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BIOGEOCHEMICAL STUDIES OF GOLD IN A PLACER DEPOSIT, 

LIVENGOOD, ALASKA 

R.J. Coel, J.G. Crock, and J.R. Kyle 

INTRODUCTION 

Gold is generally regarded as chemically inert at the earth's surface, and the movement of 
gold within sediments and soils has long been considered a mechanical process. However, there 
is evidence for the presence of mobile forms of gold in the surficial environment. Gold has been 
reported in the parts per billion (ppb) range in plants (Shacklette and others, 1970; Severson and 
others, 1986; Cohen and others, 1987; Jones and Peterson, 1989) and in the parts per trillion 
@pt) range in surface waters (Gosling and others, 1971; McHugh, 1984), indicating that gold is 
chemically active under ambient temperature and neutral pH conditions (Lakin and others, 
1974). 

Concentrations of gold are most commonly reported as total gold in soils and sediments, 
and there is little quantitative information regarding the chemical forms of gold. This 
information is difficult to obtain because of the generally low concentration of gold in these 
materials. A sensitive analytical method is necessary to determine gold in a certain fraction of a 
sample, for example, gold associated with organic material. Partial, sequential extractions are 
commonly used to determine the mode of occurrence of transition metals (Chao, 1984). Few 
such extractions are useful for determining gold's modes of occurrence, however, due to the 
unique properties of gold such as its ionic instability in most solutions. Therefore, controversy 
still exists over the most common forms of gold, other than elemental, in the surficial 
environment. 

An understanding of gold's geochemistry and mobility in the weathering zone is 
important to the interpretation of geochemical and biogeochernical surveys. The placement and 
extent of a geochemical or biogeochernical gold anomaly is strongly influenced by the mobility 
of gold in a given environment. Knowledge of the chemical behavior of gold at ambient 
temperatures should be considered essential to the design and evaluation of an exploration 
survey. 

One problem that has plagued both gold exploration and analysis is the "nugget effect." 
This is the tendency of gold to be present as a few particles in a large amount of matrix. The 
nugget effect may be minimized by taking very large samples in order to accurately represent the 
sampled population. By sampling plants or decayed plant material in which gold would not be 
expected to occur as nuggets, it may be possible to identify gold anomalies more accurately. 
However, the implementation of a biogeochemical survey requires an extensive knowledge of 
the factors that influence the gold content of a plant and its relationship to the gold content of the 
substrate. 



A placer gold mining operation in the Tolovana gold district of central Alaska was 
chosen as a study area to investigate the behavior of gold in the surficial environment. In a 
preliminary study by Severson and others (1986) on Lillian Creek, several species of plants in 
this area including labrador tea, alder, and birch, were found to contain anomalously high levels 
of gold. In the same study, water-extracts of soil samples yielded measurable amounts of gold in 
the low ppb range. This work suggested that the Lillian Creek gold placer deposit would be an 
appropriate study area to investigate the mobility of gold in the weathering environment. 

Soil and plant samples were collected during the summer of 1988. The samples were 
analyzed for a variety of chemical constituents in order to determine the distribution, and to 
some extent, mode of occurrence of gold in natural materials at the placer. Gold in plants and 
water-extracts of soils are used as a measure of gold activity (Lakin and others, 1974). The 
abundance and distribution of potential gold-mobilizing agents in the soils, as well as other 
elements associated with gold in these types of deposits, such as arsenic and antimony, were also 
investigated. In addition to the analysis of samples from the study site, controlled dissolution 
experiments were performed in the laboratory to investigate gold's behavior in the surface 
environment. 

The objectives of this study were: (1) to describe the distribution of gold in the soil and 
two species of native plants; (2) to confirm the existence of mobile forms of gold in the surficial 
material; and, (3) to suggest probable agents of gold mobilization using the results of both 
observational and experimental studies. 

GOLD GEOCHEMISTRY AND BIOGEOCHEMISTRY 

Gold and Inorganic Ligands 

Observing gold in soil solutions raises the question of gold mobility in the weathering 
zone. Due to their high oxidation potentials, the simple ionic forms of gold, Au(I) (+1.68 volts) 
and Au(II1) (i-1.50 volts), are not stable in water (Ong and Swanson, 1969). Therefore, gold 
must be transported as a complex ion or ion pair. To form a complex, gold must first be 
oxidized to a simple ion, and the strength of the oxidizing agent necessary is dependent upon the 
stability of gold complex being formed. Lakin and others (1974) have reviewed the stable 
complexes of gold at 25 O C  with a number of inorganic ligands such as chlo~~ide, bromide, 
iodide, cyanide, thiocyanate, and thiosulfate, 

Gold is a type B metal ion ("soft" acid) and is therefore more likely to bind to a type B 
ligand ("soft" base) according to the general rules by Pearson (1973). Although these rules are 
largely empirical, there is a theoretical basis for the observation: hard acids and bases have a 
tendency to form bonds that are more ionic in nature, whereas soft acids and bases generally 
form covalent bonds (Huheey, 1983). Arranged in the order of increasing softness and stability 
of gold complexes formed, some potential, inorganic gold complexing ligands include (from 
Renders and Seward, 1989): 



C1- < Br- < SCN- < I -< S203- <CN- 

increasing stability--------- > 

At ambient temperatures, atmospheric oxygen is an adequate oxidizing agent for the 
formation of gold cyanide (Lakin and others, 1974), but a stronger oxidizing agent, such as 
manganese dioxide, is required for the formation of gold chloride (Krauskopf, 195 1). Lakin and 
others (1974) reviewed these inorganic ligands and stated that in an oxidizing environment 
where pH values range from 5 to 8, only thiosulfate, thiocyanate, and cyanide ions are likely to 
complex with gold. 

Gold chloride complexes are cited by Helgeson and Garrels (1968) as the most important 
inorganic gold-complexing agent in natural aqueous solutions. However, the solubility of gold 
in the presence of chloride drops sharply with decreasing temperature (Henley, 1973). In view 
of this temperature dependency and the requirement of a strong oxidizing agent to form gold 
chloride complexes, except under unusual conditions, these complexes can be expected to play a 
limited role in gold mobility in the surficial environment. Bromide and iodide complexes of 
gold are more stable than chloride complexes (Lakin and others, 1974), but bromine and iodine 
are much less abundant than chloride in soil. According to Vinogradov (19591, the average soil 
concentration of both bromine and iodine is 5 parts per million (ppm), compared with 100 ppm 
for chlorine. Base metals such as copper and iron form more stable complexes with bromide and 
iodide than does gold, and will therefore be competitors for the limited amounts of bromide and 
iodide present in soils and sediments (Lakin and others, 1974). Except in unusual 
circumstances, bromide and iodide are unlikely gold complexing agents in the weathering zone. 

Several anionic sulfur compounds are potential complexing agents for the transport of 
gold at 25 O C .  Seward (1973, 1982) reported Au(HS)2- to be a stable complex at near-neutral 
pH values under reducing conditions. However, the weathering zone is generally oxidizing and 
the thiosulfate ion is more likely to complex gold than biosulfide. Webster (1986) stated that 
thiosulfate would be relatively stable under the mildly oxidizing conditions present in the 
phreatic zone, whereas sulfate would be the dominant sulfur species in the more oxidized soils 
above the water table. The tendency of sulfur to oxidize to sulfate in the soil limits the 
abundance of compounds such as thiosulfate, which contains sulfur in an intermediate oxidation 
state. The oxidation of sulfides was shown by Goldhaber (1983) to yield thiosulfate at pH 
values above 7. Under weakly acidic conditions, thiosulfate was either not formed, or it was 
oxidized to tetrathionate before it could be detected. Lakin and others (1974) cited both a lack 
of stability and abundance of this compound as the limiting factors in thiosulfate's gold- 
mobilizing capabilities. However, considering the relative stability of gold thiosulfate 
compounds, the possibility of gold transport as a mobile complex with thiosulfate should not be 
discounted, especially in neutral to alkaline soils with high sulfur concentrations. 

Cyanide forms very stable complexes with gold and is a likely agent of gold mobilization 
in the soil environment (Lakin and others, 1974; Warren, 1982). Shacklette and others (1970) 
showed that gold cyanide complexes are readily absorbed by plants. However, because cyanide 



is dependent upon cyanogenic plants and microorganisms for its synthesis, cyanide is not 
ubiquitous in soils and sediments. The tendency of cyanide to hydrolize also limits its 
concentration in soils (Lakin and others, 1974). 

Thiocyanate has also been found to form stable gold complexes, but it is readily oxidized 
by the soil bacteria Thiobacillus thiocyanoxidans and, probably is also limited in its abundance 
in surficial environments (Lakin and others, 1974). 

Gold and Soil Organic Matter 

The affinity of metals for organic material is well known. High concentrations of metals 
are often found in organic-rich deposits such as coal and carbonaceous shales. The association 
of gold with organic material has been noted both in hydrothermal gold deposits (Levitskiy and 
others, 1983) and in the Witwatersrand paleoplacer (Dexter-Dyer Grosovsky, 1983). Gold is 
known to form a number of complexes with organic compounds (Johnson and Davis, 1973), 
some of which may have an influence on gold mobility in the soil environment (Boyle, 1979). 

Hurnic substances are often defined as the soil organic matter which cannot be classified 
as discrete organic compounds such as amino acids, carbohydrates, or lipids (Stevenson, 1982). 
Humic substances are defined by Schnitzer (1978) as "dark colored, acidic, predominantly 

I aromatic, hydrophilic, chemically complex, polyelectrolyte-like materials that range in 
molecular weights from a few hundred to several thousand." Humic substances are broken down 

I into three main categories: hurnic acids, fulvic acids, and hurnin. These substances are 
operationally defined based on their relative solubility in dilute acid and base, Hurnic acids are 
alkali soluble, but acid insoluble; fulvic acids are both acid and alkali soluble; and humin is both 
acid and alkali insoluble (Schnitzer, 1978). Many other properties separate fulvic acids from 
hurnic acids: fulvic acids are lighter in color, have a lower molecular weight, contain less 
carbon and more oxygen, and have more exchange sites per unit weight relative to humic acids 
(Stevenson, 1982). The greater solubility and exchange capacity make fulvic acid the primary 
focus of the experimental portion of this study. 

Hurnic acids are thought to play an important role in controlling the availability of both 
nutrients and toxic substances to plants (Schnitzer, 1978; Stevenson, 1982). Humic acids have 
also been shown to form strong complexes with base metals, such as copper and iron (Van Dijk, 
1971). The ability of humic acids to complex or adsorb gold has been postulated and not proven 
conclusively. Curtin and others (1970) demonstrated that gold concentrations in organic 
material leachates to be roughly proportional to color; that is, the darker the leachate, the higher 
the gold content. Because soil organic matter is credited for imparting a dark color to soils and 
waters, this observation implies an association between gold and organic substances in gold- 
bearing soils. Baker (1978) was able to measure up to 330 ppb gold in solution after exposing 
particulate gold to solutions of hurnic acid, This represents an enrichment of several thousand 
times the amount of gold usually found in natural waters (McHugh, 1984). Other authors have 
cited humic and (or) fulvic acids as possible complexing agents for gold (Freise, 1931; Rashid 
and Leonard, 1973; Baker, 1978; Boyle, 1979; Fedoseyeva and others, 1985; Severson and 
others, 1986; Jones and Peterson, 1989). The results of other studies have not always supported 
the ability of hurnic substances to complex gold (Fetzer, 1934; Andrade and others, 1988). Ong 
and Swanson (1969) suggested that humic acids do not form chemical complexes with gold but 



instead form a protective, hydrophilic coating around gold colloids, allowing the gold to remain 
in suspension. 

Gold in Plants 

Although there are many reports of anomalous levels of gold in plants, very little is 
known about the physiological processes that control the uptake of gold by vegetation. 
Controlling factors may include the age and growth rate of a plant, the type of plant tissue of the 
plant, for example, stems versus leaves, and the uptake physiology of the plant (Berry, 1986). 
The "uptake physiology" refers to the ability of a plant to exclude, accumulate, or passively 
adsorb a given element, and is dependent both on the species of plant and the element's 
concentration in the soil. All of these factors should be taken into account before implementing, 
and especially interpreting, a biogeochernical survey. Many soil factors also influence elemental 
abundance in plants. Thornton (1986) cited drainage conditions, pH, chelating agents in the soil, 
antagonistic and synergistic effects of other elements, and the effects of soil microorganisms 
(which are poorly understood), as soil factors affecting the uptake of metals by plants. 

In a comprehensive study of the ability of plants to absorb various forms of gold, 
Shacklette and others (1970) concluded that impatiens (Impatiens holstii) and garden balsam 
(Impatiens balsamina) are unable to assimilate colloidal gold. This study, which measured the 
movement of radioactive gold (AuI99 through these two plants, tested the ability of both rooted 
and cut plants to assimilate gold as a complex with chloride, cyanide, bromide, iodide, 
thiosulfate, and thiocyanate, as well as two different sizes of gold colloids (~0.05 pm and 0.05- 
0.45 pm). Autoradiographs of the leaves of cut and rooted plants showed that radioactive gold 
from the colloidal mixtures was not transported to the leaves. The plants with intact roots were 
able to transport radioactive gold to their leaves from all but the gold chloride and thiosulfate 
solutions. The leaves of plant cuttings were found to absorb Au1g8 from all of the solutions 
tested. Only the radioactive gold content of the leaves was investigated in this experiment. 
Therefore, the amount of gold assimilated by other parts of the plants is unknown. 

A similar experiment was performed using nonradioactive gold to determine if the plants 
would preferentially assimilate from the various solutions (Shacklette and others, 1970). 
Analysis of stems and leaves by atomic absorption spectroscopy showed that gold was absorbed 
by plants from all of the solutions in varying amounts. These results suggest either that A u ~ ~ ~  is 
not as readily absorbed as Au197, which is unlikely, or that certain solutions of gold are 
sequestered in the stems and are not transported to the leaves in appreciable amounts. However, 
autoradiographs of Au1g8 may not be as sensitive in detecting gold as atomic absorption 
spectroscopy. This experiment did not investigate the absorption of nonradioactive colloidal 
gold by plants, and therefore the ability of plants to absorb small colloids of Ad97 remains in 
question. 

The uptake of many metals, including gold, by three species of conifers was investigated 
by King and others (1984). In this study, lodgepole pine, douglas fir, and engelmann spruce 
seedlings were planted in pots containing soil and characteristic ore minerals of various types of 
ore deposits. These seedlings, along with a control group planted only in soil, were moved to a 
coniferous forest in Jefferson County, Colorado. The pots were placed in the ground so that the 
surface of the soil in the pots was approximately even with the ground surface. The seedlings 



were allowed to grow under natural conditions for seven years, They were then removed from 
the plot and analyzed for various metals. The results showed that many metals from the ore 
minerals had been assimilated by the plants. Gold, which was supplied to the plants as gold foil, 
was found in the ppm range in the ash of roots, leaves, and stems of some of the plants. The 
highest concentrations of gold were generally found in the roots, but the authors speculate that 
this may be due to contamination by mineral matter on the outer surfaces of the roots. The 
findings of this study are significant because they show that metallic gold in the soil may be 
converted to a form that is available to plants in a relatively short time. 

FIELD STUDY 

Location 

The field study area is located within the Lillian Creek drainage (T. 8 N. R. 5 W., sec. 
22) which runs east to west approximately 1.5 km south of Livengood, Alaska. Livengood is 
located approximately 90 km north-northwest of Fairbanks, Alaska (fig. la). 

Climate and Topography 

The study area is located within the Yukon-Tanana uplands in the interior basin of 
Alaska where the climate is semiarid, subarctic (Mertie, 1937). The mean annual temperature of 
Fairbanks is -3.4 "C, and ranges from -54.4 "C to 33.9 "C, Annual precipitation in Fairbanks is 
28.7 centimeters, most of which falls in the summer months (Hare and Hay, 1974). 

The topography of the area is well described by Mertie (1918): 

(p. 222) The Tolovana district is part of the Yukon-Tanana upland. Its 
topography is characterized by broad, even-topped ridges, which rise to a general 
elevation of 2,000 feet or higher and from which long, gently sloping spurs 
descend to the valley floors. 

(p. 229) The ridge-tops in the Yukon-Tanana region as a whole are probably the 
dissected remnants of an old peneplain, in the widest sense of that term ... more or 
less uniform in elevation but sloping shieldlike to the major drainage channels. 

The Yukon-Tanana region is located within the zone of discontinuous permafrost (P6w6, 
1975). Permafrost areas were noted in the study area, especially on the north sides of the - 

drainages. The south-facing side of the Lillian Creek drainage is less steep than the north-facing 
side, due to the thawing and solifluction of the unconsolidated material on the south-facing 
slopes. 

