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ABSTRACT

Fly ash deposits from a coal-fired electric gener-
ating plant were analyzed for seventeen elements
present at trace levels. The amounts of these ele-
ments were determined using proton-induced X-ray
emission (PIXE) and graphite furnace atomic absorp-
tion spectroscopy (GFAA). The effects of pH on

leach rates from the fly ash for these elements were
studied. Interfacing of the GFAA system to an Apple-
Isaac computer data system was also developed.
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INTRODUCTION

Envirommental Significance of Fly Ash Disposal

Coal is the nation’s seventh largest natural resocurce. Its
combustion produces a tremendous amount of ash. In 1975, over 36
million tons of fly ash were produced in the U.S. (1,2). By the
year 2000, particulate emissions may reach five million tons per.
year. Since the amount of fly ash produced is so great, many

practical uses have been suggested for this material. These

include: restoration projects, neutralization of acid mine
wastes, highway construction, and concrete fabrication
(3-6) .

To safely utilize this material, it is important ~to understand
the mechanism of metal release from fly ash under natural
envirommental conditions. The type of coal and area of origin
effect levels of elements present. Coal has been
categorized into four groups based on appearance and physical
properties. The four groups are lignite, subbituminous,
bituminous, and anthracite coal (7). The basis for this
categorization is primarily carbon content and volatile matter.
From these coal compositions, it is evident that combustion of
certain coal types could release high levels of potentially
toxic elements. These elements include arsenic, selenium,

cadmium, molybdenum, vanadium, nickel, boron, and lead. Most of



these elements exist at higher concentrations in coal than in the
earth’s crust. These elements are further enriched,
approximately tenfold, in fly ash due to the loss of organic
matter during coal combustion. ILevels of mjor elements (e.q.,
aluminum, calcium, iron, manganese, and silicon) are high in
all coal types, as they are in the earth’s crust.

Geographically, element profiles vary as the type of coal present
in a region varies. Table 1 shows concentrations of major,
minor, and trace elements by location. Generally, coals from the
Western U.S. contain lower trace element and sulphur levels
(7,9,10). Supporting this, note that arsenic, cadmium,
mercury, and molybdenum concentrations are lowest in the Rocky
Mountain coal shown in Table 1. In contrast, arsenic,
cadmium, boron, lead, selenium, and molybdenum concentrations
are high in the Interior Province coal. When coal
cambustion takes place, elements incapable of escaping as a gas
remain behind in various types of ash. The behavior of an
individual element is dependent on both the temperature
reached during coal combustion and the compourd the element is
present in. Most arsenic, cadmium, lead, and selenium
species listed would volatilize below 1550 degrees Celsius.
Under the right set of corditions in a furnace, these elements
could escape as a gas and not be present in any residual ash.
The presence of emission control devices in the furnace stack
partly determines whether volatile elements are present in ash.
Figure 1 illustrates the general configuration and flow in a

coal-fired power plant.



Various stages of ash production are shown along with the stages
of processing. Fly ash is a type of.fine residual ash captured in
emission control devices. As the name implies, this type of
ash is airborne and can escape into the atmosphere if not caught
by electrostatic precipitators. Bottom ash is another type of
residual ash that remains in the furnace after coal cambustion
occurs. Bottom slag, or boiler slag, is produced when bottom ash
is melted down. The amount of each ash produced is dependent on
the type of furnace used.

Table 2 contrasts concentrations of some potentially toxic
elements by type of ash and coal. Clearly, elements are enriched
in all types of ash compared to coal, due to loss of organic
matter and mass during the combustion process. The difference in
element concentration for each ash type can be explained by
differences in ash particle size and temperature/processing at
variocus areas in the power plant. Fly ash is primarily composed
of the smallest ash particles. Volatile elements condense on
fly ash particles before they leave the furnmace stack as a
gas. From the data in Table 2 , it appears that lead,
molybdenum, and arsenic display this type of behavior to a great
degree. Elements not volatilizing under furnace temperatures
are found in uniform concentrations in both bottom slag and fly
ash. Metals displaying this behavior are called matrix
elements and include iron, aluminum, silicon, and calcium
(13). Aluminum has been used as a reference element to
compute enrichment factors for other elements since its

concentration neither varies much within the fly ash particle nor



from fly ash to slag (12).

Release of trace elements from fly ash is more pronounced when in
contact with fluids, where the metals are more mobile and
soluble. Since fly ash 1is often disposed in pits open to
enviromental conditions, rainfall can start the leaching
process. The solubility of each element is pH deperdent. Table
3 contrasts metal concentrations in solutions leached from both
Mojave fly ash and soil. Note the dramatic increase in
solubility of certain fly ash elements as the pH was adjusted from
12.5 to 6.5. As these elements become soluble and escape from the
original disposal site, groundwater quality can be adversely
effected. Runoff from the fly ash site could contaminate nearby

well water, soil, and vegetation.



Figure 1 *

Coal-fired power plant using a flue-gas desulfurization sludge system
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Table 1 *

Average U.S. coal composition by location

Northern Rocky
Appalachian 1Interior Gulf Great Plains Mountain
Element Region Province Province Province Province Alaska
Major elements
(percent)
Sulfur, total 2.3 3.9 1.9 1.2 0.6 0.2
Sulfur, sulfate 0.09 0.27 0.33 0.03 0.05 0.01
Sulfur, pyritic 1.56 2.37 0.59 0.76 0.19 0.07
Sulfur, organic 0.74 1.25 0.96 0.37 0.32 0.12
Nitrogen 1.3 1.2 0.4 0.9 1.2 0.7
Silicon 2.7 2 6.6 1.4 2.5 2.9
Aluminum 1.6 0.97 2.1 0.69 1.2 1.5
Calcium 0.12 1.2 1.2 0.97 0.59 1
Magnesium 0.068 0.089 0.291 0.255 0.104 2.5
Sodium 0.032 0.035 0.732 0.182 0.102 0.018
Potassium 0.23 0.16 0.3 0.04 0.076 0.12
Iron 1.9 3.3 2.2 0.75 0.45 0.38
Manganese 0.062 0.014 0.024 0.0051 0.0036 0.0061
Titanium 0.09 0.052 0.16 0.042 0.061 0.077
Minor and trace
elements (ppm)
Antimony 1.2 1.7 0.9 0.6 0.4 2.7
Arsenic 27 21 6 3 2 3
Barium 100 70 200 500 200 700
Beryllium 2 3 2 0.5 0.7 0.7
Boron 30 100 100 70 70 70
Cadmium 0.7 7.1 1.3 0.2 <0.1 <0.2
Chromium 20 15 20 5 5 15
Cobalt 7 7 7 2 2 5
Copper 24 20.2 28 8.3 9.1 16.8
Fluorine 80 71 124 45 70 90
Gallium 7 5 10 3 3 S
Lead 15.3 55 20 5.3 5.5 5.9
Lithium 27.6 11 28 6.0 9.2 10.1
Mercury 0.24 0.14 0.18 0.09 0.06 4.4
Molybdenum 3 5 3 2 1.5 1.5
Nickel 15 30 20 3 30 10
Niobium 5 1.5 7 5 1 3
Scandium 5 3 7 2 2 S
Selenium 4.7 4.6 7 1.0 1.6 2
Strontium 100 50 200 150 100 100
Thallium 4.9 5.2 8.3 2.7 3.6 4.4
Uranium 1.4 3.3 3.2 0.9 1.6 1.2
Vanadium 20 20 50 10 15 30
Ytterbium 1 0.7 2 0.3 0.5 1
Yttrium 10 10 20 5 5 10
zZinc 20 373 40 25.6 9.9 24
Zirconium 50 15 70 15 20 20
*
Source: ref., 7,8



Table 2 *

Progressive trace element enrichment in a coal-fired power plant

(ppm)

Sample Cu 2n As Mo Sb Pb Se Hg

Coal 9.6 7.3 - 0.99 - - 1.9 0.070

Bottom ash 82 58 15 3.50 2.8 <S5 7.7 0.140

Precipitator ash 230 250 120 41.00 14.0 66 27 0.310
(inlet)

Precipitator ash 320 370 150 60.00 18.0 130 62 -
(outlet)

*

Source: ref. 7,12



Comparison of element levels in saturation extracts

Table 3

of Mojave fly ash and 68 California soils

Fly Ash (ug/ml)

Water Soluble
Before pH Adjust-

Water Soluble
After pH Adjust-

Concentration in
Soil Saturation
Extracts (ug/ml)

Element ment (pH 12.5) ment (pH 6.5) Mean Median
Ca 476 38,234 128 60.0
Mg <1 849 s 12.4
Na 287 900 524 45.0
K <100 <100 20 10.0
Si <0.6 <0.6 3.1 5.0
B <0.6 65 3.1 <0.1
Ba 50 15 0.26 0.10
Sr 61 333 0.93 0.18
Al <2 <2 0.40 <0.01
Cr <1l <1 0.01 <0.01
Fe 0.01 0.11 0.05 0.03
Mn <0.01 1.3 0.17 <0.01
Cu 0.01 0.02 0.04 0.03
Zn 0.02 0.08 0.07 0.04
Mo 0.12 1.11 0.73 <0.01
Ni 0.01 0.13 0.02 <0.01
Co <0.01 0.09 0.06 <0.01
v <0.01 0.02 0.07 0.01
Pb <0.02 <0.02 0.05 <0.01
cd <0.01 0.03 - -
Ag <0.001 <0.001 - -

* Source: ref. 7,14,15



CHAPTER I

CHISMAN CREEK FLY ASH CISPOSAL SITE

The area examined during the current study was a fly ash
disposal site located in Yorktown, Virginia. Fly ash was
last deposited at this site in the mid-1970s by the Virginia
Electric and Power Company (VEPQO). Figure 2 contains a map of
the area under study.

Fly ash was produced from 1957 to 1973 when the plant
stopped using coal and refinery coke and began using fuel
oil. The refinery coke was obtained from the nearby AMOCO
refinery. Refinery coke is derived from crude oil;
therefore, certain elements, such as vanadium and nickel,
are present in especially high concentrations. Wwhen the VEPCO
plant was in full operation, one thousand tons of fly ash and two
hundred fifty tons of bottom ash were produced each week
(16,17). This ash was deposited into three separate fly ash
pits. Figure 3 displays the 1location of the fly ash pits
in the study area.

Although fly ash had been deposited in the Chisman Creek

watershed for several years, envirommental effects went
unnoticed during that time. However, in the early
1980s, several nearby residential wells were reported to

contain green—colored water. The incident prompted the
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State Board of Health and the State Water Control Board to
undertake a testing program in the immediate area. Several
residential wells were tested and found to contain high levels of
vanadium. Vanadium and selenium were also present at
higher than expected levels in Chisman Creek groundwater
(18,19). The groundwater was probably contaminated by vertical
and horizontal migration of fly ash. later collaborative studies
by the Virginia Institute of Marine Science and the Virginia
Associated Research Campus provided more detailed information
on the extent of trace metal contaminants. This work involved
an extensive program of analyzing groundwater, stream water,
fly ash, sediments, vegetation, and shellfish to understand the
dynamics of trace metal mobility. The sampling program
primarily involved pit C and the surrounding area, as shown in
Figure 3.

The geography and geology of the Chisman Creek watershed are
important in understanding the possible effects of drainage
from the fly ash pits. The Chisman Creek watershed is located
on the Virginia Peninsula, directly south of the VEPQO
facility. The watershed encompasses about 4200 acres (16). The
tidal creek is approximately 550 acres in area, 3.75 miles in
length (in an east/west direction), .5 mile in width and 12
feet in average depth (16). Drainage from the tidal creek
is directed into Chesapeake Bay. The fly ash pits are located
on a 520 acre area of the watershed (16).

The geology of the area determines the flow of water as it

emerges from the fly ash pits. The fly ash pits are located in
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an area composed of two layers. The upper layer, known as the
Tabb formation, is quite sandy and considered to be
moderately permeable (16). This layer extends from the
surface to an approximate depth of 20 feet (16).

The second layer, the Yorktown formation, is denser, less
permeable, and composed of a fine clayish material (16). To
excavate for the fly ash pits, material was only removed from
the Tabb formation. Data from previous studies suggested
that when drainage reached the Tabb/Yorktown border, it would
flow laterally until reaching some surface stream (18,19). This
phenomenon may limit contamination of areas beyond where the
groundwater  surfaced. The VIMS/VARC study indicated that
only areas located downhill between an ash deposit and a major
surface stream would be effected by this lateral flow.

This information was determined from groundwater samples taken
through wells installed in pit C during the VIMS/VARC
study and wells previously installed by the the State Board of
Health and the State Water Control Board. Water samples
contained many elements, including nickel and vanadium which were
above background levels. The residential wells examined by the
State Board of Health were located in an area subject to this
drainage and were proven to be contaminated.

Another important mechanism for trace metal contamination was
believed to be erosion and transport of fly ash into
streams during storm activity (16). Since runoff from the fly
ash pits during storm activity could be quite high, large

amounts of particulate matter could be deposited in bottom
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layers of nearby streams and made available to vegetation and
other 1living organisms. Samples of stream water and surface
particulates were taken and found to contain higher element
levels during storm activity, which were correlated with more
acidic corditions. The elements found at higher levels included
nickel and vanadium. In addition, certain samples also contained
higher levels of arsenic and manganese.

Surface sediments and sediment core samples were also analyzed.
High 1levels of vanadium, nickel, arsenic, and copper were found
in both samples types. The element levels in the surface
sediment samples were found to decrease  with distance
downstream from the fly ash pits. This phenomenon was
probably due to dilution, changes in sediment particle size,
and particulate matter settling out (16). Oysters were also
analyzed to determine the extent of element bicaccumulation.
The samples were found to contain vanadium, up to 3.6 ppm (16).
Since vanadium existed at relatively high levels in all samples
analyzed in this study, a more in-depth future study of vanadium
and its patterns seemed appropriate. Rather than taking samples
from materials contaminated within Chisman Creek, fly ash would
be taken back to the laboratory and subject to controlled
conditions. The intent of the current study was to
determine vanadium availability from fly ash under varying
conditions, including changes in pH and ionic strength, which
would affect vanadium solubility. The profile of other
major, minor, and trace elements would be examined and compared

to vanadium levels.
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In order to improve analysis for vanadium during the course of
the new study, existing instrumentation was modified and
enhanced. A Perkin-Elmer graphite furnace atomic absorption
spectrophotometer (Model 380) was interfaced with an Apple II+
microcomputer through an ISAAC (Instrumentation System for
Acquisition and Control) analog-to-digital converter. Control
software for the Apple II+ computer was written in both Assembler
and BASIC., This software controlled both the data acquisition and
data reduction phase of vanadium analysis on the atomic
absorption spectrophotometer.

Two modes of data acquisition were implemented. The first method
involved sampling the analog signal from the recorder output.
This method was a relatively slow form of data acquisition with
the instrument providing a background-corrected signal. The
secord method involved making hardware modifications to the
instrument so that components of signals available from method
one became accessible. The second method required a fast
algorithm for data acquisition; thus, Assembler routines became
necessary. Since method two permitted the separation and display
of both background and analyte element signals, chemical

interferences became better recognized and understocod.
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Figure 2%

Chisman Creek study area and VEPCO facility in Grafton, Virginia

.y

YORK OB JACK
uvER Sar

= CHESAPEARE
BAY

VEPCO
Facility

NN

\
\
\eufton
Ly

CHISMAR CREEX

\
\

Y

Norfolk

*Source: ref. 16



Chisman Creek

0 0.1 0.2
Milea
q 0.2 0.4

Kilareter*



CHAPTER II

EXPERTMENTAI, METHODS

Fly Ash Collection and Processing

During the current study, two sampling sites were selected
from fly ash pit A (see Figure 3 for a map of the local area
with locations of the three fly ash pits). Site 1 was
located approximately one—cquarter mile from Wolftrap Road
adjacent to a pond and vegetation. Site 2 was located near
a county landfill and probably received some landfill
drainage due to the site’s lower elevation.

At each sampling location, two sets of samples were taken. This
included a shallow set from a depth of two to eleven inches, and
a deeper sample from a depth of eleven to eighteen inches.
Although procedures were used to 1limit contamination during
sampling, the surface fly ash composition had been altered by
envirommental conditions since it was first deposited. Any
sampling site could be composed of several types of ash and soil
from the surrounding area. Consequently, metal concentrations
varied considerably in this material.

The collected samples were stored in clean polyvinyl chloride
(PVC) bags for transport back to the laboratory. All material

from the same site was homogenized and sieved through acid-washed
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polypropylene 2 mm screens. This removed most of the large
material such as rocks, grass, and insects. The remaining
material was placed on a double set of acid-washed polypropylene
screens, 60 mesh on the upper tier and 120 mesh on the lower

tier. This ash was then placed in an oven at 60 degrees Celsius
to dry. The ash was gently sifted during the drying process so
the sub-120 mesh particles could be collected in the lower tub.
Although the sieved material reduced to a fine powder for both
sites, the site 2 ash was noticeably darker and coarser than
site 1. The shallow and deep samples were pooled from each site

and set aside in a desiccator.
Chemical Reagents and Buffers

Chloroacetic acid and sodium chloroacetate were chosen for the pH
3 buffer (pKa of chloroacetic acid = 2.85). Part a of Table
4 lists the concentrations of components used for the pH 3, pH
5, and pH 8 buffers. The chloroacetic acid received was
analyzed by proton-induced X-ray emission (PIXE) and shown to
contain lead, iron, nickel and other elements (see part b of
Table 4 for contaminants in each buffer component). The
chloroacetic acid was sublimed once prior to use in the pH 3
buffer. After each sublimation, the crystals were reenlisted
by PIXE and shown to be free from detectable contamination.
Once a ’clean’ set of chloroacetic acid crystal was collected,
it was used to produce sodium chloroacetate. The sodium

carbonate required for this procedure was also analyzed and
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found to be free of metal contamination. Sodium hydroxide
was deliberately not used to produce sodium chlorocacetate
because of contamination with high concentrations of several
elements.

For the pH S buffer, acetic acid and sodium acetate were chosen
(pKa of acetic acid = 4.75). The acetic acid underwent two
sub-boiling distillations prior to use. Both acetic acid and
sodium acetate were analyzed by PIXE anrd found to be
free from metal contamination. Several components were
investigated for use in the pH 8 buffer. Among the most readily
available and possessing a suitable pKb was tris(hydroxymethyl)
aminomethane (THAM; pKb of THAM = 7.903). The protonated
form of THAM was easily synthesized by combining
concentrated nitric acid with THAM. THAM was also analyzed by
PIXE and shown to be free from metal contamination. Any
nitric acid used was distilled twice before use. The nitric
acid was also used for cleaning laboratory glassware and
utensils to prevent sample contamination.

The pH 3, pH 5, and pH 8 buffers were made up in the appropriate
concentrations to result in a .01 ionic strength solution. The
pH 5 buffer was also made up at .10 ionic strength to
investigate the effect of differing ionic strengths on the
dissolution of compounds in the fly ash. The site 2 fly ash
required the higher ionic strength buffer to maintain the
leachates at pH 5. The lower ionic strength buffer was
sufficient to maintain the site 1 column effluents at pH 5. The

colums were easy to maintain at pH 8 due to the natural
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alkalinity of the fly ash.

Preparation of ILeachates

Fly ash-filled chromatography columns were set up to simulate
the natural leaching process occurring in the fly ash. A fly ash
slurry was used to fill 50 ml glass burets equipped with
Nucleopore polycarbonate  filters. The filters (.40 pm pore
size) prevented the escape of ash, while mobile phase flowed
through the columns. The polycarbonate filters were held in
place by a fine nylon mesh. Several types of mobile phases
were chosen, based on properties such as pH and ionic
strength. These properties had to be similar to those
possessed by liquids presently leaching the fly ash in the
disposal site. The columns were constantly replenished with
these solutions, which were supplied as the columns drained
at their own natural rate. The flow rate was determined by the
origin of the ash (site 1 versus site 2), as well as the
packing and settling of the columns. All site 2 columns drained
more slowly than site 1, possibly due to the abundance of the
dark coarse material which settled to the bottom of the
columns. Experiments were conducted to determine the best
ratio of ash to mobile phase that would give an acceptable flow
rate and vyield leachates with detectable metal concentrations.
A ratio of 20 grams of fly ash to 20 mls of mobile phase was
selected. The fly ash slurry produced by this ratio could be

easily poured into the burets. Extra mobile phase was used to

20



rinse all remaining ash into the burets and bring the final
volume up to the same location in each buret. The column flow
rates continued to vary and decrease until the ash reached a
final stage of settling. This occurred about 120 hours after the
colums were started. See Figure 4 for plots of flow rate
versus volume eluted from each column.

A total of eight columns were leached to simulate a variety of
corditions occurring in the fly ash disposal site. Three
buffer solutions with pH 3, pH 5, and pH 8 were selected. The
buffer solutions were produced with a low ionic strength so
they would not interfere with the natural dissociation
processes occurring in the ash. These buffers had to have a
buffer capacity large enocugh to maintain the pH of the
column effluents to within a few tenths of the intended value
despite their low ionic strengths. Buffer components
were chosen on the basis of their pKa/pKb values, freedom
from metal contamination, availability, and
concentrations required to maintain the desired pH. Where
ciraumstances allowed, buffers components were synthesized from
compounds already present in the laboratory. These compounds were
analyzed and found to be free from metal contamination.

The eight colums will be referred to as columm 31 (pH 3,
site 1), colum 32 (pH 3, site 2), column 510 (pH 5, site 1,
ionic strength .01), column 511 (pH 5, site 1, ionic strength
.10), column 520 (pH 5, site 2, ionic strength .01), column 521
(pH 5, site 2, ionic strength .10), column 81 (pH8, site 1),

and column 82 (pH 8, site 2).
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The buffers were made up in large quantities and supplied to the
columns by gravity as the liquid levels dropped in the burets.
This was accomplished by inverting a volumetric flask over the
buret and allowing the buffer to flow from a connecting tube. The
rate at which 1liquid was supplied was dependent on the flow
rate of buffer solution through the ash in an individual
column. The leaching of metals was dependent on the pH and
flow rate of a column. The colums with lower flow rates
could exhibit higher metal concentrations due to the extended
period of time the ash remained in contact with the buffer. For
most of the experiment, the leachates were collected every
eight hours in 15 ml acid-washed preweighed polystyrene
tubes. This procedure lasted approximately twelve weeks,
until changes in metal concentrations 1levelled off for each
column.

