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Abstract: Wildfires can change ecosystems by altering solutes in streams. We examined major cations
in streams draining a chaparral-dominated watershed in the Santa Ynez Mountains (California, USA)
following a wildfire that burned 75 km? from July 8 to October 5, 2017. We identified changes in
solute concentrations, and postulated a relation between these changes and ash leached by rainwater
following the wildfire. Collectively, K* leached from ash samples exceeded that of all other major
cations combined. After the wildfire, the concentrations of all major cations increased in stream water
sampled near the fire perimeter following the first storm of the season: K* increased 12-fold, Na*
and Ca?* increased 1.4-fold, and Mg2+ increased 1.6-fold. Our results suggested that the 12-fold
increase in K* in stream water resulted from K* leached from ash in the fire scar. Both C and N were
measured in the ash samples. The low N content of the ash indicated either high volatilization of N
relative to C occurred, or burned material contained less N.
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1. Introduction

Depending on the ecosystem and climate [1,2], wildfires occur with varying frequency
and severity, and have the potential to perturb the cycling of major cations (Mg?*, Ca®*, K*,
and Na*) [1,3] and other elements that are essential for metabolic processes in plants [4-10],
animals [11], fungi [12], and microbes [13]. Major cations can be introduced into a water-
shed by mineral weathering or atmospheric deposition [14,15]. Excesses and deficiencies
in major cation content in soils can limit biological activity and growth [16].

When ecosystems burn, major cations and other nutrients can be volatilized dur-
ing combustion, or removed from fire scars via erosion or leaching after burning [17].
Destruction of vegetation during burning enables the removal of nutrients from topsoil
that were formerly held in place by plant coverage and shallow roots [18,19] and reduces
biological uptake. Fire can reduce microbial populations in soil [20], diminishing nitrogen
fixation [21]. After fires, ash remains on the soil surface. Water-soluble components can
leach into the soil and be transported through runoff, and particulate residues can be
transported via runoff and erosion [22,23] following precipitation.

Major cations released by combustion follow several pathways to streams: (1) disso-
lution of smoke and fine ash in precipitation, (2) erosion of ash and topsoil by wind and
water from hillslopes to streams, and (3) leaching of major cations in ash on the soil surface
by precipitation and by transport over or through the soil column by storm runoff or
groundwater [17]. Fire can influence the extractability of major cations in surficial material
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such as ash and charred soil before and after a burn [23,24], and cause changes in major
cations in stream water [25-28].

Previous studies found considerable variability in the impact of burning on major
cation dynamics in stream water. Influences such as groundwater flushed by rainwater
percolating through the soil column, solutes leached from burned material by surface
waters, and elements extracted by weathering reactions in bedrock and sediment all
contribute to major cation signatures observed in streams after burning. Determining
which factors are responsible for changes in major cation concentrations in stream water
after burning remains challenging. Additionally, while major cation concentrations may be
considerably higher in runoff on burned slopes compared to unburned slopes, impacts on
downstream concentrations may be masked by dilution from contributions to the stream
water from unburned areas [29].

In this study, we examined major cations in post-wildfire conditions via a field study
of montane watersheds in southern California, USA, a region with frequent wildfires.
Significantly, this investigation collected and analyzed data shortly following a naturally
occurring wildfire in a region, rather than designing an experiment to coincide with a pre-
planned, controlled burn. Our focus was the 2017 Whittier Fire, one of numerous wildfires
in the watersheds of the Santa Ynez Mountains sharing similar ecological, geological,
atmospheric, and climatic characteristics [30]. Fire had not occurred in the study location
for at least two decades prior to the Whittier Fire. Between 2007 and 2019, 10 major
wildfires burned through the greater Santa Barbara area, where the fire season stretches
from May through October or later, then is terminated by the onset of the rainy season,
which typically is from November to April. Runoff from mountain slopes reaches the
Pacific Ocean or inland reservoirs. The flows transport ash, litter, solutes, and, in some
cases, large volumes of debris. The 2017 Thomas Fire was the largest fire in California
history at the time, and occurred ~30 km from the Whittier Fire later in the same year. The
first rain storm after the Thomas Fire triggered large debris flows in Montecito, California,
from the fire scar. This led to numerous fatalities, destruction of property, and changes in
ocean chemistry [31].

We measured the extractability of major cations in ash samples by rain water and
major cation concentrations in stream water collected near the fire perimeter in El Capitan
Creek before and after the first rain of the season. The upper section of the El Capitan
Creek watershed was burned by the Whittier Fire. Additionally, we measured major cation
concentrations sampled along a transect following the stream near and away from the fire
perimeter to gauge the dilution effects on major cation signatures. These data were used to
address three questions:

1.  Towhat extent is ash a factor in determining the major cation concentrations in nearby
streams after wildfires following the first precipitation events?

2. How do wildfires influence major cation concentrations in streams after storms?

3.  Downstream from the fire scar, are major cation concentrations lower than near the
burn perimeter?

To address the first question, we assessed the relationship between ash and stream
chemistry where rainfall, wind, or natural erosion would transport the ash to creeks. To
determine the extent to which wildfires influence major cation concentrations in stream
water after storms and whether ash is a factor in determining the major cation content
in stream water after wildfires, samples of a transect of El Capitan Creek were collected
downstream from a fire scar. In addition, we investigated the carbon and nitrogen content
in the ash, and compared this content to extractable cations present in the samples.

