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sites). Annual average SO

4 deposition during the 1990s ranged between 7.3 and 28.451%gabayear,
and inorganic nitrogen (N) deposition was between 2.8 and 13.8%gdma year, of which 41D67%
was nitrate (NQ-N). Over the period of record, S@oncentration in deposition decreased in 13/14
(13 out of 14 total) regions and S0@n runoff decreased at 14/17 catchments. In contrasz-NO
concentrations in deposition decreased in only 1/14 regions, whilgNMEoncentration patterns
varied; increasing at 3/14 regions and decreasing at 2/14 regions. Nitrate concentrations in runoff
decreased at 4/17 catchments and increased at only 1 site, whereas runoff levelshofridkeased
at 5/17 catchments. Decreasing trends in deposition were also recorded for Ca, Mg, and K at many of
the catchments and on an equivalent basis, accounted for up to 131% (median 22%) of the decrease
in acid anion deposition. Base cation concentrations in streams generally declined over time, with
signibcant decreases in Ca, Mg and K occurring at 8, 9 and 7 of 17 sites respectively, which accounted
for up to 133% (median 48%) of the decrease in acid anion concentration. Sulphate export exceeded
input at 18/21 catchments, likely due to dry deposition and/or internal sources. The majority of N in
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are forested catchments and export was determined from stream water samples.
Inputs in bulk deposition were considered in the mass balance calculations, ex-
cept at Whiteface and Moose Pit Brook, where total deposition (wet, dry and fog
(Whiteface only)) data were available and at Arbutus and Bear Brook, where wet-
only deposition data are collected. As a consequence, deposition inputs will be
underestimated at the majority of catchments (Shepard et al., 1989) and the impli-
cations of this for the mass balances will be discussed. Most sites are currently free
from major disturbance, although some harvesting occurs at Moose Pit Brook and
severe fires consumed all or part of the forest cover at the 3 ELA catchments in
the mid-1970s and 1980 (Bayley et al., 1992). Prior land-use histories are varied
among the sites, with some sites experiencing logging (and farming) and other dis-
turbances (fire, insect outbreaks) in the past. We do not have detailed histories of
all the sites and it is possible that some prior land-use history may have a residual
impact on nutrient budgets that we observe today.

Sample collection and analysis varied slightly among sites, with runoff sam-
ple collection frequency ranging from daily during periods of high-flow at some
sites to monthly sampling at other sites. Concentration data are discharge-weighted
(mg L™1), and areal fluxes (kg ha™') were calculated by dividing stream export
by catchment area. Further details of the study sites, sampling procedures and
chemical analyses conducted at individual sites can be found in earlier publica-
tions (e.g., Armbruster, 1998; Duchesne et al., 2002; Foster et al., 1992; Houle
etal., 1997; Larssen €t al., 2002; Likens et al., 1996; Mitchell et al., 1992; Moritz
et al., 1994; Norton and Fernandez 1999; Park et al., 2003; Stainton €t al., 1977;
Watmough and Dillon, 2003c; Yanni et al., 2000). Input-output budgets were cal-
culated for each water-year used by each site (e.g., June 1-May 31), based on aver-
age deposition and export measured during the 1990s, although some sites (ELA,
Hubbard Brook) have been continuously monitored since the mid-1960s. Estimates
of mineral weathering for each site are based on published results (Bailey et al.,
1996) or estimates provided by the principal investigator, or were calculated with
the PROFILE model (version 4.0; Warfvinge and Sverdrup, 1992) using site spe-
cific data (e.g., mineralogy) collected as part of this study. Weathering estimates
were not available for the 3 German sites (Schluchsee, Villingen and Lehstenbach).
In order to compare among sites, mass balance estimates were based on the average
of all annual deposition and export values available at each site during the 1990s.

The values of the exchangeable base cation pool (Ca, Mg, K) in the soil rooting
zone (LFH, A and B horizons) was estimated using salt-extractable Ca, Mg and
K concentrations, average depth and bulk density measurements for each horizon.
Pools of Ca, Mg, K and N in aboveground forest biomass were approximated using
estimates of aboveground biomass and nutrient concentrations in each tree species.

The Seasonal Mann Kendall test (Hirsch and Slack, 1984) was used to detect
monotonic trends in monthly volume-weighted concentrations in streams and de-
position for sites/regions having more than 9 years of data (using all years; Table I).
The trend slopes, which are reported, were estimated according to Sen (1968). Ion
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majority of North American sites are rural, located relatively far from large indus-
trial emission sources, and a greater proportion of base cation inputs may be de-
rived from various sources, including dust/soil particulates, forest fires and marine
aerosols, which differ in their base cation composition. For example, soil particles
may be expected to have higher Ca concentrations relative to other base cations,
whereas marine aerosols will contain elevated Na and Mg relative to Ca (Draaijers
et al., 1997a,b; Torseth et al., 1999). Inputs of NH4-N are generally higher at the
European sites and are derived primarily from sources other than fossil fuel burning,
namely agricultural livestock emissions and fertiliser application, and wind-blown
soil from agricultural areas may account for the strong correlation between NHy-N
deposition and K and Ca deposition (Table III).

