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Abstract Riverine chemistry reflects both watershed conditions and instream processing, both of which
vary across river networks, yet little is known about the scales at which watershed attributes regulate
biogeochemical constituents. We used spatial stream network (SSN) models to quantify both watershed and
instream effects on streamwater constituents in the Kuskokwim River (western Alaska), the largest
free‐flowing river in the United States. We assessed chemical constituents spanning from labile nutrients
(nitrate [NO3

−] and orthophosphate [PO4
3−]) to biologically and chemically conservative tracers (calcium

[Ca2+], strontium [Sr2+], and Sr isotopes [87Sr/86Sr]). We also examined the behavior of dissolved organic
carbon (DOC) relative to these constituents to understand whether bulk DOC behaved conservatively in
a large boreal river network, where future changes in DOC and nutrient loading are expected under a
shifting climate. We derived watershed spatial covariates comprising land cover, geology, and geomorphic
characteristics at 14 different spatial extents based on stream order and relative to position in the river
network to understand the effect of distant and proximal watershed attributes on streamwater constituents.
For all constituents but 87Sr/86Sr, watershed attributes in low‐order headwater catchments yielded the
best predictive ability for streamwater constituent concentrations across the entire network. Spatial
patterning for conservative tracers and bulk DOC showed strong spatial autocorrelation, whereas PO4

3− and
NO3

− exhibited spatial patchiness indicative of instream processing. Our work shows that headwater
streams are disproportionately important contributors to network‐wide biogeochemical constituents
supporting aquatic food webs and that conservation and management of aquatic systems should include
these small and often remote watershed areas.

Plain Language Summary Streamwater chemistry is influenced by watershed attributes like
geology, gradient, and land cover and biochemical changes occurring within the stream channel, but
how the relative importance of these factors changes as water moves through a river network is not known.
We used a statistical model that accounts for water flows and the spatial layout of the river to study how
stream chemistry is influenced by both watershed attributes and instream conditions at local to
watershed‐wide scales. We studied the Kuskokwim River in Alaska, America's largest free‐flowing river, and
found that conditions in small, headwater streams play a disproportionately important role in shaping
streamwater chemistry throughout the river network. We also found that chemicals that are rapidly used by
algae and microbes are spatially more variable in the river network when compared to passively transported
chemicals that have lower biological demand. This work is important because streamwater chemical
patterns can influence how different organisms are distributed in rivers, and certain watershed attributes
will influence how changing climate and land use affect river chemistry. Studying how different parts of the
watershed influence streamwater chemistry will help scientists and resource managers understand how
riverine chemistry and food webs may change in the future.

1. Introduction

Chemical conditions in rivers reflect both watershed attributes (Bormann & Likens, 1967) and instream pro-
cessing (Webster & Patten, 1979). Streamwater constituents including dissolved organic carbon (DOC) and
inorganic nutrients (e.g., nitrate [NO3

−] and orthophosphate [PO4
3−]) are key factors controlling the pro-

ductivity of riverine food webs (Meyer et al., 1988). Spatial patterns in these constituents influence the dis-
tribution and productivity of aquatic biota and in turn biota can modify streamwater solute concentrations
to downstream reaches (Meyer et al., 1988; Vannote et al., 1980). As water and its chemical constituents flow
through dendritic river networks, processes of instream uptake and tributary mixing generate spatial
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patterns in chemical conditions across the network. Understanding the balance of watershed versus
instream factors shaping biogeochemical variability throughout river networks would improve our ability
to manage the diverse conditions that support healthy aquatic ecosystems, yet relatively few studies have
quantified how the spatial configuration of watershed attributes affects spatial patterning in stream chemis-
try (but see Abbott et al., 2018; Creed et al., 2015; Shogren et al., 2019; Zimmer et al., 2013) or have documen-
ted spatial patterns in chemical constituents that lie along a reactivity gradient (i.e., from labile nutrients to
more conservative elements such as calcium, but see Likens & Buso, 2006; McGuire et al., 2014).

Streamwater constituents that have low biological demand (e.g., Sr2+ and calcium [Ca2+]) or chemical reac-
tivity generally behave as conservative indicators of watershed geophysical properties (Brennan et al., 2016;
Hogan & Blum, 2003). Watershed attributes influencing streamwater chemistry include topography, geol-
ogy, hydrology, land cover, and soil properties (Lintern et al., 2018), which vary across a range of spatial
scales within watersheds. The influence of watershed attributes can be grouped broadly into three main
effects: source variation (e.g., bedrock geology), mobilization constraints (e.g., weathering and solubility),
and delivery to the river network (e.g., hydrologic connectivity) (Granger et al., 2010). Of these effects, source
variation can be quantified using publicly available geospatial data sets, from which physical features that
affect delivery processes (e.g., slope and connectivity) can also be inferred. For example, 70.5% of variation
in Sr isotope ratios (87Sr/86Sr) in a large Alaska river network was explained using a spatial stream network
(SSN) model with geologic cover, watershed relief, and historic glacial extents, and much of the additional
variation (22.9%) was accounted for by spatial autocovariance associated with downstream transport and
mixing of source waters (Brennan et al., 2016).

Instream processing of labile constituents may result in spatially patchy constituent concentrations that are
difficult to quantify using watershed attributes alone (Gooseff et al., 2008; McGuire et al., 2014; Peterson
et al., 2001). Nutrients like NO3

− and PO4
3− whose availability often limits biological activity in rivers have

a wide range of uptake lengths (0.08–4.92 and 0.02–61 km, respectively), which generally increase with
stream order (Ensign & Doyle, 2006). Streams with rapid nutrient uptake tend to exhibit stronger spatial
autocorrelation in concentrations at fine spatial scales and random or patchy autocorrelation at broader
scales (Dent & Grimm, 1999; McGuire et al., 2014; Peterson et al., 2001). This fine‐scale heterogeneity is gov-
erned by numerous factors, including constituent concentration (Casas‐Ruiz et al., 2017; Teodoru
et al., 2009), leaching or decomposition (Kaplan & Bott, 1982; Meyer, 1990), diel changes in algal production
or microbial transformations (Jankowski & Schindler, 2019; Kaplan & Bott, 1982), photolysis (Blaen
et al., 2016), and groundwater and riparian inputs (Dick et al., 2015). Because these processes are challenging
to quantify at the network scale, leveraging spatial autocorrelation to analyze patterns in labile constituents
may offer improvements over models employing only aggregate watershed attributes (Peterson et al., 2006).

The spatial scale (resolution and extent) at which watershed features are quantified, and instream sampling
distance and frequency also influence interpretations of ecological or biogeochemical processes shaping
streamwater constituents (Loreau et al., 2013; McGuire et al., 2014; Wiens, 1989). Landscape composition
provides information on the relative or absolute amounts of watershed attributes, while landscape configura-
tion provides information on where those features are located relative to one another or relative to a point of
interest such as a sampling location in the river channel. Dendritic river networks have a nested hierarchical
spatial arrangement, and linkages between landscape composition, configuration, and instream conditions
are scale dependent (Hunsaker & Levine, 1995). For example, geologic units shaping stream chemistry may
span hundreds or thousands of km and would be considered “broad‐scale” features that extend for large
swaths of a watershed. However, geologic faults spanning several km can create finer‐scale chemical hetero-
geneity between geologic units (Brennan et al., 2016). Similarly, topography can be quantified at broad scales
(e.g., 100–1,000 km) via total watershed relief, or at finer scales (e.g., 10–100 m) using a metric like channel
slope or local relief. Land cover can be quantified at fine scales (e.g., 30–50 m pixels) or aggregated for an
entire watershed (100–1,000 km scale). Understanding how landscape features across a watershed influence
instream biogeochemistry throughout river networks thus necessitates quantifying watershed conditions
across a range of spatial scales.

