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Abstract: Fjords in the high Arctic, as aquatic critical zones at the interface of land-ocean continuum,
are undergoing rapid changes due to glacier retreat and climate warming. Yet, little is known about the
biogeochemical processes in the Arctic fjords. We measured the nutrients and the optical properties
of dissolved organic matter (DOM) in both seawater and sediment pore water, along with the remote
sensing data of the ocean surface, from three West Svalbard fjords. A cross-fjord comparison of
fluorescence fingerprints together with downcore trends of salinity, C1~, and PO,3~ revealed higher
impact of terrestrial inputs (fluorescence index: ~1.2-1.5 in seawaters) and glaciofluvial runoffs
(salinity: ~31.4 & 2.4 psu in pore waters) to the southern fjord of Hornsund as compared to the
northern fjords of Isfjorden and Van Mijenfjorden, tallying with heavier annual runoff to the southern
fjord of Hornsund. Extremely high levels of protein-like fluorescence (up to ~4.5 RU) were observed
at the partially sea ice-covered fjords in summer, in line with near-ubiquity ice-edge blooms observed
in the Arctic. The results reflect an ongoing or post-phytoplankton bloom, which is also supported
by the higher levels of chlorophyll a fluorescence at the ocean surface, the very high apparent oxygen
utilization through the water column, and the nutrient drawdown at the ocean surface. Meanwhile,
a characteristic elongated fluorescence fingerprint was observed in the fjords, presumably produced
by ice-edge blooms in the Arctic ecosystems. Furthermore, alkalinity and the humic-like peaks
showed a general downcore accumulation trend, which implies the production of humic-like DOM
via a biological pathway also in the glaciomarine sediments from the Arctic fjords.

Keywords: dissolved organic matter; excitation emission matrix; glaciofluvial runoff; ice algal bloom;

Arctic glaciomarine sediment

1. Introduction

Fjords, carved by glacial process mainly in the mid- to high latitudes, are vulnerable
to climate changes and anthropogenic activities [1-5]. In the West Svalbard area of the
high Arctic, the surface air temperature has increased ~4 °C over the last four decades,
and the bottom water temperature (at <500 m water depth) has risen by 1.5 °C over the last
three decades [6,7]. The Svalbard glaciers (~33,000 km?) account for ~57% of the Svalbard
land area and ~4.5% of the coverage area of the world’s land glaciers (~726,800 km?,
excluding the Antarctic and Greenland ice sheets), which is equivalent to 17 mm of the
sea level [8-10]. The glaciers in the area retreat at rates of 10-220 m yr~—! and peak in
July [11], which explains an annual runoff increase >35% during the period of 1980-2015.
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In addition, as the warmest permafrost in the high Arctic, the active layer has deepened by
0.6-1.6 cm yr_1 since 2000 in some areas [3].

There are many stratified fjords in the Svalbard archipelago, which are at the nexus
of the land and the ocean. These fjords are stratified due to the freshwater inputs that
are primarily from the glacier runoff and the sea ice melting. Due to the rapid warming
climate and conditions, the dissolved organic matter (DOM) in these fjords has diverse
sources, which mainly include glacier melt water, glacier-fed riverine runoff, in situ primary
productivity, coastal erosion, permafrost thawing, and marine inflow from the shelf of West
Svalbard [2,12,13]. The estimated fluxes of dissolved organic carbon (DOC) and particulate
organic carbon (POC) from the Svalbard glaciers were estimated to be 0.02 £ 0.01 and
0.06 £ 0.02 million tons (Mt) yr’l, respectively [14]. The glacier-derived DOM in other
locations has been found to contain a high portion of bioavailable dissolved organic carbon
(BDOC, up to ~66%), and it is positively correlated with the 1*C age of the DOM [15,16].
In contrast, surface seawater BDOC is relatively low (<1/3) in the nearby Fram Strait [17].
Primary production varies widely in different fjords, which range from ~20 to 220 g
Cm~2yr~! in the prior reports [18-20]. Closely connected to the land and the ocean,
these Svalbard fjords serve as ideal spots to study the prompt responses of the ecosystem
to the changes in marine, land, and atmospheric environments.

