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Scope of analysis

Montane water systems are barometers of both natural and human induced change (Baron et al.
2009, Elser et al. 2009). By reviewing the past and current status of both rivers and lakes in
Sequoia and Kings Canyon National Parks (SEKI) we have evaluated trends in concentrations of
chemical solutes that can serve as indicators for anthropogenic pollution and establish a baseline
to be used to evaluate environmental change. The suite of chemical solutes included major
anions and cations, nutrients (nitrate and phosphate), chemicals of concern (mercury and
representative pesticides); water temperature is also included.

Our approach involves examining spatial and temporal trends in different water quality
parameters (see Table 1 for a list of these parameters). For locations with elevated
concentrations (i.e. with concentrations significantly higher than mean concentrations), we first
considered historical use patterns or local geologic explanations. Exogenous sources were
considered for any chemical solute concentration that could not be explained. After establishing
temporal and spatial patterns, we chose indicator locations, four streams and three lakes that have
a temporal record of the longest duration a minimum of 14 different parameters measured, and at
least 100 records per year. These were used to evaluate any systematic change in water quality
parameters. As not all parameters are measured in all locations, we have indicated when we
have had to deviate from this general analysis approach. The NRCA report for the Rocky
Mountain national park has recently been completed (Theobald et al. 2010). We compare lake
data to the trends they observed for alpine lakes.

There are well-known examples of anthropogenic impacts on watersheds and ecosystems.
Among these are the impacts of phosphate fertilizers and pesticides, nitrates and ammonia from
the agriculture industry in the San Joaquin Valley (SJV), and acid rain (Whiting et al. 1989,
Murdoch and Stoddard 1992, Lovett 1994, Marchetto et al. 1995, Clow and Sueker 2000, Turk et
al. 2001, Sullivan et al. 2005, Saros et al. 2011, Vicars and Sickman 2011). Among the greatest
concerns in SEKI are acid rain, and mercury (Heyvaert et al. 2000, Clow et al. 2002,
Krabbenhoft et al. 2002, Sanders et al. 2008), and pesticide deposition (McConnell et al. 1998,
Luo et al. 2008, Bradford et al. 2010). These are all exogenous factors that involve atmospheric
transport from sources outside SEKI. By performing a more comprehensive analysis using
available literature, it is possible to develop a more complete picture of the state of the resources.

Atmospheric deposition of acids and nutrients are known to produce conditions in lakes, streams,
and other water bodies that affect aquatic organisms (Murdoch and Stoddard 1992, Lovett 1994).
Burning sulfur-containing fuels and the production of NOx in internal combustion engines can
produce sulfuric and nitric acids, respectively, after interactions with other oxidizers (such as
ozone) and water in the environment. Wind-blown fertilizers containing nitrate, ammonia, and
phosphorus have been shown to be carried for miles from croplands (Kirchmann and Witter
1989, Kratzer and Shelton 1998, Krauter et al. 2002) to high elevation where they deposit on
trees, grass and rocks, or fall in rain and snow (Stoddard 1987, Stohlgren et al. 1991, Zhang et al.
2002, Ohte et al. 2004, Fenn et al. 2010, Vicars et al. 2010, Saros et al. 2011). For several
decades, the concentrations of nutrients and alkalinity have been measured in samples collected
from streams and lakes in Sequoia and Kings Canyon National Parks. These exogenous factors
are not necessarily toxic themselves, but in sufficient quantities, they can have significant
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negative effects on surface waters (Jorgensen and Postgate 1982, Beller et al. 2004, Bodelier and
Laanbroek 2004, Nydick et al. 2004).

Numerous studies have been undertaken over several decades, and the data from many of these
efforts have been compiled in the Sierra Nevada (SIEN) database, a collaborative effort between
the National Park Service and the United States Geological Survey (Heard et al. 2008, Mutch et
al. 2008). The combined data sets provide more than a snapshot of the parks. The studies that
comprise the database span over 50 years with samples collected in over 900 locations inside the
parks and in the national forest lands nearby. Using the complete set of almost 500,000 records,
it is possible to begin to determine whether trends are emerging for various water quality
indicators. In some cases, it may be possible to distinguish between local geochemical effects
due to local bedrock or groundwater and exogenous anthropogenic factors. The value of the
SIEN database is enhanced when used in conjunction with the Western Airborne Contaminants
Assessment Project (WACAP) (Landers et al. 2003). The WACAP database surveys more
contaminant parameters in more media than SIEN, however, it does not have the same temporal
or spatial extent; data were collected from 2003 to 2006. WACAP extends the assessment also
as a biological assessment. The short three-year period over which WACAP data were collected
makes it difficult to assess trends. Furthermore, the limited spatial coverage limits our ability to
distinguish local effects from park-wide effects, i.e., endogenous versus exogenous factors.

Here we attempt to gather the available information in order to provide a current assessment of
the parameters that have the most potential for impact on the resources in SEKI. Spatial and
temporal analysis is needed to determine whether the levels are significant and whether
conditions are improving or deteriorating. In some cases, parameters are also used provide
insight for interpretation of the impact of other parameters. When possible, long-term trends are
evaluated in reference lakes and streams. Geographic Information Systems (GIS) data are used to
explain the occurrence of anomalies. Data collection methods have varied for different
parameters in time window, frequency, and location. These differences in some cases have been
helpful and in others interpretation of data is more challenging. Our experiences in performing
data analysis are helpful in making recommendations for future monitoring. We hope the current
analysis aids making management decisions for the long term benefit of SEKI.



Critical questions

Spatial patterns

What do standard water quality parameters indicate concerning SEKI?
Is there a correlation of elevation with changes in water quality?
Where are nutrients present?

Avre these nutrients endogenous or exogenous?

Where are contaminants present?

Avre these contaminants endogenous or exogenous?

Temporal patterns

How do standard water quality parameters change over time? Improving or not?
How do nutrient levels change over time? Improving or not?

How do contaminant levels change over time? Improving or not?

Data sources and types used in analysis

Two databases were the main sources of information in our analysis. Parameter data were
extracted from the Sierra Nevada (SIEN) database compiled from multiple studies over several
decades by the USGS and NPS (Mutch et al. 2006). The original Access database file was
available through the Sequoia/Kings NPS website, but is no longer linked. We converted the
Access database to a standard MySQL 4.1 database which provided a more robust query
capability. The database design was unchanged; only one auto-incremented integer field was
added to each table to ensure a unique key was present for each record. A second source of
information was the Western Airborne Contaminants Assessment Project (WACAP) database
(Landers et al. 2003). These data were collected over a limited number of years, contained
records for 20 National Parks, and covered a broad array of factors from water to vegetation and
animals. Consequently, typically there were fewer records for each parameter in WACAP
compared to the SIEN database. We used WACAP records related to toxic metals and pesticide
contamination.

For any given water parameter, there are multiple studies, sample types, methods, and units of
measurement. For example, there were 13 different categories (parameter codes, or pcodes) of
database records related to 'nitrate’. Some pcodes described samples processed through different
procedures such as with and without filtration. Other pcodes were used for various aggregated
pcodes for the same parameter, or for combinations with multiple parameters. Many pcodes may
describe limited studies, and contain relatively few records (less than 10 to a few hundred
records); others may contain thousands of records. Since data records were frequently limited,
aggregated pcode records were frequently used with units converted as necessary to a single
form. For example, nitrate values expressed as mg L™ of nitrate were converted to mg L™ of
nitrogen and combined with other values selected through other pcodes. Whenever possible,
checks such as mass balance and charge balance were performed to support the validity of
aggregation. Aggregation of data was performed in the SIEN database, and the methods for
aggregation were described mathematically. When available and appropriate, these pcodes were
chosen.



We also checked to determine whether multiple values were reported for a given parameter using
the same water sample. In cases where records with different parameter codes were produced
from the same water samples, the values were averaged since it was not clear which one should
be used. In this way, we ensured that each sample provides at most one value to be further
processed. The database records also contained a field to indicate whether a value was deemed
below the detection limit, or known to be less than the value recorded. Records marked as
inaccurate were excluded from averaging when inclusion would skew results. In some cases,
exclusion could lead to large over-estimates of parameter values. In these cases, the values at the
limit of detection were used. This value was chosen because parameter values often varied over
two or more orders of magnitude above the detection limit.

Elevation records were missing for some sample sites in the SIEN database. There were over
12,000 water samples taken from over 900 sites. The site locations were identified using decimal
degrees of latitude and longitude and UTM coordinates. UTM coordinates were used to obtain
elevations for all sample sites from a USGS 30-m resolution digital elevation model (Gesch
2006). Where elevation values were recorded in the database, the database values and the USGS
values were compared. All values were in close agreement (less than 10 m average difference).
Consequently, we are confident the elevation values obtained externally for sample sites lacking
elevation records in the database are accurate. These elevation comparisons also allowed us to
identify elevation values in the database that were not converted from feet to meters. In such
cases, the USGS elevation values were used.

When possible, long-term trends are evaluated in reference lakes and streams. Geographic
Information Systems (GI1S) data are used to explain the occurrence of certain anomalies. Data
collection methods have varied for different parameters in time window, frequency, and location.



Reference conditions

Reference Iakes and Sequoia and Kings Canyon National Parks National Park Service
streams were used to look California U.S. Department of the Interior

for trends in parameters.
These sample sites were
selected for long-term
measurements and
relatively high frequency
of data collection each
year. Three lake sites and
four stream sites were
selected as the standard
reference set (Figure 1).
An additional stream site
was selected as an
alternative if insufficient
data were available in the

standard reference set for e 1 standard ref tes for determining th .

a given parameter. The igure 1. Standard reference sites for determining the parameter

lake si f reference condition and trend evaluation. Streams are green circles, and
ake sites range from 2807 lakes are red triangles. Reference sites are named. Emerald lake is

Topaz Lake

Marble Fork
S

%

Log Creek =~ g N Emerald Lake

@

“*East Fork f
0 5 10 Miles
i B el

0 5 10 Kilometers

to 3218 m altitude indicated by three symbols. Emerald lake inflow is the stream to the
(average 2950 m). The southeast of the lake itself, indicated by the adjacent red triangle. The
reference stream sites Emerald Lake outflow is the red triangle to the northeast of Emerald

Lake. The Emerald Lake outflow waters flow downslope to the Marble
ratt)nge from 1000 .mhto Fork sample site. The additional non-standard site, Three Rivers (not
above 3000 m, with one shown), is located outside the park boundary upstream from the large
additional stream site used  lake (blue) at the lower left.

when necessary at 250 m.
Mean values were calculated. Median values are reported to provide an indication of the
deviation of parameter values from a normal distribution.

In order to evaluate the condition of the resources in Sequoia and Kings Canyon National Parks,
we need to know not only what the condition was like at a point in time, but also how conditions
may be changing over time. Parameter measurements from different water body types can have
very different distributions. Elevation differences in a single water body type may also shift
value distributions. Parameter values can have a strong dependence on seasonal factors such as
snow melt, i.e. the volume of flow and the quantity of dissolved material in the water. Finally,
local geochemical factors can potentially influence parameter values. These factors all can
contribute to significant systematic errors potentially skewing results and leading to false
conclusions.

The SIEN database contains almost 500,000 records relating to water samples collected from
1951 to 2005. Most water bodies were studied only for part of the period covered by the
database, usually not longer than 20 years, and often only for about 5 years. The SIEN database
contains records from over 900 different sample locations distributed over the Parks and the
national forest. However, few of these sites were consistently measured multiple times during the
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year continuously for decades. When considering the most relevant water quality indicators, lake
and stream sites in the SIEN database having the most samples collected per year for one or
more decades were selected.

Water samples reported in the database all had fields reporting date, time, and location of
collection. Parameter values were viewed as plots in chronological order. We observed that
certain water types at different elevations were evidently studied for periods of years, off and on,
inconsistently. Parameter values were also viewed seasonally. Sometimes large seasonal
variations were relatively consistent from year to year, with some variations that could be related
to wet versus dry years.

After examining the SIEN database for water body type, elevation, number of samples, and
length of time studied, we selected three lakes and five streams as our reference set. These had
the most records per year for the most water parameters, with samples collected over the longest
period of time. Although we know there is a strong seasonal influence on parameter values, we
lacked a sufficient quantity of data to restrict values in the reference evaluation to a specific
window of days within the calendar year. Furthermore, due to interannual variability in climate,
the seasonal variation may be significantly shifted by several weeks. Some parameters can vary
by an order of magnitude or more in a few weeks, thus it is difficult to assign a fixed window for
parameter evaluation that yields parameter values with less variation (lower standard deviation).
However, we do attempt to indicate the degree of seasonal effects in the aggregated data set.

Most of the reference set of lakes and streams are within the Marble Fork of the Kaweah. These
are Topaz Lake, Emerald Lake inflow, Emerald Lake, Emerald Lake outflow, and Marble Fork.
Log Creek is in the Middle Fork. Another site is East Fork. Finally, Three Rivers is below the
confluence of these tributaries. However, we regard Three Rivers to be potentially strongly
influenced by local and upstream human activities. Consequently, the Three Rivers site is usually
unreported except in cases where data are lacking from other sites. We consider the Emerald
Lake outflow to reflect the characteristics of the lake more than an ordinary stream, thus we
include it in the lake category. This determination is supported by a comparison of Emerald Lake
and its outflow by Sickman, et al. (Sickman et al. 2003). The lake sites are at an elevation near
3000 meters. The streams vary in elevation from about 500 meters to 3000 meters.

Additional reference sites for contaminants

The WACAP database covers multiple parameters in living organisms, sediments, snow and
water. Both databases contain information regarding numerous parameters ranging from ions, to
metals, and pesticides. However, WACAP samples were collected only from 2003 to 2006.
Consequently, these data cannot be used to evaluate trends. A possible exception is the WACAP
sediment data. Sediment cores were collected from two lakes in SEKI. The core layers were
dated by ?°Pb and parameter values measured in these layers. The dated layers extended back to
almost 1000 years ago. A concern is the degree of mixing of the sediment layers due to factors
such as snow avalanche or bioturbation. These factors would tend to blur the actual level of the
parameter for a given period. As a result, sediment-derived values may not be useful to evaluate
parameter trends.



Bradford, et al., measured pesticides in high elevation lakes representing four different regions
around Kings National Park (Bradford et al. 2010). These sites were over 30 miles from the
sources of pesticide usage in the San Joaquin Valley, on two different latitudes. The lake sites
were separated from each other by 20 miles. There were not accessible by established trails.
Pesticide levels were collected over 5 months in 2003 at approximately weekly frequency. In this
way, acute and chronic effects were evaluated.

None of the pesticide data sources were multi-year studies. WACAP does have sediment core
sample data with pesticide levels measured within dated layers. However, through bioturbation
or disturbances of sediments through avalanche, pesticide levels seem to be present in layers
prior to use, and persisting at high levels after discontinuance of use. Thus, these core samples
cannot be taken as reliable indicators of pesticide residue remaining after deposition at the year
corresponding to the sample dating measurement. There are no long term studies of pesticide
deposition reported in the SIEN and WACAP databases. Bradford, et al., measured collected
samples for pesticide testing over 5 months in 2003 (Bradford et al. 2010). Numerous samples
were collected which provided a clear picture of temporal factors involved in pesticide
deposition, however, these were not long term studies of the type that would be needed to
determine a trend in certain pesticide levels.






Spatial and temporal analyses

Various water quality parameter values were measured with different numbers of samples, at
different sample sites. A comparison of selected parameters from lakes (Table 1) and streams
(Table 2) in SEKI indicates sample number can vary by more than two orders of magnitude.
Sample sites are distributed non-randomly in SEKI, over-representing some areas, and
completely missing others. These values do not take into consideration seasonal, temporal,
elevational, or local geochemical factors. A comparison of the mean values with the median
values indicates the data do not fall into a normal distribution. It is expected parameter impacts
can be better understood by examining the dependence of the parameter values on these
additional factors.

Table 1. Selected water parameter values from SIEN database for SEKI lakes

Number of
Parameter samples Mean = s.d. (median) Min Max

(sites)
ANC (peq L™ 176 (26) 22.77 + 20.58 (15.48) 0.19 150
ca® (mg L™ 3345 (76) 0.42 +0.46 (0.38) 0 9
CI'(mg LY 3345 (76) 0.11 + 0.29 (0.08) 0 13.1
DO (mg L™) 18 (13) 7.68+1.19 (7.85) 5.8 10
K" (mg L™ 3345 (76) 0.1+0.09 (0.1) 0 1.18
Mg* (mg L™ 3345 (76) 0.04 + 0.04 (0.04) 0 1.6
Na“ (mg L™ 3345 (76) 0.23+0.17 (0.24) 0 3.56
NH," (mg L™ 2401 (51) 0.01+0.15 (0) 0 5.29
NO; (mg L™ 2883 (35) 0.05 + 0.09 (0.03) 0 2.52
Pb (ug L™ 9 (1) 10 + 0 (10) 10 10
pH 2967 (67) 6.2+0.3 (6.2) 45 8.6
PO,¥ (mg L™ 3345 (76) 0.0012 + 0.0065 (0) 0 0.1
SO,% (mg L™ 3345 (76) 0.29 + 0.84 (0.26) 0 29.8
SpC (uS cm™) 2975 (62) 5.31+4.71 (4.5) 1.1 108
T (°C) 421 (52) 8.88 + 6.81 (8.3) -1 24.5
Turbidity (NTU) 78 (31) 1.17 +1.99 (0.43) 0 12




Table 2. Selected water parameter values from SIEN database for SEKI streams

Number of
Parameter samples Mean % s.d. (median) Min Max
(sites)
ANC (peq L™ 1051 (148) 309.09 + 227.41 (269.73) 0.19 2298
ca® (mgL™) 5627 (274) 4.07 + 6.03 (2.86) 0 108
ClI'(mg L™ 5627 (274) 0.71+1.36 (0.32) 0 22.8
DO (mg LY 651 (41) 9.92 +1.49 (9.8) 5.2 15.5
Hg (g L™ 61 (8) 0.53+1 (0.2) 0 7
K" (mg LY 5627 (274) 0.54 + 0.58 (0.4) 0 5.23
Mg® (mg L™) 5627 (274) 0.49 + 0.64 (0.28) 0 9.53
Na“ (mg L™ 5627 (274) 2.49 +2.81 (1.91) 0 23
NH," (mg LY 3212 (132) 0.01 + 0.06 (0) 0 2.01
NO; (mg L™ 3445 (101) 0.06 + 0.33 (0) 0 8.47
Pb* (ug L™ 58 (8) 9.31+14.94 (4) 0 60
PO,¥ (mg L™ 5627 (274) 0.0061 + 0.0201 (0.0032) 0 0.91
pH 4381 (256) 7.2+0.6 (7.2) 4.8 10.2
S0,.% (mg LY 5627 (274) 1.01+ 2.5 (0.22) 0 44.2
SpC (uS cm™) 4586 (267) 50.13 + 42.11 (39) 0.91 461
T (°C) 3604 (260) 9.5+5.14 (9) 0 32.1
Turbidity (NTU) 476 (78) 2.9 £10.7 (0.55) 0 170

Standard water quality parameters assess the ordinary conditions of water, and do not directly
address toxicity associated with contamination. Nevertheless, temperature, pH, and dissolved
oxygen are factors that may impact species survival either directly, or by creating conditions in
which other factors may impact survival or reproduction. As conditions change, the distribution
of populations may change, usually driven by shifting survival and reproductive advantages
among competitive species. High nutrient levels, low, or changes in nutrient amounts can also
affect population distributions. Nutrients such as phosphorous and nitrogen compounds may be
exogenous or endogenous in origin. There are concerns that atmospheric deposition of nutrients
derived from the agriculture industry may be impacting SEKI. Pesticides used in agriculture are
capable of being carried long distances from the point of use, and may be impacting sensitive
species even at concentrations below the chronic exposure limits established by the US
Environmental Protection Agency (US EPA) (USEPA 1980c, b, a). Industrial sources of toxic
metals may also be carried long distances and be deposited in the National Parks (Schuster et al.
2002, Dastoor and Larocque 2004, Streets et al. 2005, Vicars and Sickman 2011). Metal toxicity
can be dependent on water hardness (USEPA 2009b). Some nutrients potentially affect pH,
which in turn can affect the toxicity of ammonium, and aluminum, for example (USEPA 1988,
2009a).
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Standard water parameters

Acid Neutralizing Capacity (ANC)

Alkalinity as carbonate and bicarbonate in lakes within areas lacking soil comes from weathered
rock (Meixner et al. 2004a). Oxidized combustion products of sulfur and nitrogen produce acids
that can potentially affect surface water chemistry (Bytnerowicz et al. 2002), for example,
reducing ANC. Sulfate as sulfuric acid is a major constituent of acid rain, mainly occurring in the
eastern United States downwind of coal-fired power plants. Sulfur scrubbing has reduced the
production of SO, which later oxidizes to sulfuric acid in the presence of water. Nitric acid is
another potential constituent of acid rain derived from fuel combustion at high temperature and
pressure in which N, and O, recombine to produce NOy, the sum of NO and NO, (USEPA
2008). Like sulfur dioxide conversion to sulfuric acid, NO, is converted to nitric acid by
oxidation in the presence of water (Enhalt 1981). Technological improvements have reduced the
amount of NOx produced by internal combustion engines; however, in newer automobiles more
nitrogen oxides are converted to ammonium (Fenn et al. 2010).

