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Abstract

Bitumen is a key Canadian petroleum resource making up 33% of the world’s
demand. Bitumen contains naphthenic acids, an undesired component, both
environmentally and industrially, due to their toxicity and acidity. Many methods have
been proposed for lowering the toxic effects of these acids, to reduce their harmful
environmental impacts and to increase the value of the bitumen. In this work,
esterification and metal coordination, to zinc and magnesium, were chosen to derivatize
several model naphthenic acid compounds, in an attempt to reduce toxicity, bitumen
viscosity and corrosion to metal infrastructure.

The RP-HPLC partition coefficient determination showed that esterification is a
better method for reducing the polarity of naphthenic acids compared to metal
coordination complexes. This is due to the metal complexes also coordinating to water,
which is confirmed by the crystal structure data. This water coordination raises the
water affinity and polarity of the metal complexes to a higher level than expected. Both
the esterification method and the metal coordination method demonstrate the ability to
reduce the polarity of model naphthenic acids.
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Chapter 1 - Introduction

1.1 Overview of Athabasca Bitumen

Bitumen is the product of sedimentary organic matter that has been buried and
decomposed over the course of millions of years. This breaks down cellular walls and
proteins into basic organic compounds. More than 1.2 trillion barrels of bitumen are
estimated to reside within the Earth' and this meets about 33% of the world’s oil
demands?. Bitumen is a class of heavy oil that is particularly viscous and contains toxic
compounds; these compounds result from the interactions between the decomposing
organic materials. Part of what makes bitumen toxic is the presence of naphthenic acids
that are produced during the formation of bitumen. In Canada, bitumen is primarily

extracted from northern Alberta, in the Athabasca and Cold Lake regions.

The presence of these acids within bitumen is a serious problem both
environmentally and industrially due to their chemical properties. Naphthenic acids are
naturally occurring carboxylic acids and have relatively high polarities compared to other
organic molecules. This polarity makes the acids soluble in aqueous systems, where
they lower the pH. As well, toxic organic molecules are introduced to the environment,
where the acids act as surfactants. This property of naphthenic acids is the initial reason

why oil spills are environmentally devastating.

Industrially, naphthenic acids are financially detrimental. Naphthenic acids cause
corrosion to metal infrastructure as it promotes oxidation on the metal surfaces. The
cost to maintain or replace infrastructure within the oil industry is expensive due to the

specialization of the equipment. The TAN of bitumen directly influences the price at



which a barrel of oil can be sold; a relatively high Total Acid Number can reduce the
price of a barrel of oil by up to 40%3. The presence of naphthenic acids directly
influences the Total Acid Number (TAN) of the bitumen and also creates a source of
hydrogen bonding within the bitumen. The TAN is defined as the amount of potassium
hydroxide (in milligrams) needed to neutralize one gram of oil. The TAN is an industrial
term to denote the amount of acidic material that is present within petroleum products. It
is these acids that also create a source of hydrogen bonding within bitumen as the
majority of bitumen is a collection of nonpolar hydrocarbons. The acidic protons of the
naphthenic acids are able to cross link with the polar heads of other naphthenic acids to
increase the intermolecular forces present within bitumen through this hydrogen

bonding.

The primary intermolecular forces that are present within bitumen are van der
Waal’s forces; bitumen has a high viscosity as a result. The presence of naphthenic
acids introduces a source of hydrogen bonding, which results in the formation of
intermolecular cross linking. This cross linking is able to act as a type of net and further
prevent movement of bitumen particles; this is another contributing factor to the high

viscosity of bitumen.

1.2 Overview of Naphthenic acid structure

Naphthenic acids are defined by the International Union of Pure and Applied
Chemistry as “acids, chiefly monocarboxylic, derived from naphthenes.” > Naphthenes

are “cyclo-alkanes especially cyclo-pentane, cyclo-hexane and their alkyl derivatives.”®



It is worth noting that both of the defined terms are antiquated and no longer used,
except within the petroleum and petrochemical industries. There is no single form of
naphthenic acid in bitumen, instead there is a mixture of hundreds of different cyclo-
pentyl and cyclo-hexyl carboxylic acids with molecular weights of 120 to well over
700 atomic mass units. The main fraction consists of carboxylic acids with a carbon
backbone of 9 to 20 carbon atoms. Molecular structures of naphthenic acids tend to
follow the general formula of CnH2n+z02. McKee et al. claim that "naphthenic acids are

primarily cyclo--aliphatic carboxylic acids with 10 to 16 carbons."’

OO
@mmm
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o 0
—6 Q o R OoH OH
[ ~oH ' '
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Figure 1: General molecular structures of naphthenic acids for the Z = 0, -2, -4 and —6 series
with both five and six carbon rings present and n 2 5 following the generalized formula of CnHzn+20,.8

The toxicity of the chemicals is dependent upon their physical and/or chemical
properties, but also upon the amount of exposure and the frequency of exposure®. In

Northeastern Alberta, oil sand mining involves the removal of water from the Athabasca



River basin. Water produced from the extraction of bitumen from oil sands is referred to
as oil sands process water (OSPW)!°. Naphthenic acids and other organic compounds

are dissolved and concentrated in oil sands process water*!.

Briefly, it is important to eliminate naphthenic acids due to the polar head group
(COOH) that they possess. This polar head group allows naphthenic acids to undergo
hydrogen bonding and to act as a surfactant within the bitumen. The elimination of the
polar head group will reduce the bitumen’s acidic nature, which is a disruption to
industry, and highly toxic to other organisms. As well, it will reduce the hydrogen

bonding forces within the bitumen, which will also reduce the overall viscosity.

1.3 Toxicity of Naphthenic acids

The naphthenic acids in bitumen are dangerous as they can disperse into the
environment through waterways. This is possible as they are soluble in the aqueous
phase and act as a surfactant to other harmful components of bitumen. A majority of
these naphthenic acids will dissociate and diffuse throughout the water column. They

can be easily distributed by bulk transportation or leaching processes??.

Aquatic organisms are more sensitive to naphthenic acids than mammals; the
lowest chronic (60-days) LCso for fish was 1.4 mg/L for juvenile chum salmon
(Oncorhynchus keta), while the lowest acute (96-hours) LCso was 20 mg/L for the same
species. Mammals required an oral LDso of 1.75-3.55 g/kg body weight'3. Both groups,

however, presented significant non-lethal effects from exposure to naphthenic acids,



ranging from glycogen accumulation in muscle tissue, to central nervous system

depression and convulsions.

1.4 Reduction of polarity in Naphthenic acids

There are various methods that can be used to neutralize the harmful effects of
naphthenic acids: (i) the addition of a base to neutralize the acid, (ii) esterification
through the use of an alcohol, an organic reaction to convert the acid to an aldehyde or
a primary alcohol, or (iii) coordination of the acid to a metal center via the activation of
the nucleophile!4. The coordination method was chosen to be the focus of this research
as it provides an inexpensive way to neutralize the naphthenic acids without highly

reactive or toxic additives.

All of these methods result in deprotonation of the naphthenic acids. This
deprotonation not only reduces the toxic impact of the molecules but also diminishes the
intermolecular forces present due to a reduction in the hydrogen bonding. The reduction
of these forces, in turn, diminishes the viscosity of the bitumen, as the molecules flow

past one another more easily.

Several factors were considered when selecting the method to be used, namely
the overall scale and the cost. In terms of scale, the chosen method had to be able to
eliminate the naphthenic acids at a high rate in order to meet a production speed of 3
million barrels of bitumen daily, a volume expected to increase to over 4 million barrels

a day in a decade in Canada alone. In terms of cost, the method had to be cost effective



and not produce harmful impurities that are either expensive to remove or damaging to

metal infrastructure.

1.4.1 Acid base neutralization

The addition of a base is the simplest method to neutralize an acid, but this
introduces the necessity of having to be exact. Otherwise, the toxic effects caused by
the acids will instead be replaced by the toxic effects caused by the base. A perfect 1:1
molar ratio will have to be obtained; otherwise excess acid or base will be present. This
amount of precision is unlikely to be achieved since over 100 naphthenic acids exist
within bitumen in varying concentrations; reaching an exact 1:1 molar ratio is unrealistic.
Another issue for this method is that acid-base reactions are reversible under aqueous
conditions. The deprotonation of an acid will proceed, but the resulting conjugate base
will be protonated in the presence of water which will reform the acid. This method does

not offer a permanent solution to the removal of naphthenic acids.

1.4.2 Esterification of carboxylic acids

A second possible method for the elimination of naphthenic acids is esterification;
this is done through the addition of simple alcohols using an acid catalyst. However, this
method gives rise to challenges in the esterification of bitumen. Fischer esterification is
the standard process for this type of reaction, but the addition of a strong acid, to act as

a catalyst, into bitumen pipelines is undesirable. Without an acid catalyst, a Fischer



reaction is unable to proceed in high enough vyield to be cost-manageable for oil

companies.

It is worth noting that the issue of an acid catalyst might potentially be over come
through the use of an ionic liquid medium instead of an acid catalyst'®>6, The ionic liquid
in this case would be the bitumen itself, since bitumen contains numerous inorganic and
organic compounds that interact together within an inherently acidic environment to
create ionic species. An issue in using the bitumen itself as a reaction medium is that it
will have a low conversion yield. By using the ionic properties of bitumen to catalyze
Fischer esterification of naphthenic acids, the reaction will proceed only until there are
not enough ions left to continue promoting the reaction. As naphthenic acids are weak

organic acids, there will be a significant percent of unreacted naphthenic acids

fo) Methanol o
1)
cat. HzSO4 H.C
3 \O
HO

remaining.

CCHA CCHA Methyl Ester
9 Methanol O
—_——
2) cat. H,SO, H3C\O
HO
CCPA CCPA Methyl Ester
(0]
Q Mel
—_—
3) K,CO, HsC
HO o
CCPA CCPA Methyl Ester

Scheme 1: Proposed syntheses of naphthenic acid esters through Fischer and methyl iodine
esterification. 1) CCHA Fischer esterification. 2) CCPA Fischer esterification. 3) CCPA methyl iodine
esterification.



1.4.3 Chemical reduction of carboxylic acids to aldehydes

In another method, carboxylic acids can be reduced to aldehydes or primary
alcohols; the primary alcohol is more desirable as it has a lower toxicity. This requires a
strong reducing agent, such as lithium aluminium hydride, which will induce the
conversion of the acid. An issue with this method is that the bitumen must then undergo
additional processing in order to remove the excess lithium aluminium hydride. Without
removal, the lithium aluminium hydride would be more harmful than the naphthenic
acids. There are issues with this method other than just the removal of excess material.
Lithium aluminium hydride is highly reactive, making it dangerous to work with. It is self-
igniting in the presence of oxygen and a self-igniting material it is undesirable at

bitumen extraction sites.

The high reactivity of lithium aluminium hydride also makes it non-selective with
what it reacts with. In bitumen, only the naphthenic acids are the targets, anything else
that could react within bitumen has the potential to cause degradation within the final
petroleum product or create harmful compounds to the purification process. Finally,
lithium aluminium hydride is expensive and unreasonable to be of use on a large

enough scale to produce 3 million barrels of bitumen daily.

1.4.4 Synthesis of bis-carboxylate metal complexes as a method to lower
naphthenic acid polarity

The method chosen for this research is metal center coordination’1819 of the

naphthenic acids; it provides the least amount of risk in comparison to the previously



stated methods. Coordination of the acids to a metal center, such as zinc (Il) or
magnesium (I1), will eliminate two molecules of acid at once, while the added metal is
inherently non-toxic for its addition into bitumen. A 2:1 molar ratio of acid to metal is
necessary, meaning that less reactant will be required when compared to the other
methods discussed above. The coordination method also has the same benefits as the
Fischer esterification method. These include a reduction of the partition coefficient?®?! of
bitumen as it converts the polar acids into non-polar complexes. The partition coefficient
is the concentration measurement of a solute in a mixture of two immiscible solvents?2.
This is then able to determine the solubility difference of the compound across the two
phases?:. A reduction of the partition coefficient of naphthenic acids directly reduces
their solubility in water. Reducing naphthenic acid solubility in water will prevent them
from acting as surfactants for bitumen, further lessening toxic effects. A method to
measure the partition coefficient was adapted from the literature to compare a
complex’s partition coefficients to the respective unreacted naphthenic acid using

reverse phase high performance liquid chromatography. 24 25

This coordination to the metal center reduces the overall polarity of the complex
relative to the free acids. Decreasing the polarity of the naphthenic acids will reduce
their affinity for water. This will cause them to favour remaining within the non-polar
bitumen as well as reducing their ability to act as a surfactant. This synthesis will also
remove a source of hydrogen bonding within the bitumen, reducing its intermolecular
forces and its viscosity. A reduction in bitumen viscosity may not be viewed as
immediately important, but in doing so it will be providing a reduction to the amount of

bitumen diluent required to reduce the viscosity to meet the standard flow allowed within



10

an oil pipeline, ~350 cSt?5. A reduction in the amount of diluent, which is a mixture of
cyclo-hexane, toluene, and heptane?’, directly correlates to savings for companies as

these solvents are expensive and difficult to recover.

(€]

OH )

cyclohenaneacetic acid zinc 2-cyclohexylacetate Deprotonated cyclohenaneacetic acid

Positive Polarity Increase Negative Polarity Increase

No Polarity

Y

A

Scheme 2: Diagram of non-polarity within zinc 2-cyclohexylacetate complex compared to
respective naphthenic acid

Another benefit of this method, one that is not immediately visible, involves the oil
pipelines. The naphthenic acids, over time, will corrode the structural integrity of the
pipelines used to carry them. They react differently depending upon the transportation
method?® of the bitumen but overall they increase the risk of failure and an oil spill.
Though a risk is present, different transportation methods, such as Extra Heavy Crude
Oil Pipelines, lessen the risk of corrosion to pipelines to the point where the role of
naphthenic acids is almost negligible?®. Other methods, such as Steam Assisted Gravity
Drainage, suffer corrosion not only from the acids present but also from localized
corrosion, corrosion for flow-acceleration, and a few other sources®°. Though corrosion
through various means is present within pipelines, it must be noted that, when
compared to transportation by rail, pipelines are found to be over 4.5 times less likely to

experience a catastrophic occurrence3L. In the event of an occurrence, 70% of spills are
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of <1 m3. Of the occurrences, 17% are present within the actual pipeline; the remaining
83% happen at the facility with secondary containment measures®?. It is reported that
between the years of 2011-2014, about 1084 barrels of oil were spilt from Canadian

pipeliness3,

To prevent and reduce corrosion within the pipeline, we propose the use of the
metal coordination method (as described earlier) with the metal centers zinc and
magnesium being utilized. Zinc will interact with steel in the pipeline to undergo the
chemical process of galvanization, in which a protective coating of zinc is applied onto
the steel. This galvanization will strengthen the steel pipeline and even repair any pre-
existing naphthenic acid corrosion. The other metal, magnesium, can chemically
interact with steel to form an alloy that possesses better non-oxidizing properties when

compared to steel alone.

1.5 Objectives of this thesis

For this research, several issues involving the relationship between bitumen and
naphthenic acids have been identified. These can be related to the objectives of this

investigation:

1. How to easily prevent further corrosion within pipelines: The prevention of
pipeline corrosion can be accomplished through the elimination of the acidic
protons within the naphthenic acids. The coordination of the acid to the chosen
metal centers will do this. The interaction of the metal centre with steel will also

prevent corrosion of the pipelines.
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2. How to easily and cheaply reduce the viscosity of bitumen: The loss of the
naphthenic acid protons will reduce the internal forces acting within bitumen;
losing a source of hydrogen bonding will lessen the overall attraction forces and
reduce the viscosity of the bitumen.

3. How to reduce the toxicity of naphthenic acids: The coordination of naphthenic
acids to metal centers will reduce the molecules’ dipole moments via
coordination to an electrophile. This will also create symmetry in the complex
which will further reduce the polar aspects of the naphthenic acids. This will
reduce the acids’ solubility in aqueous systems, which will be measured through

the determination of the samples’ partition coefficients.

The metal coordinated acids will be compared to the respective esterified acid
counterparts in order to determine which of the previously described methods is more

effective at completing the goals of this experiment.
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Chapter 2 - Results and discussion

2.1 Zinc metal center complexes

2.1.1 Preparation of the zinc 2-cyclohexylacetate dihydrate complex

500 mg of the required naphthenic acid was weighed and dissolved in 10 mL of
methanol. 293 mg of zinc chloride was mixed into the solution with 10 mL methanol and
the solution heated to 80°C under reflux for 8 hours. After reaction, 20 mL 6M
ammonium hydroxide was added and the sample was stirred for 30 minutes. A white
precipitate formed in the flask. Spectroscopic analysis was performed on the sample,
including *HNMR, ¥CNMR, COSY, HSQC, and IR. The NMR sample was prepared
from 30 mg of the complex dissolved in DMSO-D6. A crystal was grown from the

sample via evaporation using methanol as the solvent.

1) Methanol/ water =2 OH,
100°C, 8 hours e
+ ZnCl, > \’Zn \
LA
2) NH4OH Wash H,O0 ==
CCPA zinc 2-cyclopentylacetate dihydrate

1) Methanol/ water = /O+H2

+ 100°C, 8 hours T
ZnCl, o O'»,/ \ \

T

2) NH,OH Wash

CCHA zinc 2-cyclohexylacetate dihydrate

Scheme 3: Synthesis methods for the CCPA (top) and CCHA (bottom) zinc complexes.
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2.1.2 Analysis of the zinc 2-cyclohexylacetate dihydrate complex

The sample CMJL027 Zn showed a disappearance of the acidic proton peak
(when compared to the spectrum of the starting material) in the 'H NMR spectrum,
indicating that the CCHA had been deprotonated. Upon review of the CMJL027 Zn 13C
{1H} (75 MHz, DMSO-D6, ppm) spectrum, it was found that the large carbonyl peak at
173.7 ppm (s, -COOH) had been replaced with a significantly smaller peak at 175.7
ppm (s, -COOZn). This shift up-field in the spectrum indicates that additional electron
density has been introduced to the complex to shield the carbon electrons. This is good
supporting evidence for the formation of a zinc complex, since zinc has a large electron

shell to create this shielding effect.

The carbonyl peak of the sample is significantly smaller in comparison to the
other detected carbon signals and with respect to those of the CCHA control. This may
be due to a sensitivity issue of the sample, or some unexpected product being formed to
eliminate the carbonyl group, such as would occur with carbon dioxide production. The
'H NMR of the sample also shows a broad peak located at 6.03 ppm that corresponds

to the presence of ammonium protons.

The elemental analyses (EA) confirms the presence of nitrogen within the bulk
samples, as can been seen for CMJL027 Zn in the experimental section. However,
nitrogen does not appear to be adversely interacting with the coordination of the
sample; it is instead a matter of purity. The metal coordinated sample was crystallized
from slow evaporation in methanol. The crystallization also developed an oily layer that
the crystals were resting within. Crystal structures of both samples were obtained using

XRD.
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2.1.3 Partition coefficient of the zinc 2-cyclohexylacetate dihydrate complex

When comparing the partition coefficient of the samples to CCHA, the acid
control was retained for 3.1 minutes, while CMJL027 Zn was retained for 3.8 minutes.
The increase of the retention time for CMJL027 Zn supports the hypothesis that metal
coordination is a viable method to reduce the polarity of the naphthenic acids. The
increase in retention time is not as significant when compared to the methyl ester trials;
this may be due to water coordination to the zinc metal center as observed within the
crystal structure. This coordination would increase the polarity and the affinity that the
complex has towards water, allowing it to be more soluble in the aqueous phase than

theorized.