Watershed attributes are often coarsely quantified at the aggregate watershed scale in terms of
watershed composition (e.g., % cover), but few studies have evaluated the configuration (e.g., spatial
location and extent) of watershed attributes governing streamwater chemistry in river networks (but
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see Abbott et al., 2018; Shogren et al., 2019). Gergel et al. (1999) showed the importance of total watershed
wetlands versus riparian wetland cover in determining instream DOC, and more recent work found that
headwater bedrock outcrops may be substantial sources of calcium, magnesium, and silica minerals
(Ingri et al., 2005) to downstream sites. Some work has shown that carbon and nutrient concentrations are
best explained using whole watershed characteristics (Andersson & Nyberg, 2008; Varanka & Hjort, 2016).
However, in boreal stream networks the majority (90%) of hydrologic connectivity between catchment fea-
tures and stream channels occurs in low‐order headwaters (Ledesma et al., 2018) that are often characterized
by rich organic soils, but to our knowledge no study has examined the effects of headwater versus
higher‐order catchment features on stream biogeochemistry across an entire boreal river network.

Recently developed SSN models (Peterson & Hoef, 2010; Ver Hoef & Peterson, 2010) leverage spatial corre-
lation among observations and partition instream variance among watershed features and downstreammix-
ing and transport. This modeling approach provides a framework for studying the balance of watershed
versus instream factors shaping streamwater constituents. Here we use SSNs to examine spatial patterns
in constituents ranging from what we expect to be highly labile (NO3

− and PO4
3−) to highly conservative

(Sr2+ and Ca2+) and hypothesize that DOC spatial patterning is less patchy than nutrients and more patchy
than conservative tracers due to limited instream processing along the network. We quantify watershed
effects on streamwater constituent concentrations across multiple spatial extents according to stream order,
while simultaneously accounting for spatial correlation in observations. In doing so, we identify the network
position at which watershed features shape streamwater constituents and quantify the relative importance
of watershed and instream effects.

2. Study Area
2.1. Watershed Overview

We conducted this study in the Kuskokwim River, a large (124,000 km2) free‐flowing, boreal river basin in
western Alaska. The study region includes 54,000 km of channel length (second order and larger, Figure 1),
with sample sites spanning second‐ to eighth‐order streams. The Kuskokwim River is the largest
free‐flowing river in the United States and spans from headwaters in the Kuskokwim Mountains and gla-
cially influenced tributaries of the Alaska Range (3,550 m) to its outlet in Kuskokwim Bay on the Bering
Sea (0 m), with a mean discharge of 1,897 m3 s−1 (U.S. Geological Survey, 2018).

2.2. Watershed Morphology

The Kuskokwim watershed is overlain by high elevation barren mountain ranges and broad boreal low-
lands, rolling hills, and wetlands (Figure 1a). Basin geology reflects the progressive western growth of
Alaska along the ancestral North American continental margin from the Precambrian to the early
Cenozoic (Colpron et al., 2007). The geologic evolution of the watershed results in a strong east‐west gradi-
ent in Sr isotopic signatures and Ca2+ and Sr2+ weathering patterns across the Kuskokwim basin (Brennan
et al., 2014). Several major tributaries draining the Alaska Range carry high silt loads from glacial head-
waters to the mainstem. Low‐lying regions are predominantly overlain by Quaternary surficial deposits of
glacial, alluvial, colluvial, and eolian origin and thick layers of organic material associated with peatlands
and permafrost (Fernald, 1960). Braided alluvial channels span much of the piedmont, with meandering
river floodplains in the lowlands.

2.3. Watershed Land Cover

Land cover within the Kuskokwimmaps closely to the geomorphic template, comprising barren rock, snow,
and glaciers in mountainous regions, mixed shrub and dwarf shrub in subalpine areas, wet and dry‐type tun-
dra, and mixed deciduous‐evergreen forest in riparian corridors and lowlands below 600 m elevation
(Fernald, 1960; U.S. Geological Survey, 2016). Wetlands dominate the low‐lying western portion of the
watershed at the Yukon‐Kuskokwim delta and the low‐relief interior between the Kuskokwim Mountains
and Alaska Range to the north and east (U.S. Geological Survey, 2016). Modern peat soils are widespread
in these bogs and adjacent lowlands, underlying muskeg vegetation, and variable soil types are mapped in
higher relief areas (Fernald, 1960; Rieger et al., 1979). Discontinuous, sporadic, and isolated permafrost
occur throughout the watershed at active layer depths of 0.5–2 m, with continuous permafrost in the upper
reaches of the Tonzona River and Swift Fork (Fernald, 1960; Jorgenson et al., 2008).
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2.4. Watershed Climate

Climate generally varies with elevation and latitude in the Kuskokwim. Modeled mean annual precipitation
ranges from 36 cm in the lowlands to 296 cm in the Alaska Range and Kilbuck Mountains (Scenarios
Network for Alaska and Arctic Planning (SNAP), 2017). High‐altitude areas receive greater precipitation
in the form of snow during the winter months, and summer rainfall from late July through August spans
much of the watershed. As such, the hydrograph in the lower Kuskokwim peaks with snowmelt in late
spring, followed by a smaller secondary peak in August (Figure S1 in the supporting information; U.S.
Geological Survey, 2018). Mean summer temperatures in the watershed are lowest in the mountains
(−1.9°C) and generally increase with latitude in the lowlands, with the highest mean summer temperatures
(15.9°C) in the North Fork Kuskokwim (Scenarios Network for Alaska and Arctic Planning (SNAP), 2017).

3. Methods
3.1. Sample Collection

Water samples were collected in July and August of 2017 at 120 sites distributed across second‐ to eighth‐
order streams in the Kuskokwim watershed to maximize coverage of major land covers and stream orders
(Figure 1b). Because first‐order streams would have nearly doubled the number of channel segments in
our study, first‐order streams were omitted due to logistical constraints during sampling and to reduce com-
putation times, but we acknowledge this limitation in our sampling design. Ninety of 120 sites were sampled
in the span of 2 weeks in late July to early August, with the remaining sites along the mainstem and lower
tributaries sampled by boat in mid‐July and mid‐August (Figure S1). Mainstem Kuskokwim discharge was
generally increasing over the course of sampling but varied from 1,608–1,679 m3 s−1 during our primary
sampling effort (n = 90, Figure S1). At each sample site water was collected from the channel thalweg or
at the maximum wadable depth, facing upstream of the collector after allowing channel bed disturbance
to settle‐out or mobilize downstream.