Atmospheric carbon dioxide dissolves in water and forms carbonic acid. Unbuffered water
naturally has a pH of about 5.5 due to equilibrium with atmospheric carbon dioxide. Episodic
acidification of high-elevation Sierra Nevada lakes due to nitric and sulfuric acid deposition has
been investigated, and none was observed (Leydecker et al. 1999, Meixner et al. 2004a). The
concern is these acids can reduce the pH of poorly buffered water below 5. The minimum pH in
most SEKI lakes is approximately 5.5 (Bradford et al. 1994), except where natural geochemistry
lowers the pH in a few small lakes (Figure 2) located near Mt. Pinchot in Kings National Park
(Bradford et al. 1998). Long term trends seem to indicate stable pH in SEKI lakes (Whiting et al.
1989). The main source of ANC is the dissolution of weakly basic rocks (e.g. carbonates). Other
processes can also contribute to alkalinity such photosynthesis (Schindler 1981) and production
of certain nitrogen species (Portielje and Lijklema 1995).
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Figure 2. Mean pH of lakes and streams in Mt. Pinchot region of Kings National Park. The geologic map
is the Mt. Pinchot quad available from the University of North Carolina (Caudill et al.).

Nitrogen fixation converts diatomic nitrogen dissolved in the water to ammonium. Reduction of
nitrogen can lead to an increase in alkalinity. However, only certain organisms are capable of
nitrogen fixation. These species may not be present in higher elevation lakes, streams, and soils,
if soil is indeed present. The expected ratio of carbon, nitrogen and phosphorus is 106:16:1 (G.
E. Likens et al. 1981), based on the composition of marine plankton. Both carbon and nitrogen
potentially are captured from the atmosphere. In many cases, phosphorus may be the limiting
nutrient.

Mean values of ANC and SO,* concentrations in the SIEN database are shown in Figures 3 and

4. ANC and SO4 appear to vary in opposite directions with elevation. Sulfate does not
contribute to ANC, but may impact alkalinity as sulfuric acid derived from sulfides in rock, or
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atmospheric deposition. The
decreasing concentration of California U.S. Department of the Interior
S0,% with decreasing
elevation might suggest that
S04 is adsorbed as it flows
downstream. However, it is
more likely that the
reduction in SO,
concentration is a dilution
effect downstream with
S04 originating at higher
elevation. Higher levels of
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Williams, et al., note that
soils are better able to take
up sulfate in contrast with
bare rock (Williams et al.
2001). Under anoxic
conditions, bacteria can
reduce SO4> to H,S;
however, this process has
not been observed to
significantly reduce the
concentration of sulfate .
(Schindler 1981). Water
originating at lower 5 10 Mies
elevation tends to have ‘ R
lower sulfate concentration

than water Or_'gmatmg at Figure 3. Mean Acid Neutralizing Capacity. Lakes are triangles,
higher elevation. streams are circles, values are proportional to area. Elevation bands
(1000 m) are represented by different colors.

The Rocky Mountain

Condition Assessment (RMCA) found ANC at much higher levels in ROMO lakes than were
found in SEKI. Mean ANC in ROMO lakes was 87.3 peq L ™. Many of the SEKI lake
catchments are bare rock with minimal soil in contrast to ROMO with forests reflecting different
elevations, lodgepole, aspens, and alpine tundra with vegetation growing in various soils to high
elevation. The mean pH of ROMO alpine lakes was 6.7, ranging between 5.7 and 8.3. The
ROMO mean pH for lakes is approximately 0.5 pH units higher than the mean pH of 6.2 in SEKI
lakes (Table 1).

High-elevation lakes contain little alkalinity (Melack et al. 1985, Whiting et al. 1989, Bradford et

al. 1994). Melack, et al., found that 70% of the high elevation lakes studied had alkalinities
below 90 peq L™ (Melack et al. 1985). Furthermore, water chemistry was strongly dependent on
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the bedrock through which waters pass that feed high elevation lakes. The pH of these lakes can
drop significantly with the addition of acids. Atmospheric dry and wet acid deposition has been a
historic concern, with significant impact in eastern states. Lakes with higher alkalinity can
neutralize more acid, and these are typically located below 3000 m elevation or in basins
containing roof pendants
or calcite inclusions in e e o bessink ~ D
granitic rocks (Meixner et

al. 2004b). A long-term
study of Emerald lake
coupled with a hydrologic
model of the basin
indicates acid deposition is
not as important in
affecting ANC as rock
weathering rates, which
depend more on the
amount of precipitation
(Meixner et al. 2004a).

SOimg L
mean values
Lakes Streams

Elevation (m)
o-1000 M
1000-2000

2000-3000 |
3000-4000 |

High-elevation waters
originate from rain and
snow falling on bare rock.
Stoddard found the
seasonal variation of
alkalinity depended on the
weathering of granodiroite
around Gem Lake
(Stoddard 1987). The
Sierra Nevada formed
from uplifted marine
sediments with granitic 3

intrusions (plutons) in a b, Aiif LS
process that started over B [ Wit

200 million years ago
(Saleeby 1979, Notholt Figure 4. Mean sulfate concentration. Lakes are triangles, streams are
1980, Filippelli and circles, values proportional to area. Elevation bands (1000 m) are

' represented by different colors.

Delaney 1996, Holloway et
al. 1998, Stevens and Greene 1999, Hopson and Pessagno 2005, Snow and Scherer 2006). These
marine layers were transformed to metamorphic rock approximately 100 million years ago, and
remnants remain above the igneous granite and diorite in SEKI. These formations, typically
found on ridge tops, are called 'roof pendants'. Water from melting snow and rain flows through
fissures in rocks such as marble, shale, schist, and dissolves minerals from them. Depending on
local lithology and hydrology, the mineral content of alpine lakes can vary considerably, even
within a small geographic area, e.g. two pairs of lakes with very different properties separated by
25 and 100 m (Bradford et al. 1998).
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A clear example of a high-elevation geochemical source of sulfate is the high-elevation lake
region on the east side of Kings Canyon National Park, the cluster of larger blue circles and
triangles in Figure 4. These are naturally acidic lakes (Bradford et al. 1994, Bradford et al. 1998,
Leydecker et al. 1999). The source of sulfuric acid is the oxidation of naturally occurring sulfides
(Whiting et al. 1989, Bradford et al. 1998), likely pyrite in granitic rocks and metamorphic
terranes, consistent with the eleveated local concentration of aluminum (see Aluminum in Toxic
Metals). Bytnerowicz, et al., contrast the low levels of sulfur deposition in the Sierra Nevada
including SEKI, with high concentrations occurring in eastern states (Bytnerowicz et al. 2002).
Sulfate concentrations can reach 20 to 30 mg L™. Interspersed are other lakes and streams with
far lower SO,> concentrations, comparable to most other high elevation lakes and streams. This
observation is consistent with Bradford, et al., analysis that atmospheric deposition is not the
source acidity these lakes (Bradford et al. 1994). Whiting, et al., note the presence of
metamorphic rock in this region (Figure 2), and believe the high concentration of sulfate to
originate from these geological sources, since the amount of atmospheric deposition observed in
this basin cannot account for the observed concentration of sulfate (Whiting et al. 1989).

The mean sulfate concentration in ROMO lakes is 2.7 mg L™, approximately ten times that in
SEKI lakes, which had a mean sulfate level of 0.29 mg L™. However, the mean pH in ROMO
lakes was higher than SEKI lakes. If atmospheric deposition is the source of sulfate in ROMO, as
sulfuric acid, then the higher ANC in ROMO lakes must be neutralizing the acid. SEKI lakes
have much less ANC. In contrast, sulfuric acid produced from local rocks is not effectively
neutralized in the SEKI lakes discussed above.

The reference lakes and streams for our analysis were selected for the most records available in
the SIEN database for a majority of water parameters (see Reference conditions). Not all
parameters were measured at each reference site. Many of our selected reference sites had no
ANC records. Nevertheless, a long-term set of ANC measurements in one reference stream
seems to indicate a relatively constant amount of alkalinity in the Middle Fork of the Kaweah
from 1953 to 1988. The slight decrease in ANC from the 1950s through the 1970s was not
confirmed by later measurements. There is greater uncertainty due to low numbers of samples
collected in later years. There were no more than 2 samples taken per year from 1979 to 1988,
compared to 11 to 14 samples per year collected from 1952 to 1969.

There is an apparent peak in acidity in higher elevation reference lakes and streams in the late
1980s that subsequently fell to levels below those preceding the peak (Figure 5). We found no
significant long term trends of altered pH of reference lakes and streams. ANC increases over
30-fold flowing from high to low elevation. Although altered pH is not evident from the existing
data, there is a lack of frequent ANC measurements over a long period of time in multiple
reference locations.

Relatively low concentrations of sulfate were measured in the high elevation reference lakes and
streams (Figure 5D and E), however the sulfate concentrations were higher at lower elevation in
the Log Creek and East Fork sites. As shown in Figure 4, higher sulfate concentrations were
measured at sites along the Middle Fork and East Fork of the Kaweah at some locations. Most of
the East Fork has low sulfate concentrations, as does the Kaweah exiting the Park. These
observations are consistent with SO,* originating from multiple sources at higher elevation
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Figure 5. Comparison of ANC and SO42' mean values in reference lakes and streams.
Only one lake of three reference sites had ANC records (A). Stream ANC is shown for
the same period (B). Stream ANC records were available in one stream several decades
earlier (C).
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subsequently diluted at lower elevation. High elevation lakes having low ANC would be the
most sensitive to sulfuric acid deposition. Measurements of pH in reference lakes and streams
(Figure 6) and elsewhere in SEKI (Figure 7) are more consistent with alkalinity levels, and very
localized areas of pH lower than expected in unbuffered water. Sulfate in reference lakes was
low (Figure 5D). Reference streams included Log Creek and the East Fork with significantly
higher sulfate concentrations than the higher elevation lakes in this case (Figure 5E). For these

reference sites, the observed sulfate concentration remained approximately constant from 1982
through 2002.
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Figure 6. Mean hydrogen ion concentrations in reference lakes and streams.
Median values are shown as dark horizontal bars. Note Emerald out in 2001.:
N2001=8, average N=62 for all years.

Acidification facilitates biological extraction of minerals (Landeweert et al. 2001). Reduced pH
can increase the solubility of aluminum which is known to be toxic to some embryos and larva.
Although acidification is considered a threat to amphibians, a study of three species did not find
any correlation of water pH with numbers of amphibians present at sites with very different

conditions. Higher aluminum concentrations were observed in the acidic lakes of eastern KNP
(v.i. Aluminum in Toxic Metals).

Dissolved oxygen

Mixing and re-aeration are important for distributing oxygen through water. Oxygen is also
produced through photosynthesis during daylight hours, and consumed through respiration at
night. In some lakes, photosynthesis may be more prevalent in a layer well below the surface
(Sadro et al. 2011a). These conditions are marked by an increase in dissolved oxygen in a depth
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Figure 7. Mean pH measured in SEKI. Lakes are triangles, streams are
circles, values proportional to area. Elevation bands (1000 m) are
represented by different colors. Symbol size is proportional to peq of H”.
See also Figure 2.

band below the surface.
Dissolved oxygen can be
depleted by
eutrophication, leading to
an overgrowth of algae.

Dissolved oxygen (DO)
was measured in SEKI
mostly at sites on the
Kaweah Middle and East
Forks. The minimum DO
was measured in summer
to fall during low flow
months. In SEKI, the DO
did not fall below the
minimum standard 5 mg
L™, except for one datum
slightly below the limit.
Figure 8 shows the
minimum DO occurs in
streams from August
through October. DO data
for SEKI lakes are sparse;
however, an apparent
minimum occurs about the
same time. The minimum
DO appears to be
significantly lower for
lakes than for streams.
Studies investigating the
ecosystem metabolism of
Emerald Lake measured
DO at diel time scales
over the ice free seasons
of 2007 — 2009 (Sadro et

al. 2011a, Sadro et al. 2011b). During the period of lake stratification, the epilimnion did not
deviate much from 100% saturation. The metalimnion often had the highest DO concentrations
throughout the water column, corresponding to sub-surface chlorophyll-a maximum. And
although the benthos was consistently heterotrophic, DO within the hypolimnion remained near

saturation in the 10-m deep lake.

Mixing as a source of oxygen is consistent with the observation of minimum DO lower in lakes
compared with streams. However, additional monitoring is needed to determine whether nutrient
enrichment is occurring. Collection of nutrient data could identify where action may be taken in
response to unfavorable trends before adverse conditions develop. Lakes in SEKI are most at risk
of low DO, especially during winter months where steam flows are near minim, ice-cover
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prevents photosynthesis,
and respiration is the
dominant metabolic
pathway. There is very
little data on DO in lakes,
especially during winter
months when under-ice
minima are most likely to
occur. Monitoring DO in
lakes is important to
properly assess their
condition and identify
potential risks currently
existing or that may
develop in the future.

Temperature

The seasonal temperature
peaks for streams in July
and in August for lakes
(Figure 9). The maximum
temperature for streams is
15 °C and 16 °C for
lakes. The minimum
temperature for streams is
4 °C occurring in
December, and less than
1 °C in lakes occurring in
January. Because of the
lack of long term data
sets and profiles for the
lakes, no significant
trends could be identified.
Lake stratification can
occur in winter because
fresh water has a
maximum density at
about 4 °C.

Temperature changes are
greatest at higher
elevations where ice
forms over lakes in
winter, rocks absorb
sunlight and raise the
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Figure 8. Seasonal mean dissolved oxygen concentration. Lakes are red
triangles, streams are blue circles.
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Figure 9. Seasonal mean water temperature with standard deviation.
Lakes are red triangles. Streams are blue circles.

temperature of shallow lake waters. These conditions provide a wide range of environments that
can support a variety of organisms that may be adapted to local conditions. Some of these
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organisms may be more sensitive than others to temperature changes, and may not have
sufficient mobility to seek alternative locations that are more suitable. Different species are
adapted for survival within a range of environmental conditions.

The mean temperature of ROMO lakes at an average elevation of 3260 m was 9.5 °C, ranging
from 1.7 to 19 °C from mid-July to late October. Figure 9 shows SEKI lakes have approximately
the same mean temperature as ROMO lakes during the same period of time.

Specific conductance
Specific conductance is a measure of ionic strength in water and inversely as an indicator of
dilution. lon content varies seasonally, in general terms, ionic content is more dilute in spring
during snow melt, and more concentrated in early fall as water flow is minimized. When runoff
derived from melting snow is minimal, water properties are more strongly influenced by
groundwater contributions
and bi0|Ogica| Sequoia_and Kings Canyon National Parks National Park Service _

R R . California U.S. Department of the Interior
contributions stimulated
by higher temperatures
and more sunlight. lons
mainly originate from
weathering of rock
(Stoddard 1987) and
contact with soil (Meixner
et al. 2004b). Some are
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Figure 10 shows specific
conductance (SpCond)
with features similar to
ANC. This observation is
not surprising since the
highest concentration
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specific conductance are
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lower elevations. Certain Figure 10. Mean specific conductance. Lakes are triangles, streams are
locations have higher circles, values proportional to area. Elevation bands (1000 m) are

SpCond that subsequently represented by different colors.

5 10 Kilometers

20



appears to be later diluted by other water joining the stream. Such areas are near Mineral King,
the SNP Headquarters, the acidic lakes region of KNP, and the upper Kern. The higher SpCond
observed in more remote locations may be due to mineral leaching from metamorphic rock. The
lower elevation locations may have higher SpCond either due to anthropogenic causes or a large
influx of groundwater which is especially likely given the impermeable granitic plutons
underlying SEKI and the significant elevation change over a short distance in the location.

The mean SpCond in ROMO lakes is 21.0 uS cm™, approximately 4 times the mean SpCond of
SEKI lakes. In both ROMO and SEKI, the SpCond is mainly due to ANC bicarbonate,
carbonate, and cations. In other words, low SpCond corresponds to low ANC, and low hardness
as well, or the conmbined concentration of Mg** and Ca”* (see below).

Turbidity

Increased turbidity can be
due to higher amounts of
suspended sediments,
dissolved colored humic
substances, or algae. The
presence of algae can be
measured by quantifying
chlorophyll in the water
sample. Unfortunately,
there are no records
containing chlorophyll
concentration data for
SEKI in the SIEN
database.

Turbidity records in the
SIEN database indicate
that high-elevation lakes
have turbidity higher than
the surrounding streams
(Figure 11). It is important
to resolve these different
contributions to turbidity
in order to determine
whether turbidity is due to
algal growth or fine
suspended particulates.

Nutrients

Nitrate, ammonium, and
phosphorus are
transported as particulates
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Figure 11. Mean turbidity. Lakes are triangles, streams are circles,
values proportional to area. Elevation bands (1000 m) are represented
by different colors.
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or dissolved in water droplets (clouds) through the atmosphere and deposited dry or in
precipitation (King Jr. et al. 1998). HNO3;, HNO, and ammonia may be transported in a vapor
phase at higher concentrations than particulates (Bytnerowicz et al. 2002). These nutrients are
used for crop production in the San Joaquin valley can potentially support abnormal growth of
algae and bacteria that can threaten other aquatic life in high elevation lakes and streams (Vicars
and Sickman 2011),and reduce biodiversity (Das et al. 2008). Some species of cyanobacteria
produce toxins that can impact not only the aquatic species in the lake, but also the non-aquatic
species feeding around the lake margins (Mez et al. 1998, Graham et al. 2008). Anaerobes
convert nitrate to ammonium, reduce metals, produce methane (Bodelier and Laanbroek 2004)
and hydrogen sulfide (Jorgensen and Postgate 1982).

Nitrogen and phosphorus are typically of limited availability in granitic rocks. Weathered
granites contain higher levels of nitrogen (Stevenson 1962). Extrusive igneous rocks may contain
reduced nitrogen. Carbonate rocks (e.g. limestone or karst), may contain phosphates, and apatite
inclusions are possible in igneous rock. Metamorphic rocks derived from marine sediment are
found in the Sierra Nevada (Stevens and Greene 1999). Sierra Nevada bedrock has been
investigated as the source of nitrate (Holloway et al. 1998). Nitrogen was found in phyllite, slate,
biotite schist, metavolcanic breccia, and greenstone at 250 to 1000 mg N kg™. Moreover, nitrate
concentrations measured in water samples correlated with bedrock lithology where the samples
were collected. Several of these rock types are known to be present in roof pendants within
SEKI.

Nitrogen- and phosphorus-containing fertilizers are applied to crops in the San Joaquin valley.
Kratzer and Shelton conducted a water quality study of the San Joaquin valley from 1965
through 1985 (Kratzer and Shelton 1998). During this period, approximately 180,000 tons of
nitrogen were used annually in Fresno, Tulare, Kings, and Kern counties. At the same time,
approximately 27,000 tons of phosphorus were applied annually. Tens of thousands of tons of
manure containing nitrogen and phosphorus are also produced in two of these counties and a few
others farther north. Nitrogen contamination from manure usually affects groundwater and
downstream surface water. Krauter, et al., note that half of the ammonia releases in California
come from fertilizer applied in the four counties listed above (Krauter et al. 2002). They estimate
2.4% of fertilizer tonnage is released as ammonia into the air. The fraction of urea and organic
nitrogen in manure converted to ammonia depends on decomposition conditions. Kirchmann,
and Witter, found that less than one percent of nitrogen was volatilized as ammonia during acidic
anaerobic decomposition of agricultural waste, in contrast with to 9 to 44% of nitrogen under
alkaline aerobic conditions (Kirchmann and Witter 1989). Bytnerowicz, et al., found ammonia
and nitric acid are deposited in SEKI at levels that decrease significantly with elevation
(Bytnerowicz et al. 2002). The authors concluded that atmospheric deposition of these nutrients
could significantly impact forests and meadows; however, these nutrients could not be detected
in stream outflows. Nutrients associated with particulates peaked just below 2000 m, in amounts
less than the gaseous nutrient peak levels at 500 m.

Nitrogen

Atmospheric deposition of nitrate, ammonia, and ammonium (in particulate matter) has been
measured in SEKI after transport great distances from their sources (Bytnerowicz et al. 2002,
Fenn et al. 2010, Saros et al. 2011). The majority of this material is deposited at lower elevation
in forests and meadows. Isotopic studies indicate the majority of nitrate is acquired through
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biological activity in soils (Sickman et al. 2001, Ohte et al. 2004). Stoddard found the seasonal
variation of alkalinity depended on the weathering of granodiroite around Gem Lake (Stoddard
1987). Calculations based on ionic proportions expected from bedrock were most consistent with
observations. Nitrate ions were not included because nitrate was not expected from the bedrock
around Gem Lake.

Metamorphic rocks, derived from marine sediments, are found in SEKI (Saleeby 1979), and
elsewhere in California (Stevenson 1962, Dahlgren 1994, Holloway et al. 1998, Stevens and
Greene 1999, Holloway and Dahlgren 2002, Holloway and Smith 2005). These rock types are
known to contain inorganic nitrogen that can leach into surface water. In some locations, nitrate
derived from bedrock may account for 30 to 50% of total soil nitrate in a California oak
woodland, and in the
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of nitrate observed were above 3000 m in KNP near Mt. Pinchot, in the same region where high
sulfate and the lowest pH values were measured. As noted above, the presence of metamorphic
rock can cause water parameters to diverge from those expected in basins composed of granitic
rock. SIEN database records indicate nitrate concentrations vary by two orders of magnitude
within a small geographic region with limited soil. Areas with high nitrate concentrations can be
located near areas with low nitrate concentrations, and may have little soil. These observations
are most consistent with rock as the source of inorganic nitrogen, rather than atmospheric
deposition or nitrogen fixation.