Vegetation 

Livengood is located within the interior spruce and birch forest region, consisting chiefly 
of white and black spruce, birch, poplar, and aspen (Sigafoos, 1958). Timberline in the Yukon- 
Tanana area is 758 m (2,500 ft) above sea level (Mertie, 1937), but trees may be absent to 



Figure 1.--Location of the study area (la) and sampling sites (lb). The approximate location of 
a vein containing 90 ppm Au is shown as a dotted line. 



considerably lower altitudes on north-facing slopes (Foster, 1966). Vegetation differs 
considerably from one side of the Lillian Creek drainage to the other. On the north-facing side 
of the valley, the vegetation is generally more "tundra-like," and is comprised of lichens, moss, 
black spruce, blueberry, labrador tea, and alder. Parts of the north-facing slopes are quite open 
with low-growing plants. The south-facing side of the valley is generally more wooded with 
birch, white spruce, and alder; the understory contains shrubs such as labrador tea. In the valley 
bottom, where most of the surficial material has been disturbed at some time by placer 
operations, alder, willow, grasses, and horsetail are abundant. Labrador tea is generally absent 
in the recently disturbed areas. 

Quaternary Deposits 

Overlying the bedrock in the Lillian Creek drainage are deposits of Pleistocene gravel, 
loess, and organic-rich "muck" which may attain thicknesses of many meters. The gravels 
probably represent both alluvial deposits ("bench" or abandoned stream channel deposits), and 
locally-derived solifluction deposits (Mertie, 1918). The latter contain angular clasts, and 
probably have not been displaced far from the source, or were transported so slowly that 
essentially no abrasion occurred. This type of deposit, and the gold associated with it, probably 
account for much of the placer material on the steep upper reaches of the drainage. The alluvial 
sand and gravel deposits domhate the downstream reaches (Weber and others, 1985). 

A large loess bank containing ice lenses is located in the Lillian Creek valley. The 
original extent of the loess is unknown, due to the removal of much of it by placer operations. 
Although the central part of Alaska saw only limited alpine glaciation, these loess deposits 

1 formed during periods of intense glaciation to the north and south of the study area (PCw6, 
1 1975). 

Lenses of fine, organic-rich silt are abundant in the Lillian Creek drainage, and are seen 
interbedded with the coarser gravels. These deposits are probably loess which accumulated 
organic material as it slumped into the valley bottom during periods of thawing (P6w6, 1952). 
Buried layers of poorly decomposed organic material, which are almost free of mineral matter, 
may represent previous soil 0-horizons that have been covered by solifluction deposits. One 
exposed soil profile shows the remnants of a burned 0-horizon buried under more recent gravel 
deposits and the modern soil. 

Placer operations have stripped the overburden from much of the valley floor, leaving 
well-exposed soil profiles and slump material along both sides of the drainage. Mining activity 
has also uncovered the remains of Quaternary animals such as bison, mammoth, and mastodon. 

Bedrock Geology 

The bedrock in the Livengood area consists mainly of deformed and metamorphosed 
Paleozoic sedimentary and igneous rocks. The sedimentary rocks consist of shale, sandstone, 
conglomerate, and chert of Middle Devonian age (Robinson, 1983). The igneous rocks consist 
of diorite, gabbro, basalt (greenstone), intermediate volcanics, and serpentinized ultramafic rocks 
(Foster, 1966; Smith, 1983; Robinson, 1983). This assemblage is cut by Tertiary monzonite 
dikes. 



Fresh exposures of Tertiary rnonzanite dikes and Middle Devonian shales and sandstones 
are located near the head of Lillian Creek where the Old Elliot highway switches back across the 
drainage. These rocks are extensively sheared and show iron staining from the oxidation of 
abundant iron sulfides. The sedimentary rocks strike northwest and dip steeply to the northeast. 
The dikes run roughly parallel to strike in this location (Robinson, 1983). Middle Devonian 
sedimentary rocks are exposed in other parts of the drainage by the mining operations. In some 
of these exposures, recumbent folds with axes trending approximately east-west show the overall 
structural trend. 

Mineralization 

Placer gold in Lillian Creek is thought to have originated on the ridge which runs 
between the Tolovana River and Livengood Creek (fig. la). Streams draining this ridge are 
generally gold-bearing, in contrast with other drainages in the area (Mertie, 1918). The ridge 
consists of two structures, Amy Dome and Money Knob. The larger of the two structures, Amy 
Dome, is composed of Devonian metadiorite, metabasalt, and serpentinite (Foster, 1966). 
Money Knob, a small knoll on the western end of Amy Dome, is composed of Devonian 
sedimentary rocks crosscut by Tertiary monzonite dikes (Robinson, 1983). Gold mineralization 
in the area is thought to be genetically associated with these dikes (Mertie, 1918; Overbeck, 
1920; Foster, 1969). Most of the lode prospects in the past have been localized in Lillian, Ruth, 
and Olive Creeks, which drain Money Knob (Mertie, 1918; Eakins, 1974). These creeks contain 
some of the most historically productive placers in the area (Saunders, 1958). 

A Tertiary arsenop yrite-stibnite-quactz vein which runs perpendicular to the Lillian 
Creek drainage was sampled, assayed, and found to contain over 90 ppm gold. Altered Tertiary 
monzonite dikes exposed in the roadcut contain approximately 1.0 ppm gold (Albanese, 1983a). 
Some of the Devonian sedimentary rocks were found to contain small amounts of gold, 
generally 0.1 ppm or less. 

Several other economic minerals are found in the sediments of the creeks draining 
Money Knob (Overbeck, 1920), including magnetite, scheelite, cinnabar, chrornite, arsenopyrite, 
pyrite, and stibnite. Stibnite is restricted to the Lillian Creek drainage. Chemical analyses of 
stream sediments from this drainage have indicated high levels of arsenic, silver, gold, and 
antimony (Foster, 1968). 

Mining History 

Gold was first discovered in the Livengood area in 1914 by Jay Livengood and N.R. 
Hudson (Brooks, 1916). By 1915 shallow placers were being worked on Lillian Creek and 
many other creeks in the area. Placer mining by the open-cut method was continuing on Lillian 
Creek in 1916, and some lode prospects at the head of the creek had been claimed (Mertie, 
1918). Gold production for the Livengood area for 1915 through 1917 totaled approximately 
100,000 oz, with the vast majority of the gold corning out of Livengood Creek and its tributaries 
(Saunders, 1958). By 1918, four open-cut operations and a drift mine were being worked on 
Lillian Creek (Overbeck, 1920). Smith (1933) reported that mining in the Livengood area in 
1932 was carried out almost exclusively by the opencut method, and that the largest mining 
operations were located on tributaries of Livengood Creek, including Lillian Creek. In 1941, 



mines in the area closed due to a war-time order halting gold mining, but eight operations had 
resumed production by 1946 (Saunders, 1958). Total production for the Livengood area as of 
1958 is given by Saunders (1958) as 350,000 oz. Presently, two families have claims on Lillian 
Creek. During the summer of 1988, the upper claim was inactive and the lower claim was 
operating sporadically. 

METHODS 

Sample Collection 

Eight sampling sites and two duplicate sites (2b and 5b) were selected along the Lillian 
Creek drainage (fig. lb). Sampling sites were chosen on the basis of the following criteria: (1) 
the surficial material had not been disturbed by recent mining activity, (2) a reasonable exposure 
of the soil profile could be cleared, and (3) at least one of two species of plants, labrador tea 
(Ledum palustre L. subsp. decumbens [Ait.] Hult.) or alder (Alnus incana [L.] Moench), was 
present. A clear exposure from surface to bedrock was rarely possible due to the thickness of the 
overburden or large amounts of slumped material which obscured the contact between bedrock 
and overburden. 

At each sampling site-the soil profile was cleared with a shovel to expose a fresh surface. 
The profile was then divided into horizons based on the physical characteristics of the soil (color 
and texture) (table 1). Using a stainless steel trowel, composite samples of each horizon (about 1 
kg) were collected and put into cloth bags. 

Labrador tea and (or) alder samples were collected at each site. Alder was present at 
every site and labrador tea was present at six of the eight sites. Using stainless steel clippers, the 
current year's growth of the alder (approximately the distal 15 to 20 cm) was sampled. Both 
twigs and leaves were included in the sample and later homogenized by milling. The labrador 
tea was not as abundant as the alder, and the plants were generally small, All the secondary 
stems and leaves (several years' growth) were sampled. Plant samples (composites of several 
plants) were collected within a 5-m radius of the soil sampling site. Plant samples were not 
taken at the duplicate soil sampling sites due to the overlap of the plant sampling area above two 
closely spaced duplicate sites. During sampling and handling of both plant and soil samples, no 
jewelry was worn to avoid possible metal contamination. Samples were mailed from the field to 
the U.S. Geological Survey laboratories in Denver, Colorado. 

Sample Preparation 

Soil samples were dried in a forced air oven at ambient temperature for about 72 h. They 
were then disaggregated using a mechanical mortar and pestle and then passed through a 10- 
mesh (2.00 rnrn) screen. A riffle splitter was used to obtain a representative split of about 100 g 
of each sample. This split was ground to -100 mesh (~0.149 mrn) with an alumina plate finder, 
and then rolled in a mechanical mixer for one hour to ensure sample homogeneity. The grinder, 
splitter, and screens were carefully cleaned with compressed air between every sample. Both the 
-10-mesh fraction of the soil and the ground -100-mesh split were retained for chemical analysis. 



Table 1. Soil sample and sample site descriptions for samples collected at Lillian Creek, Alaska 

Sample no.' T e x t u ~  Dry colo? Site description 

organic 
siltlgravel 

organic (chamd) 
siltlgravel 

claylshde fragments 
mprolitic shale 

organic 
silt/gmvel 
no sample 
silt/gtavel 

claylshalc fragments 
no sample 

10 YR 212 Bcdmck: ncryslalliacd siltstone with 
lOYR513 abundant sulfides and iron staining 
10 YR 614 Vegetation: predominantly alder and bireh 
10 YR 6/6 

10 YR 412 Bedrock: raprolitic. thinly firsile &ale 
2 5  Y 614 Vegetation: predominantly Jdcr  and birch 
10 YR 5n 
2 5  Y 6t2 
2 5  Y 7i2 
2 5  Y 6t2 

10 YR 412 Bedmck: SMIC as site 28 
2.5 Y 614 Vegetation: same as sife 2a 

2 5  Y 614 
10 Y R  6/4 - 

3-04 organic lOYR4P Bedmck: siltstone @elow approximately 
34-19 gravel 10 YR 614 5 melers of slump material). sulfide vein in 
3- 19-24 gravelklaylorgmic 2 5  Y 5I2 vicinity 
3-24-30 organiclpcat 10 YR 4 P  Vegetation: moss. lichens, labrador tea, 
3-30-34 no sample - blueberries. alders. black spruce 
3-34+ organiclclay 10 YR 412 

4-04 organic 10 YR 311 Bedmck: saprolitic, fissile shale 
44-18 rilUshale fragments 2 5  Y 6 8  Vcgetstion: alders and labrador tea 

Sa-0-2 siltlorganic 2 5  Y 412 Bedrock: dark gray. fissile shale 
5,-2-12 silt 2.5 Y 512 Vegetation: willow, alder, grass 
5s-12+ silt 2 5  Y 5n 

5b-0-2 silt/organic 2 5  Y 612 Bedrock: same as site 5a 
Sb-2-12 silt 25 Y 612 Vegetation: same as site 5a 
5b-12+ silt 2 5  Y 512 

64-5 organic 10 YR 4 8  Bedrock: unknown 
6-5-14 organiclclay 25 Y 512 Vegetation: moss. labrador tcs, alder, black 
6- 14-23 peathood fragments 10 YR 3/3 spmcc 
6-23+ claylorganic 10 YR 411 

7-0.5 oganic 10 YR 3l2 &drock: unknown 
7-5-9 silVorganic 10 YR 6/4 Vegetation: moss, lichens, alden, bryophytes 
7-9-20 clay 25 Y 512 
7.20+ smdlclaylcobbler 2 5  Y 6R 

8-04 orgmic 2.5 Y 5R Bedmck: unknown 
Vegetation: white spruce, alder, labrador tea 

' f iat  number reprcsent~ the lamplc site: remaining numbers d e r  to deplh of sample. in inches. 
Example: 1-0-4: Sample site no. 1. &4 inches. 

2 ~ m m  MunseYL Soil Color Chart (1975). 



To minimize contamination from mineral material, the plant samples were washed with 
demineralized water in an ultrasonic cleaner for 90 s, then placed in a plastic sieve and rinsed 
thoroughly with demineralized water. The washed plants were dried in a forced air oven at 
room temperature, then ground to -10 mesh in a Wiley Mill, which was thoroughly cleaned with 
compressed air and acetone between samples. A split of each sample was ashed for 8 h at 
450 "C to calculate percent ash. A split of the unashed material was pelleted for instrumental 
neutron activation analyses (INAA). 

Analytical Methods 

Soil 

All of the soil samples were analyzed for pH, specific conductance, chloride, organic and 

I total carbon, total sulfur, arsenic, antimony, total gold and water-extractable gold, and an 
additional 44 elements by inductively coupled argon plasma-atomic emission spectrometry 
(ICAP-AES). Table 2 gives a listing of the approximate limits of determination for pH and the 
total elements reported. Samples that were found to contain water-extractable gold were also 
analyzed for soluble organic carbon, total and soluble cyanide, and organic-bound and "loosely 
bound" gold as defined by Gregoire (1985). 

Soil pH was determined following the method of Crock and Severson (1980). Due to the 
high organic matter content of many of the soils, a 1:3 ratio of unground -10-mesh soil to water 
was used instead of the standard 1:l ratio. The suspension was stirred every 10 rnin for one-half 
hour, and then allowed to stand for one hour. The pH was then measured using a digital pH 

1 meter calibrated with certified pH 4 and 7 buffers. An automatic temperature probe corrected 
for changes in temperature. 

I 

Specific conductance and chloride were determined on a 1:s soi1:water extract, Twenty 
Barns of the -10-mesh sample and 100 rnL of demineralized water were measured into a plastic 
bottle and placed on a shaker table over night. The solution was then passed through a 0.45-pm 
filter after centrifuging for 15 rnin at 2,500 rpm. A 0.45-pm filter was chosen because material 
which passes through a 0.45-pm filter is operationally defined as being "in solution." This 
definition may include some colloids. The specific conductance of the extracts were analyzed 
with a specific conductance meter. Water-extractable chloride was determined by ion 
chromatography (Jackson and others, 1987). 

The total organic carbon content of the soil samples was determined using the modified 
Mebius procedure, a wet-ashing chemical oxygen demand (COD) method (Nelson and 
Sommers, 1982). Samples which were found to have very high organic carbon content by this 
method were weighed, ignited in a muffle furnace at 550 OC, and reweighed to calculate loss on 
ignition. This procedure provides a cross-check of the results of the wet-ashing method for 
organic-rich samples. Making the assumption that carbon accounts for roughly 50 percent ar 
organic matter by weight, the amount of material lost on ignition in a relatively dry sample 
should be approximately double the percent by weight of organic carbon in the sample. 



Table 2. Listing of approximate limits of determination for pH and elements reported 

Analytical method Medium Determination limit Variables 

Continuous flow hydride 
generation 

I Induction coupled plasma 

Hot-water extract 

Continuous flow cold vapor 

Water slurry 

Combustion-IR 

Soil 

Plan t1 

Soil and 
plant23 

Soil 

Soil 

Soil 

Soil 

0.1 ppm 

0.05 pprn 

2.0 pprn 
0.05% 
1.0 pprn 
4.0 pprn 
8.0 pprn 
10 PPm 
20 PPm 
40 PPm 

100 PPm 

0.4 pprn 

0.02 pprn 

0.1 units 

As, Se 

Ag,Cd,La,Li,Mo,Ni, Sc, Sr,V,Y 
Al, Ca, Fe, K, Mg, Na, P, Ti 
Ba, Be, Co, Cr, Cu, Yb 
Ce, Ga, Ho, Mn, Nb, Nd, Pb, Th, Zn 
Au 
Bi 
Sn 
Ta 
U 

Total C, S 

'Determined on dry plant material. 
*Determined on plant ash. 
%ample mass for plants was one-half that for soils, so determination limits are twice those listed for soils. 



Total carbon and total sulfur content of the soil samples were determined by using a Leco 
induction furnace according to the manufacturer's directions (Jackson and others, 1987). 

Major, minor, and trace element chemistry (up to 44  elements) of the -100-mesh soil 
samples were determined by ICP-AES using a multi-acid digestion (Crock and others, 1983). 
Table 2 lists the limits of determination for most of the methods. 

The arsenic and antimony contents of the soil samples were determined by continuous 
flow, hydride-generation atomic absorption spectroscopy (CFHG-AAS) following a closed 
vessel multi-acid digestion on the -100-mesh split (Crock and Lichte, 1982). 