2.1.4 Solid state crystal data of the Zinc metal center complexes

The selected naphthenic acid was reacted with 293 mg of zinc chloride in
methanol and heated to 80°C under reflux for 8 hours. After reaction, 20 mL 6M
ammonium hydroxide was added and the sample was stirred for 30 minutes. A white
precipitate formed within the flask. Crystals were grown from the samples through slow
evaporation using methanol as the solvent. X-ray crystallographic analyses were

performed by Dr. Katherine Robertson.

The structures of the zinc crystals demonstrate two initially unpredicted

phenomena. The first is the bidentate (dual) coordination to the oxygen atoms of the
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naphthenic acid. It was initially theorized that the zinc complex would coordinate to a
single oxygen atom from each acid molecule and retain a double bond on the other
oxygen of the carboxyl group. It seems instead, that the oxygen is undergoing
resonance to dissociate the double bond across both atoms, forming a carboxylate salt.
This is most likely due to the abundance of electrons that zinc has in its valence shell
and the electron negativity of oxygen. The second unpredicted result is that the zinc
center is also coordinating with water to form an octahedral structure. This structure
allows for more stabilization of the metal atoms compared to the tetrahedral complex.
This coordination of water also represents an increase in polarity over what was
previously theorized. This increase is likely responsible for the lower than expected

results of the partition coefficient comparison.

Figure 2: Solid state crystal structure of the CCPA zinc complex. Thermal ellipsoids are drawn at
the 50% probability level. (Synthesis performed by Dr. Bitu Hurisso)
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Figure 3: Packing diagram of theCCPA zinc complex viewed down the Y-axis. (Synthesis
performed by Dr. Bitu Hurisso)

Figure 4: Solid state crystal structure of the CCHA zinc complex. Thermal ellipsoids are drawn at
the 50% probability level.
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Figure 5: Packing diagram of the CCHA zinc complex viewed down the Y-axis.

2.2 Magnesium metal center complexes
2.2.1 Preparation of the magnesium 2-cyclohexylacetate tetrahydrate complex

500 mg of the required naphthenic acid was weighed and dissolved in 10 mL of
methanol. 403 mg of magnesium chloride was mixed into the solution with 10 mL
methanol and the solution heated at 80°C under reflux for 8 hours. After reaction, 20 mL
of 6M ammonium hydroxide was added and the sample was stirred for 30 minutes. A
white precipitate formed within the flask. Spectroscopic analysis was performed on the
sample, including *HNMR, *CNMR, COSY, HSQC, and IR. The NMR sample was
made from 30 mg of the complex dissolved in DMSO-D6. A crystal was grown from the

sample with slow evaporation using methanol as the solvent.
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Scheme 4: Synthesis methods of the CCPA and CCHA magnesium complexes,

2.2.2 Analysis of the magnesium 2-cyclohexylacetate tetrahydrate complex

CMJL027 Mg showed a disappearance of the acidic proton peak in the *H NMR
spectrum, indicating that the CCHA had been deprotonated. Upon review of the
CMJL027 Mg 3C{1H} (75 MHz, DMSO-D6, ppm) spectrum, two peaks are present,
173.6 (s, -COOH) and 176.1 (s, -COOMg) compared to the CCHA control, which has a
large carbonyl peak at 173.7 (s, -COOH). The peak at 173.6 for CMJL027 Mg is
presumed to be uncoordinated acid present within the sample. This shift down-field in
the spectrum indicates that electron density has been taken from the carbonyl carbon to
cause its deshielding. This is good supporting evidence for the formation of a
magnesium complex, which does not have a large electron shell. The Mg?* ion would
want to pull electron density away from the acid when it reacts, causing a reduction of

electron density in the oxygen atoms and thus a deshielding effect on the carbon.
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The carbonyl peaks in the sample are significantly smaller in comparison to the
other detected carbons within the sample and with respect to the CCHA control. This
may be due to a sensitivity issue of the sample, or some unexpected product being
formed to eliminate the carbonyl, such as could occur with carbon dioxide production.
The 'H NMR spectra of both of these samples show a broad peak located at 6.03 ppm

that corresponds to ammonium protons.

The EA of the samples confirms the presence of nitrogen within them, as can
been seen for CMJL027 Mg in the experimental section. However, nitrogen does not
appear to be adversely interacting during the coordination of the sample; it is instead a
matter of purity. The metal coordinated sample was crystallized from slow evaporation
in methanol. The crystallization also developed an oily layer that the crystals were

resting within. Crystal structures of both samples were obtained from XRD.

2.2.3 Partition coefficient comparison of the magnesium 2-cyclohexylacetate
tetrahydrate complex

When comparing the partition coefficient of the samples to CCHA, the acid
control was retained for 3.1 minutes, and the CMJL027 Mg peak was not observed
down field of the unretained peaks at 247 nm. A small spike occurred at 0.7 minutes
when compared to the blank, but as this is directly in the middle of the HPLC grade
methanol unretained peaks, it is difficult to assign this to the sample instead of the

solvent.

This decrease of retention time for CMJL027 Mg does not support the hypothesis

that metal coordination is a viable method to reduce polarity of the naphthenic acids.
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This decrease, however, may be due to water coordination to the magnesium metal
center, as observed within the crystal structure. This coordination would increase the
polarity and the affinity that the complex has towards water, allowing it to be more
soluble than theorized. This idea would explain why CMJL027 Mg is less retained than
the control acid. The crystal data shows that twice as much water is coordinated in the
magnesium complexes compared to the zinc complexes, which would further increase
the water solubility of the latter. In case the magnesium complex is not absorbing at the
chosen wavelength, the experiment should be redone at a different wavelength where

CMJL027 Mg absorbs better.

2.2.4 Solid state crystal data of the Magnesium metal center complexes

The selected naphthenic acid was reacted with 403 mg of magnesium chloride in
methanol and heated at 80°C under reflux for 8 hours. After reaction, 20 mL of 6M
ammonium hydroxide was added and the sample was stirred for 30 minutes. A white
precipitate formed within the flask. Crystals were grown from the samples through slow
evaporation using methanol as the solvent. X-ray crystallographic analyses was

performed by Dr. Katherine Robertson.

The structures of the magnesium crystals demonstrate an initially unpredicted
phenomenon. The unpredicted result is that the magnesium complex is also
coordinating with water to form an octahedral structure. This structure allows for more
stabilization of the metal atoms compared to the tetrahedral complex. This coordination

of water also represents an increase in polarity over what had been previously
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theorized. This increase is likely responsible for the lower than expected results of the

partition coefficient comparison.

It is also interesting to note that the magnesium structure does not form a
bidentate carboxylate structure, where the magnesium is coordinated to both oxygen
atoms in the naphthenic acid ligands like the zinc structure does. Instead, each acid
molecule coordinates to the magnesium metal center in a monodentate fashion. This
may be due to magnesium not having a large valence electron shell thusly preventing
the oxygens from withdrawing them. It is unlikely that the size of the atomic radius is
influencing the coordination of the complexes with water as magnesium has a larger

atomic radius, 145 pm, than zinc, 142 pm.

S 7%’& \/K’*“
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Figure 6: Solid state crystal structure of the CCPA magnesium complex. Thermal ellipsoids are
drawn at the 50% probability level. (Synthesis performed by Dr. Bitu Hurisso)



23

Figure 7: Packing diagram of the CCPA magnesium complex viewed down the Z-axis. (Synthesis
performed by Dr. Bitu Hurisso)

Figure 8: Solid state crystal structure of the CCHA magnesium complex. Thermal ellipsoids are
drawn at the 50% probability level.
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Figure 9: Packing diagram of the CCHA magnesium complex viewed down the X-axis.

2.3 Ammonium hydroxide free metal center complexes

2.3.1 Na2COs as a base for LoM complex formation, L= naphthenic acid, M=metal
center.

Elemental analyses detected the presence of nitrogen within the previous
samples, so the synthesis of the metal coordination complexes was changed from
ammonium hydroxide base promoted to sodium carbonate base mediated; further
details of the method can be viewed in experimental section. The new coordination
method was tested with zinc and CCHA to compare against the pre-existing samples for
the viability of the coordination. The new sample did not show the ammonium peak
present within the *H NMR spectrum that was present within the CMJL027 Zn and Mg

samples.
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When compared to the spectroscopic data of CMJL027 Zn, the peaks present
matched almost exactly. EA was used to confirm that nitrogen was not present within
the sample either. The presence of nitrogen was a concern, firstly as a purity issue, and
secondly because of the crystal quality being obtained. It was not clear whether the
ammonium ions interacted during the crystal growth process, but the crystals that were
produced were very hydroscopic, difficult to mount, dissolved in ionic liquids, and

became a brown colour when exposed to air for an extended period of time (1-2 weeks).

With this data, the new method was approved for synthesis of other naphthenic
acid complexes. CMJL035 was crystallized through slow evaporation in methanol, but

crystals of suitable quality were not obtained.

2.3.2 Synthesis of an Na2COs base mediated LM complex

CMJL036 was the first sample obtained after the new method was tried on the
selection of naphthenic acids available; it came from the reaction with 1-naphthoic acid
to zinc chloride. The product of the reaction showed a disappearance of the acidic
proton peak in the *H NMR spectrum, indicating that the 1-naphthoic acid had been
deprotonated. Upon review of the CMJL036 °C{1H} (75 MHz, DMSO-D6, ppm)
spectrum, the large carbonyl peak at 168.7 (s, -COOH) has been replaced with a
significantly smaller peak at 172.4 (s, -COOZn). This shift up-field in the spectrum
indicates that additional electron density has been introduced to the complex to shield
the carbon electrons. This is good supporting evidence for the formation of a zinc

complex, which has a large electron shell to create this shielding effect.
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It is also worth noting that all of the aryl signals in the zinc coordinated 1-
naphthoic acid have become less resolved. Doublet and triplets have appeared within
the spectrum that were not present in that of the control acid. Some of the peaks have
also shifted within the field by up to £0.55 ppm with respect to the acid control. These
chemical shifts may be due to the reaction forming undesired side products instead of

the intended naphthenic acid zinc complex.

° S
e \Zn“\\ N
Methanol/ water

0,
+ 200, 8°C, 24 hours .~ C

bis-1-Naphthoic carboxylate zinc

(0]

1-Naphthoic Acid

Scheme 5: Synthesis of the zinc coordinated 1-naphthoic acid complex.

2.3.3 Analysis of the Na2COs base mediated L2M complex

The sample was sent for EA which confirmed that nitrogen was not present
within the sample, as can be seen for CMJLO36 in the experimental section. The risk of
crystal damage by ammonium was thus minimal. The sample was crystallized via slow
evaporation in methanol using an anti-solvent system of ACN and Et2O. The slow
evaporation method did not yield any useful crystals, as instead a highly oily layer

remained, but the anti-solvent crystallization produced small needle crystals.
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The samples were given the Dr. Robertson for analysis. The XRD spectrum of
the 1-naphthoic acid sample was totally unexpected. The structure was helical in shape,
wth 1-naphthoic acid ligands spiralling on the outside of the structure with internal cross-
linking metal centers forming the backbone of the structure. These metal centers were

not the expected zinc atoms, but instead sodium atoms from the sodium carbonate.

This is an interesting result as it emphasizes the coordination diversity of the
ligands. It was not expected that sodium would coordinate to the acid, but it shows that
the ligand can coordinate to both electron-rich and electron-deficient metal centers. The
precise metal center is not fully relevant for the purpose of this experiment. The metals
zinc and magnesium were chosen for their availability and the anti-corrosion chemical
reactions that they undergo with steel. Sodium does not have this property, but
coordination with sodium still allows the sample to reduce the viscosity of bitumen and

to lessen the toxic effects of the acid.

A number of naphthenic acids were reacted using this method and had crystals
grown. Upon examination of the crystal structures, it was determined that most were
small inorganic salts of NaCl, MgClx, ZnClx and NH4Cl. Only 1-naphthoic and 9-
anthracenecarboxylic acid coordinated to form sodium centered complexes. It is
presumed that this is because these naphthenic acids are flat and aromatic, which allow
for crystal packing in this specific way; the other acids studied would have steric effects

causing interference.
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2.3.4 Partition coefficient of the Na2COs base mediated L2M complex

The comparison of the retention times in the RP-HPLC for CMJL036 compared
to the 1-naphthoic acid control is not as straightforward as the previous samples. These
samples were more concentrated compared to CMJL027 Zn and Mg samples. This
higher concentration is further intensified by the high absorbance the complexes have
for light at wavelength 247 nm. This causes a dramatic increase in signal intensity
compared to the previous samples, which is unfavourable. This increased signal
intensity makes it difficult to determine the exact retention time of the samples as the
peaks are broader, and could be shifted due to overloading the column. Regardless, the
control 1-naphthoic acid had a retention time of 3.0 minutes at its peak, spread out over

about 1.0 minute.

CMJL036 does not have as well defined a peak as the control, instead multiple
peaks are present and these fall within the area of the methanol blank. These peaks are
significantly larger than those of the blank, so it is thought that the sample eluted in this
area and thusly dramatically increased peak height. The next issue is the presence of
multiple peaks within the sample, all at the same retention time. This could be
contributed to by contamination within the sample caused by the reaction forming

undesired side products instead of the intended naphthenic acid zinc complex.

If these peaks do include those of the sample, then CJL036 elutes at its slowest
point at 1.0 minute. This implies that the sample is more hydroscopic than the
respective acid control. This affinity for water may be due to a resonance structure of
the sample creating a dipole moment. This dipole moment could allow for the sample to

be more readily soluble in water than previous samples and result in it being more polar
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than expected. A polar structure would explain the rapid elution within the polar mobile
phase. Alternately, if these peaks are not the sample, then the experiment would have
to be run longer to test for longer retention times, as no other peaks were eluted within

the 20 minutes the experiment was run for.

2.3.5 Solid state crystal data of Na2COs base mediated LM complexes

The selected naphthenic acid was reacted with 231 mg of zinc chloride and 1 eq
of sodium carbonate in methanol and heated at 80°C under reflux for 24 hours. The
sample was evaporated and crystals were grown from the samples through anti-solvent
crystallization using ACN and Et20 as solvents. X-ray crystallographic analyses were

performed by Dr. Katherine Robertson.

The structures of the sodium=containing crystals are the product of an initially
unpredicted phenomenon. It was thought that this synthesis method would cause
coordination with the desired metal centers (Zn or Mg), but instead a cross reaction
happened with the sodium carbonate. It is not expected that sodium would coordinate to

multiple atoms like this due to its small electron shell.

In the 1l-naphthoic acid structure, the sodium atoms form a polymeric helical
backbone, with the 1-naphthoic acid coordinating to the outside of the structure. The
sodium atom is coordinated to multiple atoms; this must be to increase its stability.
Acetonitrile is present within the crystal coordinated to sodium atoms. The presence of
acetonitrile acts as a void filler for the sodium complex as it is small enough to fit within

the voids that are present in the crystal structure. Each unit cell of the crystal structure is
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composed of a 1l-naphthoic acid molecule, three sodium atoms, and an acetonitrile

molecule.

In the 9-anthracenecarboxylic acid structure, the sodium atoms form a polymeric
helical backbone, with the 9-anthracenecarboxylic acid ligands coordinating to the
outside of the structure. This is similar to the 1-naphthoic acid structure, but instead the
sodium atoms are coordinating to water molecules to form the helical backbone while 9-
anthracenecarboxylic acids are hydrogen bonding to the water on the outside of the
structure. This may be due to 9-anthracenecarboxylic acid being bulkier than the 1-
naphthoic acid, causing an increase of steric effects and thus preventing direct bonding
to the metal centers. Each unit cell of the crystal structure is composed of a 9-

anthracenecarboxylic acid molecule, three sodium atoms, and six water molecules.

Figure 10: Solid state crystal structure of the 1-naphthoic acid sodium complex. Thermal
ellipsoids are drawn at the 50% probability level.(Acetonitrile is present in the crystal acting as a void filler
and providing extra stabilization).
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Figure 11: Solid state crystal structure of the 1-naphthoic acid sodium complex packing system.
Thermal ellipsoids are drawn at the 50% probability level. (Acetonitrile is present in the crystal acting as a
void filler and providing extra stabilization).

Figure 12: Packing diagram of thel-naphthoic acid sodium complex viewed down the Y-axis.
(Acetonitrile is present in the crystal acting as a void filler and providing extra stabilization).
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Figure 13: Packing diagram of the 9-anthracenecarboxylic acid sodium complex. Thermal
ellipsoids are drawn at the 50% probability level. Gray atoms are carbon, red atoms are oxygen, purple
atoms are sodium, Hydrogens have been omitted for clarity

Figure 14: Packing diagram of the 9-anthracenecarboxylic acid sodium complex viewed down the Y-axis.



33
2.4 Naphthenic acid methyl ester comparison

2.4.1 Naphthenic acid methyl ester preparation

Three methyl esters were chosen from a previous experiment to use as a
comparison for the metal coordinated samples. CCPA and CCHA methyl esters were
synthesized through Fischer esterification with methanol and catalytic sulfuric acid. The
third, a CCPA methyl ester, was synthesized with 1.2 eq methyl iodide in methanol. All
three reactions produced liquid esters that smelt strongly of bubble gum and bananas.
Spectroscopic analyses were performed on the samples, including HNMR, CNMR,
COSY, HSQC, and IR. NMR samples were made from 30 mg of the complexes
dissolved in CD2Cl2. Crystals were grown from the samples via the slow evaporation

method using methanol as the solvent.
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Scheme 6: Proposed syntheses of naphthenic acid esters through Fischer and methyl iodine
esterification. 1) CCHA Fischer esterification. 2) CCPA Fischer esterification. 3) CCPA methyl iodine
esterification.
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2.4.2 Analysis of naphthenic acid methyl esters

The ester formed through methyl iodide esterification does not show full
conversion, as judged from the NMR spectra. The *H NMR spectrum of the methyl
iodide ester shows that the acidic proton in not present when compared to the spectrum
of the CCPA control. The 13C NMR spectrum, however, shows more carbonyl peaks
than one would expect from an ester, which indicates that another form of carbonyl has
been synthesized. For this reason, the methyl iodide esterification sample was not used

in the comparison of the methods due to the uncertainty of the sample’s purity.

In the CCPA methyl ester sample, the 'H (300 MHz, CD2Cl2, ppm) spectrum
shows that the acidic proton has disappeared compared to the CCPA control. The
13C{1H} (75 MHz, CD2Cl2, ppm) spectrum also helps to confirm esterification, as two
carbonyl peaks are present: 174.1 (s, -COOCHs), and 178.1 (s, -COOCHs3), in

comparison to the CCPA single carbonyl peak of 180.2 ppm (s, -COOH).

In the CCHA methyl ester sample, the *H (300 MHz, CD2Cl2, ppm) spectrum
shows that the acidic proton present has disappeared compared to the CCHA control.
The 3C{1H} (75 MHz, DMSO-D6, ppm) also helps to confirm esterification as two
carbonyl peaks are present: 173.8 (s, -COOCH3s), and 178.8 (s, -COOCH:s3), in

comparison to the CCHA single carbonyl peak of 173.7 ppm (s, -COOH).

The esters did not crystallize so their physical structures could not be confirmed.
This inability to crystallize is important data to note, as this confirms that the samples
were too oily to be able to crystallize. The solid pure naphthenic acids, upon undergoing

esterification, became oily liquid esters which supports the loss of polarity of the



35

samples. This loss of polarity is highly desired as it reduces hydrogen bonding and

lowers the water solubility of the complexes.