Our findings suggested that wildfires increase the concentrations of all major cations
in streams. We further propose a chief pathway for K* outflux from the fire scar associated
with leaching of ash and export via stream discharge.
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2. Materials and Methods
2.1. Study Site

The study site was located in Santa Barbara County, California, along and below the
south facing slopes of the Santa Ynez Mountains in chaparral-dominated watersheds that
partially burned from 8 July to 5 October 2017, in the 75 km? Whitter Fire [32] (Figure 1).
Based on historical records, the typical fire cycle is 40-60 years [33]. In drier seasons,
chaparral foliage with flammable resins and oils [34] are especially vulnerable to wind-
driven wildfires.
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Figure 1. Whittier Fire and sampling locations. The Whittier Fire scar is represented by the orange
shaded region [35]. Ash 1 was sampled at 34°31'57.0” N, 120°01/17.0” W; Ash 2 at 34°31'32.9” N,
119°58'04.8” W; Ash 3 at 34°31/33.2” N, 119°57'14.4” W; Ash 4 at 34°30'53.3” N, 119°53/19.7” W;
and Ash 5 at 34°30'42.1” N, 119°52/39.0” W. Upper El Cap is located at 34°29'49.2” N, 120°00'11.9”
W, ~0.7 km downstream from the fire perimeter, with a subcatchment area of 8 km?2. Middle El
Cap is located at 34°28/41.2” N, 120°01'12.0” W, ~3 km downstream from the fire perimeter, with
a subcatchment area of 14 km?. Lower El Cap is located at 34°27'38.5” N, 120°01'20.3” W, ~5 km
downstream from the fire, with a subcatchment area of 16 km?. Fire perimeter data from [34]. The
base map for Figure 1 was obtained from the OpenStreetMap Foundation (www.openstreetmap.org
(accessed on 10 February 2021)). The stream data was obtained from the National Hydrology Dataset
(NHD) [36].

El Capitan Creek originates on the south-facing slopes of the Santa Ynez Mountains,
where the Whittier Fire burn scar overlaps its upper catchment. The stream is typical of
those draining from mountainous headwaters to mildly sloping, narrow coastal plains
and into the Santa Barbara Channel [37]. Solute transport from coastal watersheds is
characterized by pulses driven by seasonal storms [38]. Approximately 3 km upstream
from the coast, El Capitan Creek splits into an east fork and a west fork, each of which
continue ~5 km to the ridge crest of the Santa Ynez Mountains. Prior to the first storm, no
base flow was observed in the west fork, while discharge was perennial in the east fork.

The bedrock geology of the El Capitan Creek watershed consists of Cenozoic, arkosic
sandstone, and shale units [39]. The creek forms channels in highly resistant bedrock,
mixed channels with coarse alluvium including boulders in moderately resistant bedrock,
and soft channels where no coarse alluvium or boulders are present with less-resistant
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bedrock [38,40]. The watershed is predominantly chaparral and shrublands in the head-
waters to the north, and transitions to mostly grasslands downstream to the south, with
riparian zones along stream channels throughout the watershed [31,41]. The region experi-
ences a semiarid Mediterranean climate with cool, wet winters and warm, dry summers,
and high interannual rainfall variability [37,38].

2.2. Ash Sampling

Post-fire and pre-storm ash samples were collected at five sites (Figure 1). No pre-
cipitation occurred between the fire and the time of the sampling. Ash samples were
between <0.3 cm and 4 cm thick. Ash 1 to 3 were sampled on 1 October 2017, Ash 4 was
sampled on 5 October 2017, and Ash 5 was sampled on 23 September 2017. Samples, which
included ash and minor amounts of the underlying charred soil, were collected both at
approximately regular spacings (Ash 1 to 4) and along transects (Ash 5).

When possible, samples were collected along line transects at evenly spaced intervals
radiating from a point. Sampling along line transects has been shown to obtain optimal
results for collections of heterogeneous material [42]. When ash coverage was limited
or the terrain was too steep to set a transect, multiple grab samples were collected at
approximately regular spacings. In each case, 5-15 samples, each consisting of 20~100 cm?
of ash, were collected and combined in a one-gallon bag. Samples were later transferred
to polyethylene bottles, and subsamples were drawn from each sample for testing, 10
subsamples for the CN analysis and one from each site for the ash-leaching experiments.

2.3. Stream Water Sampling

Three sampling sites were selected based on their proximity to the fire scar (0.7 km,
3 km, and 5 km downstream from the burn perimeter; Figure 1). Upstream sampling at
the upper site was conducted on the east fork of El Capitan Creek due to the presence of
consistent base-flow throughout the dry season. Pre-storm sampling began at the Upper
El Cap site on 21 October 2017 and continued on a weekly to biweekly basis. We did not
sample during the storm, as debris flows would render the conditions hazardous. The first
post-storm sample collected at the upper site was obtained ~1 week after the first major
storm. Pre- and post-storm conditions of the Upper El Cap site are illustrated in Figure S1.
The middle and lower sites were sampled once on 2 February 2018, and weekly from 11
March 2018 to 8 April 2018 following the beginning of the second major storm of the season.
The upper site was sampled throughout the study (from 21 October 2017 to 8 April 2018).