Almost all leachates collected during the first several days
were analyzed by GFAA and PIXE. As changes in metal
concentrations  became more gradual, fewer samples had to be
analyzed to obtain column profiles. By the time the columns were
stopped, a total of 2010 mls had been collected from column
31 over 1710 hours, 2890 mls from colum 32 over 1710 hours,
2040 mls from column 510 over 1750 hours, 2290 11}15 from
column 511 over 1750 hours, 1860 mls from column 520 over 1750
hours, 2560 mls from columm 521 over 1990 hours, 1640 mls
from column 81 over 2310 hours, and 1170 mls had been collected
from column 82 over 2230 hours.

Generally, at 1least 5 mls of leachate had to be available for
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various analyses. For the leachates requiring filtration, due to
presence of small fly ash particles, a larger volume had to
be collected. Immediately after collection, the tubes were
weighed. If filtration was required, it was performed before
weighing. The samples were then preserved by addition of
concentrated nitric acid until a pH of 2 or less was
obtained.

All samples to undergo PIXE analysis were doped with Indium to
produce a concentration of about 45 ppm of Indium.
Samples to undergo atomic absorption analysis required no further
preparation, other than dilution which varied ffom sample to

sanmple.
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Table 4

24

Characteristics of pH 3, pH 5, and pH 8 buffers

a)

Camposition of pH 3, pH 5, and pH 8 Solutions

Ionic Conjugate
pH Strength Base/Acid Molarity Acid/Base Molarity
pH 3 0.10 clai,cooNat  0.0960  ClcH,CO0H 0.0680
pH 5 0.01  CH;000 Na* 0.0096 CH,CO0H 0.0054
P 5 0.10  CH,C00 Na® 0.0960 CH,000H 0.0540
pH 8 0.01  (CH,OH),QH,(H)* 0.0096 (CH,OH) ;ONH,  0.0120

b) Concentration of Trace Metal Contaminants in pH 3, pH 5 and pH 8 Buffers
(concentration in ug/qg)

Fe

Ni

Zn

Sr

Concentrated pH 3
buffer

0.9600 M ClCH,000 Na*
0.6800 M C1CH,COOH

Concentrated sodium
carbonate solution
0.4850 M Na,C0,

Concentrated sodium
acetate solution
0.8270 M CH;000 Nat

Regular pH 8 buffer
0.0096 M (CH,OH) ;QNH, (H)*
0.0120 M (CH,OH) ;CONH,

THAM solid sample
0.00874 g (CH,OH) ;QNH,

3.5

<0.20

<0.13

<0.06

2.0

2.1

<0.08

<0.05

<0.30

<0.40

<1.1

<0.04

<0.04

0.027

<3.6

<0.07

<0.07

<0.02

<0.30

<0.40

<0.30

<0.06

<0.60

5.1

<0.04

<0.07

0.016

<0.13
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Figure 4

Total Volume Eluted versus Time for all Columns
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CHAPTER ITIT

ANALYTTCAIL, METHODS

Both graphite furnace atomic absorption spectrophotometry (GFAA)
and proton-induced X-ray emission (PIXE) were used for analysis
of leachates obtained from all colums. Vanadium was determined
by GFAA. All additional elements were determined by PIXE. The
concentration of forty elements, from silicon to uranium, can be
determined simultanecusly with PIXE. In addition to chemical
analyses performed on fly ash samples, the material was also
analyzed via scanning electron microscopy (SEM). This analysis
provided qualitative information on the fly ash, which was useful
in comparing the current samples with materials reviewed in the

literature.
Scanning Electron Microscopy

Both site 1 and site 2 samples were analyzed by SEM at the
Virginia Institute of Marine Science. The fly ash samples were
mounted on aluminum stubs with carbon paint. The samples were
then coated with a Au-Pd layer of 150 2 in thickness to
enhance conductivity of the electron beam. The coating process
occurred in a vacuum evaporator taken down to a pressure of 5 x

1077 torr. SEM micrographs were taken with an AMR 1000
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scanning electron microscope operated at an accelerating voltage
of 20 KkV. Micrographs were taken at several magnifications from
6X to 5200X. The most useful micrographs produced were taken
between 230X and 700X magnification. Two micrographs of the site

1 and site 2 fly ash are shown in Figure 9.
Proton-Induced X-ray Emission

Samples were doped with a known amount of the internal standard
indium. Indium was selected as the internal standard since it was
unlikely to exist naturally in the samples and it did not
interfere with the analysis of other elements. Liquid samples,
like the 1leachates, were ’‘spotted’ as a thin film (0.5 mg/cmz)
on a graphite-impregnated polycarbonate target that is subject to
a beam of high energy protons. Each element then produces a
characteristic X-ray spectrum that contributes to the total X-ray
spectrum emitted by the sample. There is an attenuation of X-rays
that occurs for each element based on the amount of sample on the
target. This prevents light elements (low atomic number) from
being analyzed accurately. In order to separate each elements’
spectrum to determjné concentration, a least squares analysis is
used to obtain a theoretical set of amplitudes that is compared
to the spectrum of the composite sample (20). The isolated
amplitudes for each element can be converted to a concentration
for that element based on the concentration of the dopant,
indium. Accuracy 1is <checked by routinely analyzing check

standards that contain a known amount of several elements.
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Graphite Furnace Atomic Absorption Spectrophotometry

Native Perkin-Elmer GFAA Mode

Vanadium analysis was accomplished through graphite furnace
(electrothermal) atomization of samples on the Perkin-Elmer 380
atomic absorption spectrophotameter (which will be referred to as
the PE 380 system). The standard Perkin-Elmer system provided for
deuterium background correction required on the samples, which
contained a high concentration of salts due to presence of acids
and buffers in the leachates. The HGA 400 furnace could be
programmed for the temperature and times required in the dry,
char, and atomize cycles. The system also possessed an AS 40
autosampler that allowed for sample injection replication and
calibration/recalibration of standards as needed.

A recorder was present on the Perkin-Elmer system, which could
only display corrected samples absorbances. Peak heights or peak
areas could be seen on the instrument’s LED digital display and
reported on a PRS 10 printer. During native operation, the
instrument microprocessor could perform internal calibration
with up to three standards. However, the 380 microprocessor
only used a single atomization transient for recalibration and
the original data was erased. This may be acceptable for flame
atomization but it is not compatible with the poorer precision
often found with furnace atomization.

To gain flexibility and accuracy, data analysis was performed on

a DEC PDP-11 computer after completion of a run. The PDP-11
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software better compensated for more stringent calibration
requirements, especially where more than three standards
were required. The ability to use several standards was
important in defining calibration curves that were
frequently non-linear at higher concentrations. All sample and
baseline readings, available on paper tapes generated by
the atomic absorption spectrophotometer, were manually entered
into data tables on the PDP-11 computer. Average baseline
readings were then subtracted from all sample absorbances. The
resultant absorbances were used for all further calculations. A
data summary report generated by the PDP-11 computer program
(21) is included in Table 5.

Each run included the analysis of several blocks of standards to
obtain a calibration curve. Generally, five different
concentrations of standard solutions were analyzed in triplicate.
Replicate absorbances for each standard were. - averaged before
entry into a second order non-linear regression algorithm. If
the relative standard deviation for any standard’s absorbances
rose above about 3.0%, the average absorbance was not used to
produce the calibration curve (see column 9 in Table 5). In
Table 5, note that the standard 1labelled ‘31 77 5’ failed
this requirement. As a result, the notation ’*’ appears in
the right column, which means the results were not stored.
Before installation of the data acquisition system, the RSDs
had to be manually monitored, since an entire run could be
lost if the standards had poor reproducibility. Normally, this

information was not available until the final report was
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generated on the PDP-11. The advantage of a real-time data
acquisition system was that poor RSD values could be flagged
immediately after a standard’s final replicate was
analyzed. The PDP-11 summary report also included other quality
control parameters, such as the RSD for camputed standard
concentrations, as determined from the calibration curve. The
computed standard concentrations are in column 6 and the RSD
values are located in column 7 of Table 5. The ratios of
computed standard concentration to solution concentration are
located in column 11. These ratios ranged from about 95% to 105%.

Values fram 98% to 102% were considered acceptable.

The Apple IT+/ISAAC Data Acquisition Hardware

The major drawback of the PDP-11 was that it was an off-line
system. It could not display real-time absorbances which occurred
during the char and atomization cycles. For this reason, a data
acquisition system was highly desirable. This acquisition
system would be required to display both the element plus
background and background peaks during atomization. These
peaks would aid in showing the sample matrix subtraction process
and the effect of this matrix on the graphite tube. The
data acquisition system would still have to provide the analysis
capabilities previously available with the PDP-11 software.
The first step in selecting a data acquisition system was to
pick an analog-to—digital converter capable of sampling

instrument signals at a 60 Hz frequency.
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Slower sampling rates, as those used in liquid chromatography
automation, were not sufficient to measure charges that
occurred during atomization since an entire peak could be
generated in two seconds. The A/D converter had to operate with
an Apple II+ microcomputer, which had already been purchased by
the laboratory. The ability to read autosampler tray
position and other logic signals was also a high priority.

A data acquisition system manufactured by Cyborg Corporation (55
Chapel St., Newton, MA.), the ISAAC Model 91A, was
selected. ISAAC used a 12-bit successive approximation
analog-to—digital conversion technique to produce the digitized
values. The ISAAC system includes sixteen single-ended
analog inputs (or eight differential analog inputs),
sixteen binary inputs, four Schmitt triggers, a clock, a
timer, a counter, and a buzzer/beeper. Software for data
acquisition was provided in both BASIC and assembler. The BASIC
software provided, IabSoft, loaded into a 12K memory extender
card on the Apple II+. The A/D converter was connected to slot
mumber three on the interface board of the Apple II+
computer (see Figure 5 for a block diagram of the

configuration).

Recorder Mode Data Acquisition

Initially, only the instrument recorder signal was interfaced to
ISAAC. For each sample injected into the instrument,

analog signals were collected for two time periods. The baseline
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absorbance was measured at the end of the instrument char cycle.
The background—corrected vanadium peak was sampled during the
atomization cycle. This is illustrated by Table 6, which
displays the programmed furnace temperatures for each injection.
Steps 1-4 represent the dry, char, atomize, arnd clean-out cycles,
respectively. The temperature row represents the maximm
temperature reached during the corresponding cycle. The ramp
time 1is the number of seconds required to reach maximm
temperature while the hold time is the number of seconds the
maximum temperature is to be maintained. The . :corder was
activated 24 seconds into the char cycle and remained on
until the end of the atomize cycle. The ‘read’ row in Table 6
indicates the relative time each absorbance signal was
measured. Note that the gas flow was reduced during the
atomize cycle, as indicated by the mini-flow selection, to
enhance the absorbance signal. The parameters on the right of
Table 6 include the analyst 1D, run number, sample
description, analysis date, element, and absorbance versus
concentration selection. The wavelength of the lamp output was
also reported with the filter position, slit width, deuterium
lamp selection (ON/OFF), lanmp energy, peak versus area analysis
selection, ard sample injection volume. The remaining parameters
were only required for special analysis types (e.g., standard
additions).

The software that collected the recorder signals was written in
BASIC and LabSoft. Recorder peaks were sampled at a rate

determined by the execution time of the
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LabSoft commands. Testing was performed to determine the length
of time required to execute commands for reading a single analog
input channel.

Under these conditions, the sampling rate was a limited 35 msecs
per point because ILabSoft commands had to be ’‘interpreted’ first
before execution. Commands preceded by an ampersand sign (&)
directed program execution to Assembler routines located
in the 12K memory extender card, where LabSoft resided.
Considering the number of points obtained per injection, data
from approximately 60 samples could be stored on a single side of
a floppy disk. The principal benefits of the data acquisition
system were the acquisition and storage of complete transients
and the elimination of manual data entry. In addition to
obtaining the recorder signal, the position of each sample was
automatically read from the autosampler tray as a binary-coded
decimal number. A total of six signals were read into the
binary-coded decimal inputs of ISAAC and translated to tray
positions one through 39.

Although the ‘recorder mode’ of data acquisition was easy to
implement, the analytical capabilities of the Perkin-Elmer
graphite furnace system were not affected. The principal benefits
were the acquisition and storage of complete transients and the

elimination of manual data entry.

Enhanced Data Acquisition and Hardware Modifications

The primary purpose for implementing the more camplex ‘enhanced
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mode’ of data acquisition was the acquisition and display of the
background correction signal. Direct measurement of the
background correction signal was not possible with the instrument
operating as received. However, display of background information
is very useful in method development and detection of problem
samples (high dissolved solids). Thus, the enhancements improve
accuracy and facilitate method development. All hardware
modifications were performed so that original instrument
performance was unaffected. In the event the computer or ISAAC
malfunctioned, the instrument could still be used in its native
mode.

The second method for acquiring instrument signals required
making additional connections to several sample and hold
amplifiers on the analog and background correction boards of
the Perkin-Elmer 380 instrument. The amplifiers were interfaced
with shielded cables and connected to the first four analog
inputs on the ISAAC A/D converter. The signals
corresponded to the deuterium and hollow cathode lamp signals
from the sample and reference beams. These signals will be
referred to as BG (background signal - sample beam), I (hollow
cathode signal -~ sample beam ), BGO (background signal -
reference beam), and I0 (hollow cathode signal - reference
beam) . Each set of signals was acquired every 16.67 msecs
(60 times per secord). ISAAC was programmed to wait for a
12 volt timing pulse before the four channels of data were
acquired from the instrument (see Figure 6 for timing diagrams of

these signals). The PE 380 timing diagram was measured with a
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Tektronix 564 oscilloscope. The voltage corresponding to each
signal was available to ISAAC at any time after the gating
interval shown in the timing diagram.

Equations used for  absorbance calculations and instrument
electronic experiments are given in Tables 7 and 8. A correction
was applied to the rapidly changing background signals since
they were not sampled at the same time as the hollow cathode
signals. To compensate for this time difference, contributions of
signal values from the current and next sampling period had to be
applied to the signal currently being collected. The time at
which the hollow cathode sample beam signal was éollected was
selected to be ’‘time zero’. For example, the BG signal was
actually obtained by ISAAC 13.77 msecs after the instrument had
updated the hollow cathode sample beam signal (I) and 2.90 msecs
before the hollow cathode signal would be updated again. In
order to calculate a corrected BG value, 82.6% of the current
signal value had to be added to 17.4% of the signal value from
the next sampling period (details are given in Appendix A).
This correction was only necessary for the BG signal. The
reference beam signals, BGO and IO, remained at a nearly
constant level during the char and atomize cycles.

The experiments used to determine appropriate equations for
calculating absorbance are summarized in Table 8. These
experiments involved using fine wire mesh screens (0.35 and 0.80
absorbance units) to block both copper lamp radiation and
deuterium (background) radiation. During this process, a

digital voltmeter was used to measure voltages at
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the four sample and hold amplifiers where the BG, I,
BGO, and I0 signals were available. The lamp current was
varied from nine ma through 12 ma to demonstrate compensation
features of the instrument. In Table 8, note the instrument
will always maintain the same voltage level for the hollow
cathode reference beam signal (I0), even when the energy of the
deuterium lamp changes (BGO). When the energy output of the
hollow cathode lamp drifts, the auto gain circuit for the PMT
will adjust to compensate for the drift. Thus, the hollow
cathode signal in the reference beam is maintained at 2.48
volts, independent of the lamp current. Note that the reference
and sanple signals are not equal, even under balance
conditions when there is no actual sample absorbance. Also note
the voltages of BGO and I0 remain at the same level (at constant
hollow cathode lamp energy), although the conditions ranged
from zero absorbance (balance) to 0.80 absorbance. This
fact permits use of I’ and BG’ in the computation of
hollow cathode and deuterium sample beam absorbances.

The absorbance of radiation from the hollow cathode lamp can be
defined using expressions for sample and reference
beam signals that exist during the atomization process (see
Table 7). Iog IO/I, A(t), represents the  absorbance of
radiation from the hollow cathode lamp; IO and I are the lamp
intensities after passing through the reference and sample
paths, respectively. Average values of I0 and I, obtained and
computed during the char cycle, can be used to compute the hollow

cathode lamp absorbance during atomization. A’ is used to dencte
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the absorbance under balance or ’‘no sample’ conditions. The
corresponding components are denoted as I0/ and I’. Since
instrument electronics force A’ to a non-zero value, it must be
subtracted from the total absorbance to obtain the true
absorbance.

The absorbance expression in equation F simplifies to log I’/I,
since I0’ and IO should be equal. This principle applies to
calculating the deuterium lamp absorbance, A(BG) in equation
G. The final corrected absorbance, Acorr in equation I, is the
difference between the hollow cathode, A, and deuterium
absorbance, A(BG). A(t) - A’ 1is the quantity of radiation
reaching the photomultiplier tube (PMI) that has been
reduced by atomic absorption (monochromatic absorption),
molecular absorption, and scattering of 1light by particles.
The amount of 1light reduced by other than monochromatic
absorption can be determined and compensated for by quantifying

the amount of deuterium lamp radiation absorbed.

Atonmic Absorption Application Software

Machine language software was required to obtain the BGO, I0, BG,
and I signals from the instrument. Related software was
available from Cyborg. However, to accommodate the speed at
which data was updated on the instrument (every 16.67
msecs), additional machine language programming was
necessary to overcome delays in BASIC and ILabSoft. The

BASIC section of the program was designed to call a machine
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language subroutine when ISAAC received a ‘start acquire’ signal
from the instrument. This signal was a 12 volt timing pulse
present on the analog board of the instrument. As this signal
reached its appropriate ‘high’ state, which occurred every
16.67 msecs, four analog signals were collected and
digitized. The data was collected in the following order: BG,
I, BGO, and I0. To preserve the data for later calculations, the
individual digitized values were saved from each sampling period.
Generally, for each sample injected, 300 sets of BGO, IO, BG, and
I signals were collected over a five second period at the end
of the char cycle. Acquisition during the char cycle was
triggered by the recorder signal dropping to zero volts.
Another 300 data sets were collected during the atomization
cycle; that is, the collection was triggered by the atomize
signal dropping from five to zero volts. The 600 sets of data
were saved to disk between sample injections.

Within-run Calculations: Figure 7 is a flow chart illustrating

the order of events during data acquisitién and various
calculations performed. Most of these computations were executed
between sample injections, since there was approximately two
minutes during this period. The actual computations performed in
these equations are shown in Appendix A. Referring to the flow
chart, the first set of signals to be collected was the hollow
cathode/deuterium sample and reference beam signals occurring
during the instrument char cycle. Next, these hollow cathode
and deuterium sample beam signals were averaged and displayed on

the monitor for the operator to view for each sample. Once the
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atamization cycle started, sets of these four signals were again
collected. At this point, before any further calculations were
performed, the operator was given the opportunity to ignore data
for the current sample and go onto the next sample. If no
intervention occurred, the timing corrections previously
discussed were immediately applied to the deuterium sample
beam signals collected during the atomize cycle.

All time-corrected signals were then used to compute the
deuterium and hollow cathode lamp absorbance during the
atomization cycle. The final corrected solution absorbance
was then computed from these signals. Values for average
deuterium and hollow cathode lamp drift were also computed
between samples. The background and corrected solution
absorbances were plotted on a monitor during the atomization
cycle. This technique was very useful in predicting impending
graphite tube failure. Frequently, the curve shapes plotted
became erratic several injections before complete tube failure
occurred. Figure 8 contains a real time plot of the deuterium
background absorbance signal (highest signal) and the corrected
hollow cathode absorbance signal. The peak height, peak area,
and peak position were also reported for the corrected hollow
cathode absorbance signal.

Data Storage: The flow chart in Figure 7 illustrates the

parameters and values stored to disk for each run. These
parameters include: tray position, peak crest, location of
peak crest, each corrected absorbance value determined during

the atomization cycle, each background absorbance value
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camputed from the first half of the atomization cycle and
every fourth backgrournd absorbance value computed from the
second half of the atomization cycle. The average hollow
cathode and deuterium lamp drift values were also stored.
If these values were less than .01 percent, zero was stored
instead. Run parameters stored included the total number of
injections per run, the element analyzed, and the number of
points acquired per peak. The largest runs required three low
density floppy disks for storage of both raw data and the
computed values described above.

Post-run Calculations: The raw data values stored during the data

acquisition were analyzed by secondary programs, which
performed a nurber of calculations and sample labelling
functions. A secondary file, or ’‘calculated’ data file, was
created by these programs after the raw data was analyzed. The
main functions available in these programs are shown in
Table B-1 in Appendix B.

The main goal after data acquisition was to compute
concentrations for samples, standards, and QA samples. The next
step in obtaining concentrations from raw data stored on the
Apple II+ was to determine areas for each curve collected
during data acquisition (item A for program 1 in Table B-1l: area
calculations). The difficulties encountered in this process are
discussed in Appendix B along with special techniques used.

Once peak areas were computed, average peak height and peak area
values had to be determined for each sample along with the

relative standard deviation for peak height and area. The BCD
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tray position previocusly stored with the raw data was used to
determine replicates for each sample and was also later used in
assigning sample identification information, dilution volumes,
and adjusted sample weights. The sample labelling option (item C
or D for program 1 in Table B-1l) was generally selected next
after area computation since any further data analysis required
these labels. It was not necessary to enter adjusted
sample weights if the sample was originally in a liquid state.
Adjusted sample weights were only entered if samples were
originally solid and underwent acid digestion. Other values
entered upon selection of option C or D include label information
(’STD’ for standard, ‘TEG’ or ’EPA’ for QA samples), dilution
factors, and replicate number (the number of times an analysis
was repeated on a sample). Data belonging to each sample
could be reviewed to optionally flag outlying values if option B
was selected in program 1.