3.1.2. Trends in Deposition

Sulphate concentrations in deposition decreased significantly at 13 of the 14 study
regions with more than 9 years of data (Table IV). Bear Brook was the only ex-
ception, where there was no significant change in SO4 deposition between 1988

TABLE IV
Significant trends (values are in mg L™ yr™!) in bulk deposition and the percentage of acid anion
(SO4 + NO;-N) trend balanced by base cations (Ca + Mg + K) for the 14 study regions with more
than 9 years of data (using the entire data period presented in Table I)

Study region  Ca Mg K Na SOy NO;-N NH4-N  %BC
ELA —0.012° —0.003¢ —0.002° —0.005° —0.033° 0.003* 131
Turkey Lakes —0.080° 0
MUS-HAL —0.001* —0.043¢ 3
Lac Laflamme —0.002° —0.0003* —0.0004° —0.035°¢ 19
Lac Clair —0.038* 0
Bear Brook! 0.003° 0.004* n.a.
Moose Pit ¢ —0.028° 0
Arbutus ¢ —0.002° —0.0084>  0.0004®> 0.0009° —0.039? 97
Hubbard Brook —0.003¢ —0.0001¢ —0.0003* —0.00006* —0.038¢ 21
Villingen —0.016* —0.076* 50
Schluchsee —0.015> —0.003? —0.067* —0.02? 72
Lehstenbach —0.073? —0.0492 —0.473? 37
Langtjern —0.003¢ —0.009¢ —0.102¢ —0.005* —0.0008* 15
Birkenes —0.005°¢ —0.009¢ —0.102¢ —0.008°¢ 23
Median 22
p < 0.05.

bp < 0.01.

°p < 0.001.

4 Trend on wet deposition; blank space indicates no significant trend; n.a. (not applicable). Negative
value indicates decreasing trend.
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and 2000, even though significant decreases in SO, have been reported for other
regions of eastern North America (Park et al., 2003). Differences at Bear Brook
may be due to a strong marine influence, a local point source of S emission or the
timing of the collection period used in the analysis (Table I), since reductions in S
emissions in the United States were larger in the 1980s relative to the 1990s. Dis-
counting Bear Brook, the decline in annual volume-weighted SO, concentration
is between 0.028 mg L™! per year (Moose Pit Brook) and 0.473 mg L™! per year
(Lehstenbach). In general, decreases in SO4 deposition are greater at European sites
(Table IV), likely due to the historically higher depositions in Europe and the major
reductions in S emissions in Europe during the 1990s, compared with the late 1970s
and early 1980s in eastern North America (Hedin et al., 1994). The magnitude of
decrease in SO4 deposition estimated in this study is consistent with other studies
conducted in Europe and eastern North America (Clair et al., 1995; EMEP, 2001;
Erisman €t al., 2003; Forsius €t al., 2001; Harriman et al., 2001).

In contrast to SOy, inorganic N concentrations in deposition showed no con-
sistent downward trend (Table IV). A significant decrease in NO3-N concentration
was only observed at one site (Langtjern) whereas NH4-N concentrations in depo-
sition decreased significantly at 3 sites (Langtjern, Birkenes and Schluchsee) and
increased at Bear Brook and the ELA (Table IV), indicating that overall there is no
general trend in inorganic N deposition. The lack of a significant general decline in
inorganic N deposition is consistent with previous reports (Harriman et al., 2001),
and reflects the lower and more varied emission reductions for N compared to S in
Europe and North America (Driscoll et al., 2001; Wright et al., 2001).

Base cation concentrations in deposition generally decreased, with significant
declines in Ca, Mg, K and Na concentration occurring at 9, 5, 6 and 3 of 14
regions, respectively (Table IV). There were small increases in Ca deposition at
Bear Brook, and K and Mg at Arbutus. The increase in Ca at Bear Brook may be
due to the same factors (e.g. an unidentified point source, time period considered,
etc.) that resulted in no significant decrease in SO4 deposition. The decline in base
cation (Ca + Mg + K) concentrations across all sites accounted for between 0
and 131% of the decline in acid ion (SO4 + NO3-N) concentration in deposition;
with a median value of 22% (Table IV). In general, the percentage reduction in
base cations was greater at the European sites (median 44%), compared with North
American sites (median 11%) (Table IV) and suggests a larger contribution of
industrial sources to base cation deposition in Europe. In North America, where
study sites are generally more remote from industrial emission sources, the influence
of declining industrial inputs of base cations may have been partially offset by a
greater relative contribution from natural sources of base cation deposition, most
of which would have remained relatively unchanged over the study period.