In the Mt. Pinchot region of KNP where high nitrate concentrations were observed, ammonium
levels are low (Figure 13). Nitrification of ammonium occurs in aerobic conditions, and
denitrification occurs in anoxic conditions (Downes 1988, Dahlgren 1994). Depending on the
dissolved oxygen
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LY occurred in lakes before snow melt (see Appendix). The pre-snowmelt ammonium peak
suggests either there is a region of hypoxic conditions in lakes during winter, or microbial
nitrification is slow due to low water temperature. The mean inorganic nitrogen concentration
rises during September and October in both lakes and streams during peak temperature and
minimum flow. Although snowpack ammonium concentrations can exceed nitrate, ammonium
export downstream from snowpack was negligible (Sickman et al. 2003).

The highest ammonium concentrations observed in SEKI occurred in the Mineral King area in
the southern border region of SNP (Figure 13). This area has metamorphic rock, however, it was
also the center of mining activity and the area is still inhabited. Sites where water samples were
collected are located at elevations above the inhabited areas. Ammonium concentrations
downstream of the sample sites and inhabited areas are lower.

SIEN database records from reference lakes and streams indicate no significant trend of altered
nitrate levels from 1983 to 2003 (Figure 14). Topaz Lake appears to have an episode of high
nitrate; however, the median values are all comparable. The solitary high nitrate mean value for
Marble Fork in 2001 is probably not representative since it was calculated from only two
observations that year, far lower than any other year. Similarly, reference lakes and streams do
not exhibit any trend for altered ammonium concentration over the same period (Figure 15).
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Figure 14. Mean nitrate concentrations in reference lakes and streams from 1982
to 2002. Median values are shown as dark horizontal bars. Note: Topaz out Nygge=1,
average N=13 for all years.
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Figure 15. Mean ammonium concentrations in reference lakes and streams from 1982 to
2002. Median values are shown as dark horizontal bars. Note Marble Fork in 2001: Nygo1=2,
average N=32 for all years.

The presence of ammonium can interfere with the digestion and conversion of methane to CO,
by methanotrophic bacteria (Bodelier and Laanbroek 2004). In an oligotrophic lake, additional
nitrogen can stimulate methanotrophs; however, in eutrophic waters, dissolved oxygen can be
depleted leading to reduction of methanotrophs and increased methane emission. The addition of
phosphorus, when limiting, can stimulate methanotroph growth.

The mean concentrations of nitrate and ammonium in ROMO lakes were higher than SEKI. For
nitrate, ROMO lakes had a mean nitrate concentration of 0.5 mg L™ ranging between 0 and 7.4.
ROMO nitrate level in lakes was approximately an order of magnitude higher than SEKI lakes.
ROMO lakes had a mean ammonium concentration of 0.03 mg L™ ranging from 0 to 0.6 mg L™,
about 3-fold higher than SEKI lakes.

Phosphorus

High levels of nitrate may not lead to algal or bacterial overgrowth of lakes if another nutrient,
typically phosphorus, is limiting (Sickman et al. 2003). Phosphorus may leach from rock. Many
karst formations around the world contain apatite, or karst phosphorite. Carbonate fluorapatite is
the final stage in P capture in marine sediments (Filippelli and Delaney 1996). Apatite is also
found in granitic rock (Gasquez et al. 2005).

The highest concentrations of phosphorus measured in SEKI water were located around Mineral
King and the Kaweah Middle Fork basin lakes and the river itself (Figure 16). This higher
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Figure 16. Mean phosphate concentration. Lakes are triangles, streams
are circles, values proportional to area. Elevation bands (1000 m) are
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phosphate concentration is
consistent with the
presence of roof pendant
metamorphic rock in part
of SNP. The
concentrations of P are
approximately 10-fold
higher in the Kaweah
Middle Fork than any
other streams except for
the Kaweah South Fork
near Mineral King.

Phosphorus is limiting
when the N is more than
15-20 times the
concentration of P.
Sickman, et al., found
Emerald Lake was at
times N-limited or P-
limited from 1983 to 1999
depending on factors such
as the amount of
precipitation in a given
year (Sickman et al.
2003). They determined
the largest reservoir of P
is lake sediments and soils
around Emerald Lake.
Atmospheric deposition
and export are
approximately balanced.
WACAP sediment core

data indicate phosphorus levels have increased slightly (approx. 0.1 to 0.2% per year) over the
preceding 150 years in Emerald Lake and in Pear Lake over the preceding 800 years.

Penn, et al., found phosphorus is seasonally mobile in sediments depending on factors including
pH, dissolved oxygen, and the presence of Fe** or Ca®* (Penn et al. 2000). In anoxic conditions
and lower pH, phosphorus is most readily released from Onondaga Lake (NY) sediments, and

very poorly released under oxic conditions.

Reference lakes and streams do not indicate any consistent trend for altered phosphorus
concentration (Figure 17). Most mean values are comparable, and all median values are roughly
the same. The Kaweah East Fork has higher P than other reference sites. The P concentration in
the Kaweah Middle and South Forks seems to fall as elevation decreases.
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The ratio of nitrogen to phosphorus in water determines whether nitrogen from the air is fixed by
microbes (Vitousek et al. 2002). If nitrogen is limiting in water, certain species of cyanobacteria
can outgrow other organisms and quickly raise the level of dissolved inorganic nitrogen. In
studies of nutrient additions to Canadian lakes, Schindler found that a lake fertilized for 6 years
with an N:P ratio of 14:1 by weight was dominated by a green alga and no nitrogen fixation was
detected (Schindler 1981). However, when the ratio was changed to 5:1, a bluegreen alga never
before seen in that lake appeared, and nitrogen fixation contributed 14% of the nitrogen in the
lake. Anoxic conditions produced in lakes containing dense blugreen algae resulted in the death
of trout before they could be harvested. However, the addition of ammonium nitrate to
phosphorus-rich lakes dominated by bluegreen algae allowed other species of aquatic plants to
grow, and eliminated fish kills.

Pesticides

Pesticides are man-made toxins that are not naturally present in SEKI lakes and streams at any
elevation. The concern is pesticides can be very slow to degrade and bioaccumulate. The US
Environmental Protection Agency (US EPA) has designated a number of substances as priority
pollutants, including pesticides. Studies of toxicity on vertebrates, invertebrates and plants have
served as the basis for establishing limiting concentration allowable for acute and chronic
exposure. In SEKI, some of these priority pollutants are exogenous man-made and deposited,
others may be natural and leaching from local terrain.
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The SIEN database contained records of pesticide measurements in five streams, however, only
one of these sites reported pesticide residues above the detection limit. Bradford, et al. (Bradford
et al. 2010), measured pesticide levels in 2003 over a period of five months in four lakes
distributed around the border of KNP. None of the reported pesticides was applied in the
mountains during 2003. Consequently, the only source of pesticides was airborne transport from
application sites in the San Joaquin Valley. Pesticide levels in sample sites reflected application

peaks with a lag of one to two weeks.
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Figure 18. Mean concentration of several pesticides. Lakes are
triangles, streams are circles, values proportional to area. Different
pesticides are represented by different colors. DDT has two isomers,
0,0’-DDT (left half) and o0,p’-DDT (right half). The yellow circles are
stream sites tested with no pesticides found above the detection limit.
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The Western Airborne
Contaminant Assessment
Project (WACAP)
attempted to provide a
broad assessment of water
quality and contaminant
presence in 20 National
Parks in 9 western states
(Landers et al. 2003).
Pesticide residues were
measured in water, snow,
lake sediments,
vegetation, fish, and
mammals. However, in
SEKI, the water related
samples consisted of
sediment cores from two
lake sites as shown in
Figure 18, Emerald and
Pear Lake. Core sections
were dated by the decay of
21%p (Robbins and
Edgington 1975, Appleby
and Oldfield 1978). The
WACAP studies
attempted to detect
numerous pesticides,
however, only a few were
found at levels above the
detection limit. The
pesticides found above
detection limits in SEKI
sites were DDT,
endosulfan, Aldrin (or
related Dieldrin),
Simazine, and Dacthal.
The apparent absence of
other pesticides may be



due to less abundant use, or more rapid degradation.

Records in the WACAP database reported DDT levels in lakes distinguishing between o,p'-DDT
and p,p'-DDT, however SIEN records did not. Similarly, endosulfan reported in WACAP was
endosulfan | and endosulfan 11, whereas the SIEN database reported endosulfan sulfate.
Bradford, et al., reported the sum of endosulfan I and Il. Consequently, we report endosulfan
with no distinction between subtypes (Figure 18).

Pesticides detected in sediment cores of Emerald Lake and Pear Lake in SEKI were found layers
dated prior to the first use of these pesticides. It appears pesticides must diffuse through
sediments or be transported via biological activity or other means. These are high elevation lakes
and can be subject to avalanches and rock falls, i.e. major mixing events. .

DDT

DDT is a chlorinated hydrocarbon insecticide. It was first synthesized in Germany in 1874.
Beginning in the 1940s, it had widespread use over a span of 30 years. In the United States, DDT
use peaked in the 1959, and was discontinued for use in agriculture in 1972. The two main
degradation products are DDE and DDD (USEPA 1980b). DDT has poor solubility in water, and
accumulates in fatty tissue. Consequently, bioaccumulation is a concern in predatory species at
higher trophic levels, e.g. ducks, and especially raptors. Biological concentration factors (BCF)
are calculated based on body mass. BCF values normalized to lipid content indicate a typical
20,000-fold concentration increase in fatty tissue from the environment, with over 50 percent of
the DDT-like content often composed of DDE. The one reported chronic toxicity study for
freshwater fish indicated an LCso of 0.74 pg L™ over the lifecycle of the fathead minnow. No
studies of chronic toxicity in invertebrates were reported. However, invertebrates generally were
more sensitive to DDT than fish in acute toxicity studies. US EPA established 0.001 pg L™ for
p,p'-DDT as the Criterion Continuous Concentration (CCC), i.e. the amount allowed for chronic
exposure in fresh water taking into consideration health effects on humans and wildlife (USEPA
2009b).

The levels of DDT in lake sediments appear to rise through 2002 in Emerald Lake (Figure 19).
Simple diffusion seems unlikely as an explanation for the continued increase in DDT
concentration observed after the 1970s. It is unlikely that DDT levels increased through illegal
use. The DDT, Aldrin, and Simazine concentration values reported in the WACAP database
records multiplied by a constant factor are identical, i.e. each pesticide data set maintains
constant ratios with respect to the others. This relationship strongly suggests the levels of these
pesticides were not independently determined. Consequently, these database records do not
demonstrate increasing levels of DDT in SEKI to 2002, but are likely an artifact of the analytical
method that did not distinguish between these pesticides. The reported DDT levels are
comparable at the Emerald Lake, Pear Lake, and Three Rivers sample sites in the SIEN and
WACAP databases.

Although DDT was first used in the United States in the 1940s, DDT in Pear Lake is reported to

be present in a sediment layer dated to 1925 at a concentration comparable to that found in
another layer dated to the 1960s. DDT was also reported in an Emerald Lake sediment layer
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Figure 19. Pesticide concentrations in sediments of Pear Lake and
Emerald Lake. Pear Lake samples are triangles, Emerald Lake samples
are circles. Note the DDT and Simazine data points are almost
coincident.
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Figure 20. Lead and mercury concentrations in sediments of Pear Lake
and Emerald Lake. Pear Lake samples are triangles, Emerald Lake
samples are circles. Lead values are in gold and navy, mercury samples
are in red and black.
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dated to 1892 at a
concentration comparable
to another layer dated to
1961. It appears DDT
must be mobile in lake
sediment.

The concentrations of lead
in the same sediment cores
may help understand the
limitations of the data
(Figure 20). Emerald Lake
is located near Pear Lake,
adjacent to each other at
nearly the same elevation.
Pear Lake has a large
broad Pb** peak around
1975, whereas Emerald
Lake has almost no peak.
Bioturbation should be
comparable in both lakes.
In contrast to Pear Lake,
snow avalanches at
Emerald Lake are
associated with steep
terrain to lake level
(Leydecker et al. 2001).
Avalanches pushing
through the winter ice may
disturb lake sediments.
Physical disturbance of
Emerald Lake sediment
appears to be a more
likely explanation for the
consistent difference
between all Emerald and
Pear Lake sediment
records examined.

DDT is found at greater
than 4.0 ng g™* in fish lipid
fraction within ROMO.
The levels are higher on
the east side of ROMO,
consistent with
atmospheric deposition



from local sources near an urban area. WACAP data indicate the mean mercury level in the lipid
fraction of SEKI fish is a little above 6 ng g™ in 20 fish taken from 2 lakes.

Simazine

Simazine, a herbicide and algaecide, is in the triazine class first used in 1956, with almost one
million tons used per year on fruit and nut crops in California (USEPA 2006). It is moderately
soluble in water (3.5 mg L™ at 20 °C), and is sufficiently volatile that significant atmospheric
deposition occurs many miles from the point of use. It may accumulate in a microlayer on the
water surface where photodegradation can occur (Pease and Nguyen 2005). Simazine is
persistent in anoxic conditions such as aquatic sediments and soils. The half-life in aquatic
sediments is estimated to be 664 days. Simazine is not listed as a priority pollutant by EPA.

Simazine was detected in Emerald and Pear lake sediments at approximately 10° mg L™
(Figure 19). Bradford, et al., found Simazine at slightly lower average levels in all four lakes.
Although the Simazine concentrations reported in the SIEN database were orders of magnitude
below the expected toxic level, Bradford, et al., demonstrate the acute nature of pesticide
deposition. Lake levels of pesticides increase in days or weeks following pesticide application in
the agricultural areas of the San Joaquin Valley. Pesticide levels may rise rapidly; however, the
measured pesticide quantities quickly return to low levels. The peak Simazine concentration
never exceeded 4 x 10°® mg L™ in the four lakes. Consequently, Simazine appears to be well
below the levels of concern at the sites tested in SEKI. However, these sites are located at
relatively high elevation. If deposition is higher at lower elevations, then the impact of Simazine
could be more significant in some locations. Simazine may have a greater impact on sensitive
species than suggested by the acute and chronic effects studies described below.

Fish kills have been evaluated by US EPA. They concluded the level of Simazine required in
water for fish kill is 1 part per million. However, a toxic effect on endocrine function in male
salmon has been reported at 0.1 parts per billion (ug L™). Native rainbow and Kern golden trout
are related species (genus Oncorhynchus) and may have similar sensitivity to Simazine.

US EPA studies confirm Simazine has low toxicity in freshwater fish and invertebrates; with an
estimated acute toxicity LCsq greater than the solubility of Simazine in water. Fish kills due to
Simazine occur indirectly. At a Simazine concentration lethal to phytoplankton and other
photosynthetic organisms, fish death occurs as a result of an acute drop in dissolved oxygen, and
not any direct toxic effect on fish. However, a study of Atlantic salmon indicated disruption of
male response to female pheromones as low as 0.1 pg L™ Simazine. Although there are no
studies demonstrating chronic toxicity of Simazine in fish or invertebrates, a related compound,
Atrazine, has been shown to produce endocrine-related effects in frogs.

Endosulfan

Endosulfan is a cyclodiene insecticide, commonly used around the world on cotton, coffee, and
tea crops. It is produced with two isomers (I and 11), not stereoisomers. They are metabolized by
various bacteria, plants, and animals mainly to endosulfan sulfate (USEPA 1980c, 2010). It is
unknown which if either isomer is more toxic; they likely interconvert spontaneously, with ratios
dependent on steric factors. These three compounds are practically insoluble in water, and have a
high potential for accumulation. EPA currently lists these three forms of endosulfan as priority
pollutants.
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In 2010, US EPA decided to phase out the use of Endosulfan in the United States. Depending on
the use type, last use dates in the United States range from 2012 to 2016 (Keigwin 2010). US
EPA documents indicate endosulfan is more toxic to freshwater fish than to invertebrates. Other
studies indicate temperature impacts toxicity. For example, endosulfan had three-fold higher
toxicity in rainbow trout at 10 °C compared to 1.5 °C. One freshwater plant study demonstrated
Chlorella, an alga, was able to tolerate very high concentrations of endosulfan (2000 pg L™) with
some growth inhibition. US EPA established 0.056 pg L™ for Endosulfan as the CCC (USEPA
2009b).

The WACAP database records show endosulfan was detected in the water of Emerald and Pear
Lakes at less than 0.0005 pg L™ . In the four lakes studied by Bradford, et al., the acute levels of
endosulfan never exceeded 0.002 ug L™. As an approximate baseline, 12 out of 20 measurements
were below 0.0001 pg L™ in samples collected from June to October 2003. Although studies are
limited, acute endosulfan levels in SEKI at high elevation have come within one order of
magnitude below the EPA recommended limits of chronic exposure.

Aldrin - Dieldrin

Dieldrin and Aldrin are related chlorinated hydrocarbons that interconvert in soils and through
liver action. Dieldrin is produced by oxidation of Aldrin. Dieldrin is estimated to be one order of
magnitude more toxic to fish than Aldrin. Dieldrin is acutely toxic as low as 0.5 pg L™ for
freshwater aquatic organisms. The chronic toxicity is comparable, about one order of magnitude
lower concentration, or approximately 0.05 pg L™. EPA set the MCL for Dieldrin averaged over
24 hours at 0.0019 pg L™ in fresh water, and the level should never exceed 0.71 pg L™. Aldrin
MCLs were set slightly higher.

Aldrin is naturally converted to Dieldrin in the environment, both are listed by EPA as priority
pollutants. Most uses of both pesticides were discontinued in 1974 and all uses in 1987 (USEPA
2001). Dieldrin is one of the most stable cyclodiene insecticides (Schatzow 1980). US EPA
established 0.056 pg L™ as the CCC for Dieldrin (USEPA 2009b). Dieldrin concentrates in fatty
tissue. Salmonid fish are particularly sensitive, indicating the native rainbow and Kern golden
trout are at risk. Regular consumption of contaminated fish may pose a human health risk.

Dieldrin and Aldrin were found below 0.001 pg L™ in SEKI lakes, as reported in the SIEN and
WACAP databases, approaching the EPA CCC limit. These levels were measured more than
twenty years ago; however, Dieldrin is persistent. Although it may be altered by some species of
bacteria, Dieldrin establishes equilibrium concentrations in sediment, water, and biota,
maintaining stable levels at a given location. Given the limited amount of sampling, it is possible
that Dieldrin may have established an equilibrium concentration in some locations harmful to
biota. Additional information is needed.

WACAP data indicate Dieldrin was found in ROMO fish lipid fraction at 0.09 pg g™, and in

SEKI fish at 0.06 ug g™. In both ROMO and SEKI, the respective values were determined from
a total of 20 fish taken from two lakes.
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Toxic metals

Several metals are listed by US EPA as priority pollutants. These include mercury, lead, zinc,
copper, and cadmium. Other metals not listed as priority pollutants may also be toxic to biota in
SEKI. Many of these metals either leach from rock. Some metal pollutants are known to be
deposited in forests through atmospheric transport (Rea et al. 2001). These include mercury,
lead, zinc, cadmium, copper, and aluminum, and have among the highest flux. The solubility of
metals bound in lake sediments can be affected by the presence or absence of dissolved oxygen
in and near the sediment surface (Gantzer et al. 2009).

Mercury

Mercury is listed as a priority pollutant by US EPA. Mercury is naturally present in California
mineral deposits as cinnabar, and gold ore (USEPA 2003). Today, mercury is only produced as a
secondary product of gold mining. All mercury ore mines have been closed. It is preferable to
recover mercury from gold mining rather than leave it in the tailing to contaminate surface and
ground waters. Former mercury mining areas are heavily contaminated, such as New Almaden
and Clear Lake. Elsewhere, mercury contamination has occurred through local use for industrial
purposes. Mercury is transported through the atmosphere and deposited in remote areas
including SEKI. Deposited inorganic mercury can be converted to methylmercury which is
readily taken up by organisms.

Mercury metal is very poorly soluble in water, and has very low vapor pressure (USEPA 1980g).
Mercurous (Hg") salts are not very soluble, and are much less toxic than mercuric (Hg®") salts
which are very soluble. In some locations, surface waters can naturally contain mercury as high
as 70 pg L™ (USEPA 2007c). The normal ambient Hg in the atmosphere is about 20 ng m™.
Methylmercury is produced by bacteria and fungi in the upper layers of sediments and suspended
organic matter, acting on the mercuric ion. The mercuric ion is produced from mercury metal
(Hg®) through interactions with organic matter. Hg® is also oxidized to Hg®* in the atmosphere
within water droplets. Bacterial production of dimethyl mercury ((CH3),Hg) is favored over
monomethyl mercury (CHsHg") in high pH environments. Dimethylmercury is more volatile.
Microbial resistance to Hg toxicity involves demethylation of methylmercury to Hg?*. A wide
variety of bacteria and fungi reduce Hg®* to the metal.