Rainfall totals were obtained from the El Capitan precipitation gauge [43] located at
34°27'45” N, 120°01'33” W (~5 km from the upper site), ~1.6 km from the middle site, and
~0.4 km from the lower site. The total measured precipitation for the two major storms
considered in this paper were 5.6 cm of precipitation from 3 January 2018 to 9 January 2018
(first storm, short-lived), and 18.3 cm of precipitation from 1 March 2018 to 22 March 2018
(second storm, long-lived) [43]. Discharge measurements were not made in El Capitan
Creek and could not be estimated based on data from neighboring creeks because those
with gauges had not burned.

Unfiltered stream water samples were collected in 250 mL polyethylene bottles that
were rinsed with stream water three times at the sampling sites prior to collection. Follow-
ing collection, bottles were stored at 4 °C prior to analysis.

2.4. Water and Ash Analyses

In order to simulate ash leaching into streams by precipitation, 500 mL of rainwater
was used to leach ash samples. One ash sample from each of the five sites was analyzed.
For each, a 10 g subsample was placed in a 500 mL polyethylene bottle, 500 mL of rainwater
was added to each, and the bottles were shaken at 150 rpm for 24 h, and then left unshaken
for another day. The major cation concentrations in the rainwater were all <0.10 ppm,
which was substantially below levels measured in the leachate. The leaching measurements
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were designed to represent rainwater interacting with ash over the course of rainfall in one
day. We could not validate that our leaching procedure replicated the natural conditions.

Major cation concentrations in stream water and ash-generated water samples were
determined using a Thermo iCAP 6300 inductively coupled plasma (ICP) atomic emission
spectrometer. Prior to measurement, samples were passed through a 1 pum filter and
acidified with nitric acid. The sample uptake rate was set to 1.5 mL/min. The carrier gas
flow was set to 0.5 L/min. A Burgener PTFE (polytetrafluoroethylene) Mira Mist nebulizer
with hydrophilic coating was employed. The torch was set to radial view with a viewing
height of 13 mm, and the RF power was set to 1150 W.

The total carbon (C) and nitrogen (N) weight percent (wt %) of the Ash 1 to 5 samples
were determined using a CDC 440HA elemental analyzer with an atropine standard.
The instrument determined total C and N by means of high-temperature (800-1000 °C)
combustion (Dumas method) of approximately 8 to 16 milligrams of each sample in a
helium-rich environment with bursts of O, for combustion. For each of the five ash sites,
10 subsamples were analyzed. The combustion products CO,, NOx (reduced to Ny),
and H,O were separated by means of sequential, selective chemical traps, and measured
with three pairs of high-precision thermal conductivity detectors. Interfering gases of
halogens, as well as phosphorus, were removed in the combustion reactor using a quartz
insert. Samples, which were precisely weighed in small aluminum capsules and loaded
into a sealed carousel autosampler, were introduced into the combustion furnace. When
combustion was complete, the residue was deposited in a waste chamber (also sealed
under helium during the run), thus avoiding buildup of sample residue in the combustion
tube. Results are reported in weight percent of the element. Uncertainties were estimated
using the coefficient of variation determined from the atropine standard.

2.5. Precipitation Data

Precipitation data collected near the study site were obtained from an automated rain
gauge, located at 34°27'45” N, 120°1'32.9” W, 38 m above sea-level [43].

3. Results
3.1. Field Observations

Within the fire scar, along the Santa Ynez Mountain ridgeline and in the El Capitan
Creek watershed, ash was observed in ~1-100 m? pockets and patchy blankets that ranged
in depth from <0.3 cm to ~4 cm. Estimates from a 50 m transect indicated that ash covered
~60% of the surface area at the Ash 5 site. However, large portions of the fire scar had
<1% ash cover. Ash accumulation was prevalent in small gullies on hillslopes, and was
mostly observed in small patches around crevices between boulders and topsoil, small
<1 m? pockets on the soil surface, and large patches along hillslopes (Figure S2).

Precipitation events clustered in two major storms, referred to as the first major storm
(inclusive of 6 January 2018) and the second major storm (inclusive of 10 March 2018) of
the season. Observations at the Upper El Cap sampling site before and after the first storm
suggested that erosion and channeling occurred at the Upper El Cap site, with substantial
removal of rubble and vegetation after the first rainfall.

3.2. Carbon and Nitrogen in Ash Samples

Total nitrogen was low (0.0013-0.065 wt % when detectable; most of the measurements
were below detection limits; Figure S3) relative to total carbon (~1-7 wt %; Figure 54) [44]
(Table 1). Ash collected from site Ash 1 yielded the most nitrogen (0.0013-0.065 wt % when
detectible) with 9 out of 10 subsamples yielding detectable nitrogen. Only 2 of the 10 ash
subsamples from Ash 3 yielded detectable nitrogen, and 5 of the 10 ash subsamples from
Ash 5 yielded detectable N. No nitrogen was detected in ash from Ash 2 and Ash 4 [44].
At site Ash 1, where carbon and nitrogen were both consistently present within detection
limits, a moderate correlation (R? = 0.49) was observed (Figure S5).
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Table 1. Weight % (wt %) of carbon and nitrogen (represented below as C/N) for 10 separate CN analyzer measurements
of ash from sites Ash 1-5, along with the means and standard deviations. The detection limit for C was 0.08 mg, which
corresponded to a weight % of 0.79. The detection limit for N was 0.1 ug, which corresponded to a weight % of 0.0013.
Nitrogen measurements listed as 0.00 were below the detection limit.