Samples for DOC and nutrients (NO3
−, NO2

−, and PO4
3−) were syringe filtered through a 0.45 μm

surfactant‐free cellulose acetate (SFCA) filter after rinsing the syringe three times with sample water.
DOC samples were filtered into 40 ml carbon‐clean glass vials, and nutrient samples were filtered into
acid‐cleaned high‐density polyethylene (HDPE) bottles. DOC and nutrient samples were stored in dark

Figure 1. Map of the Kuskokwim River watershed study area and sampling locations (a) and sample counts by stream order (b). Total watershed channel length
(c) and area (d) within each stream order and average downstream distance traveled from headwaters to each sample site based on sample site stream order (e).
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and cold conditions then frozen at the end of each sample day and shipped frozen to the analytical
lab every three to five sampling days throughout the sampling period. Water samples for trace elements
(Ca2+ and Sr2+) and Sr isotope analysis were collected into acid‐cleaned, low‐density polyethylene
(LDPE) bottles after three rinses with sample water and filtered through a polyethylene Luer‐lock syringe
filter (0.45 μm polypropylene membrane) into acid‐washed 125 ml LDPE narrow‐mouth bottles within
48 hr of collection (Brennan et al., 2014). All trace element samples were stored in dark and cold conditions
until analysis. To evaluate consistency in field collection methods, field triplicates were collected at five of
the sample sites. Field‐related contamination was evaluated through collection of five blank samples using
the same methods described above for samples, but with NANOpure de‐ionized water (Type I, 18.0 MΩ).

4. Sample Analyses
4.1. DOC Analyses

DOC samples were analyzed at the University of Washington Marine Chemistry Laboratory (UWMCL) fol-
lowing Environmental Protection Agency (EPA) standard method 5,310 B‐00 (www.standardmethods.org)
and protocols detailed in UNESCO (IOC, 1994) on a Shimadzu TOC‐Vcsh carbon analyzer (Shimadzu
Scientific Instruments, Kyoto, Japan), using the high‐temperature catalytic oxidation method and measured
on a non‐dispersive infrared detector. Water samples were acidified with 6N HCl and sparged prior to ana-
lysis. The limit of quantitation (LoQ) for these analyses was estimated at 20.0 μg L−1. Blanks were all below
the LoQ and analytical precision (2SE [standard error]) between triplicate samples was ±30.0 μg L−1.

4.2. Nutrient Analyses

Nutrient samples were analyzed at UWMCL following UNESCO (IOC, 1994) and EPA standard methods
353.4‐2‐1997 (NO3

−), 353.4‐2‐1997 (NO2
−), and 365.5‐1.4‐1997 (PO4

3−, www.epa.gov/nerl) on a SEAL AA3
(SEAL Analytical, Norderstedt, Germany). Standards and blanks were analyzed at the start and end of all
sample batches. LoQs were 4.0, 0.2, and 0.4 μg L−1 for NO3‐N, NO2‐N, and PO4‐P, respectively. All blanks
(n = 8) were below LoQs, and analytical precision between triplicate samples was ±0.25, 0.02, and
0.09 μg L−1 for NO3

−, NO2
−, and PO4

3−, respectively. Measurements are reported as NO3‐N, NO2‐N, and
PO4‐P in μg L−1. Analytical zeroes and samples below LoQs were assigned a fixed value of one‐half the
LoQ for all statistical analyses (2.1 μg L−1 for NO2

− + NO3
− and 0.2 μg L−1 for PO4

3−, e.g., Likens &
Buso, 2006; Shogren et al., 2019).

4.3. 87Sr/86Sr Analyses
87Sr/86Sr samples were acidified using 2 ml ultrapure concentrated HNO3 (BDH Aristar Ultra) at the
University of Utah Department of Geology and Geophysics inductively coupled plasma mass spectrometry
(ICPMS) laboratory within 2 weeks of sample collection. 87Sr/86Sr ratios were determined using
multi‐collector (MC) ICPMS (Thermo Scientific, High Resolution NEPTUNE, Bremen, Germany). The
87Sr/86Sr ratio of the standard reference material (SRM) 987 (NIST; www.nist.gov) was determined to be
0.71028 ± 0.00001 (2σSE). The 87Sr/86Sr ratios were corrected for mass bias using an exponential law, nor-
malizing to 86Sr/88Sr = 0.11940 (Steiger & Jager, 1977). Isobaric interferences were corrected by simulta-
neous monitoring of 85Rb and 83Kr using corresponding assumed invariant ratios 87Rb/85Rb = 0.38571
and 86Kr/83Kr = 1.50252 (Steiger & Jager, 1977). Analytical precision (2SE) of field triplicates was deter-
mined to be ±0.00002, and analytical precision of all water samples ranged from ±0.000004–0.00002.

4.4. Elemental Analyses

Ca2+ and Sr2+ samples were acidified using 2 ml ultrapure concentrated HNO3 (BDH Aristar Ultra) at the
University of Utah ICPMS laboratory within 2 weeks of sample collection. Analyses were conducted using
an Agilent 7500ce ICPMS (Agilent Technologies, Santa Clara, CA, USA). Samples were diluted 4:1 with
2.4% ultrapure HNO3 (BDH Aristar Ultra) and Indium (25 ng ml−1) was added as an internal standard.
[Sr2+] and [Ca2+] were determined using a six‐point calibration curve. SRM 1343e (NIST) was analyzed after
every 30 samples (n = 4) and [Sr2+] and [Ca2+] in SRM1343e were within 3.2% and 3.6% of respective refer-
ence values. Precision of field triplicates was ±0.88 μg Sr2+ L−1 and ±170 μg Ca2+ L−1 and blanks were below
LoQs (maximum LoQs of all runs were 0.60 μg Sr2+ L−1 and 1,030 μg Ca2+ L−1, respectively).
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5. Statistical Analysis

We used a statistical modeling approach that includes watershed attributes and accounts for spatial autocor-
relation among sampling sites throughout the Kuskokwim based on flow connectivity, flowmagnitude, and
flow direction (Ver Hoef & Peterson, 2010) to understand how biogeochemical constituents were trans-
ported throughout the river network. This approach allowed us to partition variance in streamwater consti-
tuents between watershed and instream factors.

We first used empirical semivariograms to identify spatial autocorrelation among sample sites and evaluate
the range at which watershed attributes might be important (McGuire et al., 2014). We then fit SSN models
for each streamwater constituent throughout the network using watershed attributes derived at 14 different
extents based on stream order (Figure 2). Model performance for each constituent was assessed across these
spatial extents to identify the network position or extent where watershed attributes most strongly influ-
ence streamwater constituents. The relative importance of instream versus watershed effects was then com-
pared across streamwater constituents ranging from labile (e.g., PO4

3−) to biogeochemically conservative
(e.g., Sr2+).