US EPA established 0.77 ug L™ (total Hg) for mercury and methylmercury as the Criterion
Continuous Concentration (CCC) (USEPA 2009b). The CCC is based on measurements of total
recoverable metal (USEPA 1996). It assumes a fraction is adsorbed to particulate material and
the remainder is dissolved, and a translation factor is applied. US EPA states the CCC based on
total metal may not be sufficiently protective if a large fraction of total mercury is
methylmercury.

Mean mercury levels in SEKI taken from the SIEN database are shown in Figure 21 and 22A.
The highest levels were found in Three Rivers, an inhabited area outside of SNP. These samples
were collected from 1973 through 1987, usually two to three times per year. The mean value of
0.85 pg L™ is above the CCC. However, Figure 22A shows the mean mercury level remained
below the CCC after 1982. Much higher mercury values were measured at Three Rivers between
1974 and 1978 in 3 of the 5 years. Figure 20 shows Hg levels at various dated layers in sediment
cores taken from Emerald Lake and Pear Lake in SNP as reported in the WACAP database. The
mercury levels appear to peak during the 1970s and decrease to the present in Pear Lake. This
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Figure 21. Mean mercury concentration. Lakes are triangles,
streams are circles, values proportional to area. Elevation bands
(1000 m) are represented by different colors. Two higher elevation
sites, located near the Marble Fork just below the KNP boundary,
were derived from snow measurements taken from WACAP
records. One site in KNP had much lower Hg levels.

trend is almost identical to
the world mercury
production over the last
century (Schuster et al.
2002).

There is concern that
mercury produced in Asia
could reach SEKI,
transported as vapor,
adsorbed to dust, or carried
in water droplets. Recent
modeling by Dastoor and
Larocque

(Dastoor and Larocque
2004) suggests mercury is
deposited within a few
hundred to a few thousand
miles of the location where
it is produced. These
results suggest most
mercury produced in China
and Japan is not
transported as far as
California, and that
mercury produced within
the state is the major
source of mercury
deposited in SEKI.
However, metallic mercury
deposition may be higher
in forests through leaching
into foliage (Rea et al.
2001).

In 1995, the current standards were developed based on studies of acute and chronic effects on
aquatic species. There were few chronic studies of mercury performed. The CCC value was
based on studies of invertebrates. For vertebrates, no chronic studies were performed. Instead, a
mean acute-chronic ratio was applied to the acute studies to estimate the appropriate chronic
levels. The acute species mean values are approximately 240 and 275 pg L™ for Rainbow trout
and Coho salmon, respectively. The estimated chronic value is approximately 0.4 ug L™, which
is lower than the CCC (see above). Thus, the established CCC may not adequately protect these
species. These limited studies and the levels of mercury measured at sites in SEKI suggest
mercury is potentially impacting sensitive species in SEKI, and more monitoring is needed.
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Figure 22. Mean mercury concentration (A) and mean lead concentration (B) measured in reference
streams in SEKI. Median values are shown as dark horizontal bars.

The Pear Lake sediment data also are in general agreement with measurements taken from Three
Rivers as described above (Figure 17). Emerald Lake mercury measurements from sediments do
not exhibit any significant peak as observed in Pear Lake. This difference may be explained by
snow avalanches at Emerald Lake producing disturbances of lake sediments (discussed above).
Only total mercury was reported in the SIEN database. Shanley, et al., observed that
methylmercury maintained a constant ratio with total mercury in diverse streams sampled
repeatedly, suggesting a common origin for both mercury and methylmercury (Shanley et al.
2008). Measurements of total mercury may be adequate for routine assessment. However, in
studies of toxicity or bioconcentration, it may be necessary to know the mercury concentration in
forms most readily taken up by organisms, e.g. methylmercury versus mercury metal.

Mean mercury levels at other locations in the Kaweah basin were within one half of one order of
magnitude below the CCC. Most of these sites were at an elevation under 1000 m. Mercury data
were collected between 1971 and 1994. In KNP, far lower levels of mercury were measured at
one site. Nutrients may support the growth bacteria and fungi that could mobilize mercury from
sediment layers, convert mercury metal to mercuric ion, and subsequently into methylmercury.
As noted above, methylmercury is more likely to be produced in slightly acidic water, which is
found at higher elevation. Krabbenhoft, et al., found that high elevation lakes with lower pH and
oligotrophic condition did not produce as much methylmercury as might be predicted
(Krabbenhoft et al. 2002). They note major producers of methylmercury are sulfate reducing
bacteria, growing in anoxic or low dissolved oxygen conditions. The three limiting factors in
methylmercury production are sulfate, a carbon substrate, and Hg?*. These factors may become
non-limiting at lower elevation. Mercury in 'natural waters' is expected to be less than 10 ng L™.
SIEN records indicate only one site in KNP has been tested for mercury, and few sites above
1000 m in SNP have mercury data. Additional testing is needed to accurately assess the potential
impact of mercury in SEKI.

WACAP data indicate mercury in fish in ROMO is 0.07 pg g™ for a total of 20 fish taken from
two lakes. The corresponding data for SEK1 is 0.11 pg g™ wet weight for 20 total fish also taken
from two lakes. Two factors that could account for the slightly higher mercury levels in SEKI
compared with ROMO may be closer proximity to urban sources of mercury and being located
more frequently downwind from such sources.
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Lead

Lead is a priority pollutant. Lead entering ordinary surface waters from natural sources is not
readily transported, because free lead forms insoluble compounds as a sulfide, with sulfate, and
carbonate, or may be adsorbed by iron compounds (USEPA 1980d). When not in one of these
forms, lead solubility varies strongly with pH from 0.001 mg L™ at pH 9.0 to 10,000 mg L™ at
pH 5.5. Lead is deposited as dust and in precipitation after being transported through the

atmosphere, often great distances from the source.

Studies of vertebrates and invertebrates demonstrated acute and chronic lead toxicity can be
reduced by more than 90% as water hardness increases (Ca** and Mg?* content) (USEPA 1984)
due to cation competition (USEPA 2007b). Other ions such as hydroxide, and carbonate may
also reduce toxicity. US EPA established the CMC for lead as 65 pg L™, and the CCC as 2.5 g
L™, in water having a hardness of 100 mg L™ (USEPA 2009b). The dependence of lead toxicity

on hardness is shown in Figure 23.
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Figure 23. Acute and chronic lead toxicity dependence on hardness, mg
L™ as CaCOs. The criterion maximum concentration (CMC, acute toxicity)
is red. The criterion continuous concentration (CCC, chronic toxicity) is
green. Curves produced from equations provided by the US
Environmental Protection Agency (USEPA 1996).

The standard US EPA
CMC and CCC are
defined at 100 mg L™
hardness as CaCOs.
However, hardness in
SEKI rarely reaches 100
mg L™ (Figure 24). SEKI
lakes typically have 4 mg
L of hardness, and
streams have
approximately 20 mg L™.
Low hardness may allow
lead to produce toxic
effects well below the
standard CMC and CCC
(Figure 23). The
corrected CMC and CCC
for lakes at 1 mg L™
hardness would be
approximately 0.33 ug
L and 0.01 pg L™,
respectively. Streams are
somewhat protected by

hardness at 10 mg L™, with estimated CMC and CCC at 4.9 pg L™ and 0.19 g L™, respectively.
Consequently, atmospheric deposition in SEKI could deliver metals, some of which would have
higher toxicity due to the low hardness concentrations in SEKI lakes and streams.

Lead was found in SEKI lake sediment cores (Figure 20) and water samples collected from
streams (Figure 25), and is reported as mean lead levels from SIEN database records. The
highest levels were found in Three Rivers, an inhabited area outside of SNP. These samples were
collected from 1973 through 1987, usually two to three times per year. The highest
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Figure 24. Mean hardness, mg L™ as CaCOs in SEKI. Lakes are

triangles, streams are circles, values proportional to area. Colors indicate

the elevation band where the sample was collected.

mean lead concentration,
15 ug L™ measured at
Three Rivers, was 6-fold
above the CCC. Most of
the other low elevation
mean values were also
above the CCC.

Figure 19B shows the
mean and median lead
levels were consistently
above the CCC,
sometimes by more than
an order of magnitude.
However, since SEKI
waters are relatively soft,
the calculated lead CCC
values using local average
hardness range from 0.01
t0 0.59 ug L™ in SEKI
(see Toxic metals in
Assessment).

Lead levels were
measured in dated layers
of sediment cores taken
from Emerald Lake and
Pear Lake in SNP, as
reported in the WACAP
database (Figure 20).
Viewed over time, lead
levels appear to peak
during the 1970s and
decrease to the present in
Pear Lake. These data are
in general agreement with

measurements taken from Three Rivers as described above. In addition, the Pear Lake sediment
data suggest that lead deposition from atmospheric transport may be decreasing, perhaps due to
the removal of lead from gasoline. It is difficult to assess the impact of lead in SEKI with the

limited data available.
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Figure 25. Mean lead concentration. Lakes are triangles, streams are circles, values
proportional to area. Elevation bands (1000 m) are represented by different colors.

Aluminum
Aluminum is a non-priority pollutant as defined by US EPA (USEPA 2009b). Federal standards

for aluminum specify a pH range of water from 6.5 to 9.0 based on hydrogen ion standards to
protect organisms. The CMC and CCC for aluminum are 750 ug L™ and 87 pg L™, respectively,
as total recoverable metal. US EPA uses acid soluble aluminum to determine total recoverable
aluminum. Figure 7 shows the pH values measured in SEKI in various lakes and streams. It is
apparent that several high elevation lakes are well below pH 6.5. The SIEN database records
indicate 38% of lakes and 6% of streams had mean pH measurements below pH 6.5. These are
natural pH values, and not the result of acid rain.

Some Al levels reported in the SIEN database are above the CCC and CMC. However, these

samples were collected at pH values below 6.5 and often in unfiltered water samples (Figure 26).
Aluminum solubility increases under acidic conditions (USEPA 1988) and basic conditions,
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aluminum also forms. polymers with hydroxide ions (Parks 1972). In SEKI, 21% of lakes in the
SIEN database had mean pH below pH 6.2. The highest concentrations of aluminum were found
in the most acidic lakes and streams (Figure 26). Furthermore, SIEN data are consistent with the
dependence of aluminum solubility on pH (Figure 27). No inference can be made regarding
toxicity for samples having a pH outside the range specified for the CCC.
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Figure 26. Mean Aluminum concentration. Lakes are triangles, streams are
circles, values proportional to area. Elevation bands (1000 m) are represented
by different colors.

There is an apparent temporal trend of increasing aluminum concentration in the SIEN reference
lakes and streams (Figure 28). The SIEN records indicate the aluminum concentration is rising in
the slightly acidic water of Emerald Lake compared with the neutral Kaweah River at Three
Rivers, with higher ANC. However, the median values of aluminum for reference sites never
exceeded the CCC. Additional monitoring is needed to determine whether there is a trend in
aluminum and identify possible toxic effects of aluminum on sensitive species.
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Figure 27. Mean aluminum concentration in SEKI lakes and streams. Lakes
are triangles, and streams are circles.
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Figure 28. Mean aluminum concentration in SEKI reference lakes (A) and streams (B). Median values
are shown as dark horizontal bars.

Zinc

Zinc is a priority pollutant. The CMC and CCC for zinc are hardness dependent, both 120 pg L™
at 100 mg L™ hardness. SIEN records indicate virtually all of the concentrations reported are
well below the standard CCC. However, when hardness values in SEKI are considered, the
corrected CMC and CCC for lakes at approximately 4 mg L™ hardness would be 7.7 pg L™,
each. Streams with an approximate hardness of 20 mg L™ would have CMC and CCC at 30 pg
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Rivers. Low levels of zinc were detected in the Kaweah above the Marble Fork and in the high
elevation lakes in this catchment (Figure 29).

Copper

Copper is listed as a priority pollutant by the US EPA. The CMC and CCC for copper are
hardness dependent; however, copper toxicity is being re-evaluated using a Biotic Ligand Model
(BLM) (USEPA 2007a) that seeks to set copper toxicity standards based on more detailed and
variable factors.

Using the standard EPA hardness dependent equations for copper, the CMC and CCC are 13 g
L™t and 9 pg L™, respectively at 100 mg L™ hardness. For SEKI streams at 20 mg L™ hardness,
the CMC and CCC would be approximately 2.9 pg L™ and 2.3 pg L™. For SEKI lakes, at 4 mg
L hardness, the values converge, both being 0.6 pg L™.
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Copper between about 1 and 10 pg L™ was found in waters of SEKI south of the Kings River, on
the Marble Fork of the Kaweah, and at Three Rivers. Low levels of copper were detected in the
Kaweah above the Marble Fork and in the high elevation lakes in this catchment

(Figure 30).SIEN records indicate virtually all of the copper concentrations reported from SEKI
sites are well below the standard CCC, and most are below the CCC corrected for hardness.
Since only 23 streams and 10 lakes were represented, additional measurements would help in
determining the potential impact of copper more accurately.
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Figure 30. Mean copper concentration. Lakes are triangles, streams are
circles, values proportional to area. Elevation bands (1000 m) are represented
by different colors.

Cadmium

Cadmium is a priority pollutant. The CMC and CCC for cadmium are hardness dependent, the
CMC and CCC are 2.0 pg L™ and 0.25 pg L™, respectively at 100 mg L™ hardness. SIEN records
indicate virtually all of the concentrations reported are well below the standard CCC. However,
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when hardness values in SEKI are considered, the corrected CMC and CCC for lakes at
approximately 4 mg L™ hardness would be 0.09 pug L™ and 0.03 pg L™, respectively. Streams
with an approximate hardness of 20 mg L™ would have CMC and CCC at 0.42 pg L™, and 0.08

pg L.
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Figure 31. Mean cadmium concentration. Lakes are triangles, streams

are circles, values proportional to area. Elevation bands (1000 m) are
represented by different colors.
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SIEN records indicate
virtually all of the
concentrations reported
are well below the
standard CCC. Cadmium
at 1 pg L™ was found in
waters of SEKI near the
Kings River, on the
Marble Fork of the
Kaweah, and at Three
Rivers (Figure 31). These
streams contain Cd at
more than an order of
magnitude above the CCC
corrected for hardness.
Given the limited
measurements for
cadmium, further
measurements of this
priority pollutant will be
needed to assess the
effects on biota in SEKI.



Analysis Uncertainty

For many water-quality parameters, samples were collected from different water bodies and at
different elevations in separate periods of time. In many cases, lower-elevation streams were
studied from 1951 through 1970. Higher-elevation lakes became a focus of study for several
years and higher-elevation streams studied in a separate period of years. As a result, relatively
few locations were consistently evaluated for long periods of time. Also, because sites within
certain elevation bands were studied exclusively for many years at a time, there is a strong
correlation of elevation with time, introducing systematic error. Consequently, it is important to
deconvolute the time and elevation dependencies of parameter variation. It is also important to
consider seasonal variation when estimating trends. Mean values and standard deviations are
reported for lakes and stream separately by month of the year.

From evaluation of parameter values, and plots of mean values at the sample locations on a map
of the Sequoia and Kings Canyon National Parks, we can determine that there are some locations
with distinct catchment properties as well as local differences. It is important to determine
whether these anomalies are produced by local conditions or whether they are produced by
exogenous factors that may be anthropogenic. We have attempted to correlate some of the
observations of these anomalies with known geochemistry using Geographic Information
Systems (GIS) data layers indicating the bedrock type in the vicinity of the anomalies. For
example, it is known that there are areas of karst within the parks that can be a source of
carbonate, calcium, and phosphate. Roof pendants (Filippelli and Delaney 1996, Stevens and
Greene 1999, Snow and Scherer 2006) in the Parks can be sources of minerals and salts, for
example nitrate, that do not occur in granitic rocks making up the majority of the high elevation
terrain.

It is evident from SIEN database records that some parameters samples could not be measured
accurately or at all in the concentration ranges necessary to assess the impact of the parameter.
This limitation is likely due to insufficient technical capability, since lowest measured values
often decreased over time. For the parameters in this challenging category, the SIEN records
often indicate sample values are known to be less than the indicated value, or below the detection
limit. In these cases, determining whether the parameters exceed critical levels has not been
possible or estimates were calculated with higher relative error.

Interactions with other focal resources

As discussed above, atmospheric deposition is the only source for pesticides in SEKI, and a
significant source of nutrients and toxic metals. There is also the potential of acid deposition in
sensitive low alkalinity lakes at high elevation which could result in a significant reduction in
pH. It now appears that this latter concern is unwarranted due to the policies enacted by the state
of California to severely restrict coal-fired power plants from operating. Toxic metals are also
released from burning coal. However, an analysis of mercury transport via the atmosphere
indicates that coastal cities appear to be significant sources of mercury, and likely of other metals
as well. Lead was released in large quantities via automobile exhaust when lead was a
component of gasoline. Since removing lead from gasoline in the mid-1980s, a major source of
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the toxic metal has been eliminated. Multiple potential stressors have been significantly reduced
through policy decisions.

Agriculture is a potential source of nutrients, pesticides, and metals. Organomercury compounds
were used historically as fungicides in rice crops, including the Sacramento Valley in California.
Large volumes of nitrate, ammonia, and phosphorus may be transported from the SJV to SEKI.
Pesticides are not used in SEKI, and must be transported and deposited wet or dry from the
atmosphere.

Water-quality parameters change significantly as water flows from high to low elevation where it
exits SEKI. A clear example is alkalinity, as described above. These changing characteristics of
water can have potentially impact organisms that depend on this resource for survival. Aquatic
organisms must survive in the waters they inhabit, and have limited options to seek out
alternative places to feed and reproduce. Atmospheric deposition of exogenous substances will
change the water chemistry of these high elevation aquatic systems and resulting ecosystem
changes should be monitored.
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Stressors

Air Quality

Air quality was considered a significant potential stressor impacting water quality and biota in
SEKI. Atmospheric deposition of acids, nutrients, toxic metals, and pesticides, has been known
to occur and in some cases have negatively impacted the natural environment in various regions
of the United States.

Measurements of pH in SEKI lakes and streams have not indicated any widespread impact of
exogenous acids. The most sensitive high elevation lakes have low alkalinity and are most
sensitive to acid deposition. However, in most cases lake pH reflects equilibrium with
atmospheric CO,. Local geochemistry seems to be sufficient to explain observed pH anomalies
(Figure 2).

Nitrogen and phosphorus nutrients are known to be carried from the San Joaquin Valley to
SEKI; however at least nitrogen deposition tends to be heaviest at lower elevation (Bytnerowicz
et al. 2002, Fenn et al. 2010). Local nitrogen fixation can exceed the rate of deposited nutrients
(Schindler 1981); nitrogen does not accumulate in catchments (Sickman et al. 2003), and
increased atmospheric nitrogen deposition is not expected to profoundly impact nitrate
concentrations at least at higher elevations (Meixner et al. 2004a). In the Sierra Nevada, nitrogen
compounds are known to leach into water contacting metamorphic rock derived from marine
sediments, and have been identified as the major source of nitrates in some watersheds
(Holloway et al. 1998, Holloway and Smith 2005). There are local sources of phosphorus such as
karst that result in localized elevated levels, especially around Mineral King (Figure 16).

Pesticides appear to have potentially severe impact on sensitive species in SEKI. Pesticides used
in agriculture in the San Joaquin Valley are deposited in SEKI (Bradford et al. 2010). Not all
pesticides pose a risk for SEKI, such as Simazine. However, certain pesticides that persist and
have toxic or reproductive effects are being discontinued, or already have been. Nevertheless, in
many cases, these substances persist in sediments and the food chain for decades. There has been
insufficient monitoring to accurately assess the impact of pesticides in SEKI, however the studies
that have been performed indicate levels of certain pesticides are in the range that can have
significant negative effects.

Toxic metals impacting SEKI can originate in local rock, or may be deposited from the
atmosphere after being transported long distances. Because of the dilute nature of SEKI high
elevation water bodies, toxic metals such as Pb* are of concern at low levels. Species may be
more sensitive to toxic metals in SEKI due to the low levels of hardness in SEKI water. Several
priority pollutant metals, such as Cu and Zn, have not been adequately sampled. There are
inadequate data for other toxic metals in the SIEN database.

WACAP records indicate lead, mercury, and cadmium were found in lake sediments. Metal
levels were measured in dated sediment layers. The levels seem to form a broad peak in the
undisturbed Pear Lake sediment with the highest levels occurring between 1970 and 1985 (see
Toxic metals in Appendix). Other metals measured in the same Pear Lake core layers,
manganese, copper, zinc, iron, and nickel, do not show similar broad peaks. Emerald Lake has
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sediments likely disturbed by avalanches; the corresponding broad peak for lead is barely
perceptible. It seems unlikely that leaching from rock would increase the concentration of some
metals and not others only for a few decades. These results seem to indicate that significant
exogenous metals were deposited in SEKI likely through atmospheric transport.

Climate Change

Clearly, climate changes could have a profound effect on water quality in SEKI. It is likely the
effects of climate change would be detectable as temporal trends observed in parameters such as
pH, temperature, and alkalinity. Despite an abundance of measurements within SEKI, a lack of
long-term data from single sites prevented us from drawing any conclusions regarding trends.
Regular monitoring at multiple representative fixed locations, frequently during the year, and
over multiple decades is necessary to obtain the data required to assess climate impacts.
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Assessment

In the SIEN database,
12,676 samples were
collected from 802 sites.
Of these, 466 sites were
placed in the twelve SEKI
HUC 10 units based on
UTM coordinates (Figure
32). These sites are only
marginally well
distributed around SEKI,
with an average of 38.8
+/- 39.2 sites in each HUC
10 unit. The minimum is
8, and the maximum is
136 sites, median 24.5.

