NEDDELANDEN fran. STOCKHOLMS UNIVERSITETS
INSTITUTION 10l GEOLOGI OeD GEOKEM'

AVUANDLING- ~0r
FILOSOFIE DOKTORSEXAMEN

The role of sediments in the biogeochemical
cycles of nutrients in the Gulf of Riga

Juris Aigars

235 245

Department of Geology and Geochemistry
Stockholm University
S-106 91 Stockhol m
Sweden



A dissertation for the Doctor's Degree in Natura.l Science
Department of Geology and Geochemistry

Stockholm  University

S-106 91 Stockholm

Sweden

Abstract

The sediment biogeochemistry of C. N, P and biologic silica (BSi) plays an important role in
cycling of these elements magquatic ec.osYStems. In shallow coastal and estuarine systems, water-sediment
nutrient dynamics can influence biologicall'fOCesse5 (e.g., primary production) in overlying Waters.

The objectives of this study lin:

e characterize C, N. P and BSi geochemistry of the surface sediments in the Gulf of Riga,

e estimate the spatial distribution, including net flux and sink, for organic C, Nand P in the Gulf of
Riga,

e ex.amine if there are any appropriate bulk, regional and/or vertical relationships between the
nutrients.,

e examine if nutrient biogeochemistry in surface sediments vary as a response to natmally occurring
processes i.e., intensity of sedimentation and bioturbation, oxygen deficiency, variation of
temperature

Spatial and vertical distribution reveals that organic C and N ratio is almost independent of sediment
characteristics and location, and exhibit a stable value down the sedimeDt cere, Over 90 % of carbon and
nitrogen in sediments is organic. In contrast, organic P constitutes les.sthan SO % of the total pbospborns pool,
The organic C-.N:P ratio in sediments indicate that N and P are decomposed preferentially to C. whereas P is
decomposed preferentially to N. The stable C:N ratio in sediments indicates that preferential N decomposition
occurs in water column and/or immediately upon settling at .sediment surface. Distribution pattern of BSi
suggests that accumulatioo rate of s:cdiments controls BSi cooccnttation.  Allhough nutrient loading from
dn.inage area increased draltically over the past 100 years, vertical profiles of C, N and BSi show no variation in
element concentrations except in the top few ccntimettts. A COITe$pODding  int:::reaseof bem:l:liG biomass most
likdy results in low elemental accumulation tnitbcse sedittle:nts. ' .

Although Gulf of Riga is one of the most produc:tliv:iemas, in the '&1'tic $iea" ~ I1tentio.ns of C
and N levels were limited. However. ~g spring and autumn AlJigaeblooms tGfai Cand N concenittations
increased in the study area. Limited data $\lggest5. -tMtburrowing .g}hipods.  dilectly U~  the Cand N
concentrations in the top 2-3 em of sedimen.fs. Tbe vertical distribution of P is mon: dependent on oxygen
concentrancn, which is largely controlled by bioturbation and sedimemation rates, Moreover, the results suggest
that bioturbation is largely responsible for temporal accumalation of inorganic P in surface sediments.

The tow unidirectional fluxes of dissolved inorganic nitrogen (DIN) a:od dissolved inorganic
phosphorus (DIP) in early spring is consistent with low water feulpeDtUre and poor nutritional quality of
e:xperimentally added material The high water te:mpcnrtare and better nutritional quality of material added in
summer, campamti~'ely to winter, resuhed in large DIN and DIP fluxes.. M~ver, flux experiments under low
oxygen conditions and pulse input of large qumtities of settling seston suggest that sediment swface might
experience: lack of oxygen despite availability of oxygen in the averlying wa3tcr column.
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Introduction

On geological time scales,
sedimentary processes in oceans playa critical
role in distribution of C, N and P (e.g., Berner
et al. 1993, Kump 1993). On shorter time
scales, however. sediment biogeochemistry
pJa'ys a significant role in cycling of C, N and
p m ~ballow aquatic ecosystems e.g.. lakes.
estuaries, coastal bays and seas, continental
shelves (Callender 1982, Wulff et tU. ]990,
Wollast 1993). Sediments can be a temporary
source of some compounds, a terminal sink for
others or an interface of biogeochemical
transfonnations (e.g., Hallberg et al. 1972,
Blackburn and Henriksen 1983). In many
cases the magnitude of these sediment-water
processes is sufficient to be a major
component in calculating oxygen or nutrieDt
(C, N and P) fluxes/sinks, and hence,
important in formulating estuarine
management  strategies.