A number of studies have suggested that a decline in base cation deposition has
offset the benefits expected from decreased SO, deposition (Gimeno et al., 2001;
Hedin et al., 1994). Hedin et al. (1994) reported that declines in base cation con-
centration balanced 22—-34% of the decline in SO4 concentration in the Netherlands
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and Europe, and 38—110% of the decline in SO4 concentration in the United States.
The reason for the discrepancy in results for the North American sites is partly due
to the longer time period (1979-1990) and location of sites considered by Hedin
(many were located in the central and southern United States). Declines in base
cation concentrations at polluted sites in eastern North America were far more pro-
nounced in the 1960s and 1970s compared with more recent decades (Likens et al.,
1996; Hedin et al., 1994), and sites located closer to emission sources will likely
receive a greater proportion of industrial base cation emissions.

3.2. RUNOFF

3.2.1. Annual Export

Annual export of SOy, averaged over the 1990s, was lowest at the ELA in north-
western Ontario (5.8-8.5 kg ha™! per year) and highest at Lehstenbach, which
exported on average, 105 kg ha™! per year SO4 during the 1990s, although annual
SO, export exceeded 25 kg ha™! per year at 14 of the 21 sites (compared with only
3 for deposition). In contrast, annual NO3-N export ranged from below detection at
Moose Pit Brook to a high of 6.8 kg ha™! at Schluchsee, and annual NH,-N export
was low at all sites, ranging from below detection to a high of only 0.25 kg ha™! per
year. These findings are consistent with previous studies of forested catchments,
which showed that the majority of inorganic N export occurs as NO3-N and that
NH,-N export is generally low (Bringmark and Kvarnas, 1995; Campbell et al.,
2004; Park et al., 2003; Wright et al., 2001).

Annual export of Ca varied between 3.6 kg ha™! per year™! (Cone Pond) and
39.7kgha™! peryear™! (Turkey Lakes). Annual Mg export was between 0.8 kg ha™!
per year™! (Lac Clair) and 4.7 kg ha™! per year™! (Lac Tirasse) and K export was
between 0.6 kg ha™! per year™! (Lac Clair) and 7.6 kg ha™' per year™! (Schluchsee).
Sodium export was strongly influenced by proximity to the ocean, ranging from
lows of 2.1-2.8 at the ELA to a high of 31.9 kg ha™! per year™! at Birkenes.

Annual export of SO4 was significantly correlated with NO3-N (r = 0.70;
p < 0.01), NH4-N (r = 0.60; p < 0.01) K = 0.48; p < 0.05) and Na
(r = 0.55; p < 0.05) (Table V), although these correlations are strongly influenced
by export at Lehstenbach. If Lehstenbach is excluded from the correlation matrix,
there are no significant correlations between SO, and export or concentration of any
single base cation in runoff among sites. Annual NO3-N export was significantly
correlated with Ca export and concentration (with and without Lehstenbach). The
relationship between SO, and NOs3-N in stream runoff is weaker than in deposition,
demonstrating that processes within catchments modify S and N dynamics. Such
processes may include differential N-retention and differences in the amount of net
SO4 export among sites. Because NO3-N concentrations are low it is unlikely that
NOs;-N export is driving Ca export. A more likely explanation is that processes
favouring NO3-N export also favour Ca export; in particular nitrification rates may
be higher at base-rich sites. Within individual sites, stream concentrations of Ca
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TABLE V
Pearson correlation coefficients (r) for average annual stream export and volume-weighted
concentration measured during the 1990s at the 21 study sites

SO, NO;-N NH4-N Ca Mg K Na

Export

SOy 1

NO;-N 0.70° 1

NH4-N 0.60° 0.30 1

Ca 0.36 0.61° 0.03 1

Mg 0.28 0.32 0.02 0.59* 1

K 0.48* 0.81¢ 0.11 0.24 0.35 1

Na 0.55% 0.52% 0.06 0.12 0.48* 0.63" 1
Concentration

SOy 1

NO;-N 0.77¢ 1

NH4-N 0.60° 0.41 1

Ca 0.35 0.57* 0.44 1

Mg 0.35 0.29 0.67° 0.65" 1

K 0.67° 0.76° 0.58* 0.39 0.60° 1

Na 0.69° 0.72¢ 0.37 0.20 0.38 0.74¢ 1
p < 0.05.
®p < 0.01.
°p < 0.001.

and Mg are strongly correlated with the export of SO4 (Houle et al., 1997; Likens
etal., 1998; Watmough and Dillon, 2004) or NO3-N (Lovett et al., 2000). However,
similar relationships do not occur at sites with substantial surficial deposits (Beall
et al., 2001). Furthermore, individual sites considered in this study vary in their
ability to buffer a given amount of acid leaching (Kirchner et al., 1992). These
variations, along with sea salt influences, likely account for the lack of significant
relationship between SO4 and Ca or Mg, although SO, export and concentration is
positively correlated with Na and K among the sites (Table V).