2.4.3 Partition coefficient comparison of the naphthenic acid methyl esters

A method was adapted from the literature in order to compare a sample’s
partition coefficients to their respective unreacted naphthenic acids, see CMJL056 as
described in the experimental section. For the CCPA acid and ester, the compounds
were retained for 2.2 min and 8.7 min, respectively. This shows a significant increase in
the hydrophobicity of the sample. For the CCHA acid and ester, the compounds were
retained for 3.1 min and 11.2 min, respectively. This once again shows the increase of

hydrophobicity between the ester and its respective acid.

This increase in hydrophobicity is presumed to be due to the loss of the hydrogen
bonding proton and a loss of polarity in the compounds. These esters, therefore, show
initial positive results in reduction of the toxicity of the naphthenic acids. Being less
water soluble limits potential marine toxicity while also causing them to favour remaining

within the bitumen phase when exposed to water.
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2.5 Results and discussion afterword

2.5.1 Notes regarding results and discussion

A large volume of naphthenic acid simulants were selected in order to test the
viability of metal coordination across many realistic ligands that would be present in the
naphthenic acids within bitumen. Of these, CMJL027-CMJL53 as described in the
experimental section, THNMR, ¥CNMR, COSY, HSQC, and IR spectra appear to

collaborate of the presence of the formed coordinated compounds.

With that being said, only a handful of samples were able to provide useable
results for X-ray crystallography. Crystals had formed for all compounds, but most were
determined to be small inorganic salts of NaCl, ZnClx, MgClx, and NH4Cl, which
demonstrates an issue in the purity of the compounds after synthesis. Due to this
problem, only samples that provided useful XRD crystallography data were focused on
within this section (reactions CMJL027 Zn, CMJL027 Mg and CMJL036); the other
reactions are reported on in the experimental section, but were discounted from the

discussion in regards to the focus of this thesis.

2.5.2 Crystal structures of larger inorganic salts caused by impurities

This inorganic salt from the impurities of the synthesis of zinc 2-
cyclohexylacetate dehydrate. The crystals were grown from the sample (CMJL027 Zn)
through slow evaporation using acetonitrile as the solvent. X-ray crystallographic

analysis was performed by Dr. Katherine Robertson.
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The inorganic salt that is shown is zinc tetrachloride with hydronium cations
(ZnCl4[H30O"]) as stabilizers. Further inorganic salt contaminations were also isolated
from other crystal samples, zinc hexahydrate dinitrate, ( Zn(H20)s(NOs)2 ). These

contaminates were present for all failed crystallization attempts.
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Figure 15: Solid state crystal of one of the larger inorganic salts caused by impurities. Thermal
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Figure 16: Packing diagram of one of the larger inorganic salts caused by impurities viewed down
the Z-axis.
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Chapter 3 — Summary and Conclusions
3.1 L2M complexes conclusions

The metal coordinated complexes, zinc 2-cyclopentylacetate dehydrate, zinc 2-
cyclohexylacetate dehydrate, magnesium 2-cyclopentylacetate tetrahydrate, and
magnesium 2-cyclohexylacetate tetrahydrate, have been prepared and characterized.
These complexes have been shown to be more polar than initially theorized due to the
coordination of water to the metal centers which in the process forms octahedral
complexes. This coordination of water causes the complexes to be more of a surfactant

than desired.

The coordination does convert the polar head group of the acid to a non-polar
coordination site. The polarity that is present within the final molecule seems to only be
due to the water that is coordinating in the complex. This can be shown with the elution
times between zinc 2-cyclohexylacetate dihydrate and magnesium 2-cyclohexylacetate
tetrahydrate in the RP-HPLC partition coefficient comparison. These complexes do
eliminate the acidic proton from the naphthenic acids which will decrease their toxicity,
as well as eliminate a source of hydrogen bonding. This causes an overall drop in the

intermolecular forces within bitumen, which allows for a decrease in its viscosity.

3.2 Naphthenic acid methyl ester conclusions

The CCPA and CCHA methyl esters have been shown to eliminate the acidic

proton from their respective naphthenic acids. The esters are not symmetrical and
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therefore will still possess some polarity, but from the RP-HPLC partition coefficient
comparison they show an exceedingly high hydrophobicity. This hydrophobicity causes
the esters to have a lower affinity for water when compared to their respective
naphthenic acids, causing them to be bad surfactants. This will reduce the toxic effects
if acids are spilled in aqueous systems, but also prevent other toxic chemicals in the

bitumen from leeching into the environment.
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Chapter 4 - Future work

Future work of this research entails purification of the naphthenic acid — metal
complexes described in this thesis. This is a priority as the elemental analysis of the
compounds synthesized with ammonium hydroxide show nitrogen within the samples,
despite previous purification attempts. It has also been noticed that crystal growth of the
compounds often yields unusable inorganic salts, in the form of NaCl or NH4Cl, instead
of the crystals of the desired product; A method of purification would help eliminate the

time wasted waiting for the growth of crystals.

Time will be devoted to replicating the experiments with the use of purer
solvents. It is suspected that the solvents used may have been contaminated with
unknown materials, causing unforeseen problems with the syntheses. Replication is
also important, not only to try and increase purity but to also reproduce the XRD
crystallographic data. Since many model naphthenic acids did not appear to be
adequate ligands for coordination to the chosen metal centers, it is important to

demonstrate that these complexes can (or cannot) be remade.

Furthermore, more experiments will have to be undertaken in order to more
precisely determine the complexes’ interactions for the determination of the partition
coefficient through RP-HPLC. Samples will all be dissolved to the same concentration
and then each one will be checked for its precise absorbance range using UV-Vis
spectroscopy. A set of standards of known partition coefficients will be prepared to the
same concentration as the samples. All samples will be spiked with a substance having

an unretainable peak, to, in order to properly calibrate the retention times of peaks within
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the mobile phase; thiourea or formamide will be used to generate the unretainable peak.
Once all samples have been measured, the standards will be used to construct a
calibration curve and then the equation of that line will be used to calculate the log of
the partition coefficient, logkow, of the desired methyl ester and metal coordinated

samples.
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Chapter 5 - Experimental

CMJL027 Zn: Synthesis of the Zinc coordinated complex of cyclo-hexaneacetic
acid (method 1)
H

Ny
© +
1) Methanol/ water "‘"% /OH2
+ 100°C, 8 hours L2 g
ZnCl, - 01\ )
2) NH4OH Wash H,O 5=
CCHA zinc 2-cyclohexylacetate dihydrate

499.47 mg of cyclo-hexaneacetic acid was weighed into a 100 mL round bottom flask
and dissolved in 10 mL of methanol. Zinc chloride was measured out in a 2:1, acid:
metal salt molar ratio. 293 mg of the salt was transferred to the flask with a wash of 10
mL of methanol. The sample was placed in a heating mantle and heated at 80°C under
reflux for 8 hours. After the 8 hours, the sample had 20 mL of ammonium hydroxide
added and was stirred for 30 minutes. A white precipitate formed within the flask. The
precipitate was vacuum filtered and was dried in a desiccator. The filtrate was dried
through rotary evaporation and transferred to a 20 mL vial. *HNMR, **CNMR, COSY,
HSQC, IR, and crystallography were run on the products. Crystals were grown via slow
evaporation using methanol as a solvent. *H NMR (300 MHz, DMSO-D6, ppm): 1.98 (d,
2H, 3JcH = 6.80 Hz, cyhex-CH2CO2H), 1.65 (m, 6H, 3Jch = 33.46 Hz, -cyhex), 1.14 (m,
3H, 3JcH = 55.49 Hz, -cyhex), 0.85 (m, 2H, 3JcH = 34.27 Hz, -cyhex). 3C{1H} NMR (75
MHz, DMSO-D6, ppm): 25.64 (d, 3JcH = 11.41 Hz, -cyhex), 30.59 (s, -cyhex), 32.58 (s, -
cyhex), 34.60 (s, -cyhex), 43.38 (s, cyhex-CH2CO2H), 175.71 (s, cyhex-CH2CO2H). IR

(ATR, cm-1): 3186 (w, br), 3043 (w, br), 2919 (m), 2849 (m), 1627 (m), 1555 (m), 1535
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(s), 1439 (s), 1402 (s, br), 1326 (w), 1246 (w), 1199 (w). EA calculated. [%)]: C, 55.24; H,

7.54; N, 0.00; found [%]: C, 34.69; H, 7.44; N, 8.52.

CMJL027 Mg: Synthesis of the Magnesium coordination complex of cyclo-
hexaneacetic acid (method 1)

H

R /
’ o o
1) Methanol/water O\)‘i@ WO
100°C, 8 hours i, b o
T - o’f\m
(o)

2) NH,OH Wash OH,

CCHA magnesium 2-cyclohexylacetate tetrahydrate

544.05 mg of cyclo-hexaneacetic acid was weighed into a 20 mL vial. The vial of acid
was transferred into a 100 mL round bottom flask and dissolved in 10 mL of methanol.
Magnesium chloride, was measured out in a 2:1, acid: metal salt molar ratio. 403 mg of
the salt was transferred to the flask with a wash of 10 mL of methanol. The sample was
placed in a heating mantle and heated at 80°C under reflux for 8 hours. After the 8
hours, the sample had 20 mL of ammonium hydroxide added and was stirred for 30
minutes. A white precipitate formed within the flask. The precipitate was vacuum filtered
and was dried in a desiccator. The filtrate was dried through rotary evaporation and
transferred to a 20 mL vial. tTHNMR, ¥3CNMR, COSY, HSQC, IR, and crystallography
were run on the sample. Crystals were grown via slow evaporation using methanol as
the solvent. *H NMR (300 MHz, DMSO-D6, ppm): 1.95 (d, 2H, 3JcH = 6.77 Hz, cyhex-
CH2CO2H), 1.61 (m, 6H, 3Jcu = 34.48 Hz, -cyhex), 1.17 (m, 3H, 3Jcn = 57.17 Hz, -
cyhex), 0.88 (m, 2H, 3JcH = 33.24 Hz, -cyhex). 3C{1H} (75 MHz, DMSO-D6, ppm):
25.82 (d, 3JcH = 11.81 Hz, -cyhex), 30.61 (s, -cyhex), 32.59 (s, -cyhex), 34.53 (s, -

cyhex), 43.5 (s, cyhex-CH2CO2H), 176.18(s, cyhex-CH2CO2H). IR (ATR, cm-1): 3117
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(m, br), 3025 (m, br), 2919 (vs), 2849 (s), 2803 (m), 1749 (w, br), 1689 (w), 1623 (m),
1586 (s), 1547 (m), 1443 (s), 1392 (vs, br), 1361 (m), 1196 (m), 1123 (w). EA calculated.

[%0]: C, 62.71; H, 8.56; N, 0.00; found [%]: C, 33.17; H, 7.41; N, 9.03.

CMJLO035: Synthesis of the Zinc coordination complex of cyclo-hexaneacetic acid
(method 2)

o
o/ o -
Methanol/water =z /OHz
80°C, 24 hours A
+ zncl, > 0’/\ |
+, )
N32CO3 HO o=
CCHA zinc 2-cyclohexylacetate dihydrate

501.0 mg of cyclo-hexaneacetic acid was weighed into a 100 mL round bottom flask.
375 mg of sodium carbonate was added to the flask. 228 mg of zinc chloride was
dissolved in a 15 mL solution of 2:1 methanol : ultrapure water and transferred into the
flask. The salt solution was washed with another 10 mL of methanol to ensure complete
transfer of the solution. The sample was placed under reflux for 24 hours at 80°C. After
reacting, the sample was dried through rotary evaporation and transferred to a 20 mL
vial. tHNMR, 13CNMR, COSY, HSQC, IR, and crystallography were run for each of the
samples. Attempts were made to grow crystals via slow evaporation using methanol as
the solvent. 'H NMR (300 MHz, DMSO-D6, ppm): 1.80 (d, 2H, 3JcH = 6.87 Hz, cyhex-
CH2CO2H), 1.65 (m, 6H, 3JCH = 36.98 Hz, -cyhex), 1.16 (m, 3H, 3Jcu = 55.76 Hz, -
cyhex), 0.80 (m, 2H, 3Jcn = 37.43 Hz, -cyhex). 13C{1H} NMR (75 MHz, DMSO-D6, ppm):
26.15 (d, 3Jcn = 13.15 Hz, -cyhex), 33.21 (s, -cyhex), 35.31 (s, -cyhex), 46.38 (s, cyhex-

CH2CO2H), 176.85 (s, cyhex-CH2CO2H). IR (ATR, cm-1): 2920 (s), 2850 (m), 1578 (vs),
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1441 (m), 1418 (s), 1262 (w), 1141 (w), 1119 (w). EA calculated [%]: C, 55.24; H, 7.54; N,

0.00; found [%]: C, 42.50; H, 5.72; N, 0.04.

CMJL036: Synthesis of the Zinc coordination complex of 1-Naphthoic acid
(method 2)

OO Methanol/water
(o]
+ ZnCl, 80°C, 24 hours _

N82003

o

1-naphthoic acid

zinc 2-(naphthalen-1-yl)acetate

552.3 mg of 1-naphthoic acid was weighed into a 100 mL round bottom flask. 342 mg of
sodium carbonate was added to the flask. 231 mg of zinc chloride was dissolved in a 15
mL solution of 2:1 methanol : ultrapure water and transferred into the flask. The salt
solution was washed with another 10 mL of methanol to ensure complete transfer of the
solution. The sample was placed under reflux for 24 hours at 80°C. After reacting, the
sample was dried through rotary evaporation and transferred to a 20 mL vial. *HNMR,
1I3CNMR, COSY, HSQC, IR, and crystallography sample was run for each of the
sample. The crystals was attempted to be formed from slow evaporation using methanol
as a solvent. 1H (300 MHz, DMSO-D6, ppm): 9.00 (m, 1H, 3Jch = 16.38 Hz, Ar), 7.82
(m, 3H, 3Jcn = 23.83 Hz, Ar), 7.41 (m, 3H, 3Jcu = 19.16 Hz, Ar). 3C{1H} (75 MHz,
DMSO-D6, ppm): 124.93 (d, 3JCH = 2.16 Hz, Ar), 125.05 (s, Ar), 126.12 (s, Ar), 127.69

(t, 3JCH = 16.80 Hz, Ar), 130.97 (s, Ar), 133.30 (s, Ar), 139.66 (s, Ar), 172.41 (s, Ar-
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CO2H). IR (ATR, cm-1): 3048 (w), 1598 (m), 1550 (s, br), 1507 (m), 1411 (s), 1374 (s),
1338 (m), 1255 (m), 1214 (w), 1150 (w), 870 (m), 776 (vs). EA calculated [%)]: C, 64.79;

H, 3.46; N, 0.00; found [%]: C, 46.84; H, 2.48; N, 0.02.

CMJLO037: Synthesis of the Zinc coordination complex of 3-methyl-octahydro-
pentalene-1-carboxylic acid (method 2)

O

o—" Methanol/water

(o]
+  zncy, 89°C.24hours

N32CO3

3-methyl-octahydro-pentalene-1-carboxylic acid

zinc 2-(3-methyloctahydropentalen-1-yl)acetate

200.8 mg of 3-methyl-octahydro-pentalene-1-carboxylic acid was weighed into a 100
mL round bottom flask. 131 mg of sodium carbonate was added to the flask. 85 mg of
zinc chloride was dissolved in a 15 mL solution of 2:1 methanol : ultrapure water and
transferred into the flask. The salt solution was washed with another 10 mL of methanol
to ensure complete transfer of the solution. The sample was placed under reflux for 24
hours at 80°C. After reacting, the sample was dried through rotary evaporation and
transferred to a 20 mL vial. *HNMR, *CNMR, COSY, HSQC, IR, and crystallography
sample was run for each of the sample. The crystals was attempted to be formed from
slow evaporation using methanol as a solvent. 1H (300 MHz, DMSO-D6, ppm): 0.93 (d,
3H, 3Jch = 6.22 Hz, CHCH3), 1.22 (q, 2H, 3Jcn = 34.79 Hz, -ohpn), 1.41 (m, 6H, 3JCH =
55.40 Hz, -ohpn), 1.85 (m, 3H, 3JcH = 78.49 Hz, -ohpn), 2.55 (q, 1H, 3JCH = 23.47 Hz, -

ohpn). 13C{1H} (75 MHz, DMSO-D6, ppm): 19.52 (s, -ohpn), 24.58 (s, -ohpn), 31.62 (s, -
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ohpn), 33.06 (s, -ohpn), 41.34 (s, -ohpn), 41.63(s, -ohpn), 47.75 (s, -ohpn), 51.32 (s, -
ohpn), 55.52 (s, -ohpn), 179.84 (s, ohpn-CO2H). IR (ATR, cm-1): processing error,

peak wave numbers could not be obtained.

CMJLO038: Synthesis of the Zinc coordination complex of 2-cyclo-pentylhexanoic
acid (method 2)

o
Methanol/water
0, Zn
+  zncl, 80°C, 24 hours . AN
Na,COs \Y%

2-cyclopentylhexanoic acid

zinc 2-cyclopentylhexanoate

112.6 mg of 2-cyclo-pentylhexanoic acid was weighed into a 100 mL round bottom
flask. 72 mg of sodium carbonate was added to the flask. 44 mg of zinc chloride was
dissolved in a 15 mL solution of 2:1 methanol : ultrapure water and transferred into the
flask. The salt solution was washed with another 10 mL of methanol to ensure complete
transfer of the solution. The sample was placed under reflux for 24 hours at 80°C. After
reacting, the sample was dried through rotary evaporation and transferred to a 20 mL
vial. 'THNMR, ¥CNMR, COSY, HSQC, IR, and crystallography sample was run for each
of the sample. The crystals was attempted to be formed from slow evaporation using
methanol as a solvent. 1H (300 MHz, DMSO-D6, ppm): 0.82 (t, 3H, 3Jcn = 13.25 Hz, -

CHCOzH), 1.23 (m, 6H, 3Jcn = 86.13 Hz, cypen), 1.43 (m, 8H, 3Jcn = 106.98 Hz,
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CHsCH2CH2CH2.CH(cypen)CO2H), 1.78 (t 8H, 3JCH = 16.61 Hz,
CH3CH2CH2CH2CH(cypen)COzH). 8C{1H} (75 MHz, DMSO-D6, ppm): 14.09 (s,
CH3CH2CH2CH2CH(cypen)CO2H), 22.59 (s, CH3CH2CH2CH2CH(cypen)CO2H), 24.70
(d, 3JCH = 22.61 Hz cypen), 30.16 (d, %JCH = 11.08 Hz, cypen), 30.90 (s,
CH3CH2CH2CH2CH(cypen)CO2H), 31.92 (s, CHsCH2CH2CH2CH(cypen)CO2H), 43.23
(s, CH3CH2CH2CH2CH(cypen)CO2H), 54.43 (s, CH3CH2CH2CH2CH(CHC4Hs)CO2H),
179.80 (s, CHaCH2CH2CH2CH(cypen)COzH). IR (ATR, cml): 2922 (s), 2852 (m), 1683

(m, br), 1557 (vs), 1447 (m), 1409 (s), 1324 (m), 1298 (m), 1194 (w), 1117 (w).

CMJLO040: Synthesis of the Zinc coordination complex of anthracene-9-carboxylic
acid (method 2)

OOO Methanol/water
(o]
+ ZnCl, 80°C, 24 hours

N82003

0.