There were several reports regarding the DOM characteristics and dynamics. For sea-
water, the bulk DOC ranged from ~60 to 220 uM, and the concentrations generally increased
along a horizontal trajectory leaving the fjord [12,21,22]. A study using fluorescence exci-
tation emission matrix (EEM) revealed that the tyrosine-like fluorescence dominated the
fluorescent DOM (FDOM) composition in spring, but the humic-like and the tryptophan-
like fluorescence prevailed in autumn in the Kongsfjorden of Svalbard [22]. Another study,
which utilized molecular formula fingerprints, found a rapid DOM turnover and ~1.8% of
the dissolved black carbon in most of the West Svalbard fjords [21]. As for the sediment
pore water, the total dissolved carbohydrate (TDCH) levels were found to likely be a
considerable portion of the DOC (~15-50% or more) [23]. Corg/Norg and stable isotopic
813Cyrg indicated the primary terrestrial source of the organic carbon in the sediments of
the Hornsund and the Isfjorden (69-75% and 82-83%, respectively) as opposed to that in
the Kongsfjorden in the upper part of West Svalbard, which was dominated by a marine
origin (~61%) [12,24]. In contrast to the seawater, the Corg concentrations were higher in the
innermost stations in the surface sediments, which suggests the inputs from the freshwater
runoff [24]. It was previously reported that the organic carbon burial rates range from
5.7-38.6 g m~2 yr!, and the burial efficiency was 28-98% in the sediments from the West
Svalbard fjords [25,26].

Despite prior information provided by the reports that are mentioned above, under-
standing the DOM characteristics and the dynamics in the seawater and sediment pore
water among the different Svalbard fjords are still very limited. Field investigation of
DOM and nutrients are indispensable to advance understating and Earth biogeochemical
models due to the expected wide spatiotemporal variations in the non-steady-state fjord
ecosystems affected by both terrestrial and marine inputs. In particular, the comparative
studies among different fjords and between the DOM in seawaters and sediment pore
waters are very rare, which can provide direct information regarding the spatial variations
and dynamics between overlying water column and the underlying sediments. Recently,
there have been comparative studies that use high resolution Fourier Transform Ion Cy-
clotron Resonance mass spectrometry [27,28]. These type of comparative studies between
the overlying water and the pore water would help to elucidate the DOM sources and the
potential interactions between them. In this study, we aimed to provide a comparative
study of the optical properties of the DOM in seawater versus in sediment pore water in the
areas mentioned in this study. The objectives are threefold, which include (1) to investigate
and compare the DOM sources and the characteristics from the different fjords and the sites
using ultraviolet-visible (UV-Vis) spectroscopy and 3D fluorescence EEM, (2) to explore
the down core trends of the salinity, nutrients, alkalinity, C1~, and DOM optical proxies,
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and (3) to compare the DOM optical properties between the overlying seawater and the
underlying sediment pore water.

2. Materials and Methods
2.1. Sampling Sites and Water Mass Properties

Nine sites for seawater and four sites for sediment pore water were selected in three
fjords from West Svalbard (between 74° to 81° N and 10° to 35° E), which included Isfjorden,
Van Mijenfjorden, and Hornsund (Figure 1). The fjords were formed ~12,000 years ago [29]
and they are located in the eastern edge of the Fram Strait, which is a main channel between
the Arctic Ocean and the Atlantic Ocean. Svalbard occupies an area of about 61,000 km?,
and ~57% of it is covered by glaciers [30,31]. Isfjorden is the largest fjord in West Svalbard
with a shallow sill, and is open to shelf [32]. In contrast, Van Mijenfjorden has limited
communication with the ocean, and it is heavily influenced by Fe-rich sandstone and red
conglomerate bedrock [33]. The most southern part of Hornsund is relatively cold due to
its separation from the warm Atlantic water by the East Spitsbergen Current [34]. The onset
of the spring diatom bloom usually occurs from April to May when the ice cover starts to
decrease. The sediments in the fjords are the glaciomarine type. The sediment accumulation
rate at the glacial front, which is the inner part, was reported to be ~20 kg m~2 yr~!, and it
is one order of magnitude lower at the central fjord and two orders of magnitude lower in
the outer part [35]. There are usually high sedimentation rates in the fjords due to steep
terrestrial loads and sheltered water by sills. In the Svalbard fjords, the sedimentation rate at
the ice front was estimated to be >10 cm yr’l, and it was much lower (~0.12-0.41 cm yr’l)
in the central and the outer parts of the fjords [12,25].
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Figure 1. Map of fjords in the West Svalbard (a). The sampling sites for seawater (51-S9, blue circles
in (b)) and pore waters (P3-P5 and P7, red pin which overlapped with blue circles in (b)) in the
West Svalbard from the 18th to 23rd of July 2016. The original site names are available in Table S1.
Figure 1a was produced with ODV software [36].