3.2.2. Trends in Runoff

In response to declining SO concentrations in deposition, there was a signif-
icant decrease in stream SO, concentration at 14 of the 17 sites with more
than 9 years of data (Table VI). There was no significant decrease at Moose
Pit Brook and at 2 sites (Plastic, Chub) in Muskoka-Haliburton in central On-
tario. In central Ontario, this is likely due to the strong influence that climatic
variations, and in particular summer droughts have on SO, export in the re-
gion (Eimers and Dillon 2002; Eimers et al., 2004). Sulphate release from
Muskoka-Haliburton (MUS-HAL) catchments increases dramatically following
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TABLE VII
Exchangeable base cation soil pool (kg ha™") in rooting zone (A and B-horizons) and
base cation and N content of above ground forest biomass (kg ha™!) at the 21 study

catchments

Exchangeable pool Above ground biomass
Site name Ca Mg K Ca Mg K N
ELA NW (ELA) 627 92 184 71 7 14 37
ELA NE (ELA) 818 93 186 75 8 15 36
ELA E (ELA) 349 65 204 64 8 12 32
Turkey Lakes 402 45 89 960 48 335 390
Plastic (MUS-HAL) 114 23 100 394 31 170 293
Chub (MUS-HAL) 569 78 301 481 33 207 333
Harp (MUS-HAL) 829 98 238 504 38 183 296
Lac Laflamme 456 51 176 338 45 118 301
Lac Clair 201 27 135 702 75 292 570
Lac Tirasse 107 18 40 305 35 104 196
Bear Brook 255 58 114 301 35 191 315
Moose Pit 324 438 79 263 29 101 254
Cone Pond 161 22 68 483 45 178 443
Arbutus 600 36 78 711 48 223 225
Hubbard Brook 261 35 111 600 56 221 550
Whiteface 515 46 204 214 34 143 154
Villingen 146 46 516 385 41 191
Schluchsee 266 42 182 335 38 133
Lehstenbach 500 82 530 519 54 223 552
Langtjern 230 71 147 103 18 154 102
Birkenes 258 139 185 182 43 367 290

Blank space indicates no data.

Excluding ELA, Mg pools in aboveground biomass range from a low of 18 kg ha™!
at Langtjern to a high of 75 kg ha™! at Lac Clair, whereas K pools are between
101 kg ha™! at Moose Pit Brook and 367 kg ha™! at Birkenes. Nitrogen pools in
aboveground biomass are between 102 kg ha™! at Langtjern and 570 kg ha™! at
Lac Clair.

3.4. MINERAL WEATHERING ESTIMATES

In order to compute mass balance budgets for base cations an estimate of base cation
input through mineral weathering is required. Estimates of mineral weathering are
notoriously difficult to obtain and no single method has proven to be the most
reliable indicator of mineral weathering inputs (see Hodson and Langan, 1999;
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TABLE VIII
Annual base cation weathering rates (kg ha™! yr™!) estimated for 18
of the 21 study catchments

Site name Ca Mg K Na
ELA NW (ELA)* 1.3 0.3 24 3.6
ELA NE (ELA)* 1.3 0.3 2.5 3.7
ELA E (ELA)* 1.5 0.3 2.7 44
Turkey Lakes® 4.2 2.9 52 7.9
Plastic (MUS-HAL)* 2.0 1.0 1.6 3.2
Chub (MUS-HAL)* 5.0 33 2.5 3.5
Harp (MUS-HAL)* 4.6 1.9 3.7 6.8
Lac Laflamme? 139 3.6 2.1 7.1
Lac Clair® 6.2 1.3 3.1 3.9
Lac Tirasse® 5.4 1.6 0.6 2.5
Bear Brook® 1.5 0.8 5.8 5.3
Moose Pit* 3.3 2.0 1.8 2.1
Cone Pond 1.2 1.1 1.1 3.0
Arbutus® 5.6 4.1 6.0 5.5
Hubbard Brook 2.1 2.5 1.2 5.1
Whiteface 8.7 2.3 2.9 1.9
Langtjern 6.0 1.0 5.6 1.3
Birkenes 10.0 0.6 1.6 0.9

“Estimated using the PROFILE model (version 4.0; Warfvinge and
Sverdrup, 1992).

Kolka et al., 1996; Langan et al., 1996; Starr et al., 1998; Sverdrup et al., 1998).
Weathering inputs used in this study were calculated using the PROFILE model
(Warfvinge and Sverdrup, 1992), Sr-isotopes (Bailey et al., 1996; Miller et al.,
1993) or the MAGIC model (Cosby et al., 1985). As with all mass balance studies
that include estimates of mineral weathering, results should be interpreted with
caution, particularly as different methods may result in different estimates at the
same site.