After all options in program 1 were completed, the next task
was to perform a second order non-linear régression on the
data. This was accomplished by selecting options from program 2
listed in Table B-1l. The regression was executed twice, once
for peak height and once for peak area. Along with executing
the non-linear regression, all other calculations necessary
to determine final solution concentration, with the appropriate
statistics, were also performed by program 2.

The regression was based on the first five standards analyzed
during the run. Recalibration occurred every seven to eight

samples to determine the direction and amount of any instrument
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sensitivity change, which was compensated in calculation of
solution concentration. Concentrations were camputed for all
solutions analyzed in the run, including standards, samples,
and QA sanmples. Since there was no conversion back to a dry
weight concentration for the fly ash 1leachates, the solution
concentration was the final concentration reported for these
samples. A relative standard deviation was calculated for each
sample concentration and standard concentration computed from the
regression. Also, a mean relative standard deviation (MRSD) and
a relative mean standard deviation (RMSD) was computed for the
first group of standards used in the regression. Finally, a
third program was available to report the analysis results and
raw data belonging to a run. The options for the report program

are discussed in Appendix B.
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Figure 5

Components of data acquisition system
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Figure 7

Data acquisition program flow chart
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Figure 9

Scanning electron micrographs of Site 1

(a)

(b)

(a)

and Site 2

(b)

fly ash
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Table

Trace element analysis results generated by PDP-11 computer

5
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49,6 1.4 1,000 ,01971 2.0,000391 5102
476 180 1,000 Less Than 000699 5104

03880 .03932 .64 279.9 A 0 1.014 .44,006489 STD

46,0 1.3 0 9941 1.4 ,01404 STD

1,000 ,02399 2,0 174.0 1.1 1,000 ,02399 2.0,000478 5105

+333 .30 1,000 Less Than .000389 5104
91,9 .82 1,000 ,02685 2.0,000529 5108

1,000 ,01847 2,0 135.8 1.9 1.000 .01847 2,0.00038¢4 510t
1.000 ,02012 2.0 147.3 .45 1.000 02012 2.0.000399 5107
1.000 .01758 3.2 129.5 3.2 1.000 .01738 3.2.000564 5109
03880 ,0363R .89 241.8 .74 0 9375 .89,008342 STD
01937 .01780 2,8 133.5 2.7 0 .9191 2.8 ,02529 ST
1,000 ,01844 2.0 123,95 .81 1,009 .01844 2.0,000366 510

11,0 1,0 1,000 01652 2.,0,000328 510
14,0 1,5 1,000 ,01698 2.0,000337 510

1,000 .01350 2,0 91.14 .48 1,000 .01350 2.0.000268 510
1,000 ,01443 2.3 §7.2% 2.2 1,000 .01443 2,3,000326 510
1,000 01043 4.0 70,67 4.0 1,000 .01043 4.0.000417 510
+03880 ,0321% .46 236.4 .42 0 JB3A9 .68.005476 STD

20,7 1.9 0 8148 1.9 .01569 STD

1,000 .01276 4.7 75.76 4.7 1.000 .01274 4.7,000500 510
1,000 .01012 2.5 40.24 2.2 1,000 ,01012 2.5,000250 5i0
1,000,009552 2.4 58,90 2.1 1.000,009552 2.4,000250 510
1,000.008940 2.8 353.29 .27 1.000.,008740 2.8,000249 510
1.000,007405 3.3 44.19 .19 1.000,00740% 3.3.000247 510
1,000,007004 4.0 41.81 4.0 1.000.007004 4.0.000281 310
03880 .02789 .92 206.6 .77 0 .7188 .92.006609 STD
01937 ,01370 1.1 105.1 1.0 0 7071 1.1.008040 STB
1.000,008006 3.6 41.24 1.3 1
1,000.006476 4.4 33,38 2,0 1
1,000.004532 6.3 23.38 2.8 1
1,000,005318 5.4 27.43 1.8 !

1

1

1

+000,008004 3.6.000286 510
+000,0064748 4.4.000285 510
+000,004532 6,3,000284 510
+000,003318 5.4.000284 510
+000,002601  11,000283 510
,000,001282  36,000443 510
0

85.0 .85 1.000 .07452 2.0,001480 EPAL

.036880 ,02418 1.4 181.0 1.4 0 6231 1.4,008995 STD
+01937 03175 ,S1 90.43 .10 0 .6064 .51,003100 S1D

REFLICATES: 6K PG NUM REP  DRY HEAN S.D, REPFS

22138 1 1 .07472641

1 3 3DATA STUREDS ¢ %

00170 2
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Table 6
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Portion of PE 380 run sheet illustrating vanadium analysis conditions

Graphite Tube Number: %4 - (24 -590

STEP 1 2 3 4 Flameless AA Analyst 2owd
TEMP (°C) 120 ko0 2700 2900 Run };'70{ Sample fgﬂg Dateé/ﬂ/ &3]

RAMP TIME (s) o /o [/] /

e

Element \/

HOIDTIME (s) | g Ao 2 3 Wavelength?!8.4mm Filter: IN/@

RECORD 24 SLit(ALT) . T rm Dy: (ONYOFF

READ 24 -5 Lamp /5 ma MODE: TC M@

BASELINE Samp Volume 50,¢ Method # /

MINI FLOW / Alt volume STD ADD CONC
ml/min Alt soln

STOP FIOW
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Table 7

Equations derived for absorbance calculations

(’ values indicate signals measured immediately before atamization)

a)
B)
C)
D)
E)

F)

G)

H)

]

A(t) - A/ (A’ = 1log (Io’/I’) and A(t) = log (Io/I))
log (Io/I) - log (Io’/TI’)
log (Io/I) + log (I’/I0’)

log (To/I * I’/Io’)

I

- A

A = log (I’/I * Io/Io’)

A =1log (I’/1) (since Io’ = Io, autogain circuit)

Following this approach, equations for background absorbance and
corrected absorbance were derived :

A(BG)

I

log (BG’/BG)
A - A(BG)

Acorr



Table 8

Voltages measured at sample and hold amplifiers in the PE 380 system
with corresponding computed absorbances

Copper lamp current/
absorbance conditions BGO BG 10 1 ap b (Bg)

Qu lamp - 10ma

Balance 2.300 1.770 2.480 1.010

0.35 absorbance 2.300 0.800 2.480 0.458 0.343 0.345
0.80 absorbance - 2.270 0.277 2.480 0.160 0.800 0.805
Qu lamp - 12ma

BGen 26.0™* 1.695 1.308  2.480  1.017

0.35 absorbance 1.693 0.582 2.480 0.455 0.349 0.351
0.80 absorbance 1.693 0.200 2.480 0.160 0.803 0.815
Cu lamp - Sma

BGen 44.5 2.590 1.990 2.480 1.013

BGen 39.5 2.590 1.970 2.480 1.014

0.35 absorbance 2.590 0.885 2.480 0.453 0.349 0.350
0.80 absorbance 2.590 0.305 2.480 0.161 0.800 0.812
aa = log (I’/1) I’ represents balance conditions

pA(BG) = log (BG’/BG) BG’ represents balance conditions

* PE 380 balance corditions from autogain circuitry

%k deuterium lamp energy



CHAPTER IV

RESULTS AND DISCUSSION

Chemical Availability from Chisman Creek Fly Ash

In this study, several sample types were analyzed for major,
minor, and trace metal content by two different methaods.
Ieachates of weathered fly ash were generated from
chromatography columns operated at several piHs and ionic
strengths. A profile of the leached elements was provided
by proton-induced X-ray emission (PIXE) analysis. Since
this technique allowed many elements to be analyzed
similtaneocusly, a complex profile of aluminum, silicon,
calcium, vanadium, manganese, iron, nickel, copper, gallium,
germanium, arsenic, selenium, rubidium, strohtium, yttrium,
barium, and lead could be efficiently obtained. The
leachates were also analyzed for vanadium by atomic absorption
spectrophotometry. To provide an estimate of the total
’available’ elemental content, other samples were produced by
mixing 15.0 grams of fly ash with 20.0 mls of 5N nitric
acid at room temperature. This technique was expected to
estimate trace elements available under strongly acidic
non-oxidizing conditions. These samples were also analyzed by

proton-induced X-ray emission.
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Table 9 shows the main elements released from a SN nitric acid
leach of both site 1 and site 2. As mentioned previously, the
5N leach more closely simulates natural conditions when
evaluating total element availability than the hydrofluoric
acid technique commonly used with geological samples. As trace
metals are released with hydrofluoric acid, the silicate
mineral’s crystalline structure is actually dissolved. Although
this method releases the greatest level of elements, it does
not realistically model natural availability. The addition of
fluoride has a further negative effect because of its
interference with any subsequent PIXE analysis. Ancther
alternate method, the aqua regia digest, also releases a larger
portion of all elements than the 5N leach.

The ash analyzed in the current study had been exposed to the
envirorment for a period of about 7 to 22 vyears. This
weathering undoubtedly reduced the level of variocus elements
found in the fly ash leachates compared to fresh fly ash. On the
other hand, leachates analyzed in the present. work provide an
estimate of future envirommental risk, since they measure trace
elements currently available from the already weathered fly ash
at the site.

In order to understand the trends in metal release from fly
ash at various pHs, it is important to understand the
structure and formation of fly ash particles. Coal is
believed to form molten salt particles under the conditions and
temperatures in a combustion furnace. As these particles

condense, elements partition themselves into glass, quartz, and
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mullite phases (22). During this process, trace elements may be
forced out of other phases and into the glass phase; the glass
phase forms a ’‘cement’ which holds the quartz and mullite phases
together. As this partitioning occurs, certain elements become
concentrated on the surface of fly ash particles Sul fur,
molybdenum, arsenic, and other trace elements may be
preferentially concentrated at the particle surface because they
were last to condense on the fly ash particle core (22). The fly
ash ‘’core’ is camposed of thermally stable minerals, called
aluminosilicates (3,23,24,25). Some elements may @ﬁago a
’diffusion’ process from the inner particle to the surface (22).
Regardless of what phenomenon is responsible for surface
enrichment of elements, the elements in this surface layer should
be available first from fresh ash when weathering occurs.

In the present work, the pattern of metal availability from
weathered fly ash cannot be expected to follow the same
trends displayed by fresh ash. Despite the age of the fly ash
used in the current study, patterns for many elements are still
evident.

Previous reports show that electron micrographs made of
weathered fly ash are noticeably different than those made of
fresh fly ash. Micrographs of relatively fresh ash contain
spheres of actual fly ash particles that are often covered with a
coating of salt crystals deposited on the surface (26,27).
The particles are called plerospheres (28) because they contain
smaller spheres inside, which is evident when the particle is

broken. This structure has been proposed to
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occur from the boiling and production of gas in the inner core as
the particle enters the high temperature combustion zone (28).

Any crystals present on the fly ash particle form slowly after

the 1liquids on the surface crystallize (28). The larger
crystals, 20 jpm and larger, are composed chiefly of anhydrite
(Caso,) and gypsum (CaSO4 ° 2H,0) (29,28). Calcium is

probably chiefly present from intrusions of CaC0;. The larger
crystals contain H,;S0,, which contribute to leaching of metal
oxides producing microcrystals of metal sulfates on the surface
(28). Other surface crystals are usually made of high
concentrations of sodium, calcium, sulfate, hydroxide, and
boron. Micrographs of weathered ash show this surface
coating to be flaky in appearance (26).

Electron micrographs of fly ash used in this study are shown in
Figure 9. The ’‘plerosphere’ structure discussed above is evident
in the site 1 fly ash micrographs. Although several micrographs
were taken of site 2 fly ash at the same magnification, this type
of structure was not found. The micrograph included for the site
2 fly ash was the only picture taken that included larger
particles. The fly ash analyzed in the current - study
contained high levels of calcium despite its weathered state,
yet surface crystals were not present in any of the
micrographs. Investigators have proposed that these
elements are not Jjust present as discrete salts but as surface
adsorbed or admixed salts which cannot be dissolved in a short
period of time (1,30).

The buffer compositions were chosen on the basis of recent
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groundwater measurements in monitoring wells located in pit C
(16). Wells unaffected by fly ash had a pH near 8. Wells within
pit C had varying acidities and one well was measured at pH 3.5.
Accordingly, pH 3.0 was chosen to represent the most strongly
acidic, pH 5.0 represents mildly acidic conditions, and pH 8
represents the usual acidity of groundwater in this area.

Various plots were generated to show trends between concentration
and volume eluted from each column under varying conditions,
including pH, site, and ionic strength. The following paragraphs
will compare and contrast element behavior under the varying
conditions used in all colums. In all plots, ‘open’ symbols
(such as circles, triangles, squares, etc.) are used to represent
concentrations for the specific elements discussed. In cases
where element concentration was less than instrument detection
limits, the symbol for that particular concentration value is
darkened.

Plots in Fiqure 10 display calcium, strontium, and barium
concentrations during the leaching process for the pH 3, pH 5,
and pH 8 colums. The exponential decrease in concentration
exhibited in the plots could indicate these elements are present
as a type of salt which initially dissolves very quickly.
This is most evident for Ca in the 510, 511, and 521 columns,
where the concentration dropped approximately 100 ppm during the
first 200 mls of leaching. In whatever form Ca may have been
present, its solubility is the greatest under pH 3 conditions as
indicated by Ca concentrations remaining high throughout the

leaching process. The same general trend exists
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for Sr, although its soluble 1levels are about one order of
magnitude 1lower than Ca. Note that there appears to be a pattern
between the .01 and .1 ionic strength pH 5 colums. For both Ca
and Sr, solubility seems to be hampered under the higher ionic
strength conditions, as indicated by low Ca and Sr levels reached
quickly. Trends displayed by Ba under pH 3 conditions, which
were similar to Ca and Sr, disappeared in the pH 5 colums. In
fact, trends for Ba in the 510, 511, and 520 columns show
increasing concentration, although average Ba levels are not very
different between the two pHs. No data was available for Ba at pH
8.

Sodium trends were not investigated in any of the columns
because sodium was present in buffer components used for the
pH 3 and pH 5 solutions. However, rubidium trends are shown in
Figure 11 along with strontium and yttrium. In the pH 3 columns,
both rubidium and yttrium display trends similar to strontium, as
shown in Figure 10. Strontium levels are consistently higher
than all other elements in any of the columns illustrated in
Figure 11. This is consistent with the data in Table 9, showing
soluble Sr 1levels to be about 15 to 40 times higher than either
Rb or Y after a 5N nitric acid leach. Yttrium levels fell almost
two orders of magnitude as the pH increased from 3 to 5,
illustrating yttrium’s greater solubility at pH 3. Rubidium
levels also fell under pH 5 conditions, but not so dramatically.
Fluctuations develop in both yttrium and rubidium patterns as
their concentrations drop to near detection limits. No data was

available for any of the elements under pH 8
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corditions.

Figure 12 includes plots of aluminum, calcium, iron, manganese,
and silicon. Typically, concentrations of aluminum, silicon, and
iron are high in fly ash, reflecting levels in the type of
coal used. Silicon, aluminum, iron, and calcium are the
secord, third, fourth and fifth most abundant elements in the
earth’s crust, respectively. Manganese concentrations are
lower in magnitude but it can still have an important effect
on other elements. This phenomenon will be discussed in
more detail in a later section. Note that detectable manganese
levels in the pH 3 columns, being most soluble, are two to three
orders of magnitude lower than the other elements.

Silicon concentrations remain at a fairly constant level within
each column, supporting the theory that silicon is a matrix
element. Many researchers believe that under conditions in a
combustion furnace, the lighter elements in coal volatilize and
eventually condense on the thermally stable aluminosilicate
matrix  (26,1,23). The matrix compounds  include Al,0;,
Sio,, ca0, FeO, and MO (13).

Of the matrix compounds, both aluminum and silicon constitute
approximately 84% of the fly ash content (31) yet these elements
are eluted at 1low concentrations. About 91% of silicon and 63%
of aluminum exist in aluminosilicate ’‘glass’ (31). Elements
locked in the aluminosilicate glass are tightly bound; that is,
they are only soluble in HF.

Although silicon levels remain fairly steady within each column,
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there is a small decrease in solubility when going from pH 3
colums to pH 5 and pH 8 colums. Iron levels fall drastically
under the same changes in pH. Iron levels average about 50 ppm at
pH 3 and only about .1 ppm at pH 5. This reflects iron’s
greater solubility at low pHs. Also, iron may be present in
several forms of fly ash that explain its very different behavior
at pH 5 and pH 8. About 68% of iron is believed to exist in the
aluminosilicate ‘glass’ but it also exists in more soluble forms,
such as magnetic spinels existing in fly ash and in sulfate,
phosphate, and fluoride salts (31,22). Although aluminum levels
were approximately the same as iron, silicon, and calcium in the
pH 3 colums, its concentration was not well determined due to
the inherent problems in its analysis with PIXE. Even aluminum
levels of about 50 ppm were near the detection limits for this
element.

The process that occurs when gases condense on the fly ash
matrix causes a preferential concentration of certain volatile
elements on the shell of the fly ash particle (26). These
lighter elements include arsenic, cadmium, molybdenun,
antimony, selenium, tungsten, zinc, «c©obalt, chromium,
copper, and vanadium (12,32,33,34). This process becomes more
important for smaller fly ash particles because of their
larger surface area-to-mass ratio (13). The concentration of
certain elements on the surface layer plays a critical role in
the element’s availability in the presence of leaching
agents. The elements comprising the outer core are usually

present as surface salts and should be available first when fresh
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ash is 1leached. Eventually, the concentrations of these
elements should decrease and the matrix elements
(2luminum, iron, silicon, calcium, and manganese) should
predaminate. The pattern of metal release is more difficult to
predict in older ash since the stage of particle dissolution is

unknown.

Envirommental Significance of Trace Element Leachates

Trace elements frequently ’track’ the matrix components silicon,
aluminum, and manganese. Studies on leaching of matrix
components have shown that there is an association between matrix
components and certain trace elements (1,35,36). The experiments

involved using extraction techniques with ammonium oxalate and

hydroxylamine hydrochloride. Ammonium oxalate
preferentially extracts aluminum and iron (1,35)
while hydroxylamine hydrochloride extracts manganese (1,36).

Matrix compounds which contain alumirmum, iron, and manganese
attract trace metals due to the presence of active sites on
their surface. Manganese has a sorptive capacity fifteen to
twenty times higher than aluminum or iron (1,37).
Consequently, compourds containing manganese are much more
active than those containing either iron or aluminum.
However, since manganese 1is often present in much lower
concentrations than aluminum or iron, its scavenging effect is
usually not as great as these elements. Surface area and

dielectric are the physical properties which cause trace element
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attraction to iron, aluminum, and manganese compounds (1,29).
The charged surfaces on these compounds change with pH.
This phenomenon causes metallic cations, or any charged species,
to be attracted to the compound’s surface. Manganese may
have a greater available surface area than either aluminum or
iron, thus explaining its greater sorptive capacity (1,29).
Studies of arsenic illustrate trace metal attraction to matrix
compounds containing iron. Normally arsenic exists as oxyanions
and oxyacids from pH 4 to pH 12 (30,38). The absence of
arsenic oxyanions can be explained by an active iron surface
scavenging this ion. Iron probably exists as amorphous iron
oxyhydroxide, which is commonly present in fly ash (30). The
iscelectric point of this compourd occurs at high pHs so the
surface retains a positive charge throughout most of the
pH range (30,39). .The charged surface probably attracts the
negatively charged arsenic oxyanion, thus reducing its ’/free’
concentration. This process may also act on the uncharged
arsenious acid.

To understand the association of matrix elements with other trace
elements, it is important to understand both the mineralogy of

coal and conditions present inside the coal furnace. Several

studies have associated the matrix element iron with arsenic,
chromium, cobalt, and zinc (29,1). Sulfides of iron and
arsenic are volatile and may condense at the same

temperature, further explaining the association of the two
elements (1). Figure 13 contains plots of iron, arsenic, and

copper. The iron and arsenic data show many similarities in the
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pH 3 site 1 column. Trends are also evident in the pH 3 site 2
data. Some trends are present in the pH 5 columns,
although both elements’ concentrations are closer to
detection 1limits which makes real similarities difficult to
observe. Data was not available for either chromium or cobalt;
therefore, these elements were not included in the plots. 2Zinc
data was not included because it was not known what percentage of
its concentration was due to contamination. Zinc is a common
contaminant in the 1laboratory and, therefore, difficult to
analyze properly. Copper was substituted for zinc due to its
proximity to zinc on the periodic chart. The copper data
followed a more exponential decrease in the pH 3 colums, which
is quite different from iron’s trend. Although no previous
information was available about calcium and its behavior as a
matrix ’scavenger’, its pattern follows quite closely with
copper (see Figure 14). The similarity may also be due to
copper’s, and other cationic metals, association with anionic
salts, such as phosphate, and calcium’s presence as apatite
(Caz(FO,) 5) (31). This similarity is most noticeable in
the pH 3 experiments but also present at pH 8 and in some of the
pH 5 colums. The concentrations are closer to detection limits
in the pH 5 experiments as noted by the irreqular patterns.

The matrix element manganese has been associated with cadmium,
lead, and nickel (1). Previous studies have shown that about
24% of manganese is found on the surface of the fly ash
particle, which is consistent with patterns for lead, cadmium,

and nickel (1,40). Some researchers have proposed that these
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elements had prior geological association with manganese, which
could explain an association between these elements. Cadmium
was not included in any of the plots since it could not be
detected in any of the samples. It is difficult to see any
trends with manganese in the pH 3 data although the other
elements are detected (see Figure 15). The pH 5 data for
manganese, nickel, and lead are too close to detection
limits to make any judgements. No data was available for any of
these elements in the pH 8 experiments. Nickel concentrations
are too close to detection limits in the remainder of the columns
for any similarities to be seen.