The water masses in the west Svalbard fjords are potentially influenced by (i) the
turbid glacial melt water, which has a total surface runoff ~25 £ 5 km3 yr’l, [37], (ii) the
warm Atlantic water (T > 3.0 °C, ~200-900 m) delivered by the pole-ward flowing Western
Spitsbergen Current via the fjord-shelf exchanges, and (iii) the cold and relatively fresh
coastal Arctic waters (1.0 °C > T > —1.5 °C) carried by the weaker Sorkapp Current [38].
The relative strengths of their influences depend on the season, the depth, and the exact
location, which include the inner vs. the outer part of the fjords. The seawater stations
are rather shallow with a maximum depth of 195.3 m at site S8 and a minimum depth of
36.1 m at site S1, which is indicative of no warm Atlantic water (Figure 2). There are three
types of identified water masses that are shown in Figure 2, which include Surface Water
(SW, S <34.00, T > 1.0 °C), Intermediate Water (IW, 34.00 < S < 34.65, T > 1.0 °C), and Local
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Water (LW, 34.30 < S < 34.85, —0.5 < T < 1.0 °C) [39]. Most of the samples belong to the SW
and the IW water masses (Figure 3a).
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Figure 2. The section plots of salinity and temperature for transect S1-S5 (a) and scatter plots of
salinity and temperature for all the sea water samples (b). The water mass types identified based on
Cottier et al. [39] include: Surface Water (SW), Intermediate Water (IW), and Local Water (LW).
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Figure 3. The property-property plot of 8-S of all the seawater samples (a) and the distribution of
aps4 (open symbols) and azyg (filled symbols) as a function of the salinity (b). The dotted frames in (a)
classify water masses. An inlet for the salinity-azyg plot is shown in (b).

2.2. Sampling and the Onboard Analyses of Salinity, CI~, and Alkalinity

The seawater and the pore water from the sediment cores were obtained during a 2016
cruise on the R/V Helmer Hanssen from the Arctic University of Norway in Tromse (UiT)
from the 18th to the 23rd of July 2016 (Figure 1). The seawater sampling depth reached
approximately 1-3 m above the seafloor. We selected the seawater samples considering the
profiles of the salinity, the temperature, and the chlorophyll data at each site. For example,
we collected the seawater samples with a CTD collector at the depth showing the maximum
chlorophyll a (chl-2) data at each site and/or choose the samples at the two representative
depths if the salinity and the temperature varied largely with the depth. Note that the CTD
recorded the data while it went down to the seafloor. The seawater samples were collected
while the CTD collector was on the upcast. The seawater properties, which included
temperature, salinity, fluorescence, turbidity, and oxygen content, were collected solely
using a CTD/rosette system as electronic data that holds twelve five-liter Niskin bottles
(Seabird 911 Plus).

In addition, the four sediment cores were collected using a gravity corer (GC) with
an inner diameter of 11 cm. The pore water was extracted using an attached Rhizon
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and 24 mL pre-washed HCI syringes by perforating holes in the core liner at 30-40 cm
intervals. We did not collect the pore water samples from the sediment at the top of
core, which was from 0 to 10 cm below seafloor, in order to avoid a potential disturbance
at the surface sediment when the corer hit the seafloor. The collected seawater and the
pore water samples were filtered through a 0.20 pm disposable polytetrafluoroethylene
filter, and they were transferred into high-density prewashed polyethylene bottles for the
anions and the nutrients (~3-5 mL) analyses and the optical measurements for UV-Vis and
EEMs. The water samples for the anions and the nutrients were stored at 4 °C as in prior
studies [40]. These samples were filtered with 0.20 um filter so most of the bacteria were
removed for better storage of samples. The samples for the DOM were frozen immediately
for longer time storage before returning to the land-based laboratory. The frozen samples
may potentially affect the FDOM fingerprints upon subsequent thawing [41]. Nevertheless,
this has been widely used especially for polar sample collection when longer storage time
is required [42-45]. Before the spectroscopic measurements, the samples, which included
both the seawater and the pore water, were filtered again with 0.2 um pore sized filters.

The salinity measurements for the sediment pore water were performed onboard us-
ing a hand-held temperature-compensated Fisher refractometer due to the limited volume
of the extracted pore water, which was usually <24 mL. The International Association of
Physical Sciences of the Oceans (IAPSO, 34.99 psu) standard was used for the calibration
of the salinity. The salinity of deionized water (DI) and IAPSO was measured several times
(at least 5) before starting the analysis. Usually the measured value of IAPSO (34.99 psu) by
refractometer was 37 psu and that of DI was 0 psu. Thus, we estimated the correction factor
(=34.99/ (average of measured ISPO values). We measured the IAPSO every 10 samples.
The measured IAPOS value was not significantly changed with a reproductivity of IAPSO
<2%. The C1™ concentration and the alkalinity were measured onboard during the expedi-
tion via titration with silver nitrate (AgNO3) and 0.02 N HCL. The reproducibility of the
Cl™ and the alkalinity was tested with a repeated analysis of the IAPSO standard seawater,
which was <2% and <0.5%. The sulfate (SO4%~) was analyzed using ion chromatography
(ICS-1100, Dionex, Sunnyvale, CA, USA) in the Korea Basic Science Institute. The PO43’
were measured spectrophotometrically (Shimadzu UV-2450, Shimadzu, Kyoto, Japan) at
885 nm in the Korea Institute of Geoscience and Mineral Resources. We used the raw
data obtained using in situ chlorophyll (chl) fluorometer (FLRTD, WET labs, Corvallis,
OR, USA, ex/em: 470/695 nm) for comparison purpose only. The Chl-2 sensor was prop-
erly calibrated by a technician prior to the cruise as did previously in the R/V Helmer
Hanssen [46].