Ash 1 (C/N wt %) Ash 2 (C/N wt %) Ash 3 (C/N wt %) Ash 4 (C/N wt %) Ash 5 (C/N wt %)

Subsample 1 2.52/0.012 1.09/0.00 3.80/0.00 2.11/0.00 4.51/0.0049
Subsample 2 2.98/0.065 0.79/0.00 3.72/0.00 2.77/0.00 5.45/0.00
Subsample 3 2.07/0.019 1.49/0.00 1.71/0.0027 4.03/0.00 6.20/0.00
Subsample 4 2.41/0.0056 1.61/0.00 2.48/0.00 3.95/0.00 6.80/0.00
Subsample 5 1.85/0.033 1.89/0.00 3.42/0.00 3.46/0.00 6.13/0.00
Subsample 6 2.89/0.049 1.84/0.00 3.18/0.00 3.49/0.00 6.23/0.041
Subsample 7 2.16/0.00 1.92/0.00 1.74/0.086 4.27/0.00 6.12/0.037
Subsample 8 2.27/0.0013 1.04/0.00 2.69/0.00 4.68/0.00 6.11/0.012
Subsample 9 2.82/0.062 1.18/0.00 2.72/0.00 3.21/0.00 7.12/0.010
Subsample 10 1.86/0.0086 1.15/0.00 3.30/0.00 3.42/0.00 6.26/0.00
Mean 2.38/0.026 1.40/0.00 2.88/0.0089 3.54/0.00 6.09/0.011
Stnd. Dev. 0.41/0.025 0.40/0.00 0.75/0.027 0.75/0.00 0.71/0.016

3.3. Major Cations
3.3.1. Major Cations Extracted from Ash

The amount of K* extracted from sites Ash 4 and Ash 5 exceeded all other major cation
measurements. More K* was extracted from the Ash 4 and Ash 5 samples (173 mg/L and
89 mg/L, respectively) than the sum of all other major cations from Ash 4 and Ash 5 and
all major cations extracted from Ash 1, Ash 2, and Ash 3 (Figure 2) [45]. Higher concentra-
tions of K* and Ca?* were leached from the ash samples compared to Mg?*, and higher
concentrations of K*, Ca%*, and Mg2+ were leached compared to Na*. Concentrations of
K* and Nat leached from ash were correlated (R2 =0.98, p < 0.0001; Figure S6). Twice the
amount of Ca?* was leached relative to Mg?*, with the exception of the Ash 5 site, where
the amounts of leached Ca?* and Mg?* were approximately equal. Across all ash samples,
the correlation between carbon and major cations extracted from ash was insignificant,
with the exception of Mg?* which exhibited a moderate correlation (R? = 0.98; Figure S7).

1757 o ca+

- Kt
| mmm Mg?*
B Nat

Concentration [mg/L]

- —_ —_
(€] ~ o N 1
9 2 9.2

N
o1
T

0
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Figure 2. Major cation concentrations leached from ash via rainwater by sampling site.
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3.3.2. Major Cations in El Capitan Creek

Pre-storm major cation concentrations were based on stream samples collected at the
Upper El Cap site prior to the first major storm on four sampling dates: 21 October 2017,
4 November 2017, 18 November 2017, and 20 December 2017 [46] (Figure 3). Baseline
major cation concentrations were obtained from the average of these measurements: Ca%*:
97 £ 1mg/L; K*: 1.1 & 0.1 mg/L; Mg?*: 22.5 4+ 0.3 mg/L; and Na*: 24.8 4+ 0.2 mg/L,
expressed as the mean and standard deviation.
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Figure 3. Major cation concentrations at Upper El Cap (East Fork) site and precipitation data.
Precipitation data are expressed as cumulative precipitation each day. Precipitation events clustered
into two major storms, referred to as the first major storm (inclusive of 6 January 2018) and the second
major storm (inclusive of 10 March 2018) of the season [43].

Concentrations of all major cations increased at the Upper El Cap site between 20 De-
cember 2017 and 13 January 2018, which corresponded to before and after the first major
precipitation event of the season (Figure 3). Comparing measurements from 20 December
2017 and 13 January 2018, concentrations of Ca?* increased from 96.7 mg/L to 135.6 mg/L,
K* increased from 1.1 mg/L to 12.5 mg/L, Mg2+ increased from 22.6 mg/L to 37.2 mg/L,
and Na* increased from 24.8 mg/L to 34.2 mg/L. After the second major storm at the
Upper El Cap site, some major cation concentrations again increased relative to values
just before that storm, but no increases in major cation concentrations beyond the peak
values obtained on 13 January 2018 (after the first storm) were observed. After the first
storm, the variability of Ca?* concentrations remained high for the duration of the study
(Figure S8). Mg?* and Na* reverted to concentrations similar to the pre-storm values sev-
eral weeks after the first storm. In comparison, K* levels remained elevated and declined
gradually through the duration of our study.