It becomes more difficult to predict trends when attempting to
leach trace elements from the matrix compounds. The processes
controlling trace metal release are probably solubility
dependent. The solubility of the matrix ’‘scavenger’ may dictate
the release of the associated trace metal (1). This process can
be quite complex. Some trace elements display concentration
patterns which cannot be explained by solubility of the matrix
compound associated with it.

Other processes, which are pH dependent, also play an
important role. Previous studies have determined the percentage
of several elements that should be leachable under strongly
acidic (pH = .5) or strongly basic (pH = 11.9) conditions (41).
Data from this study illustrates that more than 30% of the
total amount of arsenic, boron, cadmium, fluorine,
molybdenum, and selenium should be available under acidic

conditions. Between 10-30% of chromium and vanadium and between
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1-10% of beryllium, copper, arnd zinc should be available under
strongly acidic conditions. More than 30% of molybdermum should
be available urder strongly basic conditions. Between 1-10% of
boron, fluorine, arnd selenium and between .1-1.0% of arsenic
and chromium should be available under these conditions. less
than .1% of beryllium, cadmium, copper, vanadium, and zinc
should be available at strongly basic pHs.

It is a well-known fact that many transition elements are more
soluble at acidic pHs than neutral pHs (41,42). Transition
metal behavior is unpredictable at high pHs due to the
possible formation of anions. These anions are soluble at
high pHs when the corresponding metallic cation would
precipitate from solution (41,42). The formation of molybdate,
borate, fluoride, selenate, arsenate, chromate, and vanadate
are examples of this behavior (41).

Plots of arsenic shown in Figure 16 clearly display this dual
trend at pH 3 and pH 8. Selenium displays greater solubility at
pH 8 than at pH 3 in Figure 16, although the pH 3 site 1
levels are relatively high. Vanadium, on the other hard,
clearly displays a higher solubility at pH 3. Refer to Table 9
for total ‘available’ 1levels of these elements as determined by
the 5N nitric acid leach technique. Reliable data was not
available for beryllium, zinc, fluorine, chromium, and cadmium to

make any conclusions about their behavior.
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Comparison of Ba, Ca, and Sr levels in pH 3, pH 5, and pH 8 columns
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Figure 10b

Comparison of Ba, Ca, and Sr levels in pH 3, pH 5, and pH 8 columns
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Figure 10c

Comparison of Ba, Ca, and Sr levels in pH 3, pH 5, and pH 8 columns

Element Concentration versus Volume Eluted from Column 520
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Figure 10d

Compar{son of Ba, Ca, and Sr levels in pH 3, pH 5, and pH 8 columns
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Figure 1lla

Comparison of Rb, Sr and Y levels in pH 3, and pH 5 columns

Element Concentration versus Volume Eluted from Column 31
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Figure 1llb

arison of Rb, Sr, and Y levels in pH 3, and pH 5 columns

Element Concentrstion versus Volume Eluted from Column 540
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Figure llc

Comparison of Rb, Sr, and Y levels in pH 3, and pH 5 columns

Element Concentration versus VYolume Eluted from Column 520
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Figure 12a

Comparison of Al, Ca, Fe, Mn, and Si levels in
pH 3, pH 5, and pH 8 columns

Element Concentration versus Volume Eluted from Column 31
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Figure 12b

Comparison of Al, Ca, Fe, Mn, and Si levels in
pH 3, pH 5, and pH 8 columns

Element Concentretion versus Volume Eluted from Column 540
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Figure 12c.

Comparison of Al, Ca, Fe, Mn, and Si levels in

pH 3, pH 5, and pH

8 columns

Element Concentration versus Volume Eluted from Column 520
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Figure 12d

Comparison of Al, Ca, Fe, Mn, and Si levels in
pH 3, pH 5, and pH 8 columns

Element Concentration versus Volume Eluted from Column B84
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Figure 13a

Comparison of As, Cu, and Fe levels in pH 3, pH 5, and pH 8 columns

Element Concentration versus Volume Eluted from Column 31
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Figure 13b

Comparison of As, Cu, and Fe levels in pH 3, pH 5, and pH 8 columns
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Figure 13c

Comparison of As, Cu, and Fe levels in pH 3, pH 5, and pH 8 columns
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Figure 13d

Comparison of As, Cu and Fe levels in pH 3, pH 5, and pH 8 columns

Element Concentration versus Volume Eluted from Column 84
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Figure lé4a
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Comparison of Ca and Cu levels in pH 3 and pH 8 columns

Element Concentration versus Volume Eluted from Column 34
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Figure 1l4b

Comparison of Ca and Cu levels in pH 3 and pH 8 columns

Element Concentration versus Volume Eluted from Column 81
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Figure 15

Comparison of Mn, Ni, and Pb levels in pH 3 columns

Element Concentration versus Volume Eluted from Column 31
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Comparison of As, Se, and V levels in pH 3, pH 5, and pH 8 columns
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Figure 16b

Comparison of As, Se, and V levels in pH 3, pH 5, and pH 8 columns

Element Concentration versus Volume Eluted from Column 510
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Figure 16¢c

Comparison of As, Se, and V levels in pH 3, pH 5, and pH 8 columns

Element Concentration versus Volume Eluted from Column 520
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Figure 16d
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Comparison of As, Se, and V levels in pH 3, pH 5, and pH 8 columns

Element Concentration versus Volume Eluted from Column 81
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Table 9
Concentration of elements in 5N nitric acid
leachates of Site 1 and Site 2 fly ash

(concentration in ug/g =~ '*' denotes concentration in mg/g)

('<¢' indicates concentration below detection limits)

Si Ca Mn Fe Ni Al
Site 1 37.0% 1480.0 <70.0 43.0% 53.0 33.0*
Site 2 28.1*% 1910.0 <60.0 48.8% 46.0 25.0%
As v Se Cu Pb Rb
Site 1 147.0 240.0 16.4 95.0 61.0 87.0
Site 2 244.0 250.0 10.1 97.0 67.0 76.0
Sr Y Ba
Site 1 595.0 51.0 1520.0

Site 2 680.0 49.0 1600.0



CHAPTER V

SUMMARY AND CONCIUSIONS

The research presented in this paper has demonstrated the potential
envirommental hazards of weathered fly ash. Elements that pose
these risks, such as vanadium, selenium, arsenic and nickel, were
found at detectable 1levels after fly ash had undergone a long
period of leaching in the laboratory. Vanadium was found in the
leachates in the 1-10 Pg/ml range. Arsenic, selenium, and nickel
were found to exist in the .1-1 pg/ml range. Furthermore, the
profile of these elements were still changing at the end of the
study. In many cases, the concentrations were still above
instrument detection limits.

In some cases, element levels varied significantly between site 1
and site 2. This illustrates the variability of fly ash within a
single disposal site. Analysis of leachates from the .10 ionic
strength pH 5 colums suggested possible suppression in solubility
of certain elements due to the higher ionic strength. However, the
reactions occurring between compounds in fly ash are complex and
difficult to predict.

The ISAAC/Apple II+ system was an invaluable tool for automating
the atomic absorption analysis of vanadium in fly ash leachates.
The salt content of the buffer solutions accelerated graphite tube

deterioration. Real-time plots of the data on the acquisition
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system showed when this process started to occur. The data
acquisition system could be implemented in other difficult GFAA
analyses to give similar benefits. The major drawback of the Apple
IT+ computer was the length of time required to complete an
analysis of an entire run. In this situation, the PDP-11 computer
was a far superior system. If the data acquisition system was
implemented today, far more powerful microcomputers could be
substituted for the Apple IT+.

It is satisfying to report that conditions at the fly ash disposal
site have improved since this study was undertaken. Money from the
Environmental Protection Agency’s super fund has been used to
level and ‘cap’ the fly ash with a special clay, which should

reduce element leaching and ash transport by wind.
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APPENDIX A

Data Acquisition Software and Calculations

Table A-1 includes all computations performed during the enhanced
data acquisition mode. The top portion represents computations
performed during the instrument char cycle and the bottom portion
contains computations performed during the instrument atomization
cycle. Certain characters in the equations denote use of a real
versus an integer variable. For example, the ’%’ is used to
represent an integer value in Apple II+ BASIC. The other
variable names without the ’%’ are used to represent real values,
which require more storage space on the Apple ITI+. In many
cases, it was only necessary to use integer variables to store
many of the numbers obtained from the acquisition system since
they were digitized voltages. In some equations with mixed
variable types, the final result is stored in an integer variable
with use of the ’INT’ function. This function saves the integer
portion of a real number for storage into an integer variable.
The ‘ABS’ function shown in some equations is used to take the
absolute value of a number. A listing of the enhanced data
acquisition program is included in this appendix after Table A-1.

At the start of the enhanced data‘ acquisition program, the
operator is asked to select the length of time, in seconds, for

acquiring the atomization signal. The period selected is based
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on the element about to be analyzed. For vanadium, this period
was normally five seconds which translates to a total of 300
points collected using a 60 Hz acquisition frequency. During the
instrument char cycle, the deuterium and hollow cathode sample
and reference beam signals were acquired for the same length of
time these signals would be acquired during the atomization
cycle. The purpose of acquiring these signals prior to the
actual sample atomization was to obtain ’‘baseline’ values for
each signal. These baseline values would be used for later
computations to obtain the corrected hollow cathode absorbance.
The average deuterium sample beam signal (SO0) is computed in
equation 1, the average hollow cathode sample beam signal (S1) is
computed in equation 2, the average deuterium reference beam
signal (S2) 1is computed in equation 3, and the average hollow
cathode reference beam signal (S3) is computed in equation 4.
The mumber of points sampled during the char cycle is represented
by n; in equations 1 - 4.

Equations 5 - 10 were only camputed during ‘the instrument
atomization cycle. As previously mentioned, the deuterium sample
beam signal undexrwent a correction to compensate for the
difference in time between when the signal was sampled and when
the signal was updated by the instrument. Equation 5 shows how
this correction was applied to the deuterium sample beam signal,
which was stored in S%(0,ii). The corrected deuterium sample
beam signal, stored in S(ii), was then used to compute the
background absorbance, ABG%(ii), at each point during the

atomization cycle, as shown in equation 6. Note it is not
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necessary to use the deuterium reference beam signal to compute
ABG%(ii) in equation 6. The average deuterium sample beam signal
obtained during the char cycle, SO, was used instead. The total
hollow cathode absorbance, AHC%(ii), is computed in equation 7
using the same logic. AHC%(ii) 1is computed for each point
sampled during the atomization cycle using the hollow cathode
sanmple beam signal, S%(1,ii), and the average hollow cathode
sample beam signal obtained from the char cycle, S1. The
corrected hollow cathode absorbance, ACRRT%(ii), is obtained in
equation 8 by subtracting the background absorbance, ABG%(ii),
from the total hollow cathode absorbance, AHC%(ii) '. ACRRT% (ii)
represents only wmonochromatic absorbance with all other
absorbance and scattering components subtracted out.

Finally, the average deuterium lamp drift (D2) and the average
hollow cathode lamp drift (LD) values are computed in equations 9
and 10, respectively. The deuterium lamp drift is a measure of
the average change in the deuterium reference beam signals
acquired during the atomization cycle, S%(Z,ii), from the
average deuterium reference beam signal obtained from the char
cycle, S2. The variable n, is the total number of points
sampled during the atomization cycle. The hollow cathode lamp

drift is a measure of this change for the hollow cathode lamp.
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Table A-1

Calculations performed during data acquisition

Char Cycle Camputations

1) S0 = % (S%(0, i))/n average deuterium signal -sample beam (BG)
2) 81 =% (S%(1, 1))/n1 average hollow cathode signal -sample beam (I)
3) s2 =g (S%(2,i))/n; average deuterium signal . -reference beam (BGO)
4) S3 =%, (S%(3, 1))/n1 average hollow cathode signal -reference beam (I0)

* ny’ represents total number of points collected during char cycle; ‘i’
represents individual signal values, which were summed over oollectlon pericd.
’%’ sign on arrays indicates integer values are stored.

Atamize Cycle Computations
5) S(ii) = s%(0,ii-1) x .826 + S¥(0,ii) x .174*

phase corrected deuterium signal-sample beam
6) ABG%(ii)

INT (1000 x (mcég(so / S(ii)) / 2.302))**
ckground absorbance

i

7) AHC¥(ii) = INT(1000 x (I0G,(S1 / S%(1,ii)) / 2.302))
i'iotal absorbance

8) ACRRT%(ii) = AHC%(ii) - ABG%(ii)
corrected absorbance (monochromatic)

9) D2 (100 x (ABS(S2 - S%(2,ii)) / S2)) /

average deuterium Jamp drift

10)1D

(100 x (ABS(S3 - S%(3,ii)) / S3)) / n
average hollow mtﬁode lamp drift

*oriie represents individual signal values collected during atomize cycle.
**  JINT' refers to taking the integer equivalent of a real number - decimal
portions of the real number are truncated.

**E represents total number of points collected during atomize cycle.
Indivi deuterium lamp drift and hollow cathode lamp drift values were
computed during atomize cycle; sum of these values were averaged at end of
atomize cycle. ‘ABS’ refers to taking the absolute value of a number.
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APPENDIX B

Data Analysis Software and Calculations

The details of the post-acquisition calculations are discussed in
this section. A list of important equations used by the two
primary analysis programs are included in Table B-2. Computer
listings of the analysis programs as well as a reporting program
are included in this section.

A sumary of the post-acquisition calculations would not be
complete without a discussion of difficulties encountered in
integrating vanadium peaks collected during data acquisition.
One of the more challenging tasks was to determine an algorithm
that could reproducibly determine peak area for very small
vanadium peaks as well as the larger peaks produced by
standards. The vanadium peaks were subjedt to spiking
at peak maximm (due to graphite tube deterioration),
prolonged trailing edges (due to processes involved in
the decay of atoms after atomization), and unpredictable
peak fronts (due to matrix interferences). The slope at
the beginning of most vanadium peaks was very gradual. This
made peak versus noise discrimination difficult. The final
algorithm included three tests to determine if a peak was
’eligible’ for integration. The first test, to mark ’start of

peak’, required an increasing difference between five
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successive data points. The average difference between each of
the five points was saved and used for later tests. The
second test required that the difference in three successive
data points, located after the peak maximum, be less than the
average difference determined from the first test.
Satisfying the second requirement guaranteed that a decreasing
trend occurred just after the peak maximum. The third test
required that the average of three successive points,
located after the points that satisfied the second test, be less
than 4% of the peak maximum. If the third test was satisfied, it
indicated the data points had returned to some baseline value. If
all three tests were satisfied, area integration began at the
first data point comprising the set of five ’‘beginning’ points.
Area integration stopped at the first data point comprising
the set of three ’‘ending’ points. If the ’‘peak start’ was not
located before the peak maximm, area calculations were
aborted. The peak was also flagged and not used as a
replicate in the calculation of average peak area. If this
occurred on all replicates of a sample or standard, the
average area computation was aborted and flagged for future
reference.

After area computations and the sample 1labelling step were
completed, the next task was to perform a second order
non-linear regression on the data. The non-linear regression
equation is shown on line A in Table B-2. The equation is

also shown below:
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A/C=P0+PlxA+P2xA2 (Routh, 1981)

Concentrations were determined for all solutions analyzed in
the run, including standards. Equation B in Table B-2 shows
the computation used to obtain the solution concentration, which
was not yet corrected for instrument sensitivity changes.
Recalibration occurred every seven to eight samples to
determine the direction and amount of the instrument sensitivity
change. A correction factor, OORR(i), was computed to compensate
for this sensitivity charge (see equation C in Table B-2). When
CORR (1) values were greater than one, this indicated the
sensitivity of the instrument had increased during the run.
For groups or blocks of standards run together, an average
correction factor was computed as AVGOORR(i) (see equation D in
Table B-2). Finally, an average AVGOORR(i) value, represented by
AVGOORR2 (i), was computed using the two sets of standards which
surrounded a group of samples (see equation E in Table B-2).

Samples bracketed by two sets of standards had an average
sensitivity correction factor applied to their
concentration values (see equation F in Table B-2). The
adjusted sample weight, ADJWT'(1), was folded into the
final equation for corrected solution concentration in equation
G. The mean relative standard deviation, MRSD, and relative mean
standard deviation, RMSD, were computed for the first group of
standards used in the regression, as shown in equations H and I

in Table B-2. A solution concentration error, SCERR(i), was
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also calculated for each sample analyzed in the run (see equation

J in Table B-2).



Table B-1

Functions available from post acquisition processing programs

Main Menmu Available fram Data Analysis Program

102

A)
B)
C)

E)
F)

Area calculations

Secord pass through data

Make labels

EQit labels

Transfer weight/tray position to ’C’/ file
Exit

Main Memu Available from Nonlinear Regression Program

A)

C)
D)
E)

Peak Height / Area Calibration and Regression
Peak Height Calibration and Regression

Peak Area Calibration and Regression
Calibration Plot/Hardcopy

Exit



Table B-2

Equations for non-linear regression and
corrected solution concentration

A) A/C=P0 + P1 x A + P2 x A%*
general form of non-linear regression equation.

B) C(i) = A(i) / (PO + P1 x A(i) + P2 x A(i)?)
concentration not corrected for instrument sensitivity changes.

C) CORR(i) = c(i) / somnc(i)**
instrument sensitivity correction factor.

D) AVGOORR(i) = £ (CORR(i)) / NsTDS™**

average instnment sensitivity correction factor.
E) AVGOORR2 (i) = (AVGOORR(i-1) + AVGOORR(i)) / 2.0%***
block averaged instrument sensitivity correction factor.

F) CONC(i) = (A(i) / AVGOORR2(j)) / DIL(i}
sample concentration corrected for average instrument sensitivity
change and dilution factor (DIL(i)).

G) CONC(i) = ADJWT(i) x CONC(i)
sample concentration corrected for adjusted sample weight (ADJWT(i))
H) MRSD = (" (£(SD(i) / A(31))2) / N) x 100.0*****
mean relative standard deviation.
I) RMSD = [ (£ (1 - CORR(i))2) ; N******
relative mean standard deviation.

J) SCERR(i) ={ (((SD(i)?) / (PO+PIxA(i)+P2xA(1)2)) + ((RMSDxC(i))2))
sample solution concentration error.

* in the regression equation, X is absorbance (A) and Y is absorbance

divided by solution concentration (C); PO, P1, and P2 are regression
coefficients.
** ’SOINC(1)/ is solution or ‘known’ concentration; equation C only applied

***  /NSTDS’ is rmber of standards analyzed together in a set; eguation D

only applied to standards.

okl equation E applied to pairs of standard sets surrcunding a group of
samples.
kkkkk

equation H computed with first group of standards analyzed in run; ‘N’
is number of standards in the first group. ’SD(i)’ is relative standard
deviation (camputed with solution concentration, SOINC(i), and concentration
obtained from regression, C(i)).

*kkk ik

equation I camputed with first group of standards analyzed in run.

103



104

Data Analysis Program

082 0109 (M) $YMIN!. d9 3S070.'s0 INTHJ N3HL 2 ) (29681 - ) Wi 41 0
Al LN If

L0, = (AN LI

(1)RIN DL 1 = A §O4 SIE

LOLT ) SUNNY . 8 N3dO. Y80 INTNG  1TE

OTUN0N. 0 INTEE 01T

082 009 Sof

L10'90W18. 40 ININd 00C

01 0103 WA« { ) (1'$A) 171 J1 062

$A LNANT 7114 UBD0T 0L SO0WIUD. ININD 082

WSIHIS LHOSUMN' L 38 tYINT WO OL AQUR. ININd 022

A0LT=ru0d 0R

r N o

(MNINE, SHATISUNN INTHG  O%2

1007 =ru0d SR

S3TH3S LKL NI SIINING 30 ¢ QW DAL, INING Of2

YW 38 0L ST INING O2R

¥UN 012

022 D109 NBHL 1D = ( (O] + XWOSN} 41 202

rIN 002

(FI%IN + XWOSN = XWOSN %02

4000 1= Y04 22

0 = HNSN®0 = Bl 102

1IN 002

BL = (ALRNST = (W1 'L0XINNG (DD STEMN = (WL'A1)SRISNTT + YL = YL NZHL (L)$UMPN = ((((3L)SERN) NG ) “(DI$IEMN) $L4T1 40 081
002 0109 (T'I}SMISN = (DsTaaN 31 8.1

002 D109 91

(1)SIEMN = (UL '4L)$WMISN:T = 6L QT

1= (4NN (D STANN = (ALISHNNSE XN 591

SLT OI09 t1 = (ALIXINTCT - CECUISTAAND SL431 = (ALISMMIN NHL 2 = 6A 31 091
T+ 6A = BANBH a-u = (1'L(1)SIGRN) $QIN 41 ST
(DSIDe) N QLT =1 404 oSt

0= 6A SV

Tedl =400

002 0409 0 { ) ¥IS 41 f1] LN &6

T+ ¥1S = §18 N3HL (TT)SUMIN = ((((IDISEWN) N3T ) ()STERN) $LOT 41 OfF
40T =11804 R

0= iS22

91 0109 0 ( 4L 41 02!