The nutrient and oxygen dynamics of
surface sediments in shallow coastal and
estuarine systems can influence conditions in
overlying waters and sediments (e.g., Holm
1978, ZeitzscAel 1980, Nixon and Pilson
1983). The dissolved nutric:nt fluxes from
sediments to the overlying water column may
fluctuale on a seasonal to annual basis as a
response to various factors e.g., settling of
organic detritus, effect of temperature on
microbial reactions (Klump aNi Martem 1989,
Scudlark and Church 1989). In addition.
biogeochemical processes in sediments may be
coupled to the microbial degradation of
organic matter' deposited from the overlying
~-aw column.

Several environm:ental ~ factons have
been mentioned 10 be of significance  for
ttutrieftt and oxygen dynamic in surface
scdtrne:ots e.g., quantity and quality of organic
matter  n:acbing the sediment swfacc
(Wassmann J9&4, Jensen eJ al: 1988), infnmal
community characteristics (Blaclburt) and
Henriksen 1983), and chemical characteristic
of sw:fic:al sediments and overlying water
(Henriksen and Kemp 1988). However, these
variables are bighly interactive and therefore,
it is often difficult to identify cause and effect
relationships.

The loading of nutrients into the
Baltic Sea bas increased four-fold in N and
e~~dmP~1~(~n~M
1985). However, calculations of overall
ntttr:imlt budgets (e.g., Larsson et al: J985,
Andersen  1986) indicate that N and P
concentrations in water do not increase at a
corresponding rate. The budget calculatioDS
generally assume that mcressed burial in

sediments results in this discrepancy (e.g .. Larsson
et al. 1985, Wulff et al. 1990). The burial of C. N, P
and other elements in sediments may reflect
changes in element loading and environmental
c~ns that are on time scales from years to
millennia [Schneider et al, 1990, Wollast 1992).
Howev~, the scarcity of sediment data in budget
calculations calls for additional studies of
sedimentary processes.

Wulff and Stigebrandr (1989) discussed
that empirical studies of large-scale ecological
~rocesses are a widely accepted approach in
limnology. The results from such empirical studies
are expected to be similar to those of marine
systems. However. in lak~ N is more
straightforward to derermme the Isystem bQUndaries
and transfer of energy and material what makes
lake system studies easier comparing 10 marine
systems. Therefore, it is logical to focus on
comparatively small marine basins such as the Gulf
~f .Ri~ to wunderstand these biogeochemical
indications.

The present thesis is a summary of six
articles dealing with distribution and relationships
of nutrients in surface sediments. and between
nutrient  biogeochemistry and  environmental
parameters.

Study area

The Gulf of Riga is a shallow and semi-
enclosed basin of the Baltic Sea. The total area and
volume for the Oulfofltiga are 19 OOOkm? and
420 kmJ,respectivety.The dlaimge area covers
136 ~ kmTandconsists of Quaternary. Devonian.
Cmnbnan deposits and (Yurkovskis eJ alL.1993).
The maxilnDD:l and mean depths are 62 and 20 m,
respectively. COntinDollS deposition of fine material
(nWnly at 40-50 m depth) comprises ahom 28 % of
the total area. These accmrwlaition bottoms are
mostly situated in the south and southwestemparts
of the Gulf of Riga (Juskevics et 0J. 1993). The
northern part of the Gulf of Riga (north of R.uh.nu
Wand) is dominated by IrlInSpOrtationierosion
bottoms (Raudsep el ,0J. 1993) coosisting ef szuiyd
~ pebb~cslboulderst-dle ~ee. Udundtrlymg
stiff glacial clay/clayey silt Slmflat Hth6logy also
dominates in the southwestern part of the Gulf with
water depths shallower than 35 m.