~

I

(0]

9-anthracenecarboxylic acid

zinc 2-(anthracen-9-yl)acetate

539.0 mg of Anthracene-9-carboxylic acid was weighed into a 100 mL round bottom
flask. 300 mg of sodium carbonate was added to the flask. 203 mg of zinc chloride was
dissolved in a 15 mL solution of 2:1 methanol : ultrapure water and transferred into the
flask. The salt solution was washed with another 10 mL of methanol to ensure complete
transfer of the solution. The sample was placed under reflux for 24 hours at 80°C. After

reacting, the sample was dried through rotary evaporation and transferred to a 20 mL
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vial. 'THNMR, BCNMR, COSY, HSQC, IR, and crystallography sample was run for each
of the sample. The crystals was attempted to be formed from slow evaporation using
methanol as a solvent. 1H (300 MHz, DMSO-D6, ppm): 7.39 (m, 4H, 3Jch = 30.11 Hz,
Ar), 8.07 (m, 4H, 3Jcu = 72.50 Hz, Ar), 8.29 (s, 1H, Ar). 3C{1H} (75 MHz, DMSO-DS,
ppm): 122.63 (s, Ar), 123.96 (s, Ar), 124.91 (s, Ar), 125.84 (s, Ar), 127.70 (s, Ar), 127.95
(s, Ar), 131.17 (s, Ar), 172.05 (s, Ar-COz2H). IR (ATR, cm-1): 3046 (w), 3034 (w), 1556
(vs), 1486 (w), 1434 (s), 1392 (s), 1319 (s), 1274 (m), 1155 (w), 1013 (w), 958 (w), 731

(vs).

CMJL041: Synthesis of the Zinc coordination complex of 3-methyl-1,1-cyclo-
pentanediacetic acid (method 2)
(0]

HO

Methanol/water

(o]
+ ZnCl, 80°C, 24 hours .

) N32CO3

0 o)
2N\ /N
3 Zn DT
\/ \/

o

@)

HO

zinc bis-4-methyl-1,1-cyclohexanediacetate

267.7 mg of 3-methyl-1,1-cyclo-pentanediacetic acid was weighed into a 100 mL round
bottom flask. 206 mg of sodium carbonate was added to the flask. 222 mg of zinc
chloride was dissolved in a 15 mL solution of 2:1 methanol : ultrapure water and
transferred into the flask. The salt solution was washed with another 10 mL of methanol

to ensure complete transfer of the solution. The sample was placed under reflux for 24
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hours at 80°C. After reacting, the sample was dried through rotary evaporation and
transferred to a 20 mL vial. *HNMR, ¥CNMR, COSY, HSQC, IR, and crystallography
sample was run for each of the sample. The crystals was attempted to be formed from

slow evaporation using methanol as a solvent.

CMJLO042: Synthesis of the Magnesium coordination complex of 1-Naphthoic acid
(method 2)

Methanol/water
+ MgCl, 80°C, 24 hourSAV O

N82003

0
magnesium 2-(naphthalen-1-yl)acetate

1-naphthoic acid

548.7 mg of 1-naphthoic acid was weighed into a 100 mL round bottom flask. 353 mg of
sodium carbonate was added to the flask. 339 mg of magnesium chloride hexahydrate
was dissolved in a 15 mL solution of 2:1 methanol : ultrapure water and transferred into
the flask. The salt solution was washed with another 10 mL of methanol to ensure
complete transfer of the solution. The sample was placed under reflux for 24 hours at
80°C. After reacting, the sample was dried through rotary evaporation and transferred to
a 20 mL vial. tHNMR, ¥CNMR, COSY, HSQC, IR, and crystallography sample was run
for each of the sample. The crystals was attempted to be formed from slow evaporation
using methanol as a solvent. 1H (300 MHz, DMSO-D6, ppm): 9.00 (d, 1H, 3Jcx = 9.02
Hz, Ar), 7.91 (d, 1H, 3Jcn = 8.03 Hz, Ar), 7.85 (m, 2H, 3Jcn = 13.58 Hz, Ar), 7.42 (m, 2H,

3Jcu = 15.44 Hz, Ar). 3C{1H} (75 MHz, DMSO-D6, ppm): 124.90 (d, 3JCH = 17.51 Hz,
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Ar), 125.37 (s, Ar), 127.72 (t, 3Jc1 = 122.54 Hz, Ar), 131.04(s, Ar), 133.34 (s, Ar), 173.17
(s, Ar-COzH). IR (ATR, cm-1): 3047 (w), 2358 (w), 1598 (m), 1542 (s), 1508 (m), 1412

(s), 1375 (s), 1257 (m), 1214 (w), 1151 (w), 869 (W), 776 (vS).

CMJLO043: Synthesis of the Magnesium coordination complex of 3-methyl-
octahydro-pentalene-1-carboxylic acid (method 2)

H

o—" Methanol/water o o
(o]
+ MgCl, 80°C, 24 hoursA'
Mg
N32003 o/ \O

magnesium 2-(3-methyloctahydropentalen-1-yl)acetate
3-methyl-octahydro-pentalene-1-carboxylic acid

214.6 mg of 3-methyl-octahydro-pentalene-1-carboxylic acid was weighed into a 100
mL round bottom flask. 150 mg of sodium carbonate was added to the flask. 140 mg of
magnesium chloride hexahydrate was dissolved in a 15 mL solution of 2:1 methanol :
ultrapure water and transferred into the flask. The salt solution was washed with another
10 mL of methanol to ensure complete transfer of the solution. The sample was placed
under reflux for 24 hours at 80°C. After reacting, the sample was dried through rotary
evaporation and transferred to a 20 mL vial. HNMR, 13CNMR, COSY, HSQC, IR, and
crystallography sample was run for each of the sample. The crystals was attempted to
be formed from slow evaporation using methanol as a solvent. 1H (300 MHz, DMSO-
D6, ppm): 0.93 (d, 3H, 3JcH = 6.19 Hz, CHCH3), 1.22 (g, 2H, 3JcH = 34.37 Hz, -ohpn),
1.39 (m, 6H, 3Jch = 50.63 Hz, -ohpn), 1.82 (m, 3H, 3JcH = 79.09 Hz, -ohpn), 2.54 (g, 1H,
3Jch = 22.92 Hz, -ohpn). 13C{1H} (75 MHz, DMSO-D6, ppm): 19.53 (s, -ohpn), 24.60 (s,
-ohpn), 31.63 (s, -ohpn), 33.06 (s, -ohpn), 41.31 (s, -ohpn), 41.64 (s, -ohpn), 47.75 (s, -

ohpn), 51.33 (s, -ohpn), 55.41 (s, -ohpn), 180.00 (s, ohpn-CO2H). IR (ATR, cm-1): 2944
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(m), 2929 (m), 2860 (M), 2361 (w), 1711 (W), 1559 (vs), 1415 (vs), 1314 (m), 1272 (w),

1229 (w), 790 (m), 692 (w).

CMJLO044: Synthesis of the Magnesium coordination complex of 2-cyclo-
pentylhexanoic acid (method 2)

H

-

(0]

Methanol/water o o
+ MgCl, 80°C, 24 hours

—3

N32003

2-cyclopentylhexanoic acid
magnesium 2-cyclopentylhexanoate

141.9 mg of 2-cyclo-pentylhexanoic acid was weighed into a 100 mL round bottom
flask. 92 mg of sodium carbonate was added to the flask. 78 mg of magnesium chloride
hexahydrate was dissolved in a 15 mL solution of 2:1 methanol : ultrapure water and
transferred into the flask. The salt solution was washed with another 10 mL of methanol
to ensure complete transfer of the solution. The sample was placed under reflux for 24
hours at 80°C. After reacting, the sample was dried through rotary evaporation and
transferred to a 20 mL vial. tTHNMR, ¥3CNMR, COSY, HSQC, IR, and crystallography
sample was run for each of the sample. The crystals was attempted to be formed from
slow evaporation using methanol as a solvent. 1H (300 MHz, DMSO-D6, ppm): 0.82 (t,
3H, 3JcH = 13.08 Hz, -CHCO2H), 1.24 (m, 6H, 3Jcn = 84.53 Hz, cypen), 1.43 (m, 8H,
3Jen = 112.95 Hz, CH3CH2CH2CH2CH(cypen)COzH), 1.78 (t, 8H, 3Jcu = 15.30 Hz,
CH3CH2CH2CH2CH(cypen)COzH). B8C{1H} (75 MHz, DMSO-D6, ppm): 14.12 (s,
CH3CH2CH2CH2CH(cypen)CO2zH), 22.62 (s, CHsCH2CH2CH2CH(cypen)CO2zH), 24.73

(d, %JCH = 18.26 Hz cypen), 30.18 (d, 3JCH = 10.61 Hz, cypen), 30.92 (s,
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CHsCH2CH2CH2CH(cypen)CO2H), 31.94 (s, CH3CH2CH2CH2CH(cypen)CO:zH), 43.24
(s, CH3CH2CH2CH2CH(cypen)CO2H), 54.43 (s, CH3CH2CH2CH2CH(CHC4Hs)CO2H),
179.92 (s, CH3CH2CH2CH2CH(cypen)CO:zH). IR (ATR, cm™): 2952 (m), 2928 (m), 2859

(M), 2360 (W), 1554 (vs), 1443 (m), 1410 (s), 1312 (w), 1198 (w), 1114 (w).

CMJLO045: Synthesis of the Magnesium coordination complex of anthracene-9-
carboxylic acid (method 2)

OOO Methanol/water
+ MgCl, 80°C, 24 hours

N32C03

O

~

H

[¢]

magnesium 2-(anthracen-9-yl)acetate

9-anthracenecarboxylic acid

709.5 mg of Anthracene-9-carboxylic acid was weighed into a 100 mL round bottom
flask. 379 mg of sodium carbonate was added to the flask. 355 mg of magnesium
chloride hexahydrate was dissolved in a 15 mL solution of 2:1 methanol : ultrapure
water and transferred into the flask. The salt solution was washed with another 10 mL of
methanol to ensure complete transfer of the solution. The sample was placed under
reflux for 24 hours at 80°C. After reacting, the sample was dried through rotary
evaporation and transferred to a 20 mL vial. *HNMR, *CNMR, COSY, HSQC, IR, and
crystallography sample was run for each of the sample. The crystals was attempted to

be formed from slow evaporation using methanol as a solvent.
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CMJL046: Synthesis of the Zinc coordination complex of 1-naphthoic acid
(method 1)

OO Methanol/water
(o]
+ ZnCl, 80°C, 24 hours

NGQCO::,

(0]

1-naphthoic acid

zinc 2-(naphthalen-1-yl)acetate

583.22 mg of 1-naphthoic acid was weighed into a 100 mL round bottom flask. 323 mg
of zinc chloride was dissolved in a 15 mL solution of 2:1 methanol : ultrapure water and
transferred into the flask. The salt solution was washed with another 10 mL of methanol
to ensure complete transfer of the solution. The sample was left to reflux for 6 hours at
100°C. Once the reaction was complete, 40 mL of ammonium hydroxide was added to
the flask and the sample was allowed to stir for 30 minutes. No precipitate formed like in
CMJL027. The filtrate sample was dried through rotary evaporation and transferred to a
20 mL vial. THNMR, ¥CNMR, COSY, HSQC, IR, and crystallography sample was run
for each of the sample. The crystals was attempted to be formed from slow evaporation
using methanol as a solvent. 1H (300 MHz, DMSO-D6, ppm): 9.00 (t, 1H, 3Jch = 9.77
Hz, Ar), 7.88 (m, 3H, 3Jcn = 11.32 Hz, Ar), 7.47 (m, 3H, 3Jck = 21.32 Hz, Ar). 13C{1H}
(75 MHz, DMSO-D6, ppm): 124.95 (s, Ar), 125.36 (s, Ar), 125.79 (s, Ar), 127.01 (d,
3JCH = 14.80 Hz Ar), 127.91 (s, Ar), 129.13 (s, Ar), 130.81 (s, Ar), 133.38 (s, Ar),
136.59 (s, Ar), 171.79 (s, Ar-CO2H). IR (ATR, cm-1): 3130 (m, br), 3041 (m, br), 2804
(m, br), 1599 (m), 1542 (m, br), 1508 (m), 1400 (s), 1354 (s), 1253 (m), 1205 (m), 1146

(m), 870 (w), 778 (vs).
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CMJL047: Synthesis of the Zinc coordination complex of 3-methyl-octahydro-
pentalene-1-carboxylic acid (method 1)

o—" Methanol/water

o
+ ZnCl, 80°C, 24 hoursA’

N32CO3

3-methyl-octahydro-pentalene-1-carboxylic acid

zinc 2-(3-methyloctahydropentalen-1-yl)acetate

237.50 mg of 3-methyl-octahydro-pentalene-1-carboxylic acid was weighed into a 100
mL round bottom flask. 151 mg of zinc chloride was dissolved in a 15 mL solution of 2:1
methanol : ultrapure water and transferred into the flask. The salt solution was washed
with another 10 mL of methanol to ensure complete transfer of the solution. The sample
was left to reflux for 6 hours at 100°C. Once the reaction was complete, 40 mL of
ammonium hydroxide was added to the flask and the sample was allowed to stir for 30
minutes. No precipitate formed like in CMJL027. The sample was dried through rotary
evaporation and transferred to a 20 mL vial. *HNMR, *CNMR, COSY, HSQC, IR, and
crystallography sample was run for each of the sample. The crystals was attempted to
be formed from slow evaporation using methanol as a solvent. 1H (300 MHz, DMSO-
D6, ppm): 0.95 (d, 3H, 3Jch = 6.06 Hz, CHCH3), 1.26 (g, 2H, 3JcH = 36.14 Hz, -ohpn),
1.44 (m, 6H, 3JcH = 52.66 Hz, -ohpn), 1.84 (m, 2H, 3JcH = 40.27 Hz, -ohpn), 2.09 (m,
1H, 3JcH = 26.85 Hz, -ohpn), 2.58 (q, 1H, 3Jch = 18.83 Hz, -ohpn). 3C{1H} (75 MHz,
DMSO-D6, ppm): 19.24 (s, -ohpn), 24.51 (s, -ohpn), 31.40 (s, -ohpn), 32.84 (s, -ohpn),
41.38 (s, -ohpn), 47.59 (s, -ohpn), 51.19 (s, -ohpn), 52.77 (s, -ohpn), 179.30 (s, ohpn-
CO2H). IR (ATR, cm-1): 3161 (w, br), 2946 (s, br), 2863 (s, br), 2361 (w), 1703 (m),

1621 (s), 1536 (vs), 1429 (vs), 1315 (m), 1270 (m), 1139 (w), 787 (m).
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CMJLO048: Synthesis of the Zinc coordination complex of 2-cyclo-pentylhexanoic
acid (method 1)

o
Methanol/water
[o} Zn
+ ZnCl, 80°C, 24 hours% PN
NGQCO3 %

2-cyclopentylhexanoic acid

zinc 2-cyclopentylhexanoate

156.4 mg of 2-cyclo-pentylhexanoic acid was weighed into a 100 mL round bottom
flask. 110 mg of zinc chloride was dissolved in a 15 mL solution of 2:1 methanol :
ultrapure water and transferred into the flask. The salt solution was washed with another
10 mL of methanol to ensure complete transfer of the solution. The sample was left to
reflux for 6 hours at 100°C. Once the reaction was complete, 40 mL of ammonium
hydroxide was added to the flask and the sample was allowed to stir for 30 minutes. No
precipitate formed like in CMJL027. The sample was dried through rotary evaporation
and transferred to a 20 mL vial. 'HNMR, 3CNMR, COSY, HSQC, IR, and
crystallography sample was run for each of the sample. The crystals was attempted to
be formed from slow evaporation using methanol as a solvent. 1H (300 MHz, DMSO-
D6, ppm): 0.83 (t, 3H, 3JcH = 13.83 Hz, -CHCO2H), 1.21 (m, 6H, 3Jcn = 84.80 Hz,
cypen), 1.42 (m, 8H, 3Jcn = 128.12 Hz, CH3CH2CH2CH2CH(cypen)CO2zH), 1.84 (m, 2H,
3JcH = 50.70 Hz, CH3CH2CH2CH2CH(cypen)CO2H). ¥ C{1H} (75 MHz, DMSO-D6, ppm):

13.92 (s, CHaCH2CH2CH2CH(cypen)COzH), 22.29 (s,



58

CH3CH2CH2CH2CH(cypen)CO2H), 24.71 (d, 3Jcn = 9.55 Hz cypen), 29.62 (s,
CH3CH2CH2CH2CH(cypen)CO2H), 30.18 (d, 3Jcn = 31.98 Hz, cypen), 31.22 (s,
CH3CH2CH2CH2CH(cypen)CO2zH), 42.69 (s, CH3CH2CH2CH2CH(cypen)CO2zH), 52.07
(s, CH3CH2CH2CH2CH(CHC4Hs)CO2H), 178.69 (s, CH3CH2CH2CH2CH(cypen)COzH).
IR (ATR, cm): 3131 (w, br), 3034 (w, br), 2952 (m), 2859 (m), 2359 (w), 1599 (vs),
1546 (m), 1445 (s), 1423 (vs), 1316 (m), 1118 (w), 941 (w), 897 (w), 734 (W), 691 (w),

524 (s).

CMJLO049: Synthesis of the Zinc coordination complex of 1-naphthoic acid using
diisopropylethylamine

OO Methanol/ water
+ 80°C, 6 hours

ZnCl, .

o

. Diisopropylethylanime

1-naphthoic acid

zinc 2-(naphthalen-1-yl)acetate

621.00 mg of 1-naphthoic acid was weighed into a 100 mL round bottom flask. 466 mg
of diisopropylethylamine was added to the flask. 308 mg of zinc chloride was dissolved
in 15 mL anhydrous methanol and transferred into the flask. The salt solution was
washed with another 10 mL of methanol to ensure complete transfer of the solution. The
sample was left to reflux for 6 hours at 100°C. After reacting, the sample was dried
through rotary evaporation and transferred to a 20 mL vial. *HNMR, *CNMR, COSY,
HSQC, IR, and crystallography sample was run for each of the sample. The crystals

was attempted to be formed from slow evaporation using methanol as a solvent. 1H
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(300 MHz, DMSO-D6, ppm): 8.98 (t, 1H, 3Jcn = 9.38 Hz, Ar), 7.95 (m, 3H, 3JcH = 28.72
Hz, Ar), 7.51 (m, 3H, 3Jch = 26.65 Hz, Ar). 33C{1H} (75 MHz, DMSO-D6, ppm): 124.85
(s, Ar), 125.53 (s, Ar), 126.21 (s, Ar), 126.81 (s, Ar), 128.04 (s, Ar), 130.20 (s, Ar),
130.84 (s, Ar), 133.37 (s, Ar), 170.98 (s, Ar-C0Oz2). IR (ATR, cm-1): 2988 (m, br), 2814
(w, br), 2706 (w, br), 2495 (w, br), 1600 (s), 1567 (s), 1507 (m), 1460 (s), 1403 (s), 1357

(vs), 1257 (m), 1131 (s), 788 (vs).