Ideally, samples would be
collected frequently over a
long period of time at all
sites, and all parameters
would be measured in
every sample. Very few
sites had regular sample
collection over many
years, measuring a wide
range of parameters.
Typically, a limited set of
parameters was measured
in each sample.
Consequently, the number
of samples for any given
parameter could be very
different from the number
collected in another HUC
10 unit, or compared to a
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Figure 32. All water sample sites in SIEN database located in SEKI HUC
10 units. Colors indicate sites in different HUC 10 units. Numbers
indicate a convenient HUC 10 unit numbering scheme used in data
tables, not the actual designations.

second parameter measured in the same HUC 10 unit.

We selected certain parameters as representative of three condition categories. These were
standard water parameters, nutrients, and contaminants. Some parameters do not have clear
minimum or maximum values that would likely be exceeded. For example, water temperature
could reasonably vary from 0 to 40 °C. There is no clear standard for comparison. Although a
specific temperature range may be appropriate for the survival or reproduction of certain species,
this issue is beyond the scope of this assessment. In contrast, mercury toxicity studies do indicate
toxicity for a broad range of species. Mercury is not utilized in any biological process, and is
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purely a toxic contaminant. Whereas, different temperature ranges provide alternative habitat
conditions for different distributions of organisms to which they are more or less adapted.

We assigned a condition assessment for each HUC 10 unit in SEKI based on the number of
samples, the level of a parameter compared to a critical level, whether there was a significant
trend of improvement or degradation, and the confidence level of the assignments. Sample
numbers varied over three orders of magnitude for some parameters. Sample number was “low”
when less than 50 samples were measured in a HUC 10 unit, “medium” from 50 to less than 500,
and “high” for 500 and above, and served to indicate the confidence of the assessment. Trends
were calculated using fractional years to account for the sample date, estimated by linear
regression (Equation 1).

Linear Regression estimate of the Slope
Slope = {Z(x; * yi) - [ Z(x)) * Z(y)) 1/ N}/ {Z(x?) - [ Z(x) I*/ N} Eq.1

Mean year and level, and rate of change were determined for each parameter in each HUC 10
unit in which data were available. The standard error of the slope was used (Equation 2) to
determine the confidence of the trend (Equation 3).

Slope Standard Error
SEsiope = sart [ Z(yi - )%/ (n - 2) 1/ sqrt [ Z(x; - X)*] Eq. 2

Slope Confidence
Confgope = ABS [ Slope ]/ 3SEgjope Eqg. 3

When the estimated slope had an absolute value greater than three standard errors, the trend
confidence was greater than 95% non-zero. These significant trends were used in conjunction
with mean levels to further assess the condition. In other words, a significant trend was used to
indicate whether a parameter condition was improving, not changing, or declining. HUC 10 units
with trends with confidence values less than 1 were reported as not changing.

Individual parameter assessments were “good”, “moderate”, or “poor”. Since these are somewhat
subjective, we attempted to apply uniform rules to make these determinations. A “good”
condition indicates the parameter level is in an acceptable range and the trend is either
improving, or there is no change. A unit could still be deemed “good” if a significant trend
indicates the level would remain within the acceptable range in 2011. Consequently, a
marginally deteriorating parameter could still be deemed “good”. A “poor” condition indicates
the parameter mean level is outside the acceptable range and not improving. Other conditions
were deemed “moderate”.

The combined assessment was calculated using weighted averages of individual HUC 10
assessments. A unit with no data was excluded from the calculation. A “good” condition valued
as 1, “moderate” as -1, and “poor” as -3. To these values, a weighting factor was multiplied to
take into account the individual confidence. Individual assessments with “low” sample number
were weighted 1, “medium” were weighted 2, and “high” were weighted 3. A similar calculation
was performed to determine the combined trend. The individual trends were valued with
“improving” as 1, “no change” as 0, and “declining” as -2. The same weighting factors used in
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the combined assessment were used to account for differences in sample number in the combined
direction calculation. The combined confidence was the average of the confidence weighting
factors.

The combined assessment and direction also depended on the combined confidence score. A unit
could be deemed “poor” only with a “medium” or “high” confidence (combined confidence
score >2), otherwise the worst assessment would be “moderate”. This check balances the strong
negative value of a “poor” individual rating in the combined assessment. The combined direction
score was “improving” if the overall direction score was greater than 1, “declining” if the score
was less than -0.25, and “no change” otherwise. Thus, multiple individual “declining” ratings at
low confidence would be required to trigger a combined “declining” direction assessment.
Similarly, multiple “improving” ratings for a given HUC 10 at low confidence would be needed
to trigger an overall “improving” direction assessment.

Most of the toxic metals assessed are listed as “priority pollutants” by US EPA, and were rated
“moderate” when the levels approached within one order of magnitude of the Criterion
Continuous Concentration (CCC) limit. Many of the CCC levels are hardness dependent.
Hardness was calculated for each HUC 10 unit. Since there is no standard for hardness itself,
hardness was not included in the overall standard water quality assessment. However, the mean
hardness for each HUC 10 unit was used to calculate the CCC, for each metal with hardness-
dependent toxicity, in each unit (Table 3).

Table 3. Hardness data for HUC 10 units

Water samples collected

Huc 10! Mean 2 Trend 2 conf. ? N From To
1 0.94 -0.025 0.79 15 1978 2004
2 243 -0.113 0.87 20 1979 2004
3 4.80 0.074 1.40 81 1978 2004
4 5.82 0.049 0.45 23 1974 2004
5 2.68 -0.417 1.00 12 1974 1985
6 3.49 0.124 0.19 14 1978 1993
7 27.08 1.387 0.61 9 1970 1987
8 1.59 -0.338 10.11 2006 1951 2004
9 6.24 0.060 1.81 651 1978 2000

10 10.07 -0.372 0.24 16 1969 1993
11 11.99 -0.238 7.30 854 1968 2002
12 9.99 -0.971 0.65 24 1974 1987

! Arbitrary numbering of the HUC10 regions in SEKI. See Figure 32
% Mean units mg as CaCO; L*, trend units mg as CaCOs; L* y'l
® Values greater than 1 indicate trend confidence greater than 95%

Standard water quality parameters

The standard water-quality-parameter combined assessment is based on the individual
assessments of ANC, DO, and pH. The mean values, trends, and number of water samples and
time frame of sampling in each HUC 10 unit are shown in Table 4. Figure 33 shows four units
have “moderate” condition assessments. Three units are “declining”, and two of these have high
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confidence, based on thousands of records for individual parameters. However, both the ANC
and pH standards defined by US EPA may not be appropriate for high elevation lakes and
streams. The alkalinity standard is a minimum of almost 200 peq L™. This level is easily
achieved in lower elevation lakes and stream in SEKI. It appears the standard is appropriate for
lower elevations, and is not appropriate for water bodies having naturally low alkalinity. In lakes
and streams with low alkalinity, the pH can easily be determined by dissolved atmospheric CO,,
i.e. the pCO,. Under these conditions, a pH between 5.5 and 6.0 is expected. However, the US
EPA pH standard is 6.5 to 9.0. Given naturally low alkalinity, it appears the minimum pH
standard also is not appropriate for SEKI. If the ANC standard were lowered to 20 peq L™ and
the minimum pH lowered to 5.5, only one “moderate” unit would remain. The remaining units
would be assessed as “good”.

Sequoia and Kings Canyon National Parks National Park Service =
California U.S. Department of the Interior s

Water Quality
standard condition

See "Master Symbology Table"
for Symbol Meaning

HUC 10
Watersheds

+

10 Miles

Figure 33. Standard water quality condition assessment.
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Table 4. Acid Neutralizing Capacity, Dissolved Oxygen, and pH assessment data for HUC 10 units

Water samples collected

HUC10' Parameter Mean Trend Conf.? N From To
1 ANC *® 29.97 - - 7 1978 1978
2 69.93 0.000 - 16 1968 1979
3 77.66 1.811 0.20 20 1978 1983
4 115.12 -1.547 0.56 21 1974 1981
5 88.09 -9.990 1.00 11 1974 1978
6 69.34 5.741 0.41 15 1978 1993
7 364.06 0.332 0.01 14 1970 1988
8 418.13 -6.375 3.08 192 1951 1993
9 74.66 -5.869 2.04 54 1978 1993
10 163.30 -14.869 0.49 23 1969 1993
11 453.35 -6.012 1.78 190 1968 1993
12 331.31 -18.529 1.12 23 1974 1988
1 DO ** - - - - - -
2 - - - - - -
3 - - - - - -
4 10.03 0.016 0.32 36 1974 1981
5 - - - - -
6 4.80 - - 1 1993 1993
7 8.20 - - 5 1980 1980
8 10.12 -0.002 0.09 279 1951 1993
9 8.28 -0.092 1.89 34 1980 1993
10 7.64 -0.403 0.87 9 1969 1993
11 9.27 -0.285 3.91 262 1968 1993
12 9.82 0.018 0.14 22 1972 1988
1 pH >° 6.78 -0.019 0.74 15 1978 2004
2 6.91 -0.005 0.36 25 1968 2004
3 7.00 0.003 0.60 213 1974 2004
4 7.13 0.003 0.58 50 1974 2004
5 6.73 0.050 0.94 25 1974 1985
6 6.96 -0.010 0.14 49 1978 1993
7 7.87 -0.011 0.22 33 1970 2003
8 6.36 -0.024 13.00 4500 1951 2004
9 6.86 0.005 1.45 1035 1978 2003
10 6.67 -0.094 2.59 71 1969 1993
11 7.62 0.013 9.48 1501 1968 2002
12 7.62 0.050 1.81 68 1972 1988

Arbltrary numbering of the HUC10 regions in SEKI. See Figure 32

VaIues greater than 1 indicate trend confidence greater than 95%

ANC minimum 20 mg as CaCOs; L™, mean unlts peq L, trend units ueq L* y
DO minimum 5 mg O, L-1, mean unlts mg O, L ! trend unlts mg o, L*! y

pH minimum 6.5, mean in standard pH units, trend units pH y

® US EPA national water quality criteria (USEPA 2009b)
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Nutrients

The combined water-quality-parameter assessment for nutrients is based on the individual
assessments of NOs", NH,", and PO,* (actually, HPO,* and H,POy). The mean values, trends,
and number of water samples and time frame of sampling in each HUC 10 unit are shown in
Table 5. Figure 34 shows one unit has a “moderate” condition assessment. Three have a
“declining” condition, based mainly on trends of significantly increasing PO, in these units.
Two of the three have “medium” confidence and one has “low”. Upon closer examination, the
two “medium” confidence units are barely above “low”, having 72 and 84 samples. In contrast,
two units are improving with “high” confidence based on thousands of samples in each unit.
These improving units are also have improving in NOjs levels, assessed with high confidence
based on thousands of samples each Relatively few nutrient records are available for KNP.
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Table 5. Nutrients NO5, NH,", and PO,* assessment data for HUC 10 units

Water samples collected

HUC10' Parameter Mean Trend Conf.? N From To
1 NOg *® 0.02 0.001 0.82 8 1985 2004
2 0.02 -0.001 0.82 8 1985 2004
3 0.06 0.000 0.23 79 1974 2004
4 0.02 0.000 0.06 27 1974 2004
5 0.02 -0.002 1.11 13 1974 1985
6 0.04 0.028 0.67 6 1985 1993
7 0.03 - - 1 1977 1977
8 0.03 0.000 3.51 3827 1951 2003
9 0.00 0.000 - 959 1983 2000

10 0.08 0.005 0.53 9 1969 1993
11 0.01 -0.002 7.38 1322 1968 2002
12 0.03 -0.007 0.38 15 1972 1985
1 NH," *® 0.01 - - 6 2004 2004
2 0.01 - - 3 2004 2004
3 0.01 0.000 0.61 56 1974 2004
4 0.00 0.000 - 29 1977 1981
5 0.05 - - 18 1974 1974
6 0.01 - - 17 1984 1984
7 0.01 0.008 - 2 1987 1988
8 0.01 0.000 1.91 1479 1977 2003
9 0.03 -0.001 0.28 84 1983 1999
10 0.01 0.001 0.63 11 1969 1984
11 0.05 0.000 0.42 328 1968 2002
12 0.01 -0.001 0.33 3 1977 1987
1 PO43' 56 - - - _
2 - - - - -
3 0.01 0.002 0.17 10 1974 1983
4 0.00 -0.001 0.66 43 1974 1983
5 0.01 - - 8 1974 1974
6 0.00 0.005 2.93 84 1983 1993
7 0.01 0.000 1.15 32 1977 2003
8 0.00 0.000 3.90 2278 1973 2003
9 0.00 0.000 3.87 1004 1981 2003
10 0.00 0.000 0.19 89 1969 1993
11 0.01 0.000 4.41 1497 1968 2002
12 0.00 0.001 2.32 78 1973 1988

' Arbitrary numbering of the HUC10 regions in SEKI. See Figure 32

% Values greater than 1 indicate trend confidence greater than 95%

® NO; 16 x PO,¥ limit is 0.065 mg as N L™, mean units mg as N L™, trend units mgas N L™* y*
* NH," maximum is 4.16 mg as N L™, mean units mg as N L™, trend units mg as N L* y"1
®> PO,* maximum 0.015 mg as P L™, mean units mg as P L™, trend units mg as P L* y"1

® US EPA national water quality criteria (USEPA 2000, 2009b)
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Nitrate was measured in all twelve HUC 10 units, three with high confidence. Nitrate is not listed
as a priority pollutant by US EPA, although ammonium is. There is no CCC for nitrate, although
it is regulated in drinking water. The main concern in SEKI is the potential for eutrophication.
We used the US EPA recommended reference for nutrients in streams within nutrient ecoregion
I1 (USEPA 2000) to set a limit for nitrate. The reference contains no criterion for nitrate.
However, nitrogen and phosphorus levels are available for level 111 ecoregion 5 containing SEKI.
The 25" percentile (P25) of total nitrogen reported in this region is 0.29 mg N L, and the P25 of
total phosphorus is 0.015 mg P L™. The ratio of nitrogen to phosphorus in algae is 16:1, and this
ratio was used to determine our maximum limit for nitrogen, or 0.11 mg N L. In SIEN records,
nitrate comprises approximately 60% of total nitrogen. Although this value varies substantially
seasonally (see Appendix), we used 60% of the total nitrogen limit, or 0.065 mg N L™ as the
nitrate limit. There were two units with “moderate” condition; however, these had low
confidence based on sample number. No units were deteriorating. Three were improving, and
two of these were high confidence, each with more than one thousand samples. With low
confidence in 8 of 12 units, it is not possible to exclude nitrate as a significant stressor in SEKI
despite the current assessment.

Ammonium is a non-priority pollutant listed by US EPA, and has a CCC that can be calculated
depending on pH and T, using a formula (Table 6) selected by the presence or absence of certain
species or life stages (USEPA 2009a). Ammonia was measured in all twelve units. All were
assessed as “good”. We assessed ammonium using an overall more stringent-SEKI CCC. This
value was calculated using pH 7.5 and 10 °C, and evaluated to a maximum limit of 4.2 mg N L™.
Individual CCCs for each unit calculated using HUC 10 mean pH and temperature values were
higher in 10 of 12 units than the overall CCC we used. The overall CCC was not exceeded in any
unit, and ammonium exceeded 1% of the CCC in only one unit. None of the units were
deteriorating, and one was improving with high confidence. However, 8 of 12 units were
sampled with low confidence. Consequently, it is difficult to exclude ammonium as a potential
stressor in SEKI.

Table 6. Equations to calculate the CCC of ammonium and hardness dependent priority pollutant metals
Pb, Cu, Zn, and Cd (USEPA 2009b). Hardness is the sum of Ca** and Mg®* (mg L™).

Pollutant CCC equation
NH," 0.814%(0.0676 *(1+107%PH) 1 1 2 912%(1+10PH 79881y x min(2.852, 2.26 *10© 028"
Pb (1.46203 — In(hardness) * 0.145712) * g(+273" In(hardness) - 4.705)
Cu 2 0.96 * e(0.8545 * In(hardness) - 1.702)
7n 0.978 * e(0.8473 * In(hardness) + 0.884)
Cd (1.101672 — In(hardness) * 0.041838) * (07409 " In(hardness) - 4.719)

! US EPA CCC for mussels absent and early fish in early life states present (USEPA 2009a)

% The Biotic Ligand Model (BLM) is recommended to calculate the CCC for copper in fresh water
(USEPA 2007b). The previously recommended CCC equation for copper was used instead to estimate
the CCC, since the BLM-based CCC is not readily calculated.

56



Phosphorus was measured in 10 of 12 HUC 10 units in SEKI. Six of ten were sampled
sufficiently to assess units with medium to high confidence. The maximum limit for phosphorus
was taken from the US EPA recommended reference for nutrients in streams within nutrient
ecoregion 11 (USEPA 2000), and was the P25 for total phosphorus in level I11 ecoregion 5
containing SEKI. This value was 0.015 mg P L™, Four units were “moderate” condition. Three
of these were deteriorating, two with medium confidence, and one with low confidence. Seven
units were “good” condition and two of these were improving with high confidence. Although
the locations of the moderate condition units seem to be inconsistent with atmospheric deposition
as the major source of phosphorus, the low confidence or absence of data in several units makes
it difficult to exclude phosphorus as a stressor in SEKI.

When comparing the observed PO,* levels in the HUC 10 units to the sum of nitrate and
ammonium, it appears that three units have nitrogen levels 2 to 3 times the standard 16:1 N-P
molar ratio. However, only one of these has high confidence. This excess nitrogen may have a
geochemical source, possibly roof pendants, as discussed above. The other units have N:P very
close to the standard ratio. With no widespread elevation of nitrogen over phosphorus, it appears
exogenous nitrate and ammonium are not likely significant stressors. In fact, nitrogen can only
have an impact if sufficiently high levels of phosphorus are available, otherwise P is a limiting
nutrient. Phosphate is increasing significantly in three HUC 10 units, two of these have medium
confidence and one has low confidence. Phosphate is decreasing in two units with high
confidence, and nitrogen is also decreasing. These observations support a local origin for
nutrients, or decreasing quantities of exogenous phosphorus. There is not enough information in
database records to distinguish between exogenous nitrogen deposition and nitrogen fixation.
Although the assessment indicates mostly good conditions regarding nutrients, given the limited
coverage and duration of nutrient sampling in SEKI, it is not possible to exclude nutrients as
significant stressors.

Toxic metals

The combined water-quality-parameter assessment for toxic metals is based on the individual
assessments of Pb, Hg, Cu, Zn, and Cd. The mean values, trends, and number of water samples
and time frame of sampling in each HUC 10 unit are shown in Table 7. Figure 35 shows six units
with a “moderate” condition assessment. One has a “declining” condition, based mainly on
trends of significantly increasing Cu and Zn in the units. Two units in northern KNP have no
data. Toxic metal testing records in the SIEN database are limited in frequency, duration, and
coverage of SEKI. However, in many units and for many of the metals examined here, the
records indicate levels approaching or above the CCC calculated (Table 6) based on water
hardness in each unit (Table 3).
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Table 7. Priority pollutants Pb, Hg, Cu, Zn, and Cd assessment data for HUC 10 units

Water samples

HUC10'  Parameter ccc?  Mean?® Trend® Conf.® N From To
1 Pb 0.03 - - - - - -
2 0.10 - - - - - -
3 0.19 - - - - - -
4 0.18 0.00 0.000 - 12 1977 1981
5 0.14 - - - - - -
6 0.15 - - - - - -
7 1.17 1.52 -0.120 0.47 4 1987 2003
8 0.04 11.18 -0.890 0.80 46 1973 2003
9 0.22 0.08 - - 1 2003 2003

10 0.77 - - - - - -
11 0.47 2.00 - - 3 1987 1987
12 020 2.0 ! ! 3 1087 1987
1 Hg 0.77 - - - - - -
2 0.77 : : : : i i
3 0.77 ; ; ; ; - -
4 0.77 0.00 0.000 - 12 1977 1981
5 0.77 - - - - - -
6 0.77 - - - - - -
7 0.77 0.20 - - 3 1987 1987
8 0.77 0.47 -0.035 0.60 38 1973 1993
9 0.77 - - - - - -
10 0.77 - - - - - -
11 0.77 0.20 - - 3 1987 1987
12 077 0.20 ! ! 3 1087 1987

' Arbitrary numbering of the HUC10 regions in SEKI. See Figure 32

Z Criterion Continuous Concentration calculated, US EPA national water quality criteria (USEPA 2009b)
® Mean units pg L™, trend units pg L™ y™*

® Values greater than 1 indicate trend confidence greater than 95%

Lead was measured in six of the twelve HUC 10 units in SEKI, in all cases with a sample
number we defined as providing low confidence (N <50). In four of these units, the measured
lead levels were well above the calculated CCC for lead in the unit. In one, the lead level was
slightly below the CCC. In one, lead was not detected. Lead appears to be a significant stressor
currently.