Water exchange with the Baltic Sea occurs
at the: oorth of Gulf through the Irbene and Muhu
Straits .with sill depths of 3.5 m and 5 .m.
respectively. Frestnv.ter nmoffis mainly located to
the soulhlsoutheast of the Gulf and averages at 362
Imr yr" (Lamik el al, 1999). The Gulf of Riga is
usually thermaUy stratified from AprillMay through
Septcmbc:rJOctober.  The location of  the
thermocline is normally situated between 20 and 30
m. Consequently. fine-grained material. which
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settles on transportation bottoms beneath the
spring-summer  thermocline, is resuspended in
autumn when thermal stratification breaks
down.

Results and discussion

Distribution  of nutrients and their
relatioDsbips  (Papers 1,2 and 3).

Spatial and vertical distribution of
nutrients. and relationships among them are
important factors for assessing the impact of
sedimentary biogeochemical processes an the
ecosystem.  Such information is useful for
additional studies i.e.e laboratory, statistical,
and model approaches of the response on the
distribution and composition  within the
sediments during natural and anthropogenic
changes.

The first article deals with the
physical structure s1d carbon- and nutrient
geochemistry of sediments in the Gulf of Riga.
Loss on ignition (LOT) measurements, used in
this study, is frequently used to estimate
organic C concentrations in surface sediments.
Altbough LOI does not represent a weU-
defined chemical parameter (i.e., heating
removes most of organic C, organic N, crystal
water, and volatile compounds), it gives a
fairly stable bulk average ratio of 3.0 between
LOl and organic C. In contrast, very weak
correlation is observed between LOI and
organic N. Previous studies indicate that WI
correlates well with the water content (WC) in
sediments  (HIlzJcanson and Jansson 1983).
Consistent with this, data from the Gulf of
Riga also exhibit a strong logarilhmic
correlation (R~-96)  between W€ and LOI
almost independently of sediment location and
burial depth (Fig. 1. paper 1). The largest
deviations from WE and LOI correlation occur
at sites with glacial day (i.e., old sediments).

The C:N:P ratio of marine organic
particulate matter is quite stable (Redfield et at.
1963). HOwever, organic C:N ratio exhibits
higher values for hmckish water'in the Baltic
Sea i.e.,, molar ratio varies between 7-10
(HendridJeson 1975, lturiaga  1979. Shaffer
1987). The Gulf of Riga sedimenlS exhibit
very strong linear correlation (R:~-0.97)
between organic C and N, which is almost
independent  of water depth, depth below
seafloor, carbon content, sediment
characteristics, and location (Fig. 3. paper 1).
The average molar organic O.N ratio is 10,2,
and it is consistent with those in similar
sediment regions [e.g.» Balzer 1984; Froelich
et al. 1988; Koop et al. 1990). The average

organic C:N ratio in sediments is slightly higher
than the average ratio of living organisms in the
Baltic Sea (7-10), and suggests preferential N
decomposition  and/or admixture of old organic
maner,

In contrast to the strong linear correlation
between organic C and N. the organic C:P and N:P
ratios exhibit weak correlation. This suggests that
organic P is practically independent of the
concentrations of organic C and N. The average
organic C:N:P ratio is 230;22.5: 1. This elemental
ratio suggests that 1\ and P are decomposed
preferentially to C, and P is decomposed preferably
to N. The average organic C:P ratio is between 228
and 236. This ratio is quite similar with the ratio of
organic C:P-125 reported by Balzer (t 9&4) from
Kiel Bight. However, organic C:P ratio from our
study considerably differs from the average CP
ratios (490, 552 and 1200) reported by Mach et al.
(1987), Ingall and Van Cappellen (1990) and De
Lange (1992), respectively. The settling time in
shallow sub-estuaries of the Baltic Sea is short
compared to more pelagic systems. As a result,
degradation of organic material is less complete in
shallow basins compared to more pelagic basins
prior to settling.