I 
Total gold content of the soils was determined by performing a hydrobromic acid- 

I bromine solution digestion and MXBK (methyl isobutyl ketone) extraction on the -100-mesh soil 
samples (Thompson and others, 1968). Following the extraction, the total gold content of the 

I samples was determined by flame atomic absorption spectroscopy (flame-AAS, detection limit, 
50 ppb). Samples which were found to contain less than 50 ppb gold by this method were 

' reanalyzed by graphite furnace atomic absorption spectroscopy (GF-AAS, detection limit, 2 
PP~). 

Water-extractable gold was determined on a duplicate 1:5 soi1:water extract. The filtrate 
was prepared and analyzed according to the GF-AAS method of McHugh (1984). In this 
method, the filtrate is brought to dryness on a hotplate. A hydrobromic acid-bromine solution is 
added to the residue, and the sample is gently heated. After cooling, the gold in the HBr- 
bromine solution is extracted into M B K ,  and iron interference is removed as in the total gold 
method described above. The water-extractable gold is then determined by analyzing the MIBK 
layer by GF-AAS. Samples containing water-extractable gold were analyzed for "loosely 
bound" and organic-bound gold after the method of Gregoire (1985). The loosely bound gold is 
desorbed by treatment with ammonium acetate. Following the desorption of loosely bound gold, 
the organic-bound gold is extracted by treatment with sodium hypochlorite. All samples were 
analyzed by GF-AAS (detection limit, 2 ppb). 

Soluble organic carbon was determined on selected samples containing water-extractable 
gold by analyzing the 1:5 soi1:water extract for organic carbon. A coulometric carbon analyzer 
was used for this analysis (Jackson and others, 1987). 

Total and soluble cyanide were also determined for selected samples containing water- 
extractable gold. Total cyanide was determined by the standard reflux distillation method 
(method #9010, U.S. Environmental Protection Agency, 1986). Soluble cyanide content was 
determined on the 1:5 soi1:water extract by CHEMet cyanide test kit according to the 
manufacturer's directions. 

Elemental Gold 

Morphological and textural characteristics of both placer gold and gold recovered from 
vein material were obsemed by scanning electron microscope (SEM). The crystallography of 
selected euhedral crystals from the placer was determined by single-crystal precission 



photography. The major element composition of the gold, essentially gold, silver, and siIica (as 
quartz), was determined by electron microprobe analysis. 

Plants 

The raw, washed plant material was analyzed by induced neutron-activation analysis 
(XNAA) for gold, arsenic, cobalt, chromium, iron, molybdenum, antimony, zinc, and other 
elements (Cohen and others, 1987). A split of each sample was ashed, and percent ash was 
calculated. Table 3 lists the limits of determination. After drying the sample at 90 "C, the plant 

I material, was ground and a split briquette, irradiated, and the resulting gamma ray spectra 
! measured. One sample, found to contain an elevated level of gold by INAA, was reanalyzed by 
1 flame-AA following an acid digestion of the plant ash. 

I Statistical Methods 

To evaluate correlations between plants and soils, the plant data were segregated by 
species and the soil data were segregated by horizons. This subdivision resulted in small data 
sets, pmicularly in the case of the plants, which required special statistical handling in order to 
define relationships among the data. A nonparametric statistical method, Spearman's coefficient 
of rank correlation, was chosen for this purpose. Nonparametric statistics are useful in 
determining associations between variables in small data sets because a normal distribution of 
the data is not assumed. The level of significance of the test was chosen at 0.05 (95% 
confidence level). Parametric correlation matrices were used in order to identify relationships in 
the larger data sets, such as the total soil chemistry. The level of significance of this test was 
also chosen at 0.05. 

RESULTS 

Soil Chemistry 

The results of the analysis of the soil samples for pH, specific conductance, water- 
extractable chloride, organic and total carbon, loss-on-ignition, and total sulfur are presented in 
table 4. 

, The pH values of the soils range from 4.6 to 8.6, with the majority being below 7.0. The 
most alkaline samples are those taken at sites 5a and 5b, which are located on a loess bank in the 
center of the study area. 

Specific conductance of the water-extracts ranges from 33 to 340 pS/cm. The highest 
specific conductance values generally occur in samples with high concentrations of dissolved 
organic carbon. The soil contains low concentrations of water-extractable chloride. The water 
extracts contain from 0.1 to 5.8 pprn chloride, with the median value being 0.7 ppm. 

Organic carbon of the soil ranges from 0.29 percent to 33.5 percent by weight, with the 
highest values being present in the 0-horizon and "muck" lenses. Two exceptions to this are the 



0-horizon samples from sites 5a and Sb, the loess bank, which have relatively low organic 
carbon contents (2.61% and 2.46941, respectively). There was very good agreement between the 
organic carbon content of the samples as determined by the COD method and as estimated by 
dividing the loss-on-ignition values by two (assuming carbon accounts for roughly 50% of 
organic matter by weight). The total carbon content of the soil samples is very comparable to 
the organic carbon values obtained and ranges from 0.40 percent to 33.8 percent. This indicates 
that very little of the carbon in the soil is present as mineral carbon (carbonate). These data are 
not surprising for most of the samples, because there are no carbonate rocks in the drainage. 

Total sulfur content of the soils is low (0.01% to 0.20%), not surprising because the soils 
are developed in loess above the pyrite-bearing bedrock. The 0-horizon samples and the 
organic-rich muck layers have the highest total sulfur content, with samples 5a-0-2 and 5b-0-2 
again being the exceptions. 

I Elevated concentrations of barium, cobalt, chromium, copper, iron, manganese, nickle, 
vanadium, and zinc were found in many samples as compared with averages seen in soils as 
given by Rose and others (1979) (table 5). Samples from the upper portion of the drainage, 
particularly those from sites 2a and 2b, generally have the highest base metal content. 
Molybdenum was detected in only two samples, both from site 2a. These samples contain 
elevated concentrations of molybdenum, 9 and 13 ppm. Typically molybdenum in soils 
averages about 3 pprn (Rose and others, 1979). Silver was present at the !h i t  of determination 
(2 ppm) in samples 4-0-4 and 2a-30-34. 

Arsenic, antimony, and total and water-extractable gold values for the soil samples are 
given in table 6. Arsenic and antimony are present in elevated concentrations in many of the 
samples. Arsenic values range from 16 to 6,500 pprn and antimony ranges from 4 to 220 pprn in 
these soils. Soils typically contain only 8 pprn arsenic and 2 pprn antimony (Rose and others, 
1979). The distribution of arsenic follows that of total gold, with the highest values found in the 
upstream sites. Most of the high values for antimony were obtained at sampling sites 2a and 2b. 

All soil samples were found to contain detectable total gold ranging from 2 ppb to 600 
ppb with a median of 16 ppb (table 6).  The highest gold concentrations were found closer to the 
head of Lillian Creek, particularly in samples from sites 1,2b, and 3. The highest gold values at 
each site were generally found lower in the soil profile, near bedrock (sample 1-40+), or in 
gravelly horizons (samples 7-20+, 3-4- 19, and 3-1 9-24). 

Twenty-three of the soil samples contain small amounts of water-extractable gold, from 
0.4 ppb to 10 ppb (table 6) .  Only three of the 0-horizon samples (from sites 3,4, and 5b) 
contain detectable water-extractable gold, whereas most of the underlying horizons contain 
detectable water-extractable gold. 

The soluble organic carbon content of the samples ranged from 21 to 75 mg/L in the 
extracts (table 7). The distribution of soluble organic carbon closely follows that of total organic 
carbon. 



Table 5. Listing of analytical data for major, minor, and trace element concentrations of soil samples collected 
near Lillian Creek, Alaska 

m= not detected] 

Al Ca Fe K Ma Na P 11 Ag Ba 
Sample no, 46 96 % % % % 40 9b P P ~  P P ~  ppm 



Table 5. Listing of analytical data for major, minor, and trace element concentrations of soil samples collected 
near Lillian Creek, Alaska--(Continued) 

Be Cd Ce Co Cr Cu Ga La Li Mo Nb 
Sample no. PPm* PPm PPm PPn PPm PPm PPn PPm PPm PPm PPm 



Table 5. Listing of analytical data for major, minor, and trace element concentrations of soil samples collected 
near Lillian Creek, Alaska--(Continued) 

Nd Ni F% Sc Sr Th V Y Yb Zn 
Sample no. P P  Ppn PPm PPm Ppn Ppm Ppn PPm PPm PPm 



Table 6. A listing of total gold. water-extractable gold, arsenic, and antimony data for soil samples collected from 
Lillian Creek, Alaska 

[ND = not detected] 

Water- 
extractable Total Au 

Sample n0.l ~ p b  

l~irst number represents the sample site, remaining numbers d e r  to deplh of sample, in inches. 
Example: 1-b4: Sample site no. 1, 0-4 inches. 



Table 7. Distribution of gold and organic carbon in the soil samples collected from Lillian Creek, Alaska 

I---, not determined] 

Percent of Water 
Organic- organic- Loosely extractable Soluble 

Total Au bound Au bound gold bound Au Au Organic C organic c1 
Sample no ppb P P ~  of total gold P P ~  P P ~  9% m a  

- -- 

lconcentration in a 100 rnL water extract of 20 g of soil. 



Cyanide was not detected in any soil sample analyzed by the total cyanide method 
(method detection limit 5 ppm). Soluble cyanide was not detected in any of the water extracts of 
the soils (method detection limit 10 ppb in the extract). 

Ten samples were analyzed for organic-bound gold and found to contain from 1 to 150 
ppb (table 7). This form of gold makes up a significant portion (up to 80%) of the total gold in 
all samples analyzed. According to Gregoire (1985), this method may only recover 70 percent 
of the organic-bound gold in a sample, due to readsorption of gold by the mineral matrix. If this 
is the case, the gold in half of the samples may be present almost entirely in some organic- 
associated form. 

Eight samples were analyzed for loosely bound gold and found to contain from <0.1 to 4 
ppb gold in this form (table 7). Six of the eight samples contained only 1 ppb of loosely bound 
gold. Sample 1-40+, which contains the greatest amounts of total and organic-bound gold, also 
contains the greatest amount of loosely bound gold. 

Elemental Gold 

Observation of placer,gold under the SEM revealed a wide variety of shapes and 
textures. Many of the gold grains are irregular nuggets, but some are remarkably euhedral. The 
unusually angular nature of the gold from the Lillian Creek placer was noted early in the mining 
history of the area (Mertie, 1918). Some of the placer crystals are clearly dodecahedra, but other 
crystals take the form of spikes, and pseudo-hexagonal plates and rods (figs. 2a, 2b, and 2c). 
Based on single-crystal precession photographs, the spikes were found to be actahedra 
elongatedon the octahedral ([Ill]) axis and the plates to be octahedra modified by cubes and 
flattened on the [lll] axis @.E. Foord, U.S. Geological Survey, written commun., 1989). The 
rod which is hexagonal in cross section is presumed to have the same crystallography as the 
plates, except elongated along the [ I l l ]  axis. 

The textures of the placer gold are of three basic types: smooth, porous, and striated. 
Gold which has a smooth texture may have irregular surface features, but these features are 
generally rounded and have low relief. Most of the euhedral crystals and some of the nuggets 
exhibit this texture (fig. 3a). The porous gold has very high relief and often appears spongy (fig. 
3b). The surface of the striated gold has a "stair-step" appearance (fig. 3c). 

The overall shape of the vein gold was difficult to determine because the vein material 
was jaw-crushed in order to liberate the gold from the quartz. However, the crystals which did 
survive the crushing are all of the octahedral spike form described above. The surface texture of 
the vein gold is unlike that of any of the placer gold. The vein gold has numerous ridges 
running approximately perpendicular to the axis of elongation ([I 1 I]), giving the crystal a rough 
appearance (fig. 4). As gold is highly malleable, these regular ridges are not likely to be the 
result of crushing. 

Analysis of gold from the Lillian Creek placer deposit and vein material by electron 
microprobe showed that the major element composition of the placer gold ranges from 92.5-97.3 



Figure 2,--Crystalline gold from the Lillian Creek placer deposit a. spike; b. pseudohexagonal 
plate; and, c. pseudohexagonal rod. Scale bar equal 10 pm. 



Figure 3.--Surface textures of gold from the Lillian Creek placer deposit: a. smooth; b. porous; 
and, c. striated. Scale bar equals 10 pm. 





percent gold, 2.6-7.0 percent silver, and trace amounts of quartz (table 8). The vein gold is 9 4 5  
95.4 percent gold, and 4.6-5.5 percent silver, with no detectable quartz (table 8). Three of the 
placer gold samples analyzed were euhedral crystals and were found to have very consistent 
compositions: 95.6-95.7 percent gold and 4.3-4.7 percent silver. Copper and iron were not 
detected. The analytical totals of the placer gold averaged 99.9 percent, whereas the analytical 
totals for the vein gold were lower, averaging 98.7 percent. 

Plant Chemistry 

The plants were thoroughly washed and their ash content calculated for use as a 
qualitative indicator of contamination by airborne mineral matter. The ash content of the plant 
samples was not found to be anomalously high (table 9). Airborne contamination does not 
therefore have a significant effect on the plant chemistry in this study. It is important to note 
that raw plant samples were analyzed by INAA for metal content. Many of the chemical data 
reported in the literature represent the metal content of plant ash. The values for raw plant 
material in this study can be expected to be approximately 2-5 percent that of the ash. 

All of the plant samples contain gold, and values range from 0.2 ppb to 5.7 ppb, with one 
anomalous sample containing 3,700 ppb gold (table 9). The ashed split was reanalyzed by 
flame-AAS to confirm the extremely anomalous gold concentration that occurred in the labrador 
tea sample from site 3. The sample contained 4,900 ppb gold by this method (whole plant value 
recalculated from gold content of ash). Plant samples taken in the upper part of the drainage 
(sites 1-4) contained significantly more gold (median = 2.7 ppb) than those collected farther 
downstream (median = 0.3 ppb). Labrador tea samples almost always contain more gold 
(median = 2,3 ppb) than the alder samples (median = 0.5 ppb), in agreement with the findings of 
Severson and others (1986). 

The arsenic content of the plants ranges from 0.18 ppm to 6.6 ppm. The plants show a 
steady decrease in arsenic content with distance downstream. Labrador tea consistently contains 
higher levels of arsenic than alders collected at the same site. 

Labrador tea contains more antimony, chromium, barium, and iron than the alders at any 
one site (table 9). The highest levels of antimony are found in plants collected from sites 1,2, 
and 4, and the highest levels of chromium are found in plants collected from sites 1,2,4, and 8. 
Most of the plant samples were found to have a high barium content. Only one plant sample, the 
labrador tea collected at site 4, contains an elevated level of iron. Molybdenum and zinc were 
the only metals that were found in higher concentrations in alders than labrador tea (table 9). 
Elevated levels of molybdenum are present in alder samples from sites 2,4,5, and 8. No nickel 
nor silver was detected in any of the plant samples. The determination limits for nickel and 
silver are 5 ppm and 0.3 ppm, respectively. The standard INAA analytical package included 
several elements that are not relevant to this study (Cohen and others, 1987). The results of 
these analyses are also given in table 9. 