CMJLO050: Synthesis of the Magnesium coordination complex of 1-naphthoic acid
using diisopropylethylamine

OO Methanol/ water o o
+  MgCl, 80°C, 6 hours s
/Mg\

>

Diisopropylethylanime o o}
O\H

[¢]
magnesium 2-(naphthalen-1-yl)acetate

1-naphthoic acid

555.50 mg of 1-naphthoic acid was weighed into a 100 mL round bottom flask. 417 mg
of diisopropylethylamine was added to the flask. 410 mg of magnesium chloride was
dissolved in 15 mL anhydrous methanol and transferred into the flask. The salt solution
was washed with another 10 mL of methanol to ensure complete transfer of the
solution. The sample was left to reflux for 6 hours at 100°C. After reacting, the sample
was dried through rotary evaporation and transferred to a 20 mL vial. tHNMR, 3CNMR,
COSY, HSQC, IR, and crystallography sample was run for each of the sample. The
crystals was attempted to be formed from slow evaporation using methanol as a
solvent. 1H (300 MHz, DMSO-D6, ppm): 9.05 (g, 1H, 3JcH = 9.80 Hz, Ar), 8.05 (g, 2H,

3Jcn = 38.97 Hz, Ar), 7.94 (g, 1H, 3Jc1 = 9.56 Hz, Ar) 7.50 (m, 3H, 3Jcu = 20.32 Hz, Ar).
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13C{1H} (75 MHz, DMSO-D6, ppm): 124.86 (s, Ar), 125.64 (s, Ar), 126.30 (s, Ar), 126.81
(s, Ar), 128.12 (s, Ar), 128.49 (s, Ar), 130.89 (s, Ar), 133.38 (s, Ar), [(s, Ar-CO2) not
present]. IR (ATR, cm-1): 2984 (m, br), 2802 (w, br), 2666 (w, br), 2493 (w, br), 1626

(m), 1606 (s), 1572 (s), 1508 (m), 1416 (s), 1378 (vs), 1258 (w), 1132 (m), 788 (vs).

CMJLO51: Solubility tests of specific samples for purification

~25 mg of each sample was placed into a 1 dram vial. About 2 mL of the respective
solvent was added to each vial. The samples were mixed using a vortex mixer for one
minute each. Initial observations of solubility are recorded in the following table. The
samples were left to sit sealed on the bench top undisturbed for a week. After a week,
observations of solubility were updated in the table. This test was to determine which
solvents would be appropriate to further purify the samples of their respective
contaminations, NH4Cl and NaCl, which regularly crystallized instead of the desired
product. This solubility test was also to determine the appropriate mobile phase for the

RP-HPLC partition coefficient experiments.

Solution CMJLO027 Zn CMJL027 Mg CMJLO36 CMJLO042
Acetone Not Soluble * Not Soluble Not Soluble Partly Soluble
Ultrapure water Not Soluble Soluble Soluble Soluble
Toluene Not Soluble ** Not Soluble Not Soluble Not Soluble
Cyclo-hexane Not Soluble Not Soluble Not Soluble Not Soluble
Acetonitrile Not Soluble * Not Soluble * Not Soluble ¢ Not Soluble **
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Chloroform Not Soluble * Not Soluble * Slightly Soluble Slightly Soluble

Dichloromethene | Partly Soluble * Slightly Soluble * Slightly Soluble Not Soluble

Hexanes Not Soluble Not Soluble Not Soluble Not Soluble

Tetrahydrofuran Not Soluble * Not Soluble * Partly Soluble * Partly Soluble *

* Sample dissolved fully into solution when left undisturbed for one week
** Sample partially dissolved when left undisturbed for one week

¢ Sample formed needle crystals when left undisturbed for one week

CMJLO052: Zinc coordination complex of 1-naphthoic under anhydrous conditions
(method 2)

1) Methanol
+  Zncl 80°C, 6 hours

>

'~ 2) NH4OH Wash

0o

1-naphthoic acid

zinc 2-(naphthalen-1-yl)acetate

887.1 mg of 1-naphthoic acid was weighed into a 100 mL round bottom flask. 363 mg of
zinc chloride was dissolved in a 10 mL solution of anhydrous methanol and transferred
into the flask. The salt solution was washed with another 10 mL of methanol to ensure
complete transfer of the solution. The sample was left to reflux for 6 hours at 100°C.
Once the reaction was complete, 40 mL of ammonium hydroxide was added to the flask
and the sample was allowed to stir for 30 minutes. No precipitate formed like in
CMJLO027. The sample was dried through rotary evaporation and transferred to a 20 mL

vial. 1, 3CNMR, COSY, HSQC, IR, and crystallography sample was run for each of the
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sample. The crystals was attempted to be formed from slow evaporation using methanol
as a solvent. 1H (300 MHz, DMSO-D6, ppm): 8.95 (t, 1H, 3Jcn = 10.01 Hz, Ar), 7.89 (t,
3H, 3Jcn = 12.39 Hz, Ar), 7.47 (m, 3H, 3Jck = 20.26 Hz, Ar). 13C{1H} (75 MHz, DMSO-
D6, ppm): 124.92 (s, Ar), 125.39 (s, Ar), 125.87 (s, Ar), 127.33 (d, 3JCH = 15.45 Hz Ar),
127.94 (s, Ar), 129.39 (s, Ar), 130.85 (s, Ar), 133.38 (s, Ar), 171.66 (s, Ar-CO2H),
206.53 (s, aldehyde formation?) . IR (ATR, cm-1): 3326 (w, br), 3130 (m, br), 3044 (m,
br), 2805 (m), 1549 (s, br), 1401 (s), 1355 (s), 1255 (m), 1213 (m), 1149 (m), 871 (w),

778 (vs).

CMJLO053: Diethyl Zinc coordination complex of cyclo-hexaneacetic acid

o] H
O/ —% OH
+ LZH cyclohexane/hexanes \Zn
2 hours z\o

CCHA zinc 2-cyclohexylacetate dihydrate

+

__—\

?\-—‘/’ o

321.8 mg of cyclo-hexaneacetic acid was weighed into a 100 mL schlenk flask. The acid
was roughly ground within the flask using a scoopula and a stir bar was added. The acid
was dissolved/suspended in 15 mL of cyclo-hexane. The flask was evacuated of air and
placed under an argon atmosphere using an argon filled balloon. With a needle, ~2 mL
1 M in hexanes diethyl zinc was added to the flask. The reaction was allowed to stir for
two hours. White gas/vapour formed upon the diethyl zinc contacting with the argon
atmosphere. As the reaction proceeded, the vapour dissipated. No colour changes was
observed in the sample. The sample was dried through rotary evaporation and

transferred to a 20 mL vial. *HNMR, *CNMR, COSY, HSQC, IR, and crystallography
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sample was run for each of the sample. The crystals was attempted to be formed from
slow evaporation using methanol as a solvent. 1H (300 MHz, DMSO-D6, ppm): 1.99 (d,
2H, 3JcH = 6.88 Hz, cyhex-CH2CO2H), 1.65 (m, 6H, 3Jch = 27.50 Hz, -cyhex), 1.14 (m,
3H, 3JcH = 67.38 Hz, -cyhex), 0.88 (g, 2H, 3Jch = 33.00 Hz, -cyhex). 13C{1H} (75 MHz,
DMSO-D6, ppm): 25.81 (d, 3JcH = 7.18 Hz, -cyhex), 32.65 (s, -cyhex), 35.02 (s, -cyhex),
206.45 (s, cyhex-CH2CO2H). IR (ATR, cm-1): 2919 (s), 2849 (m), 2665 (w), 1628 (s),

1536 (vs), 1440 (vs), 1419 (vs), 1325 (m), 1267 (m), 1199 (w), 1171 (w), 1125 (w).

CMJLO056: Partition coefficient comparison using RP- HPLC, concentrated
samples

A method was adapted from the literature to compare a sample’s partition coefficients to
the respective unreacted naphthenic acid.?* 3° The samples: CMJL027 Zn, CMJL027
Mg, CMJL036, CMJL042, CMJLO52, CMJL053, CCPA, CCHA, 1-napthanoic acid,
CCPA methyl ester, and CCHA methyl ester were all dissolved in HPLC grade
methanol. The concentration was not controlled as this experiment was only to identify
noticeable differences between the samples and the respective acid controls. The RP-
HPLC was configured with a ZDRBAX Eclipse XDB-C18 column, a mobile phase of
40:60 ACN : H20 at a flow rate of 1 mL/min and a DAD set to a wavelength of 247 nm.
Samples were allowed to run for 20 minutes and were run in duplicate. The retention
times of the samples directly correlate to the partition coefficient of the sample; the
longer they are retained within the column, the more hydrophobic the sample is. It is

important to note for this experiment, that it is nothing more than for an initial
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comparison, a precise measurement of the partition coefficient cannot be determined

without a calibration curve of compounds with known partition coefficients.

Spectroscopic & Characterization Techniques

The infrared spectra of all samples were obtained using an attenuated total reflection
(ATR) adapter on a Bruker Alpha Spectrometer. Data processing was completed using

the OPUS 6.0 software suite.

The NMR experiments were carried out on a Bruker Ultrashield 300 MHz NMR
spectrometer with a 7.05 Tesla magnet. The samples were prepared by dissolving a
small amount of the compound into an aliquot of the deuterated solvent open to the
atmosphere. 'H and 3C{1H} spectra were referenced to residual solvent downfield of
trimethylsilane. Peaks were assigned by considering results from COSY, HSQC and
DEPTQ experiments, as well as by relative integration in the 'H spectra. The data was

processed using Bruker TOPSIN 3.5pl5.

Elemental analyses (EA) were performed on a Perkin Elmer CHN Analyzer 2400 Series
[l. Prior to data acquisition standard calibration was conducted with acetanilide supplied
by Perkin Elmer. All EA data acquisition was obtained by Patricia Granados of the

Centre for Environmental Analysis and Remediation at Saint Mary’s University.
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HPLC details

The HPLC experiments were carried out on a Agilent 1100 LC-DAD equipped with an
autosampler, binary pump, vacuum degasser, thermostatted column, and diode array
detector. The column used was a ZDRBAX Eclipse XDB-C18 column, Rapid resolution
4.6x75 mm, 3.5 microns. All data was collected and processed using the software HP

Chem Station.

X-ray crystallography details

All X-ray crystallographic analyses were performed by Dr. Katherine Robertson at Saint
Mary’s University, and all crystallographic diagrams presented within were prepared
using Mercury CSD 3.6%,

The crystal chosen for each determination was attached to the tip of a 400 um
MicroLoop with paratone-N oil. Measurements were made on a Bruker APEXII CCD
equipped diffractometer (30 mA, 50 kV) using monochromated Mo Ka radiation (A =
0.71073 A) at 125 K, except for the room temperature data collection which was carried
out at 26 C%. The initial orientation and unit cell were indexed using a least-squares
analysis of a random set of reflections collected from three series of 0.5° w-scans, 15
seconds per frame and 12 frames per series, that were well distributed in reciprocal
space. For data collection, four w-scan frame series were collected with 0.5° wide
scans, 30 second frames and 366 frames per series at varying ¢ angles (¢ = 0°, 90°,
180°, 270°). The crystal to detector distance was set to 6 cm and a complete sphere of
data was collected. Cell refinement and data reduction were performed with the Bruker

SAINT software®®, which corrects for beam inhomogeneity, possible crystal decay,
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Lorentz and polarisation effects. A multi-scan absorption correction was applied
(SADABS)®. The structures were solved using either SHELXT-2014%° or SHELXS-
20144° and were refined using a full-matrix least-squares method on F? with SHELXL-
20144°. The non-hydrogen atoms were refined anisotropically. Hydrogen atoms bonded
to carbon were included at geometrically idealized positions and were not refined. The
isotropic thermal parameters of the hydrogen atoms were fixed at 1.2Ueq of the parent

carbon atom or 1.5Ueq for methyl hydrogens.
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., 3-Methyl-Octahydro-Pentalene-1-Carboxylic
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;Reacted with ZnCl2 and Na2Co3

'Reflux at 80C for 24 hours
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2-Cyclopentyl Hexanoic Acid
iReacted with ZnClZ and Na2ZCO3
‘Reflux at B0C for 24 hours
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reflux 24 hours at 80C
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CMJLO43 1
3-MOPCA
coordinated to Magnesium
refluxed at B80C for 24 hours
1d_proton DMSC C:\\ Laprade 13
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coordinated to Magnesium
refluxed at 80C for 24 hours
1d proton DMSO C:\\ Laprade 13
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2-CPHA

coordinated to Magnesium
refluxed at 80C for 24 hours
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mH|2mv=ﬁrown Acid and ZnCl2
mwsﬁobwnﬂ Hydroxide base mediated
mewHﬁNmn 6 hours at 100C

mﬂmwwoi Sample from Rotavap

1d proton DMS50 C:\\ Laprade 2
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1 ‘.
‘1-Naphthoic Acid and ZnCl2
‘Ammonium Hydroxide base mediated
Refiuvxed A howors at 100

reliow Jamois Pzom Rocsvap

1d proton DMSO C:\\ Laprade 2
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. 1-Naphthoic Acid and Zncl2
Ammonium Hydroxide base mediated
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iYellow Sample from Rotavap
i1d_cl3short DMSO C:\\ Laprade 2
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iMOPCA and ZnCl2
'2mmonium Hydroxide base mediated
:Refluxed 6 hours at 00O
mpﬂlﬁhoﬂoh CMSC C:\\ Laprade 16
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IMOPCA and 2ncl2

{Ammonium Hydroxide base mediated
‘Refluxed 6 hours at LUUC
i1d_proteon DMSQ C:\\ Laprade 16
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2=LEHA and Zntl?

Ammonmiame By roxide base nedisted
Eaflered & houss st 100C

14 proton DMSO C:\\ Laprade 2
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'2-CPHA and ZnClz

Ammonium Hydroxide base mediated
Eaflexed & hours &t 100C
1ld_proteon DMSC C:\\ TLaprade 2
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I-Haphthanoie Acid zeasted with ZnClz
Huediated by 0IpEn

Reflux for b hodrs st (0AC

Ifl_proton DMSO C:\\ Laprade 15
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- Zmﬁ:nvmnOHn Acid reacted with ZnCliz2

'Mediated by DIPEA

‘Reflux for 6 hours at 100cC
1d_proton DMSG C:\\ Laprade 15
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l1-Naphthanoic Acid reacted with Znclz
iMediated by DIPEA

‘Reflux for & hours at 100C
1d_cl3short DMSO C:\\ Laprade 15
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¢ 130
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rzmvbﬁwmnOHn WnHQ reacted with Mgcliz
Mediated by DIPEA
‘Reflux for 6 hours at 100C
'1d_proton DMSO C:\\ Laprede 16
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L-Naphthatipts Acid resceed with MgCl2

Medizted by GIPEA

el lme for' @ hours:ae LOps

ld_proton [MSD C:\\ Laprade 16
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il- wawﬂzmuown Acid reacted with MgClZ

iMediated by DIPEA
;Reflux for 6 hours at 100C
'1d_cl3short DMSO C:\\ Laprade 16
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: CMJLO52
‘1-Naphthoic Acid + ZnCl2
NH40H mediated

HefFluxed & heurs at' B0

Hobtawvap mi=take + acstons contamination?
ld proton DMSQ C:\\ Laprade 1
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. CMJLOS2

|1-Naphthoic Acid + 7nCl2

"NH40OH mediated
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| CMJLO52

1-Naphthoic Acid + ZnCl2

NH40OH mediated

Refluxed & hours at 80C

Rotavap mistake + acetone contamination?
i1d_cl3short DMSO C:\\ Laprade 1
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| CMJILO53
.cyclohexaneacetic acid
‘Reacted with diethyl zinc
Wmﬁmon atmosphere and cyclohexane solvent
‘reacted 2 hours

-1d_proton DMSO C:\\ Laprade 2
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‘Reacted with ﬁmmﬂﬁih zang

argan atmosphlte and cyclonexans solvent
reacted 2 higlis
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CMJLC53 2
{CMJIT.053
‘cyclohexaneacetic acid
{Reacted with diethyl zinc
idrgon atmosphere and cyclohexane solvent
‘reacted 2 hours

ld_cifshort DMSO C:\\ Laprade 2

1 n"/wH:me/HOﬁmﬁuﬁu.wﬁww/Emwn:miwmvnmnmzZWInuwbsﬂnm

206.4506
35.0266
J2.6578
25.9142
25.8193

200 150 100 50 0 [ppm]

12 [ *e6]

10




9102/0T/T1

100 18°G ¥4 98/t £ 9jdwieg] SSoq(w)
Y00 cl'S 0g'cl c95'¢E y ejdwes £€0’Lﬁw?
£06 b7 ILEE 888 ¥ | ojdureg vy )
200 8pcC ¥e'ov £68°9 G e[dwes| 7¢ ;1fw?
258 Wl 60FE 96 P ¢ aidwestr ofsyfw )
S)insai sjdwesg
¥all 00°g L6'6Z 2iT¢ LOSAD aunsAD O
8511 SL'G €0°0¢ 69L'E C0SAD aunsAg oo
8511 SL'S 86'62 6le'e E0SAD aulsA) o
% " % % B '
usBomn uaboipAy uoqied Jubiopn swieN sjdueg
[ejusiadxy
000 000 000 0
000 000 000 0
000 000 000 0
000 000 000 0
000 000 000 0
99'LL £0'G 6662 BulsA) 100
9e°0l 129 60712 SplllueIadY J0j0B) W
% % %
uaboiyn uabolpAH uoquen |eoLiocay |
Jaw(3 uppad J91ddng
spljiuelady plepuelg
91-AON-0L -ajeq
SOpeUeIS) Blouje :Aq pazAeuy
OSILINH njig awepN sJasn

Il saLieg 00¥Z Jowg uped ‘sezAieuy NHO

EINWS@SopeuRID BIDLIR TllBWI  86/8-961(Z06) Suoyd
T0S Wooy BuIpfing 32uatds "€D€ HEA SN XBJIIeH “AlSIaAIUN SATel Juies

NOILVIQIWIY ANV SISATYNY TV.LNIWNOYIANI ¥O4 JHINTD

EANGA "PIIUA Fup) A sug

TAINTION Y n o A LINHAING
AT SARIVIW LNIVS I8



I Jo T 28eg

TR 94 WA LE€:LS:Z LIOZ/LT/€ T auswnIssur

xex IT0AY IO PUH sex

irojeibalul PeOUEYUS UITH PSUTRIO S2TNSSY

TEQLY " GE 89B8SL°5¢EZ 8TR30L
L6SB TE TBGI?'S SETTIT SL T9ZT"C gn 9%T°1 S
£289°9T S86TIT L S¥eLE " 9¢E S$¥S0°0 AN S20°T ¥
800T"9 6CEET S S9CEBE P L¥¥0°0 AN ZTTEC0 £
LOOP'TIT T96GE°6 B0BLB 9¢ SS¥0°0 dd 8T8 ¢ Z
§996°¥%¥L T98EL S S6ELv 8 S06T°0 g €19°0¢ T
-mm-me- e R T R N j----
% [ g} [S» ] [REgLiiy] fatw) #
eely ybtel eaIy uaptm  od4Ar swtliew yesd
00T'09¢=39" 9T 'Lve=BTy 'V Tav¥da :T Teubis
SULSI UYITH I0uoe] UWOTINTTA ¥ JISTTATIT(NM =sn
0000°T : UOTINTIQ
0000°T : ZstrdTiinn
TeubTS Ag paiaog
Ja0dey jussaod BaaY
I S'AL Gl AN [« Sl g §Z 0
JY R R SR SR R R T S t N R ER L [ S R FUT PN APRN S | 1 L ! S Y SR T |
L. OL-
. 8-
-9
g ey
R S N
&bt
| et -
=~
o
g G
[+
g | TULION
(3 1095 IMIND) 00L'DYE=19Y 8L 41vE=BIS 'V Lavg
TEW 5d AQ WA TZ:I8F:€ LTQZ/9T/¢ ¢ pebueys 3seT
W T-1IL¥VE\T~DNOSYC\SPOUISK\ :d * POYISW STSATeUY
W Dd AG W TP:ige:¥ LTO0Z/91T/% ¢ pebueyn 1?31
W INYdZ\ T~DNOSYLO\SPoUdIan\ :q poyism “boy
17 ge sumToa fur T JuUSunI3surl @ juswniisur -boy
T fur TOW ©g ¢ zozeasdp boy
T TETA @ UOTIEDOT] HUBRTE TOUBRYUISKH sweN =T7dweg
T : outry -beg W3 ¥9:0%:% LTOZ/9T/¢E 23w uoTiselur