5.1. Empirical Semivariograms

Empirical semivariograms show the strength of spatial correlation between sites across a range of distances
(Olea, 1994), and observed patterns can yield insights into the spatial structure of ecological or biogeochem-
ical processes governing streamwater constituents (McGuire et al., 2014). Distance in a semivariogram
is traditionally measured as the Euclidean, or straight line, distance between two sample points
(Matheron, 1963). For data on stream networks, and especially for streamwater constituents where down-
stream transport and processing are important (Closs et al., 2004), hydrologic distance between sites sharing
flow (flow‐connected) is often a more meaningful spatial dimension for assessing spatial structure (Cressie
et al., 2006; Ganio et al., 2005; Peterson et al., 2006). We compared semivariance in both Euclidian and
flow‐connected spatial dimensions to examine watershed and instream effects on spatial structuring in
streamwater constituents using

γ hð Þ ¼ 1
2∣N hð Þ∣ ∑N hð Þ zi − zj

� �2
; (1)

where γ is semivariance, N(h) is the set of all pairwise distances i − j = h, |N(h)| is the number of distinct
pairs in N(h), and zi and zj are data values at spatial locations i and j, respectively (Matheron, 1963). We
used a maximum separation distance of 1,200 km, 40 lag bins, and a minimum of 15‐point pairs per lag
bin in semivariance computations. Semivariograms for stream constituents were assessed visually in terms
of general trends in both Euclidian and flow‐connected spatial dimensions, range (distance of asymptote
or peak in semivariance), nugget (variance at finest spatial scale), and nested spatial structures as denoted
by inflection points in the data (McGuire et al., 2014; Rossi et al., 1992).

5.2. SSN Models

We used SSNs to analyze streamwater constituent concentrations that differ in their expected biological labi-
lity (DOC, NO3

− + NO2
−, PO4

3−, Ca2+, and Sr2+) and 87Sr/86Sr ratios for all sites sampled (n = 120). These
models are described in detail elsewhere (Peterson & Hoef, 2010; Ver Hoef et al., 2006; Ver Hoef &
Peterson, 2010). In brief, SSNs explicitly account for complex relationships within a stream network and pro-
vide flexible covariance structures for stream data and leverage spatial autocorrelation among sample sites to
improve model performance (Peterson et al., 2006, 2007). Covariance is determined via both hydrologic and
Euclidean distance. Spatial relationships among sites are incorporated into covariance matrices via moving
average spatial autocorrelation functions (Ver Hoef & Peterson, 2010).

We used a mixed‐effects modeling framework in which the observed variance in a constituent across the
river network (e.g., [DOC]) is explained by a set of watershed attributes modeled as fixed effects (e.g., %
bog cover and basin slope) and spatial covariance matrices as random effects. The general form of the spatial
linear mixed model is as follows:
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y ¼ Xβþ zH þ zE þ ϵ; (2)

where y is the vector of a response variable (e.g., [DOC]), X is a matrix of covariates (e.g., watershed attri-
butes such as % bog cover), β is a vector of parameters for each covariate in X, zH and zE are vectors of
random variables with hydrologic (flow‐connected) and Euclidean correlation structures, respectively,
and ϵ is a vector of independent random errors.

Autocovariance functions for flow‐connected relationships within the SSNs require a spatial weight or seg-
ment proportional influence (SPI) to inform how the moving average function behaves at stream con-
fluences (Ver Hoef et al., 2006). We derived SPI based on watershed area and precipitation amount as a
proxy for stream flow (e.g., Peterson et al., 2007). To estimate stream flow proportional to watershed area,
we used gridded decadal mean annual precipitation (Table S1) throughout the entire Kuskokwim basin
and accumulated all grid cells upstream of each stream segment using the Spatial Toolbox for the
Analysis of River Systems (STARS) toolbox in ArcGIS (Peterson & Hoef, 2014). Flow accumulation and a
synthetic channel network for input to the SSNs were derived from a digital elevation model (DEM)
extracted from the U.S. Geological Survey (USGS, 2017) National Elevation Dataset.
5.2.1. Watershed Attributes
Watershed attributes were compiled using the STARS toolbox and publicly available geospatial data sets
(Table S1) (Peterson & Hoef, 2014). Resolution of watershed attributes ranged from 30 m raster data sets
(e.g., land cover and slope) to broader scale (100–1,000 km) vector‐based data (geologic units, and soil
classes), and watershed areas for sample sites ranged from 0.2–116,000 km2 (Table S1 in the supporting
information [SI]). To compare covariate effect sizes in final models, all watershed attribute covariates were
standardized to a mean of 0 and standard deviation of 1. Correlations between watershed attributes and
streamwater constituents were evaluated and ranked in exploratory analyses. A set of a priori candidate
models was developed for each streamwater constituent with watershed covariates selected based on predic-
tors for other study systems and factors which we hypothesized to affect streamwater constituents.
Multi‐collinearity was assessed using variance inflation factors (VIF), with collinear covariates removed
from candidate models. A complete list of watershed attributes, value ranges, data resolutions and sources
is in Table S1.

For all constituents, modeled mean annual precipitation, watershed slope, and watershed relief were
included in candidate models as these watershed features are expected to affect the movement of water
and solutes from uplands to the stream channel (Lintern et al., 2018; Smits et al., 2017). We expected

Figure 2. Diagrams of spatial scaling approach for deriving watershed attributes by stream order moving upstream (a–e) and downstream (f–j). Upstream (US‐)
scaling begins with local watershed attributes at a sample site and iterates upstream by one stream order for each scale. Downstream (DS‐) scaling begins with
second‐order streams and iterates downstream by one stream order for each scale.

10.1029/2020JG005851Journal of Geophysical Research: Biogeosciences

FRENCH ET AL. 7 of 20



positive correlations between DOC and features related to the accumulation of soil organic matter, such as
low basin relief, peat bogs, and wetland areas (e.g., Agren et al., 2014; Gergel et al., 1999; Laudon et al., 2011;
Mulholland, 1997; Varanka et al., 2015). Because no complete wetland inventory is available for the entire
Kuskokwim watershed, we used separate geospatial data sets for peat bogs, open water wetlands, marshes,
and spruce forest swamps (Table S1).

NO3
− and NO2

− (hereafter referred to as “NO3
−”) were pooled for each site and modeled together.

Candidate models for NO3
− included alder (Alnus spp.) plant cover, which has been shown to influence

NO3
− concentrations in Alaska streams (Callahan et al., 2017; Hiatt et al., 2017; Shaftel et al., 2012).

NO3
− is also negatively correlated with DOC in some Alaska watersheds (Harms et al., 2016), with steeper

basins having higher NO3
− and lower DOC (Rodriguez‐Cardona et al., 2016; Walker et al., 2012). This is

likely related to both shorter residence times limiting N transformations in steeper basins and organic matter
accumulation and soil saturation fueling microbial denitrification and N‐limitation in lower relief basins.
DOC measurements were included in candidate models for NO3

− and PO4
3− to evaluate this relationship

in the Kuskokwim.

