidekazu
Doe (Associate Professor), Department of Chemistry, Osaka City
University, Osaka, Japan for his helpful discussion.

References

1.

Larsen KL (2002) J Incl Phenom Mol
Recognit Chem 43:1

. Otzen DE, Oliveberg M (2001) J Mol

Biol 313:479

. Rozema D, Gellman SH (1996) J Biol

Chem 271:3478

. Lu R, Hao J, Wang H, Tong L (1997)

J Colloid Interface Sci 192:37

. Okubo T, Kitano H, Ise N (1976)

J Phys Chem 80:2661

. Okubo T, Maeda Y, Kitano H (1989)

J Phys Chem 93:3721

. Funasaki N, Ishikawa S, Neya S (2004)

J Phys Chem B 108:9563

. Alami E, Alami SA, Eastoe JE, Grillo I,

Hennan RK (2002) J Colloid Interface
Sci 255:403

. Rosen MJ, (1989) Surfactants and

interfacial phenomenon, 2nd edn.
Wiley, New York

19.

20.

. Sehgal P, Doe H, Sharma M, Otzen DE

(2005) Colloid Polym Sci 283:1219

. Jerschow A, Muller N (1997) J Magn

Reson 125:372

. Stejskal EO, Tanner JE (1965) J Phys

Chem 42:288

. Burgo PD, Junquera E, Aicart E (2004)

Langmuir 20:1587

. Tamasic V, Stefanic I, Vincekovic NF

(1999) Colloid Polym Sci 277:153

. Connors KA (1987) Binding constant,

chapter 8. Wiley, New York, pp 261

. Satake I, Ikenoue T, Takeshita T (1985)

Bull Chem Soc Jpn 58:2746

. Yunus WMW, Taylor J, Bloor DM,

Hall DG, Jones EW (1992) J Phys
Chem 96:8979

. Palepu R, Reinsborough VC (1988)

Can J Chem 66:325

Fujita K, Ueda T, Imoto T, Tabushi I,
Hayakawa K, Maeda T (1982) Bioorg
Chem 11:108

Sakaki KJ, Christian SD, Tucker EE
(1989) Fluid Phase Equilib 49:281

21.
22.

23.

24.
25.
26.
27.

28.
29.
30.

Sakaki KJ, Christian SD, Tucker EE
(1990) J Colloid Interface Sci 134:412
Clint JH (1975) J Chem Soc Faraday
Trans 71:1327

Rubingh DN (1979) In: Mittal KL (ed)
Solution chemistry of surfactants, vol 1.
Plenum, New York, pp 337

Motomura K, Yamanaka M, Aranato M
(1984) Colloid Polym Sci 262:948
Soderman O, Stilbs P (1994) Prog
NMR Spectrosc 26:445

Fang XW, Zhao S, Mao SZ, Yu JY, Du
YR (2003) Colloid Polym Sci 281:455
Ruiz CC, Molina-Bolivar JA, Aguiar J,
Maclsaac G, Moroze S, Palepu R
(2003) Colloid Polym Sci 281:531
Jobe D, Verral RE (1990) Langmuir
6:1750

Hierrezuelo JM, Aguiar J, Ruiz CC
(2004) Langmuir 20:10419

Ruiz CC, Aguiar J, Langmuir (2000)
16:7946



	Interactions between anionic mixed micelles and α-cyclodextrin and their inclusion complexes: conductivity, NMR and fluorescence study
	Abstract
	Introduction
	Experimental
	Methods
	Results and discussions
	Conductivity behavior
	Degree of counterion association (χ) or dissociation (δ)
	Relation between CMC, α-CD, and association constant (K)
	Mixed micelle formation in pure water and in α-CD

	NMR measurements
	Structure of inclusion complex with α-CD
	SDS–α-CD complexation
	SLAS–α-CD complexation


	Fluorescence anisotropy
	Conclusion
	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