2.3. UV-Vis and EEMs Measurements and Data Handling

The 3D fluorescence EEMs were measured using a Hitachi F-7000 fluorospectrometer
(Hitachi Inc., Tokyo, Japan) at excitation/emission (Ex/Em) wavelengths of 250-500/280-
550 nm. The excitation and the emission scans were set at 5 nm and 1 nm steps. Identical
integration times were used for the water Raman scans and for the DOM samples. The post-
acquisition corrections were performed. Blank subtraction using Milli-Q water, inner filter
effect correction using UV-Vis data, automatic instrument correction, and Raman Unit
normalization (ex/em: 350/397 nm) were conducted to obtain FDOM data. The procedures
for the Raman Unit (RU) normalization can be found in other studies [47]. The absorption
spectra were obtained from 240 to 800 nm utilizing a Shimadzu 1800 UV-Vis spectropho-
tometer (Shimadzu Inc., Kyoto, Japan). The Napierian absorption coefficient a) reported
below is calculated with the equation below.

a) =2.303 x A/L 1)

where A denotes the optical density, and L denotes the path length.

Due to the extremely high tyrosine-like fluorescence relative to the other FDOM
components, which was more than one order of magnitude, the peak-picking method
was adopted instead of a parallel factor analysis, which could ignore the much weaker
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signals related to the humic-like components in this study. The excitation/emission wave-
lengths used for the two protein-like and the three humic-like peaks were 280/310 nm
(B), 280/340 nm (T), 260/420 nm (A), 315/400 nm (M), and 350/450 nm (C), respectively,
which was used previously [48]. The associated optical indicators of the fluorescence index
(FI), the biological index (BIX), and the humification index (HIX) were calculated as defined
and described in other studies [49-51].

2.4. First-Order Kinetic Model for Alkalinity, Nutrients, Absorption Coefficients, and FDOM
Accumulation with Depth
The first-order exponential increase of DOM has been commonly found in sedi-
ments [52]. In this study, a first-order exponential model (Equation (2)) was used to fit the
down core trends of alkalinity, nutrients, and the DOM optical parameters as described in
another study [53].
Cqg=a x e®d 4 p )

where Cj is the total concentration at depth (d), e is the natural exponential constant,
a and b are the constants, and k is the rate constant with depth for the first order reaction
(Equation (2)).

2.5. Satellite Image Retrieval of Chl-a

Concentrations of near surface chl-a were estimated from the Moderate Resolution
Imaging Spectroradiometer (MODIS)-Aqua imagery retrieved for 18-23 July 2016 (NASA
Goddard Space Flight Center, Greenbelt, MD, USA, [54]). Methodologically, the satellite-
based near-surface concentration of chlorophyll a is estimated using an empirical relation-
ship derived from in situ measurements of chl-z and the surface reflectance in the visible
spectrum (440 nm to 670 nm) of the satellite [55,56].

3. Results and Discussion
3.1. Salinity, Nutrients, Alkalinity, and the DOM Optical Properties of Seawater and Pore Water

The average salinity of seawaters ranged from 29.0 psu at site HH16-1181-CTD,
which is called S1 for abbreviation, (refer to Table S1 for all the original site names) to
33.9 psu at site S8 (Table S2 and Figure 2), which suggests the influence of the freshwater
inputs on the seawater especially those at the glacier front site S1. The average chlorinity
ranged from 260 = 176 mM to 531 & 11 mM at site S1 and site S8, respectively. The alkalinity
was the lowest at site S1 with the average values ranging from 1.7 to 2.8 mM. The average
PO43~ concentrations ranged from below detection at site S9 to 0.5 & 0.3 uM at site S7
with generally lower levels at the ocean surface, which likely indicated nutrient drawdown
during or after a phytoplankton bloom. The PO,3~ concentrations fell within the range of
0.06 to 3.10 uM, which was observed in Isfjorden and Hornsund in a prior study [13].

