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Abstract The availability of silicon (Si) in the ocean plays an important role in regulating biogeochemical
and ecological processes. The Si budget of the Arctic Ocean appears balanced, with inputs equivalent to
outputs, though it is unclear how a changing climate might aggravate this balance. In this study, we focus

on Si cycling in Arctic coastal areas and continental shelf sediments to better constrain the Arctic Ocean Si
budget. We provide the first estimate of amorphous Si (ASi) loading from erosion of coastal Yedoma deposits
(30-90 Gmol yr~'), demonstrating comparable rates to particulate Si loading from rivers (10-90 Gmol yr™1).
We found a positive relationship between surface sediment ASi and organic matter content on continental
shelves. Combining these values with published Arctic shelf sediment properties and burial rates we estimate
70 Gmol Si yr~! is buried on Arctic continental shelves, equivalent to 4.5% of all Si inputs to the Arctic
Ocean. Sediment dissolved Si fluxes increased with distance from river mouths along cruise transects of shelf
regions influenced by major rivers in the Laptev and East Siberian seas. On an annual basis, we estimate that
Arctic shelf sediments recycle approximately up to twice as much DSi (680 Gmol Si) as is loaded from rivers
(340-500 Gmol Si).

1. Introduction

Silicon (Si) regulates phytoplankton community structure and the magnitude of the marine biological
pump (Ragueneau et al., 2006; Tréguer et al., 2018), exerting a long-term control on climate (Tréguer &
Pondaven, 2000). The availability of Si in different regions of the ocean is dictated by the balance of inputs,
sinks, internal cycling, and transport between basins. The Si cycle in the modern ocean is considered to be
at a steady state (Tréguer et al., 2021) and the Arctic Ocean is considered a net exporter of Si to other ocean
basins, primarily to the highly productive North Atlantic (Torres-Valdés et al., 2013). Estimated Si inputs to
the Arctic Ocean (1.56 + 0.21 Tmol Si yr~!; mean +
(1.57 + 0.35 Tmol Si yr~!; Table 1). However, the Arctic Ocean is changing rapidly, particularly in the shallow

+ standard deviation) are balanced by estimated outputs

shelf areas due to climate change with warmer waters, less ice, increased primary production, and accelerating
coastal erosion (Gustafsson et al., 2011; Lewis et al., 2020; Meredith et al., 2019; Terhaar et al., 2020; Wild
et al., 2019). Further, riverine inputs of Si to the Arctic Ocean may also be changing (Jankowski et al., 2023;
Tank et al., 2023). As continental shelf areas make up more than half of the area of the Arctic Ocean (~53% of
the Arctic Ocean; Jakobsson, 2002), understanding the Si cycle in these regions is necessary to project how the
Arctic Ocean Si budget might respond to changing ocean and climate conditions.

Si is loaded on the Arctic Ocean both as dissolved Si (silicic acid, or DSi) and particulate amorphous Si (ASi)
that includes biogenic Si (BSi) and non-mineral pedogenic Si. The main Si inputs to the Arctic Ocean are rivers
(340-500 Gmol Si yr~!) and ocean water inflow (1.08 + 0.15 Tmol Si yr~!; Table 1; Carey et al., 2020; Diirr
etal., 2011; Holmes et al., 2012; Torres-Valdés et al., 2013). Ice sheet melt may load some Si to the Arctic Ocean
(Hawkings et al., 2017; Meire et al., 2016), though the magnitude of this load is poorly quantified and the majority
of Si derived from ice sheet melt is likely delivered to the North Atlantic. Most Si exported from the Arctic Ocean
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Table 1
Silicon Budget for the Arctic Ocean
Inputs (Gmol Si yr=') Source
Rivers 25-55 as BSi Carey et al. (2020)
90 as ASi Hawkings et al. (2017)
330 as DSi + 10 as PSi Diirr et al. (2011)
410 as DSi Holmes et al. (2012)

Ocean water inflow

Coastal Yedoma deposit erosion
Sum Inputs
Outputs

Ocean water outflow

Sediment accumulation (shelves)

Sediment burial (total)

Sediment burial (shelves)

Sum Outputs
Internal Cycling

Biogenic Si production

Sediment regeneration (shelves)?

Sediment regeneration (deep basin)

BSi sinking rate (particles >10 pm)

Total: 340-500*

660 + 80 (Bering Strait)®
420 + 70 (Barents Sea Opening)®
Total: 1,080 £ 150
30—90 as ASi
1,560 + 210

1,350 + 160 (Davis Strait)®
220 =+ 190 (Fram Strait)®

130 + 70 (Kara Sea)
70 + 30 (Laptev Sea)
130 + 40 (East Siberian Sea)
640 + 240 (All Shelves)

<200°¢
Negligible
14 + 8 (Kara Sea)
8 + 3 (Laptev Sea)
14 + 4 (East Siberian Sea)
70 + 30 (All Shelves)

1,570 + 350 (no sediment burial)
1,640 + 380 (w. sediment burial)

1,420
370
80 + 130 (Kara Sea)

50 + 50 (Laptev Sea)
210 + 60 (East Siberian Sea)
680 + 510 (All Shelves)
10-70
100-520¢
0.31-1.46 md~!

Torres-Valdés et al. (2013)

This study

(Torres-Valdés et al. (2013)

This study

Codispoti and Lowman (1973)
Anderson et al. (1983), Gordeev et al. (1996), Jones and Coote (1980)
This study

Tréguer et al. (2021)
Mirz et al. (2015)
This study

Mirz et al. (2015)
Ng et al. (2020)
Heiskanen and Keck (1996)

Note. All units are in Gmol Si yr~! unless otherwise indicated (ASi, amorphous Si; BSi, biogenic Si; DSi, dissolved Si; PSi, particulate Si). Values in italics are from
this study. When mean rates are reported the value following + is the standard deviation. As both ranges and standard deviations are reported, to estimate the range of
inputs or outputs we assumed that the mean value fell in the middle of the range, and the standard deviation associated with that value was % of the difference between
the maximum and minimum values. Bold rows/values are the sum of inputs and outputs respectively.