To better quantify storm-induced changes in major cation concentrations, the values
were normalized to the pre-storm baselines [47]. At the Upper El Cap site, K* concentra-
tions increased by more than one order of magnitude, and remained above baseline from
13 January 2018 through the end of the study; K* concentrations were 6-7 times that of the
pre-storm concentration ~1 month following the first storm, decreasing to 2.8 times that of
the pre-storm value on the final sampling date ~3 months later (Figure 4).

In the period following the first major storm, major cation concentrations at the Middle
and Lower El Cap sites were elevated compared to baseline values at the Upper El Cap
site, with the exception of Ca?* and Mg?* at the Lower El Cap site just prior to the second
storm. Compared to the first storm, the second major storm had a smaller effect on major
cation concentrations at the Upper El Cap site (Figure 4) [46].
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Figure 4. Major cation concentrations at Upper El Cap (East Fork) site following the first major precipitation event for the
season, normalized to (divided by) the mean pre-storm baseline concentrations.

Overall, concentrations of K* were the lowest, ranging from 1.0-12.5 mg/L, and
concentrations of Ca?* were highest, ranging from 74.9 mg/L to 135.6 mg/L. Mg?* and
Na* concentrations were intermediate, with a similar range: Mg?* between 20.7 mg/L and
36.8 mg/L, and Na* between 22.8 mg/L and 39.9 mg/L. Concentrations of divalent cations
Ca?* and Mg?* were linearly correlated (R2 = 0.89; p < 0.00001; Figure S9).

Variations in Ca?* and Mg?* were negatively correlated (at Lower El Cap, m = —0.033,
R? = 0.70; m = —0.0087, R? = 0.27) to variations in K* in the Lower El Cap and Middle El
Cap sites. K* concentration at the Upper El Cap site decreased from 11 March 2018 to 8
April 2018 following the second storm of the season. Na* concentrations in the Upper El
Cap site during this interval were lower than those measured at the Middle El Cap and
Lower El Cap sites downstream (Figure 5).

To evaluate variability of major cation concentrations downstream from the fire scar,
we computed concentration ratios for each major cation comparing values for downstream
and upstream sites using same-day samples after the second major storm (Figure 6). Two
features of the figure were relevant to identify the trends: the value and the slope. A value
<1 implied a higher upstream concentration compared to the downstream concentration,
while a value >1 implied the downstream concentration was higher. A positive slope
indicated that the downstream concentration was increasing relative to the upstream value,
while a negative slope indicated the opposite. Slopes for all K* downstream/upstream
ratios were positive, revealing that K* concentrations progressively increased downstream
with time relative to the upstream sites. For each pairwise comparison, shortly after
the second major storm, the ratios were less than unity, implying a higher upstream K*
concentration. Over time, the ratio increased monotonically, and at the end of the study
period, in each case, the ratio was greater than unity, implying a higher downstream K*
concentration. Other major cations did not exhibit such variation.
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Figure 5. Concentrations of major cations in El Capitan Creek by sampling site: Upper El Cap (solid line), Middle El Cap
(dashed line), and Lower El Cap (dotted line). The data from Figure 3 recorded for site Upper El Cap begins prior to the first
storm (6 January 2018) and is included here. Data collection began at the Middle and Lower El Cap sites on 3 February 2018
and continued on a weekly basis following the second major storm of the season from 11 March 2018 to 8 April 2018. The

top right panel magnifies the last four K* measurements at the Upper, Middle, and Lower El Cap sites (top left panel) for
emphasis.

3.3.3. Rattlesnake Creek

Earlier measurements at Rattlesnake Creek served as an unburned comparison for this
study. Major cation (Mg?*, Ca?*, K*, and Na*) concentrations were measured in samples
collected monthly from Rattlesnake Creek, from 13 October 2004 to 23 August 2005 [48]
(identified as site RS02 in [30]). Rattlesnake Creek is located on the south-facing slopes
of the Santa Ynez Mountains. Bedrock geology of the Rattlesnake Creek and El Capitan
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Creek watersheds are similar [39,49]. Upstream from the RS02 sampling site, vegetation
is dominated by chaparral and shrublands, with riparian zones along stream channels.
Similar characteristics between the RS02 and the Upper El Cap sampling sites enabled the
use of the RS02 site as an unburned control for comparison with the Upper El Cap site.
Based on precipitation data acquired at an automated rain gauge located at 34°25'00”
N, 119°41’04” W in the city of Santa Barbara ~5 km from the RS02 site, the first precipitation
event of the 2004-2005 season occurred between the 13 October 2004 and 16 November 2004
sampling dates [50]. In contrast to the sharp increase in K* that we observed in El Capitan
Creek after the first storm following the Whittier Fire, K* concentrations remained low, at
levels 1.4 & 0.6 mg/L over the time period recorded. Concentrations of Ca* increased from
56.1 mg/L on 13 October 2004 to 89.1 mg/L on 16 November 2004 (Figure 7), corresponding
to before and after the first storm of the season. Concentrations of Mg?* remained nearly
constant over the same duration, while K* and Na* concentrations both decreased ~20%

over that time period.
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Figure 6. Comparison of major cation concentrations between downstream and upstream sites for dates (day-month-year)
following the second storm (11 March 2018). Each plot illustrates same-day downstream/upstream concentration ratios
for a pair of sites. The results show how concentrations of major cations changed proportionally over time (y-value > 1
implies higher concentrations downstream; <1 implies lower concentrations downstream; =1 implies no change). (A)
Concentrations in the Lower El Cap site compared to those of the Upper El Cap site; (B) concentrations in the Middle El
Cap Site compared to those of the Upper El Cap site; and (C) concentrations in the Lower El Cap site compared to those of
the Middle El Cap site. Dates follow the second major storm of the season.
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Figure 7. Rattlesnake Creek (unburned comparison site) in 2004-2005: (A) major cation concentrations compared with local

precipitation [48]; (B) daily average discharge from Rattlesnake Creek [51].