Mercury was measured in five HUC 10 units, all low confidence. In four of these units, the
measured mercury levels were within an order magnitude below the fixed CCC for mercury. In
one unit, mercury was not detected. Mercury appears to be a significant potential stressor. Given
the limited sampling and detection technology available at the time the samples were processed,
it is not possible to exclude that possibility that mercury is currently a significant stressor.

Copper was measured in nine HUC 10 units, all low confidence. In three of these units, the mean
copper levels were well above the calculated CCC for copper in the unit. In one unit, copper was
not detected. Copper appears to be a significant potential stressor in certain HUC 10 units.

However, given the limited area with relatively high levels of copper detected, the source may be
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geochemical, and the local biota should be adapted to it. Nevertheless, given the low sample
frequency, duration, and spatial coverage, it is not possible to exclude an exogenous source of
copper, and the potential

. . . Sequoia and Kings Canyon National Parks National Park Service
of significant impact of California U.S. Department of the Interior
copper toxicity on
sensitive species.

WaQ priority pollutant
metals condition

See "Master Symbology Table™
for Symbol Meaning

Zinc was measured in
eight HUC 10 units, all
low confidence. In three
of these units, the mean
zinc levels were well
above the calculated CCC
for zinc in the unit. Zinc
appears to be a significant
potential stressor in
certain HUC 10 units.
However, given the
limited area with
relatively high levels of
zinc detected, the source
may be geochemical, and
the local biota should be
adapted to it.
Nevertheless, given the
low sample frequency,
duration, and spatial
coverage, it is not possible
to exclude an exogenous
source of zinc, and the
potential of significant )
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Figure35. Toxic metals water quality condition assessment

Cadmium was measured

in four HUC 10 units, all low confidence. In two of these units, the mean cadmium levels were at
or above the calculated CCC for cadmium in the unit. In one unit, cadmium was not detected.
The limited frequency, duration, and spatial coverage of sampling makes statements regarding
the general impact of cadmium on SEKI difficult. However, with half of the HUC 10 units
having cadmium levels at or above the CCC suggests that additional sampling may be helpful in
assessing the potential impact of this toxic metal on sensitive species.
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Level of confidence in assessment

We have attempted to combine assessments for larger categories of water quality parameters by
using a consistent set of rules for combining them. However, these rules themselves have not
been rigorously tested with multiple sample data sets. They were tested for dependence on CCC
changes, and other factors.

We decided to avoid assigning a “poor” condition assessment when low sample numbers were
reported. We also attempted to avoid diluting a negative factor too much among other positive
factors. Consequently, negative impacts were weighted more heavily and these were multiplied
by confidence factors. In our method, a single strong negative could easily outweigh several
weaker positives. These weighting factors seem to work well; however, this is a subjective
determination.

We chose to lower the bar by one order of magnitude compared to the CCC in reporting a
moderate condition for toxic metals, since in the cases of Pb, Hg, and Cd, there is no beneficial
biological role. Otherwise the weighting factors were the same.

Gaps in understanding

There are significant seasonal effects on many water quality parameters. We had intended to use
only the summer to fall data following snowmelt to avoid seasonal variation noise. However, the
lack of data especially in the HUC 10 assessments required us to include winter data before
snowmelt. Certain parameters did not exhibit as much seasonal variation, and more data from
these could be retained.

In addition, seasonal variation is not consistent from year to year. There are differences in snow
depth, the pattern of storms, temperature differences, etc. Consequently, it is not possible to
select a specific date at which runoff snowmelt begins and ends. These effects also differ
depending on the elevation of the sample site.

The geochemistry of the local terrain has been demonstrated to have a strong influence in certain
locations within SEKI and elsewhere. At this time we do not fully understand the origin of
certain nutrients and toxic metals, which is necessary to distinguish between geochemical and
atmospheric sources of stressors.

It is clear that pesticides may have a significant impact on SEKI, however the data on these
substances is very sparse. Reservoirs of certain persistent pesticides are expected to exist in
anoxic acidic conditions, such as in lake sediments. We were able to examine records for only
two SEKI lake sediment cores in the WACAP database, and one of these appeared to be altered
by avalanche disturbance of the sediments.

It is not possible to assess potential impacts of climate with the current records in the database
due to the lack of consistent frequent sampling as fixed locations for long duration. We cannot
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fully distinguish between differences in climate, effects due to elevation differences, and
geochemistry in the various catchments.
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Recommendations for future study/research

Trend analysis is vitally important for understanding changing conditions in SEKI. Many water-
quality studies have been conducted over the past 60 years in the Southern Sierra Nevada,
however, few have produced data over a broad set of parameters obtained frequently during the
water year, and spanning several decades. A dedicated effort could be undertaken to collect
water samples perhaps once per week, or at least monthly, at specific sites representative of
geochemistry, elevation, atmospheric deposition phenomena, biological, and other factors. If this
effort spans several years to decades without interruption, excellent trend data could be obtained,
and potential impacts of climate could be identified.

Differences in seasonal variation can be observed in data collected frequently in multiple years
from the same locations during each year. Figure 36 shows and example of specific conductance
data from two locations on the same stream, one at higher elevation. The samples were taken
frequently for five years, and three years of data are shown. The two locations produce U-shaped
curves, one above the other. The higher specific conductance curve was collected at lower
elevation. This result is consistent with increasing alkalinity as water flows downstream in SEKI.
The key observation is the striking differences between years. Runoff due to snowmelt occurring
in spring dilutes streams and lakes, and results in lower specific conductance, after perhaps some
pulses of mobilized ions. In two years, the peak of runoff occurred before 180 days (Figure
36A), and in one year, runoff peaked later (Figure 36B). It is also evident that the higher
elevation peak in runoff occurred perhaps a month later than at lower elevation. Trends in flow,
concentration, and timing of seasonal events must be identified in order to begin defining and
documenting the extent of climate change, and begin to develop effective efforts to deal with it.
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Figure 36. Seasonal variation of specific conductance. Gray points are all specific conductance data.
Green points indicate measurements at two locations on the Marble Fork of the Kaweah at different
elevations. The green points forming a lower conductance curve are from a high elevation lake outlet, and
the higher conductance curve data are from a point farther downstream. Data were collected in
successive years, 1997 (A), and 1998 (B). Gray points are all other data points.
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Temperature is a water-quality parameter that could be measured continuously over long periods
at relatively low cost, and a potentially good indicator of climate change effects on water bodies.
Again, interannual variability can mask trends, making it important to continue measurements at
key index sites over the long term. Both lakes and streams, particularly in headwater basins,
should be included.

The impact of geochemistry on water quality is inadequately characterized. A database of
mineral content in the catchments of SEKI would be helpful in determining whether toxic metals
or nutrients are leaching from local rock, compounding the impact of atmospheric deposition. If
geochemical data are not available, some sampling and analysis of mineral content could be
required.

Toxic metals and pesticides appear to have the potential for significant impact on SEKI. A
survey of these substances with additional sediment cores from lakes would be valuable in
determining the location and potential reservoir of toxic metals and persistent pesticides that
could be mobilized from lake sediments. Well-dated cores of undisturbed sediments are needed
to chart the historic deposition and trends.

The SIEN and WACAP databases we used should be available as an online resource where
queries are relatively simple. This work has just begun to explore the potential information
contained within these databases. They should not be lost or used by only a limited number of
people asking a narrow set of questions.

The data needed for long-term trend analysis can be gathered using relatively inexpensive
sensors to record high-frequency temperature, conductivity, DO, and other water parameters.
Additional data may be obtained using more traditional sampling methods at representative sites
in lakes and streams. Such data, collected over several decades, would have very high value.
This information is needed to determine trends of known and potential stressors in SEKI.
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Appendix
Standard Water Parameters

Acid neutralizing capacity

There were three independent ANC record sets in the SIEN database: 1) acid neutralizing
capacity, water, unfiltered, fixed endpoint (pH 4.5) titration, field, mg L™ as calcium carbonate;
2) alkalinity, water, filtered mg L™ as calcium carbonate; and 3) acid neutralizing capacity,
water, unfiltered, fixed endpoint (pH 4.5) titration, laboratory, mg L™ as calcium carbonate.

Figure Al shows low ANC is about one order of magnitude lower in lakes compared with
streams. ANC decreases in streams seasonally, with the lowest values corresponding with peak

snow melt.
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Figure Al. Seasonal variation of mean Acid Neutralizing Capacity (ANC) SEKI Lakes and Streams.
ANC (peq L-1),1951 to 1994. Seasonal mean ANC means and standard deviations were calculated.
Lakes and lake outlets were combined as 'Lakes'. Rivers and creeks were combined as 'streams'.

pH

There were five independent pH record sets in the SIEN database: 1) pH, water, unfiltered, field,
standard units; 2) pH, water, unfiltered, laboratory, standard units; 3) pH, field, standard units; 4)
acidity, water, unfiltered, milligrams per liter as calcium carbonate; 5) acidity, water, unfiltered,
heated, milligrams per liter as hydrogen ion. There was also a combined record: pH aggregated.
The order of preference was (1), (3), (2) with a final total of 10,416 records. In the records for
(2), (2) and (3), some were flagged to indicate errors. Instead of the aggregated set, we used the
unflagged pH values to calculate a mean pH value.



Mean and median values of H+ concentration were calculated for reference lakes and streams
(Figure 6). There is no clear indication of a positive or negative trend in any lake or stream.
However, there is some indication that the high elevation lakes and a creek feeding water into
Emerald Lake were slightly more acidic during the 1980s than the 1990s. This variation would
amount to a less than half of a pH unit, approximately 6.5 versus 6.2.

In SEKI lakes, the peak of pH occurs in late summer and fall, which corresponds to warmer
temperatures and perhaps higher levels of photosynthesis (Figure A2). Carbon dioxide removed
from water during photosynthesis raises pH. In streams the minimum pH occurs approximately
during peak runoff during snow melt in June. Melted snow at high elevation would have the least
alkalinity, and would dilute the water derived from soils at lower elevation which would have
higher alkalinity. The highest pH in streams occurs in late fall, which could correspond with
early precipitation leaching alkalinity from soils at lower elevations before precipitation falls
predominantly as snow.
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Figure A2. Seasonal variation of mean H* cation, concentration (peq L™) in SEKI Lakes and Streams,
1951 to 2005. Seasonal mean H* concentrations and standard deviations were calculated. Lakes and
lake outlets were combined as 'Lakes'. Rivers and creeks were combined as 'Streams'. Standard
deviation values less than zero are not shown. Note, 1 peq L™ of H"is pH 6.



Temperature

There were two useful independent water temperature record sets in the SIEN database: 1)
Temperature, water, degrees Celsius; 2) Temperature, water, degrees Fahrenheit. There was also
a combined record: Temperature, water aggregated. The order was (1), (2) with (2) converted to
Celsius, given a total of 5,718 records.

Seasonal lake and stream temperatures were calculated from SEKI site records grouped by
month and water body type. Lakes have greater seasonal variation than streams and mean lake
temperatures peak about one month later in the year than streams (Figure 9).

Reference lakes and streams sites show no clear trend of changing temperatures from 1980
through 2002 (Figure A3). Large variations can be attributed to low sample numbers. For
example, East Fork in 1979 had mean and median values well above the values calculated in
later years. There was only one sample in 1979 versus an average of 29 samples in later years.
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Figure A3. Mean temperature (°C) in reference site lakes (A) and streams (B). Median
values are shown as dark horizontal bars.



Turbidity

There were five independent turbidity record sets in the SIEN database: 1) turbidity, water,
unfiltered, Jackson turbidity units; 2) turbidity, water, unfiltered, milligrams per liter as silicon
dioxide; 3) turbidity, water, unfiltered, nephelometric turbidity units; 4) turbidity, field
nephelometric turbidity units, NTU; 5) turbidity, water, unfiltered, laboratory, nephelometric
turbidity units. There was also an aggregated turbidity with a total of 775 records.

Mean turbidity in SEKI appears to have a strong elevational dependence (Figure 11). Most high
elevation sites have low turbidity below 1 NTU. The turbidity increases as elevation decreases;
however, mean turbidity did not typically rise above 10 NTU, still relatively low.

Seasonal turbidity in SEKI lakes and streams were lowest in late September and October when
stream flows were lowest (Figure A4). During this time, finer suspended sediment particles
might have an opportunity to settle. Peak stream turbidity occurred in December and January,
corresponding to lower elevation rain. Lake turbidity was not measured during late fall, winter,
and spring. A secondary peak in turbidity occurred in April, which may correspond to early
snowmelt at lower elevation. Peak runoff does not necessarily cause higher turbidity, perhaps
due to the presence of less soil at higher elevation.
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Figure A4. Seasonal variation of turbidity in SEKI streams and lakes,1951 to 2004. Lakes and lake
outlets were combined as 'lakes'. Rivers and creeks were combined as 'streams'.



Dissolved Oxygen

There were five independent Dissolved Oxygen (DO) record sets in the SIEN database: 1)
turbidity, water, unfiltered, Jackson turbidity units; 2) turbidity, water, unfiltered, milligrams per
liter as silicon dioxide; 3) turbidity, water, unfiltered, nephelometric turbidity units; 4) turbidity,
field nephelometric turbidity units, NTU; 5) turbidity, water, unfiltered, laboratory,
nephelometric turbidity units. There was also an aggregated turbidity with a total of 775 records.

Mean DO in SEKI appears to have very little elevational dependence (Figure A5). Some
locations have DO levels between 5 and 7.5 mg L™, as indicated. Low DO is a seasonal effect
stronger in lakes than in streams, occurring during the low flow months of summer. See
Dissolved Oxygen in “Spatial and temporal analyses”.

Sequoia and Kings Canyon National Parks National Park Service
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Figure A5. Mean dissolved oxygen measured in SEKI. Lakes are triangles, streams are circles, values
proportional to area. Elevation bands (1000 m) are represented by different colors. Yellow circles and
squares indicate one or more DO measurements at that site less than 7.5 mg L™.



Specific Conductance

There were four independent Specific Conductance (SpCond) record sets in the SIEN database:
1) specific conductance, water, unfiltered, field, microsiemens per centimeter at 25 degrees
Celsius; 2) specific conductance, water, unfiltered, microsiemens per centimeter at 25 degrees
Celsius; 3) specific conductance, non-temperature corrected, water, unfiltered, microsiemens per
centimeter; 4) specific conductance, water, unfiltered, laboratory, microsiemens per centimeter at
25 degrees Celsius;. There was also an aggregated specific conductance record set produced
from the above with preference order 1), 2), 4), and 3), with a total of 10994 records.

Specific conductance varies seasonally in a manner consistent with surface flow variation related
to snow melt (Figure A6). Lake SpCond is approximately one order of magnitude lower than
streams. There is very little seasonal variation of SpCond which suggests that ions in lakes enter
during snow melt, and remain approximately constant through the year. In contrast, stream
SpCond varies to a greater extent with the lowest values at approximately the same time as peak
flow due to snow melt.
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Figure A6. Seasonal variation of specific conductance in SEKI streams and lakes, 1951 to 2004. Lakes
and lake outlets were combined as 'lakes'. Rivers and creeks were combined as 'streams'.

SEKI reference sites indicate consistently low SpCond in high elevation lakes, increasing as
elevation decreases (Figure A7). Reference data for ANC is limited (not shown), but have
essentially the same elevational dependence. A large fraction of the ions producing specific
conductance are the same that produce acid neutralizing capacity.
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Calcium

There were three independent calcium record sets in the SIEN database: 1) calcium, water,
unfiltered, milligrams per liter as calcium carbonate; 2) calcium, water, filtered, milligrams per
liter; 3) calcium, water, filtered, micrograms per liter. There was also an aggregated calcium
record set produced from the above with preference order 1), and 2), with a total of 8786 records.

Calcium concentrations in SEKI appear to have some dependence on elevation and local
geochemistry (Figure A8). High elevation lakes have mean calcium concentrations about one
order of magnitude lower than streams. Outside the Park, the Kaweah has lower calcium,
suggesting possible dilution with groundwater. The highest concentration is near the SNP
headquarters area.

The seasonal variation of calcium concentration in lakes and streams is limited (Figure A9).
Lakes have calcium levels approximately one order of magnitude lower than streams. The
decrease in calcium is likely due to dilution from snow melt.

Reference sites show a consistent elevational effect in calcium concentration with higher
elevation lakes having much lower levels than lower elevation streams (Figure A10). There is no
apparent trend indicating a change in calcium levels over time.
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Figure A8. Mean calcium measured in SEKI. Lakes are triangles, streams are circles,
values proportional to area. Elevation bands (1000 m) are represented by different colors.
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Figure A9. Seasonal variation of calcium in SEKI streams and lakes, 1951 to 2004. Lakes and lake
outlets were combined as 'lakes'. Rivers and creeks were combined as 'streams’'.
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Figure A10. Mean calcium (mg L-1) in reference site lakes (A) and streams (B).
Median values are shown as dark horizontal bars.



Magnesium

There were two independent magnesium record sets in the SIEN database: 1) magnesium, water,
filtered, milligrams per liter; 2) magnesium, water, filtered, micrograms per liter. There was also
an aggregated magnesium record set produced from the above with a total of 8654 records.

Magnesium concentrations in SEKI seem to have some dependence on elevation and local
geochemistry (Figure Al11). High elevation lakes tend to have magnesium concentrations about
one order of magnitude lower than streams. However, outside the Park, the Kaweah has a lower
magnesium level, suggesting possible dilution with groundwater. The highest concentration is

near the SNP headquarters area.
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Figure A11. Mean magnesium measured in SEKI. Lakes are triangles,
streams are circles, values proportional to area. Elevation bands (1000

m) are represented by different colors.

The seasonal variation of
magnesium concentration
in lakes limited; however,
streams have a seasonal
decrease of about one half
of an order of magnitude
coinciding with snow melt
(Figure A12). The
decrease in magnesium is
likely due to dilution from
snow melt runoff.

Reference sites show a
consistent elevational
effect in magnesium
concentration with higher
elevation lakes having
much lower levels than
lower elevation streams
(Figure A13). There is no
apparent trend indicating a
change of magnesium
levels at any reference site
over time.
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Figure A12. Seasonal variation of magnesium in SEKI streams and lakes, 1979 to 2004. Lakes and lake
outlets were combined as 'lakes'. Rivers and creeks were combined as 'streams'.
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Figure A13. Mean magnesium (mg L") in reference site lakes (A) and streams (B).
Median values are shown as dark horizontal bars.



Sodium

There were two independent sodium record sets in the SIEN database: 1) sodium, water, filtered,
milligrams per liter; 2) sodium, water, filtered, micrograms per liter. There was also an
aggregated sodium record set produced from the above with a total of 8919 records.

Sodium concentrations in SEKI seem to have some dependence on elevation and local

National Park Service
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Figure Al4. Mean sodium measured in SEKI. Lakes are triangles,

streams are circles, values proportional to area. Elevation bands (1000

m) are represented by different colors.

geochemistry (Figure
Al4). High elevation
lakes tend to have sodium
concentrations about one
order of magnitude lower
than streams. However,
outside the Park, the
Kaweah has a lower
sodium level, consistent
with possible dilution by
groundwater influx. The
highest concentration is
near the SNP headquarters
area, slightly higher than
elsewhere on the Kaweah
Middle Fork.

The seasonal variation of
sodium concentration in
lakes limited; however,
streams have a seasonal
decrease of slightly more
than one half of an order
of magnitude coinciding
with snow melt (Figure
A15). The decrease in
sodium is likely due to
dilution from snow melt
runoff.

Reference sites show a
consistent elevational
effect in sodium
concentration with higher

elevation lakes having much lower levels than lower elevation streams (Figure A16). There is no
apparent temporal trend indicating a change of sodium levels at any reference site. However,
there may be more complex variations evident in lake reference sites that appear to be sinusoidal,

and perhaps reflect changes in precipitation.
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Figure A15. Seasonal variation of sodium in SEKI streams and lakes, 1979 to 2004. Lakes and lake
outlets were combined as 'lakes'. Rivers and creeks were combined as 'streams’'.
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Potassium

There were three independent magnesium record sets in the SIEN database: 1) potassium, water,
filtered, milligrams per liter; 2) potassium, water, unfiltered, recoverable, milligrams per liter; 3)
potassium, water, filtered, micrograms per liter. A fourth record set was, 4) potassium-40, water,
filtered, picocuries per liter; however, that set was not used. There was also an aggregated
potassium record set produced from the above with a total of 8621 records.
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Figure A17. Mean potassium measured in SEKI. Lakes are triangles,
streams are circles, values proportional to area. Elevation bands (1000

m) are represented by different colors.

Potassium concentrations
in SEKI seem to have
some dependence on
elevation and local
geochemistry (Figure
Al7). High elevation
lakes tend to have
potassium concentrations
less than one order of
magnitude lower than
streams. Outside SNP, the
Kaweah has a
significantly lower
potassium level,
suggesting possible
dilution with groundwater.
The highest concentration
is near the SNP
headquarters area, a little
higher than elsewhere on
the Kaweah. Several lakes
in SNP have relatively
high potassium
concentrations perhaps
due to regional
geochemistry.

The seasonal variation of
potassium concentration
in lakes is limited;
however, streams have a
seasonal decrease of about
one half of an order of
magnitude coinciding
with snow melt (Figure

A18). The decrease in potassium is likely due to dilution from snow melt runoff. The decrease in
potassium concentration in lakes is delayed relative to streams, consistent with snow melting

later at higher elevation.