002 0108 JXK. = (€(1)$178 $LOT UD L93a = (EHDSIWN sLAT ¥O0 3. = (CM(DSIW) sL 4T I
002 0109 «@S. = (1)$1W1 41 01T

0aLt =134 00t

1011 =Xy03d

1 LN

IV |

06 0109 1 = W'D = (ML'AL)XINNICLISTEN = (Y1'4LISMUSNGT = WLD = 4101 = (DDRXNCT - TEM(DISIEAD $L4 = (TISUMIN NGHL 2 = 6A 4]
T+ 60 =60 N o-a = LTI (IISIDN) SAIN 81

(D$TEMN) N1 0L 1 =11 403 99

08 =(I35 0 =6A W3

06 0109 1= K4 41 £9

06 0109 31 + 01 = O AGHL XD = (E*(LISTWN sL4T 40 2930, = (€(DSIED LT ¥0 LU = (£ (DSTED) s44 31 9
06 0109 1 + 01 = O NFHL JWUS. = (DSIETII 03

0oL =144 05

¢ =01%=1d 0

(BTISXN* (B1)NXN (ST BT)$HISN " (B1) SHWAN * (G191 XINN'(1D) 8321 " (TD)$21L WIQ I
65% 0109 .N. = (1'$A) $1430 41 $A LGN .03 OL HSIM NOA O -INISd STIAYVSIN TIAMS. INIY NFL ue. ) LY 41 ¢ 30H 07
0268€ 0109 (V) $iHD =@t 1YL T

RRERS



105

0647 0109 JAx ¢ ) (1'$00) $1431 41 $0D LNGNI .003¥ OL HSIM NCA OC -TAUYMIHD AQUI N YRY. INI¥d NBHL 0 ¢ @ 41 08L
$611,3500. 40 ININ 0LL

005 0109 *.U1M0 MY ON SUH JN14. INIH *$61°.35070.°80 ININd NBHL 2) (29681 - ) )E@3d 41 OfL
00G 0109 *«4¢ Y HLIN SIWUN ON3ddt LON 0 -TT1J YLb0 MY ONIGU ¥4 LWW04 BN LOTWHONI. INI¥C P$61°.35070.°$0 ININd NIHL W3a = (1°'$61) SLHONY 41 02L
NI 01L

(0) 34 = 3 S0L

d = dl30 = AATO = 2420 = 4 00L

M= (1 - HIXATA 069

0°001 # (101 - H)SWN WA / (((1 - INMD) / 21) DS )) = (T - ¥)(2S 089

11N 09

2. (LT - HIs%) MA - ((1°7T - BISUR) WA ) SBY ) + 21 = 21 099

0£9 0109 .#0. = (I'1 - M sy J1 069

MOLT=1404 899

063 0109 *0°0 = (I - ¥IES NZHL 0 = (((1 - §)sot) WA ) 41 99

069 D109 :0°0 = (1 - ¥1OS ABHL T = INML 41 W9

(1 - Mot SL43T = (1 - H)SRYTIHA) SHIS = (T - M)SHUTINNI / (1000001 & ) = ¥A 249
069 0109 tu#0, = (1 - H)%Y N3HL 0 = INMI 31 669

T LN 999

T+ INWI = INNT ¥69

969 DI0Y .40, = (1'1 - ¥)sy 31 269

AMOLT=1u04 089

0£9 DI09 NZHL D ((I-H)swt) A 31 W3S9

069 0109 T = AA B0 0 = AN W 029

0°0 = (1 - YGRS NBML T = AMD WY 019

0001 & (¥ ~ W)%d /7 (((T - (1 - ¥IXIT) / 1D ¥0S 1) = (1 - MAIST LN 009

2 (HI'T - W)Xmd - (1 - ¥)4d) S8Y ) + T1 = 11 068

(1~ M1 OLT=1H04 085

019 0109 2070 = (1 - ¥)QIS NBHL O = (1 - ¥iwd 41 8.5

019 0109 $0°0 = (1 - M)QIS NBHL 1 = (1 - W)XIY 41 48

0= INHI:000"0 = {1 - ¥)U251000°0 = {1 - ¥)QIST000°0 = 21300070 = 11 05

(L1 - Wset) $14T1 = (1 - MISWHT(¥A) SHIS = (T - HISHYTAA / (100000°T # )=HA N 055
09G 0109 *.#0. = (T - H)$WS NBHL 0 = AAd] WY 0MS

(1 - W)yd) SHIS = (1 - §Isyds(T ~ WIXITY / (1000001 # (241 = (1 - ¥)4d 0%
LNLNOYENS, ININd 01

06%1 0109 1 LY 0008 OL 1 = 1 404 005

NSLY  6EY

WLz SASSA LMSNT LLINLINGD 01 ATM AMY LIH QW .$67%.3004 HUIN ¥SIO 1¥3SNI. ININ B6Y
10 =X 0wy

[ ¢ i)

o LN '000F DL ! = H ¥D3 6Iv

BLON'. ONIOS H3DNN. ININd BTV

(M1NY, SITYIS NI Y3OWN. INTNd 914

SO31451LHS JON SITHIS . H(LISHNINY, o8 NI STIDWS. ININd ¢l

07y D109 (O)FIN = ( LM 31 20y

(FYSHUN' . ¢ 350T0.80 INT¥A N0 LN Oly

T LN 0oy

01y 0109 968

OFY 0100 *(YSURNY, of 35070.'$0 INING NIML (L)FXN = ( HIDM 41 S6€

SN = ((W'MLINSIL 268

$S0 = (OU'OIXINNYSITL 06E

A = ((U'DIXINY MY 68

e = (SN BBE

S9N INNT *$CN INGNT 4N LOGNT S$EN LNGNT 20 AN 610 INAND *HEEHY. " (0) SNNY . of QYSM.'s INTHd  SBE
1+ Y1O¥ = 4LV 08F

00 0109 (U 'FISHISN ¢ ) NS 31 SIF

00¥ 0109 .. = (I)$XW 41 08

(C%NOL T =1r 804 09

NS LMD HCH N () SUNNY . o QU3Y. P80 INTHD 0GF

SOLT =Y 804 O4F

0 = HIINI0 = MISIS LNGNT f.0H‘.!(I)SERIN', od QuRy.'sQ ININd OFF



106

1+ TH = IH 0F21
HYW=H.NIG WY N OL 2 - X = K ¥04 O

Y0 ¥ (4d'N)XXtWd = ¥Y§ 0131

TR3INT 39 WD dD0T LXN LtHL 05 NIYGY QIOHSTUHL 033003 LML SINIOA SATLMOISNOD £ QNI4 [SW LT -SINNGD 24 0S QUOMSIHLOIINS INDG TH Lehl ATMILINI SINIDG StM ¢007 3A0Y 3L W34 002!
e I 34

NN 0811

U+ THID = THLDTOMXLKEIY 4 W3MY = Y3y OLT1

0617 0109 :2 - 141D = WHLINMLE = 1§ 31 0911

T+ 8= 180801

0911 0109 20 = T4 NGHL BY = ( ({1 + WIXLUNY - ONIXLEED) SQY 41 01T

0L11 0109 201 ) ¥ 41 0f1Y

02C1 0409 *SUIUYL.SURY o INIHA T.20. = SUIW NFL N = X 41 0111

NOL (¥ - 1) = Y404 008

62 =345 0601

0261 009 *.40. = SUY NBL O ) (6 - 1) 41 001

0 = TH1] 0901

I 1XN 050!

0907 0109 20°G /7 WNS = ¥N NBHL € = 1813 31 001

0°0 = WS 0£01

0 = 1817 0201

0Y01 0109 *((I)LIEHM - (1 + DALYN) + WIS = WISTT ¢ TH1D = THID NBHL ¥ = ¢ ((DLINEIY - (1 ¢ DDELH) 41 0101
0601 0108 000%

T = THLD¢ (CIPRLNNY - (1 + DIXLUNOG) = B NBHL O ( (CDVRLMEOM - (1 4 DIRIypOy) 4t

0101 0109 0 ¢ 1813 41

0501 0209 0 ) (DIXLBYN 31 0L

00F1 0109 20°0 = Y3YY* (IHSIIHL TIZXT LML SINIOG § ONa INING NBHL N = T 41

0201 0109 .90, = $U3YY NHL 0% ( (NC'H)IEXUMd OW N = 1 41

NOLO =1¥04

00£1 0109 I 1IN 96

(DALBE + YR = Y 956

23 0L %15 = 1 403 SL6

0¥6 0103 0 = XI3 41 ¥6

O%G 0109 0T = ) (4d")XXoMd ¥D O% { (d“¥)axmd 31 26

611,350,480 ININd 086

ION 0%

(1L 1NN 016

NOLO=1804 006

L5280t ety . te INTHD 068

(44 W) XXMA) SHIS = (¥d'HISXtMAII0T LNGNT ¢ (¥d *¥)XXUNd INGNI d INGNT 118" *ME.4". 18671 QUM 40 INTYd 089
0 = XSXIXSX / %13 = $13'X8X / XIS = XIS NHL O ( ¥5X QWY G ( ¥ J1 840

T=¥ T+ B =40 “¥d= WU N L { ) ddl 08

OTYT 0109 *$67°.35070.480 ININd NTHL «#. = ST 31 18773 INANT :.95976 Nt .H°. 61} JQUR. 180 INTN G99
T=¥d T =Bd=dl N T =84 09

d INANT 218 I e L et QUL e NI 000

0 = ¥¥:0 = 24720 = TH:0 = 1812:0 = TH%0°0 = YY0'0 = WS 69

1847 . 48610 NBD. 80 INTHG 928

AL XN 58

$I1 INGNT o (NJY) OWJ ATH ANY LTH ONY YSIQ ¥3A0 NMML. ININC N3HL (T + (ADYZID) = # 41 200

FAT DL T = AL N0 128

9007 =my0d 029

0 = %I5%0 = X370 = ¥SX 818

AL XN 918

¥I8 0100 NML O = ) (ADx23! 41§18

(ADRIT INGRT GAT4.301S ND B INDISMAL ISV HAING. INIMd 918

WIOLT = AL MO4 €18

118 0109 0 = ) %Al 31 218

YAL UNGND t.H140 HO4 (350 SUSIQ 20 SIS AMM MOH. INI¥G 118

1847114674 NG040 INTYG 078

19)8%d" (6'9)$XtMd* (9) 025" (91 QIS *19) TATY (D) SATA (D) $¥4° 16 ') 83 () 413X (91 4d* (6 '9) xxtad* (N) X LYYW WIT 009
$621.3500. 140 INING t¥ LNANT STH LNAND IN INGNI I$AS LNGND 9 LOGNT £.08'0Y°.'¢67¢.0u.$q INTHG 06L

RE&

FRZ



107

0297 0109 2 ¢ (s%0) NT1 41 0Pl
$50%.. LNGNT 19F GYIH * (1SS GYIA S (TSI INIBA /€ @UIH P(1VXS GYLA 0281

0051 nS09 0181

$£0 = (MSINCTL LN 0087

OvL1 0209 LG ¢ ((1'EI'sED) $QIW ) 2GY HO 9v ) ((1'II'SED) $QIN ) 2% 41 06L!

($€0) M3 0L 1 = 11 804 0821

0v21 0109 0 = ) (SE0) WA 41 OLT

0167 0L09 0 = ($€0) NIV 31 09L!

0%27 D09 9 ¢ ($ZO) NV 21 0GLT

$60%.. LNONT 192 AUIH (%S GYIA F(NSITI0 INING *(/2) QHIH (XS GYIA OWLT

00ST GNS09  0FL1

$10 = (MSIMWINIHL O ¢ ($10) NIV 41 02LT

0% 0109 ¥ ¢ ($10) NTY 41 OTL1

$I8%.. LNGNT IET BYIH (XS YA F(STTA INING f (YD) QWIK (TIYS GUIA 00L1

0051 ANE08 0891

$20 = (NSIENN N3ML 0 ( ($20) NI1 41 0891

0931 0109 6 ¢ ($20) NN 41 0/91

$20%.. INGNT tv GUIH T{XS GYLA T(1STEN INIED ¢ (S) QULH (VX5 QYA 0991

(NS1EH = $40:(NSIA = $£07CVSIANN = $201 (NI = 410 0891

0197 0109 (¥ + WN) ( THO WN) 141 OW1

0191 D109 X (T HD T} T4 (8 WA =069

. 0£22 0109 . = 741 18700 INANT 091

o SIINHD DN ¥04 (NBNLIY) LIH MO (1L 6 LY 1) AJIOOW CL HSIM NOA ® QROJY ¥3INZ. ININd *(1) @UIH (02) 8YIA 0191
NNLTY (8' (DavE) LI INTEG T (M) BYLA :0Nd) GYIH 0091

DI LYW 06S!

T4N9 = 0972 = WA NBHL OF = Md 41t + M¢ = %t QD' D st ININC PONd) BYIH T0M) YA 0867

(UAATA OL T = 0T 404 0L51

2= Wt (NS = ¥ 03T

NIt (T$4d) $14T1 INIHd *(M8) QYIA O) SIH 0SS!

01 LXN 061

T+ Y9 = ¥9:2 = Wd NHL GF = ( J 4 IC + Md = Md* (DI *SXtMd INIH :(Wd) GULH :(M9) SHIA OFSI
10X 0L 1 = DI ¥04 0261

TUINT 12 = ¥dE (NBHS = X9 01GT

MIOLTY *(N$TQ3Y INIHG $L0 QUIN S (XS SYLA 1UNSITI INTHA 112 GYIH * (XS GYLA (TSI INTHG ¥0 GUIH P (XS GUIA *(TISTENN INIBd G BYLH f (1S QYA 00ST
NENL3Y  06Y1

099 GNS09 08!

Y= XY= 20ty = AL, ¢ $6 = $62 OLNT

$IT UNANT S.SNOTLUNI D OIS O (NLHY N AIM ANY LTH ONU HL6Q QILUWNID ¥04 WSIQ ¥3IN3. INId 03¢l
$E21.M007. 190 INTHG $$67%.3507T0.490 INI¥G  0CYT

67 INIYd *.201°0N ", *$61¢ A IHM. 60 INTHA *H INIM *.2078'0H°.!$61¢ ILINM,'$Q INTHG ©.v. INING 1.0018°OH'.$6I'.31THM. 80 INTHG O¥YT
$51400NL 80 INTNG BEVT

$17 ANGNT SLONIY) ONY AM ANY 1TH ONY 3ATH0 NI YOWE T 30IS IC. INIid 0EY)

1-4=402m

01 NSO T ¢ ¥ = ¥i1 - ¥d = (MIXI:M LXN 0141

R =[S 00¥!

W07 0N0W, 80 INTHD 0BE1

T+ ¥d = ¥d 0!

T4 Ak = MISHIUY = (4d'N)$UT0: (¥a W) AXUMd + 2d = 2d 061

Y + A = Y !

Mo+ 213 = £1309 + KIS = XISt + X6X = %5X ML S = ¥ J1 CF6!

0GE1 0109 .30, = $YRY J1 0ST

015 8nS09 NI d ¢ ) dl 31 02E!

@S 018!

WY BIS = sy 008!

SNOTIYMONT YWY oOLS OL HIQUO NI (I30N3 INOG 1UHL SINIOE JATLNTISNGD £ INNOT ISTH €4 -ONIMSNMDO 34075 L N0 TOHS3MHL 3HL Q3IMI HOTHA ONINAUNT SINIGS TV StH 00T JA0GY HL W 062!
H LN 092!

(HIXLMYY + UMY = U3WY MNBHL 2 ( TH 41 oL

OOET DIDS MY = ) (0°€ / (1000001 ¥ (2 + HIXIHYIY + (1 + HIXLUNZY + (HYALWNOY))) J1 0921

0.31 0109 ¥Y ( (H)XINYY 31 0621

0051 0109 NI T ~N=H4l 04



108

611435070140 INTBA *.b. INTYG *.01Q°08°4 $62¢ VLI, 'S0 INTHG PSMCY INTHD (.810°08°.'$62,JLINN. 1$0 INTHG tu0 INING .08'0H'.'$61%.3UTHM.'80 INTY ©,0687. 18611 .N3d0. 80 INTHG 082
$611 0N {80 INTHd 0962

oFe = SMY 0562

003 0109 *.NOTLUWHOANT TOGUT LNOHLIM INOT 38 LONNYD INGNT TIGWY/ 1M TWAKS ONY Y10 HONOWHL SSYd GNZ) -¥SIQ NO A1NTHND NOFIWMEONT TIGW) ON. INTHG NJHML G = ¥80 MO 2 = X80 41 Ovg2
0cY2 0109 0 ¢ 10 31 0£F2

$61°.35070. 160 INTHG *SHIY LNGND *.ST8°0N 4 !$67%.0UH. 190 INTU *3 INNT *.8°'0H", '$62! OV '90 INTHA 20 LNGNT T.58'08‘.'$67°.0674. 40 INTHG *1D INGNT *,08°08".!s62'.QV3t.'s0 ININd O2F2
005 0109 : 34N LITH0D ¥ILNG- 3104 UIHQ Mo¥ 51 SIHL. INI¥d t$62%.35070.'s0 ININd NBHL o0, = $OY 41 0162

$9U74 INGNT L0018 08 "4 49621 .OU, 180 ININD 0052

052 0109 1 = 04¢671. 35070140 INI¥d NBHL 2 ) (29681 - ) Y33 31 06

005 0109 *.1J3WMOONT 1UAIDS BN, INTH *$620.35070.%60 INIHD NZHL 0w € ) (1'$61) $LHOIY 41 ® JOH 2 IX3L ME = X! = %20 = X1 = (v} SYHD = 0 082

MU oR

07001 & (L(Nsyd) WA / (((T - 001 /7 11) HOS 1) = (DAISIT LN 0GR

2. LLUMsYd) WA - ((T'NeXmd) WA ) ST ) + 11 = 1T 4R

0532 0109 .4, = (11 DSIMG) SLHOTY 41 0F2R

MU OLT =TY04 022

0% = 11 0122

0922 0109 10°0 = (NAISNML 0 =00 ¥O ¥ =00 31 0O

0°001 # ((INSYY) WA 7 (1(T - AN 7 2D) HDS )) = (MEST LN 0612

2. LSy WA - (IT*NsYR) WA ) S8 ) + 21 = 21 012

0612 0109 Le. = (1M1 VSYR) SLHOTE 41 OL12

(MMATAOL T = 1 404 0912

0°0 = 21 0612

0022 0109 1070 = (VOS NIHL 0 = AA O T = AA 41 0412

0. = (s 012

OV12 0109 *(AA / (100000°T » 24)) $HIS = (TS NIHL O ( AL 41 @ WBQION *I1 LY 0212

23+ D= NHL O = (3d 41 L+ 3= 3O

T4 Ah = ARTCLITPTIOE WA+ 20 = 28 NIHL Lao () (TH(IT' NS s1H81y 41 0012

0957 NS0 0602

ORI DY) $14T1 = (ISR - (T DS N ) = SH NGKL o/a = YD 31 0%a. INGNT (2D + (1ASSY GULA (1 - ((IITISH) NI1 + 3d) QYLK ©(11'ISU INING 20 + ((1455) QLA 1(3d) GWIH 002
0602 0108 0L02

o+ (ITNSN = (TDSYI NML Lo = 40 41 S8H00as LGN 12D + ((N2SS) QYA TCCLII*VSYR) KTT ¢ 3d) GYIH (1T T8y INIYD 120 + ((MASS) GYLA (3 QYIH 0902
0802 0109 o, = (1'{II'NISY SLHOIY J1 0602

(D¥ATAOL ! = 11 404 ov02

0. = (8% 0502

0%02 0109 (00 / £} $HIS = (Tysvd NIHL O ( 00 31 2 = 340 = 22°11 AN 0202

1+20=202=JNH L= (3d4l:0+3=3d0I02

01S1 @NS09 0002

T+00 =000 (LIT' NSXMd) WA + € = OY €661

$10 = (T1'N4XMd A LI w861

091 0109 £5 ¢ ((1°4F'$10) $QIN ) 269 HO 9y ) ((140'sLD) $OIN ) 209 41 2661

($10) NI 0L T = 4F 804 1661

£667 0109 0 = ($10) NIV 41 986!

0002 0109 418 = (I1'1SXtMS NIHL .v. = (1'81D) s1HOIN 41 $B61

0967 0109 § ¢ {s10) N31 41 1861

YT DD ST = (TT'DSXMAT (1 - (LT D SIMAY NTT ) = KH NBHL W74 = $YD 41 3300, INGNT S(01HS) QULA (LT - ((IT*NSXtMd) NIT) + 3d) GUIH ©(T11'sxtMd INING 120 ¢ (()%HS) QULA * (3)QUIH BY 086]

06610100 W3 061

$10%.. INANT S((NRHS) BUIA (T - 3d) QULH (11D eXtMd INTH 120 + ((1AHS) BYIA £ (3d) QYLK 0961
0867 0109 uv. = (I'(I1*T)MMd) $IHOTHIT Y 0GST

(ML OL 1 = 11 404 O¥RT

0= T11:0 = 00070 = £Y70°0 = 21 SUINI 0 = AK20 = 2470 = 20:2 = 3d Of6]

6021 0109 0 = (MAAIA 4 W 0261

0L 0108 4 ) ¥ 41 0161

0L22 009 v = ¥BO ¥D £ = %80 41 5061

022 0109 0 = 20 31 006!

005! @509 0681

$¥0 = (NSTAW'IT LIN 06

0281 0109 26 { ({T'[1'$¥D) $QIN ) SY H0 8% ) ((T'I1'sW) $QIN) 254 41 O/07
(s¥0) N1 0L T = I1 804 0981

0281 0109 0 = ) ($¥D) WA 41 0691

0687 €108 0 = ($40) N1 4T OvgT



108

0862 0109 0 = ) ($ED) WA I

000€ 0109 0 = ($E0) N31 4!

0862 D09 9 ¢ ($S0) NIT 41 'sL0%u. LNANI

LJBHOTRY SHILIBHYHD 9 (P10, Y620, ¥3IN3. INING P20 QUM 1 QUM

$20 = (NSIETNFL 0 ¢ (2 NI 4l

0062 0109 4 ( ($20) NT1 41 1$20%.. UNGN!

0000°1 = (T}IMY NIHL Lou = SHIY 41 * QN0 SHILOEHOHD ¥ (L '1%). %Mty ¥3INT. ININd 6 GHIA *1 SYIH
SATH = (DSION NBHL 0 { (5o NN 31

0062 0109 6 ¢ ($ATW) N31 41

060F 0109 /. = $ATM 41

010 0109 0 = X ONY ./, = $ATM 47 $ATn'.. INANI

JAYINT UUNTWEIL OL AN (/) LIH MO OMOTY SHILOWeMD 6 CATHa).texds MIINGL INTMd 19 GYIA CT BHIM

0962
0662
o
0762
0262
0162
0062
0682
0882
0182
0982
0582

MOH FLULH0. = SATLIIET. = SMELE NARSS. = $X1 AT = $AATLHL M. = 87 OvER

W=XT+10= 1IN T =3 4]
001€ 0L09 10 = X NJHL ¥ = af HO 2 = %f 4!