4. Discussion
4.1. Major Cation Concentrations Are Elevated in Stream Water after Storms

Concentrations of all major cations increased in stream water below the Whittier Fire
scar at the Upper El Cap site. The most significant change occurred for K*, which had a
12-fold increase in the first week after the storm. In contrast, following the first rain of the
season, in Rattlesnake Creek, K* concentrations decreased, Nat and Mg2+ concentrations
remained nearly constant, and only Ca?* concentrations increased. Our observation of
major cation concentration changes in response to storms suggested that wildfires increase
the flux of major cations via streams in this region.

While increases of all major cation concentrations in stream water were not observed
in all other studies following wildfires, relatively high K* concentrations in stream water
have been consistently reported [25-28]. Field studies of burned catchments conducted
by Cornish and Binns [28] and Betts and Jones [27] reported that the K* concentrations
in stream water could increase considerably relative to other cations within the first year
following fire. Cornish and Binns [28] sampled stream water in a logging area located
in a forested river basin in southeast Australia. They found that K* concentrations in
stream water increased in burned catchments within the first year compared to an un-
burned control catchment. However, concentrations of other major cations in the stream
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water (Na*, Mg?*, and Ca?*) decreased throughout the first year after burning. Betts and
Jones [27] measured major cation concentrations in stream water in a catchment affected by
a wildfire in the boreal forests of Alaska. They found that K* concentrations in stream water
increased ~50%, while Ca?* concentrations decreased ~20%. Changes in Mg?* and Na*
concentrations were both less than 10% in stream water following the fire in the burned
catchment.

In accordance with our results, Feller and Kimmins [25] and Engle et al. [26] both
observed concentration increases for all major cations in stream water downstream from
burned regions. Feller and Kimmins [25], who studied the effects of slash burning of a pine
forest in British Columbia, found that the maximum major cation concentrations in stream
water ~5-6 h after burning were higher than maximum concentrations an hour before the
burn. Maximum concentrations of Ca?" and K* were an order of magnitude higher, Mg?*
increased threefold, and Na* increased ~30% following slash burning. However, these
increases did not persist over the subsequent year. Engle et al. [26] measured major
cation concentrations in streams before and after a prescribed burn in the Tharps Creek
watershed in Sequoia National Park, California, which is dominated by fir, sequoia, and
pine trees. They found that Mg?* and K* concentrations in stream water doubled, and Ca?*
concentrations tripled during the first water year (1 October-30 September) after the burn.

Wildfires can substantially increase major cation export. Over nine years following
the burn, Engle et al. [25] calculated cumulative losses of 130 kg/ha Ca®*, 19 kg/ha Mg?*,
71 kg/ha Na*, and 29 kg/ha K*, which constituted up to 12-26% of the Ca?*, 28-35% of
the Mg2+, and 46-76% of the K* on the forest floor. Debano and Conrad [22] measured
major cation export via surface runoff during the first year following a prescribed burn
of a chaparral ecosystem near Santa Maria, California, in the Los Padres National Forest,
a region near our study area. They found that the loss for all major cations increased in
runoff following the burn, and that even greater losses were attributed to mobilization of
debris.

4.2. Ash-Leaching Influence on K* Concentrations

We postulated that the K* concentration spike observed at the Upper El Cap site
following the first storm of the season (Figures 3 and 4) was due to the leaching of K* from
ash and mobilization via runoff or percolation through the soil column prior to entering the
stream. This was supported by the high extractability of K* in ash compared to other major
cations (Figure 2). While extractable K™ and Na* were correlated (R?=0.98; p <0.0001) in
ash samples, the amount of K* leached was ~40 times that of Na*. Among major cations, K*
had the lowest pre-storm concentration at the Upper El Cap site. Consequently, an outflux
of K* from the fire scar more significantly altered K* concentrations in the stream water
compared to a similar outflux of other major cations with higher baseline concentrations.
The combination of high K* extractability in ash and low pre-storm K* concentrations was
consistent with the sharp increase in K* concentrations observed in stream water after the
first major storm (Figures 3 and 4).

The relatively low K* concentrations observed in the Middle El Cap and Lower El
Cap sampling sites (Figure 5) were likely the result of dilution by runoff from unburned
portions of the watershed from 11 March 2018 to 8 April 2018 following the second major
storm (Figure 6). While the influx of runoff from unburned areas increased with distance
downstream from the fire perimeter, information about the major cation content of flushed
groundwater, leached soil, and pre-storm concentrations at all sites would be necessary to
verify this interpretation.