*Total river load range estimated as lowest and highest DSi estimate (330 and 410) plus the lowest and highest ASi/BSi/PSi value (10 and 90 respectively). Mean + SD
(420 + 40) estimated as described in the figure caption. PTorres-Valdés et al. (2013) report fluxes as kmol Si s~!, which we have converted to Gmol Si yr~!. “Codispoti
and Lowman estimate a sink of <2 X 10'* mg-atoms yr~! which we have converted to Gmol Si yr~!. ¢The mean and SD associated with sediment regeneration is the
shelf specific DSi flux multiplied by area and time. °Ng et al. reported sediment regeneration of 60-320 pmol DSi m~2 d~! which we have converted to a whole basin
estimate by multiplying by a Central Arctic Ocean Basin area of 4,489 x 10° km? (Jakobsson, 2002).
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Table 2 passes through the Davis Strait and Fram Strait (1.35 + 0.16 Tmol Si yr!

Characteristics of Rivers Whose Influence on Arctic Ocean Continental
Shelf Biogeochemistry Were Sampled in This Study

Particulate  Dissolved
organic organic
Watershed Dissolved carbon carbon
permafrost Discharge silicon load load load
cover (%) (km?*yr™!) (Gmolyr™!)) (Ggyr™) (Tgyr)
Ob 5-13 427 50 600 4.1
Yenisey 37-55 636 60 300 42
Lena 94 588 50 80 5.7
Indigirka 100 50.6 6 - -

Note. Data from Gordeev et al. (1996), Anderson et al. (2011), Gustafsson
et al. (2011), Holmes et al. (2012), McClelland et al. (2016), and Wang
et al. (2021).

and 220 + 190 Gmol Si yr~! respectively; Torres-Valdés et al., 2013). Early
attempts to estimate the sediment Si sink in the Arctic Ocean considered
the difference between river Si load and export of Si to other basins, and
the magnitude of the sink was deemed negligible (Anderson et al., 1983;
Codispoti & Lowman, 1973; Gordeeyv et al., 1996; Jones & Coote, 1980). On
the other hand, past reports of surface sediment ASi content in the continental
shelf region of the Arctic Ocean are high (up to 6%; Hoffmann et al., 2013;
Mirz et al., 2015; Niirnberg, 1996) compared to other continental shelf areas
influenced by large rivers such as the Amazon Shelf (mean ASi of 0.25%;
DeMaster et al., 1983) and the Louisiana-Texas Continental shelf (sediment
ASi of 0.15%-1.3%; Turner & Rabalais, 1994), hinting at the potential for
a possibly significant sediment Si sink. This discrepancy may be associated
with the loading of substantial quantities of organic material from erosion
along the Arctic Ocean coastline (Lantuit et al., 2012), particularly in East-
ern Siberia, where the coastline is dominated by late Pleistocene Yedoma
deposits that are prone to collapse due to their high ground ice content.
These Yedoma deposits are interrupted by Holocene thermokarst depres-

sions (alases) and thermo-erosional valleys (Schirrmeister, Kunitsky, et al., 2011). Erosion and permafrost thaw

also takes place at Yedoma at riverbanks (Fuchs et al., 2020; Kanevskiy et al., 2016) as well as further inland,

where the Yedoma domain and permafrost in general have been shown to be an important Si stock (Monhonval
et al., 2021; Stimmler et al., 2023). Coastal erosion likely contributes additional Si to the Arctic Ocean (Pogojeva
et al., 2018), but this flux has yet to be quantified.

Particulate organic matter containing Si from coastal erosion and river discharge is either buried or decomposed,

recycling DSi to the water column. Indeed, the regeneration of nutrients such as Si from shelf sediments plays

an important role in regional nutrient cycling (Mirz et al., 2015; Nishino et al., 2009) and sediment nutrient

regeneration may contribute 10%—20% of the nutrients required to sustain primary production in the Laptev

and East Siberian seas (Sun et al., 2021). The rate of regeneration of Si from shelf sediments could also play

an important role in regulating Si export from the Arctic basin due to the large area represented by shelf seas.
On the continental shelf near the Mackenzie River delta, Link et al. (2013) reported sediment DSi fluxes of
314.5-3,494.7 pmol m~2d~'. On the outer shelf in the Laptev Sea and East Siberian Sea, Sun et al. (2021) reported
annual sediment regeneration rates of 14.7 and 37.0 mmol DSi m~2 yr~! (or 40.27 and 101.37 pmol DSi m~2 d~!

respectively) and suggested that DSi fluxes are likely to be higher nearer to shore and river mouths—a pattern

possibly associated with erosion of coastal Yedoma deposits and Si containing particulates delivered from rivers

draining permafrost regions. The balance of Si burial and regeneration on continental shelves in the Arctic Ocean

may be an important lever regulating Si export from the region as the Kara, Laptev, and East Siberian shelves

represent about 40% of the Arctic Ocean continental shelf area and are the recipient of large quantities of Si

containing organic material from rivers such as Ob, Yenisey, Lena, and Kolyma in addition to coastal erosion.

In this study, we aimed to address these uncertainties and assessed Si source/sink dynamics on the Arctic conti-

nental shelves, focusing on the Kara, Laptev, and East Siberian Seas. We quantified the ASi content of near-coastal

Yedoma deposits and provided the first estimate of ASi input to the Arctic Ocean from coastal erosion. Using data

from a research cruise, we then determine how sediment Si recycling and accumulation on continental shelves

in the Arctic Ocean might be related to distance from river mouths. Combining data generated in this study with

previously published data sets, we calculate an annual sediment Si budget for continental shelves in the Kara,

Laptev, and East Siberian seas and discuss these estimates in the context of an Arctic Ocean rapidly adjusting to

climate change.