Annual Ca weathering rates at catchments where estimates are available (18 of
21 sites) ranged from 1.2 kg ha™! per year (Cone Pond) to 13.9 kg ha™! per year
respectively (Lac Laflamme) (Table VIII). Calcium weathering rates were generally
less than 6 kg ha™! per year, and are therefore similar in magnitude to deposition
at 14 of the 18 sites. Likewise, estimates of annual Mg, K and Na weathering are
0.3—4.1 kg ha™! per year, 0.6-6.0 kg ha™! per year and 0.9-7.9 kg ha™! per year
(Table VIII); which are generally comparable in magnitude to deposition. Draaijers
et al. (1997a,b) also reported that inputs of base cations in deposition are similar to
inputs through mineral weathering for acid podzols in Europe.
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Figure2. Mean annual SO, deposition versus SO, export during the 1990s at the 21 study sites. Bulk
deposition estimates are used except at Whiteface and Moose Pit Brook where total (wet plus dry)
deposition was used and Arbutus and Bear Brook, where wet-only deposition was used.

3.5. MASS BALANCES

3.5.1. Qulphate

Export of SOy in runoff exceeded inputs in deposition at 18 of the 21 forested
catchments (Figure 2). Sulphate mass balances (input in deposition — export in
stream water) ranged between an annual net retention of 6.3 kg ha™! per year
at Langtjern to an annual net export of 76.9 kg ha™! per year at Lehstenbach in
Germany. The high net export of SO, from the German sites has been attributed to
the large recent reduction in SO4 deposition (Alewell et al., 1997; Prechtel et al.,
2001). Due to the large net release of SO4, particularly at Lehstenbach, decreases
in stream SO4 concentration are far less than expected from the magnitude of the
decrease in SO4 concentration in deposition (Tables IV and Table VI). At Whiteface
and Moose Pit Brook, where estimates of dry deposition are included, there was
a small net annual export of 2.8 and 1.9 kg ha™! per year SO,, respectively. At
Arbutus, where wet-only measurements are used, mass balance calculations indicate
that there is an annual net export of 30.5 kg ha™! per year SO4. However, Park
et al. (2003) conducted similar mass balances at Arbutus (1995-2000) including
an estimate of dry deposition and reported that SO4 export exceeded total inputs by
approximately 27 kg ha™! per year. In general, net SO4 export is greatest at sites
that currently receive the highest SO4 deposition and undoubtedly dry deposition
accounts for a portion of the apparent excess export. Several studies have shown that
dry deposition can account for up to 50% of total SO, input to forested catchments
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inputs of inorganic N also included estimates of dry and fog deposition. However,
it should be stressed that organic N losses (or deposition inputs), denitrification or
N-fixation estimates are not included in the N mass balance calculation. Between
31 and 100% of inorganic N input in deposition was retained across the study sites,
with a median value of 94%. Similar high levels of N retention have been reported
for forested catchments throughout Europe and eastern North America (Bringmark
and Kvarnas 1995; Campbell et al., 2004; Dise et al., 1998; Fernandez et al., 2003;
Harriman et al., 2001; Lawrence €t al., 2000; Park et al., 2003; Watmough et al.,
2004).

Concern was raised in the late 1980s that high N deposition may result in N-
saturation, with increased NO3-N leaching as one consequence (Aber €t al., 1989;
Gundersen et al., 1998). Enhanced NOs-N leaching from forested catchments has
been associated with high inputs of N, but losses generally occur above a critical
deposition threshold of around 10 kg N ha™! per year (Dise and Wright, 1995; Dise
etal., 1998; Stoddard et al., 2001; Wright et al., 2001). In this study, NO3-N export
appeared to increase above a threshold of approximately 7 kg N ha™! per year,
slightly lower than the 10 kg ha™! per year threshold mentioned above. However,
dry deposition inputs were generally not considered and would increase total N
deposition, particularly at sites close to emission sources.

While elevated inorganic N deposition may be associated with generally higher
NOs;-N losses, there is still considerable variation among sites receiving similar
levels of N deposition. Site characteristics and forest species composition have
been shown to strongly influence NO;-N leaching losses (Creed and Band, 1998;
Dillon and Molot, 1992; Lovett et al., 2002; Schiff et al., 2002). Nevertheless,
concern remains that chronic accumulation of N in forest soils may ultimately lead
to N-saturation and increased NOs3-N leaching (Bringmark and Kvarnas, 1995;
Aber et al., 1989; Wright et al., 2001). In the present study, there is no evidence
that NO3-N leaching losses are increasing even at the highest N deposition sites,
despite conservative estimates of net N accumulation of up to 10 kg ha™! per
year.