0SE 0109 102 =335 *.0'1'2'NOW. 'S0 INI¥d NBHL | = X4 4!
016 0109 Ny = $A OV T = X3 41

01 GNS02 ML 1 = X4 41

$614,350M. 180 INTYE

N XN

(N}O2S NN 15528 . INTLE YL SeRT Y QUYL 160 INTHd

AL LXN

(MI'NY S LNGNI

(N)IATA 0L T = W ¥04

L0618 L INELY YL SET L Y TY. 4T INTHd

(N)$YY LAGNT 5.0818 W INTH "L 1e62 ! QUL '8 INTYd
(VAATA LNGND 1,227 0 NP et Ly, P60 INTYd
(NIQIS (N t.0016 'L INELN L ISET L LY. 60 INTYd

A XN

(NT'N)$XtMd LNGNT

(NI 0L T = %I 404

.89 L INLLE L 867 L OU . 60 INTNG

(NIShd LNGNT 1,098 W INY.H L 9620V, 60 INTNd
N 10N]

W28 N6 QUYL SO INTHY

0822 009 & ! %[ 41

09£2 0109 0 = 20 41

082 0109 1 = X4 4!

(N) TMCY LNANT

L2600 INYL L AT UL 80 INTHD

(N)$Td3Y LNGNT *IN)$TIIQ INANI

(NYSTIE LNANT S (NI STEN LNGNT

W20 L8624 0. f80 INTHG

1001 =N¥04

S0 0500 L $6TE B0, 8T INTYC

016C 0109 £ = [ 41

0442 0109 1) 4f ¥O ¥ (%[ 3!

1 QNI

¥ = 04, (V) SQU00 BIYQ 1103 ¥O. INING MBHL O ( 2B 41
YIS AN ILUD (1T AZIA0W “tTIIN0S 0L QCY O HSIM NOK 00 -SISIXI AQYRYN TN0d. ININJ
0482 0109 ! = 93 40 1 = Y 41

0£S2 0109 *1 = X4 NM! G = %60 JI

(DS (D $vd " IXATA (DAIS' (9)T25°(9) INFY* () $171Q (D13 19 $TAN" (D $170T 19 8411 (69 $UT ' (€S 6 Xt * (D) 1T * (91 %5 191455 NIQ

$168 INANT S (NLY) LIH OMY L $62%. T114 KLIN MSIO LNISNT. ININd

$12°.35070. /¢4 LN

G INGNT PIH INGND N INGNI TSAS LNGND 9 INAN t.08°.'$17%.0u.'sQ INIY¥d

078 0109 *.J14 UIHO Md¥ ON StM XSIQ SIHL. INI¥d :e120.3507T0.°$Q INI¥d NIHL 2) (968! - ) ¥33d 4l

ore2

0182

L0507, 00 20 N340. 140 INIHG (T - (SED) NI ) 'SED) $LIT = $17 00N

$OH INONT . (NLH) ONU ASY ANU LTH ONY . X28°.03ATHO NI YL60 MY HLIM ¥SIQ ¥3UNG. INI8
0592 0109 1 = U3 N3HL 0 (3D 41

06£2
08E2



110

(N)$1d3¥ INTHG *(N)$TTI0 INING 0FCF
(NYSTI0] INTHG ¢ (N)STEWN ININd 025

W3NG 62 L TNNL 80 INTNG 15T

XIE 01091 = X4 41 GOSE

0958 01D 0 (M 31 00

XOL!=NU0d ORME

J0'1'7 NOW. 60 INTNd 08YE

2= 0403 2) (29681 - ) MF3d 31 0L
120005 P61 N30 90 INTEG  09vE

$671.000MN. {80 INTYA 0SYE

= (10} $IHOTY 41 0 IMGND ®.  CMIL Y IY SWILT 3AT4 'SCUOOTY 40 SNIISIT Y 139 OL HSIN NOA OC. ININd * JMH OvE
WOLN 00V

0191 QNS09 NHL 2 = ¥E0 41 0¥t

00%C 0:09 2 C XEU MO 1) %60 41 O1%C

1D LN 004T

AJI00M OL (2) BC IWLINGD OL (D)SSTHd. INIH 202 BYIA *1 QUIH 06EE

N OLIN 082F

AN fT1 + 5 =5 0LEC

18 (NI S¥H) $L4T1 INI¥d 09EE

(S) SYLA *(3d) GylH 0SEE

KL LN oveE

2=+ S =SNBEE = (344l 7L+ 3d=3dOREE

(Y1 'NN)SHY INTHA (S) QYIA *(3d) QYIH 0%¢f

(NNYXATA 0L 1 = X1 804 OIS

(S) INI = (NN)£SS 00%F

2=+ 5= 5HI INDISYD) SLIA INIMd 062F

(S) GYLA *(3d) BYLH 08¢

WL 0L

23T+ S =SNMLOC= ( 3dd G+ 3= 3d 09X

(XD 'NN)$XUNG INTYd *(S) BYLA :(3d) QYLK 0G2E

(N)XIY 0L T = NI 404 O¥2F

(S) INI = (NN)¥HS2 = 3d 0fef

T+ =5 YNNI 0RF

0/£ 0109 ¥ ) xf 41 of2f

0L6F 0109 0 = 20 31 002

(M)STAR INING *(LE) GYIH *(S) BYLA OBIE

(NN)$1110 INTHd (L) GWIH *(S) SYIA 081

(NN) ST INIHG (e} @UIH $(S) GWIA OLIE

(NN)STERN INTHA 2(S) AYIH $(S) GYIA *u (NN ININA (1) GYIH 3(S) @YIA 091C
(§) INI = (NN)XS 0GIF

08EE 0109 X ( NN JI O¥IF

¥+ WN DL WN = NN ¥0d OFIT

: WOH Sy = GIC IS X OL T = WN 804 €21
$1INING F(oF) UM (1) GYLA 'SAA INIHd *192) BYLH (1) QLA OIIE

$X ININd f (Y1) QUIH (1) QULA 84 INIMG ©(2) SUIH (1) SWLA 3 MR 001
W3 0508

0¥82 0109 0B0F

060E 0109 *DH 1XN 0007 OL T = BH ¥0J *.ST3GY) OM B31\3 10NN .'20'.=G3IULND Uita #. IN'Hd NI 20 (I 41 1408
090€ 0109 0 = 20 41 GL0F

IERERHED X1

$¥0 = (D$IEIL LN 0%E

000 0103 £8 ( ({T*IT*syD) $OIN ) 26Y N0 8% ) (U'I1°s¥D) $QIN ) ISY 41 0GOT
tsyD) N31 01 1= 11 404 OMOE

010€ 0100 0 = ) ($¥D) WA 31 OROL

0L0F 0103 0 = ($0) 31 41 020F

000£ C10S 2 ( (o) N3 J] ‘syli.. IAMNT 010

L0 SHILTHD 2 LT TSARYL MIINTL INTHE ST GYIA T GMIH 0008
$£0 = (NITATI] LY 0E€2

0£62 0109 L5 ¢ ((1°11'$20) Q1M ) 25U WD 9% ) ((1*11°6ED) $QIN ) 2SY 41 0862
($T0) N31 0L T = 11§04 OL62



I11

9 INTHY 20804 . fe621. 3 Tum. 'eQ ININ 32D ININD

0T NSRL) SLAT ININS 1O NSO $L0
%28 0209 (5°.0000000°T.) $L47

o3
08¢ 0109
020% 0109 9 = %80 4!

0822 61509 N3HL S = XB0 ¥O ¥ = XBD O € = %80 40 2 = %80 4

02L GNS09 1 = ¥d \GHL T = %80 4!

12000088 62! NG 4T INTHA
O%EE 0109 06 ¢ ((1'$EZ) $1431) 20 M0 59 ) ((T's61) L) ¢ 41

« 3o Y HUIM GONSddY N T11d IO MY ST IUWY04 TN QW 71 YIMD QILYMNIYD 0L SHISIY  (MAGTLS. S ONY ¥'E'2 SNOTLD 403 - (0D A9 SINOAST IULUNHLIS)
12000 WU 90 ININD NHL 2 = X2Y MO [ = o4 31 1x3Y LNGND taiff 3AIY0. INTM NBML WAe = ((1'SA) $LG37) 41
SLN/AY OIS 3O 0L 90D, INTHd

LIS s

0%6C 0109 2 ( x¥ ¥0 1) £ 4I
£ B0 OF AT H303E. (NINd

020% 0109 9 = ¥8D 41

089% 0109 9 ( ¥60 0 1) ¥8Q 41
X80 NI

1IN0 (B . INT¥d

WYSIT WOYJ STBRYY/ “SIM TIS INANT (S). INI¥d

ST LIQ@3 (v). ININd
LST3EYT DN (E). INTHd

STEY/YIY0 1103-YL0 HINCYHL SSYd N2 (2)u ININd
LSNOTLUYOND B3HY (1) INTYD S @YIA T QYLK

(y) $UHD = 0 W20 ¢

LNCILd0 MNIM. INTHA * FWOH * LXAL
NN

4674007, '50 INT¥Y
$621.3507, 80 INT8d

1o INTH G.G18°08 . *$E2Y L ILIUNL ST INI¥G NBHL § = X80 dI

b INING f.GTEY0N°.'4621.30THM. 'O INTYG 10 INTNJ *.08°08'. 8621 201U 40 ININ NIHL 2 = 04 I

T INI¥ 1.0018°0K . 8671 L 3L1HM. 'S0 INTHd
1 OINTNG 10808, T9E2E.30TuM. P80 INIBS NBHL ¥ = X0 U0 £ = x8D 4!

A0 te62E 3TN,
(B'((X)INMY) SHIS ) $1431 ININd ®
INIYd *
INIYd

'$O INIMd NBHL ¥ = %[ ¥O O (M 4T
N LN

L2508 LINYE YL 6T IL NN 4 INTHd
048N fe6Tt  TuTum. f e INTYG
S2G8 NS LG 3L TN e INTNG
OvE OL09 NBML 2) @4 41

(O (LNIO5) $HIS 1) $L43T INTHG ©,9G28 LN N1 6T, ILTHML 40 INTYS

I N
(11N $3 INIYd
(NVXATA OL T =TT ¥04

0678°. N1 LU L 1620 30 THRL 40 INTYY

(01N svY) $1437 INING t
(N)RATA INIHd *.o
(' LNQISH $¥IS 1) 81471 INING t.

(3*(NISYd) $143 ININd *
(NJRIY NN ¢

0818 4 !N .4 L 19674 L 3L THNL 90 INTYG
L079000, 0, 62 U TN 0 INTNd
ov18 AN L A6 LML f 60 INTHd
11N

(LN SXtMd INTHd

(21 0L 1 = 11 ¥03

088 LN YLt eR7E 2L TN e INTHG
2098 LNt L te62 3L Tum, te ININD
LB N6 3 TmL 80 INTNG
092 009 ¥ ) 2f 41

0%2€ D109 ¥ = %80 ¥0 € = 89 41
0v8 0109 0 = 20 41

(N) THCY INTY¥d

s LI TRED 9 R T4 7, ML 1T )4 T



112

(1'py = s
2+Q0L7=1¥0d

S 0109

MNOLUTOS FBIND ONe INIYD
N LXN

S02 NHL 0 ¢ ) (W 4l
T+ Q0L =04
140001 =¢ 404

r LN

% LN

(T-N+NY= DY
14Q0LT =N ¥04
T+Q0LT=[ Y04

n LN

2eAv ROl ReOL
A LN

(=M X eAt O0L= 0L

(T= v XA+ (ML= @+aWY
1+00L 1 =Yu0d
fte |

012
So2
002
S61
061
[3:04
081
INAS
ol
ot
[:14
oSy
oSt
oyl
ovl
st1
ol
[~
0
su

(T-0 v X+ (DY = (DY 01T

T+40#2012="0¥04

Sot

A/ X = A00T

10a=Xe INTYD SLLTISWY) WA = X NBHL 2 = 1 41

S5

((11848) WA = X 06
(M24e=0a INT¥d XA = (MUDSTUQ WA = YA 88
M5 =148

(M5! =N L 'ME=M, INI¥d 99

Y1300 1 =MNY¥0d S8

NI NHL2 (M J1 =04
MUY 271 LXN €8

T INI¥d .00l INTHd 18

¥ 8nS09 *yLd = (Y 08

o
o)
-
[9)]
%
Mo m LN 6L
v 00 0109 NBHL JQIS. { ) (1 + DSIMI QW T CHLD 4T 8L
e no 1= (MIDASIT + YLD = ¥ID 2L
N O 600100 30, = (1iswy QW 2 = 1 41 9L
IR 600109 «#0. = (11$vd QW [ = 11 41 L
4 62 0109 30 = ¥1J NBHL 0ISs ¢ ) (1I$1W 41 L
m £9 0108 . 3714 NI SIS JAIINOINDD ON. INIHd NBML 10 =141 L
— WU T=1w4 L
| 1801091 =1100¢=%0J] 69
m 190092=11 QK2 =x9 41 L9
= 0=H99
2W =N 9
R 09
(412 /7 OSKU) BDS = QS NBHL L01S. ( ) (T + DSIMT AW 0 =d 333 S
QIS & 10N SI INIOJ AX3N 31 MON 30630 N ONIW BGH * (£) LN a=a Tt LN INTHD 7070 = MISI0 = MiN / WS = (TYLANTT + [ = [ NBML WS, { ) (1 + DSIE A1 0§
ARY NI INTOG 1St 1Y 41 AW QALNJ3 M3Y $09 QU09 (F) LAN*a=a 0! L3Ns INTH 2070 = WNSI0 = ¥:M / WIS = (FILAUN'T + £ = CNFL 2 s 1 41 ¥

(D L] + WS = WS OF

0 SNOTLHY NI SALS J0 & 3HL A (30IAI0 U HOTHM (L) SOILLY O3NS 40 IMSH ML ST LAN W

s

MO 4 NI SIS 40 ¥ AR @IAIQ 38 M) SOLIY WS LML 05 (MR SI 605 MIL K3 TIINDRINI ST H MR 1 + ) = W OF

0vL2 0109
[ 1XN :000£ 0L T = T ¥04
0892 0109

2
v
[

(v) syH) =80 Sf

IH

o1



113

T+ W= WY 0B

YIB0 40 Y008 Y ONIONIOKENS SLRON 40 30U HL ST LW M3 S8

(- DIAMNLL=ET - 150 130NN INTNG 072 / LLDILAR + (1 - D)LAND = (00 LIONN 08%

T4 0= W0 (1Y LN = (W00 LN NBHL LS. ( ) (ST OW 1 = Wi 31 Sl

STIGRS S0 A0S B INIONIOHANS SO1S 30 SHIOT HO4 SINMIM 139 0L ¢O0 SIHL W *F 0L 2 = | ¥4 0Ly
1= 00 0%

1IN 0%

(DY .=Y208, INIYd LS

1@ v HDINON # OSR) + (2 (MM e2d e (Do Id ¢+ 0d) / (2 (1MIAS))) ¥DS = (1)Y3S STy
QsuM = (1'71)05 NFHL Q54N ) (11ID0S 310Gy

09% 0109 .#0. = (v QW 2 = 11 41 Ol

09% 0109 .#0. = (DISyd OW 1 = 11 41 0w

SA1S 20 d049 IST BOJ Q1D WO QINNLIY N3INGD L/H/M SALS TN ¥04 QLGN "LISN3S LST d00T SIHL W38 20 0L 1 =1 404 00V
(=03 W 10 = d ST

0°001 # QSHW = ASUK 26C

10" = OSHW NGHL 10° ) QSuM 41 06€

5wyt . =0SWY. INTH P (HLD / OSIY) HOS = OSWY 98F

OSHW* o=0SHM. ININd (YLD / QSHM) ¥BS = OSHM B

1 LN 082

WOLURN LE

A2 Ad NIQIALQ A 3NO0) (ESYEINT 38 TWIOHS JANMD ML W0HJ OVINLIY Sy SIHA NOTILYLNIOND ¥IHL “ALIATLISNIS NI 00N SIHL A9 QLD34N STIOWS 0 dNOHI ANY HO4 - 1 NoHL SST) 3 TN LD NHHL (3dd040 StM ALIAILIONZS 41 W3M G%
(v UDLRD - 1)) + 0o = (9 ¥5F

2 UDN /7 (1')0S) + QUM = OSHM £9E

L9€ 0109 (412)%SD (1 41 190

OF 8NS08 *(DIAT = (NX0: (DLMI'e=LI. INTHd OB / (DK = (1) LD 09F
I9F 0109 6F

095 0109 OVISIDN = (DSIDN 41 BSF

(XF)XST = W LSF

NI QL T = W0 803 3T

(2 (1)2Y) # 20+ (1)JM # Id + 0d) / (1)DY = (1IN GBF

(D a=0a INIBD S((DSY) WA = (DI NBHL 2 = 1 41 0SF

((Dsyd) WA = (DR S

08 0109 .0, = (1)$¥4 QW 2 = W1 41 OV

0B D109 o#0. = (1)$4d ONY 1 = 71 41 BEC
WOLT =1¥04 OFF

0= [10 = H0°0 = WSO = XX0 = dif 1IN OFF
2 INIH PR+ Q' T+ MM =2 NBL 2= 41 6X
Id INI¥d f(2+ Q"1+ DY =TdNML T = [ J] 0X
f.244300 7O INING SIE

a0L1=ru04 OIF

0d INI¥d SOE

(2 + Q'Y = 0d 00F

L.IMISNGD . ININd 062

INTHd 062

[ate

LN R

I ON @2

(0 & 7+ (1Y = (1'%Y 022
240011 =144 SR
(t'wy - =10®

082 NRHL [ = ¥4l o
T+00L 7 =X%¥03 0%
10N o
'ng e 1= (1'ny o
2+00L1=1y04 o2
(r'ny /11002

I UM 52

S = (I'MY 02
(I = ('Y §12



114

111 14 d ML 06

0= dNHL R (ddl %8

1'9 1y G R0 888

026 0108 ML 0T )Y 141 08
025 D109 NBHL 2 = ¥ 41 2.8
1LY 4T R0 98

02 - d315 0 0L 0¥l = 1304 %8
V2=XNHL2 =Y 41 @8
1007 =Y804 oVR

0°02 0L 0°6L2 107 0°'6L2 OL L81'6L2 10T0H :2£1°622 0L £1°02 107 *LE1°02 OL 0'02 L0H 269
U =TWS 6 OO 428

AM 918

L= diLl = WiNED = ASO2 = X 808
0 =104 008

0'20891 - IM0d 1066297 - MO :0°[6291 - IHOd :0°v0FIl - IOd 00L
1614007, 40 INIYd
$61°.3500. 460 ININd 29

29 INANT :Td INNI f0d LNONI 009

(13678 0u 4 9674 00 60 INTHd

0992 0109 AN 1X3N 10001 DL 1 = ON ¥DJ *.3NO0 AISNOIARG 1ON NOISSIO. ININd :$61'.350T0.%¢0 INI¥d
99 0109 1. = $SH 41 854 LNGNT :.818'08". 62 QUL I8 INING
L0GE7'. 44671 N30 40 INIYd

1281.0" 18621 0NN 80 INTYD

0% =035

A0°'12'NON, 80 INTHd

2001 =1 404

00L 0108

0 t4d

$61¢.4007. 480 INIYd
674,350, 140 INI¥d
1o ININD (uBTB'0K . !$67¢.2UTHML 80 INTHG 86
IT LXIN 1y + DN = £ 268
(11)%6D INIHD *xomé'.8°08 . ¢62 . 3LIUN. 180 INING GEG
Y1201 1 = 11 304 %68
(M)%6] = M €65
H1D INTYG 1t 0N o 2662 a3 THML P80 NN $9T + OB = XVMIQSWY NN SxyW!.8°08°. 16621 3UTNM, {60 INIYG 100 + (11387 = WM 268
3d INTHG *1d INTHd t0d INING : (O1)x87¢.8°0u°. 862¢.311UM, 60 ININE 06

1 LN G8S

(1VX0 INTHd 2OM%91E.8% 1ty L fs61 31NN, te0 INING 0BG

(Y305 INTHA ¢ O xeTta@'. 10,4 46202 THN. 160 INTHG  SI6

o2 =33 25

(v ((10H0S) $H1S ) SLITT INIBA SOD%07.8' 1YL 14620 JLIHN, 140 INT¥D
[§8% Yo WTHERIRNRISD o t: MR LITAME TS AN TR 1T, 1 QTN €1}

10011 =11Y03

0687 . E967¢ NBA0. 140 INTYd

614,00 N, {40 INTYE

012 'NOW. 180 INI¥G

$A INANT $.39M01S 0438 INTINGD OL AN AMY LIH. INING
T=t

1 LN

(D)ONON! o <ONON. INTH S(1)TATY & (TIONON = (X3 CCCLISTIEE) WA« (COILRIONN / (I)DNONY) = (D)DNON AGHL LS. () (DSR4l
Taf=[ NHLLOS. () (14 14T M L@1Ss = (1¥$ION 4T

OV 0109 40, = (1)$¥d QW 2 = 1 I

OVG D09 o#0. = (Dsyd OW I = 1 41

S 0Ie9em=1 41

LN ¥3d0Hd KL AG INIQIALO AG (NGISSY S1 ONON M3N Y ONY GNS b 01 S309 3NMA ‘CINSISSY SI [ 30 ITWA Y3d0¥d SHL NIHL TS BUTSY 4 ST 1T 41~ 10N N0 Q1S Y SI TIdS 41 SINIRNILN 007 SIML  W3Y 20 0L T = I ¥04
T= [ NHL WS (3 (eI 4l
0=1%06
(FYLUN = (W) LN NHL QLS. ( (ST 41 008
TN oy

g

§8%39344%

o
=
@

g3

<
&

FE8YNBYIANAARRY



9420 =20 05T

08120 Y (IF - ((1'1°630) $OIN ) J5Y ) MRIQ G¥ET

($2) N1 OL T = 1 404 OvE1

6%2 = 2X OFE1

| @Le

942 =2 Y

05T'20 18 (If - ({T'1°$H0) oQIN ) 264 ) MRQ 01

($H0) N1 0L 1 =103 GIfI

0FT = 21 0181

FQLE T

L+ =22 00f1

01'2X 14 (1F ~ ((T°1'$61) $OIN ) I5Y ) MM 62

($61) N31 0L 1 = 1403 0621

I LN 0821

(A# 1 -9EN INT 2+ MN#& (V1) #2d+191d+0d /D) INI LOWH 0821
AL QS AT DL T 31804 Q21

19 = MIt000S = Al ££2!