2. Methods
2.1. Study Area

The Kara, Laptev, and East Siberian seas extend over 2.4 Million km? (~40% of Arctic Ocean continental shelves)

and are strongly influenced by large rivers draining permafrost-affected terrain (Table 2). The high river input

to the Kara, Laptev and East Siberian seas is discernible not only in a high contribution of terrigenous organic
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Figure 1. Location of sampling sites for multi-corer samples and Yedoma deposit sequences. Coastal erosion rates are
from Lantuit et al. (2012), permafrost extent is from Obu et al. (2019), the Yedoma domain from Strauss et al. (2021) and
bathymetry from International Bathymetric Chart of the Arctic Ocean (IBCAO) v4 (Jakobsson et al., 2020).

carbon to near-shore sediments and the water column (Karlsson et al., 2016; Martens et al., 2022) but also in a
freshwater lens (Holmes et al., 2012). Like organic matter, the majority of Si appears to be loaded in the dissolved
form (i.e., as DSi) rather than in the particulate form (i.e., as ASi; Carey et al., 2020; Heiskanen & Keck, 1996).
The water column in the Lena and Indigirka river outflow regions typically displays strong stratification with a
freshwater surface though between 10% and 30% of the time during ice-free periods this stratification is broken
due to strong wind-driven upwelling (Osadchiev et al., 2020). Upwelling has been shown to be important in
cycling nutrients to surface waters in other shallow coastal regions of the Arctic (e.g., Tremblay et al., 2014).

The Laptev and East Siberian seas are additionally influenced by coastal erosion that can locally exceed 5 m per
year (Lantuit et al., 2012). Coastal erosion in this area is driven by the high frequency of Yedoma deposits along
the coasts, that is, late-Pleistocene permafrost deposits that are vulnerable to collapse due to their high ice content.
Coastal erosion of Yedoma deposits is highest near the Buor Kaya Bay (Giinther et al., 2013; Schirrmeister
etal., 2017; Strauss et al., 2015), the Dmitri Laptev Strait, and the New Siberian Islands (Schirrmeister, Kunitsky,
et al., 2011) and leads to significant loading of organic matter nearshore in the Laptev and East Siberian sea
(Broder et al., 2016; Matsubara et al., 2022).

2.2. Marine and Terrestrial Sampling Sites

Samples of near-coastal Yedoma sequences, including overlying Holocene deposits and modern active layer
soils, were collected from exposed sections of coastal or river Yedoma during various joint German-Russian
expeditions. The 56 samples included in this study are from 10 locations visited between 1998 and 2011; details
of the sites are described in previous publications (Schirrmeister, Grosse, et al., 2011; Strauss et al., 2012) and a
complete sample list is provided in Table S1 in Supporting Information S1.

Water and sediment samples were collected during the International Siberian Shelf Study 2020 expedition
(ISSS-2020) aboard the Russian vessel RV Akademik Mstislav Keldysh between late September and early Novem-
ber 2020. For this study, we used water column profiles from 31 stations and sediment cores from 16 stations
along transects of river water influence in the Kara, Laptev, and East Siberian seas (Figure 1, Table S2 in Support-
ing Information S1). In the Kara Sea, cores were collected at two stations in the Ob River plume, one near shore
(station AMK82-6932, further abbreviated by station numbers only) and one further from shore (6935). In the
Laptev Sea, we collected cores at 10 stations, aiming to capture the influence of the Lena River. Stations 6973,
6974, 6975, 6976, 6980, 6984, 6947, 6950, and 6952 were located north of the Lena Delta and Station 6972 in the
Dmitry-Laptev Strait to the east. Though the Dmitry-Laptev Strait is technically in the East Siberian Sea, here we
consider it in the context of the Laptev Sea, with Lena River and Siberian coastal current influence. In the East
Siberian Sea, stations 6961, 6963, 6966, and 6969 capture the Indigirka River plume at varying distances from
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shore. Station 6969, located near the shore, is also influenced by freshwater flowing through the Dmitry-Laptev
Strait.

2.3. Water Column Sampling and Measurements

The water column profile was measured at discrete depths (surface, near-bottom, pycnocline, and haphazardly
selected depths between; each depth sampled at each station is available in the published data set) upon arrival to
each station using a Seabird SBE911 plus conductivity-temperature-depth (CTD) equipped with Niskin bottles
and Seapoint chlorophyll fluorometer to determine temperature, salinity, and chlorophyll-a concentration. In
total, the water column profile in areas of river influence was measured at 5 stations in the Kara Sea, 17 stations
in the Laptev Sea, and 9 stations in the East Siberian Sea. Water samples from the Niskin bottles were trans-
ferred to acid-washed polyethylene containers and analyzed immediately using colorimetric methods (QuAAtro
Analyzer equipped with an autosampler; Seal Analytical, Mequon, USA) to quantify DSi concentration following
method Q-066-05 (ammonium molybdate method; Hydes et al., 2010; Strickland and Parsons, 1968). Generally,
water samples were filtered using 0.7 pm GF/F grade glass microfiber filters prior to analysis, except in several
cases when turbidity was low (4 out of 31 stations; all unfiltered samples were collected from the outer Laptev
Sea—stations 6947, 6948, 6950, 6952). We note that it is preferable to use other filter types (e.g., nitrocellulose
or polycarbonate) for DSi sampling as it is possible that GF/F filters may introduce small amounts of error to
the measurement. However, during the cruise analyses of dissolved nutrient concentrations (including dissolved
nitrogen and phosphorus) were made from a single sample, which was often filtered through a GF/F filter. For
this reason, we do not focus on specific DSi concentrations when discussing water column DSi, but instead on
broader concentration gradients. The minimum detection limit for DSi was 0.40 pmol DSi L~! while at sea and
0.23 pmol DSi L~! on land (for analysis of digested sediment and coastal Yedoma sequence samples).

2.4. Sediment Collection and Flux Incubations

Following the CTD deployment, we collected sediment cores (polycarbonate 9.6 cm inner diameter, 60 cm
length) using a multi-corer and moved the cores to a water bath to maintain constant temperature throughout
the incubation. We used a batch incubation approach to measure DSi and O, fluxes between the sediment and
overlying water, being careful to only use cores that had at least 8 cm of sediment (average sediment depth 15 cm)
and an intact sediment structure. The water overlying the sediment in each core was left in place, and in cases
where there was not enough overlying water to completely fill the core, we siphoned additional water from other
sediment cores collected at the same site that were used for other analyses. Since we used unfiltered water for
incubations, we also siphoned water from other cores to use as control cores (i.e., an incubation of water only) to
account for DSi and O, fluxes occurring in water overlying sediments. Surface sediments (0—1 cm) from adjacent
cores in the same multi-corer cast were collected and oven-dried at 60°C onboard and stored until analysis of
sediment chemical properties (total organic carbon (TOC), stable carbon isotope ratio (§'3C), and ASi content).