Table 8. Major element composition by electron microprobe of vein gold and placer gold 
collected from Lillian Creek, Alaska 

[Detection limits: gold=0.55%, silve=1.5%, and silica (as quartz)=0.02%; --- = not detected. 
Data are reported to k0.1 %I 

Au Ag Silica Analytical total 
Sample no. % 96 96 96 

placer crystals: 
LCXl 
LCX2 
LCX3 

placer nuggets: 
LCNl 
LCN2 
LCN3 
LCNS 
LCN4 
LCN6 
LCN7 
LCN8 
LCN9 
LCNlO 

vein gold: 
LCVl 
LCV2 
LCV3 
LCV4 
LCVS 
LCV6 



Table 9. Plant chemistry by INAA for plant samples collected near Lillian Creek, Alaska 

[ND = not detected] 

Sample no. Ba C. Ca Hf K Na Rb Sc 
ppm % p p n p p m %  Ppm P p n  Ppm 

Alder 1 A 
2A 
3A 
4A 
5A 
6A 
7A 
8A 

Labrador Tea 1LT 
2LT 
3LT 
4LT 
6LT 
8LT 

Sample no. Sr U La Cc Sm Yb Lu 
PPm PPm PPi" PP"' PP'" Ppm PP"' 

Alder 1A ND ND 0.09 0.1 0.010 ND ND 
2A 52 ND 0.14 0.2 0.016 0.007 ND 
3A 27 ND 0.05 ND 0.007 ND ND 
4A 80 ND 0.17 0.2 0.029 ND ND 
5 A 67 ND 0.10 0.1 0.013 0.008 0.002 
6A ND ND 0.06 0.2 0.008 ND ND 
7A 4 1 ND 0.11 0.1 0.012 ND ND 
8A ND ND 0.08 0.1 0.012 ND ND 

Labrador Tea 1LT ND 0.03 0.31 0.4 0.045 0.024 0.003 
2LT ND 0.04 0.25 0.3 0.034 0.016 0.002 
3LT ND ND 0.03 ND 0.004 ND ND 
4LT ND ND 0.58 0.9 0.088 0.047 0.002 
6LT ND ND 0.09 0.2 0.013 ND ND 
8LT ND ND 0.18 0.3 0.029 0.018 0.003 

Sample no. Au As Br Co Cr Fc Mo Sb Zn 46 

PPm PPm ppn PPm P P ~  P P ~  P P ~  ppm ppm ash 

Alder 1 A 0.6 1.3 0.85 ND 0.5 0.011 1.00 0.098 40 3.7 
2A 0 5  1 3  1.0 0.3 ND 0.010 1.00 0.190 33 4.4 

hbrador Tea ILT 2.1 6.6 0.57 0.1 1.3 0.025 ND 0.270 23 3.2 
2LT 2.6 5.8 0.52 0,2 1 0.023 0.13 0.580 26 2.8 
3LT 3,700 1.8 0.82 ND ND 0.010 ND 0.142 4 2.7 
4LT 2.8 2 5  0.76 0.4 4.4 0.079 0.33 0.370 32 3.7 
6LT 0.3 0.28 0.68 ND 0.4 0.009 0.07 0.027 21 2.7 
8LT 0.3 0.37 0.71 0.1 1.1 0.019 0.11 0.037 25 3.2 



Methods 

Fulvic acid was extracted from an organic-rich soil from Golden Gate Canyon Park, near 
Golden, Colorado. The soil was leached with 0.1 N sodium hydroxide to extract the humic and 
fulvic acid (Schnitzer, 1978). The solution was then acidified with hydrochloric acid causing the 
hurnic fraction to precipitate. The acidified solution was purified by passing it through 
molecular exchange resin (Amberlite XAD-4). This treatment allows the hydrophilic nonhumic 
substances, such as simple carbohydrates, to remain in solution while the fulvic acid, which is 
nonionic at low pH, is adsorbed onto the resin (Aiken, 1985). The fulvic acid is eluted from the 
resin with sodium hydroxide and the sodium is replaced by hydrogen by passing the FA through 
cation exchange resin (Bio-Rad AGG 50W-X8). The fulvic acid solution was then concentrated 
in a rotary evaporator, and brought to dryness at room temperature. The humic acid fraction was 
discarded. 

A solution containing naturally-produced plant root exudates was made by allowing 
horsetail (Equisetum hyemale L.) to grow in a beaker of distilled water over the course of the 60- 

I day experiment. The horsetail used in this experiment were collected on the University of Texas 
at Austin campus. Horsetail has been reported to be accumulators of gold (Nemec and others, 
1936), although such reports have not been substantiated recently (Brooks, 1983). Cannon and 
others (1968) analyzed horsetail from several locations in the United States and did not find 
them to be gold accumulators, After careful removal of the horsetail from the soil, the roots 
were thoroughly rinsed in distilled water. The plants were then placed in a flask of distilled 
water, where they remained for the duration of the experiment. Distilled water was added to the 
flask as necessary during the experiment. 

In a preliminary experiment, solutions of fulvic acid (500 ppm), potassium chloride 
(1 rnM), horsetail root exudates, and distilled water were tested for their ability to dissolve gold 
at room temperature. A large flake of reagent grade gold was added to each solution. No 
attempt was made to buffer the pH of the solutions, or inhibit microbial growth. The beakers, 
except for the one containing the horsetail, were covered with paraffin film and left standing 
exposed to room light for 60 days. The beakers were gently swirled several times a week. 

At the end of 60 days, the gold flakes were removed, the solutions were taken to dryness, 
and the residue was digested with a hydrobromic acid-bromine solution. The samples were then 
diluted, the gold was extracted into MIBK, and the MIBK was analyzed by GF-AAS (after 
McHugh, 1984). The horsetail samples were divided into three parts: roots, live stems, and 
dead stems. These were allowed to dry in a forced air oven at room temperature. They were 
then ground and pelleted, and analyzed for gold by neutron activation. The gold flakes which 
were removed from the solutions were air-dried and observed under the SEM to determine if any 
changes in the surface texture of the gold had occurred in the course of the experiment. 

A different set of solutions were tested in a second experiment. Sodium oxalate (1 mM), 
which can be produced by plant roots, was used in place of the naturally produced root exudates. 
Instead of testing a chloride solution, which would require lower pH and a strong oxidizing 



agent to dissolve gold, a 1 mM solution of sodium thiosulfate was used. Fulvic acid was retested 
at lower concentrations (25 and 250 ppm) which represent more realistic levels of organic acids 
in a natural environment. 

Differences in pH of the unbuffered solutions in the first experiment made interpretation 
of the results difficult, and the effect of microbial activity in the solutions was impossible to 
quantify. In the second experiment, each of the solutions tested was buffered to pH 3.0 and 6.0 
using a potassium phosphate buffer adjusted with sodium hydroxide or hydrochloric acid. Two 
drops of chlorofom were added to each solution to inhibit microbial activity. A blank for each 
test solution was analyzed for gold. New, acid-washed Nalgene bottles were used. 

The small surface area of the gold flakes used in the first experiment could be expected 
to have a considerable kinetic effect on the amount of gold dissolved. In the second experiment, 
approximately 0.2 g of fine gold (-80 mesh) from the Lillian Creek placer deposit (Au=93-9796, 
Ag=3-7%) was added to each of the test solutions. 

The solutions were kept in a drawer throughout the experiment to avoid exposure to 
artificial light and sunlight. The solutions were gently agitated every day. Aliquots of the 
solutions were taken at 15 and 60 days and filtered to 5 pm to remove any of the original gold 
particles, but allow any colloidal gold resulting from the experiment to remain suspended. The 
aliquots were taken to dryness and the resultant residue was digested with hydrochloric acid and 
extracted into MIBK (after the method of Gregoire, 1985). 

Results 

The results of the first experiment showed that the fulvic acid solution contained five 
times as much gold (9.0 ppb) as the other solutions (table 10). The background value of gold in 
the fulvic acid was found to be 0.2 ppb. Little gold was detected in the potassium chloride 
solution, and only 0.5 ppb gold was detected in the distilled water. Although little gold was 
detected in the root exudate solution, neutron activation analysis of the various parts of the plant 

I revealed that a significant amount of gold had entered the horsetail (fig. 5). The horsetail, which 
were collected on the University of Texas at Austin campus, were found to contain gold in 
amounts comparable to the other types of plants collected in the auriferous field area. 
Background level of gold in the plant, 0.6 ppb, was determined by analyzing the stems of 
horsetail which were also grown on the University of Texas campus, but were left in the soil for 
the duration of the experiment. 

The flakes of gold from the f rs t  experiment were observed under the scanning electron 
microscope after being removed from the solutions. The surface of the gold particles from the 
fulvic acid and root exudate solutions were found to be covered with fibers which appeared to be 
of microbial origin. Small, spheroidal bodies which may be bacteria were also noted. 

The results of the second dissolution experiment (table 10) show that, even with the great I increase in surface area of the gold, the fulvic acid failed to dissolve a significant amount of 
gold, as did the sodium oxalate. The sodium thiosulfate dissolved a considerable amount of gold 
at both pH 3 and 6 after 15 days, but gold in solution decreased after 60 days. The levels of gold 
were higher in the pH 6 sodium thiosulfate solution than in the pH 3 sodium thiosulfate solution. 

I 



Table 10. Results of dissolution experiments 

[ND = not detected; --- = no sample] 

Results of first dissolution experiment 

Solution 
Au in solution 

mg/L 

Fulvic acid (500 ppm) 
KC1 (lrnM) 
Distilled water 
Plant root exudates 

~esul t s  of second dissolution experiment 

Solution 15 days 
Au in solution (rng/L) 

60 days 

K phosphate buffer 

Fulvic acid (250 ppm) 

Fulvic acid (25 ppm) 
Na thiosulfate (1 mM) 





DISCUSSION 

Geochemical and Biogeochemiml Anomalies 

The analytical results for soil total element concentration are given in tables 5 and 6.  The 
distribution of gold, arsenic, and antimony in the soils supports the presence of bedrock 
mineralization in the upper portion of the drainage (Mertie, 191 8; Foster, 1969; Eakins, 1974). 
Most of the high values for these elements occur upstream of sample site 4, with the exception of 
sample 7-20+, which contains high concentrations of all three of these elements. The 
arsenopyrite-quartz vein which was found to contain 90 ppm gold runs roughly perpendicular to 
the drainage near sample site 3 (fig. 1) and may account for some of the high Au and As values 
found in soils there. The highest antimony values are centered around sampling sites 2a and 2b. 

The distribution of base metals, particularly chromium, nickle, zinc, copper, and iron, in 
the soil also support the presence of mineralization in the Tertiary intrusions in the upper reaches 
of the drainage (sites 1-4), particularly in the vicinity of sites 2a and 2b. 

The pattern of gold, arsenic, and antimony concentrations in plants from the Lillian 
Creek drainage, like the soil anomalies for these same elements, support the presence of bedrock 
mineralization in the upper part of the drainage. Only one plant sample was found to be a "gold 
accumulator," that is, the plant is capable of absorbing gold in amounts greater than those 
present in the substrate (Berry, 1986). The labrador tea collected at site 3 contained greater than 
an order of magnitude more gold than any of the soil samples collected at that site (3,700 ppb vs 
100 ppb). One possible explanation for the extremely high amount of gold found in this plant 
sample is the presence of the arsenopyrite-stibnite-quartz vein in the vicinity of site 3. Another 
factor which may have caused the absorption of elevated levels of gold by this plant may be the 
apparently slow growth rate of the plants at this north-facing sample site (Berry, 1986) or from 
the unusually high metal content of the soil. This sample site is unlike all of the others in that it 
is more "tundra-like" in its characteristics. There are few trees, and the vegetation is dominated 
by low-growing species, such as mosses, lichens, and blueberries. The alders and labrador tea 
present at this site appear stunted, and it took many individual plants to make up an adequate 
sample. A slow growth rate may contribute to elevated metal content in plants because a plant 
may continue to absorb metals over the same period of time, even though it is growing slowly 
and has a smaller mass (Berry, 1986). Increased ice activity on the north-facing side of the 
valley results in poor drainage which may also be a factor in determining the metal content of 
plants. Poorly drained soils contribute to higher levels of metals in plants (Thornton, 1986). 
qTatterson (1985) speculated that mobilization of gold may be increased by the concentration of 
soil components such as gases, organic acids, and rnircoorganisms into the bound water during 
freezing. Theoretically, this effect may also contribute to the elevated levels of gold in plants, 
such as that observed in the labrador tea collected at site 3. 

The alder collected at this site also contained a relatively high level of gold (3.1 ppb), but 
was not found to be a gold accumulator. Differences in gold contents between labrador tea and 
alder are probably accountable for by differences in uptake physiology. 

Although the metal contents of plants and soil at a given site are not directly related, data 
from both types of samples indicate the presence of mineralization. Soil anomalies should be 



displaced downslope from the site of mineralization through slumping and solifluction, and plant 
anomalies may be even further displaced through fluid flow. This may explain the extension of 
the plant gold anomaly from site 1 down to and including site 4, even though the soil gold 
anomaly is concentrated on sites 1,2, and 3. 

The Role of Inorganic Ligands 

The low concentration of chloride in the surficial material suggests that it does not play a 
large role in the gold cycle in the Lillian Creek drainage. In addition, the pH of the soil is 
generally too high for the formation of significant amounts of gold chloride complexes. There is 
little correlation between chloride content of the soils and concentrations of water-extractable 
gold or gold in plants. Keeping in mind that water-extractable gold and plant gold are indicators 
of gold mobility, this relationship suggests that chloride is not closely linked to gold 
mobilization in the study area. These findings effectively eliminate chloride as an important part 
of the gold cycle in the study area. 

Sulfur may be present in the soil in many forms, but generally will be oxidized to sulfate 
in the vadose zone. For this study, only the total sulfur content of the surficial material was 
determined, as the original sulfur compounds were most likely altered by sample preparation. 
The low total sulfur values suggest that thiosulfate is not likely to be an agent of gold 
mobilization in this area. In addition, the pH of the soil, which was generally below seven, 
indicates that thiosulfate would not be an intermediate product of sulfide oxidation (Goldhaber, 
1983). A graph of total sulfur versus organic carbon shows a strong association with the organic 
fraction in the soil (fig. 6). This correlation implies that the sulfur in the soil is present mostly as 
organic compounds, as is expected in a noncalcareous soil (Biederbeck, 1978), and not as 
inorganic species such as thiosulfate. The chemical evidence does not support thiosulfate as a 
probable gold complexing agent under the conditions present in the Lillian Creek drainage. 

Neither labrador tea nor alder is cyanogenic (cyanide-producing), and none of the other 
species of plants native to the study area are known to be cyanogenic (Severson and others, 
1986). Cyanide was not detected in the soil samples by either of the methods used. Therefore, it 
is unlikely that cyanide plays a role in the mobilization of gold in the Lillian Creek drainage. 

Distribution of Gold in the Soil 

Water-extractable gold was more often detected in soil samples from the C-horizon than 
in those from the 0-horizon. This may be due to the leaching of relatively mobile forms of gold 
from the upper soil horizons into the lower soil horizons. Alternatively, it could be due to the 
presence of a greater abundance of gold-mobilizing agents in the C-horizon, or the adsorption of 
gold onto insoluble organic material in the 0-horizon. 

The low quantity of water-extractable gold in the soils suggests that gold is not highly 
mobile under the current conditions present in the Lillian Creek drainage. However, the high 
levels of gold in some of the plants show that it is available. This discrepancy may be due to the 
uptake of gold by plants in some form that is not readily water-extractable. As the study by 
King and others (1984) and the experimental portion of this study demonstrates, even elemental 
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Fipure 6.--Diagram showing the relationship between total sulfur and organic carbon in soil 
samples collected from Lillian creek, Alaska. 



gold can be made available to plants after a relatively brief exposure to moderately oxidizing 
conditions, Plants may absorb nutrients through a cation exchange process whereby they 
produce hydrogen to exchange with nutrients bound to particles in the soils (Malyuga, 1964; 
Brooks, 1983). These nutrients may not otherwise be available in the soil solution. Another 
reason for this discrepancy may be the incomplete recovery of water-extractable gold due to the 
readsorption of gold released during the extraction onto mineral and organic surfaces. 

The gold which was measured in the water extracts may have been present in the soil in a 
variety of forms. These include colloids less than 0.45 pm, weakly adsorbed cations, or soluble 
complexes. The results of this study suggest that any soluble gold complexes are more likely to 
be organic than inorganic, due to a lack of inorganic ligands in the soil. The levels of loosely 
bound gold in the samples tested were approximately in the same range as water-extractable gold 
(0-10 ppb), and the two extractions may be identifying the same form or forms of gold. The 
water extraction was allowed to proceed overnight, however, while the ammonium acetate 
extraction was accomplished in two hours. Slight differences between the two data sets may 
have been caused by a lack of equilibration of the samples with the ammonium acetate. 

A significant amount of gold is apparently associated with the organic fraction of the 
soil, present either as organic complexes or as cations adsorbed onto organic surfaces. The ratio 
of organic-associated gold to total gold decreases as total gold increases (fig. 7). There is little 
correlation between organic-bound gold and organic carbon in the soil. These observations 
suggest that the organic-bound gold is not in equilibrium with either elemental gold or organic 
material in the soil, and that the adsorption or complexation of gold by organics is controlled by 
nonequilibrium processes. Given the chemical stability of gold and the relative abundance of 
organic ligands in the soil, it is reasonable to assume that the oxidation of gold is the rate- 
controlling factor, and that organic ligands are always present in excess. It could be postulated 
that, given an infinite amount of time, equilibrium will be reached and the relationship between 
organic gold and total gold will be linear. 

There is little correlation between organic-bound gold and water-extractable gold. This 
observation implies that, although a significant amount of organic-associated gold exists in the 
soil (up to 150 ppb), it is not highly mobile. It may be hypothesized that gold in this form is 
associated primarily with an insoluble organic fraction of the sail, such as the humin. If the 
organic-bound gold is sparingly soluble, it is possible that it may account for some of the gold 
measured in the water extracts. 

The water-extractable organic carbon content of the soil parallels total organic carbon, 
and shows little correlation to water-extractable gold (table 6). These relationships neither 
support nor disprove the existence of soluble organic-gold species in the surficial material of the 
study area, and can be explained by either a lack of soluble organic-gold compounds in the soil 
or a disequilibrium relationship between dissolved organic carbon and gold, as was suggested for 
total carbon and gold. 