Ca2+, Sr2+, and PO4
3− are generally influenced by rock weathering in high relief areas where bedrock expo-

sures correspond with mechanical weathering and higher precipitation, and 87Sr/86Sr are strongly correlated
with surface geology and precipitation in much of western Alaska (Bataille et al., 2014; Brennan et al., 2015;
Brennan et al., 2019). Surface geology was simplified into 12 major groups based on lithology type and age
from the Global Lithological Map database (Hartmann & Moosdorf, 2012). A priori candidate models for
PO4

3− included apatite‐bearing geology types and candidate models for Ca2+ and Sr2+ included mafic and
calcareous lithologies, predominantly within mixed sedimentary classes.
5.2.2. Spatial Scaling
Watershed attributes upstream of each sample site were quantified at 14 different nested spatial extents
(Figure 2). We derived watershed attributes with increasing upstream extents by including only watershed
attributes for the local catchment area draining to the sample site between stream confluences and then iter-
ating upstream to include contributing areas based on the sample site's stream order, the site's stream order
and drainages for stream order −1, stream order −2, and so forth until the entire upstream drainage was
accounted for (Figures 2a–2e). We also derived watershed attributes in a downstream direction by including
only second‐order stream basins, second‐ to third‐order basins, second‐ to fourth order, second to fifth order,
second to sixth order, second to seventh order, second to eighth order, and all stream orders (Figures 2f–2j).
In doing so, we evaluate the effect of small‐, low‐order stream catchments on downstream biogeochemical
conditions. By evaluating the effect of watershed attributes across both upstream and downstream spatial
extents, we quantified the effect of local and distant watershed features on streamwater constituents at each
sample point in the Kuskokwim network.
5.2.3. Model Selection
SSN models were initially fit with single watershed attributes using the SSN package in R (Ver Hoef &
Peterson, 2010) using maximum‐likelihood parameter estimation. For these model fits, all runs used the
same random effect structure with exponential tail‐up (flow‐connected) and Euclidean spatial autocovar-
iance components (Ver Hoef et al., 2014). Univariate models were compared using root‐mean‐square predic-
tion error (RMSPE) derived from leave‐one‐out cross validation (LOOCV) predictions and a spatial corrected
Akaike information criterion (AICc) (Hoeting et al., 2006), which is similar to standard AIC but penalizes
models based on the number of parameters used to estimate the spatial autocovariance structure:

AICc ¼ −2∖ℓprofile þ 2n
pþ k þ 1

n − p − k − 2
(3)

where ℓprofile is the profile log‐likelihood function (Cressie, 1993), n is the sample size, p − 1 is the number
of covariates, and k is the number of autocorrelation parameters.

Additional watershed attributes were then combined iteratively with the best‐performing univariate models
in a stepwise fashion and again selected using RMSPE and AICc. The best combination of watershed attri-
butes for each streamwater constituent was then used to parameterize the spatial autocovariance structures
using restricted maximum likelihood estimation. We expected watershed attributes (e.g., % bog) to capture
the Euclidean spatial structure in our data and for instream processing and transport to comprise the
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flow‐connected dimension. As such, initial models were fit using only watershed attributes and
flow‐connected autocovariance. We then computed empirical semivariance for residuals to evaluate any
remaining spatial structure in the Euclidean and flow‐unconnected dimensions. For constituents with spa-
tially autocorrelated residuals, we then tested different combinations of spatial autocorrelation functions in
the flow‐connected and Euclidean dimensions (e.g., exponential, Gaussian, and linear with sill) (Ver Hoef &
Peterson, 2010) and again used AICc to select the spatial autocovariance structure for each streamwater
constituent. Residual semivariance was then computed to check for remaining spatial autocorrelation,
normality, and homoscedasticity. For comparison, we also parameterized models with only watershed
attributes using non‐spatial multiple linear regression, and SSN models with only Euclidian and only
flow‐connected autocovariance (Table S4).
5.2.4. Streamwater Constituent Comparison
The flexible covariance structures in SSN models are well‐suited for evaluating the relative effects of
instream processing and transport (flow‐connected) and watershed attributes by examining variance com-
position (Ver Hoef et al., 2014; Ver Hoef & Peterson, 2010), which is partitioned among the various auto-
covariance structures (e.g., Euclidian and flow‐connected) and watershed attributes. Variance composition
was determined for each constituent at each spatial extent and compared across constituents and across
spatial extents. In doing so, we compared the behavior of the constituents (e.g., conservative Sr vs. biolo-
gically reactive NO3

−) and identified the spatial extents at which watershed attributes explained the
greatest variance.

6. Results
6.1. Spatial Structuring in Streamwater Constituents

All streamwater constituents exhibited distinct spatial patterns across the Kuskokwim watershed, but the
scales of these patterns varied by constituent and by spatial distance metric (e.g., stream order and
Euclidian vs. hydrologic, Figure 3). All streamwater constituents generally trended toward watershed aver-
age values with distance downstream (dashed horizontal line in Figures 3a–3f ). Variation in constituent
concentrations was generally highest within the first 100–150 km of the stream network (Figures 3a–3f), cor-
responding with second‐ to fifth‐order channels (Figures 1e and 3g–3l). Mean [PO4

3−] and [DOC] were low-
est in second‐order streams and generally increased with stream order. [Sr2+] and [Ca2+] decreased from
second‐ to sixth‐order streams, followed by increases in seventh‐ and eighth‐order streams (Figures 3g–3l).
Mean values for [NO3

−] and 87Sr/86Sr showed no major differences among stream orders; however,
[NO3

−] variance was lowest in seventh‐ and eighth‐order streams and mean 87Sr/86Sr was highest and
87Sr/86Sr variance was lowest in second‐order streams (Figure 3l).

Semivariograms revealed distinct contrasts in the spatial structuring of different chemical constituents
across the watershed (Figures 3m–3r). Increases in semivariance with distance indicate positive spatial auto-
correlation (nearby sites are more similar), and inflection points in semivariance may indicate spatial struc-
ture at multiple spatial scales (e.g., McGuire et al., 2014). Semivariance in [DOC] and nutrients had a larger
nugget (semivariance at shortest lag distance) than conservative tracers, indicating greater variability among
samples at the finest sampling distance. [PO4

3−] and [NO3
−] were spatially autocorrelated in the

flow‐connected dimension to a range of roughly 200 km, with some evidence of additional flow‐connected
spatial structure exhibited by inflection points at 200 and 500 km for [PO4

3−] (Figures 3m and 3n). Both
[DOC] and [PO4

3−] exhibited Euclidian spatial autocorrelation at multiple scales, with inflection points at
roughly 200 and 400 km (Figures 3m and 3o). [NO3

−] Euclidian semivariance also had a range of roughly
200 km, with no clear signs of multiple scales in spatial patterning (Figure 3n).