Most of the C and N in sediments are
organically bound. In contrast, inorganic P is
usually the dominant fraction, and constitutes more
than 50 % of the total P pool, Generally the vertical
distribution of apatite phosphorus (AP-P) is quite
even. In contrast, the redox-controlled fraction i.e.,
mobile  phosphorus (MOB-P)  exhibits  high
concentration  in uppermost oxic centimeter with
subsequent sharp decrease deeper in sediment
column. The high linear correlation (R~.96)
between total inorganic P and MOB-P (Fig. 7,
paper 1) indicates that sequestering mechanisms
other than redox dependent adsorption is kinetically
slow and unimportant during early diagenesis.
However, on long time scales it seems that
sequestering to other than redox dependent P-
compounds are diagenetically more important,

Increase in nutrient levels in the Baltic Sea
due to enhanced loading from drainage basin leads
to eutrophication (Larsson et al. 1995). However,
enhanced loading from drainage basins did not
increase accumulation of C and N in the Gulf of
Riga sediments. This is in contrast to recent study
in other regions of the Baltic Sea (Carman et al,
2000). One possible explanation might be the
dramatic  increase of mean benthic  biomass.
Gaumiga and Lagzdinsb (1995) indicated that the
mean benthic biomass increased from 36 g m'~
between 1946-51 to 208 g mol between 1984-8.5 in
the open part of the Gulf. This suggests o 6-fold
increase of nutrient recycling by biota dw:in.g that
period However, the biomass of macrozoobenthos
has decreased significantly since the eighties
(Cederwall eJ al. 2000). Therefore, in future, we
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may expect accumu.lation of organic C and N
in sediments co increase.

Wulff and Rah.m (1988) indicated that
decrease of Si coupled to increase of N and P
concenttations  in the water column during
~ indicates incre3.se of  primary
production in the Baltic Sea. Because sinking
velocity for diatoms is high, cells reach the
bottom in an intact state. Fwthrrmore.
previous studies indicate that temperature and
salinity mostly regulates regeneration of BSi
and dissolved silica flux from sediments to the
overlying water column (e.g.., Werner 1977,
Wi/liDms and Crerar 1985. The long-term
hydrological study by Berzinsh  (1995)
indicates that the temperature and salinity is
rather stable in the Gulf of Riga. Therefore, it
was expected to observe enhanced
accumulation  of BSi in recent sediments.
However, as discussed in file second article,
increase in BSi concentrations only occius in
~ sediments (Table 2. paper 2). The
expected larger conce.ntrations  of BSi in BUb-
surface sedin:lentsare Dot observed most likely
because of bioturbation. However, it cannot be
excluded that the effect of Wocreased
sedimentation of diatoms may be lost due to
dilution by large  amount of  settling
allochthonous  material Moreover, the cores
analyzed (5~10 em deep) may be too short to
see real baclcground vahies,

A weak correlation  between aSi
concentration  and distance from the main
mrtrient sow'ct (e.g., river Daugava), and small
temporal and spatial variation in palalDeterS
affecting  the dissolutioo of BSi during
halmyrolysis  (e.g... salinity, temperature)
suggest dlat 'the sorlical ~ of BSi
depcDd on sediment aeaunula:tion rates (paper
2). BSi concentrations  vary inversely with
sedimentation rates because a large portiBD of
allochthooous material is added oo the sinking
diatom cells near the coast. This is ronsistent
with conclusions by Conley et at (1986) for
sediments in Lake M.ichigan., and by PanBn et
al. (t992) for sediments in Indian Ocean.