Totai goId (ppb) 

Figure 7.--Diagram showing the relationship between organic-bound gold and total gold in soils 
collected from Lillian Creek, Alaska. 



Elemental Gold 

The presence of crystalline gold in placer deposits has been used as evidence of the 
precipitation of gold from soil solutions at low temperatures (Warren, 1982; Severson and 
others, 1986). Many of the crystals from the Lillian Creek placer deposit observed in this study 
are very delicate and euhedral, and it is difficult to envision their deposition through physical 
displacement downstream without obvious damage. However, the crystals themselves cannot 
definitively indicate a chemical origin of some of the gold in the placer: the gold may escape 
deformation by weathering out of the rock very near to the place of its deposition, or through 
deposition by the slow process of solifluction (Severson and others, 1986). 

Wilson (1984) documented the presence of euhedral "pseudo-trigonal" crystals in 
Western Australia which he stated were precipitated by groundwater in weathered mafic schists. 
These pseudo-trigonal crystals are crystalIographically the same as the flattened octahedra which 
are found in the Lillian Creek placer deposits (fig. 3b). Trigonal and hexagonal crystals of 
supergene gold were noted in the weathering zone of the Fazenda Brasileiro deposit in Bahia, 
Brazil (Vasconcelos, 19871, as well as the Hannan South gold mine in Western Australia 
(Lawrence, 1988). Such crystals have also been formed experimentally by the reduction of 
dilute auric chloride solution a t  relatively low temperatures (99.5 OC) (Suito and Uyeda, 1953). 
Perhaps this morphology is typical of gold precipitated from low temperature aqueous solutions. 

The striated and porous surface textures of some gold particles from the placer may be 
indicators of gold dissolution under conditions present in the surficial material of the placer. 
Seversan and others (1986) found gold crystals from the Lillian Creek drainage with surface 
textures similar to the striated gold in figure 4c, and suggested that chemical etching may be the 
cause of this texture. The formation of the porous texture may also be the result of preferential 
leaching of silver from the nuggets as they weather, leaving a pitted surface (Mann, 1984). 

The placer gold is of high fineness, containing less than 7.5 percent silver and quartz 
combined. Two of the samples contained greater than 97 percent gold. The nuggets from the 
placer exhibit the broadest range of chemical compositions, and may indicate that they are in 
various stages of weathering and, consequently, silver depletion (fig. 8) or from different 
sources. The compositions of the crystalline placer gold and the vein gold are similar and may 
suggest a common origin for both types of gold, but only two placer crystals were analyzed. 
The lower analytical totals of the vein gold may indicate the presence of an undetected element. 

Factors Influencing Gold Uptake by Plants 

Using the Spearman's rank correlation coefficient, several statistically significant 
correlations were found between plant and soil data. Due to the diverse nature of the surficial 
material in the placer, and the uncertainty of its origin, only correlations with the locally formed 
0-horizon will be discussed. 

Gold in labrador tea has a good positive correlation with the amount of organic carbon in 
the 0-horizon (fig. 9), as well as a negative correlation with pH. This relationship may be due to 
the formation of a gold complex, organic or inorganic, which is available to labrador tea under 



Figore 8.--Diagram showing the relationship between silver and gold for crysialline placer gold, 
placer nuggets, and vein gold from the Lillian Creek area, Alaska. 
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the acidic conditions brought about by the presence of organic material. Because little 
correlation was found to exist between organic carbon and organic-bound gold in the soil, the 
relationship between plant gold and organic carbon probably is not due to the uptake of an 
organic-gold compound by labrador tea. There is no direct indication that the labrador tea is 
absorbing organic or inorganic gold species. 

Most of the sampling sites which yielded the only two alder samples with high levels of 
gold, sites 3 and 4, but not 5, also yield 0-horizon soil samples (3-0-4,4-0-4,5b-0-2) which 
contain water-extractable gold (fig. 10). This relationship suggests that gold must be in a 
relatively more mobile form to be absorbed by alders than by labrador tea. This hypothesis is 
supported by the lower gold content of the alders as compared to the labrador tea, as the levels of 
water-extractable gold in the soil is generally low. 

Significance of Experimental Results 

The f ~ s t  experiment indicates that gold can be mobilized, albeit in small amounts, by 
fulvic acid in the absence of a strong oxidizing agent. It is not clear, however, whether gold is 
present as a true organometallic complex or as a protected colloid, as suggested by Ong and 
Swanson (1969), or in some other form. However, the oxidation of the gold must be achieved in 
any case, and as previously stated, the strength of the oxidizing agent necessary to accomplish 
this is dependent upon the stability of the gold compound formed (Lakin and others, 1974). The 
lack of strong oxidizing agent in the fulvic acid solution suggests that a relatively stable gold 
compound is being formed. 

The chloride solution failed to dissolve a significant amount of gold in the first 
experiment; however, the pH of this solution was two pH units higher than that of the fulvic acid 
solution which would have a marked effect on the stability of gold chloride. 

Although only 1 ppb gold was detected in the plant root exudate solution, the relatively 
high amount of gold in the various parts of the horsetail indicates that the solution was able to 
mobilize gold in some form. Cannon and others (1968) reported generally low values of gold in 
the ash of horsetail growing in mineralized areas, but they analyzed only the above-ground part 
of the plants. This study shows that the major concentration of gold in horsetail is located in the 
roots. Due to the difficulty of removing soil contamination from the roots, however, most 
biogeochernical surveys do not utilize plant roots. 

The results of this experiment may be significant to the understanding of the uptake of 
gold by plants because it shows that gold may be dissolved and assimilated by plants in an 
oxidizing, organic system in a short period of time. This is in agreement with the findings of 
King and others (1984). 

The results of the first experiment were believed to represent minimum values for gold 
dissolution in the natural environment because the single flakes of gold had limited surface area. 
In addition, the solubility of pure gold is generally lower than that of the gold-silver alloy which 
is usually found in nature. However, the gold content in the fulvic acid solution from the second 
experiment was even lower than in the first. Although the decrease in concentration of the fulvic 
acid solutions in the second experiment could account for some decrease in the amount of gold 





mobilized, the increased surface area of the metallic gold would be expected to cause a much 
greater increase in gold dissolution. 

One explanation for the greater amount of gold in the fulvic acid solution in the first 
experiment as compared to the second experiment is the presence of microbial activity in the 
solutions of the first experiment. It is possible that microbial activity in some way catalyzes the 
dissolution reaction, or oxidizes the gold, an essential step in the dissolution of gold. Both 
microbes and their products are capable of oxidizing metals in a variety of forms and by many 
mechanisms (Ehrlich, 1986), and it is reasonable that these processes may affect gold similarly. 
Once the gold is oxidized, however, a suitable "sink" must be available for the gold cations as 
gold is very unstable in ionic form. If the ionic gold forms complex with fulvic acid or 
microbial metabolites, or is adsorbed onto the surface of organic colloids or microorganisms 
(Watterson and others, 1985), it may be measured in solution. 

The dissolution and uptake of gold by the horsetail may also have been significantly 
aided by the presence of microorganisms. The products of the plant roots and microorganisms 
were the only substances available to dissolve gold in the distilled water in which the horsetail 
were growing. This implies that microorganisms and root exudates are sufficient to initiate the 
uptake of gold by plants where metallic gold comes into contact with the plant-root 
microenvironment. Although it is not possible to determine the form of the gold in the fulvic 
acid or root exudate solutions, there is a limited number of components in each system. It 
appears from these experiments as if microbial products and (or) processes play a role in gold 
dissolution in the low temperature organic environment. 

The second experiment shows that thiosulphate is able to dissolve significant amounts of 
gold in the absence of strong oxidizing agents and microbial activity. The decrease of gold in 
solution over time is probably due to the oxidation of the thiosulfate. The greater amount of gold 
in the pH 6 thiosulphate solution as compared to the pH 3 solution illustrates the greater stability 
of gold thiosulfate complexes at higher pH values (Goldhaber, 1983). However, the presence of 
gold in solution is great enough in either case to make thiosulphate a viable gold-mobilizing 
agent in any soil environment where it is available, even in small amounts. More investigations 
into the availability of thiosulphate in the study area must be conducted. 

CONCLUSIONS 

The geochemical and biogeochemical data identify an area of high gold concentration in 
the upper part of the Lillian Creek drainage. Other elements, particularly arsenic and some of 
the base metals, follow this distribution. These data support the hypothesis that the 
mineralization which is the source of the placer gold is localized at the head of the drainage. 

The results of this study show that gold in the soil is not present entirely as the metal. An 
organic-bound form of gold accounts for more than half of the total gold in some soil samples. 
Although its exact nature is unknown, the organic-associated gold may be complexed with 
organic compounds or strongly adsorbed onto organic surfaces. This form of gold is not readily 
water-extractable, which implies that it is not highly mobile. It may be associated with hurnin, 
the insoluble organic fraction of the soil. 



Small concentrations of water-extractable gold were found in the soil samples, 
suggesting that gold is being mobilized in the weathering zone. The form of this mobile gold is 
unknown, but this study has eliminated a few of the potential gold complexing agents. The data 
indicate that chloride and cyanide are not important in the cycling of gold in this environment. 
Although thiosulfate was shown by the experimental study to be an effective gold dissolving 
agent, it is not likely to be present in appreciable quantities in the slightly acidic soil of the 
placer deposit. Possible forms of the water-extractable gold include small colloids, weakly 

i adsorbed ions, and soluble organic complexes. 

Many of the plant samples taken from the Lillian Creek drainage were found to contain 
elevated levels of gold, even though very little water-extractable gold is present in the soils. 
This suggests that gold does not have to be highly mobile in order to be available to plants. The 
two species sampled, labrador tea and alder, were found to assimilate gold in different quantities, 
as might be expected due to differences in uptake physiology between the species. Correlations 
with the soil chemistry suggest that each species may assimilate a different form of gold. In this 
study, labrador tea consistently takes up more gold and arsenic than the alders, making it a more 
favorable target for biogeochemical gold prospecting. 

Dissolution experiments suggest that microbial activity may be important in the 
mobilization of gold in the weathering zone. These experiments also showed that, given a short 
amount of time, plants may assimilate gold from a metallic source in the absence of any 
complexing agents other than those produced by the plant and (or) microorganisms. The precise 
role that is played by microorganisms or their products in either case is yet unknown, but may 
involve catalyzing the dissolution reaction, or aiding in the oxidation of the gold. The 
microorganisms or their products may be able to bind the gold, thus keeping it in solution. 

Although more work must be done to identify exact processes affecting the geochemistry 
of gold in the soil environment, the field and experimental studies suggest that organic material 
and biological processes are important in the gold cycle. 
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BIOGEOCHEMISTRY OF SELECTED PLANT MATERIALS, ALASKA 

by 

L.P .  Gough, R.C. Severson, T.F. Harms, C.S.E. Papp, 

and H.T. Shacklette 

1 NTRODUCT I ON 

In 1975 an informal program was initiated to survey the geochemistry 
of soils and surficial materials of the State of Alaska (Gough and others, 
1984; Gough, Severson, and Shacklette, 1988). This effort was prompted by 
the success of a series of regional (broad-scale) geochemical reports on 
surficial materials for the conterminous United States which were published 
by Shacklette and coworkers in the early 1970's (Shacklette and others, 
19713, 1971b, 1973, and 1974). The principal objectives of both the 
conterminous U.S. and the Alaska studies were to (1) estimate central 
tendency and typical. ranges for chemical element abundance in soils and 
other surficial materials, and (2) present element concentration maps which 
display broad patterns that may or may not be interpretable at various 
geographical scales. 

Between 1973 and 1981 the Alaska effort progressed slowly on a non- 
funded, time-available basis. In 1982 and 1983, however, some funds were 
made available through the USGS Energy Lands and Alaska Mineral Surveys 
programs which a1 lowed the field-work phase to be completed. 

Through a coordinated protocol, samples of surficial materials were 
collected by numerous individuals as they visited their study areas 
throughout the state. Although the major emphasis of the study was the 
geochemical characterization of surficial materials, plant materials were 
also collected at a majority of these sites. This report presents the 
concentration of 32 chemical elements and ash yield in the numerous 
different plant material types that were collected. The methodology used 
to collect, store, and prepare the samples was uniform and although 
collected over a 10-year period, the samples were analyzed at one time in a 
randomized order. This makes it possible, in future reports, to look for 
element distribution patterns on a broad regional scale. 
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SAMPLE COLLECTION, PREPARATION, AND ANALYSIS 

About 40 percent of the samples were collected by the authors, the 
remaining by volunteers; therefore, a sampl ing plan was designed that 
required a minimum of effort for these individuals. Actual sampling sites 
were selected to represent a "typical " landscape unit (e,g., tundra, boreal 
forest, riparian forest, etc.) but to avoid areas of known mineralization 
or anthropogenic contamination. The dominant vascular pl ant species 
collected at each site (reported here) was in addition to the surficial 
materi a1 sample a1 so coll ected (Gough, Severson, and Shack1 ette, 1988). 
A1 1 samples were to be collected at least 100 m from the nearest road. 

In a very few instances woody species were not available and a non- 
woody (herbaceous) vascular species was collected. For example, some of 
the unidentified mixed vegetation sampqes (Table 1) were herbaceous. In 
areas of Alaska south of the tree limit, Picea g7auca (white spruce), P .  
mariana (black spruce), A7nus (alder) and Betula (birch) species, and 
numerous species o f  Sa7ix (willow) were most commonly collected. North of 
the tree limit a mixture o f  species made up the samples and included mostly 
w i  1 1  ows, b i  rches, Empetrum nigrum (crowberry), Ledum decumbens (Labrador 
tea), and several herbaceous species that were unidentifiable (1 abel ed as 
"unspecified", table 1). 

In the field, samples always consisted of the stem and leaf material 
composited from several branches of one plant. The material was placed in 
paper sacks, rather than plastic bags, to permit partial air drying before 
being shipped to the Denver Laboratories of the U.S. Geological Survey. 

In the laboratory, damp plant material was further dried in a forced- 
air oven at ambient temperature. Extraneous non-uni form plant materi a1 was 
removed; however, none o f  the material was washed. In some instances a 
very small amount of leaf/needle material was present either because o f  the 
time o f  year the sample was collected or because of excessive leaf/needle 
drop. For these samples all leaf/needle material was removed and only the 
stems were processed for analysis (see sample description, table 1). 

The dried plant material was ground in a Wiley mill (to pass a 1.3 mm 
screen), and a portion of the material was ashed in a muffle furnace at 
5 0 0 ~ ~ .  The concentrations of Hg, total S, and Se were determined on the 
un-ashed dried material as follows: (I)' Hg (reduced in solution using 
stannous chl oride) , determined by cold-vapor atomic absorption 
spectrophotometry (Harms, 1976) ; (2) total sulfur, determined 
turbidimetrically using the method of Tabatabia and Bremner (1970), and (3) 
Se, determined by fl uorometry (Harms and Ward, 1975). Concentrations of 
all other chemical elements were measured using a 63 channel direct-reading 
inductively coup1 ed pl asma-optical emission spectrometer (ICP-OES) by the 
following method: A measured (0.1 g) amount o f  plant ash was fused (400'~ 
for 10 minutes) with 1 g of potassium hydroxide in a vitreous-carbon 
crucible. The fusion cake was then dissolved in 25 ml of 30 percent nitric 
acid to affect a solution-to-sample dilution of 250:l. This solution was 
then aspirated directly into the ICP-OES. 



* Figure 2 i s  a map showing the location and dis t r ibut ion o f  the 
sampl ing s i t e s  and f i e l d  ident i f icat ion numbers fo r  the plant samples 
collected, For each plant sample, tab le  1 l i s t s  a generalized f i e l d  
iden t i f i e r ,  a unique 1 aboratory number, the date the sample was col l  ected, 
the name and number of the 1:250,000-scale topographic map from which the 
sample was collected (FSg. I ) ,  and a description of the material submitted 
fo r  analysis.  The following gives the common, sc i en t i f i c ,  and family names 
for  plants 1 is ted in t h i s  report (nomenclature follows Hul ten,  1968) : 

Alder, Alnus c r i s p a  (Ait . )  Pursh, A .  incana (L.) Moench., and A .  
c r i s p a  ssp. s i n g a t a  (Regel) Hul t . ,  (Betulaceae) . 

Black spruce, Picea mariana (Mil 1 .) Bri t t . ,  Sterns, and Pogg, , 
(Pinaceae) . 