Reference sites show a consistent elevational dependence of potassium concentration with higher
elevation lakes having much lower levels than lower elevation streams (Figure A19). There is no
clear temporal trend indicating a change of potassium levels at any reference site.
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Figure A18. Seasonal variation of potassium in SEKI streams and lakes, 1979 to 2004. Lakes and lake
outlets were combined as 'lakes'. Rivers and creeks were combined as 'streams'.
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Figure A19. Mean potassium (mg L") in reference site lakes (A) and streams (B). Median
values are shown as dark horizontal bars. Topaz out Nyges = 1, Nayg =13 for all years.

Chloride

There were three independent chloride record sets in the SIEN database: 1) chloride, water,
filtered, milligrams per liter; 2) chloride, dissolved in water mg/L; 3) chloride, water, filtered,
micrograms per liter. There was also an aggregated chloride record set produced from the above
with a total of 9074 records.

Chloride concentrations in SEKI seem to have some dependence on elevation and local
geochemistry (Figure A20). High elevation lakes tend to have chloride concentrations roughly
one half of one order of magnitude lower than streams. Outside SNP, the Kaweah has an
increasing chloride level, consistent with a possible influx of groundwater. The highest
concentration is near the SNP headquarters area. Several lakes in SNP have relatively high
chloride concentrations perhaps due to regional geochemistry.

The seasonal variation of chloride concentration in lakes and streams a little more than one half
of an order of magnitude coinciding with snow melt (Figure A21). The decrease in chloride is
likely due to dilution from snow melt runoff. The decrease in chloride concentration in lakes is
delayed relative to streams, consistent with snow melting later at higher elevation.

Reference sites show a consistent elevational dependence of chloride concentration with higher
elevation lakes having much lower levels than lower elevation streams (Figure A22). There is no



apparent linear trend indicating a change of chloride levels at any reference site over time.
However, there may be a dependence on other factors that vary from year to year.
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Figure A20. Mean chloride measured in SEKI. Lakes are triangles,
streams are circles, values proportional to area. Elevation bands (1000
m) are represented by different colors.
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Figure A21. Seasonal variation of chloride in SEKI streams and lakes, 1979 to 2004. Lakes and lake
outlets were combined as 'lakes'. Rivers and creeks were combined as 'streams'.
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Figure A22. Mean chloride (mg L") in reference site lakes (A) and streams (B). Median
values are shown as dark horizontal bars.



Sulfate

There were five independent sulfate record sets in the SIEN database: 1) sulfate as S whole
water, mg / L; 2) sulfate, water, filtered, milligrams per liter; 3) sulfate, water, unfiltered,
milligrams per liter; 4) sulfate, water, filtered, micrograms per liter; 5) sulfate, water, filtered,
uncorrected, milligrams per liter. There was also an aggregated chloride record set produced
from the above with a total of 8780 records.

The seasonal variation of sulfate concentration in lakes and streams seems to be unchanged by
snow melt (Figure A23). Sulfate concentrations increase as surface flow decreases in late
summer to fall.

With the exception of Log Creek, reference sites show a consistent elevational dependence of
sulfate concentration with higher elevation lakes having much lower levels than lower elevation
streams (Figure A24). Log Creek may originate in a region with different geochemistry, adding
less sulfate to the water. There is no apparent linear trend indicating a change of sulfate levels at
any reference site over time.
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Figure A23. Seasonal variation of sulfate in SEKI streams and lakes, 1979 to 2004. Lakes and lake
outlets were combined as 'lakes'. Rivers and creeks were combined as 'streams'.
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Figure A24. Mean sulfate (mg L'1) in reference site lakes (A) and streams (B). Median
values are shown as dark horizontal bars.

Nutrients

Nitrate

There were five independent nitrate record sets in the SIEN database: 1) nitrate, water, filtered,
milligrams per liter as nitrogen; 2) nitrate, water, unfiltered, milligrams per liter as nitrogen; 3)
nitrate, water, unfiltered, milligrams per liter; 4) nitrate, water, filtered, milligrams per liter; 5)
nitrate, water, filtered, micrograms per liter. There was also a combined record: nitrate
aggregated as N. However, this record set included records containing nitrite measurements
combined with nitrate. The nitrite contributions were removed using nitrite records (not listed).
The final aggregated nitrate set had a total of 9678 records. We used the combination of (1) and
(4) with a total of 8000 records. 2232 had flags indicating levels were known to be lower,
indicating detection limitation. Consequently, some of the lowest mean values reported for lakes
could be slightly lower. However, the primary interest is in the high levels of nitrate.

Seasonal variation of mean nitrate concentrations in lakes and streams indicate a winter peak of
nitrate for streams and a spring peak of nitrate for lakes (Figure A25). The minimum nitrate
levels occur in early summer for streams, just following peak runoff, and the minimum for lakes
occurs in late summer for lakes, following the end of snow melt and prior to early fall rain.
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Figure A25. Seasonal variation of mean nitrate, concentration (mg L' as N) in SEKI Lakes and
Streams, 1951 to 2005. Seasonal mean nitrate concentrations and standard deviations were calculated.
Lakes and lake outlets were combined as 'Lakes'. Rivers and creeks were combined as 'Streams'.
Standard deviation values less than zero are not shown.

Ammonium

There were six independent ammonium record sets in the SIEN database: 1) ammonia, water,
filtered, milligrams per liter as nitrogen; 2) ammonia, water, unfiltered, milligrams per liter as
nitrogen; 3) ammonia, unionized, milligrams per liter as N; 4) ammonia unionized, water,
unfiltered, calculated, milligrams per liter as N; 5) ammonia, water, unfiltered, milligrams per
liter as NH4; 6) ammonia, water, filtered, milligrams per liter as NH4. Other record sets included
organic nitrogen. There was also a combined record: ammonia aggregated as N combined in
order of preference as (1), (6), (2), and (5). The final aggregated ammonia set had a total of 7676
records. We used the combination of (1) and (4) with a total of 7676 records. 4351 had flags
indicating levels were known to be lower, indicating detection limitation. Consequently, some of
the lowest mean values reported could be somewhat lower. However, the primary interest is in
the high levels of ammonia.

Seasonal variation of mean ammonia concentrations in lakes and streams indicate a winter peak
of ammonia for lakes (Figure A26). The peak of ammonia for streams is in early fall. The
minimum ammonia levels occur in early summer for lakes, just following ice cover melting,
peak runoff, and during peak insolation. The minimum for streams occurs in early winter.
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Figure A26. Seasonal variation of mean ammonium, concentration (mg L' as N) in SEKI Lakes and
Streams, 1951 to 2005. Seasonal mean ammonia concentrations and standard deviations were
calculated. Lakes and lake outlets were combined as 'Lakes'. Rivers and creeks were combined as
'Streams'. Standard deviation values less than zero are not shown.

Phosphorus

There were ten significant independent phosphorus record sets in the SIEN database: 1)
phosphate, water, unfiltered, milligrams per liter; 2) phosphate, water, filtered, milligrams per
liter; 3) orthophosphate, water, filtered, milligrams per liter; 4) phosphorus, water, total
recoverable micrograms per liter; 5) phosphorus, water, unfiltered, milligrams per liter; 6)
phosphorus, water, filtered, milligrams per liter; 7) orthophosphate, water, filtered, milligrams
per liter as phosphorus; 8) orthophosphate, water, unfiltered, milligrams per liter as phosphorus;
9) phosphorus, water, unfiltered, milligrams per liter as phosphate; 10) orthophosphate, water,
filtered, micrograms per liter. Other record sets had less than 10 records. There were also two
combined records: The first was orthophosphate aggregated as P combined in order of preference
as (7), (2), (3), (8), and (1). The final aggregated ammonia set had a total of 5753 records. The
second was total phosphorus aggregated as P combined in order of preference as (5), (9), and (4).
This aggregated record set contained 889 records. We used the first aggregate set.

Seasonal variation of mean phosphorus concentrations in lakes and streams indicate a winter
peak concentration for streams, and a fall peak concentration for lakes (Figure A27). The
minimum phosphorus levels occur in spring, during peak runoff. The low level for lakes begins a
little earlier during winter while they are covered with ice.
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Figure A27. Seasonal variation of mean phosphorus, concentration (mg L' as P) in SEKI Lakes and
Streams, 1969 to 2002. Seasonal mean P concentrations and standard deviations were calculated.
Lakes and lake outlets were combined as 'Lakes'. Rivers and creeks were combined as 'Streams'.
Standard deviation values less than zero are not shown.

Toxic Metals

Mercury

There were three mercury record sets in the SIEN database: 1) mercury, water, filtered,
milligrams per liter; 2) mercury, suspended sediment, recoverable, milligrams per liter; 3)
mercury, water, unfiltered, recoverable, milligrams per liter. We aggregated the three mercury
record sets from the above with a total of 240 values, 47 flagged as below the detection limit.

The seasonal variation of the mercury concentration in streams shows a decrease in levels
consistent with a peak in snowmelt occurring around June (Figure A28). There is a paucity of
data to allow a more robust characterization of the seasonal effects. Several months during the
year have no data, and others have large standard deviations making interpretations of the
seasonal changes more difficult. For example, determining whether the observed mercury is
adsorbed to sediment perhaps in metallic form, or present as methylmercury, could help resolve
whether a physical or biological process is likely to be involved in delivering mercury to streams.
In addition, this information could be used to determine whether these different mechanisms
operate at certain times of the year.
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Figure A28. Seasonal variation of mean mercury, concentration (mg L'l) in SEKI Lakes and Streams,
1971 to 1994. Seasonal mean Hg concentrations and standard deviations were calculated. There were
no data for lakes and lake. Rivers and creeks were combined as 'Streams'. Standard deviation values
less than zero are not shown.

Lead

There were three mercury record sets in the SIEN database: 1) lead, water, filtered, milligrams
per liter; 2) lead, suspended sediment, recoverable, milligrams per liter; 3) lead, water, unfiltered,
recoverable, milligrams per liter. We aggregated the three mercury record sets from the above
with a total of 227 values, 123 flagged as below the detection limit.

The solubility of lead greatly increases as pH decreases, e.g. 10,000 mg L™ at pH 5.5. Lead
concentrations in high elevation lakes in SEKI could be much higher than lead levels measured
at lower elevation. As observed with aluminum concentrations in KNP (see Aluminum in ‘Spatial
and temporal analyses’), certain lakes may have much higher lead concentrations than other,
perhaps due to acid-producing geochemical features. It is important to distinguish between a
local source of lead in rock, or exogenous lead accumulated via atmospheric deposition. Under
natural conditions, biota present should be better able to tolerate ambient conditions. With
exogenous lead transport and deposition, it is unknown whether significant toxic effects are
impacting critical species. Hardness may partially mitigate some lead effects, however, the
waters of SEKI, especially the high elevation lakes, are very soft.

The dependence of acute lead toxicity on hardness in fresh water was assessed by comparing
results in three vertebrate and one invertebrate species for which acute values were available
over a range of hardness at least one half log, and highest hardness concentration at least 100 mg
L™ higher than the lowest (see Lead in ‘Spatial and temporal analyses’). Rainbow trout data were
originally included in the assessment of hardness, but the species was removed because the
dependence of acute toxicity on hardness was much stronger than the other three species. No
lifecycle studies were conducted with fish, but one was performed with a snail. There were no



observed effects related to growth or reproduction, however, survival was strongly dependent on
the lead concentration. No effect on survival was observed at 12 pg L™, while few snails
survived at 54 pg L. Non-lethal effects such as spinal deformity in fish were also assessed.
Fresh water plants appear to be unaffected at lead concentrations that produce effects in animals.
Bioaccumulation studies indicate invertebrates retain lead to a greater degree than vertebrates.
Bioconcentration factors were approximately 1000 and 45, respectively.

The limitations of data regarding lead in the SIEN database are readily apparent in Figure A29. It
underscores the need to collect more data of higher quality to identify streams and lakes at risk,
and when these risks are most severe.
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Figure A29. Seasonal variation of mean lead, concentration (mg L™) in SEKI Lakes and Streams, 1974
to 1994. Seasonal mean Pb concentrations and standard deviations were calculated. Lakes and lake
outlets were combined as 'Lakes'. Rivers and creeks were combined as 'Streams'. Standard deviation
values less than zero are not shown.

Aluminum

There were two aluminum record sets in the SIEN database: 1) aluminum, water, unfiltered,
recoverable, micrograms per liter; 2) aluminum, water, filtered, milligrams per liter. We
aggregated the two aluminum record sets from the above with a total of 353 values, 93 flagged as
below the detection limit.

Aluminum solubility increases under acidic conditions. Aluminum solubility is more
complicated than many other metals, because aluminum forms reversible complexes with various
ions. These complexes may or may not be soluble, and solubility equilibrium is achieved slowly.
Aluminum forms polymers with hydroxide ions {Parks, 1972 #157}.

For water within the standard pH range, early studies indicated aluminum toxicity increased with
pH, perhaps due to increased solubility. Further studies indicated only inorganic forms of



aluminum were toxic and only aluminum passing through a 0.45 pum filter was toxic. It was
finally determined that the most toxic forms of aluminum were AIOH** and AI(OH),", with
maximum toxicity for a green alga between pH 5.8 and 6.2. Acid leaching of aluminum from
rock increases total aluminum. Cory, et al., note aluminum solubility is not certain in complex
chemical systems such as lakes and streams {Cory, 2006 #158}. For example, silicates may
interfere with aluminum hydroxide precipitation. Under natural conditions, it is also expected
that the aluminum concentration is elevated due to the formation of soluble complexes with
organic acids.

There is an apparent peak in lake Al concentration occurring during snow melt at higher
elevation (Figure A30). Larger error bars indicate wide variations between locations or years.
There were more data points for late spring (range 12 to 33 per month) and summer than were
available winter (range 2 to 7 per month). Data quality for streams is clearly limited.
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Figure A30. Seasonal variation of mean aluminum, concentration (g L'l) in SEKI Lakes and Streams,
1974 to 2004. Seasonal mean Al concentrations and standard deviations were calculated. Lakes and lake
outlets were combined as 'Lakes'. Rivers and creeks were combined as 'Streams'. Standard deviation
values less than zero are not shown.

Copper

There were three copper record sets in the SIEN database: 1) copper, water, filtered, micrograms
per liter; 2) copper, suspended sediment, recoverable, micrograms per liter; 3) lead, water,
unfiltered, recoverable, micrograms per liter. We aggregated the two aluminum record sets from
the above with a total of 241 values, 153 flagged as below the detection limit.

The US EPA recommended Biotic Ligand Model (BLM) takes into consideration not only
hardness, but also pH and the dissolved organic carbon (DOC) concentration. In the BLM, free
copper binds receptors on the surface of an organism. The toxic action may take place inside the
organism, but the occupancy of receptors on the surface determines the lethal effect. The BLM



includes DOC acting as an inhibitor through binding free copper and blocking interactions with
surface receptors. US EPA considers the BLM appropriate for determining the freshwater CMC,
but recommends use of the older hardness equation to determine the CCC. The BLM tables
provide a range of CMC (pg L™) depending on pH and DOC at 80 mg L™ hardness between 1.9
and 72.5, having apparently first-order dependence on the DOC concentration.

The seasonal variation of copper indicates an apparent minimum concentration in streams
consistent with peak snowmelt runoff (Figure A31). Lake data for copper are of limited value.
More data are needed to characterize the level or risk and when during the year risk is highest.
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Figure A31. Seasonal variation of mean copper, concentration (g L"l) in SEKI Lakes and Streams, 1974
to 2004. Seasonal mean Cu concentrations and standard deviations were calculated. Lakes and lake
outlets were combined as 'Lakes'. Rivers and creeks were combined as 'Streams'. Standard deviation
values less than zero are not shown.

Sediment cores

Sediment core data for SEKI were extracted from WACAP database records. In SEKI, core
samples were taken from only two lakes, Emerald Lake and Pear Lake. Flags were available to
indicate a replicate or an error. Sample errors and duplicate records were removed. Replicates
not replacing failed samples were removed.

Figure A32 shows metal levels detected at different dated layers in sediment cores from the two
lakes. Most of these metals can be toxic and some are priority pollutants. A subset of the metals
display an apparent broad peak in levels from 1960 to 2000. These are Pb, Cd, and Hg. This
broad peak is clearly visible only in Pear Lake records (Figure A32-B). The lack of signal
Emerald Lake is likely due to disturbance of the sediments due to avalanche. It is noteworthy
that these metals are those commonly transported through the atmosphere and deposited in SEKI.
The decrease observed from 1975 to the present may represent the beneficial effects of the Clean
Air Act of 1970.



A 1000 10000 B 1000 10000
® 00 o0 s0 %% o oo

assese teseete
100 1000 100 1000
preny bt
; "i ; & : 3 S % . 0,000 AL TT ;
> o g ieii e % @ iy eoe esetersymenns > . "
S 10 100%’ S 10 * " " "l 100%'
- o - .  meag, LT T T Py -
o . " g mam " gEm w ..--——lu:—‘" o S T LT * o
2 estent"ten, 10 E’ 2 10 g’
B  |e58 eigenitsse %, Seune®ety 9 :
e . oy Soune’s o . ()
= w x I i w
0.1 PPRY SPS 1 0.1 1
e ®coe’ e v
e ge 000

0.01

0.1 0.01 0.1
1850 1875 1900 1925 1950 1975 2000 2025

1850 1875 1900 1925 1950 1975 2000 2025

Figure A32. Metal levels measured in dated layers of sediment cores taken from Emerald Lake (A) and
Pear Lake (B). With the exception of Fe, metals are distinguished as follows in order from the top: Mn is
purple, Zn is violet, Pb is yellow, Cu is navy, Ni is teal, Cd is green, and Hg is red, all circles with levels

indicated by the left side scale. Fe is represented by black squares with levels indicated by the right side
scale.

A comparison of the sediment levels from WACAP and the water levels from SIEN suggest a

possible method of estimating water levels or sediment levels when only one value is known
(Figure A33).
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Figure A33. Toxic metal concentration median values found in SEKI surface water compared to metal
concentrations in Emerald Lake sediments. Different metals are represented using different colors. Linear
least squares fit of the log-log plot resulted in R? = 0.48. In the case of Mn, only the median values with

more than one valid measurement per site (four points just below the red fit line (N of 4, 91, 5, 5) were
used for fitting the data.



References

Appleby, P. G., and F. Oldfield. 1978. The calculation of lead-210 dates assuming a constant rate
of supply of unsupported 210Pb to the sediment. CATENA 5:1-8.

Baron, J. S., T. M. Schmidt, and M. D. Hartman. 2009. Climate-induced changes in high
elevation stream nitrate dynamics. Global Change Biology 15:1777-1789.

Beller, H. R., V. Madrid, G. B. Hudson, W. W. McNab, and T. Carlsen. 2004. Biogeochemistry
and natural attenuation of nitrate in groundwater at an explosives test facility. Applied
Geochemistry 19:1483-1494.

Bodelier, P. L. E., and H. J. Laanbroek. 2004. Nitrogen as a regulatory factor of methane
oxidation in soils and sediments. Fems Microbiology Ecology 47:265-277.

Bradford, D. F., S. D. Cooper, T. M. Jenkins, K. Kratz, O. Sarnelle, and A. D. Brown. 1998.
Influences of natural acidity and introduced fish on faunal assemblages in California alpine
lakes. Canadian Journal of Fisheries and Aquatic Sciences 55:2478-2491.

Bradford, D. F., M. S. Gordon, D. F. Johnson, R. D. Andrews, and W. B. Jennings. 1994. Acidic
Deposition as an Unlikely Cause for Amphibian Population Declines in the Sierra-Nevada,
California. Biological Conservation 69:155-161.

Bradford, D. F., E. M. Heithmar, N. G. Tallent-Halsell, G. M. Momplaisir, C. G. Rosal, K. E.
Varner, M. S. Nash, and L. A. Riddick. 2010. Temporal Patterns and Sources of
Atmospherically Deposited Pesticides in Alpine Lakes of the Sierra Nevada, California,
USA. Environmental Science & Technology 44:4609-4614.

Bytnerowicz, A., M. Tausz, R. Alonso, D. Jones, R. Johnson, and N. Grulke. 2002. Summer-time
distribution of air pollutants in Sequoia National Park, california. Environmental Pollution
118:187-203.

Camargo, J. A., A. Alonso, and A. Salamanca. 2005. Nitrate toxicity to aquatic animals: a review
with new data for freshwater invertebrates. Chemosphere 58:1255-1267.

Caudill, N., A. F. Glazner, and M. Oskin. Sierra Nevada Batholith Geologic Map Mosaic.
University of North Carolina, Chapel Hill.

Clow, D. W., R. G. Striegl, L. Nanus, M. A. Mast, D. H. Campbell, and D. P. Krabbenhoft.
2002. Chemistry of Selected High-Elevation Lakes in Seven National Parks in the Western
United States. Water, Air, &amp; Soil Pollution: Focus 2:139-164.

Clow, D. W., and J. K. Sueker. 2000. Relations between basin characteristics and stream water
chemistry in alpine/subalpine basins in Rocky Mountain National Park, Colorado. Water
Resources Research 36:49-61.

Dahlgren, R. A. 1994. Soil Acidification and Nitrogen Saturation from Weathering of
Ammonium-Bearing Rock. Nature 368:838-841.