Heterogeneity in major cation extractability in ash could be influenced by local at-
tributes. The ash samples with the highest K* extractability were collected near the eastern
edge of the fire scar [45] (Figure 1). Fire intensity, ash depth, and ash color have been shown
to influence extractability of major cations [52,53]. However, an analysis of ash from the
Buckeye Flats fire, which burned a chaparral community in the Sierra Nevada in California,
revealed that K* extractability was not correlated with fire intensity or depth [52]. Pereira
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et al. [53] demonstrated that K* extractability can vary with ash color in ash samples
from wildfires that burned near Lisbon, Portugal. However, they reported variations in
extractability at relative magnitudes well below the high variability reported in our study.

While no pre-burn surface litter was acquired in this study, our observations and
interpretations were consistent with a previous study conducted by Christensen and
Muller [54], who found that the extractable K* in upper soil layers was leached in signif-
icantly higher concentrations from burned soil compared to unburned soil following a
wildfire in chaparral ecosystems of the Santa Ynez Mountains in California.

Fire has been shown to influence the leachability of major cations in topsoil and
surface material. Results from Lewis [24] and Grier [23] suggested that fire may have
contrasting effects on extractability of major cations. Lewis [24] showed increased major
cation solubility in surface litter following a prescribed burn in a South Carolina, USA,
pine forest. Changes in the extractability of divalent major cations were higher than that
of univalent major cations: extractability of Ca?* increased 20-fold and Mg?* increased
10-fold, while both Na* and K* only exhibited a ~2.3-fold increase. Grier [23] investigated
the effects of a wildfire that burned through the Entiat Experimental Forest, a pine forest
in the Entiat Valley located on the eastern slopes of the Cascade Range in Washington. In
contrast to Lewis [24], prior to precipitation, Grier [23] found that the extractability of major
cations in unburned surface litter was greater than that of the ash, and the extractability of
major cations in topsoil either decreased or remained nearly constant following the burn.

4.3. Environmental Impacts Associated with K*

As a plant nutrient, K* is essential for processes such as photosynthesis and activation
of enzymes [55,56]. While K* is not considered a limiting nutrient for plant growth
or germination in chaparral soils, large loss associated with wildfires could occur if K*
outputs exceed inputs. Rundel and Parson [57] showed that after the burning of a chaparral
ecosystem in Sequoia National Park, California, K* concentrations in chamise (Adenostoma
fasciculatum) and chaparral white thorn (Ceanothus leucodermis) foliage were high with
respect to pre-fire concentrations. This was interpreted as luxury nutrient consumption due
to increases in available K* associated with burning. Such availability was demonstrated
by Beatty [58], who sampled soils from a chaparral community in the Santa Monica
Mountains dominated by chamise (Adenostoma fasciculatum) and redshanks (Adenostoma
sparsifolium) before and after a wildfire. Beatty’s [58] results demonstrated that wildfires
that burn chaparral communities dominated by these shrubs increase the extractability of
K* in associated soils. Experiments conducted by Hanley and Fenner [59] showed that
deficiencies in K* could increase seedling mortality rates in Pinus brutia and lower the
growth rate of Citus creticus. Their results suggest that post-fire increases in available
K* and nitrogen may be essential to successfully establish Citus creticus seedlings after
burning.

While Christensen and Muller showed that K* concentrations were significantly ele-
vated in burned chaparral ecosystems of the Santa Barbara area [54], little is known about
how K* directly influences plant growth and germination of chaparral species in southern
California. Thanos and Rundel [60] demonstrated that different KNO3 concentrations
influenced germination of Emmenanthe penduliflora, a fire-following chaparral plant native
to California. Germination rates ranged from ~20-60%, with KNOj3 concentrations ranging
from 1-100 mM. Peak germination rates of ~60% occurred at ~10 mM. A similar study
involving KNOj and other nitrate-bearing compounds was conducted on plants native
to California chaparral by Keely and Fotheringham [61]. While their experiment was
primarily designed to test the effects of smoke on plant germination, the study attempted
to decouple nitrate effects from K* by testing different nitrate-bearing compounds (ammo-
nium nitrate and sodium nitrate). Peak germination tended to occur around 10 mM, which
was consistent with the results of Thanos and Rundel [60].

Following wildfires, removal of vegetation enables erosion of previously immobile
soil and sediment [18,19] that can be directly transported to the ocean via debris flows,
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landslides, and suspended sediment. If not significantly diluted by stream water or rain,
direct input of large amounts of ash and sediment that have unusually high K* extractability
could temporarily increase the K* concentration in seawater [62]. Increases in the K*
concentration in seawater have been shown to induce settlement and metamorphosis in
larva of red abalone (Haliotis rufescens) and wavy turban snail (Megastraea undosa, formerly
Astraea undosa), and in larvae of the sandcastle worm (Phragmatopoma californica) all of
which are species found along the California coast [63]. Thus, the direct introduction of
burned debris to the ocean could influence biological activity in intertidal zones along
the coast. However, since concentrations of K* in El Capitan Creek were below 15 mg/L,
introduction of K* by creek water alone would dilute K* concentrations in the nearby
ocean. Any increase in K* concentrations in seawater via direct input of ash and sediments
would likely be transient. After our study was concluded, on 2 February 2019, a strong
storm impacted the burn scar of the Whittier Fire and triggered a debris flow in Duval
Canyon that transported large volumes of sediment into the ocean [64].