51 ueberry, Vaccinium u7 iginosum I. ,  (Ericaceae) . 
Cassiope, Cassiope t e t r a g o n a  ( L . )  D .  Don, (Ericaceae) . 
Copper-fl ower, C7 adothamnus pyro7aef  7orus Bong., (Eri caceae) . 
Crowberry, Empetrum nigrum L .  , (Ernpetraceae) , 
Dwarf birch, B e t u l a  nana L. and 8: g7ando7osa Michx., (Betulaceae). 
Labrador tea ,  Ledum p a l u s t r e  L . ,  (Ericaceae) , 
Paper birch, Betu7a p a p y r i f e r a  Marsh., (Betul aceae) . 
Si tka spruce, Picea  s i t c h e n s i s  (Bong.) Carr., (Pinaceae) . 
Western hem1 ock Tsuga heterophy'l l a  (Raf. ) 'Sarg . ,. (Pinaceae) . 
White spruce, P i c e a  g7auca (Moench.) Voss, (Pinaceae) . 
Willow, S a 7 i x  sp., (Salicaceae). 

Tab1 e 2 1 i s t s  the general ized f i e ld  iden t i f i e r ,  specif ic  1 aboratory 
number, no r th  l a t i t ude  and west longitude ( in  degrees minutes and seconds), 
and concentrations of 32 elements and percent ash yield fo r  278 plant 
material samples. Chemical element concentration data i s  n o t  given for  
elements with 100 percent of the values reported below the lower l imi t  of 
analytical determination. 

The laboratory numbers used in table  2 give the following 
information: (1) the prefix AC ident i f ies  the material as being part  of 
t h i s  study; ( 2 )  the numbers 001 through 266 are the actual s i t e  numbers; 
(3)  the suff ix  A - E  ident i f ies  the number o f  collections a t  t h a t  s i t e ;  and 
( 4 )  the l a s t  d i g i t ,  1 or  2 ,  i s  used t o  represent laboratory sample s p l i t s  
f o r  the estimation of 1 aboratory er ror .  

This report gives only the element content, as reported by the 
analysts,  of each sample of p l a n t  material. S ta t i s t ica l '  evaluations of 
these analyses have n o t  y e t  been performed. The analyses of the plant 
material can be used t o  e s t i m a t e  t h e  concentrations of elements exis t ing in 
an  available form fo r  biogeochemical cycling and so i l  enrichment a t  the 
 sit^. 



USE OF THE DATA 

This compilation answers the requests of those who wish to have the 
analytical results for specific plant species or sites. It precedes any 
interpretive reports using statistical techniques that may follow. Any 
correspondence between element concentrations in the plant materi a1 and in 
surficial materials from t h e  same site can be determined by comparing these 
data with those from the soils (Gough and others, 1984). At the very least 
these data provide a basis for assessing what might be considered "typical" 
of chemical element concentrations, for a variety of plant species, from 
throughout A1 aska. 
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r 
o tho zh 3b0 MKLS 

1 O ion  Entnncr 23 Unalnka 45 Skrgway 67 McCanhy 89 Modfn 
'11 1 TrIIar 133 Killik Rivrr 

2 Ptinco Rupon 24 Unimak 46 Yakutat 68 Vmldaz 90 Ophir Y 2 Shiahmarrf 134 Chandlrr lake 

3 Kotchikrn 25 False Pas* 47 Icy Bay 69 Anchongo 91 Unalaklrat 113 Kottrbum 135 Philip Smith Mth 
4 Craig 26 Simronof Island 48 Middlrton Island 70 Tyonrk 92 St Micherl 114 Smkwik 136 Arctic 
S P M  Nnandmr 27 Stmpwak Bay - 49 Blying Sound 71 Umm Mills 93 st. b*mnCO 116 s k m n w l  137 Dble Mtn. 

6 P r t o n b w  28 Pon M o l l r  50 Soldovia 72 Slrmtmutm 94 Nome 11 6 Hughn 138 Ormarcotion Point 
7 Bndfirld Canal 29 Cold Bay 51 Iliamnr 73 Russian Mia$ion95 Sol0m0n 11 7 Brnlos 139 M t  Michrlson 

8 Sumdum . 30 Chignik 52 Oillingham 74 Manhall 96 Norton Bay 1 18 Bower 140 Sagavanirktok 
9 Sitlu 31 Sumik Island 53 Goodnmn 75 Hoo~mr Bay 97 Nullto 119 Fort Yukon 141 Umiat 

10 M t  Faimnrthor 32 Trinity lalrnds 64 Kuskokwim b y  76 Black 98 Ruby 120 Black Rivor 142 lkpikpuk Rimr 
11 Junrau 33 Kaguyak 55 Cam Mondonha1177 Kwiguk 99 Kantishna R i e r l  f 1 Coleen 143 Lookout Ridgm 
12 faku Riwr 34 Kodiak 56 SL Manhaw 78 Holy Crosa 100 Fairbmnb 122 Christian 144 Utukok River 
13 Attu 35 Karluk 57 Nunivik Island 79 Iditarod 101 Big Dolta 123 Chndrlar 145 Point b y  
14 Kiska 36 Ugashik 58 Baird lnlot 80 McGrath 102 Eagle 124 W~reman 146 Wainwright 
15 Rat Islands 37 Bristol Bay 59 Bothrl 81 Talkretna 103 Charlay Rivor 125 Summy Paas 147 Maado River 
16 Garmloi Island 38 Pribilof Islands 60 Taylor MU. 82 TaIkrmtn8 Mta. 1 O* circle 126 Ambler River 148 Teshakpuk 

17 Adak 39 Magomri~urIsland61 Uko Clark 83 Gulbna 105 L*ongood 127 b i r d  MU. 149 Harrison Bay 
18 Atka A 0  Nuahagak Bay 62 Krnai 84 Nabrsna 106 Tananr 128 No8tak 150 Bemchey Pomt 
19 Seguam 41 Naknmk 63 Sward 85 T.nacross 107 Meloritn. 129 Point Hope 151 Flaxman Island 
20 AmukU 42 Mt. Katmai 64 Cordovr 86 ML ~ayms 108 Kbteol Rivor 130 DeLong Mts. 1 52 Batter Island 
21 Samaigr Island 43 Afognak 65 Boring GIaciar 87 HealV 109 Cindlo 131 Mishmguk M u  153 Banow 

22 Umnak U Atlin 6. ML SL mi.$ 88 ML, McKidmy 1 10 Bandolabon 132 Howard Pa$$ From Onh L%7 - - -. 

Figure I .  --Location o f  1:250,000-scale topographic maps, A1 aska. 

7 



iiscre 2.--Szmpling sites and samgle identification numbers for p l a n t  material 

samples, A l a s k a .  
8 



161.. . , 
b 

* 
Ofj.017 "Oy 

\ 
01 1 

id d rlrh 

A L E U T I A N  I S L A N O S  1 
*.. 3 

I 124. q-. 
0 e 5 7 . &  7 %* - 

"a > 
,I?& t'.3 ,$ % 

\ 

.Y .Y ,I* $ w y n 



Z m Y I  

z g g  ' d d  
U ; is,, 

- 4 -  



.-*--*------*---**.----.--***---------------**-----*.-***------**-*-------.**.*--.--.----.*--..**---. 

Oate 
r l e t d  I D  Lab. Ho. Colln. Hnp Nnme ttap No. Sample Oescrlpt Ion 
--**-----.-*-*----*-...-*---..-**--*---~-.---*--**.*-*.*-*--**--.----*----*..*.--*--**-----.-..-**--- 

FtCEh (Spruce) 
P IC-GLA ACOZIA I 7/75 Cltntldal ar 123 P ~ c e a g ~ n u e s s t e n s & ! e a v e s  
PIC-GLA ACO22Al do. do. 125 do. 
P I C - G t A  AC030A1 6175 Vnlder 68 do. 
PIC-CLA n c o s l ~ l  7/75 tnnacross 85 do. 
FIC-CLA ACMUDl 7/76 Chlvdalar 123 do. 
PIC-GLA A C O 6 9 B l  do. Ui s m n  126 do. 
PIC-GL h AC066A l  61 79 Ancl~orage 69 do. 
P I C - G L A .  hCO69Al do. Heal y 87 da. 
P t C-GCA ACOb9A2 do. do. 87 . do. 
P I C - C I A  M D I O A 1  do. do. 87 do. 
PIC-GLA hC07062 do. do. 87 ' do. 
P I C - G L A  A C 0 7 1 A l  do. do. 87 do. 
P I C - G l A  AC071AZ do. do. 8? do. 
PIC-GCA AC073A1 do. Ht.  HcKlnley 8D do. 
PIC-GLA AC07CA1 6/70 Falrbarlks 100 do. 
PIC-GLA AC075A I  do. do. 100 do. 
PIC-CLA A C 0 7 7 A 1  do. t 1 vengood 105 do. 
PIC-$LA ~ ~ 0 7 7 1 2  do. do. . 105 do. 
PIC-GLh AEOI911 6/?9 lonann . 106 do. 
P IC-CLA AC010A l  do. l l lg  D e l t a  . fa1 do. 
PIC-CLb  AC08012 do. do., 101 do. 
PIC-CLA A C O D l A l  do. Ht. llayes D5 do. 
PIC-GLh AEOBll2 do. do. 86 do. 
PIC-GLA At08311 do. do. 06 do. 
PIC-[;LA AC08512 do. do. 06 do. 
P I C - G L A  AC086k1 da. Eagle 102 do. 
P t C - C L h  ACOBbA2 do. do. 102 do. 
PIC-GLh ACOBPAI do. Gul karm 83 do. 
PIC-CLA A C O W l l l  do. do. 83 do. 
PIC-GLh ACOWh2 do.. do. 83 do. 
PLC-GLh ACOOlAl  do. Anchorogc 69 do. 
P I C - G L h  AC094ht do. Kcna i 62 do. 
PIC-GLh ACO9Sh1 do. do. 62 do. 
P I C - G L h  ACOPSAZ do. do. 62 .. do. 
P I C - G L h  AEO9Ik1 do. hnchoroge 69 €40. 
PIC-GLA A C I O D A I  do. Hedlra 89 do. 
PIC-GLA AE1LOAl 7/79 HcCn~thy 67 do. 
P I C - G L h  ACltOdt ' do. do. 67 do. 
PIC-CLh A C l l l A l  7 9  laylor Hln. 60 do. 
PIC-GLh. AC11ZA1 do. D i l l  lnghan 52 ' do. 
PIC-GLA A C I I S A I  do. C i r c l e  104 do. 
PIC-GLA A C l l d A l  10/79 do. 104 do. 
PIC-GLA I C 1 2 6 A l  Sun./?Q Wcbesne 84 do. 
P I C - G L A  AC136A1 6/79 K o n t i s l ~ r ~ o R I v e r  W do. 
PIC-GLA AC136A2 do. do. w do. 
P I C -  GLA hC 14 7hI 8/80 Anclrosage 69 do. 
P I C - G L A  h C l 4 U A l  do. Habesna 04 do. 
P I C - C L A  A C 1 4 8 A 2  do. do. 04 tlo . 
P I C - G ~ A  ACIQAI t ! ~ .  vat ( I C I  60 CIO. 



. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .  

Date 
Field ID Lab. Ha. Colln. nap Hame HapNo. S n v l e D e s c r i p t i o n  
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .  

P I C - G L A  A C I S O A I  do. HcCar thy 67 Picea gkauea s t m  & leaves 
P I C - G L A  A C l 5 1 A 1  do. Veldez 68 do. 
P I C - G L A  A C 1 5 b h l  7/80 Circ le  1 0 4  do. 
P t C - G L A  A C 1 5 S h 1  do. do. 104 do. 
P I C - G L A  A C f D S b l  10180 Kmai 62 do. 
P I C - G L A  Ac t87111 7/81 Uiseman 124 do. 
P I C - G L A  A C I & M l  do. do. 1 2 4  do. 
P I C - G L A  A C 2 0 8 A I  8/81 Soloman 95 do. 
P I C - G L A  A C 2 1 S A I  6/82 Engle 102 do. 
P I C - G L A  A C Z I 4 A l  do. Charley River 103 do. 
P I C - G L A  A C Z I S A 1  do. C i rc le  1 0 4  do. 
P I C - G L A  A C 2 1 6 A l  do. do. 1 0 4  do. 
P I C - G L A  h C 2 t 7 A l  do. Black River 1 2 0  do. 
P I C - G L A  A C Z I M I  do. do. 120 do. 
P I C - G L A  A C Z l M Z  do. do. 120 , do. 
P I C - G L A  A C 2 1 9 h 1  do. C h a r I e y  Rivcr 103 do. 
P I C - G L A  A t 2 2 0 h I  do. f o r t  Y u k ~  119 do. 
P I C - G L A  A C 2 2 1 1 1  do. Beaver 1 1 8  do. 
P I C - G L A  A C 2 2 2 h I  do. Bettkes 11 7 do. 
P I C - C L A  A C Z Z J A I  do. do. 11 7 do. 
P I C - C L I I  A C 2 2 4 6 1  do. Hughes 116 do. 
P I C - & L A  A t 2 2 5 6 1  do. do. 116 do. 
P I C - G L A  AC226111 do. Knteel River ' 108 do. 
P I C - C L A  AC227A1 do. Hul tao 97 do. 
P I C - G L A  A C 2 2 8 4 1  do. do. 97 do. 
P I C - C L A  AC23OA1 do. Selauik ' 1 1 4  do. 
P I C - G L A  A C 2 3 1 1 1  do. Hon t a t  128 do. 
P I C - G L A  AC231M1 do. Wulato 97 do. 
P I C - G L A  A C 2 4 3 1 1  do. Harshal l 24 do. 
P I C - G L A  ACZ46A1 cbo. I d i  tnrod 79 do. 
PIC-GLA A t 2 4 8 A 1  do. nctrath 80 do. 
P I C - & L A  ACZbPAl  do. do. 80 do. 
P I C - C L A  ACZZ3A2 do. do. 80 do. 
P I C - G L h  ACZSOAl do. . Sleetmute 72 do. 
P I C - G L A  A C 2 5 3 A l  do. Taylor Mtns. 60 do. 
P I C - G L A  AC254A1 do. L i w  H i l l s  71 do. 
P I C - G L h  ACZS6A1 do. DiLlingham 52 do. 
P I C - G L A  AC258A1 do. do. 52 do: 
PI C-GLA ~ ~ 2 5 9 ~ 1 '  do. ilierma 51 -. do. 
P I C - C L A  ACZSPAZ do. do. 51 do. 
P I C - C L A  A C 2 6 0 A 1  do. do. 51 do. 
P I C - G L A  AC262A1 do. ryonek 70 do. 
P I C - G L A  A C 2 6 3 A f  do. T m k  70 do. 

PIC-MAR A C O l b A l  8 / 7 4  H e l o z i t n g  107 Picea m r i a n a  stems & leaves 
PIC-HI IR A C O l b A 2  do. do. 107 do. 
PIC-MAR ACDlOAt  do. tanacross 85 do. 
P I C - H n R  ACOZOAI do. do. 8 5  do. 
P I C - M A R  ACOZOD1 do. do. 8 5  do. 
P I C - H A R  ACOJZAI  8 / 7 5  Shungnak 1 1 5  do. 



*---*.-~----****-.~*-*...**.--*-.***-~--*-..*.*-..~**-*-.--**.*--*-.***.*--*..***----*------.-**--*-. 

O e t e  
Field ID Lob. NO. Colln. Mop Name H'ep Wo. Seaple D e s c r l p t  ion 
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .  

PIC-HAR hC03SA1 do. RubV 98 P i c e e m r ~ e n a s t e m L ~ e a v c o  
PIC-MAR AC035AZ &. do. 98 do. 
PIC-HAR ' A C 0 3 M 1  do. do. 98 do. 
PIC-MAR ACOS9Al Sm./75 Sward 65 do. 
P I  C-MAR AC04Oh1 do. do. 63 do. 
PIC-MAR hCOG1Al do. do. 63 do. 
PIC-MAR ACOSOBI 7 / 7 6  B e t t l e s  1 1 7  do. 
P I C - M U  ACOSI81 do. do. 11 7 do. 
PIC-MAR AC067A1 6/79 T a t k e e t n a  82 do. 
PIC-MAR AC073A1 do. Ht. H c K i n l e y  8B do. 
PIC-MAR AC076A l  6/70 L l v e n g o o d  105  do. 
PIC-HRR AC076h2 do. do. * 1 0 5  do. 
PIC-MAR ACO8ZA1 6/79 ~ t .   ayes 86 do. 
PIC-MAR AC082A2 do. do. 86 do. 
PIC-MAR AC085h0 do. Eagle 102 
PIC-MAR ~ c 0 8 0 h I  do. C u l  k a n a  83 

r 
do. 

PIC-MAR A C 0 8 M Z  da, do. 8 3  do. 
PIC-MAR AC15311 7 / 8 0  C h a r l e y R l v e r  103 do. 
PIC-MAR hC153AZ do. do. 10s do. 
PIC-MAR AC156A1 do. C i r c l e  104  . dv. 
P I C - M R  AC10411 8/81 do. 104  do. 
PIC-MAR A C 2 5 l A 1  6 / 8 2  S l e e t m u t e  72 do. 