Prior to beginning each incubation, we measured the depth of sediment from the top of the core to estimate the
volume of overlying water (average volume 3.21 L). Next, we attached polycarbonate lids equipped with optical
sensors for measuring O, concentration (Precision Sensing GmbH, Regensburg, Germany), and a magnetic stir
bar at least 25 cm above the sediment, set to rotate at approximately 40 rpm to maintain water mixing without
creating advective flow (Glud et al., 2007). Immediately after closing the cores, we collected samples of overlying
water in the sediment core and water control core into acid-washed high density polyethylene (HDPE) flasks.
The collected water was not filtered and analyzed immediately for DSi concentration using the same methods
described earlier for water column sampling. Sediment incubations were also used to measure fluxes of dissolved
gases (Wild et al., 2023), which yielded a total volume replacement of <10%. The volume of sample replaced
during this time was replaced with water siphoned from adjacent cores and kept in a carboy. We checked the
O, concentration in each core several times throughout the course of the incubation with the aim of at least a
2.0 mg L~" drop in O, concentration without the core becoming hypoxic (<2.0 mg O, L™"). This was balanced by
ensuring that all incubations were complete before the cruise ended, and on average, incubations lasted 12.6 days.
Following the fifth recorded O, concentration measurement, we collected a second water sample for the analysis
of DSi concentration. The average incubation temperature was 3.3 + 1.5°C.

O, fluxes were calculated using a regression of concentration over time, and were considered significant when the
regression R? > 0.65 and p < 0.10 (Prairie, 1996; Wild et al., 2023). All O, fluxes met these standards except for
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two incubations, which had positive O, fluxes, indicating an improper seal of the lid (Station 6961 and 6963 in the
outer East Siberian Sea). We excluded these two O, fluxes from our analyses, but DSi fluxes in those cores were
likely unaffected, so we retained these data points. DSi fluxes were calculated as the difference in concentration
between the initial and final sample over time. We then converted these rates to pmol O, m=2 d~! or pmol DSi
m~2 d~! considering the volume of water in the core, and the core cross-sectional area. To correct for processes
occurring in the water column and due to volume replacement, we subtracted the fluxes of DSi and O, in each
water control core from the associated sediment core. The DSi flux in cores containing sediment was greater in
magnitude than water control cores in all but one case (station 6976), and control cores displayed a range of DSi
uptake and release (mean DSi flux = —0.13 pmol DSi L' d1).

2.5. Sediment and Soil Properties

Surface sediments were analyzed for TOC and 8'3C by weighing sample aliquots in silver capsules and acidifying
with HCI to remove carbonates. Samples were then analyzed using a Finnigan Delta Plus XP mass spectrometer
coupled to a Thermo Fisher Scientific Flash 2000 Isotope Ratio Mass Spectrometer Element Analyzer via a
Conflo II interface. For Yedoma sequences, data on TOC were available from previous publications (see Table
S1 in Supporting Information S1).

Both marine and terrestrial sediment samples were analyzed for ASi content (% mass) using a wet alkaline extrac-
tion method (Conley, 1998; Conley & Schelske, 2001; DeMaster, 1981). Briefly, 30 mg of oven dried and ground
material was leached with 40 ml 1% sodium carbonate in acid-washed HDPE containers placed in an 85°C water
bath equipped with a shaker table. After 3, 4, and 5 hr, a 1 ml aliquot of the leachate was pipetted into 9 ml of
0.021 N hydrochloric acid. These samples were analyzed using the same method described previously for water
column and sediment flux DSi measurements. We then calculated ASi concentrations using the DSi concentra-
tions (Conley, 1998). In order to ensure we did not overestimate ASi concentrations due to low ASi content and
to account for the dissolution of clays, we used a slope correction approach (Conley, 1998). When least squares
regression indicated a significant increase (p < 0.05, R? > 0.65) in ASi concentration over the three time points
(n = 12 shelf sediment samples and n = 67 for terrestrial samples), we considered the intercept of the least
squares regression as the ASi concentration. In cases when p > 0.05 and R? < 0.65 (n = 4 shelf sediment samples
and n =5 for terrestrial samples) we considered ASi concentration as the mean of the three time points when
leachate was collected for analysis (Conley, 1998; DeMaster, 1981). All ASi values are reported as % SiO, by
mass. Throughout ASi analysis, we included external reference material that had previously been included in an
interlaboratory comparison to ensure accuracy and comparability across studies (Conley, 1998). Our estimate of
the BSi content of the references was similar to mean values of both the low standard (our analysis: 2.41 + 0.07%
BSi; interlaboratory comparison: 2.82 + 1.17% BSi) and the high standard (our analysis: 6.83 + 0.39% BSi;
interlaboratory comparison: 6.49 + 2.09% BSi).

2.6. Statistical Analysis

All data analysis was conducted using R Statistical Software (R Core Team, 2014). We tested whether sedi-
ment DSi flux could be predicted by surface sediment properties (%TOC, §'*C, and %ASi) and for relationships
between sediment properties using linear regressions. We used linear models to test the relationship between
sediment properties and fluxes as a function of distance from the river mouth in each sea. In these models, we
considered the station in the Dmitry Laptev Strait (6972) to be in the Laptev Sea, as it is most influenced by the
Lena River. Student's ¢-test was applied to test for differences between Yedoma deposits and overlying Holocene
deposits and modern active layer samples. We considered the results of statistical tests to be statistically signifi-
cant when p < 0.05.