Conservative constituents showed strong spatial autocorrelation in both Euclidian and flow‐connected
semivariance at broad distances spanning much of the sampling area (Figures 3p and 3r). Flow‐connected
semivariance for [Sr2+], [Ca2+], and 87Sr/86Sr increased up to 300 km, with declining semivariance for
87Sr/86Sr at distances beyond 300 km. Inflection points in flow‐connected semivariance for both [Ca2+]
and [Sr2+] occurred at 250 and 500 km. Euclidian semivariance increased to a range of approximately
350 km for [Ca2+] and 400 km for [Sr2+]. Euclidian semivariance for 87Sr/86Sr increased beyond the range
of our sample sites.
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6.2. Watershed Covariates Governing Streamwater Constituents

Based on AICc, RMSPE, and LOOCV‐R2, the best SSN models for streamwater constituents in the
Kuskokwim River included watershed attributes reflecting both broad (100–1,000 km) and fine
(30–1,000 m) scale watershed attributes (Figures 4 and S2 and Table S2). For all constituents in our study,
watershed attributes alone explained only 11–35% of chemical variation (Table S3) and could be grouped

Figure 3. Streamwater constituent concentrations with average distance from headwaters for each sample site (a–f ) and by stream order (g–l). Dashed horizontal
lines in (a)–(f ) are drawn at the mean value. Boxes in (g)–(l) include the interquartile range (IQR) and whiskers extend to 1.5 times the IQR from first and third
quartiles. Empirical semivariograms (m–r) are plotted based on flow‐connected (blue) and Euclidian distance (orange).
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Figure 4. Watershed maps of streamwater constituent values at each sample point. Stream segments are colored based on predicted values from spatial stream
network models for streamwater constituents for all second‐ to eighth‐order channels in the Kuskokwim River. Model covariates and parameters are presented in
Table S2.
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into three primary drivers: (1) watershed relief, (2) land cover shaped by watershed morphology, and (3) the
Farewell Terrane geologic unit. Sample site constituent measures and significant covariates for watershed
attributes are mapped in Figure S2, with goodness of fit metrics in Table S2.

The best model for [PO4
3−] included covariates for the watershed cover by the Farewell Terrane, sample site

[DOC], and watershed area cover by sedimentary rock (Figure S2a). [PO4
3−] was generally lower in the

mountainous portions of the watershed (Figure 4a). NO3
− spatial patterns were patchier across the

watershed, with highest concentrations in streams draining the lower slopes of the Alaska Range and in
the central Kuskokwim. [NO3

−] was best modeled using covariates for watershed alder (Alnus spp.)
plant cover, sample site [DOC], watershed latitude, and mean watershed elevation. [DOC] was highest
in low‐gradient portions of the Kuskokwim, with streams draining the Alaska Range and Kuskokwim/
Kilbuck Mountains generally having lower DOC (Figure 4c). The best model for [DOC] included only mean
watershed relief and watershed latitude (Table S2).

[Ca2+] and [Sr2+] in the Kuskokwim generally followed similar spatial patterns: high concentrations in por-
tions of the Alaska Range coinciding with the Farewell Terrane and lower concentrations in the western
watershed (Figures 4d and 4e). [Sr2+] were also elevated in some portions of the Kilbuck mountains
(Figure 4e). The best model for [Ca2+] included watershed cover by the Farewell Terrane, acidic volcanic
and plutonic rocks, intermediate volcanic and plutonic rocks, and mean watershed elevation. The best
model for [Sr2+] included these same watershed attributes, except for intermediate volcanic and plutonic
rocks in place of acidic volcanics.
87Sr/86Sr was highest in the northeastern portion of the Kuskokwim, with high values spanning the Farewell
Terrane, and 87Sr/86Sr generally decreasing toward the western watershed (Figure 4f ). The best model for
87Sr/86Sr included the Farewell Terrane, watershed relief, watershed extent covered by the last glacial max-
imum, intermediate volcanic and plutonic rocks, and siliciclastic sedimentary rock units in the Kilbuck and
Kuskokwim mountains (Figure S2f).

6.3. Variance Composition Across Constituents and Spatial Scales

For most constituents in our study, models with watershed attributes derived at spatial extents emphasizing
low‐order headwater stream catchments performed the best, with watershed attributes and Euclidian spatial
autocorrelation accounting for more of the overall variance for conservative constituents, compared to mod-
els for labile constituents (Figure 5). In general, watershed attributes for most constituents performed better
as spatial extent increased in the upstream direction to include more of the headwaters and low‐order
streams (Figures 5a–5f ). Moving in the downstream direction, models accounting for watershed attributes
in second‐ to third‐order streams generally performed as well or better than watershed‐wide attributes
(Figures 5g–5l).

Predictive power (LOOCV‐R2) generally increased from labile (PO4
3−) to conservative (87Sr/86Sr) constitu-

ents, and labile nutrients and DOC had a larger nugget effect (Figure 5). The best models based on
LOOCV‐R2, RMSPE, and AICc used watershed attributes derived at DS‐3 for PO4

3−, DOC, Ca2+, and Sr2+;
at DS‐2 for NO3

−, and US‐4 for 87Sr/86Sr (Table S2 and S3).

Watershed attributes accounted for roughly a third of variance in all constituents except for NO3
−, with

Euclidian spatial autocorrelation accounting for the majority of variance for all constituents except for
PO4

3−. Flow‐connected spatial autocorrelation accounted for a lower proportion of variance than
Euclidian and watershed effects across all constituents but was slightly higher for DOC and nutrients than
for conservative tracers.

7. Discussion
7.1. Spatial Patterns in Streamwater Chemistry Throughout the River Network

Spatial patterning in streamwater chemical conditions across the Kuskokwim watershed revealed several
differences in both watershed effects and instream transport behavior between the labile (PO4

3− and
NO3

−) and conservative (bulk DOC, Ca2+, Sr2+, and 87Sr/86Sr) constituents in our study. For all constituents
we measured in the Kuskokwim, high chemical variation in the upper 100–150 km of stream channels high-
lights the importance of headwater and low‐order catchment conditions in governing biogeochemical

10.1029/2020JG005851Journal of Geophysical Research: Biogeosciences

FRENCH ET AL. 12 of 20



heterogeneity across the river network. However, despite considerable spatial heterogeneity in smaller
watersheds, all constituent concentrations in the Kuskokwim trended toward the watershed average with
distance downstream. These trends toward watershed average values reflect flow‐weighted contributions
from a mixture of more variable, low‐order streams.

These results are consistent with work in other rivers showing greater biogeochemical variation among
smaller catchments and decreasing variation at broader scales (Abbott et al., 2018; Likens & Buso, 2006;
Shogren et al., 2019; Temnerud et al., 2010, 2007). In large watersheds where many processes influence bio-
geochemical patterns, streamwater chemistry in larger streams tends to be homogenous (Likens &
Buso, 2006). Previous work examining the watershed patch size at which variance collapse occurs found
smaller extent patches (3–61 km2) for labile constituents and larger extent patches (113–216 km2) for conser-
vative constituents (Abbott et al., 2018; Shogren et al., 2019), which correspond with second‐ to third‐order
watersheds in the Kuskokwim (47–208 km2). For labile nutrients like PO4

3− and NO3
−, this pattern of var-

iance collapse is likely due to some combination of higher cumulative uptake with distance downstream and
shorter residence times in larger channels (Ensign &Doyle, 2006; Marcé et al., 2018; Mulholland et al., 2009),
in addition to the expected spatial averaging that occurs as small tributaries combine into larger streams.
Variance collapse in [DOC] has been attributed to net gains of allochthonous instream organic matter inputs
along the network (Shogren et al., 2019). Recent work in boreal headwaters suggests that terrestrial DOC
inputs may be passively transported in first‐ to fourth‐order channels (Kothawala et al., 2015), while labile
terrestrial DOC from permafrost can be metabolized instream within several weeks (Textor et al., 2019).
Slight increases in [DOC] along the Kuskokwim network suggest that bulk DOC is simply transported
through the river network with little instream processing. However, without measures of DOC composition,
any instream processing of labile fractions is unknown. For the conservative tracers in our study, variance
collapse and a trend toward watershed average values appears to reflect accumulation, transport, andmixing
of heterogeneous landscape signals along the network. The spatial patterning of bulk DOC is largely consis-
tent with these patterns. Higher Ca2+ and Sr2+ concentrations and 87Sr/86Sr values in low‐order streams are
consistent with higher mechanical weathering and precipitation in the mountainous headwaters of the
Kuskokwim (Brennan et al., 2014).