3.5.3. Calcium and Magnesium

Mass balance estimations (input-output) for base cations are presented with and
without estimates of mineral weathering due to the uncertainty associated with
weathering estimates. Negative values indicate that there is a net loss of base cation
based on estimates used in this study. Export of Ca in streams exceeds input in
deposition at all 21 study sites (Figure 4), and net annual Ca losses amount to
between 0.5 and 11.7% of the current exchangeable Ca pool in soil (Table IX).
Inclusion of estimates of mineral Ca weathering fail to balance the Ca budget at
14 of the 18 sites that had weathering estimates, although some of the difference
between sites may be attributed to the methodology used for assessing mineral
weathering (i.e., PROFILE vs. MAGIC). When weathering inputs are considered,
annual Ca budgets vary between a net annual retention of 2.4 kg ha™! per year
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Figure 4. Mean annual Ca input-output budgets during the 1990s, excluding (upper) and including

(lower) estimates of Ca weathering.

(Birkenes) to a net loss of 31.8 kg ha™! per year (Turkey Lakes) (Figure 4). At sites
where Ca losses are estimated, net losses are up to 7.9% of the exchangeable Ca

pool (Table IX). Similarly, export of Mg in streams exceeds input in deposition at

all 21 study sites (Figure 5), and net annual Mg losses amount to between 0.6 and
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zone and do not take into account weathering reactions in deeper till. Much lower
estimates of Ca and Mg export have been reported at Turkey Lakes and Arbu-
tus based on lysimeters placed at 65 cm depth (Foster et al., 1992). Similarly,
Houle et al. (1997) reported that export of base cations measured in lysimeter sam-
ples collected at 60 cm depth were only 39% of the export recorded in stream
water. Release of Ca and Mg from base-rich minerals in till beneath the rooting
zone likely explains much of the discrepancy in the mass budget at sites showing
large net losses of Ca and Mg (Arbutus and Turkey Lakes). There is also consid-
erable uncertainty associated with estimates of mineral weathering (average soil
depth, surface area, etc.) and mineral weathering inputs may also be underesti-
mated at sites lacking appreciable till deposits if base rich minerals are present in
the fine soil fraction, since coarse soil mineralogy was used to estimate base cation
weathering. On the other hand, it is equally possible that the methods used in this
study underestimated weathering inputs to the rooting zone (Hodson and Langan,
1999).

With these uncertainties in mind, mass balance calculations show that Ca and
Mg losses are occurring from the rooting zone at the majority of sites considered
in this study. Net Ca depletion from forest soils due to acid leaching is a major
concern, particularly in eastern North America (Bailey etal., 1996; Lawrence et al .,
1997; Likens et al., 1996; Tomlinson, 2003; Watmough and Dillon, 2003b,c, 2004).
Declining Ca levels have been associated with a number of adverse effects on
trees, including reduced growth, increased susceptibility to biotic and abiotic stress
including insect defoliation, drought and extreme cold events (Bondietti et al ., 1989;
DeHayes et al., 1999; Duchesne et al., 2002; Horsley et al., 2000; Jiang and Jagels,
1999; Kolb and McCormick 1993; Shortle and Smith, 1988; Shortle €t al., 1995;
Watmough, 2002). Furthermore, declining Ca levels in soil will lead to declining
Ca concentrations in surface waters, a feature that has been reported throughout
eastern North America (Driscoll et al., 1995; Keller et al., 2001; Watmough et al.,
2003), and is partly responsible for the lack of chemical recovery in lakes and
streams.

3.5.4. Potassium

Export of K in streams exceeded input at 16 of the 21 sites (Figure 6). In contrast to
Ca and Mg, inclusion of estimates of mineral K weathering more than balanced the
K budget at 16 of the 18 sites where weathering estimates were available. At sites
where net K losses are reported, these losses are up to 2.6% of the exchangeable
K pool in soil (Table IX). The net retention of K observed at most sites is most
likely due to accumulation in biomass as cycling of K in forest soils is strongly
influenced by biological cycling. It is also possible that K may accumulate in
soils through secondary mineral formation. In contrast to Ca and Mg, increased
inputs of K through dry deposition or increased losses of K from weathering below
the rooting zone are generally not needed to balance the K budget. The fact that
weathering estimates of K approximately balance the K budget provides some
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Figure 6. Mean annual K input-output budgets during the 1990s, excluding (upper) and including

(lower) estimates of K weathering.

degree of confidence in our estimates of base cation weathering. These results
suggest that forests considered in this study are not at risk of K deficiency, a

condition that appears more prevalent in base-rich sites with high Mg levels (Bernier

and Brazeau, 1988).
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3.5.5.Sodium