The average levels of the absorption coefficient of seawaters at 254 nm (aps4) ranged
from 3.6 m~! at site S4 t0 9.9 m ! at site S2 (Table S2 and Figure 3b), which were comparable
to those previously observed in the Arctic shelves [45,57]. The maximum levels of ass4
usually appeared in the depth range of ~5-40 m, which were potentially related to the
inputs from the glacier runoff and in situ phytoplankton productivity. These will be
discussed in detail in Section 3.2 (Figures 3b and 4). The absorption coefficient asyy ranged
from 0.0 m~1! at site S1 to 1.5 m~! at the surface water of sites S2 and S7, which are
comparable to the levels observed north of Svalbard (0.16-0.28 m~ ! for azsp) [58]. The azyg
showed more of the marine source since it reached almost zero at lower salinity (Figure 3b).
The FI values at the southernmost sites S8 and S9 (1.2-1.3) were significantly lower than
those at the remainder sites (1.4-1.7) with a maximum value (2.2) shown at the surface
water at site S1. The average BIX values ranged from 0.8 to 1.0, while the HIX varied from
0.4 to 0.9. As for the FDOM, the average levels of the tyrosine-like peak B were surprisingly
high, which ranged from 1.7 &= 0.1 RU at site 56 to 2.4 4= 1.0 RU at site S8. The tryptophan-
like peak T was also high, which had average values that ranged from 0.21 & 0.0.6 RU at
site 56 to 0.50 & 0.37 RU at site S8. The microbial humic-like peak M varied from 0.05 RU at
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site S1 to 0.16 RU at site S8. The terrestrial humic-like peaks A and C ranged from 0.09 RU
at site S1 to 0.27 RU at site S8 and 0.03 at sites S1 and S2 to 0.10 RU at site S8. Hornsund,
which is where site S8 is located and the maximum FDOM was observed, generally showed
a high primary productivity in July (~14-87 g C m~2 h~1) [19]. In contrast, the glacier front
sites S1 and S6 at the inner parts of Isfjorden and Van Mijenfjorden received turbid glacier
melt water runoff in summer, which served to limit the light availability and the primary
productivity. We will discuss the high protein-like FDOM below.
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Figure 4. Cross-fjord comparison of dissolved organic matter (DOM) parameters in seawater (upper row) and pore water
(lower row). Boxes with different alphabet letters are significantly different (p < 0.05). Isfjorden is the north most and
Hornsund is the south most among these three fjords.

As for the relative distribution of the FDOM of the seawaters, the tyrosine-like peak B
dominated in the seawater (67.2-80.8%) and accounted for 38.3-50.2% in the pore water.
The relative abundance of the tyrosine-like fluorescence observed here is higher than those
found in both the spring (58%) and the autumn (5.3%) seasons in a prior study in the
Kongsfjorden of West Svalbard [22].

The lengths of the four sediment cores, which included P3, P4, P5, and P7, are 4.65,
2.03, 3.55, and 2.80 m below the sea floor (mbsf), respectively (Table S3). According to the
aforementioned sedimentation rates, these cores correspond to decades in the glacier front
sites and up to millennium at the central fjords (such as site P3). The average salinity of
the pore water ranged from 31.4 £ 2.4 psu at site P7 to 34.8 &= 0.5 psu at site P3. The down
core profile of the salinity at the glacier front sites P4 and P7 showed decreasing trends
with the depth (Figure S1). Likewise, chlorinity, which ranged from 487 mM at site P7 to
551 mM at site P3, displayed similar trends as salinity, suggesting meteoric water discharge
to these sites potentially caused by glacier melt and riverine runoff. The estimated runoff
for Svalbard is ~600 mm yr~! during 1971-2000 but it has increased by >35% since 1980 [3].
The average alkalinity ranged from 3.1 to 13.9 mM. The average values of PO4>~ varied
widely from 6.0 uM at site P4 to 102 uM at site P3. However, the down core profile for PO,>~
showed different trends, which depended on the sites. Site P3 displayed an increasing
trend with the depth. In contrast, the glacier front site P4 in a silled Van Mijenfjorden
with limited communication with the ocean showed a decreasing trend with the depth,
which implied the capture of PO,>~ by the reduced iron compounds [59]. These results
are consistent with influence from Fe-rich sandstone in Van Mijenfjorden [33]. Likewise,
the absorption coefficients such as azs4 and a3y and the protein-like fluorescence peaks
like Bpgg 310 and Tpgg/340 at site P4 also displayed general decreasing downcore trends
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(Figure S2). The remainder sites of P5 and P7 displayed a mixed trend, which suggested
the dominance by either the glacio-sediments or the marine sediments with time as the
sediments in the Svalbard fjords belong to the glaciomarine type [35].

The absorption coefficients ass4 and azyg ranged from 57.8 m~! at site P5 to 90.4 m !
at site P4 and 22.0 m~! at site P3 to 72.1 m~! at site P4, which are comparable to those
observed in the sediment pore water in the Arctic Ocean [60]. The FI value was 1.5 on
average, which suggests a mixed source of terrestrial and microbial origins for fulvic acids.
The BIX and HIX values ranged from 0.8 to 0.9 and from 1.4 to 3.5. The protein-like peak B
and T were recorded from 6.0 to 8.1 RU and from 1.4 to 2.5 RU, respectively. The microbial
humic-like peak M ranged from 1.2 to 2.7 RU. The terrestrial humic-like peak A and peak C
varied from 2.3 to 5.4 RU and from 0.8 to 2.0 RU, respectively. Unlike the mixed trends for
the absorption coefficients and the protein-like peaks B and T (Figure S2), the humic-like
peaks C, M, and A generally featured an increasing down core trend except for site P7
(Figure S3).