2.7. Scaling Approach and Budget Estimation

We combined the data generated in this study with previously published data to estimate the annual load of Si
to the Arctic Ocean from coastal erosion, burial of Si in shelf sediments, and sediment Si regeneration. The
ASi input by coastal erosion to the Arctic Ocean was calculated by combining the ASi:TOC ratios of Yedoma
sequences with previous estimates of the coastal erosion TOC flux. The input of TOC to the Arctic Ocean by
coastal erosion has been estimated by Wegner et al. (2015) as 4.9-14.0 Tg TOC yr~'. This flux is dominated
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by the collapse of Yedoma deposits along the coasts of the Laptev and East Siberian seas that alone contribute
2.9-11.0 Tg TOC yr~!' (Wegner et al., 2015). We consequently consider the average ASi:TOC ratio determined
for the 56 samples of East Siberian Yedoma sequences analyzed here, including overlying Holocene active layer
material, as a representative of the material released by coastal erosion to the Arctic Ocean. We report total Si
loaded from erosion assuming all soils eroded have similar ASi:TOC and report the contribution of Yedoma
sequences and overlying Holocene deposits and modern active layer material to this total.

Linear relationships between sediment ASi and TOC relationships have been used previously to estimate whole
shelf Si accumulation and burial (e.g., DeMaster, 2002; DeMaster et al., 1996). Thus, the relationship observed
in this study between surface sediment ASi and TOC allowed us to take advantage of the Circum-Arctic Sedi-
ment CArbon DatabasE (CASCADE; Martens et al., 2021) to estimate the concentration of surface sediment ASi
across the Arctic shelf seas. An extensive data set of sediment mass accumulation rates (MAR) from around the
circum-Arctic based on a depth-integrated inventory of excess 2'°Pb (Martens et al., 2022) was used to estimate
the annual accumulation of ASi in sediments of the Kara, Laptev, and East Siberian seas. For estimating the
elemental MAR of ASi in Kara, Laptev and East Siberian sea sediments, the linear model between ASi (% mass)
and organic carbon (% mass) was applied to the published TOC concentration and MAR data sets of the different
circum-Arctic shelf seas using ArcGIS 10.8. ASi concentrations estimated using this approach agreed well with
the measured values of our 16 study locations (R? = 0.306; p = 0.026; y = 0.45x + 0.27) and landed in a very
similar range (0.07%-0.65% ASi for measured and 0.23%-0.86% ASi for estimated values). Interpolated ASi
concentrations were then multiplied with MAR based on depth-integrated inventories of excess 2!°Pb in sediment
profiles from the Kara, Laptev, and East Siberian seas.

We found no relationships between sediment properties and sediment DSi flux, and thus used a simpler approach
to scale DSi fluxes across all Arctic Ocean continental shelves. Specifically, we used the mean measured rate of
DSi regeneration on each shelf region and scaled these to the area of each shelf (Kara Sea: 926 x 10° km?, Laptev
Sea: 498 x 10° km?, and East Siberian Sea: 985 x 103 km?; Jakobsson, 2002), assuming rates of Si regeneration
were constant throughout the year. Our estimate of DSi regeneration for the remaining shelf area uses the mean
rate of DSi regeneration for all samples collected in this study and assumed this rate to be constant across the
remaining shelf area of the Arctic Ocean (2,641 x 103 km?).

3. Results
3.1. Silicon Input to the Arctic Ocean by Coastal Erosion

The ASi content of analyzed Yedoma sequences, including overlying Holocene deposits and modern active layer
material, averaged 0.64 + 0.35% ASi (from here all values reported as mean + SD) of the dry weight, with a
range of 0.08%—1.71% ASi (n = 56; see Table S1 in Supporting Information S1 for all data). Concentrations were
lower in the Yedoma deposit material (0.56 + 0.27% ASi, n = 34) than in the Holocene deposits and active layer
(0.80 + 0.44%, n = 19), but this difference disappeared when concentrations were normalized by TOC (average
ASi:TOC ratio 0.39 + 0.33, n = 56; TOC data in Table S1 in Supporting Information S1).

We estimated the coastal erosion ASi input to the Arctic Ocean by combining ASi:TOC ratios of Yedoma and
Holocene deposits and modern active layer samples with previous estimates of the coastal erosion TOC flux,
yielding a coastal erosion Si load estimate of 1.9-5.5 Tg ASi yr~! or 30-90 Gmol Si yr~!, with 20~70 Gmol Si
derived from coastal Yedoma sequences and the overlying Holocene deposits and modern active layer.

3.2. Oceanographic Context and Water Column Dissolved Silicon

We measured a clear signal of riverine influence along the sampling transects in each sea, indicated by relatively
warm and low salinity surface waters overlying colder and saltier deep water (Figure 2). DSi concentrations were
typically highest in surface waters in both the Kara and Laptev seas, likely reflecting the influence of the Ob and
Lena rivers respectively. The influence of the Lena River was also apparent in the Dmitry Laptev Strait, where
surface salinity, temperature, and DSi concentration matched those recorded at the Lena River mouth, though this
site was also likely influenced by Yana River water. DSi concentrations were similar in surface and deep water
at deeper stations in the Laptev Sea (6947, 6950, 6052, 6984), to lowest concentrations at 25 m depth (Figure 2).
Bottom water DSi concentrations in the East Siberian Sea were higher than surface water at all stations except
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Figure 2. Depth profiles of temperature, salinity, and dissolved silicon concentrations along transects between sediment
coring stations (marked with a star) in the Kara Sea (left column), Laptev Sea (middle column), and East Siberian Sea (right
column). Each dot represents a measurement (5 profiles in the Kara Sea, 17 in the Laptev Sea, and 9 in the East Siberian Sea).

the station nearest shore (6969), which was shallow and well mixed, and concentrations were uniform throughout
the water column.

3.3. Sediment Silicon Accumulation and Burial Estimates

The TOC content of shelf sediment samples was never higher than 2.3% (mean TOC 0.9 + 0.56%). We measured
both the highest and lowest TOC values in the Laptev Sea (Figure 3). There was no clear pattern between sedi-
ment TOC and distance from the river mouth (p = 0.516, marginal R? = 0.029). However, §'3C tended to become
less depleted as distance from river mouths increased in all three seas (p = 0.003, marginal R? = 0.433; Figure 3).