P I C - S I I  
P I C - S I T  
PIC-Sir 
P I C - S l l  
P I C - 5 1 1  
P I C - 0 1 1  
P I C - S I T  
P I C - S I T  
P I C - S I T  
P I C - S I T  
P t C - S I T  
P I C - 5 1 1  
P I C - S I T  
P I C - S l l  
P I C - S l  1 

AC02381 
ACO24A1 
AC024A2 
hC042h1  
ACO54A1 
ACOSBA 1 
ACOSBAZ 
AC059b! 
AC093A1 
At096111 
A C I  3 7 A l  
AC152A1 
ACZOPA l 
AC264A1 
AC265A1 

S A L l X  ( U i l t o u l  
S h l -  A l h  AC052AI  
S A l - A L I  AC053A1 
SAL-ALA AC062A1 
SAC-ALL AC232h1 
S h l  - ALL  A C 2 3 Y  1 
S I L - A L A  ACZCZAI 
SAL-ALA AC261A1 

7 / 7 5  
do. 
do. 
8/77 
do. 
7 / 7 7  
do. 
8/77 . 
6/79 
do. 
7 / 7 9  
8 / 0 0  
5 / 7 9  
6 / 8 2  
do* 

7 / 7 6  
do. 
7/ 78 
6/82 
do. 
do. 
do. 

S m d u n  
lnku R i v e r  

do.' 
Ketchikon 
Ht .  f a i r w e a t h e r  
V a t u t a t  

do. 
Ht. Fslrwcather 
Seuard 
Seldwla 
Bredfield Cane l  
V a l d e x  
Jmeau. 

do. 
S i  t k a  

P h i  t ip  S m i t h  Mtns .  131 
do. I35 

C h i g n i k  30 
loatek 128 

do. 1 2 8  
K u i  guk 7 7  
l l i a r m a  5 1 

P i c e a  sitchemis stems & leaves e 

do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. .. 

S s l  Ix  alaxensfs stems 
do. 

5. alaltertsis stems 4 l e a v e s  
S. elenensis s t e m  

do. 
do. 
do. 

ShC -ARB ACOZOE 1 11174 Tnnacrmi: 05 S, arbusculoldes steins 
SAL-ARB ACOJ7AI Sm. /75  Big D e l t a  101 do. 



..................................................................................................... 

Date 
F l e l d  tD Lab. Po. ColIn. Hap Heme MapHo. SampleOescriptlon 
--*.-*1.--.-*-*.**********--.----*--***-**--.---**-**-*-**-**..*-*.***-**-***-.**-.~.*.~~~~.~~*~~*~** 

SAL-hRB ACOJMI do. Big Oel t a  101 S. arbvsculoi&s stens 

s ~ L - A R C  AcIOlAI 7/79 . n t .H i che l sm 139 5. a rc t i cs  stems 
SAL-ARC AC102AI do. do. 139 do. 
SAL-ARC A C I M A l  do. Barter Island 152 do. 

SAL-GLA 
SAL-GLA 
SAL-GLh 
SRL -GLA 
SAL-GtA 
SAL -GLA 
SAL-GLA 
SIL-GLA 
SAL-GLA 
SAL-G1.A 
SAL-ELA 
SAL-GLh 

SAL-PLh 
Skl. - PLA 

SAL - PiJL 
SAL - FUL 
SAL - W l  
SAL-PUL 
SAL - W l  
SAL - WL 

SAL -SPP 
SAL - SPP 
SAL- SPP 
SAL- SPP 
SAL-SPP 
SAL-SI'P 
SAL- SPP 
SAL-SPP 
ShL - SPP 
SAt -SPP 
ShL-SPP 
SAL - SPP 
SAL - SPP 
SAL - SPP 
SAL - SPP 
SAL - SPP 
SAL-SPP 

AC055A1 
ACO6OAt 
A C 0 6 1 A t  
ACIO3At 
AI; 13ZA 1 
AC134Al 
ACI 3 S A 1  
ACl67Al 
A C l M M l  
AC169AI 
A C I  7 lAt  
AC24SA1 

At234A1  
A C 2 3 5 A I  

6/17 
71 75 
do. 
7/ 79 
12/79 
do. 
do. 
6/80 
do. 
7/80 
8/80 
6/82 

do. 
do. 

7/80 
6/80 
7/80 
do. 
7/81 
do. 

7/ 76 
do. 
do. 
do. 
do. 
6/ 79 
6/80 
7/80 
do. 
do. 
8/80 
7/80 
i o i a o  
6/82 
do. 
do. 
do. 

P h i t i p  Smith Htns. 
I dQ. 

Goodnews 
Oemarcation Point  
leshekplk 
K i l l i k  River 

do. 
Segavnni rktok 

cbo. 
D m r c e t  ion Point 
Ht.  Hlchelsm 
Hoky Cross 

Bcndet cbcn 
do. 

,Meadc River 
Harrison Bay 
Ugnshlk , 

do. 
lkpikprk Rlver 

. Barroll 

Beechey Point 
Sagavani rktok 

do. 
Phit ip Smith Htns. 
Bett les  
He61 y 
He& ll i ver  
Sward 
Knr tuk 
Ht. Hichelson 
Risheguk Htn. 
Ht. Hiche lsm 
Claristinn 
Unalskleet 
St. Hichael 
*if 
Oil l inghen 

S. glauca stem &. 
do. 
do. 

S. glaucs stems L leaves 
do. 
do. 

5. glsuca stcms 6 leaves 
S. g lama s t e m  

do. 
S. gleuca s t e m  L leaves 
5.  glsuca s tem 

S. p l e n i f o l i a  stcms 
do. 

S. pulchra s t e m  
do. 
do. 

S: p l c h r a  s tem 4 leaves 
do. 
do. 

s. s&. S t e m  
do. 
do. 
do. 
do. 
do. 
do. 

S. sp. siems L leaves 
do. 

-do. 
da. 

S. sp.  stems 
do. 

. . .  do. 
S. sp; stems L leaves 
S. sp. s t e m  

do. 

TSUGA (Hcrnlock) 
fSIl-HE1 AC023Al 7/75 S t d m  ' 8 Tsuge heterophylla stems 6 leaves 
FSU-HE1 AC024C1 do. laku River 12 do. 



F i e l d  I D  ---.--.--. 
I SU- IIE 1 
lSU-HET 
ISU-HET 
1 SU- RE1 
lSU-HE1 
rsu- ltEr 
1SU-llE1 
r SU- ItE i 
rsu-IIE~ 
ISU-lfE1 
ISU-HE1 

Lab. No. 
- - - - - * * * - -  

hCOS6A1 
ACObbAl 
ACO65h 1 . 
AC06SA2 
ACOP2A1 
ACO92 A2 
ACWBAI 
AC 12ZA I 
AC I ZSA 1 
AC181A1 
ACZlOAl 

Date 
Col ln. 

- - - . a m - - - -  

8/77 
6/79 
do. 
do. 
do. 
do. 
do. 
7/ 79 
10/R 
9/80 
6/79 

Hop Ham 
-* - . - - - - - -**  

Ketchi kan 
Juneau 
Skeguay 

do. 
Seward 

do. 
Cordova 
Cra ig  

do. 
do. 

Skagway 

Hap Ho. Sarrple Description .------.-.---.-----*---*-----..-..----*-.**--------------*-- 
Tsuga hc t t rophy l la  stems 4 Leaves 

&. 
do. 
do. 
do. 
do. 
do. 
do. 
db. 
do. 
do. 

VACClMlUr (I lucberry) 
VAC-ULI AC033A1 10/75 l r l kec tnat l tns .  82 Veccin im ullginosun stems 
VAC-ULt AC03JDl do. do. 82 1 do. 
VAC-ULI ACOSOCl 7/76 ' Bc t t les  117 do. 
VAC-ULI AClO9At 7/79 Tel ler  111 V. ul iginosun s t e m  a leaves 

HtSC. SPECIES 
CRS-SPP AClOZB1 
CAS-El AC177A111 
CLA-PYR hC190A1 
ELA-COH A6176A1 
EHP-WIG ACll8Al 
EHP-UIG AClZIA1 
EHP-NIG AC193Al 
LED-OEC AC138AI 
LED-DEC AC139A1 
LED-OEC AC165BI 
LED-DEC AC172Al 
LED-DEC AC02401 

MIXED VEGETAVIOW 
H I  XEDVEG At00 I A  1 
H l  XEOVEG ACOOZAi 
HIXEDVEG AC003AI 
MIXEDVEG ACOO4AI 
HIXEDVEG AC005At 
H l XEDVEG ACOObA 
HI Y EDVEG AC007A 1 
HIXEDVEG AC008AI 
HI KEDVEG AC009At 
HiKCDVEG hCOIOA1 
HIKEOVEG .ACO1IA1 
nlxEovEG A C O ~ Z A ~  
HIXEOVEG ACOlJAl 
HIKEOVEG ACOI4AI 
HIKEDVEC AC015Ai 
HIXEOVEG AC124Al 
HiXEDVEG ACl27Al 

7/79 
8/80 
7/81 
9/80 
9/79 
10/79 
5/81 
7/ 79 
do. 
8/80 
do. 
7/ f i  

a m  
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
do. 
da. 
6/73 
1 1/79 
Sm. /79 

H t  . nichelson 
Healy 
Anchor age 
Mt. Hayes ' 

Onimak 
Cotd 8ay 
At tu  
Sh l shmaref 

CO. 
Candle 
Heade River 
laku Rlvcr 

Cesslope sp. stems 4 Icaves 
Cessfope tetragans stems P leaves 
Ciadotharmus pyrotaef lorus s t e m  & Ieaves 
E!aeagnus camutsta stems 
Errpetrun nigrm stems L leaves 

do. 
do. 

Ledun decunbenr stems L Leaves 
do. 
do. 
da, 

Pscudotsugo w n z i e s l i  s tem I leaves 

Lookout Ridge 143 
Houard Pass 132 

do. 132 
do. 132 

lkplkpuk River 142 
do. 142 

Chandler l a k e  134 
do. 143 

Umiet 14 1 
do. 141 

Chandler Lake 134 
P h i l i p  Srni th Htns. 135 
Uni ta  141 

do. 14 t 
Harrison Bay 149 
Adnk 17 
C a d  l a 109 

(unspecif led) 
(unspecif id) 
(unspcctf id) 
(unspccif led) 
(mspec i f ied) 
(tnspecif id) 
(mspecI f icd)  . 
(mspecl f  led) 
{urspecif i td l  
(unspeclf id) 
(mspeclf id) 
(UlspecIf id) 
(urspeei f led) 
tunspecif led) 
(unspecified) 
(mspcei f  led) 
(unspe~i l led)  



. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .  

Date 
f i e l d  to Lab. Wo. Colln. Map Mom HapNo. SampleDescrlption 
-*---*---**-.-r---L-*-*----r-----*-----**-*-**---**-*****-*-**-*~--*-*.*-**.-***--*-*----*-*--**-****** 

H I  XEDVEG AC I Z M 1  do. Selauik 114 . (mspecified) 
HI XEDVEG AC129Al  do. Morton Boy 96 (unspecified) . 
HI XEDVEG ACI59A1  7/80 Afognsk 43 (unspec i f i ed) 
HtXEDMG ACt60A1 do. Ht .  Ketnwi . 42 (unspecl f ied) 
MIXEDVEG AC178AI  8/80 lleoly 87 Iunspeci f ied) 
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Field ID Lab.  Mo. Letltude Longitude Ash X A l  X 
.................................................... 

P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I E - C L A  
P I C - G L h  
P I C - 6 t h  
P I C - G t A  
P I C - C L A  
P I C - G L A  
P I C - C L A  
P I C - G L A  
P I C - G t h  
P I C - G l h  
P I C - G L h  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G t A  
P I C - G t A  
PIC:GLA 
P I C - G L I I  
P I C - G t A  
P I C - C L A  
P I C - C l h  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L h  
P I C - G L h  
P I C - G L h  
P I C - G L A  
P I C - G L A  

PIC-MAR ACOlbAl BE 20 02 154 50 01 2.1 0.67 
PIC-HAR h C O l b A 2  65 2 0  02 154 58 01' 2.0 0.15 
P I C - M A R  ACOl9Al 6304001414000 2 .5  - 



I 
F ie ld  I D  Lab. Uo. Lhtl  tk*k Long! turfc Ash X A t  X .  As Ba Cs X Cd ppa Co ppm C r  ppn Cu ppn r e  X Ga p ~ n  llg p K X 
- * - * - - - * - - - - * . - - - * - * . - - * - - - . - . - - * * - - - - - - - - - - * - * - - . - - - . - * - -~ - - - -~~* - * - - * . - - - - . * * - - - - . - . * * - * * . - . . - * - - - * . - * - . -~ .~~* . . .~ * *~ - *~ .~~ .~~* . *~  

PIC-HAR 
PIC-HhR 
P I C - H I R  
PIC-HAR 
P I C - M R  
F IC-MAR 
PIC-MAR 
PIc-Hnu 
P t C-MAR 
PIC-MAR 
PIC-HnR 
PIC-HAR 
PIC-MAR 
PIC-HAA 
PIC-MR 
PIC-Ml.R 
PIC-HAR 
PIC-MAR 
PIC-HAR 
PIC-MAR 
PIC-MAR 
PIC-HAR 
PIC-MAR 
PIC-HAR 
PIC-HA! 

ACO2OII 1 
ACOZoD l 
ACOJZAl 
AE035111 
ACOJSAZ 
ACOS611 
ACO39A1 
ACOSOA 
hCOIIiA1 
AC0500 l 
ACOS 10 1 
ACOblAl 
ACO 73 I1  
ACO7bhl 
hCOTbrl2 
~coazr l t  
lC082A2 
AC005A 1 
AC088A 1 
ACORBh2 
hC153h1 
AC15312 
RCl55hl 
ACl94l l t  
At251A1 

P I C - S l l  At02301 
P I C - S I  1 At02411 
P I C - S I  I AC024A2 
P I C - S I  I AC042A1 
P I C - E l l  ACOZhAI 
P I C - S I i  AC058h1 
P I C -  S I 1 AC018A2 
P IC -S t1  ACOSVA1 
P I C - S I I  ACOPJkI 
P I C - S t 1  hCOP6bl 
PIE-511 AC137A1 
PIC-SII AC15211 ' 
P I C - S I  I AC207h1 
F I C - S I I  AC26411 
P I C - S I  I ACZb5Al 

SALlX (Wlklou) 
S A L - A L A  ACOSZAl d8 49 0 0  148 21 00 3.8 - < 0,OS - 12.0 40.0 i . 4  - - 0.06 24.0 
S h L - A L A  AC055Al 68 24 00 140 03 00 3.9 - 0.05 - 13.0 34.0 5.0 - - 0.08 25.0 
SAL-ALA ACObZhl 56 32 09 IS9 40 18 4 .7  0.16 a 0.05 620 9.6 13.0 6.0 5 140 0.17 < 8 0.OT 26.0 
SAL-hlrl lC25211 6 7 4 1 5 0 0 1 6 4 3 3 0 0  1.D 0.55 0.05 620 10.0 100.0 24.0 16 2W 0.45 15 0.02 16.0 
S h l - A l h  AC2lJhl 6 7 1 6 O O I 6 3 J P O O  3.2 1.80 0.10 560 14.0 33.0 f.0 25 160 1.20 < 8  0.02 11.0 
ShL-ACh AC26Zhl 62 42 00 $64 36 00 3 .0  1.20 0.40 1300 16.0 60.0 15.0 17 170 0 < 8 1 0.01 12 .0  
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S I sc I 
f l c t d  I D  Lob. Yo. HnnmHoppn Wn X H I  ppm P X P b p  ( X  lot..) p p  Se ppmSnppn S r  m l h  p I I  ppn U ppn V ppn Y Z n p p  
. . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . . .  