3.2. Cross-Fjord Comparison among the Fjords in the West Svalbard

While seasonal variations of DOM in a West Svalbard fjord were previously recog-
nized [22], spatial variations of DOM and other geochemical parameters in these fjords
are poorly understood. Sites S1 and S4 at Isfjorden showed a salinity of ~18 psu at the
ocean surface, which is indicative of the glacier melt water and/or the freshwater discharge
from a glacier fed river. Similarly, salinity of ~25 psu was seen at site S9 in Hornsund.
The temperature is the highest at the surface ocean in Isfjorden (up to ~11 °C). Isfjorden
and Hornsund displayed higher levels of chl-a fluorescence signals than Van Mijenfjorden.
Cross-fjord comparison of seawater showed significantly lower fluorescence index (FI) in
the southern Hornsund, concurrent with higher terrestrial humic-like peak C, implying
higher terrestrial inputs to the Hornsund (Figure 4). Meanwhile, pore water displayed an
increasing salinity and chlorinity from southern to northern fjords (Figure 4), suggesting
higher freshwater flows (e.g., glaciofluvial runoffs) to the southern fjords, in line with
higher annual runoff at the southern part of the West Svalbard (up to ~2000 mm yr~—1,
Figure S6) [3]. The glaciofluvial runoffs from land can carry permafrost- and/or glacier-
derived DOM and nutrients to the fjords. Higher impact of terrestrial inputs is also aligned
with the aforementioned downcore PO,3~ patterns (Figure S1), with southern fjords be-
haved more like that in freshwater sediments (i.e., decreasing downcore trend) as opposite
to northern Isfjorden’s increasing downcore trend in typical marine sediments. In addition,
higher tyrosine-like peak B in seawater and BIX in pore water at Hornsund were observed,
presumably caused by high summer primary productivity. A further principal component
analysis (PCA) revealed a wide variation of the DOM optical properties at site S4 and S8
with several outliers at different depths (Figure S7). The PCA graph also displayed a subtle
order of Isfjorden — Van Mijenfjorden — Hornsund on the PC1 (58%) distribution from
left to right, which showed a more CDOM — FDOM direction that is consistent with the
high primary productivity and the FDOM in Hornsund, which was observed previously
in summer [19]. The outliers of site 54 in Isfjorden featured the high spatial variability,
with different strength of glacial, riverine, permafrost, in situ productivity inputs.

3.3. Extremely High Protein-Like Fluorescence and AOU in Water Colummn as Well as PO>~
Drawdown and the Green Edges at the Surface Ocean: Evidence of a Summer Phytoplankton Bloom

The average values of the tyrosine-like peak B up to 2.4 & 1.0 RU in the seawater
are orders of magnitude higher than those observed in the Arctic Ocean [42,45,61,62]. It is
even higher than those observed in the Arctic Ocean during a potential fall phytoplankton
bloom (0.35 £ 0.40 RU) [48]. Nevertheless, the maximum values are comparable between
the two areas, which were recorded as 4.4 RU at Hornsund of Svalbard vs. 2.0 RU at
the East Siberian Sea. The tryptophan-like peak T was also as high as 0.50 £ 0.37 RU in
this study. Even though the West Svalbard fjords receive inputs from terrestrial sources,
which included glacier and riverine runoffs, the glaciers and the glacier-fed rivers usually
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exhibited very low DOC and FDOM levels. As such, the extremely high protein-like
fluorescence strongly signified that a phytoplankton bloom was in progress or had just
occurred. Indeed, such widespread phytoplankton blooms, especially near-ubiquity ice-
edge blooms, have been observed and mentioned under a context of the warming climate
in the high Arctic region [63-65]. The high chl-a concentration and the marine-derived
high protein-like FDOM were also observed in the Arctic Ocean [66,67].

The primarily marine-derived high level of CDOM can also corroborate a phytoplank-
ton bloom (Figure 3b). The higher values of the CDOM are associated with higher salinity
instead of freshwater affected low salinity sites. Furthermore, the high AOU data through
the water column (280 to 350 pmol kg ') and much higher chl-a fluorometer signal at the
surface ocean also support a phytoplankton (Figure 5). The AOU at Hornsund showed
311 and 328 umol kg’1 even at the surface (2 m and 2.7 m in depth), which signifies fast
microbial respiration probably caused by a phytoplankton bloom. The higher level of chl-a
signals reached a depth of ~50 m at all sites, which are illustrated by the red circles in
Figure 5. In addition, the nutrient drawdown at the surface ocean, especially at Isfjorden
and Hornsund, provides further evidence of a phytoplankton bloom. The satellite remote
sensing data of chl-a during the sampling period also featured green boundaries along
the Svalbard fjords, but the data at some places could not be retrieved due to cloudiness
(Figure 6a—f). Taken in conjunction, the multiple lines of evidence support the widespread
algal blooms in the summertime at the Svalbard fjords. Furthermore, a characteristic
elongated shape EEM fingerprint was observed (Figure 6h), presumably caused by ice
algal bloom, which was also seen in Arctic ecosystem affected by ice-edge algal blooms in
a prior study [48].