JUBTH Toueylen :swueN sTdwes

I TO9EILMIN\YINa\ :d 3TTd ©l=g



T 3o T =2beq ICW Hd Wd €2:85°2 LT0Z/LT/€ 1 3jusunijsur

xey 3I0dOYH JO DPUH sxx

jToeabolut peoURHUs UITM PIUTRIO 53INSay

S00T0°ZL  TBE®8 %09 ! gTE30L
8¥93°ZF 0C€E6E'9Z  99550°8SZ TFHL°0 ddg 9Tz"¢ 9
8ZLB LT GE66G°6 ETEZOT 80T H6ST"0 gn LFT'T S
$OBF'L  6BYSE S LOVPRT ST  BTLO"O AN FIO°T ¥
TLTI9°E  SZHBF°L €9LL8°TZ  T9%0°0 AA 22670 E
0B9L°9  BOL9F'TIT  TBSE6°0% 965070 dA 918°C €
6965°TZ L986G"L TBLES 0T 99TZ'0 Ad 66%°0 T
R R et I T e T I EEE T ----
% (sl [8 1w} {uTul [urw] #
vaIY JubToH BRIV yapTy odAL swirlsy Mmad

00T '09E=¥2¥ 91 'i%e=BTs 'Y TA¥Q :1T Teubris

SALSI UITH J0ojo'g woTinTTg » XtTdI3Tnw =80

0000°T : uoTINTIA
0000 T : T2t TdTa TN
Teubrs : Ag p=31a08

i g I!_L Gt E'EZL ]! G g Ge 0
i 2 S W DU | ' i P L Gewh a1 S S ' 1 1 : L § I L L L T 1 n I
- o1
il -5
e :’#‘E -0
N - »———Iﬁ a\{r—_-:
VR
f e
P g S
i N 3
f -
| ~ 0l
| :
'F :*91
!
é -0z
sz
Mo -
Ny r
= FLUON
(rzoesring) 001 098=Jex oL LvE=BiS 'V LOVYQ
IO Bd AQ WA TT:8%:t LTI0Z/9T/¢ ¢ pobuels 39e]
W T~-ITLEYA\T~DNOSYL\SPOUISK\ :d ¢ POUI=H sTsATeuy
ICW Bd A Wd T#:8€:¥% LT0E/91/¢ : pabuels jse]
W-LYYdZ\ T~ONOSY L\ Spoylan\ :g poylsn -bov
1 pz : sunyoa furl T JUSWUIMIISUT @ Jusunxilsur ‘bov
T : [ur TON Bg iosexado boy
Z TETA ! UoTIed0] TOIU0) FdID ¢ swey =Tdwes
z : sury -beg Wd TO:€0:§ LTOZ/9T/E€ * @3rvd UOTIOSLUI

TOIUOD YIDD :owen o1dwes (1" Z0SSTOHO\YINA\ :d STTa 23]



T Fo T @8beg TOW DI W 677953 Z LTOEC/LT/E T AUSWNIZEUT

»xx 3I0JON JO PUHT xxx

izojexbolul peoueyus UYITM PSUTRIIC S3TOS9Y

TZEFPE"TL FEEQE €09 s ETERI0L
S¥ESCF &0FTO°LE Q0E9EZ 298 CLFT"O gd 91z 2 ]
QZEL" 9T ZEQB¥% 6 9ETEL 00T 00sT" 0 an SPT°1T S
9€9%°L  BSLST & §ZBGE'¥F  EELO'O AN ETO'T %
TZ0F '€  9FTOT L 90E6F 02  ASFDO AA BIE'0D €
L2089 8¥39T 1T $8286 0% 8990°C dA 9T8°0 Z
PELOCE LTI L 02296 ZET 0££Z°0 AT 86S°0 T
________ TP (USRI oV | [P _______i____
% [Ny} {s«rrvu] REFAY furw] #
BOIY JLTeH BOIY TUIPTM 2dAL swrliaey esd

00T 'D9€=39¥ 91°'L¥T=BTs 'V Tawa :1 r[eubTs

SALST YITM X0308d UOTINTIQ ¥ IoFTdTarnn =sn

00600°T : UOTAINTTA
CO00°T : ISTTATITNN
TRUbTS : Ag pejaog

i Ll St

T
b -
r 3
> RN,
(Q'€09SMND} 001'098=19y o1 ' tpe=big 'v Lava
TOW 99 AQ WA TZ:B¥:€ LT0Z/9T/€ - pabueln 3seT
W T~LIINYd\ T~DNOSYL\SPOTISN\ :d : PoYIeH STSATeUY
oW DA AG WA TFPI8EY LTOZ/9T/€ peobueyc 3sel
W IgYd e\ T~ONOSYO\BPoyasK\ :d : poyas -boy
v 0z : sunToa fuzr T JUSWNIISUT ¢ JUsNI3sur -boy
¢ ¢ [uz I0W 5d @ zozexsdo ‘bov
€ TBTA @ UOT3IROOT] TOAJIUOD FIID sueN 37dweg
z : supT -beg Wd ZZ:S¢:5 LTOT/9T/€ @ 22eQ UOT3Ls[UT

[oxuo) ¥doD :sweN o1dwes G° €095 IPWD\YIVA\ *a S1Ta e3ed



T 3o T =2beg

TOW Bd WA LS:8S:2 LI0Z/LT/E€ T JUSWNIISUL

xxx JI0GY JO PUH s4x

1Zo7eIBS3UT PIDURYUD YITM DIUTEIQO SITNESY

YZ680°LE  ISTIS 8EE t sTeI0L
SOEF 9T ¥665E£°S 00029°'SS  TEYT 0 g9 ¥9T°¢ 5
00F%Z ZTE BOLES"6 609€T 60T SEST 0 gA £FT°T 2
TEZY TT LEYEZ 6 ZEEFO 0%  9B90°0 AN 800°1 3
LTLO S FE9VE" 9 LEBST LT 2E£F0° 0 Ad £26°0 z
€8Z% FE ZITT9 9 ZLEVS 9TT LETIZ"D g9 865°0 T

[ ——— T U Tl e L
% {nww] [S sy} [Lrpw] {utw] #

EERAT J5TaH C BRIV yartm =2dAL swILasd xead

00T 09€=339 9T 'L¥2=BTS ‘¥ TAYQ :T TRUbDTS

SALSI UITH I030BJ UOTINTTA ¥ ISTTATITNA 981

0000°T : HOTINTTd
0000°T : ot TdrITnN
Teubtg : Ag ps3xos

TOX3UC) WHOD :=aweN =1dwes

T gl gt
’ - o1-
[ g-
- g
@ b
e |
1R
Pl g
NInEn:
IR
- —di L5 10
\ //_i- ! w i
i ]
f L
b l o -z
¥ b b
! L8
I = =4
f “ i
Y [
2 - UON
(@' F095IMND) COL 09E=4Rx 91 'LpE=BiS 'V LaVG
I Od AQ WA TZ:8F%:€ LTI0Z/9T/f pabueys 38el
W T~ITLOWd\ T~ONOSYLO\SPOYISH\ :d * DOYISKH sTsATPuY
TOW 54 A9 W TH:8€:% LT0EC/9T/€ ¢ paburys 3se]
W LAYdZ\ T~ONOSYL\SPOUIapn\ : g : poylen -~boy
v oz : =sumion [ur T JUuswmIjsul @ Jusunijsul -bov
I : fur oW Bd xoaexado -boy
£ TETA @ WOTIIBDO TOIZUOS YHID @ swey oTdwrs
£ : sutry -beg Wd 8£:L%:S LIQEZ/9T/€ @ =23ed uotawsliuz

a4 #09STINO\YIYa\ :d ¥1T4 'ied



T 3¢ T obeg

ICW ©d WE €T:65:C LTIOZ/LI/E T IUsUnIjsur

#+x 3I009Y JO DUH xxs

1 I03eI623UT PROURIUS UITM POUTRKD 811052y

TL90%°8%  €SL8Z' €8¢ : sTEl0L
8%T9°%T 60GS%°S 9991095  8IPFT°O dg 69T°€ 9
ETILE 62 LESEIL'6 ZFEST ZTT 8FST 0 g5 EFT°T &
SE¥9°0T 8S06€°6 SFPI6L 0%  L¥S0°D AN BO0°T ®
0TP9"%  GSB6S°9 0Z88L° LT  SEV0"Q AN FZE6°0 €
€LT8'8  $6209°0T  GLSELEE  TES0'O dA 6TB°C ¢
TET0"CE LBST9'9 ¥0ZOL ZZT ¥EEZ°O A€ 965°0 T

[===----1 |=-==--=--- fommmm - [===mm=- bl bbb fe---
% [} [5 x0yw] furw] futw] #

BRIy IYBTISH BOIY u3lpty =dAL swriisy deed

COT'c9e=79d 9T 'L%z=HB18 '¥ tava :T Teubis

SALSI UYITM J0308F UOTINTEQ ¥ XtrdiaTnW osn
oooc"T UOTINTTIA
0000°T asrTdraTnn
TeubTg : Ag peilIog

" er

T
o

)
B
N

TOI3UCD VHDD :aswey ordwes

5 )
L -
.
! Y
I [+ ] [
$
% | UON
(Q°S08SMINID) 00 ‘00E=ey 9L AvE=0IS 'V Lava
MW D AG WE TZ:8%:€ LT0Z/9T/f pabueyo et
W' T~ITEIVA\ T~ONOSYLO\SPOUIABH\ 1 q * PoUlaW sTsiTeuy
W 94 AQ WA TF:8E:¥ LTOZ/IT/E pebueyn 3seT
W INYd 2\ T~ONOSYO\Spoy3en\ :a ° poylsW “boy
¥ gz : sunToa [ur 1 JusumIlsui : jJusunaizsur -boy
z : [ur oW od zoaexadp -boy
£ IBRTA @ UOT3E2O] TOAJUCH YHDD : awepn sTdues
€ i sury -beg Wd 25:60:9 LTOZ/9T/€ + S3eq uoriosfiur

' SO9SIOWDN\YIVAN ‘T STTd eied



T 30 1 =beg

TOW DE W TE:6G:Z LTIOT/LT/E T IISWNIAISUT

*rx 3I0d2Y JO PUH xsx

[ I03eI5IIUT peoURUUS I TM PSUTEIgO S3TNSSY

BFPETS 6558 TIVLLLE ¥ STEICL
ETLTQ LTBTIC ¥ 5298268 69620 dA TLT L 8
8680°0 BELTFE"T BLBBI " TF I¥LE" 0 Ad LG99 L
BEZY"TL OEELE TITCT %952999°F ¥G6£°0 gan €¥0° ¢ g
£S56S°2T ¥S59C6°9CT O0TH02 6929 £0C29°0 AN 8557 T G
LOBEZ"S SO9EB " PSE  SO¥PS9°BISC TGTIT O AN ETTT ¥
6LTE"E CTELOTLPE BITZZ 0G96T 9EB0°0 AN FEET O i
9098 T TLLST "9LE BTILLT 926 TTI&S0°C M TEE° 0 [
S908¥ " ¥ 09TLZ 9t€ BB9CE 0EEZ T¥ST O Ad RS9 D T
___________________________________ R o [
3 Eorel [8xwul] {utu]j [utw] #
L=E% JubBT9H eRIY yaetm  SdAL swrlisy ¥esd
00T ‘09€=39¥ 9T'Lve=BTS '¥ TAYA T Teubys
SALST UIT# J030Ed UOTINTTIA ¥ ITTATITNW 980
0000°T : wOTINTIA
0000°T : FRTTATITON
Teubiy : Ag pelios
nacdayd jusoieg €Ay
L gl ?:IL gZL [+] Q;L g 9:3 4]
St 5 T O
- R : b
58 |
- h—t 11 k
Pl o
pog Lo
/ e L
! g |
i o - 0%
i 3 -
!
i - 009
I !
} L
f L
/ - 008
i !
| - 000
! -
2 - 0021
RS L "UUIOR
(3 2095MND) 001 '0BE=4aY o1 LpE=0IS 'Y 1OV
ICW Bd A WA TZ:8%:€ LTOZ/9T/E ¢ pebueyn 3sET
W' T~ EII¥YE\ T~DNOSYL\SPOUISH\ :d : POYISW STSATRUY
IrW ©d A9 WA T%:BE: % LT0Z/9T/€ : pebueys aseT
W LYdZ\ T~INOSY M\ SPOUIaN\ 1 d poyasy -bov
17 og  sumtopa [ur 1 JUusunI3SUT ¢ susumIasur - bov
1 : fur I 9 ¢ xoaexadn "boy
¥ TEIA ° UOTIBROT pIoy orouryiydeny awey osTdwes
¥ : ourT -bag Wd TT°2E:9 LTOZ/9T/€ : @S3edg uorjoslur

9098 TIW2\YIVA\:d STTa ®¥Iry

PToY oTouryjuydeN :sue)N o1dwes



T jo T =beg

TOW Bd WA 9%:6S:T LIOT/LT/E T JUSWRIZSUL

¥y 3I0dSY JO PUT xxx

j103e1b07UT pRoURYUS UY3ITM pPOUTEIqo S3TNS9Y

8FL&C €95 ¥201C86° % STBI0L
869T°0 TIS?PT ¥ 2966598 T00E" 0 dA TLT L g
c980°0 80EQE" 2 LE¥Ee " &Y STLE O AE T59°9 L
£E699°TL EBOSB L0ZT ¥2F90L9°C€ 686870 gn €707 E 9
TLP2 2T E6LOL 22T FELCE00ES ZBEZS O MCFLS'T g
£E9%C° S SEEE6"PSE  TLZBLET9Z BTTIT O AN FIT'T ¥
S¥BE°E PE6T6°ZSE  BFPTPTS9B6T 2TBN'C AN TEE° 0 €
EQELT TETSS I8¢ OFLES 798 G250°0 N TZ6°0 Z
PTIS7 ¥ ZSPFLCPE B8TZELL"ZZTZZ 8OF%T O A"H 088°0 T
________ SISy [P, DRI [N (ORI | SIS
% [nwwl [ xrru} [T} [oTu] #
BOIY ybTeH eaxy uIpTM  odAL swrlisy yesd
00T 09€=399 9T L¥2z=b18 'Y TAv¥a :1 teubts
BALSI UYITA I030BF UOTINTIC ¥ ATTdTiTnW 28n
Q000" T : UOTANTTIQ
0000°T : ToTTdTITNR
TeUbTS Ag pe3jaog
aaodey Jusnisg EsXy
LM gl SEL S'JZL oL §'Z ? S 1
) . i TR RSt L L B L L i L i L i I S VSO T T T
3 :‘m 3 0
- B
Rt L
- 00T
— 00F
- 009
- 008
Q001
- 00ZL
| unopN
(@ 2095MAID) 001 ‘08E=49Y 91" /¥E=0I5 'y Lava
TP Dd A WA TZ:B%:€ LTOZ/9T/¢€ pabueys asel
W' T~ITEAWd\ T~DNOSYL\SPOUISK\ 1 * POUISW STSATRUY
TrW 5F AG Wd T¥:BE T LTOZ/9T/€ ¢ pabueyn aseT
W LAVd Z\ T~DHOSYI\BPoUIsn\ :aq ¢ poylen -bovw
17 0% sunton [ur T JUDWNIZSUT aJuswnxisur -boy
z t [ur oW DG ¢ xoaexsdn boy
¥ OTETA @ UOTIEDOT] pIoy oTouweuszudeN : sweny =21dweg
¥ t 2ut -beg Wd LE:¥S:9 LTCE/9T/€ ¢ 23eq uorlosfur

PIRY oTouryiydeN

oweny oTdwes

Q' LO9STOWDN\YIVAN :Q STTd BIVG



T 30 T °beq ICW ©d WA €0300%€ LT0Z/LT/€ T JuswnIlsuI

xxx 3I04DY JO DUT sax

1 I07eIb9IUT PIDUERYUS UITM PRUTRIO S3Tnesy

£E8FFL ES 0ZS60"PLY ! BTE30L
£6B6°9T 8OLES & LZS¥S 08 S9TT°0 gA EET°T ¥
POOP 0T T91sS9°8 0BLOE 6F £680°0 AN 6TO°T £
LZEDTC BBZIT S 89T8%° 271 S8EQ°C NA Q02670 z
OLLETED IJBLZFSTOE FPPOQL TEE LPST O d"g 0¢€9°C T
R [ommmem e el e R ===~
% (o] [ x 1%} [uTwj {utw] ¥
eIy agbtey BOIY UIPTM odAL SWILIeY IHesd

00T 'c9E=39Y 9T 'L%Z=BTg ‘¥ 1ava ‘1 TeubIg

8015T Y3ITM I030%e] UOTINTIG ¥ IS9TTATITIKW =280

ooo0"T : UOTIANTTG
g0oc"'T : ISTTATITN
TeubIs : Ag pwaxos

i 0|9 OF oy 0g 012 ol i}
(] 1 i x 1 1 ] [ SO RS IS E— S RS R I IR R U SRR NN SR S R iy 1 | I S | 1, Fl 1
L oL-
Cg-
-0
L
oL
1%
- 0Z
bl
o,
@i unoN
. lareo9gring) 0os '09E=oy 91'4v2=BIS 'V 1avQ
TOH 99 A9 WA TE€:8%:c LT0Z/9T/¢ * pebuete 38¥1
W' T~III¥Vd\I~ONOSY[\SPOUIan\ 1 * DOUZaNW
T 0z : =sumtoa [ur T JusunIlsul ¢ Juswniisul -bovy
T : [ur IOW Bd ¢ zoaezado -Boy
S TEeTA ! UOTIEDNOT AFTOTIOWD swey =Tdwes
= : surt -~beg Wd §9:91:L !'EOZ/QL/E :  93eqg uotaosfur

AFTOIOWD :sweN =sidues ¢8OO9S IIWO\YIVA\ :Q 2TTEL 248G



T 3¢ T =sbeg TR 54 WE 0T:00:€ LICEZ/LI/€ 1 3Iusumiilsul

srx 2A0dSY JO DPUE yxx

jI03eabaUT pSOUBRUUS YITH PIRUTEICO 31 1nsod

86865 7£S 9958 ¢BY¥ : STeq0L
9EFP¥F LT O0OZ0FL°6 686FE " ¥8 O06TT"Q gA ZET°T ¥
STST 0T TeST5°8 LOBBO 6% e680°0 AA BTO'T ¢
66T¥F" T 0ZTLe" ¥ QLTOL"TT SEE0°0 AN 81670 Z
0886769 L9TSE"0F 069T¥%°BEE 089170 ddq TZ9°0 T
__________________ |____—"__'_.“______ - _______!____