(S'$20) $L4T1 = $40: (L2 -~ 000LS) # 20 + 000LC # 1d + 0d) / 000/)} SIS = $50 221
(C'80) SLI = SKOT(L((2 v 00SER) ¢ 2d + 00SB2 ¢ 1d + Od) / 00SB2)) $HIS = $4D 992!
(112 v 000/S) # 2d + 000/ # Td + Od) / 0005) / 6852 = N:9CK200° = A SR!
Q2T OLDI 01 = MIt059 = AI ¥321

(S'$40) $L4T = $00(({(2 ~ 0°00L) # 2d + 0°00L # Td + 0d) / 0°00L)) $4IS = $0 £921
(S'840) $L4371 = $HIT((((2 v 0°0GE) # 2d + 0°0GT & Id + Od) / 0°0GE)) $YIS = $HD 191
{112+ 0°00L) # 24 + 0'00L * Td + 0d) / 0°00L) / 6°¥G2 = NIO02" = A 0S21
6921 QU9 2 = 1 41 (G2t

051 = i1 =TWIS 521

1 LN 9T

LeX =X 8900

651K 1Y (1€ - ((1°1'¢Q) $QIN } 259 ) mMRQ 031

(s N31 0L 1 =1¥04 201

£E1 = X W11

1IN %U

LY =X

OL'X 18 (1€ - ((1'I'sY) $OIW ) 254 ) MRQ 0211

(W) NT1 0L T =1403 A1

JNOD. = $8 Y011

WYa = 49 9601

0 =L¥ 801

0 = X 060!

¥ LN 201

I 1IN ¥301

IERER K V)

91 =104 B¥0!

0GI'C + 1 1Y 61 MNT NBHL 62 = ¥ 31 Ov01

0G1'C + 114 61 A0 NI 62 = ¥ J1 2001

0GT'C + [ 1Y L1 MYQ NBHL L2 = ¥ 41 4201

0S1°1 1y 81 mRQ 9101

9501 0109 8001

051'1 1y ¥ MRID 0001

9101 0103 NHL 32 (¥ JI 266

0 =108 v85

Y01 0109 NBHL2=¥ 41 96

¥901 OL09 :A'1 LY ¥1 MRI0 8%
¥301 0109 NHLOZ) 1 41 0%
99 dAUS §92 0L 21 = 1 ¥04 266
0=ANM 2=8d1 W6

91 =10y ST 0L T = ¥ ¥OS 9E6
¥ LN 8%

T LN 0%

T+d=d2i6



116

1=t NHL Ne = (1'SAD

I LXN 3070 = {11y 0662

£1007 =144 0852

(1001) ¥ST NT¥d *96'21 I0d 10011 ]Od :9L°01 O 0161

0852 0108 0061

(1011) ¥SN INI¥d NMLO=J QW 1 =8O I =¥ 31 081

(IT11) ¥SN INI¥d NMLT=0QW T =80W I =Y 31 0%T

(110T) ¥SN INJbd NGHL U =D0W 0 =8 QW 1 =Y 31 08}

(1001) ¥SN INING NBLO =DM O =8 OW T =Y 41 O¥T

(1070) ¥SN INIYd NFHLO=DOW 1 =80W 0 =Y 41 Of8T

(1170) HSN INI¥d NHL T =20NW 1 =8 @0 =Y 31 091

(1100) ¥SN INIHd NBHL T =2 OM 0 =8 QW 0 = b 41 0181

(1000) SN INI¥d N1 0=20N 0 =8 QW 0 =Y 31 0081

9621 30d 10031 O 3L'01 D LI

09L1 009 1 CJHOOY 341 out

3 INGNT 3.0 Y04 FTBA H3LNG. INING L1 GUIA fU QWIH 09LI

O¥ 10031 (48D 0) @41 o8L1

8 INGNT .8 04 TTHA BING. INTHd 91 GUIA ST QUIH OwLl

$1437 41 SsAN ANGNT {. FNIINGD OL HSIM NOA 0G-SITHARIG 40 2 3d NO LT, INTHG i¥1 QWL ST @UIH NIHL T ¢ ) Y 41 out
0110l T (WH¥OO) Y J1 264D

($9) WA =¥ 1Lt

0161 0108 wu = $30 4] OELT

s, LNl 02L!

WY 404 ITRA YIUNS HO SYILIAAY INTUHMD LA3IM OL (D) LIH. INTHG 391 GHIA BT @MIM O1LI
(1.0 SN WY SYILIMAGI INGINND. ININD  00/!

»1 1076 N1 D310 H3UINING Y DL 3NL20d. INIHd 11 GYLA °1 BYIH 069!
SSYINT TINS Y HLIM SIIHARS 40 T 06d. INI¥d 01 GYlA :1 GUIH 0891
SIS SNY3H o (TTOTIHSN INIMd« ONIdAL. INI¥d 6 QLA 1 QWM 091
WL 0L 1) 107 HAUNIHG=G. INTHG 59 SBLA 11 GYIH 0991

o CANI=1Y°934=0) 3dAL RINLIId=D. INIHd L 8YLA 1 YIM 0G9T

(3 TIMS=0) 371S=8. INTH 19 BUIA I1 BYLH 091

. (2 30Ud=1'T 29d=0) 3d STHIH-Y. INTHD 'S QYA I1 @YIH 09T
LMOT3E (36142530 3y SNOTLONTSENS @°3'a'Y M GHAUNG 3 LS «(QOBY)NSN INTYd .. ININD i€ GWIA '1 GUIH 0297
SNOTLONTS (BS0e HL 35N LSTW 0A NIRDS SRIH 4 INIA OLs INIBG *T YA ST QWK 019!
HH 0091

0161 0108 T = x4 41 08¢!

0852 0108 € = xf8 31 081

00T 0105 £ ¢ X4 ¥0 1) %04 41 0961

208 LNANT T QYIH %2 GYIA  0GST

JINILN0Y HUIM JINTINDD (£). INTHA 392 QULA 1 QYL OFS!
SNOTLOWASNT MITA/LRI0S INTHS OHD (). INTHG €2 @YIA f1 QN 0!
L1070 INBHNMD INTH-(1). ININd 22 YA 1 GYIH 0161

=000 =2:0 = €1 = 4 GOG!

WM 1L 00s!

Xd LXN F000S 0L T = Xd 404 0B¥!

it s

9+ 30 = 3 OFWT

COT'IX Iy (I€ - ((1'1's2d) 01N ) 2 ) MNQ 82v1

((2d) s41S ) N31 QL T = [ 404 GRvl

01 = 3X 2!

1A 0241

9 ¢ 3t = 3 0141

SLVUIN 1Y (T - ((1'I'$1d) $QIN ) 35U ) mRyg 00¥T

((1d) $¥1S ) N31 OL T =1 403 S6E1

01 = 3x 287

TN 0681

9+ 31 = 3 CBEl

ST 1Y (IF - ((1°'1's0d) SOIN ) 25U ) MR 05T

((0d) $41S ) NI OL 1 =1 ¥04 G951

01 = 3x(2d) YIS = $2d7(1d) $Y1S = $1d:(0d) $4IS = $0d 09E1
TN 9SeY



117

$61¢.5007. 40 INTHG $67%,35070. 440 INI¥G 11 LYW
(I1'2005 INGNT *v628 . 1T w660 WO, 80 INIYG
N LN SO I U3 LNGNT

(IDXATA OL 1 = W1 804

BT 0URYL 80 ININD
1862103 80 ININd
AL LXN SO ID sXd 1A

(102134 0L 1 = WI ¥04

008 TTELE L o6 QYR 8T INTND

(111 8ed 1NGNT .088°. 411 an L Y62t LOu3. 60 INTND

(DX NGNT 5, 228" 2 T Y G o620 Q3N 6 INTHD

(11)IMTY INGNT #2598 'L 1140 L te62 L OURL 19 INTHG

(I1)$1d34 LGN LT S$IIQ LAGN!

DS INANT S (11 STERN 1NdN]

W28 T 60 QUL 80 INTNG

10007 =11 404

(DRI (TO)XATA' (10)$ 138 * (101025 (1O) QIS * (10)8%d * 1102005 *(6* 101 $XtMd (6 TDY S * (1) TATY (10 sty * (T $1710* (1D $ TENN " (101 $1 T WIQ

NS HIT Y3 WO 0350 N30 StH NIEHD 41 06697 1y K0T W 0122 0109 106897 = N1:$62%.35070. 40 ININd N3HL 06E9] = ((SOT) M33d + 962 ¢ (901) ¥33d ) 4 W
’ G2 0109 .34 NI §736H7 40 & = LON SQHOIT uib0 ¥. INING :¢61%.35072.'s0 IN18d N3RL 20 ( ) 10 4l

S2 0109 *.3NILN0Y HIIM AINIINGD O GNOOR NI ST3QUT HONONI LON. INIHA *$67°.350710.140 INING N3WL 1) 10 41

G2 0109 *.13A SOHOIIN YIBA ON SUH J114 SIHL. INING 7$62°.35070.°60 INING 3L 1) 20 41

9 INGN] ,B9°0 . 662} QUL 190 INIYG 120 LNGNT 1.¥8°08°. 862" L0030 80 INIED 11D LNGNT *.08°'08 ‘. '$EI%.0U3H. 80 INTHY

G2 0109 *,5OH003H YibQ/T3GYT ON StH JWUN 014 SIHL. INIYd 1467%.35070.'$Q INI¥d N3HL 2) (29681 - ) Y34 4l

1284.0°0687°. {462} N3dD. 40 IN1Yd

$67¢ 0N 40 INTYd

0£82 0109 3. ( ) (1°¢62) $LHOT¥ JI

0£92 0109 6 ( ((1'$61) $1431) 250 §0 G9) ((1'$61) sL431) 286 4l

0F82 0109 2 ( %24 ¥O T ) XY 41

12U 861 INGNT *o (T3 Y160 QLY WD SIHL HO4 (D¢ U HLIM QN3G WONTTIJ YLUG M 39 LSTW  JWUNTTLD) ¥ AIHO ONY TV14 90 N ¥IDG. ININd

¥4 .0 0L, '4Q INTNd

0882 0109 N, = (1'sA) $L430 41

(T1)8% LNGNT $.0818° . T1%. 0", 467" JQUTL 160 INTHG * (TUIKATA INGNT fuzs1gt,t
(I'10S (NGNT £.0418°%!

0L1g

(v) $4H = 40 0562

0082 0109 NIHL 2 ( £3Y B0 1) X2¥ 31 TRy INONT ‘. #3AIM0. INI¥D NBHL «Ae = (T'$A) $L4TD I

$A LNT 100303 BUNITLS 3LHI0T 0L S0WLWD. INING

532¢ 0109 § = w0 31

092 0109 NIML G ( X0 40 1) w0 41

W LNAN]

LMD (S)e INTHD 1L ML 1 QYIH

LAJDOTHH/ 10T NOTLEHAI WD (%) INIYG P9 GULA 1 GUIH

NOISSRO 1 NOTIHHGI MO YUY (D). INIKD G GWIA BT SUIH

MNOISSROR 1 NOIIWHAI D IH (2). INIH ¥ QYIA 1 QWIH

NOISSIW 1 NOTIGHAI ™D U34Y/LH (1), INIHG € QYA *1 €YIH

. SNOTLAD MNW. INI¥d 2 QY1A T GULH * WWOH ¢ WTD

SHOLIZS € 'dtf 0 HLONTT HO4 9142 1Y (3OW0T W G0O¥SZ WO .0009%Y ‘180 SIMIH'NOSA M08, 80 ININd
19621 IM0d 100'11 3M0d 192°0% 30 WBY

VESE HWIMIH 2952 ¥ ((9G2 / LYB9T) INI - (9G2 / L¥B9F)) '2(2 3W0d $(9G2 / L¥GIE) INI '£F2 WO :.10'.%.L¥B9EY ‘44dd (Y08 '80 ININd
10, 1.480914 '2201d QW0 E.tsd INIY WY

$AA NI

JINLINGD QL (NLH) @8 A3¥ ANU LIH W 1 3ATH0 NI FE0°SIHIHNOSA3/MEYL QMG HLIM ¥S10 ¥3DO. INI4d
RN

MUY ¢ L0aL

N LN

0992 0108 % { ) P 3l

0 = 30 = 2070 = XX*Q = £WHI0 = WRIQ'0 = OSWYi0°0 = QSuMi0 = M0°0 = 510 = ¥1D:0°0 = WNS0 = W0 = [ 052

T AXN
LN

0v32
0£92

0°0 = (111070 = (£'DY 02%

g0L1T="H03
L0L 1 =140

1%
00



118

o3 o

$671.0007. SQININD WY 5FeF

$67°4350T04 ¢ SQUNTHD WY OF2E

(9) SHHD = 0 SR

ov2 0108 OZE

COANS0T NIHLE = X0 4D 2 = WO MO 1 = AW J1 oleX

089 8NSD9 NGHL ¥ = W0 31 00

082 = (161201 = (1IET002 = (¥FV02 = (1NAGNE = (IXINBOE = (111262 = (A1HR = (NIVV0R = (VNG = (1NATNEZ = (212070¥T = (11407 O6IE
UOIXE (OIS (10 (8) L (8 L) (ET)G (ST) LAINN" (ST) L8N 0 L3 (0£12* (30) NN MIQ  OBIE



119

Report Program

(NYX20 INGNT .20 L ENLH 'L 40624 00. 100 INTYG T INIHESZD ANANT £,2628°. INE.H . 4621 .0u3u. 180 INTHG ¥ (NYDNORN LNGND ¢

(N)RATA LNaNI

()X LOONT 2a00E8 NSl 'u 4671 LOURL 160 INTHD © (NIYTDS LNONT £.9228 " NEH L1670 .U 190 INTHd ¢ (N)ONON LAGNT

(NYQTS LNANT

fLNE N 6T L OY3Y. 8 INTHd
L0928 4 INt Y L1867 LOU3, 180 ININd
ERO AR TERTART T AN 2 TRL T U

046 0108 § ( ) X80 31

RV A L ML T TR T T

AL LON

(N *NY$Xthid LNANT

NXI3Y 0F T = N1 ¥04

008 L INL YL T YN, 80 ININd

(N)s¥d LNGNT 1008 'uNE, 8 ‘o te62! QU 90 INTYd

(NIXT3H LNNT
128NN L4614 QYN 40 INTNd
(N) MY 1NN
208 NG 62 QY 9 INTYG

(N $Id3 LNNT * (NI$TI10 LAANT ¢ (NDSTOET LNGND 2 (N)STEN LNANI

W28 NG 614 0038, 40 INTYd

08 0109 NMLS () %80 ONJ v ( ) X80 dI

20LT=Nuyosd

AL LN

¥+ M = M AIES LNANT
1H°.8°08 . {6678 . 0Y3. 40 INTNd
N 0L T = Al B4

082 = XA LXN

¥+ 0N = DME(ADO3 1NN
omt.a'o8’. e8! . M3y, 80 ININd
01 0L T = Al H04

201 = WBIEN INGNT 49528 ‘0N te67¢ JOUHL 280 INTND

0N INANT £.9:8'08 . *$61¢.0Y3Y. 140 INI¥d

£L NGNT $.0v28'08 ‘L 14611 OY3Yats0 INTYA 0L INANT *.098°0N‘.'s62¢ .00 480 INIYd
Sd INANI i¥d LNONT Ed LNNI $.0028 ‘08 ‘. t$61%. 0030, 40 LNINd
20 INGNT t1d INANT 10d LNGNT 1,028 ‘08 °. 4671, Uy, ted INTNA

8¥8 0108 S ¢ ) %80 4l
14.0'0067". 14671 N3dD. 140 INT¥d

(D)Y3520°(9) NN (9) X0 (9) XA (9) NN (A1YTS (RS @) $vd* (D KATA' (91T (B) 025 () IRTY* (4110 (BN 81 * () STHN* (D ST (D $v0* (69 s 169 s XLMd *19) 21T *(9) %S * () 4SS WIT

$62¢,350T0. 40 INT¥G $$54 INONT ©.818°08 ‘W 867,003, 50 INIU *SATY LNNI :.C18°0M".'867¢ Q¥R

8674 00NN 40 INND

000£ 0109 N3HL o1. ( ) 54 QW S = %60 dI

000€ 0109 *.INOINTNG HIIN FNTINGD OL 2SO NO ST3GYT HO Y160 HANON3 LON. INIHd N3 ¥ = 180 OW O = 1D J]

000£ 0109 .INOININA HLIM FNIIND OL JSI NO ST3Y) 40 YL HONON3 LON. INIHd NHL § = %80 QW 0 = 10 4!

000F 0109 *.LNOINIYG HLIM FWIINGD 0L JSI0 NG ST3EY B0 Y150 HONONS LON, INI¥d AGHL 0 = D 4l

L'80 ININD 9 INANT 2.08'08". 's61 0. 60 INTHD S20 INANT *.48'0H". 662 0H3H. 90 INTHd 318 LNGNT 2.08'08". 14671 .03 140 INTNY
000£ 0109 . AN LOFHHOD ¥IING - TT14 YIBQ MY ST SIHL. INIYD :$62¢.35070.40 INISG NBHL .4 = S 41

SO LNANT 1.0018°08 4t 862¢ JOU3Y H90 INTYd

000F (109 :.NOTIUWHONI ON SUH 1[4, INING !$62'.35070.$0 INTHd NBHL 2 ) (29681 - ) )X 41

000 0109 *.301J Y140 CUYTO WD ONIGY HOJ LtWI04 JAN LTIMOONI, INIYd 1$67°.350T0.'80 INIHd NBHL JJu ( ) (1'61) SLHSIN 41

32404400687 4614 N300. 40 INTHG

L TE ]

8l LN
614,350, 40 ININd
W0+ INI¥d

¥G914.8°. 0140 o 14621 W3LINML 80 INTVG

1840746614 N30, ' $0 ININd
L

$31 INGNT 3. (NLYHY QNG ATY ANY LTH QWY MSIQ 43A0 NMOL. INTHD NJML (1 + (RIIX3QIST) = 81 41

YN OL T = NI ¥04
90l 7T =4I¥04
[e]

FREIRABRER

g28

3333353833333 233885

8

e
sre
£
me
ore
002

026€ 0109 *(¥) $§HT = ¢Q¢ LAl |



120

$611.3500. 440 INIHG *dd INANT TN INANT IN INANT P$AS LAGNT 9 LNGNT 1.0A‘08'.!s62.0Ud. 80 ININd
000€ 0109 o313 YLWI MAE LON SI SIxl, INIEd 7861'.35070.'¢0 ININ NBHL o4 ( ) s34 41

499714 LNANT 1.0014°08 . 1462 ¢ @3Ma 40 INTNG

1281000667 667 NGB0, f0 INTND

O00F 0109 :.Y1HG M ON SoM T13 SIHL. INIS NBHL 2 ) (29681 - ) Y3dJl W

000F 0109 *.1LAH04 N ONONM. INI¥J NHL J. = (1°$61) sIHSI¥ 4!
N

0 #ud

£1%. :5QHUOMILS 40 OSWRY. INI¥d

AL LXN

(ADE4 INIYd

Mot = Al ¥0d

AN (3508 NOISSTUO JtML SMHBONYIS 0 SHIDINN (MOON. ININd

Y, IND (3SYE NOISSTIO SOUUAWLS 40 4. ININd

Sdte * tedts tutedt. 38y - SU3LUMYA NOISSRIGW. INI¥D 1. . ININd

0Lty ISQUHAMILS 30 QSWd. ININd

AL LXN

{AD03 INI¥G

0N 0L T = AT ¥04

.IND (3500 NOISS9 IWH1 SQUUANYLS S0 SHIDIN QMOIR. INIYd

0nt. IND (3508 NOISSTUI STUUONULS 30 . ININJ

2t *atiate ! Ltodte tUIH - GHILIMHA NOISSIYIR. INI¥d

« « ININd

0012 0109 C ¢ } 180 41

N LN

NIl LI

SHY (NTT'N) St S HE sHESHE o sHY SHESH! SH INTYd

6601 0109 W11 ) (NSAIA dI

6601 BL09 tsHE ONIT'N)SU s INTNG

6601 0109 SH'SH ININ N3HL MIT ) (N)SATA 31

Y ONT'N) $XUM ! SHE SHE SHESH! SHESH INTYd

£601 G108 X1 ) (X1 31

01 OL 1 = MII ¥04

v o INIYd

(NS $H! (N) S¥ts SH! (NJQTSH$H! (N) $¥d? $H! (N) T sH! sHEsHisH!SH INTHd

8001 0108 .64 (N XR0% ) S eHEeH L L E 00 XOY ) L ESHESHESHESHY SHESHE SH INTB 1o L INIHESZD 0) W SoHESHE L (W (NDU30SE L) o L GHESH SHESHY SHESHESH INTHG 2o (uf NI ONDONE L)L foHEsHE L (2 N ONONE L) L fSHESHESHESHESHESHE SH INTHd
o o INING 2 (N)G2S0H! (N swtEdaH! (OIS SR (NI SH! SHE (N) TNCYESHE (N S T3 SH! (N) $1T104SH (NI ST 81! (N) STENNY SR INTid
180T 0109 G { ) 89 4l