Nutrient drawdown
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Figure 5. The scatter plots of the chl-a fluorescence (raw data), the apparent oxygen utilization (AOU), the protein-like
fluorescence peak B and T, and the nutrient PO,3~ (a—e) for the seawater samples from the West Svalbard fjords. The arrows

in plots a—d point out the higher levels.
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Figure 6. Satellite image (MODIS-Aqua) of chl-a concentration (a—f) and sea ice concentration (g) from 18-23 July 2016

around Svalbard fjords. A typical elongated EEM shape for pore water at P5 site which often observed in marine ecosystems

affected by sea ice algal bloom (h). Chl-a data at the fjords cannot be retrieved directly due to cloudiness. The sea ice

concentration was obtained from http://www.meereisportal.de (grant: REKLIM-2013-04) (Refer to Spreen et al. [68]).

3.4. Production of Alkalinity, Nutrients, and Humic-Like FDOM with Depth in Pore Water Via
Biological Diagenesis in Glaciomarine Sediments from Fjords

In this study, the general increasing down core trends were found for alkalinity and
the humic-like FDOM above the sulfate-methane-transition-zone (SMTZ) as reported
in the typical marine sediments without subsea permafrost (Figure 7, Figures S3 and
S4) [52]. The particulate organic carbon sulfate reduction (POCSR: 2CH,0 + S042~ — H,S
+ 2HCO3 ™) can generate alkalinity and release nutrients and DOM, which was previously
observed [52]. After fitting the data into a first-order kinetic model based on Equation (1),
the production rate constant k and the square of the coefficient of the correlation were esti-
mated (Table 5S4 and Figure 54). As a result, the longest core, which was 4.65 mbsf at site P3
in the central part of the shallow-silled Isfjorden, showed a first-order accumulation trend
for alkalinity, PO4>~, absorption coefficients, and all five of the FDOM peaks (R? > 0.90
except for 0.81 for peak T). Site P3 also exhibited a generally higher production rate k
compared to the other sites, which ranged from 0.12 RU m~! for peak M to 0.55 RU m™!
for peak T.

A spatial comparison among different areas in the high Arctic showed that humic-like
FDOM accumulation with depth is comparable to that in the highly productive Chukchi
Sea (Table 1). Although the core lengths are generally shorter than those in the Chukchi
Sea, the net increase of FDOM is up to 14 RU in the West Svalbard fjord, much higher than
those in the Chukchi Sea except for site S1 there.
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Figure 7. Examples of the increasing down core profiles of alkalinity and the humic-like fluorescent DOM (FDOM) (a,b)
and positive linear correlations between the humic-like FDOM vs. alkalinity (c) for the sediment pore waters from the West
Svalbard fjords of the high Arctic.

Table 1. Net increase (positive) or decrease (negative) or DOM from surface sediment to depth in the high Arctic.

Item Core Length assy a3z M315/400 As60/420 Css0/450 Basor310 T2g0/340
Unit mbsf m-1 m—1 RU RU RU RU RU
Svalbard fjords
P3 44 88 46 6 14 5 12 5
P4 1.2 32 60 0.7 4 0.5 -4 —-0.5
P5 3.0 -8 —32 2 4 1.2 -3 -2
P7 1.6 19 18 0.5 1 0.3 2 2
Chukchi Sea * Ca20/410 Caes/a2 Corseroyasa Casosaos
S1 4.1 273 70 26 62 18 24 -
S2 3.5 39 18 0.4 09 0.2 5 -
S3 49 38 18 2 2 1 1 -
S4 10.5 -5 -8 0.5 0.4 0.3 2 -

* The Chukchi Sea data from Chen et al. [60].