Das, B., R. Nordin, and A. Mazumder. 2008. Relationship between phytoplankton
paleoproduction and diversity in contrasting trophic states. Aquatic Ecosystem Health &
Management 11:78-90.

Dastoor, A. P., and Y. Larocque. 2004. Global circulation of atmospheric mercury: a modelling
study. Atmospheric Environment 38:147-161.

Downes, M. T. 1988. Aquatic Nitrogen Transformations at Low Oxygen Concentrations.
Applied and Environmental Microbiology 54:172-175.

Elser, J. J., T. Andersen, J. S. Baron, A. K. Bergstrom, M. Jansson, M. Kyle, K. R. Nydick, L.
Steger, and D. O. Hessen. 2009. Shifts in Lake N:P Stoichiometry and Nutrient Limitation
Driven by Atmospheric Nitrogen Deposition. Science 326:835-837.

Enhalt, D. H. 1981. Chemical Coupling of the Nitrogen, Sulphur, and Carbon Cycles in the
Atmosphere. Pages 81-91 in G. E. Likens, editor. Some Perspecitives of the Major
Biogeochemical Cycles. John Wiley & Sons.

Fenn, M. E., E. B. Allen, S. B. Weiss, S. Jovan, L. H. Geiser, G. S. Tonnesen, R. F. Johnson, L.
E. Rao, B. S. Gimeno, F. Yuan, T. Meixner, and A. Bytnerowicz. 2010. Nitrogen critical
loads and management alternatives for N-impacted ecosystems in California. Journal of
Environmental Management 91:2404-2423.

Filippelli, G. M., and M. L. Delaney. 1996. Phosphorus geochemistry of equatorial Pacific
sediments. Geochimica Et Cosmochimica Acta 60:1479-1495.

G. E. Likens, F. Herbert Bormann, and N. M. Johnson. 1981. Interactions Between Major
Biogeochemical Cycles in Terrestrial Ecosystems. Pages 93-112 in G. E. Likens, editor.
Some Perspecitives of the Major Biogeochemical Cycles. John Wiley & Sons.

Gantzer, P. A, L. D. Bryant, and J. C. Little. 2009. Controlling soluble iron and manganese in a
water-supply reservoir using hypolimnetic oxygenation. Water Research 43:1285-1294.

Gasquez, J. A., E. DeLima, R. A. Olsina, L. D. Martinez, and M. de la Guardia. 2005. A fast
method for apatite selective leaching from granitic rocks followed through rare earth
elements and phosphorus determination by inductively coupled plasma optical emission
spectrometry. Talanta 67:824-828.

Gesch, D. B. 2006. National Elevation Dataset. US Geological Survey.

Graham, J. L., K. A. Loftin, A. C. Ziegler, and M. T. Meyer. 2008. Cyanobacteria in lakes and
reservoirs—Toxin and taste-and-odor sampling guidelines (ver. 1.0). Pages: U.S. Geological
Survey Techniques of Water-Resources Investigations, book 9, chap. A7, section 7.5,
September, available online only from http://pubs.water.usgs.gov/twri9A/.

Heard, A. M., L. A. H. Starcevich, J. O. Sickman, M. G. Rose, and D. W. Schweizer. 2008.
Sierra Nevada Network Lake Monitoring Protocol. Natural Resource Report
NPS/SIEN/NRR—2008/000. National Park Service, Three Rivers, California.


http://pubs.water.usgs.gov/twri9A/

Heyvaert, A. C., J. E. Reuter, D. G. Slotton, and C. R. Goldman. 2000. Paleolimnological
reconstruction of historical atmospheric lead and mercury deposition at Lake Tahoe,
California-Nevada. Environmental Science & Technology 34:3588-3597.

Holloway, J. M., and R. A. Dahlgren. 2002. Nitrogen in rock: Occurrences and biogeochemical
implications. Global Biogeochemical Cycles 16.

Holloway, J. M., R. A. Dahlgren, B. Hansen, and W. H. Casey. 1998. Contribution of bedrock
nitrogen to high nitrate concentrations in stream water. Nature 395:785-788.

Holloway, J. M., and R. L. Smith. 2005. Nitrogen and carbon flow from rock to water:
Regulation through soil biogeochemical processes, Mokelumne River watershed, California,
and Grand Valley, Colorado. Journal of Geophysical Research-Earth Surface 110.

Hopson, C. A, and E. A. Pessagno. 2005. Tehama-Colusa serpentinite melange: A remnant of
Franciscan jurassic oceanic lithosphere, northern California. International Geology Review
47:65-100.

Jorgensen, B. B., and J. R. Postgate. 1982. Ecology of the Bacteria of the Sulfur Cycle with
Special Reference to Anoxic Oxic Interface Environments. Philosophical Transactions of the
Royal Society of London Series B-Biological Sciences 298:543-561.

Keigwin, R. P., Jr. 2010. Endosulfan: Final Product Cancellation Order. Federal Register
75:69065-69069.

King Jr., J., N. Dellavalle, S. Beckley, D. Munk, S. Spangler, D. Holden, R. Fry, and G. S.
Pettygrove. 1998. Air Quality and Fertilization Practices: Establishing a Calendar of
Nitrogen Fertilizer Application Timing Practices for Major Crops in the San Joaquin
Valley.in CDFA, editor.

Kirchmann, H., and E. Witter. 1989. Ammonia Volatilization During Aerobic and Anaerobic
Manure Decomposition. Plant and Soil 115:35-41.

Krabbenhoft, D. P., M. L. Olson, J. F. Dewild, D. W. Clow, R. G. Striegl, M. M. Dornblaser, and
P. VanMetre. 2002. Mercury Loading and Methylmercury Production and Cycling in High-
Altitude Lakes from the Western United States. Water, Air, &amp; Soil Pollution: Focus
2:233-249.

Kratzer, C. R., and J. L. Shelton. 1998. Water Quality Assessment of the San Joaquin—Tulare
Basins, California: Analysis of Available Data on Nutrients and Suspended Sediment in
Surface Water, 1972-1990. U.S. GEOLOGICAL SURVEY.

Krauter, C., D. Goorahoo, C. Potter, and S. Klooster. 2002. Ammonia emissions and fertilizer
applications in California’s Central Valley. US EPA.

Landers, D. H., S. L. Simonich, D. H. Campbell, M. M. Erway, L. H. Geiser, D. A. Jaffe, M. L.
Kent, C. B. Schreck, T. F. Blett, and H. E. Taylor. 2003. Western Airborne Contaminants
Assessment Project Research Plan. EPA/600/R-03/035. U.S. Environmental Protection



Agency, Office of Research and Development, NHEERL, Western Ecology Division,
Corvallis, Oregon.

Landeweert, R., E. Hoffland, R. D. Finlay, T. W. Kuyper, and N. van Breemen. 2001. Linking
plants to rocks: ectomycorrhizal fungi mobilize nutrients from minerals. Trends in Ecology
& Evolution 16:248-254.

Leydecker, A., J. O. Sickman, and J. M. Melack. 1999. Episodic lake acidification in the Sierra
Nevada, California. Water Resources Research 35:2793-2804.

Leydecker, A., J. O. Sickman, and J. M. Melack. 2001. Spatial scaling of hydrological and
biogeochemical aspects of high-altitude catchments in the Sierra Nevada, California, USA.
Arctic Antarctic and Alpine Research 33:391-396.

Lovett, G. M. 1994. Atmospheric Deposition of Nutrients and Pollutants in North-America - an
Ecological Perspective. Ecological Applications 4:629-650.

Luo, Y. Z, X. Y. Zhang, X. M. Liu, D. Ficklin, and M. H. Zhanga. 2008. Dynamic modeling of
organophosphate pesticide load in surface water in the northern San Joaquin Valley
watershed of California. Environmental Pollution 156:1171-1181.

Marchetto, A., R. Mosello, R. Psenner, G. Bendetta, A. Boggero, D. Tait, and G. A. Tartari.
1995. Factors Affecting Water Chemistry of Alpine Lakes. Aquatic Sciences 57:81-89.

McConnell, L. L., J. S. LeNoir, S. Datta, and J. N. Seiber. 1998. Wet deposition of current-use
pesticides in the Sierra Nevada mountain range, California, USA. Environmental Toxicology
and Chemistry 17:1908-1916.

Meixner, T., C. Gutmann, R. Bales, A. Leydecker, J. Sickman, J. Melack, and J. McConnell.
2004a. Multidecadal hydrochemical response of a Sierra Nevada watershed: sensitivity to
weathering rate and changes in deposition. Journal of Hydrology 285:272-285.

Meixner, T., J. R. Shaw, and R. C. Bales. 2004b. Temporal and spatial variability of cation and
silica export in an alpine watershed, Emerald Lake, California. Hydrological Processes
18:1759-1776.

Melack, J. M., J. L. Stoddard, and C. A. Ochs. 1985. Major lon Chemistry and Sensitivity to
Acid Precipitation of Sierra-Nevada Lakes. Water Resources Research 21:27-32.

Mez, K., K. Hanselmann, and H. R. Preisig. 1998. Environmental conditions in high mountain
lakes containing toxic benthic cyanobacteria. Hydrobiologia 368:1-15.

Murdoch, P. S., and J. L. Stoddard. 1992. The Role of Nitrate in the Acidification of Streams in
the Catskill Mountains of New-York. Water Resources Research 28:2707-2720.

Mutch, L., M. Rose, A. Heard, R. R. Cook, and G. Entsminger. 2006. Vital Signs Monitoring
Plan, Phase 11l Draft Report, Sierra Nevada Network. National Park Service.



Mutch, L. S., M. Goldin Rose, A. M. Heard, R. R. Cook, and G. L. Entsminger. 2008. Sierra
Nevada Network vital signs monitoring plan. Natural Resource Report NPS/SIEN/NRR—
2008/072. National Park Service, Fort Collins, Colorado.

Notholt, A. J. G. 1980. Economic phosphatic sediments: mode of occurrence and stratigraphical
distribution. Pages 793-805.

Nydick, K. R., B. M. Lafrancois, J. S. Baron, and B. M. Johnson. 2004. Nitrogen regulation of
algal biomass, productivity, and composition in shallow mountain lakes, Snowy Range,
Wyoming, USA. Canadian Journal of Fisheries and Aquatic Sciences 61:1256-1268.

Ohte, N., S. D. Sebestyen, J. B. Shanley, D. H. Doctor, C. Kendall, S. D. Wankel, and E. W.
Boyer. 2004. Tracing sources of nitrate in snowmelt runoff using a high-resolution isotopic
technique. Geophysical Research Letters 31.

Parks, G. A. 1972. Free energies of formation and aqueous solubilities of aluminum hydroxides
and oxide hydroxides at 25 °C. American Mineralogist 57:1163-1189.

Pease, A., and T. Nguyen. 2005. Interim Reregistration Eligibility Decision, Environmental Fate
and Ecological Risk Assessment for Simazine. US Environmental Protection Agency.

Penn, M. R., M. T. Auer, S. M. Doerr, C. T. Driscoll, C. M. Brooks, and S. W. Effler. 2000.
Seasonality in phosphorus release rates from the sediments of a hypereutrophic lake under a
matrix of pH and redox conditions. Canadian Journal of Fisheries and Aquatic Sciences
57:1033-1041.

Portielje, R., and L. Lijklema. 1995. Carbon-Dioxide Fluxes across the Air-Water-Interface and
Its Impact on Carbon Availability in Aquatic Systems. Limnology and Oceanography
40:690-699.

Rea, A. W., S. E. Lindberg, and G. J. Keeler. 2001. Dry deposition and foliar leaching of
mercury and selected trace elements in deciduous forest throughfall. Atmospheric
Environment 35:3453-3462.

Robbins, J. A., and D. N. Edgington. 1975. Determination of recent sedimentation rates in Lake
Michigan using Pb-210 and Cs-137. Geochimica Et Cosmochimica Acta 39:285-304.

Sadro, S., J. M. Melack, and S. Maclintyre. 2011a. Depth-integrated estimates of ecosystem
metabolism in a high-elevation lake (Emerald Lake, Sierra Nevada, California). Limnology
and Oceanography 56:1764-1780.

Sadro, S., C. E. Nelson, and J. M. Melack. 2011b. Linking diel patterns in community respiration
to bacterioplankton in an oligotrophic high-elevation lake. Limnology and Oceanography
56:540-550.

Saleeby, J. 1979. Kaweah Serpentinite Melange, Southwest Sierra-Nevada Foothills, California.
Geological Society of America Bulletin 90:29-46.



Sanders, R. D., K. H. Coale, G. A. Gill, A. H. Andrews, and M. Stephenson. 2008. Recent
increase in atmospheric deposition of mercury to California aquatic systems inferred from a
300-year geochronological assessment of lake sediments. Applied Geochemistry 23:399-407.

Saros, J. E., D. W. Clow, T. Blett, and A. P. Wolfe. 2011. Critical Nitrogen Deposition Loads in
High-elevation Lakes of the Western US Inferred from Paleolimnological Records. Water
Air and Soil Pollution 216:193-202.

Schatzow, S. 1980. Ambient Water Quality Criteria for Aldrin/Dieldrin. US Environmental
Protection Agency.

Schindler, D. W. 1981. Interrelationships Between the Cycles of Elements in Freshwater
Ecosystems. Pages 113-123 in G. E. Likens, editor. Some Perspecitives of the Major
Biogeochemical Cycles. John Wiley & Sons.

Schuster, P. F., D. P. Krabbenhoft, D. L. Naftz, L. D. Cecil, M. L. Olson, J. F. Dewild, D. D.
Susong, J. R. Green, and M. L. Abbott. 2002. Atmospheric mercury deposition during the
last 270 years: A glacial ice core record of natural and anthropogenic sources. Environmental
Science & Technology 36:2303-2310.

Shanley, J. B., M. A. Mast, D. H. Campbell, G. R. Aiken, D. P. Krabbenhoft, R. J. Hunt, J. F.
Walker, P. F. Schuster, A. Chalmers, B. T. Aulenbach, N. E. Peters, M. Marvin-DiPasquale,
D. W. Clow, and M. M. Shafer. 2008. Comparison of total mercury and methylmercury
cycling at five sites using the small watershed approach. Environmental Pollution 154:143-
154.

Sickman, J. O., A. Leydecker, and J. M. Melack. 2001. Nitrogen mass balances and abiotic
controls on N retention and yield in high-elevation catchments of the Sierra Nevada,
California, United States. Water Resources Research 37:1445-1461.

Sickman, J. O., J. M. Melack, and D. W. Clow. 2003. Evidence for nutrient enrichment of high-
elevation lakes in the Sierra Nevada, California. Limnology and Oceanography 48:1885-
1892.

Snow, C. A., and H. Scherer. 2006. Terranes of the western Sierra Nevada Foothills
metamorphic belt, California: A critical review. International Geology Review 48:46-62.

Stevens, C. H., and D. C. Greene. 1999. Stratigraphy, depositional history, and tectonic evolution
of Paleozoic continental-margin rocks in roof pendants of the eastern Sierra Nevada,
California. Geological Society of America Bulletin 111:919-933.

Stevenson, F. J. 1962. Chemical State of the Nitrogen in Rocks. Geochimica Et Cosmochimica
Acta 26:797-8009.

Stoddard, J. L. 1987. Alkalinity Dynamics in an Unacidified Alpine Lake, Sierra-Nevada,
California. Limnology and Oceanography 32:825-839.



Stohlgren, T. J., J. M. Melack, A. M. Esperanza, and D. J. Parsons. 1991. Atmospheric
Deposition and Solute Export in Giant Sequoia Mixed Conifer Watersheds in the Sierra-
Nevada, California. Biogeochemistry 12:207-230.

Streets, D. G., J. Hao, Y. Wu, J. Jiang, M. Chan, H. Tian, and X. Feng. 2005. Anthropogenic
mercury emissions in China. Atmospheric Environment 39:7789-7806.

Sullivan, T. J., B. J. Coshy, K. A. Tonnessen, and D. W. Clow. 2005. Surface water acidification
responses and critical loads of sulfur and nitrogen deposition in Loch Vale watershed,
Colorado. Water Resources Research 41.

Theobald, D. M., J. S. Baron, P. Newman, B. Noon, 1. J. B. Norman, I. Leinwand, S. E. Linn, R.
Scherer, K. E. Williams, and M. Hartman. 2010. A natural resource condition assessment for
Rocky Mountain National Park. NPS/NRPC/WRD/NRR—2010/228. National Park Service,
Fort Collins, Colorado.

Turk, J. T., H. E. Taylor, G. P. Ingersoll, K. A. Tonnessen, D. W. Clow, M. A. Mast, D. H.
Campbell, and J. M. Melack. 2001. Major-ion chemistry of the Rocky Mountain snowpack,
USA. Atmospheric Environment 35:3957-3966.

USEPA. 1980a. Ambient Water Quality Criteria for Aldrin / Dieldrin. US Environmental
Protection Agency.

USEPA. 1980b. Ambient Water Quality Criteria for DDT. US Environmental Protection
Agency.

USEPA. 1980c. Ambient Water Quality Criteria for Endosulfan. US Environmental Protection
Agency.

USEPA. 1980d. Ambient Water Quality Criteria for Lead. US Environmental Protection
Agency.

USEPA. 1980e. Ambient Water Quality Criteria for Mercury. US Environmental Protection
Agency.

USEPA. 1984. Ambient Water Quality Criteria for Lead - 1984. US Environmental Protection
Agency.

USEPA. 1988. Ambient Water Quality Criteria for Aluminum - 1988. US Environmental
Protection Agency.

USEPA. 1996. The Metals Translator: Guidance for calculating a total recoverable permt limit
from a dissolved criternion. US Environmental Protection Agency.

USEPA. 2000. Ambient Water Quality Criteria Recommendations, Rivers and Streams in
Nutrient Ecoregion Il. US Environmental Protection Agency.



USEPA. 2001. Contaminant Candidate List Regulatory Determination Support Document for
Aldrin and Dieldrin. US Environmental Protection Agency.

USEPA. 2003. Workshop on Assessing and Managing Mercury from Historic and Current
Mining Activities. US Environmental Protection Agency.

USEPA. 2006. Reregistration Eligibility Decision (RED) Document for Simazine. US
Environmental Protection Agency.

USEPA. 2007a. Aquatic life ambient freshwater quality criteria - copper. US Environmental
Protection Agency.

USEPA. 2007b. The Biotic Ligand Model: Technical Support Document for Its Application to
the Evaluation of Water Quality Criteria for Copper. US Environmental Protection Agency.

USEPA. 2007c. Treatment Technologies for Mercury in Soil, Waste, and Water. US
Environmental Protection Agency.

USEPA. 2008. Integrated Science Assessment for Oxides of Nitrogen and Sulfur — Ecological
Criteria Annex E. Effects of NO Y, NH X, and SOx on Structures and Materials. US
Environmental Protection Agency.

USEPA. 2009a. Draft 2009 Update Aquatic Life Ambient Water Quality Criteria For Ammonia
— Freshwater. US Environmental Protection Agency.

USEPA. 2009b. National Recommended Water Quality Criteria for Priority Pollutants. US
Enivronmental Protection Agency.

USEPA. 2010. Endosulfan: 2010 Environmental Fate and Ecological Risk Assessment. US
Environmental Protection Agency.

Vicars, W. C., and J. O. Sickman. 2011. Mineral dust transport to the Sierra Nevada, California:
Loading rates and potential source areas. Journal of Geophysical Research-Biogeosciences
116.

Vicars, W. C., J. O. Sickman, and P. J. Ziemann. 2010. Atmospheric phosphorus deposition at a
montane site: Size distribution, effects of wildfire, and ecological implications. Atmospheric
Environment 44:2813-2821.

Vitousek, P. M., K. Cassman, C. Cleveland, T. Crews, C. B. Field, N. B. Grimm, R. W.
Howarth, R. Marino, L. Martinelli, E. B. Rastetter, and J. I. Sprent. 2002. Towards an
ecological understanding of biological nitrogen fixation. Biogeochemistry 57:1-45.

Whiting, M. C., D. R. Whitehead, R. W. Holmes, and S. A. Norton. 1989. Paleolimnological
reconstruction of recent acidity changes in four Sierra Nevada lakes. Journal of
Paleolimnology 2:285-304.



Williams, M. R., A. Leydecker, A. D. Brown, and J. M. Melack. 2001. Processes regulating the
solute concentrations of snowmelt runoff in two subalpine catchments of the Sierra Nevada,
California. Water Resources Research 37:1993-2008.

Zhang, Q., J. J. Carroll, A. J. Dixon, and C. Anastasio. 2002. Aircraft measurements of nitrogen
and phosphorus in and around the Lake Tahoe Basin: Implications for possible sources of
atmospheric pollutants to Lake Tahoe. Environmental Science & Technology 36:4981-4989.






The Department of the Interior protects and manages the nation’s natural resources and cultural heritage; provides scientific
and other information about those resources; and honors its special responsibilities to American Indians, Alaska Natives, and
affiliated Island Communities.

NPS 102/120988, June 2013



National Park Service
U.S. Department of the Interior

Natural Resource Stewardship and Science
1201 Oakridge Drive, Suite 150
Fort Collins, CO 80525

Wwww.nature.nps.gov

EXPERIENCE YOUR AMERICA ™


http://www.nature.nps.gov/