Figure 5. Variance composition and leave‐one‐out‐cross‐validation R2 statistics (black dots) from spatial stream network models for all constituents across
upstream (a–f ) and downstream (g–l) spatial scales. Variance composition includes the proportion of overall variance explained by watershed effects (green
bars), flow‐connected spatial autocorrelation (blue bars), Euclidian spatial autocorrelation (gray bars), and the nugget or random error (purple bars).
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Semivariograms revealed multi‐scale watershed and instream effects on spatial patterning of chemical con-
stituents across the Kuskokwim (Figures 3m–3r). Stronger spatial autocorrelation for the conservative tra-
cers versus labile nutrients in our data set is consistent with instream cycling of biologically reactive
constituents and conservative transport of Ca2+, Sr2+, and 87Sr:86Sr. The range of spatial autocorrelation
was generally longer for conservative constituents, reflecting broad‐scale watershed attributes and geo-
morphic gradients that influenced conservative constituents in the Kuskokwim. Sr2+ and 87Sr/86Sr in
Alaska watersheds are shaped by broad‐scale geologic features (Bataille et al., 2014; Brennan et al., 2016),
and the range (300 km) of Euclidian spatial dependence for [Ca2+] and [Sr2+] coincides with the alkaline
Farewell Terrane and the neighboring KuskokwimGroup. Inflection points in flow‐connected semivariance
for conservative constituents likely reflect major tributary inflows from these distinct geologies
(Figures 4d–4f ). 87Sr/86Sr Euclidian spatial dependence extended beyond the range of our sampling, despite
strong correlation with the Farewell Terrane (Figure S2f). This pattern suggests a broader‐scale process
underlying Sr weathering not accounted for in our analyses.

Flow‐connected spatial dependence in [PO4
3−] and [DOC] at broad scales (~600 km) likely also reflects mix-

ing of streamwater influenced by gradients in latitude, relief, and geology, which were important attributes
in best models for these constituents, whereas NO3

− inputs appear patchier and unrelated to factors that
vary smoothly from upstream to downstream. Inflection points in Euclidian semivariance in [PO4

3−] and
[DOC] roughly coincide with the scale of the Farewell terrane and geomorphic gradients from high relief
mountains to low‐relief peat and bog environments in the Kuskokwim lowlands, which were included in
our best models for [PO4

3−] and [DOC], respectively (Figure S2). Finer‐scale (<200 km) spatial autocorrela-
tionmay reflect more local features such as wetlands or acidic peat soils that result in smaller patches of high
[DOC] (McGuire et al., 2014).

7.2. Watershed Attributes Shaping Streamwater Constituents

Streamwater constituents in the Kuskokwim reflected watershed attributes occurring at multiple scales,
such as geologic units or geomorphic features spanning several hundred kilometers and patches of alder
cover spanning several hundred meters. Except for PO4

3−, watershed relief or elevation were either directly
included in the best SSN models for all constituents or indirectly included via land cover attributes or DOC,
which are shaped by watershed geomorphology through effects on catchment hydrology, the accumulation
of organic matter, and nutrient transformations. [DOC] is typically positively correlated with wetlands and
peat bogs in boreal river systems (Agren et al., 2008; Laudon et al., 2011; Mulholland, 1997), and peat bogs in
the Kuskokwim were strongly negatively correlated with watershed relief (Pearson correlation coeffi-
cient = −0.64, p < 0.01). Exclusion of wetlands or peat from the best SSN for [DOC] is due in part to colli-
nearity between relief and wetland land cover types. Additionally, previous work has found watershed
slope to be a better predictor of DOC flux than wetlands (Andersson & Nyberg, 2008). Furthermore, because
our data only provide a snapshot of Kuskokwim biogeochemistry, seasonal hydrology may mask land cover
effects on instream DOC to some extent (Laudon et al., 2011). For example, Buffam et al. (2007) showed
reduced sub‐catchment variation in DOC during spring runoff, whenwetland signals were diluted and forest
soils were flushed of organic matter. Sampling for our study was limited to the summer period when water
levels are typically rising in the Kuskokwim (Figure S1); however, the inclusion of a random effect for sam-
pling date had no improvements to models and in some cases increased parameter bias. While we did use a
spatially explicit, precipitation‐based weighting scheme for flow‐connected models, our assumption of an
equal runoff to basin area relationship across the watershed is likely overly simplistic but provides a first
approximation for flow‐weighting of tributaries. Furthermore, we did not capture seasonal effects of factors
like temperature that influence primary productivity and active layer depth in soils, thereby shaping OM and
nutrient retention (Hawkes et al., 2018; Winterdahl et al., 2016). One study in northern Alaska suggests that
spatial patterning in DOC, NO3

−, and PO4
3− is consistent across seasons (Shogren et al., 2019). The positive

effect of latitude on both [DOC] and [NO3
−] may be driven by watershed summer air temperature, which

increases to the north and east in the Kuskokwim except for mountainous areas (Scenarios Network for
Alaska and Arctic Planning (SNAP), 2017). Measuring streamwater constituents in the Kuskokwim across
seasons would elucidate this relationship as well as seasonal hydrologic effects but was not captured in
our work.
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The inclusion of DOC as a predictor probably precluded watershed relief as a covariate in candidate mod-
els for PO4

3−, given the strong influence of relief on [DOC] in the Kuskokwim and the positive relation-
ship between [DOC] and [PO43−] in our data (Figure 4c). The negative relationship between [DOC] and
[NO3

−] in the Kuskokwim is likely linked to higher denitrification rates in drainages to DOC‐rich
streams. Low gradient watersheds have increased potential for saturated soils lending to both anaerobic
conditions enhancing denitrification and longer residence times promoting N transformations (Lintern
et al., 2018), and boreal streams draining peat/bog catchments generally have higher C:N (Aitkenhead
& McDowell, 2000). Water saturated soils also prevent the establishment of N‐fixing alder, one of the do-
minant sources of NO3

− in western Alaska (Callahan et al., 2017; Devotta, 2017; Shaftel et al., 2012).

The positive relationship between relief and base cations and 87Sr/86Sr we observed in the Kuskokwim
(Figure 4 and Table S2) has been shown for many rivers in western Alaska and is attributed to higher rates
of physical erosion and exposed, reactive calcite in exposed rockmaterial in steep basins (Brennan et al., 2014;
Brennan et al., 2016). Portions of the high relief Alaska Range in the eastern Kuskokwim also coincide with
themeta‐sedimentary rocks and Paleozoic limestone in the Farewell Terrane, which yielded high concentra-
tions of Ca2+ and Sr2+ in the eastern Kuskokwim basin (Figure S2) (Brennan et al., 2014).