3.5. Comparison of FDOM between the Seawater and Pore Water

The box plots were generated to facilitate a comparison of the different properties
between seawater and pore water (Figure 8 and Figure S5). The salinity of the seawater
was significantly higher than that of the pore water, which was opposite to the chlorinity
(p < 0.05). As expected, the PO,>~ was 1-3 orders of magnitude higher in the pore water,
which were probably via the POCSR release in the anaerobic sediments (p < 0.001). Both ab-
sorption coefficients, which included ajs4 and azpp, were much higher in the pore water than
in the surface seawater (p < 0.001). The absorption coefficient was higher in the pore water
than in the seawater by one order of magnitude for ays4 and by 2-3 orders of magnitude
higher for azyg. The differences might be attributed to the fact that ays4, which potentially
encompasses more bio-labile proteins and amino acids at this shorter wavelength, can be
produced via the primary productivity in the seawater. For the FDOM, the absolute abun-
dance of all five peaks were much higher in the pore water (p < 0.001). Peak B was ~3 times
higher in the pore waters, and peak T was about one order of magnitude higher in the
pore water. The humic-like peaks M, C, and A were 1-2 orders of magnitude higher in the
pore water. The findings here are generally consistent with the prior reports that sediments
can serve as sources of the DOM and nutrients to the overlying water columns [52,60,69].
This is also confirmed from the high FDOM level at the seafloor, which is indicated by
the arrows in Figure 5. For the relative abundances, which represents a FDOM compo-
sition, the tyrosine-like peak B displayed a higher abundance in the sea water than in
the sediment pore water, but the tryptophan-like peak T showed insignificant differences.
The humic-like peaks showed a similar trend than the absolute abundance. The relatively
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Figure 8. The examples of the comparison of the FDOM peaks between the seawaters (SW) and the pore waters (PW) from
the Svalbard Fjord of the Arctic Ocean. The p-values show beside each pair denote that they are significantly different when

p < 0.05.

4. Conclusions

A study of the salinity, nutrients, alkalinity, and the DOM optical properties in both
the seawater and the pore water from the West Svalbard fjords revealed an obvious spatial
variation among the fjords in the West Svalbard. The south most fjord of Hornsund is
heavily affected by terrestrial glaciofluvial runoff in summer as signified by much lower
fluorescence index and higher terrestrial humic-like peak C in the seawaters and much
lower salinity, C1~ in the pore waters, which is consistent with the much higher annual
runoff to this fjord. As such, increasing runoff (>35% from 1980) are projected to carry
more terrestrial-derived DOM in response to ongoing climate warming to the sensitive
Arctic fjords and surrounding shelf ecosystems. Furthermore, we infer that a summer
phytoplankton bloom was in progress, or it had just occurred in the high Arctic fjords
with partial sea ice cover in summer. A special elongated fluorescent EEM fingerprint was
presumed to be a proxy of ice algal bloom. In addition, different from the Arctic sediments
underlain by subsea permafrost, the downcore production of humic-like fluorescence in
the pore water implies the possibility of the glaciomarine sediments in the Svalbard fjords
to serve as sources of DOM for water columns. While the absolute abundance of all the
FDOM peaks are higher in the pore water than in the seawater, the opposite trend of the
tyrosine-like peak B in its relative abundance was consistent with a phytoplankton bloom
in the water column, which implied a relatively labile nature of this protein-like DOM in
the sediments as well.

While optical measurements of DOM in this study have advantages of small sample
volume required, high sensitivity, and high throughput, the analytical window can only
capture the signals of chromophores and fluorophores in DOM. Other analytical methods,
such as high resolution Fourier-transform ion cyclotron resonance mass spectrometry
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(FT-ICR MS) and nuclear magnetic resonance (NMR), can be used as complementary
tools to investigate DOM characteristics and dynamics in the high Arctic fjords in the
future. In addition, more long-term in situ observation combined with remote sensing
are needed to effectively monitor responses of the Arctic fjords and coastal shelf areas to
the increasing glaciofluvial runoff and sea ice shrinkage triggered by the ongoing climate
warming, especially at the heavily affected southern fjords in the West Svalbard.

Supplementary Materials: The following are available online at https:/ /www.mdpi.com/2073-444
1/13/2/202/s1, Figure S1: Downcore profile of salinity, C1~, and PO,43~ in the pore waters from the
west Svalbard fjords, Figure S2: Downcore profile of absorption coefficients and protein-like peaks
in pore waters from the west Svalbard fjords, Figure S3: Examples of increasing downcore profile
of the humic-like FDOM in pore waters from the west Svalbard fjords, Figure S4: Examples of first
order production (Cgq = a x e®*% 4 b) of nutrient, FDOM, and alkalinity (p < 0.05) with depth at
site P3 for pore waters from the Svalbard Figure 4. k unit: m~!, Figure S5: Comparison of water
chemistry and DOM parameters between surface and pore waters from the Svalbard fjords. p-values
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annual runoff (unit: mm yr~!) in Svalbard. From http:/ /www. miljodirektoratet.no/M1242, page 86,
Figure S7: The principal component analysis (PCA) based on the optical parameters for the seawater
(S) from the West Svalbard Fjord of the Arctic Ocean. The numbers beside the symbols are ordered
with an increasing depth at each site, Table S1: Original site names during 2016 R/V cruise with
Helmer Hanssen, Table S2: Summary of water chemistry and the DOM parameters for seawater in
the West Svalbard fjords, Table S3: Summary of the water chemistry and the DOM parameters for
pore waters in the West Svalbard fjords, Table S4: Comparison of first-order production rate constant
k (m~!) with depth (Equation (2)) for DOM, PO4%~, and alkalinity in the pore waters from the high
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