% [Ovw] [S xrw] [uTw] futw]  #
eIy ystey TIIY yaptM odAr swmrzaey yesd

00T '09€=39Y 9T'L%Z=bT58 ‘¥ Tava :1 Teubis

SELST UYITM JI030Ed UOTINTTI ¥ I2TTdTiTnW =280

0000 T : GoOTINTTA
0000°T : I9TTdTITN
TeubTts : Ag paazosg

Iy 09 08 0% 0¢ 02 ol 0

- 0L
sl
02
Pl
(o> 10
ML ruuoN
__(@'60957rWD) 001'09€=494 91'2¥Z=BiS 'V 1OVT
TW Dd AQ WA TZ:8%:€ LT0Z/9T/¢ : pabueyn 3se]
W T~LITHYA\T~DNOSYL\SPOy3IsK\ :d POUISH
17 gz : swunjoa f{ug T JUSUNIISUT @ Juswnalsur -Dbovw
z : [uzr TN 9d aoaexadn - bovw
$ TEFA ! UOTREDOT] AP TOIOHD * swey sTdwes
S ¢ surT ‘bog Wd L0:6C:8 LTIOZ/2E/€ @ @oieq uoriosliul

APTOTIMWD :sweN =21duwes Q" 6095 TPWD\YIVUN *d 2TTE BIe0



T J0 1T 9beg IrW Bd W 6T:20:€ LT0ZT/LT/E 1 Jusuni3suz

xex 3I0dDY JO PUT sxx

1 1038158 qUT pROURUUS UYITHA PIUTEIHO S3TNSa

8tTeR " 9¢ Q6FPSL " PLEL 2 ETeR0L
0668 6T LE9¥6°6 L9T8B €6 T¢I’ G gA TET'T 4
£8IB"LT 60T6%°6 $O0¥80° 99 e¥80°0 AA LOOTT 1
£€989°%T FFSEZ 0T SGZZT 9% BE30°0 dn 8T8°0 4
FLESTLE LPLIS" O F959%"8IT 69€Z°0 AH 66570 T
j-------= ] --------------------------- SR | ————
% [fr7u} {S0v] [uTw] {uTw] #
BRIAY ST BRIy UIpTM  odAL swTrisy yesd

COT’09E=359 9T’L¥z=B18 ‘¥ Ta¥d :1 T=eubls

SALST UITM I03Ded UOTINTTA ¥ ASTEATIT =80

gooe"T : TUOTINTTA
0000°1T : IaTTATIT NN
Teubtg ; Ag peaxos

@ b wion

(T 0ESSTIND) 00L'08E=§2Y B1'L¥Z=Bi5 'V 1OVD
oW 9d A9 WA TZ:8%:€ LTO0Z/9T/€ * p=breyn ge]

W T~ITLAVA\ T~ONOSYL\Spoylan\ :d * pOUISH

7 oz : sunjoa fur 1 JUSWNIZSUT @ juswnigsui Cbhov
T v fur W od @ aolexsdo bow

g TeTA @ UOT3EeDoT] STOTOHD ¢ sweN =Tdwes
9 : suty -beg Wd zZ:T¥'6 LT0T/91/€ : =3eqg uoTioslux

STOTOWD :=2weN oTdues - 0T9STIMWON\YLYA\ :d 2TTIE Blec



T 3o T sbeg 0 54 W 8Z:T0:€ LICEZ/LT/E€ T IUSWNIISUT

yrx 3I0A2U JO PUA sax

i zoqeabaluT psoueyUs YITM PSUTEIQO S3TNSay

ETESD " 8E 0BS8L'6TE ¢ BTel0L
BLTe0"TE TS9¢¥%°0T1T 7¥GEZ 56 0SE€T "0 gA TET'T ¥
376c°6T B866TT 0T ¥6TCO TS SLBO°C AA 2007 T )
PLTI6 ST 6HEFELF IT 99T0E 09 6€90°0 dd 0g28°0 z
6S99°EE  9TCL9 "9 9L9Z9 LOT Z90EZ2°0 gd 865°0 T
|-mmmmmee |[-mm e |- |=-===- R |-
% {vw} (& x07u] [uTw] [uTw] #
eIy JUBS TSR BOIY HIPTM 2dAL SWTLISE Yesd

COT'09E=39d 9T’'LyZ=BTs ‘¥ Ta¥d :T Teubis

SOIST UYITM Xo3ped uoTinTTg ® ZoTidriTnW Ssn

0000 T : uoTINTIg
0000°T : IeTTATITM
TeULTS : Ag peiaos

I 09 05 0% ¢ 0C ot 0

O
%’Z
T i
%-ﬂme
(@ L19GND) 00L'0ee=1ex oL ibE=Big v LavQ
PN 5d AQ WJ TZ:8%:€ LT0Z/91/€ pabueyc 38¥]
W T~LIINYA\T~ONOSYL\SPOU3ISK\:q * POUSSN
17 pz : sunToa {ur 1 Jusumigsur @ Jjusunxisul -bow
z ¢ fur W 9d ¢ xojeasdo -bov
9 TeTA @ uUoTIEedOT] . STOTOWD ouwey a7dwes
9 : suty -bes Wd 9€:€5:0T LI0Z/91/€ ¢ 93eq uoridofur

STOTLOWD :oweN aTdwes @ TT9STOWD\YIVA\:d STt 'leC



T 30 T 9beg TOW ©d WA $%:20°€ LIQZ/LI/€ 1 JUSUNIZSUT

pry 3IOADY JO PUI wxx

jaoqeIbeiuT PSOUWEBYUS UITM PIUTEIJO S1TNSSY

£E0EBO €D 9T09T 26T : sTe30L
9L6L°FE QEOET'6 CRBFE " CL 9EQT" 0 gA SZT°T g
LG8% " L TITP%8°9 ST0LE IC £150°0 AA TO0'T ¥
ZLST ¥ 0F0EL ¥ LLG¥T 2T 0%%0°0 AA TTE°0 £
9€8EZF FIG9B°TT 01828 €T BLET'O dA 869°0 z
8GLT TZ LOETIZT 0T T€L98 TS L0600 AF ZZ9°0 T

I

e === bl el -
% [rrww] [5xriva} [uTw] [urru] #

eIy JULTOH eaay uzpIM  =dAL swTiasd yesd

Q0T'09¢=394 9T 'L¥z=h18§ ‘¥ TAWU :T Teubts

SOLEI YITM IO3DB4 UOTAINTIA ® XATTATITNM 98n

oooe"T : TOoTINTTA
0000 T : IeTTATATIH
Teubts : Ag peaxog

U ) 0% o7 i3 0z

<

-

% "o

(T'ZL95TTIND) C0L'09c=1ey L 'Lve=6is 'V 1ava

T

TP Dd AC Wd TE:8¥%:¢ LIOEZ/9T/E @ pebuwyn IseT]

W T~LILIEaAN\ T~DNOSY L\ BpoasK\ :a POUI=KH

1 0z : swumToa [ur T JUSWnIZSUT ! Juawmxilsurl boy
1 + fur TOW Bd zoaexado +bovw

L TBTA @ UOTIBDOT 0EOTOWD ¢ sweN =1dwes
L i surT -beg W¥ €%:S0:ZT LTOT/LT/€ ¢ =3eQ UOTIODDLUI

0ZOTEOWD :ouwey oTdueg A ET9STIMIN\YLIVA\ *d =TT ¥1=d



T 3¢ T =beg MW B WA Z0:€0:€ LTIOZ/LT/E T JUsunijsur

#rr 3I0dOY JO DUH x4

FI03RI6SIUT POSURYUS YITM PIUTEICO SITNSsy

FCEGD " CTE 86L6L°L8BE ¢ ST®1I04
S¥99°92 S99£t0° 0T 98198 €L 6L60°0 gn I2T°T )
[ARA SPSEE L FOSTS"EE 86%0°0 AN 0007 T ¥
CEFT ¥ 96T0L"F 6LTTIC ZT E¥F0°0 AN ZTE°D €
S0LE 6t 0009L°0T TLLOEETT 6SET°0 dA TOL O 4
9868722 6TIZ9Z°6 891067599 0660°0 A €29°0 T

[2mea <o et e B -
3 (] [ wu] futw] futwm] #

eIy :l'l'}:ﬁ'[: 2H BaIY TIOITM le{.]:, SWTII=Y Yead

00T '03€e=32¥ 9T’'LPE=b1s ‘¥ Tawa :1 TeuUBIS

SALST Y3 TM JI03D0ed UOTINTTQ ® A=TtdraIni =80

0000°T : TCTINTEA
0000° T : aeTTdratTon
Teubts : Ag peazxos

i 09 08 ¥ 0E 0T oi 0

S Y DO B | | 1 R ) i EUURON SO SRS SN IS ES SR S i 1 ¢ RN W | bt PN S N NN TN TN SO

i 4

§- ‘WwIoN

(QE1L9SIMIND) 00L'08E=10Y 91 2FE=0IS 'V 1OVa.
ICW D A WA TZ:8%:€ LTOZ/9T/E pabueto aset

W T~LIL¥Yd\ T~ONOSYL\SPOUISK\ T POYISN

I oz : suntoa fur T JUSWUnIISUT ¢ juswnalsul -boy
z ¢ [ur W Bd zozexsdy ‘boy

L TETA @ UOTIEDOT 0ZOIOWD ¢ sweN 27dwes
L ¢ supl -beg WY €S:LT:T LTOZ/LI/E ¢ @3eg uvoTioesiur

0Z0IOWD :owen oTdueg O €TQSTIOWON\YINVA\ : g 8TT4 »3aed



T 3o T °beg I D3 WE BOSE0E LIQZ/LT/E T JuUsunzisur

w#xx 3I0d2Y IO DU yxx

iTojexbsjuT pecueyus YITM POUTRIQO SITNSIY

LELTE TEF  BOYGE EIE : sTe30L
E0EB"TE 99250707  S8%FSL°66 8IET 0 gA 9€T°T S
ZSEE'TT  9LZLT 6 96.59°8E  Z£90°0 AL DOOTT  F
60B8°S  09ESL°9 FHOEF 8T  8EF0O"D AA LZEQ £
8ELB 0T BZF¥LY 0T  TOBLO'FE  €6F0°0 dA 6TI8°0 T
66L0°6€ L9%SZ°9 EBFLE ZZT  BFFLZ°O AH £65°0 T

[ mmmnee R DR fomoooo- R B |----
% [nwu] [8x0vu] {utw] [uTu] #

BOIY JubToH oIy gaptym  odAr swridey eed

00T '09£=39Y9 91°'L%e=DbTs ‘¥ TA¥Q T TeUDIS

SALST UY3ITA Jo3ded uoTanTTg ¥ I9TTdTaTni =280

000" T : TEOTANTIA
0000°T : ITTdTa T
TeEUbTS : Kg paazog

(T[] G

_OL_
— 8=
g T
N R
S
|
2 |
L 2 Lz
I8 |
L
@ [ rLUEON
(@'¥1L967PND) 001 09C=1oY 9L'Lbe=0iS 'V 1avd
TOW ©d Aq WA TZ:8%°€ LTOZ/9T/€ pabuey> 1seT
W T~IIIIVd\T~DNOSYL\SPOUISH\ :d * POYIsW sTsdieuy
W 2d A9 WE THIBE:¥ LTOT/9T/E pabueys 35€T
W™ 1¥¥dZ\T~DNOSYL\SPOUISH\ :d poyu3an -boy
17 0z : suntop [ur T JUSWNIISUI : Jusumigsul -boy
T : fur IOW 94 ¢ aoaeasdp -boy
8 TBTA @ UCT3EDOT] UZ LZOILWD ¢ sweN sTdwes
g : 9ur] ‘beg WY ST:0€7Z LTIQZ/LT/E @ 93eq uoridsfur

Uz LEOTICWD :swey a7dwues G FTOSTIMIDAVIVAN :d oFT4 eleg



T Fo T ®beg TOW 54 Wd 6T:E0:€ LT0T/LT/E T Jusuniisul

zyx 2T00DY JO DPUH xax

i 103BI6R3UT POOUETUS YITM PIUTRICO SITNEDN

SPEEE" TP B6S06 " LTE ¢ BTRI0L
LOBT TE LSSQTT 0T QTLST 66 Z8CT 0 df 9E€ET'T S
E9CZ'CT T¥C¥C 6 S6698°8¢ TTSOfO AN BGETD ¥
8CLE" S EFEE6 9 £¥682° 8T TEF0"0 AN CEZE°0 €
TESL "B 99E9T°6 69L0% " T6 ¥PZT°C dA TEL'Q Z
LO9SE"TC BFLIE 9 TILT08 &9 QL¥T O A 68970 T

-------- |—=mmme e R el T LT P
% (O] {501} [uTu] RERRY #

eIy ybTen eRIy yapTm  sdAl QWIgaed ieeq

00T'09e=33d 9T'.L¥T=bT8 ‘v Tawa :T TeUDTS

SOLSI UY3ITM I03ped UOTINTTd ¥ ITTATIToW osn

0000°T : UOTINTTa
cooo" T : TerTdratnn
TeUBTS : Ag psa3aog
sjaodey ausoixog EoIYW
AL g2 %L &zl 0l G4 4 gz 0
! SRR T § " Loy y) i JE T SOV N TR b " ' H L Iy PR TN Y N 1 L 1 i
2z~
C o1-
| -
i Le
‘gl Ly
<ol
I
N AER N A
| | -
S IR
- EER
\/,*M_ﬁwf_%gk;ﬁwjg
By
!
% e
e ¢
| © |
Q U uLoN
(Q'5L95TIMINID) 001 '0oE=1aY 91 ' Mpe=0ig 'v LAy

paburys gged
poylsn sTsdrTeuy

TR Od A9 WA TZ:8%:€ LTOZ/9L/¢
W T~LILYEI\T~ONOSYO\SPOUIsK\ : d

TOW 9d A WA T¥:8€:% LI0NZ/9T/E @ pabueys aset

W' LavEz\I~DNOSY L \SPoUlen\ :qQ : poyasW -boy

7 gz : sunyoa [ur T JusunIlsul : auswniisur -boy
z i fur oW B4 ¢ 1o3ezadp "boy

g8 TeTIp  UCT3ESOT] uzg LZOIOWD ¢ sueN ardwes
8 : sur] -beag WY BE:ZS:T LICE/LI/E * @e3eqg uotriosfur

UZ LZOTIOWD oweN oTdmes Q" STOSTIOHD\YIVA\:d 9TTd er=d



T 30 1 =bkeg IR DI WA 9B:£0:€ LTOZ/LT/E T IUSUNIISUT

xxy 330098 IO PUH axx

iI03eibajuT pesuEyUs YITM PRUTERINO SITNSSH

LOZ0% 0T 29829 LOE PoETRIOL
L9966 6T E9EFPOT Q¥BLZ "EG T6TT 0 HA SCT°T S
ECLL"CT SLTZO0 6 INANYANY 883%0°0 AN Tea ™G 4
LOGED"¥® [74=0 % Fa =t 99&66E° 21 TLEOQ"D AN BTG 0 £
PPLSEE 9ST6E6 06660°€E0T TOPTO dA TELTO0 4
6589°8T 6%0TC 9 ¥P6S95°03 86ZT°0 A" ¥69°0 T

———————— |-—-———————|————————--_-—————— e e N s
3 [ ] [Sxovw]  [uTw] [avw] 4

oIy Jubton ealy UaIpTm  2dAL SWTilsy yesd

00T '09€=394 91'L¥Z=BTS 'V IaWQ :T TeubTs

SOLST YITM IodDRd UCTINTT 5 IL2TTIIITNW =8N

0000°T : USTINTTA
0000°T : ISETATITIN
Teublg : Ag psidog

I S'lLL Sl Q'IZI- OIL G S &T (])
! i L : L " ! [ TR TR P TR Ut L o boeeod Leveiloaccd L L L i | bl T
_z-
:_OL-
g
1 e
i = 3 "
1 S
11/ -
s E Lo
_L_v—'ﬁig ’;\-—f\_—
By
& e
'
N -y
z"-,;! FLaoN
(Q'9L95MND) 00L'09E=19x 91'LrE=BiIS 'V Lavd
W Bd A Wd TZ:i8F:€ LT0Z/9T/€ ¢ PQBUEWD_QEET
W' T~IILY¥d\T~DNOSYL\SPOUISH\ :d : POUISW STSATEUY
I 93 A WA TH:8E:¥% LTO0Z/91I/€ ¢ paburio 38e]
W' IIYdZ\T~ONOSY [\ SpouIsK\ :d ¢ poyasH boy
17 0z : =sunTop [uT T JusunI3suI @ Juswniasur ‘boy
T : [ux TOW DF ¢ zojexady -boy
6 TeTA @ UOTIEDOT] 6W LzoTIrWD : awey >7dwes
6 : =urT "beg WY 00:6T:E LT0Z/LI/€ * 9o3eq uopanafu:

bW LZOICWD :swen STdwes G°9T9STIWD\VIWA\ :d STid 23ed



T 30 T =bea

TC0W Bd WA €E:€0°E€ LTOZ/LT/E T IUSUNIISUT

xxy 2T0ADY JO PUHT xxx

1I03eIBBIUT POOSURPYUS YITM PRUTEICHO SITNSSY

Bl rzoImm ouwenN oTdweg

¥BEIS LT ETLET SFT STe3I0L
OPEB"TH F£O0LBE L £588L°09 9%0T" 0 gA LZTCT £
POLOTET 909%Z°S 60E86°8T z£890°0 AN TEE'0 Zz
9560 St 9LOLZ ¥ TS56%°G9 68610 gd T85°0 T
e I R B P____
I
% [Oww] [ xN7w] {utw] [uTm] #
eaIyY JySTeH =Eka HIpTM  odAL swtiisy eed
00T'09€E=39Y 9T’'L%Z=HBTS ‘¥ TA¥a :T Trublg
SALSTI Y3ITH I030'd UOTINTIA #® ISTTAIIIOW 880
00001 : UCTIANTTA
00o00"T : ZaTTdT3 TN
Teubrs : Ag peaxog
3aoday jusoasd vsay
Ut = g1 A ol 5/ § ge 0
L L i L H L L L 4 i L4 i : 3 [OR T N ORI SR ST SUUN SN S YU SR SR S N -
L z)-
L o)
L g-
o
ﬁl% e
HE L
H E Lz
ﬂj !r—-/\-—-o
Ca AT '
BN
g -z
@ [
4 Ly
Ly} - CUloN
(Q'Z199IND) 004 09C=19y 91 L¥2=DiS 'V Lavd
IR 9d AQ WA TZig8Vv:ie LTOZ/9L/€ ¢ psbuetyos 3seT
W' T~IIIEVA\T~DNOSYL\SPOUISK\ :d : poyleW stsdTeuy
TOW Dd AD WE T#78€:% LTOZ/9T/¢f ° paburys gseq
W LAV ENT~ONOSYL\SPOUIsH\ :d poyli=m -bov
7 oz : suntop [ur T JUSUWNIISUT | JUsSWNIIsur -bov
z : [ur TOW 54 zogzexado -bov
6 TEBTIA @ UOTIR2OT] B LzoEIrWD swey =7dweg
& surT "besg WY FZILEE LTOZ/LT/E 230 uoTive[ur

arLTey

TOWND\YIYIN\ :d 9774

23wd



T go 1T obeq TOW 92 WE €9:30:€ LT0Z/LT/€ T Jusumziysug

sxx 2T0dDY JO PUT xxx

jI0o3eIbaluT PLSURHUS YITA PIRUTRIGO S1TNSSW

OFEZFT 84962 FOTIL¥BT T to8TedloL
¥060°0 TLBSE™T 90ESL 6T S1ECc’ 0 dd 99T L ¥
FPSEE 92 80708 TS6 PESTCETSLS #8BO°0 gA €B0°T £
TEFPL 29T 9659€°€88 GS¥989°Z%BY €160°0 AN SL6°0 4
TT¥8 9% B89EZY 0CTT ¥=2FtEcl"T SZ%T°0 Ad 66L°0 T
________ el e B e i EEEE