ALlUS (Atdcr)  
ALH-CR I ACOb3A4 
ALH-CRI AClOOdl 
ALH-CRI M I 3 0 4 1  
ALH-CRI AC175h1 
ALH-CR t ACI9SAI 
ALH-CRI hC22PAI 
ALH-CAI AC240hl 
ALN-tffl AC24461 
AiH-CRI AC2SZhl 
ACH-CAI hC2STAl 

7000 
2500 
6400 

10000 
3500 

28000 
dl00 

lV000 
3900 

JOOOO 

ALN-IHC ACO2SAl 9400 3.5 0.06 110 2.8 ~b 0.050 1 0.01 i 20 1500 * 8 * 100 * 0.05 < 4 < 4 IS0 
A1.M-IHC ACOZbAl 13000 6 .0  0.02 79 3.5 11 0.060 0 .  < 2 0  1200 ( 8  * 1 I H ) < 0 . 0 5  * 4  * b  1600 
ALH-IIIC hCOZbA2 10000 2.0 0.02 79 - b 0.060 4 0.01 ~ 2 0  1200 < 8  *lD0<0.05 * 4  * 4  1600 
ALN-IHC AEOJbAl 2900 4.5 0.12 13 1.2 i 5 0.040.  < 4 0.02 < 20 740 < 8 * 100 < 0.05 < 4 * 4 740 

ALH-SIW ACO57AI 6000 1.5 1.90 36 4 .  16 0.045 4 0.04 < 20 2200 * 8 * 100 0.10 * 4 * IT00 
ALW-SIH AC068AI 36000 5 .0  0.07 34 5.1 80 0.055 6 < 0 . 0 1  ( 2 0  2000 10 200 0.07 4 4 1200 
ALH-SIW ACOBGAl 42000 350.0 0.13 44 2.3 60 0.050 ? 4 0.01 < 20 2300 I 9  3.00 21 8 2350 
ALH-SIN hC087A1 770 35.0 0.04 29 1.4 17 0,030 4 4 < 0.01 * 20 $100 * 11 200 4 0.05 < 4 < b 1100 
ALH-SIM AC189A1 3100 1.0 0.46 3s 7.0 5 0.040 4 0.02 < 20 370 * 1 * 100 < 0.05 * 4 4 4 1100 

BEI-HAH AClISAl 
BE I - HAM ACl l M 1  
BEI-HAM ACfl7Al 
%€I-WAH ACIhOA1 
BEI-unn A C U I ~ I  
8E1-YAM ACtbsAl 
BEI-HAM AC17041 
BEI-HAM Actnu1 
DEN-HAM AC186A1 

- 4 0.01 - * \ r - 0.02 - - 0.12 
4 1 < 0.01 4 20 160 * 8 500 0.45 

4 0.01 < 2 0 .  380 8 600 0.25 
5 0.01 < 20 820 * 8 700 0.25 
1 0.01 e 2 0  ?PO 0 LOO 0.06 

< 4 0.01 < 20 640 < 8 5 0 0  0.09 - 0.03 - - 0.25 - 0.03 - - 0.30 - 0.04 - 

- 17000 - 11500 
I? 5 9200 
26 1 MOO 
23 I 8800 
8 * 4 lZ500 

11 * C 9800 - 10500 - 10200 - Pa00 



P f C E I  t S r  
P I C - G l h  
PIC-GLA 
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L h  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L A  
P I C - G I A  
P I E - G L A  
P t C - G L A  
P I  c -CLA 
PIC-GLA 
PI C-GLA 
PlC-GLA 
P I C - G L h  
P I C - C L h  
P I C - G L A  
P I C - G I A  
PIC-GCA 
P I C - G L A  
P I C - G L h  
P I C - G L h  
P I C - G L A  
P I C - C L h  
P I C - G L A  
P I C - G L A  
PIC-GCA 
PtC-GCA 
PIC-GCA 
P l C - E C A  
F I  C-GLA 
P I E - G L h  
P I C - C L h  
P I C - G L A  
P l t - G L A  
P I C - G L A  
P I C - G L A  
P I C - G L I  
P I C - G l A  
PIC-CLh 
PIC-GI .& 
P I C - G I  A 

a 2 0  1000 < I  SW 0.25 
< 20 .I800 < 6 500 0-35 
* 20 920 4 8 Po0 0.10 
< 2 0  1300 < a  4 0 0  - 

20 1200 a 8  600 0.20 
e 2 0  600 8 500 0.35 
* 2 0  970 a 8  3 0 0 < 0 . 0 5  
< 20 920 9 200 0.05 

.. 0.011 
( 2 0  650 B COO 0.10 
( 2 0  810 8 400 0.10 
t 20 9'70 r  8 JW 0.07 
(:20 1000 r 8  300 0.0T 
t 2 0  240 14 300 0.08 
a 2 0  770 ( 8  200 0.10 
e 20 I200 8 300 0.09 
* 20 Sf0 10 200 0.05 
< 20 470 8 * 100 O.O? 
< 20 430 < 8 * 100 0.09 
< 20 640 8 900 0.30 
< 2 0 :  610 e 8  PO0 0.30 
.< 20 480 8 600 0.20 
< 2 0  490 0 6OO,O.Z5 
* z o  950 e 2 0 0 ~ 0 . 0 s  
< 2 0  950 q 8  200(:0.05 
< 20 7CO * 8 < 100 0.06 
< 2 0  1300 r 8  400 0.06 
e 2 0  1200 8  700 0.05 
( 2 0  2000 a 8  500 0.05 
4 2 0  2100 e 0  6 0 0 * 0 . 0 5  
< 20 980 < 0 300 0.06 
< 20 920 < 8 I900 0.09 
< 20 910 0 700 0.10 
< 2 0  860 10 700 0.08 
(:20 PtO 8 600 0.06 
(: 20 780 e 8 400 0.08 
< 2 0  850 ( 8  200<0 .05  
< 2 0  840 ( 8  200 0.06 
e 20 360 8 200 < 0.05 
4 2 0  620 < 8  6 1 0 0 * 0 . 0 5  
a 20 1400 < 8 300 0.10 
< 20 1600 8 600 0 . 4 0  
e 20 700 1 400 0.06 
< 20 640 * 6 200 0.07 
< 2 0  900 8 300 0.07 
< 20 800 4 8 5 0 0  0.07 
( 2 0  PC0 < 8  400 0.04 



. : ~i w ~ ~ " w ~ * u ~ ~ ~ * ~ e * r . u Y u r C r C e e e u Y ~ w e Y * n m  
C 

r V V V V V  V V V V V V V  V V V V V * * V * V V V V V V V V V V V V V  v  v v  V  V  v 

' m a o ~ o a ~ o ~ ~ o o o ~ o o o o o o o o o o ' ~ ~ o o  ~ o o ~ ~ ~ o o o e e ~ ~ m o ~ ~ ~ o o  ooe88888888XXgS8X888 Z X '  i bi ,,u%-Em*----W~-----Wn-N-W,,,m,h-mNN-,w~~Oh=mh c e -  
I - ,  v v v v  v v v v  v v 

r a  - c m a c m ~ a c c w o c = c ~ c m a m m ~ a ~ r y a ~ ~ m ( ~ ~ m m ~ ~ a ~ w ~ . ~ ~ ~ ~ a ~ m  i 6 :  " N - 0 , * * V V V  v v v v v v  V V V V V V V  V V  v v  v v  V V V V V V V  V v v V W w v  v v  
* C I  
I e l  

' -  ' 
; R " I R ~ ~ ~ ~ Z R R R R Z ~ ~ Z Z ~ R ~ Z X X ~ 4 Z Z X ~ Z Z Z ~ Z Z ~ " , Z 3 5 = R ~ ~ R  R E ,  
0 = ;  v V V v V V V v V t V V V V V V V V V V V Y v V v v V ~ v v v Y v  V V V V V V V V V V V  V V  

I n~ 

V  v V  v V V V  v v v  V  v v v v  v b  v V  

I a 
Y H h ~ ~ N n h = ~ ~ ~ q h ~ ~ ~ ~ w Y Y m h Y Y . + Y Y . C . C ~ r t L n m w ~ u ~ ~ h Q b m  m e  

C 
v v V  v v v v v v  v v v v v v v  Y V  v v 

I 

0 E; ~ ~ ~ Y I Y ~ N O ~ ~ ~ O ~ ~ ) I ( . ~ N ~ ~ W ~ Y I O ~ ~ ~ + . O N ~ ~ N W Q O ~ O ~ ~ ~ H - - ~ , N P ~ ~  0-- 

I V V V  - V  *- v v  V V *  v V  V v m N -  --- --- r -n-- N-NN--m w 

wo- 
u U w 
C C C  



r w w w e e a e ~ ~ u w w ~ ~ ~ ~ ~ P e ~ ~ e u ~ n  Y Y U ~ Y ~ * I = Y Y ~ ~ U H  ! B ;  w v  v v  v v v  v v v  v V  V V V V v  V v V v V v v V  v v  v v  
a * o  

I ' Y ~ ~ ~ ~ - ~ r n h n e ~ v ~ c h h - ~ ~ r u ~ ~ . o  * ~ ~ ~ U P = U C - . ~ U - U Q W  - n-r N rum m - -  i er V V  v v  
- h- h y 

V V v v w  v  v  V v v  
I > i  

I r *  

c c w ~ o ~ o c m g m g a ~ y m e = c w ~ = c ~ ~  c m c = m a c c c c c c c c c  : " N  
V V v v  V v  v v v  V v v V v V V V V V  

4 C I  
I r *  

i Bi g f E ? ~ E ~ t t q ~ g ; ~ ~ E E & % g E ~ ~ ~ ;  f M s E ~ ~ g ~ E q g ; $ g  
I -- N- - C  C 

I L O  
I Y L I  
I I 

ii A E B B A B R B P W X I I E R I 1 1 1  A I I I A Z R I A R A I I Z R  
: = i -  V V V v V V v V v V V V V V v v v v v u v v v v v  v V v V Y V V V V V V V V V V  
I 

. .  0 
m m m m  
V Y V V  

r 
I d  ' 

I I 0 0 0 0 o 0 o 0 0 0 0 0 ~ ~ 0 0 0 0 0 0 p 0 o ~ Q  Q O O O O O O O Q O O Q O O O  
I u r  
r no V v v  v V  v V V v  v  v v  V V V 
I 1 
I 
I : ~ ~ ~ ~ v ~ ~ ~ ~ m ~ ~ * * * e ~ ~ h b e e e ' ~ ~  u e ~ u ~ e r m = e ~ e y r ~  

V V V V V V V  V v v  v v v  v V V  

I I 
I 

O ~ ~ Q ~ i n m 4 N h m m ~ 0 m ~ m ~ ~ p m y l ~ m O .  N - O ~ N - - N N U ~ ~ W * W ~ ~  
- w  NNN w m * m P I - n m w * *  

V 



Y . T o *  h e *  * u * . 8 m - u w * Y * u  r e  * * m * * u  j B i v v v  V V  V V V V  v v w w V v v  v v  V v  v v v  
* o  

# 0 
0 r u y w m *  m n ~ u n ~ c u ~ . t a u  w a a u v u  i 8 :  - # rn v V V v v V V  N v v V  r 

v  V 
N 

; > I  

i k i  5 E o S  g S g  8 'oP$S188888°  8Y 8 8 0 8 8 8  - V N -  m N c w - h - m - . r - N z  - N  
C "-m---'W 

0 - I  
I L .  

v v v v v v  v  v 
. . 

0 : P o r n  P a m  0 I O Q Q O ~ ~ W P W . O . D  lDCl  Q m m a Q P  
# V v  V v v v  v w V V V v v V * V V V  V V  v v v v v v  
0 0 

: 5 :  

. . 
o i 
0 

0 0 0 0 0 0 0  O 0 O 0 0 0 0 0 0 0 0 0 . 0 O  0 0 o o a 0  
0 N N I N  N N N  NNNNNNNNnlNNN N N  NNNNNN j 8 .  
0 v V V V V V  V v v v v v v v u v v v  v v  v v v v v v  

E o  
1 w e  

0 0 
O .  Y o -  hYLn Y Y h . r ~ Y Y I C Y W . C I C  . r v a u * * r  ; 2 g i  V V V V  v  v v v v v v v  V v v  v v v  

o r0-5 e m -  * ~ e . ~ - * = r n = n y l ~  -5 .  = a m = m ~  i pi W N - N  c - -NC)  
V ' V  V v  

0 # 

: 2 :  
# X :  Q* m,?y  In?? ?flnyqy%ynJ?fuy 9.Tqtaq9 

E l  N NNN NN* - w N m N m m Y N w m . r  m m  - - m m u w  
0 
0 0 

: & i  k " , Z  Z Z Z  Z O Z S Z 2 S E R O % E  $R 5 Z R Z Z Z  
r 

0 -- . , - 9  
1 a -  
: W :  O *** 0 0 0  R N * * L  m m  **- N O  W H O O O N  : m :  Y Y'?? T7'7 9 9 ? y y ? 3 9 ? ? 5 y  ?y y " y y y "  ; r a  o o o w  m e n  o o o o a o o p o o w o  o- o m - m u 4  
0 

: gi 2 # "  " 5  """"""9 " ? 3 ? . ; i  -- W O N  - - N - F W - N . - O - ~  w n  y w r  
0 N : 2 :- 

0 o o o o o  - o o o o o o o o o o  j ~i g 1 . 8  % g q  ~ ~ ~ = = g = = g ~ = g  f t  8 8 8 8 8 8  " z n r * Y - - - - N * H -  0 -  gs3z;z 
N NN 

d 
0 . #  a ; r :  z ;,, ,,, :;,,,,,,;;,, ,, ,,,,,, - 

I 
0 ; g g g  v 8 O - * N u t n h " m - m  u r n  N m u l n - N  

0 . I  $ .  : ; N 0 0 0  - m e  = =  2 Z Z Z Z L Z  
0 U U U  U U U  U U U U U U U U U 0 U U  U U  U V O U U U  

? d #  * C C *  C C C  ~ < a C C C C C C C C *  C e  < C < C C C  

* * * * . r m * u . r * *  * Y 

" W . V .  w v v v v  # * .  v  , v  

m a e ~ m m ~ - m m m ~  
V V V V V V  V V V V  v  v  



~ _ . * . _ * _ * ~ * ~ . _ * * . * * _ _ 1 1 - . . - - ~ * * . * * * - . - ~ * * * * * ~ . * ~ * . . * . . * * * ~ . * . . * * ~ * * * ~ ~ ~ ~ * . ~ ~ * . * ~ * ~ . * ~ . * . ~ * * . . ~ ~ * * * . . . ~ ~ * * * * ~ * * ~ . * . ~ * * . * ~ ~ ~ ~ . * - ~ . . ~ * * ~ ~ . ~ * ~ . . . ~ *  

s 1 sc I 
I i e l d  10 Lab, H o . H n m H o p p n  N a X N !  ppn P X F b f q m t X l o t . )  SeppmSnppm S r p p m l h ~ p n T I  p p  U p  Y m  Y p I n -  
* _ * * * * * . . ~ * . ~ ~ ~ _ * . ~ _ _ 1 - . - - - * ~ ~ . . . - 1 - . * * * . ~ ~ . ~ ~ . * . . ~ ~ * ~ * * * ~ ~ . ~ * . . * . . . * * * . * * * . . ~ * . . * ~ * ~ . ~ ~ * * . ~ ~ ~ ~ * * . ~ . - - * . * * - - - ~ ~ . * * . * * ~ . . . . - ~ - - - - ~ . ~ - ~ * - - - - ~ - - ~ *  

r SUGll ( I t e m l o c k )  
1S11-I IEl  A C 0 2 3 1 1  
1 W- I IE  1 ACOZCC 1 
I S U - H E I  A t O S b h 1  
t S I I - I I E l  AC064ht 
r su- r~r  A C O ~  i 
I su-# r AC&SAZ 
I S U - I I E I  A t 0 9 2 1 1  
I S I J - I I E l  h C O 9 2 l Z  
I SU- HE 1 ACOPBAl 
ISU-BE1 A C l Z Z h 1  
I S U - H E I  h C 1 2 3 1 1  
I S U - H E 1  A C 1 0 1 A 1  
ISU-IIEI A C Z I O A I  

V A E C I W I U I  (Ulucberr 
V A C - U l t  At0331 1 
VAC -UL I A C 0 5 3 0  1 67000 
VAC - UL I AC050C 1 
V A C - U L I  A C l O P A l  

HISC. SPECI .S 
CAS- SPP fit 1020 1 
C A S - I E I  A C I 7 T A I  
CIA-PYR AC19Oh1 
ECA-COH A C l 7 6 h l  
E H P - N t G  A C I I M I  
EHP-WIG A C 1 2 I A 1  
EHP-WIG A C l V M 1  
LED-DEC ACO2491 
LED-OEC A C 1 3 8 1 1  
LED-DEC A C 1 3 9 A 1  
LEO-DEC A C l b 5 D l  
LED-DEC A C t 7 2 A 1  

4 1 0  
I S 0  
380 
500 
560 
490 

I 2 0 0  
5 2 0  
390 
380 
COO 
120 

MIXED VEGElAT lON 
HIUEOVEG A C O O l A l  
Hl KEDVEG hCOOZA1 
HlUEDVEG AC003A1 
HIWEDVEG ACOO4A1 
HJXEOVEG h C 0 0 5 6 1  
HtXEOl lEG A t 0 0 6 1 1  
HIXEOVEG A C 0 0 7 A 1  
HIKEOVEG h C 0 0 B A l  
HIXEDVEG ACOOPAl 
H I  WEDVEG At010111 
H lXEDVE G A t O l l A t  



0 0 0 0 0 0  0 w e  
N N N N N N S N S N N  

v v v v v v  V V V  