The mean ASi content of all surface sediments was 0.41 + 0.20% ASi. Mean % ASi was similar between the Kara
(0.59 + 0.08% ASi) and East Siberian seas (0.54 + 0.12% ASi), which were both slightly higher than the Laptev
Sea, which was also the most variable (0.32 + 0.20% ASi; Figure 3). Sediment ASi content was well predicted
by % TOC (p = 0.003, R?> = 0.474; Figure 4), and exhibited a positive relationship, though this pattern appears
driven by the Kara and Laptev seas.

Combining our observations with previously published data sets, we estimate ASi accumulation of
130 + 70 Gmol Si yr~! for the Kara Sea, 70 &+ 30 Gmol Si yr~! for the Laptev Sea, and 130 + 40 Gmol Si yr~! for
the East Siberian Sea (Figure 6; Table 1). If the relationship observed between ASi and TOC holds across all conti-
nental shelf areas in the Arctic Ocean, we estimate Arctic shelf-wide accumulation of 640 + 240 Gmol Si yr~'.
Of course, accumulation and permanent burial are not the same. We can roughly estimate the burial efficiency
by dividing the mean global rate of Si burial (9.2 Tmol Si yr~') by the mean rate of Si rain (84 Tmol Si yr~') to
estimate a burial efficiency of ~11% (Tréguer et al., 2021). Applying this burial efficiency factor leads to a total

Arctic shelf-wide burial of 70 + 30 Gmol Si yr~! (Table 1).
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Figure 3. Sediment total organic carbon, §'*C of organic carbon, amorphous silicon content, oxygen consumption, and
dissolved silicon regeneration in the Kara (triangles), Laptev (diamonds), and East Siberian seas (circles) in relation to
distance from the mouths of the Ob River, Lena River, and Indigirka River. We have included the Dmitry Laptev Strait
(square) in the Laptev Sea panel as it is influenced by the Lena River. Two cores in the East Siberian Sea had positive fluxes
for oxygen, indicating gas exchange with the atmosphere; therefore, these were excluded from analysis.
3.4. Sediment Silicon Regeneration
On average, sediments consumed 1,759.0 + 1,146.5 pmol O, m~2 d=!. Both the highest (—4,980.8 pmol O,
m~2 d~!; Station 6947) and lowest (—=265.56 pmol O, m~2 d-!; Station 6974) O, fluxes were measured in the
Laptev Sea, but there were no systematic differences in sediment O, fluxes across the three seas. Neither sediment
TOC (p = 0.446, R* = 0.049) nor §3C (p = 0.950, R? = 0.000) were useful for predicting O, flux.
Shelf sediments recycled DSi to the water column at a mean rate of 356.05 + 275.69 pmol DSi m~2 d~!. Si
regeneration was highest in the East Siberian Sea (569.72 + 166.78 pmol DSi m~2 d~!) followed by the Laptev
Sea (295.10 + 271.72 pmol DSi m~2 d~!, including the station in the Dmitry-Laptev Strait) and then the Kara
Sea (233.47 + 377.32 pmol DSi m~2 d~'). We found no relationships between sediment DSi flux and %ASi
(p =0.167, R?> = 0.070), % TOC (p = 0.966, R?> = 0.000), or '3C (p = 0.154, R> = 0.078). However, sediment DSi
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Figure 4. Relationship between sediment total organic carbon and amorphous
silicon content from sediments collected in the Kara Sea (light blue triangles),
Laptev Sea (dark blue diamonds), Dmitry Laptev Strait (red square), and East
Siberian Sea (pink circles). The gray-shaded area indicates the 95% confidence
intervals around the regression.
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Figure 5. Relationship between sediment silicon regeneration and distance
from the mouth of the Ob River (Kara Sea; light blue triangles), Lena River
(Laptev Sea and Dmitry Laptev Strait; dark blue diamonds and red square
respectively), and Indigirka River (East Siberian Sea; pink circles). The
gray-shaded area indicates the 95% confidence interval around the regression.

flux increased with distance from the river mouth (p = 0.001, R?> = 0.517;
Figure 5), with highest rates of sediment DSi regeneration at stations furthest
from the mouth of the Lena and Indigirka Rivers in the Laptev and East
Siberian sea.

On an annual basis, we estimate that 340 Gmol Si yr~! are regenerated from the
Kara (80 + 130 Gmol Si yr™!), Laptev (50 + 50 Gmol Si yr~!), and East Sibe-
rian Seas (210 + 60 Gmol Si yr~!), which cover ~47.7% of the continental shelf
area of the Arctic Ocean. We estimate annual DSi regeneration on other Arctic
Continental shelves not sampled here to equal 340 + 270 Gmol Si yr~. In total,
we estimate that Arctic Ocean shelves regenerate 680 + 510 Gmol Si yr~'.

4. Discussion

4.1. Equivocal Importance of Coastal Erosion in the Arctic Ocean Si
Budget

Our measurements of ASi content in coastal Yedoma deposits and the overly-
ing Holocene deposits and modern active layer (0.08%—1.71%) are compara-
ble to recent studies that report between <0.1% and 2.3% ASi in the top 1 m
of permafrost soils (Alfredsson et al., 2015, 2016). Our measured ASi:TOC
ratios (0.39 + 0.33) were also similar, if not slightly higher than those derived
from these earlier studies (0.08-0.38, excluding uplifted peatland sites that
show very low ASi:TOC; Alfredsson et al., 2015, 2016). Together, these
similarities suggest that there is little difference between coastal and inland
permafrost regarding ASi content. Thus, in our scaling estimate, we consid-
ered all coastal erosion, not Yedoma alone.

Using the ASi:TOC ratio determined here, we estimated that coastal erosion
delivers 30-90 Gmol Si yr~! to the Arctic Ocean, with 20-70 Gmol Si derived
from coastal Yedoma deposits. While this coastal erosion flux approxi-
mates 6%-26% of the Si loaded by rivers (340-500 Gmol Si yr™Y), it only
increases total estimated Si inputs to the Arctic Ocean by 2%—6%. However,
in near-shore regions of the Laptev and East Siberian seas that receive most
of the coastal erosion-derived Si (20-70 Gmol Si yr~'), a stronger biogeo-
chemical impact of coastal erosion might be observed at a local scale.