Watershed morphology also shapes land cover types, which can modify or amplify watershed effects on
instream biogeochemical patterning. In the Kuskokwim and in other Alaska watersheds (Callahan
et al., 2017; Shaftel et al., 2012), [NO3

−] was strongly positively correlated with alder (Alnus spp.) plant cover
due to alder's N‐fixing capacity. Previous work in southwest Alaska showed stronger relationships between
alder and stream [NO3

−] when alder cover exceeded 30% (Devotta, 2017). The upper range of alder cover in
the Kuskokwim (at spatial scale DS‐8) was 30.2%, with a median of 4.75%. [NO3

−] measured by Devotta
(2017) and by Shaftel et al. (2012) in Alaska subcatchments were roughly 3 times higher than the mean
for the Kuskokwim (85.4 ± 9.26 [1 SE] μg L−1). Despite lower overall [NO3

−] and alder coverage, longer resi-
dence times and thus increased potential for denitrification in our study region, the strong relationship
between alder and [NO3

−] in the Kuskokwim highlights the importance of N‐fixing alder in regulating
stream nutrient availability in pristine boreal watersheds. The northward expansion of shrubs including
alder is predicted to increase rapidly in boreal and subarctic regions under a warming climate (Pearson
et al., 2013), and this expansion will likely alter nitrogen loading and nutrient stoichiometry.

7.3. Headwater Catchment Effects on Network‐Wide Conditions

Headwater streams can account for up to 90% of channel length in boreal river networks (Bishop et al., 2008;
Ledesma et al., 2018) and previous work shows that low‐order streams can play a key role in terrestrial DOC
processing (Bertuzzo et al., 2017), that headwaters regulate water and nutrient fluxes to larger rivers down-
stream (Alexander et al., 2007), and that biogeochemical heterogeneity is governed by conditions in small
catchments (Abbott et al., 2018; Shogren et al., 2019; Zimmer et al., 2013). Low‐order stream catchments
in the Kuskokwim play an important role in regulating streamwater conditions across a large river network,
and despite the routing of water over long (>500 km) distances, streamwater biogeochemistry in our study
could be predicted as well or better by distant versus proximate watershed attributes. Low‐order streams
comprise the bulk of the Kuskokwim, and by very nature of dendritic spatial structure, all branched stream
networks (Bishop et al., 2008). Ninety percent of our sample sites were on sixth‐order or smaller streams
(Figure 1b); thus, the bulk of Kuskokwim headwaters were included in watershed attributes derived at spa-
tial extents larger than (to the right of‐ in Figure 2) US‐4 in the upstream direction and DS‐2 in the down-
stream direction. The increasing proportion of variance explained by watershed attributes in Figure 5
when moving upstream, with only minor or no changes when moving downstream also shows the effect
of headwater attributes.

7.4. Watershed Versus Instream Effects on Streamwater Constituents

Two primary issues limit our ability to interpret instream versus watershed effects on streamwater biogeo-
chemistry from SSN models: (1) separating Euclidian versus flow‐connected variance in systems where
Euclidian and flow‐connected distances are often correlated is not possible, and as such, variance can be
misattributed to one or the other; and (2) sampling at distance intervals greater than uptake length can lead
to mischaracterization of instream processing. Despite these limitations, SSN models had markedly
improved performance over non‐spatial models, and accounting for the spatial configuration of the river
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network in our analysis revealed spatial patterns that would not have emerged from non‐spatial models or
Euclidian metrics alone.

We expected flow‐connected autocorrelation to account for a higher proportion of variance in conservative
tracers and a lower proportion in labile constituents, but the opposite was true in the Kuskokwim.
Flow‐connected spatial autocorrelation accounted for only 4–18% of explained variance in [Ca2+], [Sr2+],
and 87Sr/86Sr, which was surprising given the passive transport of these solutes through the river
network (Brennan et al., 2014; Brennan et al., 2016). The flexible nature of SSNs has interesting effects on
variance composition; however, and when Euclidian autocorrelation was removed from SSN models,
flow‐connected covariance increased to account for up to 79% of explained variance (Table S4). Similarly,
SSN models without flow‐connected covariance apportioned up to 56% of variance to the Euclidian term.
SSN models with both flow‐connected and Euclidian covariance consistently had much lower proportion
of variance apportioned to flow‐connected covariance. This suggests that constituents in the Kuskokwim
which were highly spatially autocorrelated within the stream channel were generally also highly correlated
in Euclidian space due to the arrangement and/or scale of watershed attributes influencing streamwater
constituents. Furthermore, the large proportion (up to 81% for NO3

−) explained by Euclidian covariance
in mixed SSN models indicates there were watershed attributes we excluded, and this pattern was true for
all constituents. This may be due to the removal of collinear watershed attributes or a mismatch between
the scale of mapped watershed attributes and effective patch size. Synoptic sampling of the watershed with
finer‐scale sampling distance would aid in differentiating between watershed and instream factors shaping
streamwater constituents.

Based on semivariograms and variance composition, both DOC and PO4
3− resembled conservative solutes

(Ca2+, Sr2+, and 87Sr/86Sr) more so than NO3
−, which was generally patchier and had weak instream spatial

structuring. It is difficult to interpret the degree of instream DOC processing for the Kuskokwim without
measures of DOC composition. Previous studies provide ample evidence of instream DOC processing during
transit along the river corridor (see reviews by Mineau et al., 2016, and Wohl et al., 2017), and labile DOC
fractions are subject to rapid uptake and transformation during transit to river mouths in boreal streams
(Weyhenmeyer et al., 2012; Weyhenmeyer & Conley, 2017). Labile material released from recently thawed
permafrost is subject to more rapid uptake and decomposition than organic matter from seasonally thawed
active soil layers (Textor et al., 2019; Wickland et al., 2018), and NO3

− retention decreases as permafrost
thaw depths increase (Harms & Jones, 2012). Under a warming climate, increases in labile DOC and
NO3

− inputs from permafrost regions to high‐latitude rivers will likely modify the biogeochemical basis of
aquatic food webs in boreal river networks.

8. Conclusions

Quantifying watershed effects on streamwater chemistry necessitates an accounting of the nested, hierarch-
ical, spatial configuration of dendritic river networks and the downstreammovement of water. SSNs provide
a flexible, quantitative framework for studying stream biogeochemistry across entire river networks using a
combination of field sampling and publicly available geospatial data. Low‐order headwater streams gener-
ally account for the majority of watershed channel length and watershed area in dendritic river networks,
and our study indicates that watershed attributes in these small catchments are key factors affecting stream
biogeochemistry across a boreal river network. Understanding how watershed features shape spatial pat-
terning for chemical drivers of aquatic food web productivity may aid the management of aquatic resources
as watershed conditions change under a warming climate and growing developmental pressures.

Data Availability Statement

Data are available for non‐commercial use (at https://doi.org/10.5281/zenodo.3828053). All geospatial data
are publicly available, with references in Table S1.
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