Sodium is not an essential plant nutrient and is only a minor component of the soil
exchangeable pool. Therefore, inputs of Na from deposition and mineral weathering
should balance losses in stream water and may be used to further assess the accuracy
of mineral weathering inputs. As expected, export of Na in streamwater exceeded
inputs in deposition at all 21 sites (Figure 7). When estimates of Na weathering
are incorporated in mass balance calculations, net Na losses occur at 8 sites and
net retention is observed at 10 of 18 sites (Figure 7). At the majority of sites (13
of 18), net retention or net export is usually under 2 k§'hger year, indicating

that mineral Na weathering estimates used in this study are reasonable. The most
notable exceptions occur at the coastal catchments of Bear Brook, Moose Pit Brook
and Birkenes, where net export is between 5.0 and 12.0 ®§ pex year; this is

likely due to unmeasured dry deposition of marine aerosols. Since the majority of
sites retain Na, even without considering dry deposition, it appears that weathering
rates may be slightly overestimated, at least for Na. This does not necessarily mean
that weathering rates of Ca and Mg are similarly overestimated, and at some sites
there are Ca and Mg deposits in deep till that are not accounted for in mass budget
calculations.

3.6. QRITICAL LOADS AND CURRENT EXCEEDANCES

Critical loads were developed with the assumption that high levels of acid deposition
cause excess base cation leaching, and that some base cation depletion in soils was
acceptable provided soils did not exceed a critical chemical threshold. There is
considerable debate over the choice of critical limit, and how N dynamics should
be treated in the SSMB model (Loklet al., 1996; Posctet al., 2001). In this
study we use a relatively conservative critical chemical criterion of a molar BC:Al
molar ratio of 10 in soil solution, assume the aluminium solubility is controlled
by gibbsite (pK;,, = 9.0), and that N immobilisation and denitribcation rates are
effectively zero.

Under the no harvesting scenario, which is most appropriate for the majority of
study sites, CL values are between 0.522 ket peer year (Cone Pond) and 1.997
keq h&* per year (Lac LaRamme) (Table X). Based on average 1990s deposition,
which as previously stated likely underestimates total S and N deposition at many
of the sites, 7 of the 18 sites receive acid depositiof (§) in excess of the critical
load (see Ex(S N) Table X). None of the 18 sites receive S deposition in excess
of the critical load (see Ex(S) Table X). This suggests that for sites that exceed the
critical load, reductions in S and/or N are required to prevent base cation losses
from forest soils exceeding the critical chemical criterion. However, as inorganic N
deposition is now greater than $@eposition, it may well be more cost-effective
to reduce N emissions as opposed to S emissions.

Critical loads were also estimated for each site assuming a typical harvest sce-
nario for the region (whole tree or stem only). As expected, critical loads are lower
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Figure 7. Mean annual Na input-output budgets during the 1990s, excluding (upper) and including
(lower) estimates of Na weathering.

under the harvesting scenario with CL{SN) values ranging between 0.375 and
1.839 keq ha! per year, although the relative sensitivity of forests was not very
different from the no-harvesting scenario. If harvesting occurs, 11 of the 18 sites
receive acid deposition in excess of the critical load. Critical load values for S under
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TABLE X
Critical loads and exceedances (based on 1990s deposition, Table II) for S and S + N (keq ha™! yr™!)
under conditions that assume either no harvesting or harvesting removals typical of the study region?,
and the percent contribution of N to acid (SO, + N) deposition and acid (SO, + NO;-N) leaching at
the study sites

No harvesting Harvesting
Site name CL Ex(S+N) Ex(S) CL(S+N) Ex(S+N) CL(S) Ex(S) Naep % Nieach %
ELA NW (ELA) 0.585 —0.127 —0.432 0.482 —0.024 0.349 —0.197 66.7 52
ELA NE (ELA) 0.607 —0.149 —0.454 0.490 —0.033 0.363 —0.210 66.7 0.2
ELA E (ELA) 0.654 —0.197 —0.502 0.557 —0.100 0.441 —0.289 66.7 9.9
Turkey Lakes 1.514 —0.491 —1.084 1.264 —0.240 0985 —0.555 58.0 257
Plastic (MUS-HAL)  0.644 0.423 —0.192 0.375  0.692 0232 0219 577 1.4
Chub (MUS-HAL) 1.104 —0.037 —0.652 0.748 0319 0.582 —0.130° 57.7 1.6
Harp (MUS-HAL) 1.167 —0.100 —0.715 0.684  0.383 0.541 —0.090° 57.7 4.8
Lac Laflamme 1.997 —1.398 —1.664 1.839 —1.240 1.696 —1.362 443 7.5
Lac Clair 1.033  0.078 —0.536 0.894  0.296 0772 0.011 552 5.8
Lac Tirasse 0.817 —0.425 —0.628 0.623 —0.231 0.559 —0.369 51.6 6.0
Bear Brook 0.882 —0.260 —0.552 0.610 0.012 0.353 —0.023 47.0 15.8
Moose Pit 0.899 —0.115 —0.505 0.771  0.014 0.551 —0.157 49.8 0.0
Cone Pond 0.522  0.466 —0.091 0.424  0.466 0.107  0.323 517 0.5
Arbutus 1.429 —0.681 —1.075 0.869 —0.120 0.654 —0.300° 52.7 21.5
Hubbard Brook 0.855 0.274 —0.263 0.744  0.385 0.351 0.240 47.6 35
Whiteface 1221 1.154 —0.073 1.137  1.238 1.027 0.121 51.7 5.1
Villingen 65.8 4.6
Schluchsee 61.7 31.7
Lehstenbach 66.2 16.1
Langtjern 0.881 0.010 —0.488 0.678  0.213 0.528 —0.135 559 29
Birkenes 1.220 0.308 —0.664 1.300 0.228 0.890 —0.334% 63.6 8.0