For example, limiting nutrients for phytoplankton production may differ in
areas where erosion and river outflow are of differing importance. There is
support for the hypothesis that nitrogen (N) derived from coastal erosion is
an important contributor to primary production in the Arctic Ocean (Terhaar
etal., 2021), and coastal erosion may also regulate the N:Si ratio of shelf areas
in the Arctic Ocean. Terhaar et al. (2021) estimated that 1.0-2.5 Tg N yr~! (or
70-180 Gmol N yr~!) enter the Arctic Ocean from coastal erosion. Compared
with our estimated Si load from coastal erosion (30-90 Gmol Si yr™!), we
can estimate an N:Si molar ratio of ~2.1 for material loaded on the Arctic
Ocean via coastal erosion. The molar ratio of N:Si from rivers is 0.22 (esti-
mated from Holmes et al., 2012, p. 90 Gmol N yr~! and 406 Gmol Si yr~!).
Taken together, the average M N:Si load of rivers and coastal erosion is likely
around 0.5, demonstrating that coastal erosion is likely more important in
regulating N availability and might lead to Si becoming a limiting nutrient for
diatom growth in some regions where the majority of nutrients are delivered
from coastal erosion.

4.2. Sediment Si Accumulation

Sediment §'3C followed previously reported trends and became less depleted
further from river mouths, indicative of a shift from terrestrial to marine
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Figure 6. Accumulation of amorphous silicon (ASi) in surface sediments of the Kara, Laptev and East Siberian Seas. Black
circles indicate stations analyzed for ASi concentrations during the ISSS-2020 expedition. Crosses indicate locations with
published mass accumulation rates (MAR) based on 2'°Pb_ inventories of sediment cores (Martens et al., 2022). Interpolated
values were estimated by applying the linear relationship between ASi and organic matter identified here (Figure 4) to the
CASCADE database (Martens et al., 2021), which summarizes surface organic matter and to the MAR rates from Martens

et al. (2022).

organic C sources (Broder et al., 2018, 2019; Martens et al., 2021, 2022; Matsubara et al., 2022). However, we
found no relationships between sediment ASi or TOC and distance from river mouths, possibly due to relatively
low concentrations of both, indicative of rapid remineralization of organic material loaded on sediments in this
region (Anderson et al., 2011). This lack of relationships apart from the positive relationship between % ASi
and % TOC suggests that the source of organic material may be less important than the quantity loaded on
sediments in regulating ASi accumulation on Arctic continental shelves. Alternatively, it is possible this finding
may be associated with our relatively small sample size coupled with high spatial variability, as previous studies
have demonstrated clear patterns of decreasing TOC with distance from the river mouth, albeit with many more
observations (e.g., Broder et al., 2019; Martens et al., 2022).

The observed relationship between sediment ASi and TOC was driven by samples from the Kara and Laptev
seas—samples from the East Siberian Sea appear to have an opposite pattern, though a regression of ASi as
a function of TOC for these four points is not significant (p = 0.247; Figure 4). A possible explanation for the
apparent different behavior of sediment ASi:TOC in the East Siberian Sea relates to the influence of Pacific
water. The outer two stations (6961 and 6963) that have high ASi content and low TOC content exhibit relatively
high marine influence (considering 8'3C). Sediments at these stations also exhibited relatively high DSi flux.
These sediments might have been influenced by a recently deposited diatom bloom at the confluence of shelf
and Pacific water, which may lead to relatively high ASi loading compared to terrestrially derived particulates.

Our measured ASi concentrations are lower than previously reported surface ASi concentrations between the
Lena Delta and New Siberian Islands in the Laptev Sea (nearly 6% ASi) and the Kara Sea near our sampling
stations (3%—5% ASi; Niirnberg, 1996). Our measurements are in the range of reported values for the western
part of the Laptev Sea of 0%—2% ASi (Niirnberg, 1996) and are quite similar to recent measurements made in the
Barents Sea (0.26%-0.52% ASi; Ward et al., 2022a). It is not clear whether the differences between our meas-
urements and those of Niirnberg (1996) are driven by methodology, changing conditions in the Arctic Ocean, or
some combination of these factors. Similar to us, Niirnberg (1996) employed a wet alkaline extraction method
following DeMaster (1981), though an interlaboratory comparison study found that various iterations of this
methodology might lead to large differences in the determination of BSi content, particularly from samples
with relatively low BSi content (Conley, 1998). The observed difference might also reflect changing conditions
in the Arctic Ocean, both regarding enhanced rates of water column primary production and decomposition of
organic material in sediments. The Arctic Ocean has warmed ~1.5 °C when samples in this study were collected
compared to when samples analyzed by Niirnberg (1996) were collected (1991-1994)). These warmer waters
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might have led to more rapid dissolution of surface sediment ASi in recent years, as both bacterial decomposition
of organic material and chemical dissolution of ASi increase with temperature (Kamatani, 1982; Van Cappellen
& Qiu, 1997). It is possible that these two processes may have a synergistic effect. It is unlikely that the observed
differences in surface ASi content and those reported by Niirnberg (1996) are due to spatial variability, as even
though we observed highly variable sediment ASi content as a function of distance from the river outflow, all
values were below 1%.

4.3. Sediment Silicon Recycling and Oxygen Consumption

Our measurements of sediment DSi regeneration are at least five times higher than those previously reported by
Sun et al. (2021) for the outer East Siberian Shelf (101.4 pmol DSi m~2 d~') and Laptev seas (40.3 pmol DSi
m~2 d~') made during the SWERUS-C3 expedition in 2014. While Sun et al. (2021) suggested sediment DSi
regeneration might be highest near shore, we found the opposite of this prediction—rate of sediment DSi regen-
eration were highest at stations furthest from shore. The lack of relationships between sediment DSi flux and
sediment properties (% TOC, %ASi, 8!*C) make the identification of a mechanism that might drive this pattern
challenging, and we make no suggestions in this regard.