% L] [Senvm]  [upw] futw] %
TRy JubTon BaIY IRt  SdAL SWTIIeN Mesd

GOT'09¢=399 9T’'L¥e=bTS ‘¥ Tawa :T teubis

SOIST UITA TOJ30Rd UOTANTTY ¥ ISTTITITRW =S80

0000°T : woTINTIA
0000 T : ZRTTATITON
Teubts : Ag pe3xog

—
=y
L= ]

T T
[=]
=
4]

£80;
66 L0 45T
I
[ )
o)
2

- WUON

(Q'8195MND) 004 '09E=JoY 91" /v2=BIS 'V 1LaVQa

IOW Dd AQ WA TzZi8%ie LINZ/9T/¢t pabBueyo jseg
W T~LIIMYS\ T~INOSYL\SPOUIeH\ 1@ @ pOUISW sTsiTeny
TP Dd AQ WA T¥:8€:¥% LINZ/9T/¢ psbueyn aseT
W LAYAzZ\T~DNOSYL\SPOYILN\ 1 a pouaem bow

ar sy w4 #s wE ke

11 gz : swnroa [ur T JUSUNIYSUT susunIlsur -bov

T ¢ [ur IO ©d aoaexsdo -bov

0T TBTA : UQTIEDOT] SEQTILWD sweN =tdues
0T : ourt -bheg WY 95:6G:€ LTOZ/LT/€ @ =3eq uofanslul

9E0TLWD Ruwey aTdwes a*8TOSTOWD\YIVA\ 1Q 2Ttd B1%d



T 30 1 obeg IOW B4 WA 0§:%0:€ LI0Z/LT/€ T 3UsUMIZSUT

»xy 32040Y JO PUH sy«

[I03BADSIUT poasURUUS UITM DOUTRIOO SITNESY

PEELB "BLET ¥REZROBTZ PosTRIOL
C360° 0 ESTEE"T 8E5E6 0T STEZ O dd FIT" L 4
69ET 9T S0EZ9E€°896¢ TBS86°6695 L980°0 gn F¥80°T £
TBTE LZ G9Z¥B €88 SBB9S°LSES %060°0 AN SL6°0 Z
De%¥ 9% TILBT 9CTIT ¥oL6CIO'T OTIF#L O Ad B6L'O T
________ (R [ [ — _______g_---
% [Owu] [sxnvw] fuTw} [oTw] #
BaIy ubton eaIy yaptm odAL swrliey iwed

00T '09E=399 9T ‘Lpz=bT8 '¥ TQ¥Q :T Teubis

SALSI UITM I03I0Bg UOTINTIQ ¥ A9TTATITNN @80

000C"T : UOTINTITA
0000 T : ISTTATITIN
TeubTS : Ag peiios
1xcdsy usDIsd BoIY
R S%L Gl SFL arL gz g 54 ?
1 i i .4 t L | Y L 1 i L i 1 L i ! S L L 1 ! L 1 Loee
X
7 :: j W !' | 0
2 |
|
| Loow
L 008
f
i -
| =008
Ii L
l
i L
Is}
2 L
P - 000 )
g L
- |
~4 )
4 - UUON
{06195 TN} 001 'ggg=ley 91" 1Pe=big 'V Lava
IPN Bd AQ Wd TZ:8F:€ LIOZ/2T/€ pabueys 3ge]
W E~ITIIYA\T~DNOSYL\SPOYIaW\ :d * PoUlIsH eI1sdieuy
TOW 24 A9 WA TF:8E:% LTOZ/9T/% ¢ p=abueys Jse]
W IMYdZ\ T~3NOSYL\Spouasn\ :ad : poyasw -boy
17 gz : =sunToa [ur T Jusuwmnijlisul @ Juswnzilsur -boy
g ¢ fur I0W 24 ¢ xo3exsdo -boy
0T TBFA @ UOT3IED0T QEOTIIND ¢ swey sTdueg
0T : sutpT -beg WY £Z°ZT:¥% LIOC/LI/E : o3ed uorioalur

SEQTILWD :sweyN sTdues I 6 T9STMD\YIVA\ :d =TT =3ed



T 30 T 9beg W 94 WA 6S:F0°€ LIQT/LT/E T ausumnzjsur
gry ITOASE JO PUE sza
(103e1693UT pPeOURYUS YITM PSUTEICC SIATNESY
E€08L 8%FF FOTSLLE'E sTe30L
LBLTO 8ELZO"E ¥9TS5G°85  TZ6Z°0 dA 89T°L  §
TE560'0  IPEPL"T LFZ6T TE L¥92°0 Ad 0S9°¢ %
SPES LT BLBOOTIST ZTHZEL FTO06 LLEO'O gA ZBO'T £
9598°0€ E€OPET P8%T $995TTO T SLED'C AN TE6°C  E
09ZE°T% anae'sv%tl ¥R0SPSE T ISEL 0 Ad TT8"0C T
=== - | R R |----
3 v} [S sr1vt] [uTw] furum] #
TOIY JubTeH BaaY y3ptm  odAL swrIL1S¥ Hesq
00T '09c=33d 9T°L¥Z=bTS ‘¥ Tavg :T T=UBIS
SQLSI Y3ITM T030Bg UOTINTIA ¥ I=TTATITNH =250
0000°T : UOTIRTTI
0000°T ISTTAdT3ITNKH
TeubIs Ag pejgog
1xcday JuznIad eslvy
T 71 gi 520 o gL S §¢ 0
T IO IO T O 3 L 1 1 kL AR S 1 i 1 L KIS S L i I L L f ’ Joe I
- :q Ip_) 1 IW i !‘ | 0
w H !
s 3 i
| - 00Z
- 00Y
| cos
- 008
- 00CE
- 00ZL
i
| - Qo1
- I HLON
{(0'0zasreD) 0ol '09g=ey oL srz=0ig 'V Lava
TR ©d Aq WA TZ:8%'E LT0g/91/f °© pabueys 3ser
W' T~LITEVd\T~DNOSYr\SpPoylar\ :d : POUI=W STISATEUY
LW 99 A9 WA T#:9€:% LTOZ/9T/€ ¢ pefueys 3seT
W' I¥VdZ\T~DNOSYLO\BRPOUIBW\ 1 * poussn ‘bov
11 0F swnToa FuT T JUSWNIISUT : AUSUNIISUT -"bovy
T fur oW 99 ¢ aojex=sdo -boy
IT IBFA ¢ UOT3IESOT] THOILWD sweN =T1dweg
TT suT1 -beg WY 9€:%%:% LT0Z/LT/E @ =23eq uoTloslur

CFOILND

rawey sTdues



T 3o T abeg IOW 94 Wd 603:S0%€ LTOZ/LT/E T IUSUNIqlsuT

rxx IXOADY 10 DUT x#w

jAcaBIbeUT poasURYUD YITM DSUTEICOC SATNSY

858B9€°06E¥ ¥OCZO0GLT L T 8Te'IOL
T8LEO SL¥E6°T LeFEL"8S £L8C 0 an P14 1
PTE60°0 9BOTL T T¥6%6°6C T¥#¥SZ'0 A" 67272 ¥
6LST LE ©FBLS 6BF%T Z999Z ¥688 LS60°0 gA #80° T )
PEOT " TE BZSTIS " LLFPT FSTSBTIO'T ¥960°0 A 26670 <
EZ?S?’T? 6TBST"BIPT ¥9O86LYSE T L6TT 0 Ad OT8°0 T
-mmneee- - e mo R o Sk [ ----
% [avw] [sx0vw]  [uTw] [utw]
BoIY ybTeH BOIY U2pTM  =2dAL swTli9d Heegd

00T '09€=I2¥ 9oT'L¥z=B15 ‘¥ Tav¥a :T Teubts

BQISI UYITH I0708d UOTANTTA ¥ JoTTIdTITTH =28n

0000°T : uoTINTIA
0000 T : Tt TdT3TnW
Teubtyg : £Ag peaxog
ax0day JusnIad Beay
i gLl 2 {3 qL g7 g gz 9
FI—" A ] L L i i 1 I & 1 ] i 1 S N L __ﬁ_ L. L 1 L i 1 i ! L L Il
"""""""""""""""""" 1 ‘\I }-o, ¥ lw : T i 0
o B ; i
B W0 H |
i ooz
| -
Pl
|
| roov
Pt
~ 009
- 008
f! - 6001
| Fo.
It
i 3
”h 00z}
i i
Mg i
i - Q0¥
P
o ETILY
(Q"L298MIND) 001 08e=1y 91 Lre=BiS 'v Lava
TH D8 Ad WA TZ:8%:€ LT0Z/9T/f ° paBueyn 3se]
W T~LIIEYI\ T~ONOSYL\SPOUIsK\ :d : poyulsy sTsATeuy
MW DA A WA Te:e€ v LT0Z/9T/f pebueyn aset
W EE¥dZ\ T~ONOSYL\ Spoyasn\ = q pou3lsk -~boy
TH 0z : 3unmtoa fur T JUSWUnNIJ]SUI @ Juunizsur -boy
z ¢ [uz I0W 93 - xojexadp -~boy
TT IBTA @ UOT3IEDOT] ZFOTILHD ¢ swey sTdweg
1T ¢ surt ‘bag WY 85790:'9 LTI0Z/LT/E * =23eq uoraoslur

ZPOTIOWD :sueny a7dueg I TZISTLWONVLIVAN :ad STTd e3eq



T Ic T @beg

TN 99 WA 8TIS0:E€ LICZ/LT/E

zvx 170d9Y JO PUE sax

1 JUSUNIZSUT

[I03eIbeIUT PIOUBYUD YITM DPIUTRIGO

53TNS3Y

ZSOTIOWD suweN oTdwes

LFELE 767F FSG6TEC"C @ STeI0L
gTLE "8t CHECL E9ET Z9CEG"TPSE 9L80°0 qn 860°T i
LBTO"ZE SQETTS O0T®T ¥EZS9 BFTL TSLO°O AN 98670 €
EEFT 9T O60L9 ¥STT ZSE0T"E0SE ¥B%0°0 AN BTE70 Z
_BBSS'EI DLLSESLS TeS0B°SZ0E £S8B0°0 Ad BT8O T
R i ke R T e ----
% (] [5«nvu} {uTw] furTw] #
eIy JibToH ealy YIpTM =dAL SWTII¥ 3eed
00T '09E~=3F°9¥ 9T'Li%2=bTs ‘¥ Tavg :T TeUubrg
SCIST YAtm 10310®4 UOTINTTA % ISTTITITNW °80
0000°T : ToTINTIg
00GC0°T : aertdiarnm
Teubts : Ag peo3ics
Jacdey Juanisd Eoay
L 9'{,L SL S'FL OEL S;L QE QI'Z 0
o 1@
— 002
ﬁ" oov
I{I L o
1 B
1ot
e ]
1 3
» L
§ - 008
i - 0001
ié Lt AN
I
% I
o - Q0¥
= F ULON
(Q'zZasrND) 001 08E=49y 9L 4P2=018 'v 1OV
TOW 24 AQ WA TZ:8%:E LIOEZ/9T/f ° pabueys 3geT
N'I:-I.I.I.E‘i’d\":"DNOSVD\SPOTJ[QE‘W'\=C[ ! POUISH STSATEUY
T 54 A9 WA TP:IBE:H LT0Z/9T/€ pebueyn 3sel
W IOYd T\ T~DNOSYL\SPOUISHN *d poyisW -bov
17 oz suntoa f[ur T JUSWNIJSUT ! JusunIisur "boy
T & fur W 54 xojerado -bovy
ZT TeTA : UCTIEDOT ZSOMIDWD sweny =1dwes
CT : surl -bag WY €2:62:9 LTOZ/LT/E * e3eg UOT3IDSLUT

Q' ZZ9STWON\YIWA\ :d TTd ®aeg



T 3o T obeg W Bd Wd 9Z:50:¢€ LTOE/LT/E€ T Jusumzisur

xxx JIOADY IO PUH »yx

iI03eIb9]UT POOUBUUS YITM PIUTRIQO SITNSSY

L9BET "BT2% P2E58TTZ T ¢ FT®30L
EEBY 'BE CSEBP TZPT SSSE6°'TTIS8 BEBQOQ gA Le0°T ¥
FZB6°CE ¥C9YT CZE¥T 0S80CTS6ZL 939L0°0 AN SBETD €
£599°ST SPLO0 TLATT ISHEG "¥9%T S9¥0°0 AN BTE D <
0698 2T LPTIBREEZLS OCO60ZF 9¥BZ QGBO'D Ad EZBT0 T
________ ,__________ mmmmme Ao ""i“““‘ R
% [frun] [8 »0WU] futw] [uTu] #
eaay YbISE 1=El i IpTM  odAL swIiaey Mead

00T1'09€=329 91 'Lp2=B15 ‘v Tavg :T teubtg

SALSI YITA I03D0BI UOTINTIA ¥ ISTTATITNM =sn

goo0"T : TOTINT T
gooc T : IoTTdTI TN
Teubtg : Agt psjzog
Jaodsy juasisd eeay
S SILL gL S¢l [1]8 Gl % 9;2 ?
— ‘j F’ I 0
T
i! L
i
il foog
7 i
: - 00F
‘.
a
it -
e ~ 009
+ Do {
S
75 o
- 008
=000
=) — 0OZL
i -
et
| -
% — 00FL
0 | HUON
(0rEZe5IFND) 001'08S=39 91'2p2=0ig 'v 1avad
IMW 9d A WA TZ:BF:E LTOZ/9T/¢ ¢ pebusyo 3seq

poUlsn gTsATeUY
pebueys 3seT]
poyaaw -bovw

W" T~IIIIYE\ T~DNOSYL\SPOYISW\ : d
TOK 94 A9 WA T#iBE:% LI0Z/9T/€
W IaYdZ\ T~ INOSYL\SPoOUasn\ : g

a1 4w tx es tw

17 o0z : swnyioa [ur T JUSWNIISUT JuswniIlsur -bhovy

z : fur 1rH 94 zozexsdp -boy

ZT T®TA : uoTleco] TSOIOND ¢ smeN stdwes
ZT : sutrq -beg WY £%:TS*e LT0Z/LT/€ @ @S3eg uotionelu:z

ZSOICWD :swey sTdwes Q€295 IOND\YIVA\ : a QTTﬁ'EQEG



T 30 T 2beg ICW 94 Wd SE*SO*E LTCZ/LTI/E T JueWNIysuy
»ex 320d9Y IO PUT swx
izo3eabeuT psoueyUs YITM PBUTEILO S1TNSLy
02STL FF ZELEL TST : 81E301
894LZ°LT 8S5FE£9°4 €LOZO T% £6L0°0 gn PSTT 9
SZ9T CT L¥HGE'S ¥9686°0F 0SS0 0 AN 9LO°T g
PIFPT 6 SE9TL 9 E6T6Z €T SZS0°0 AA LE6°0 ¥
8EZZTE'% 90969 F YOEHFS 2T TEFO" O AA 0I6°0 €
GET9 ' ¥I BZYGE"6 SEGET LE 28500 dA 7180 z
LZBB ' TI¥ S¥BLE L P09TL 90T T98T°0 A" 9T9°0 'I
e s R et R
5 [ {5 xnvu] [Tt} {uTu] #
'Y ysTeH BRIy YIPTH dAL LWTEISY yeed
00T '¢9e~=328 9T1'L%2=bTs 'v¥ Ta¥g :T Teubis
SALSI U3TM I07D0®d UCTINTIQO ® I2TTAIITNH @S0
0000 1T : uoIINTIQ
00001 : ITTETITNM
Teubtg &g pejaog
azodsy JuoDIed BIIV
L g7 Si ¥4 or g7 g 4 0
,,,.l,,‘..J_._._J...._..A._...l...,A,J,,,,,,J,,,,,,.L...___]____ = L L 1 i . J,‘ iy R . lo.— .. ,i,,,”) b '] 1 .__.i... alo_ ) . __1._._..1 b 1 ,J,,ﬁf.[r
o]
L be
—g
V.
z..
0
z
‘ULON
{QFZ9SIMND) 001'09E=I9M 91 2rZ=BIS 'V 1ava
TP ©d A Wd TZ:8%:f LTO0Z/91/€ ¢ pabuey> 3seT
W' T~III¥Yd\ T~ONOSYL\SPOUlsK\ ‘d : poylew sTSATeuy
T D4 AD WA TP:I8E€:H LTI0Z/9T/€ ¢ pabueys 3seT
W LIYAZ\ T~JNOSY L\ SPOUISK\ ! * poygsw -boy
1" 0z : =sunioa [uzr T JUBUMIAIEUT ! Jusunilsul -bov
T : fur oW 5d aoaexado bow
ET TeTA : UOTIED0T] £50TOWD sweN sTdwes
€T : surT -~beg WY 9S:€T:9 LTOEZ/LTI/E * S3eg uocTioalur

£S0TLWD

ramey o7dues

Q" $Z9STOWO\YIVAN 1d ST 23wl



T 3o T =2beg

W 2d W SP:S0:E LTOZ/LT/E

xry 2IO0BY JO PUH sux

T JUswnIlsur

1707e1683UT pPaduULYUs YITM POUTRIQO SITREeY
SBESE " TV EEY AN AN ¢ sTel0g
608 LT 00F%2L°L 99€9B € £2L0°0 aA £€9T°T 9
2005°'TT BB665°8 LEEFT 6T Se¥0°C AN DBOTT g
TTPL 0T 99fFIT 4 T#PETZ " L2 389070 AN 66670 ¥
P06T S 89028 ¥ ETESTET 6LTF0°0 AN STET D £
6TO0B'ST SP5TS°6 LOP¥#O°0F TTI90°0 dA ST8° ¢ Z
L89S 68 0208%° 4 ZEBB6 " 66 6TLT 0 A9 F#09°0 T
__________________ s T [T T pupupupy puoup U [ (A
% [Oww] [ & x190a] [uTw] {uTw] #
eaay JuybTeRn eIy yIptM  odAg swiilod yesg
00T 'cog=I9y 9T L%T=bTS ‘¥ Tava :T Teubts
SAISI YIT4 J070'I UOTINTTA 3 I=TTATITIH osg
000G T : TOTIANTTJ
goco-T : xetTdT3 TN
- teubrs Ag pa3jiog
a1xcdsy Juenasd esIy
M ?4 %L QZL ql 9} < 52 Q
S PR SRR BN R n { P I W .l L ) S [} 1 1 ) L | JUSRY SO L i 1 i_..1 1 J,,,,,,l__ S RN N RO B ,JL
_GL..
.
L e
-
o ‘9"
- 4
r z-
—— N\ 2 Lo
1§
i ! -
E! .
i ! N
£ .
& % | wioN
(Q'5z95 D) 00} '09E=4ay 0L 2pE=BiS 'V Lava
TrW Dd AQ WA Tz:8%F:¢ LTOZ/9T /€ = pabueyo a3sen
W’ T~LILAVE\ T~ONOSUYL\SPOYIsK\ :d * poylen sTisireuy
T0W £d A9 Wd TH:8€: % LTO0Z/9T/¢ pabueyo 3se7
W'LHV&Z\I~DNOSVD\SPOH19W\=G poulsn "bov
7 o¢E swntoa [urx T JUSWNI]EUT @ Juswuniigsul -boy
z : fur 0 5g aozrasdo ~bhoy
€T TETA : UOTIBDROT ESOTOHD ® sweN s1dweg
€1 sury -beg WY 80:9€:9 LIOZ/LI/E : @23eg uUoTidafur
ESOTIOWD :ewenN sTdwes C 9299 TMNDN\YLIYA\ :d Tl eREd