*Harvesting estimates based on nutrient content in biomass and typical harvest practice (stem or whole
tree).

S0, export exceeds critical load; positive values indicate current exceedance of the critical load;
blank space indicates no data.

the harvesting scenario are between 0.107 and 1.696 keq ha™! per year, and 5/18
sites receive S deposition in excess of the critical load. At these 5 sites (representa-
tive of similar sites in the area), further reductions in S deposition are necessary to
prevent soils from exceeding the critical load, but at the remaining 6/18 sites reduc-
tions in S and/or N are required. However, SO, export exceeds input at the majority
of study sites and if this difference is entirely due to unmeasured dry deposition,
then the number of sites that exceed the CL(S) increases from 5 to 9 (Table X).

It is clear that exceedance of the CL(S + N) is much greater than CL(S) at all
study sites under both management scenarios. This was expected, since the SSMB
model used in this study assumed zero N immobilisation or denitrification and
therefore considers that any N not taken up by biomass will ultimately be leached
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as NO3-N. However at present, even though N accounts for between 44 and 67% of
the acid deposition (SO4 and inorganic N) at each site, NO3-N leaching accounts
for only 0-32% of the acid (NO3-N + SO,) leaching. Although there is a tendency
for NO3-N leaching to be higher at the high N deposition sites, there is no evidence
that NO3-N losses have increased at any site and a major unknown is whether low-
level chronic N accumulation will ultimately lead to the release of NO3-N; a feature
currently assumed in critical load models.

4. Summary

Input-output budgets (1990s) for SOy, inorganic N (NO3-N; NH4-N), Ca, Mg and
K were calculated for 21 forested catchments in 17 regions of Canada, the United
States and Europe that spanned a range of SO, (7.3 to 28.4 kg ha™! per year)
and N (2.8 and 13.8 kg ha™! per year) bulk deposition. In response to emission
regulations, SO4 concentration in deposition decreased in 13/14 regions, whereas
NOj3-N concentrations decreased in only 1/14 and trends in NH4-N concentration
were varied; increasing at 3/14 regions and decreasing at 2/14 regions. Decreasing
trends in deposition were also recorded for Ca (9/14), Mg (5/14), and K (6/14), and
on an equivalent basis, accounted for up to 131% (median 22%) of the decrease
in acid ion deposition, partly offsetting the benefits of decreased SO, deposition.
Sulphate concentrations in runoff decreased at the majority (14/17) of catchments
and NO3-N concentrations in runoff decreased at 4/17 catchments and increased at
only 1 site. Ammonium concentrations increased at 5/17 catchments. Differences
in SO4, NO3-N and NHy4-N concentrations and temporal patterns appear to be
influenced by deposition, although climate variations and possibly land-use history
likely account for some of the variation among sites. Decreases in Ca, Mg and
K concentrations in runoff occurred at 8, 9 and 7 of 17 sites, respectively, which
accounted for up to 133% (median 48 %) of the decrease in acid anion concentration.
Mass balance estimates show that SO, export exceeded input at 18/21 catchments,
likely due to a combination of unmeasured dry deposition and release from internal
sources. The majority of N in deposition (31-100%; median 94%) was retained
within catchments, although there was a tendency for greater NO3-N leaching at
sites receiving higher (>7 kg N ha™!) deposition. There was no evidence that NOs-
N concentrations in runoff were increasing over time, despite the high level of
N-retention. Mass balance calculations show that for Ca and Mg, export in runoff
exceeds input at all 21 sites, but K export only exceeds input at 16/21 sites. When
estimates of base cation weathering were available and included in the mass balance
(18 sites), Ca, Mg and K export exceeded inputs at 14, 10 and 2 sites respectively.
Annual Ca losses represent between 0.17 and 7.9% of the current exchangeable
Ca pool in soil although at some sites, part of this loss occurs from beneath the
rooting zone and there is always uncertainty associated with mineral weathering
estimates. Despite reductions in S emissions, acid deposition appears to still be