4.4. Low Nitrogen May Signify High Volatilization

Nitrogen is susceptible to volatilization after wildfires [65,66]. Nitrogen loss provides
insight into wildfire severity, erosion rates, and bottlenecks for post-wildfire plant growth.
For instance, N volatilization, which is most prevalent at or near the soil surface, begins at
above 200 °C in chaparral soils, where up to 50% of N can be volatilized. At temperatures
above 500 °C, all N is lost in chaparral soils [67]. Erosion also causes N loss after wildfires,
due to the disassembly of vegetation and increased hydrophobicity of the surface soil. For
example, Ellis [68] reported that in California chaparral, the erosion rates on slopes of
50% were double the erosion rates on slopes of 20%. Although total N tends to decrease,
other forms of N often trend upwards in post-wildfire chaparral. Burnt organic matter and
increased microbial activity generally increase the availability and amount of NH; ™ and
NOj3~ in the underlying soil after wildfires [67].

Low N abundances in ash samples from this study may be attributed to higher
volatilization of N relative to C (Table 1), or perhaps, as is common in many chaparral
environments, the ecosystem was nitrogen-limited. If low N was attributable to volatiliza-
tion, then we may infer high burn severities at most of the sites. Low N may limit future
plant productivity during the growing season, similar to how water constrains growth
during the dry season and when rainfall is limited. Large losses of N after wildfires are well
documented. Lewis [24] reported a 60% volatilization rate. Contributors to N replacement
after wildfires in chaparral ecosystems are wet and dry N deposition, as well as N fixing
shrubs and bacteria [68,69].

However, low N concentrations in ash sampled during this study differed significantly
compared to results obtained by Goodridge et al. [70], who conducted a study on N cycling
in the Rattlesnake Creek watershed in Santa Barbara, California after the Jesusita Fire of
2009. They found that N in the soil from fire scar was: (1) 440% higher than unburned
soil before the post-fire wet season, (2) decreased to 320% during initial sampling, and (3)
returned to pre-fire levels within 66 days. They also found that while stream export of N
was 1480% higher than pre-fire export data during the first post-fire rain, after three storms,
the N export levels returned to those of pre-fire conditions within 106 days. After applying
a mass balance model, they showed that only 1% of the wildfire N could be attributed to
stream export, while 52% of the N could be attributed to plant and microbial growth. The
other 47% of the N remained unaccounted for. The authors considered N loss to underlying
bedrock, aquifers, uptake by largely unburned riparian zones and soil denitrification as
potential explanations for the missing N.

5. Conclusions

Concentrations of major cations increased in the east fork of El Capitan Creek after
the first major storm following the 2017 Whittier Fire. Such behavior of major cations was
not detected in an unburned, nearby watershed in 2004-2005.
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K* was leached in high concentrations in ash samples compared to other major cations.
Coupled with the order of magnitude increase in K* concentrations in stream water after
the first storm, burning appeared to lead to major K* flux via leaching of ash, followed by
export from the fire scar by stream discharge.

Following the second major storm, the K* concentrations were higher at the upstream
sampling site compared to two downstream sampling sites. Downstream sampling sites
received more runoff from unburned areas, which increased proportionally with distance
from the fire scar, diluting runoff from the burn.

Ash samples yielded low N content, suggesting high N volatilization during the burn,
or low initial N concentrations in the surrounding material.

Supplementary Materials: The following are available online at https://www.mdpi.com/article/10
.3390/w13172402/s1, Figure S1: Upper El Cap site. (A) Conditions on 30 September 2017 before the
first major rainfall. (B) Conditions on 13 January 2018 after the first major rainfall, Figure S2: Surficial
ash accumulations within the fire scar. Red boundaries delineate surficial ash at several sampling
locations. Panel A illustrates ash that has accumulated in a gully at site Ash 1. Panel B illustrates ash
that has accumulated in and around crevices near boulders at site Ash 2. Panel C shows ash that has
accumulated as a pocket at site Ash 2. Panel D shows ash that has accumulated as a patchy blanket
at site Ash 5, Figure S3: Nitrogen weight percent measurements at sites Ash 1, Ash 3, and Ash 5.
At each site, 10 samples were taken (S1 to S10). Standard errors (SE = 0/+/(n); o = sample standard
deviation, n = number of samples) are indicated by the red bars, Figure S4: Carbon weight percent
measurements at sites Ash 1 to Ash 5. At each site, 10 samples were taken (S1 to S10). Standard
errors (SE = 0/4/(n); o = sample standard deviation, n = number of samples) are indicated by the red
bars, Figure S5: Correlations between nitrogen and carbon weight percentages in ash from sites Ash
1, Ash 3, and Ash 5, Figure S6: Correlation between Na* and K* concentrations leached from ash
samples taken from all ash sampling sites, Figure S7: Correlations between carbon and extractible
major cations in ash from all ash sampling sites, Figure S8: Standard deviations in major cation
concentrations in stream water calculated from all samples by sampling site, Figure S9: Correlation
between Mg?* and Ca?* in stream water sampled from the Upper, Middle and Lower El Capitan
Creek sites.
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