Our measured rates of sediment O, consumption are of similar magnitude to those measured on the Mackenzie
Shelf (500-11,500 pmol O, m~2 d~!; Link et al., 2013), yet our measured DSi fluxes are an order of magni-
tude lower. Perhaps this discrepancy can be explained by the C content of the particulate load of the rivers—
while the Mackenzie River has a similar TOC load as the Siberian rivers, only 64% of the organic C load of
the Mackenzie is in dissolved form, unlike the Siberian rivers which typically export 87%—95% of their organic
C in dissolved form (Holmes et al., 2012; McClelland et al., 2016). Further, the Mackenzie has a smaller annual
discharge than the Lena and Ob rivers, possibly leading to relatively weaker stratification and more rapid loading
of particulates to shelf sediments before Si dissolution in the water column can occur, yielding higher rates of
sediment DSi regeneration compared to the Siberian shelves. Link et al. (2013) also suggest that the high rates of
DSi regeneration measured on the Mackenzie Shelf were driven by sampling conducted following a year of high
diatom productivity and loading on the benthos due to proximity to the Cape Bathurst polynya, which exhibits
high BSi export. Primary production on the Mackenzie Shelf is similar to other Arctic shelf areas but the Cape
Bathurst polynya is characterized by a high proportion of diatoms and this area has previously been described as
a “unique zone in biogenic silicate export from the euphotic zone” (Link et al., 2013; Sampei et al., 2011). These
potential explanations are not mutually exclusive.

4.4. The Role of Shelf Sediments in the Arctic Ocean Si Cycle

While certainly not negligible as suggested by past studies, the inclusion of Si burial on continental shelves in
the Arctic Ocean leads to only a modest 4.5% increase in Si outputs and does not imbalance the current system
budget (Table 1). Unlike Si burial, Arctic Ocean continental shelves play a key role in Si recycling, and we
estimate that Arctic Ocean shelves regenerate 680 + 510 Gmol Si yr~'—more than the amount of Si loaded
by rivers and coastal erosion (370-590 Gmol Si yr~!). Our sampling approach likely missed hotspots and hot
moments of Si regeneration—see Link et al. (2013) for example,—but is nearly twice the annual regeneration of
370 Gmol Si yr~! estimated by Mirz et al. (2015) from a single core collected in the Northwest Passage. Seasonal
variations in temperature, salinity, and timing of Si loading to the benthos could be additional sources of uncer-
tainty in the annual rates of shelf Si regeneration.

We can test whether our estimates of sediment DSi regeneration and ASi burial are reasonable by considering the
rate of BSi deposition and assuming that the fate of any BSi buried is either permanent burial or regeneration as
DSi. Heiskanen and Keck (1996) report a mean sinking rate of BSi particulates >10 pm of 0.71 m d~! and a water
column BSi concentration of 0.3—4.1 pM in the Laptev Sea. Assuming uniform sinking through the water column,
we can thus estimate a sediment loading rate of 212-291 pmol BSi m~2 d~! by multiplying the BSi concentration
and sinking rate. This rate is similar in range to our Si accumulation estimate of 385 pmol ASi m~2 d~! (which
also includes loading of riverine and coastal erosion particulates) and falls within the sediment Si accumulation
range estimated by Ward et al. (2022b) of 130-5,310 pmol Si m~2 d~! in the Barents Sea. Of this accumulation,
we estimated a mean recycling flux of 295.1 pmol DSi m~2 d~! and a mean burial of 44 pmol ASi m~2 d~'. The
sum of the burial and regeneration terms is within 15% of our mean daily loading estimate, and our burial rate
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estimates are similar to estimates from the Barents Sea (21-27 pmol BSi m~2 d~!; Ward et al., 2022b), indicating
our approach is reasonable and that it is likely that burial efficiency in the Arctic Ocean is similar to the global
burial efficiency.

5. Conclusions and Outlook

The Arctic Ocean is only 4.3% of the area and 1.4% of the volume of the global ocean (Jakobsson, 2002). Our
estimate of Si burial on Arctic continental shelves indicates that they play a small role in the global marine Si
cycle. The most recent estimate of the global marine Si sink is 9.2 + 1.6 Tmol Si yr~! (Tréguer et al., 2021). Our
estimate of Si burial in the Arctic continental Ocean (70 Gmol Si yr~!) is a small fraction of this, equal to less
than 1% of the global marine Si sink. At the global scale, Si burial on Arctic continental shelves is small, but in
the Arctic Ocean up to 4.5% of the Si loaded onto the system may be buried in shelf sediments. Conversely, our
estimates of Si recycling to the water column on shelf sediments demonstrate they may be of similar importance
to rivers in maintaining the availability of DSi in the water column and export of Si to other basins.

We estimate that Si burial (70 Gmol Si yr~!) proceeds at approximately 10% of the rate of sediment DSi regener-
ation (680 Gmol Si yr~!) on continental shelves in the Arctic Ocean. This value is quite similar to the estimated
preservation ratio of BSi loaded on marine sediments globally (~11%, estimated by dividing mean BSi burial
by mean BSi rain; Tréguer et al., 2021). As the Arctic Ocean warms in response to climate change, this ratio has
either already begun to change or is likely to—Si dissolution kinetics are tightly linked with temperature and
bacterial activity (Bidle et al., 2002; Kamatani, 1982), suggesting sediment DSi regeneration might increase,
and burial may decrease as temperatures rise. Continued, or enhanced Si loading from Yedoma deposit erosion
may further enhance the potential for Si burial and recycling in the Arctic Ocean. Changing riverine inputs,
considering total discharge, total Si load, and the balance of DSi and ASi (Carey et al., 2020; Frey et al., 2007,
Jankowski et al., 2023; Tank et al., 2023) will likely play an important role in regulating future rates of Si burial
and recycling on Arctic continental shelves. Beyond the Arctic Ocean, exported Si from the Arctic Ocean fuels
one of the most productive regions in the world, the North Atlantic. Greater future Si export to other ocean basins
may have important implications for productivity, the magnitude of the marine biological pump, and removal of
CO, from the atmosphere, underscoring the importance of understanding how Si cycling processes in the Arctic
Ocean will respond to global change.

Data Availability Statement

All data reported in this study not found in the supplement are freely accessible from the Bolin Centre Data-
base hosted by the Bolin Centre for Climate Research at Stockholm University (Ray et al., 2023; https://doi.
org/10.17043/ray-2023-sediment-silicon-1).
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