8001 0109 * (NYGRS*SH! (N)swH'sH' (N QTS Y (NI swt sHE (N) THTHSHE (N) S TAT sh! (N) ST $HE (N ST sHE (N) STONNY $H INTHG
¥e01 0109 ¥ ¢ ) 190 41

» o« INIB fe o INIH

0L T =N Y44

« o INI¥d f. . ININd

o (414 NOLLITHNO0) of sHESH! o (ML NOTLIZNUOD) o S SHYSHESHISHESHISHEGH INTHG 24 (HU3 NGO N0S) o *SHESH' 4 (343 DNOD N0S) o PSHISHESH! SHE SHESHSH INTHG 4 (NDTLUNINZONGD) o ¢ $H! $HY « (NOTLOUINTONGD) . sHESHESH! SHESHESHISH INTNG
9101 0109 S ( ) %90 41

UMY QS SHESHELIH (0. SHISH 1N "G, PHE L DN FsHY L UYL fsHSHY L WG H INTSY

ST3H SHE LU OAY Y TR SH L LH O SHY 4 T Y L L Y INDLINTICL oK B3R SHE LTS {SH INTNd

iz

« o INIYd M7 INI4G *$I1 INIYd $61 INIHd (6) S¥HQ = $H (901

(101) $EHD (99) S¥HD (B9) $HHD {9G) SHHD () SUHD (30) SHKD (12) SWHD (1) S¥HD (1) $¥KD J0.(L2) $UHD ININd
1) $HD  ININd

T ®d

£E'SE HOd

$62°,3500. 40 INT4d

N 1IN

(1025 LNGNT *.vG28 L INY 8 "L 6 1Y 00 . 460 ININD

NI LN

NI NI

(N)XATA OL T = %I ¥04

0101

L0678 L INLE L 867! QUL 160 INTN] 066
(N)$WY LDGNT £,0818 4Nl 'a 867 .. 90 INTND 086



121

ot INTHG FovGOTEYE(PD YOI N 'L 867130 THM. 160 INNE NBHL 2 = 3T 4T
184.7". 4867 JN3A0. $40 INTHd

0922 0108 (FDXII () IN 31

O 0L T = [1 803

I LN

O4L2 0109 *$4A LNGNT *.INLH) QW ASH AMJ LIH QWY ¥SIC ¥3AD M¥NL. INIHD NIHL (1 + (10)23QISD) = IX 41
NG 0L T = IT 804

905 T = IN H04

1 LN

(CHAIVDIG INNT TNOILISOE AWML HD3 V7N MIN HIING. ININd NGML 1 = D1 41
0692 0109 NBHL 9  (TDXIRT 80 1) (PIIAII 41

(PRI INGNT 11400 MHOOY ¥ILE. INI¥D

LW 0L T = 0T W04

0292 0109 N3HL O ( xWH ¥D 1 ) LN 41

BONY LNGNT 2214 .NOTLA0 ¥04 2LTHMY3AD 0L 3XIT QMION NOA SANOOTY 0 & ¥IDG. ININd
£9£2 0103 1 = 31 ON 2 = %i¥ 4]

£9£2 0103 2 = 1 OW | = L1y 4l

20L T =231 804

S092 0103 NFHL € ( XL¥ 0 [ ) xi¥ 41

2LH INND tLHI0E (D). INTHd

LQH0IR NTSIC (@ . ININd

NOILISOd AL (D), ININd

L(WISH IMKD 0 3dAl ¥UNI. INING

000F 0109 NI A« ( ) (1°$1M) $1HGIY JI

$1Y LOGNT $oiSITIA FHL 0 AN 2LINM3A0 01 INIT NOA 0NN, ININd

0 #4d

NI 1IN

(DX IOV (SE 1qUL LT RIFH ) Axemd! (02 1861 (O TIRITIA (2 IQYL  INTHd
AN 0L T o= NI BO4

NOLLYI0T Wy3d, (S5 1YL Lo NtW W93dnt 102 )81 1.1 AWLH(2 EUL  ININd

(1) S¥HD INING i1 #¥d :€L'Ef IOd

e

AN LI

W1 LN

67,300 480 INI4d

(OIDXIIII0T LGN S COIDRIRIIAXG NN £ (DRI DD INNT .18 %L DO N L Se6 10 . U3, 80 INTNd
1447444674 N300, S 90 INTNG

962 0109 NBHL (AIDXIRI ¢ ) WIN J]

0N QL ) = KT ¥4

N1 LI

¥422 0109 1611 INGNT to(NLH) ONY ATH ANY LIH GNWY NSIO H3A0 MM INT¥d NBHL (1 + (A1)X3QIST) = WIN 41
IN¢ 0L T = N1 404

013NN 80 (NI

900 1= NI¥ ¥0d

HIT LN

1£22 0109 N3HL 9 ¢ (NIDIXO3YT MO 1) ONIDVAO 51

(W) XIRIT INGNT SHITE .8 OHOOZM. (NINd

BN 0L T = HIT WOd

1222 0109 NFHL 9 ( N ¥0 O ) XMW 4]

TN 1NN 1.QITRI 30 0L QN SONOOI AMM MOH. INTyd

0092 0109 NHL WA ( ) (1'sYAA) $LHOIY 41

$AA LN $ecSTTHA ISHL 30 LH0JR Y 139 0L HSIM NOA 00. ININd

000f 0109 002 €NS08

C2Z2 0109 NI 2 = X80 41 NI LYN

1222 0109 N3RI 8 { (NDXIQISI ¥O 1) (NDHXIAIST 4T ¢ (ADF3QIST LNANT
NIYL30IS NO & INIISNAL LSYT MG, INIud

N 0L 1 = NI ¥04

G122 0109 9 ( W ¥0 1) XMW 4l

N LNOND 2.iB150 Y04 (3SN 3yy ¥SI10 30 S30IS AN MOH. ININd

(8YYIT (814 * (3)207* (D) XATA (9) K134 19) XXthd * (N) XLHINS WIO

81z
91z



122

[1¢]

029¢ 0L09

0512 GNS09 NHL £ = x60 ¥0 2 = 180 41

02 8NS09 NFHL G = X80 40 ¥ = X80 ¥0 1 = 180 3[

X1 ANANT . HIDON dTOUE JS10 ¥3IN3. INING

$I7 LNONT .8 N JWtA HIDGE. INJ¥d

OVEE 0109 06 ( ({1°$62) $1431) 2V ¥0 S9 ) ({1's6) $1411) Y 41
OVEE 0109 NIHL 2 (%24 ¥0 1) x JI

L4667 INGNT ¢, (W00 A8 STONODS3S JAKWBA3S) § 3ATH0 ONY IRAGLS ¥IUNE. ININ
A2H'.0°90WIH0L 40 INING NHL 2 = 424 MO © = x24 J1 *9QY INGND f.i 93ADN0. INING NGWL oAe = ((1'SA) $L41) JI
$A LAGNT f.(N/A)¢ 3013 34007 OL B01Y3. INING

020% 0109 9 = %89 41

069 0L03 9 ( %80 O 1) 460 4l

198 LNeN!

oL100 (91, INING 20T GYIA 1 QWi

NOTIBYLINGONDD HLIR SIS ININd (G} INIMG 16 GWIA 11 SWIH
LSTR/SIMGH INIHA (¥), INTHD *8 @¥IA ©1 GYIH

QIO HOYI NI 3000 HOHHI LtW04 (). INTNA L G91A 51 GYIN
SNOILUWHOINT HIBA MY INTHd ()« INIYA *9 QYIA !1 QYIH

WSS ININD (1) ININd G GYIA 31 QYL

(4) SYHD = $0° WYTT0 :.SNOILAO NN, INIMd ® BWOH ¢ LYAL

NI N1 LXN f000£ 0L T = Q1 ¥0d

00520109 KR

o2

BN = BN G302

k) @te

IN LN

1 N

624,350, 140 INI¥d

CCTHII0T INTHG t(TTIITI XXt INTYG * CIEDIXIRING INI¥G *a18%,F (FDIXIRITE.Y L 1467 20 1EN 180 INTNd KL T = J1 4]
(CDEIIII0T INGNT T HEDXIRII UMD INANT 2XXd INGNT .18°. (M1 a1ty . 16620 .U. 160 INTNG NBHL T = T 41

€902
1922
0922
oSe
05LR
g2



1)

2)

3)

4)

5)

6)

7)

8)

9)

10)

11)

12)

13)

14)

123

Theis,T.L., Wirth,J.L., Envirommental Science and Technology,
11 (1977) 1096

Brackett,C.E., Production and Utilization of Ash in the United
States, Bureau of Mines Information Circular 8488, U.S. Department
of Interior, 1972

Talbot,R.W., Anderson,M.A., Andren,A.W., Envirommental Science and
Technology, 12 (1978) 1056

Minnick,L.J., Proc. ASTM, 54 (1954) 1129
American Society for Testing and Materials, Standard Method for

Sampling and Testing Fly Ash for Use as an Admixture in Portland
Concrete Cement, ASTM Designation C-311-64T, 1967, p. 243

Brink,R.H., Halstead,W.J., Proc. ASTM, 56 (1956) 1161

U.S. National Committee for Geochemistry - Panel on the Trace
Element Geochemistry of Coal Resource Development Related to
Health -(PECH), Trace—element Geochemistry of Coal Resource
Development Related to Envirommental Quality and Health,
National Academy Press, Washington, D.C., 1980

Swanson,V.E., Medlin,J.H., Hatch,J.R., Coleman,S.L., Wood,G.H.,
Woodruff,S.D., Hildebrand,R.T., Collection, Chemical Analysis,
and Evaluation of Coal Samples in 1975, U.S. Geological Survey
Open File Rep. 76-468, 1976, 503 pp.

Gluskoter,H.J., Cahill,R.A., Miller,W.G., Ruch,R.R., Shimp,N.F.,
"An Investigation of Trace Elements in Coal", from Symposium
Proceedings: Envirormental Aspects of Fuel Conversion Technoloqy
1I, Ed.: F. Ayer, U.S. Envirommental Protection Agency,
EPA-600/2-76-149, 1976, p. 38-46

Gluskoter,H.J., Ruch,R.R., Miller,W.G., Cahill,R.A., Dreher,G.B.,
Kuhn,J.K., Trace Elements in Coal: Occurrences and Distribution,
I1l. State Geol. Surv. Circ. 499, Urbana, Illinois, 1977, 154 pp.

Bern,J., "Residues from Power Generation: Processing, Recycling
ard Disposal", from land Application of Waste Materials, Soil
Conservation Society of America, Ankeny, Iowa, 1976, p. 226-248

Kaakinen,J.W., Jorden,R.M., Lawasani,M.H., West,R.E., Envirommental
Science and Technology, 9 (1975) 862

Quann,R.J., Neville,M., Janghorbani,M., Mims,C.A., Sarofim,A.F.,
Envirommental Science and Technology, 16 (1982) 776

Bradford,G.R., Blair,F.L., Hunsaker,V., Soil Science, 112 (1971)
225



15)

16)

17)

18)

19)

20)

21)

22)

23)

24)

25)

26)

27)

124

Bradford,G.R., Page,A.L., Straughan,I.R., Phung,H.T., "A Study of
the Deposition of Fly Ash on Desert Soils and Vegetation Adjacent
to a Coal-Fired Generating Station", from Envirommental Chemistry
and Cycling Process, Editors: D.C. Adriano and I.L. Brisbin, DOE
Symp., Ser. 45, CONF-760429, U.S. Department of Energy,
Washington, D.C., 1978, p. 383-393

Neilson,B.J., Grant,G.C., Anderson,G.F., Bosco,C.L., The Nature

and Extent of Trace Element Contamination Associated with Fly-Ash
Disposal Sites in the Chisman Creek Watershed, College of William
and Mary: Virginia Institute of Marine Science and Virginia
Associated Research Campus, 1983, 88 pp.

D’appolonia, "letter Report: Station Ash Pond, Yorktown Power
Station", Consulting Engineers Report to Virginia Electric and
Power Company (VEPCO), 1980

Neilson,B., Grant,G.C., "A Proposal to the Virginia Environmental
Endowment to Assess the Nature of Envirormental Contamination of
the Chisman Creek Drainage Basin Near Ash Disposal Sites", College
of William and Mary: Virginia Institute of Marine Science and
Virginia Associated Research Campus, 1981, 36pp.

Siudyla,E.A., May,A.E., Investigation of Shallow Ground Water
Contamination from Fly Ash Disposal in York County, Tidewater
Regional Office - Virginia State Water Control Board, 1981

Buckel,D., Computer Programs for Proton Induced X-ray Emission
Analysis and Reports, College of William and Mary: Virginia
Associated Research Campus, Newport News, Virginia, 1976

Buckel,D., Grant,G.C., Computer Programs for Atomic Absorption
Analysis and Reports, College of William and Mary: Virginia
Associated Research Campus, Newport News, Virginia, 1978

Hulett,L.D., Weinberger,A., Enviramental Science and Technology,
14 (1980) 965

Linton,R.W., Loh,A., Natusch,D.F.S., Evans,C.A.,Jr., Williams,P.,
Science, 191 (1976) 852

Davison,R.L., Natusch,D.F.S., Wallace,J.R., Evans,C.A.,Jr.,
Enviramental Science ard Technology, 8 (1974) 1107

Linton,R.W., Williams,P., Evans,C.A.,Jr., Natusch,D.F.S.,
Analytical Chemistry, 49 (1977) 1514

Dudas,M.J., Envirommental Science and Technology, 15 (1981)
840

Fisher,G.L, Prentice,B.A., Silberman,D., Ondov,J.M.,
Biermann,A.H., Ragaini,R.C., McFarland,A.R., Envirommental
Science and Technology, 12 (1978) 447



28)

29)

30)

31)

32)

33)

34)

35)

36)

37)

38)

39)

40)

41)

42)

43)

125

Fisher,G.L., Chang,D.P.Y., Jdrummer,M., Science, 192 (1976) 553

Vuceta,J., Morgan,J.J., Envirammental Science and Technology,
12 (1978) 1302

Turner,R.R., Enviramental Science and Technology, 15 (1981)
1062

Hansen,L.D., Silberman,D., Fisher,G.L., Eatough,D.J.,
Enviramental Science and Technology, 18 (1984) 181

Natusch,D.F.S., Wallace,J.R., Evans,C.A.,Jr., Science, 183
(1974) 202

Klein,D.H., Andren,A.W., Carter,J.A., Emery,J.F., Feldman,C.,
Fulkerson,W., Lyon,W.S., Ogle,J.C., Talmi,Y., Van Hook,R.I.,
Bolton,N., Envirommental Science and Technology, 9 (1975) 973

Coles,D.G., Ragaini,R.C., Ondov,J.M., Fisher,G.L., Silberman,D.,
Prentice,B.A., Envirommental Science and Technology, 13 (1979)
455

McKeague,J.A., Day,J.H., Canadian Jammnal of Soil Science, 46
(1966) 13

Chao,T.T., Proceedings Soil Science Society of America, 36
(1972) 764

Morgan,J.J., Stumm,W., "The Role of Multivalent Metal Oxides in
Limnological Transformations as Exemplified by Iron and Manganese",
Proc. 2nd Int. Water Pollution Res. Conf., Tokyo, Japan, 1964,

p. 103-131

Ferguson,J.F., Anderson,M.A., from Chemistruf Water Supply,
Treatment and Distribution, Ed.: A.J. Rubin, Ann Arbor Science
Publishers, Ann Arbor, MI, 1974, p. 137-158

Parks,G.A., Chem. Rev., 68 (1965) 177

Garrels,R.M., Christ,C.L., Solutions, Minerals, and Equilibria,
Freeman, Cooper, San Francisco, CA, 1965

Dreesen,D.R., Gladney,E.S., Owens,J.W., Perkins,B.L., Wienke,C.,
Wangen,L.E., Enviramental Science and Technology, 11 (1977)
1017

Theis,T.L., "The Potential Trace Metal Contamination of Water
Resources through the Disposal of Fly Ash", 2nd National Conf. on
Camplete Water Reuse, Chicago, Illinois, 1975

Beckwith,P.M., Mullins,R.L., Coleman,D.M., Analytical Chemistry,
59 (1987) 163



44)

45)

46)

47)

48)

49)

50)

51)

52)

53)

54)

55)

56)

57)

58)

59)

60)

126

Cox III,K.B., Bryan,S.R., Linton,R.W., Griffis,D.P., Analytical
Chemistry, 59 (1987) 2018

Furuya,K, Miyajima,¥., Chiba,T., Kikuchi,T., Environmental
Science and Technology, 21 (1987) 898

Rettberg,T.M., Holcombe,J.A., Analytical Chemistry, 58 (1986)
1462

Holcombe,L.J., Eynon,B.P., Switzer,P., Envirommental Science and
Technology, 19 (1985) 615

Lichtman,D., Mroczkowski,S., Envirommental Science and
Technology, 19 (1985) 274

Markowski,G.R., Filby,R., Envirommental Science and Technology,
19 (1985) 796

Schure,M.R., Soltys,P., Natusch,D.F.S., Mauney,T., Envirommental
Science ard Technology, 19 (1985) 82

Cabaniss,G.E., Linton,R.W., Enviromental Science and Technology,
18, (1984), 271

Conzemius,R.J., Welcomer,T.D., Svec,H.J., Envirommental Science
and Technology, 18 (1984) 12

Farmer,M.E., Linton,R.W., Envirommental Science and Technology,
18 (1984) 319

Kaufherr,N., Lichtman,D., Envirammental Science and Technology,
18 (1984) 544

Murphy,T.E., Christensen,P.A., Behrns,R.J., Jaquier,D.R.,
Analytical Chemistry, 56 (1984) 2534

Lum,K., Naranjit,D., Radziuk,B., Thomassen,Y., Analytica Chimica
Acta, 155 (1983) 183

Theis,T.L., Padgett,L.E., Jourmal of the Water Pollution Control
Federation, 55, (1983), 1271

Ellis,J.B., Revitt,D.M., Water, Air and Soil Pollution, 17
(1982) 87

lauf,R.J., Harris,L.A., Rawlston,S.S., Envirommental Science
ard Technology, 16, (1982), 218

Pagenkopf,G.K., Connolly,J.M., Envirommental Science and
Technology, 16 (1982) 609



61)

62)

63)

64)

65)

66)

67)

68)

69)

70)

71)

72)

73)

74)

75)

127

Taylor,D.R., Tompkins,M., Kirton,S.E., Mauney,T., Natusch,D.F.S.,
Hopke, P.K., Ernvirammental “cience and Technology, 16 (1982) 148

Garcia,W.J., Blessin,C., Inglett,G.E., Kwolek,W., Carlisle,J.N.,
Hughes, L. N., Meister,J.F., Envirammental Science and Tedmology,
15 (1981) 793

Hansen, L.D., Silberman,D., Fisher,G.L., Exvirommental Science and
Technology, 15 (1981) 1057

Jackson,K., Benedik,J., Jackson,L., Comparison of Trace Solid
Waste Batch Ieach Testing Methods and a Column Ieach Test Method,

U.S. Department of Energy, laramie Energy Technology Center,
laramie, Wyoming, 1981

Kopsick,D.A., Angino,E.E., Geochemistry of leachates from
Selected Coal Mining and Combustion Wastes, Kansas Water
Research Institute, University of Kansas, 1981

Naylor,L.M., Loehr,R.C., Erwviraomental Science and Technology,
15 (1981) 881

Rademaker,A.A., Young,J.C., Proceedings of the American Society
of Civil Engineers, Journal of the Energy Division, Volume 107,
No. EY1, 1981

Sadiq,M., Zaidi,T.H., Water, Air and Soil Pollution, 16 (1981)
293

Thompson,D.D., Allen,R.J., Atomic Spectroscopy, 2 (1981) 53

Webster,W.C., Jackson,K.F., Paule,R.C., Final Report-Phase II
Supplemental Ieaching Program: Analysis of Selected Trace
Elements in Ieachate from Reference Fly Ash, U.S. Department of

Energy, DOE/LETC/TPR-81-1, 1981

Hansen, L.D., Fisher,G.L., Envirommental Science and Technology,
14, (1980), 1111

Kopsick,D.A., Angino,E.E., Solubility of Selected Major and Minor
Elements from Coal, GOB and Fly Ash Accumilations, Kansas Water
Resources Research Institute, University of Kansas, 1980

Miller, J., Boswell,F.C., Journal of Agriculture and Food
Chemistry, 27 (1979) 1361

Silberman,D., Fisher,G.L., Analytica Chimica Acta, 106 (1979)
299

Zingaro,R.A., Enviramental Science and Technology, 10 (1979)
282



76)

77)

78)

79)

80)

Campbell,J.A., Iaul,J.C., Nielson,K.K., Smith,R.D., Analytical
Chemistry, 50 (1978) 1032

Cox,J.A., Iundquist,G.L., Przyjazny,A., Schmulbach,C.D.,
Enviramental Science and Technology, 12 (1978) 722

Higgins,B.P.J., Mohleji,S.C., Irvine,R.L., Journal Water
Pollution Control Federation, 48(9), 2153, 1976

Shannon,G., Fine,L.0., Envirommental Science and Technology, 8
(1974) 1026

von Lehmden,D.J., Jungers,R.H., Iee,R.E.,Jr., Analytical
Chemistry, 46 (1974) 239

128



129

VITA

Eileen Dowds

Born in Summit, New Jersey, December 5, 1956. Graduated from David
Brearley Regional High School in Kenilworth, New Jersey, in June 1974.
Received a B.A. in Earth Science from Kean College of New Jersey in Union, New
Jersey, in June 1980. Received a post-baccalaureate certificate in chemistry
from Kean College of New Jersey in June, 1981.

The author entered the graduate program in the Department of Chemistry
at the College of William and Mary in January, 1982. The author began employ-
ment as a programmer analyst with a laboratory automation company in February,

1984,