A good correlation (RI".Q.77) exists
between all measured coocentratiol!S of
organic C and BSi (Fig. 2, ~r
the ntios obtained from traositiaDletO'sloo and
from accumulation areas vuy ooasiderably
between and 'Within these groups. It iDdial:tes
that dissolntioo of BSi and degradation of
orgmic C are separate processes and have
cfiffercDI  magnitudes.  This is CODSislent with
studies by Martin et at {1991} and DeMasttr
elal (J992).

The third article in this d.isse:rtatioo
estimates the spatW distribution and standard
deviatioD of organic C, N, aDd P in sediment
surface (0-2 em) by using the cokriging

2), HQw~ver.

method. The adVv3Jltage of using the cokriging
interpolation technique is inclusion of covariables.
This gives a possl"bility  to improve spatial
iaterpclatien  estimates with additional available
information from different parameters, which are
easier and cheaper to measure.

Organic C. N, and P concentrations
indicate similar horizontal distribution patterns with
high concentrations in accumulation areas (Fig.
3(a); 4(a); 5{a), paper 3). It is possible that river
Daugava may came high sediment organic content
in the southeast of the Gulf. However, the direct
reason for most of concentration pattems in surface
sedimeDts is sediment type and thus sedimentation
conditions. The standard deviations for
roncc:ntration estimates (Fig. ~);  4(b); S(b), paper
3) are high because data are sparsely available, and
there are large e<$riations within the data.. In the
DUddle of the. basin. mean standard deviation is
lower mostly due to smaller variations in sediment

type.

VniatioDs of C. N. and P e:onantntioDs  with
seASoll2lly ODdu_tiog factors (papen 4ud 5)

A large fraction of organic matter in
coastal aDd estuarine waters eventually end up in
sediments. Rapid transfer of organic particles from
the water column to sediments may leave a
significant ~ fraction of the nutrient pool as
metaboli2.:able organic compounds that are mbject
to further decomposition. RemiDeml:ization  of these
organic compounds aod release of dissolved
nutrieuts inoo the water column is a major nutrient
recycling patbway in nearshore enviromnents and
can supply mote than 50 % of the n::g~ for
primary  prodUCCIS (Zeitz.rchel 1980, Klump and
Martens 1987).

In sbaUow temperate systems deposition
of organic matter.a:nd rates of berJthic nutrient
regmeratioDandRlease can undergo a pronounced
seasonality due tel abcred.enviromnental — conditions
(e.g., Smelacek J980, Aller and Benninger 198J).

The fourth and fifth articlc:s deal with
nutrieat profiles in sediJnenn; and their seasonal
variability

Similar vertical profiles of TC aad 11"
were genen.Dy observed at both sites (G5 and TI)
in the smdy area. However, durilly autumn-spring
considerable di:fferences of TC and TN
eoncentrat:icms in 0-2 em between sites were
observed (Fig. 4, peper 4). Most likely, this was
caused by diffaenccs in  abmu:Imcc of
mac:rozoofauDa  between the sites (Table |1, paper
4). Mon:ovet, establishing of stronger vertical
gradient of TC and TN concentrations in 0-2 em in
May at site G5 and disruption ofvertical gradXnt in
November :lt site T3 (Fig. 5 and 6) com:sponded to
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fluctuation in amphipod numbers reported by
Cedecwall and Jermakovs (1999).

Monthly  sedimentation rates in the
Gulf of Riga are absent. Therefore, it is
impossible to correlate sediment nutrient
concentrations with  sedimentation rates.
However, it can be assumed that significantly
higher TN values during April and November
at site T3 (Fig. 6. paper 4) result from settling
of spring and autumn blooms, respectively.
This is consistent with the findings of
Smetacek (1980), who indicated that spring
and autumn blooms in Baltic forms and
deposits  in  March-April and  October-
November, respectively. However,  only
alterations of TN at one sampling site are
significant while alteratioDs of concentrations
of TC at both sites and TN at second site were
small and not significant, The sediment
accumulation rates art fairly high in the Gulf
of Riga (Larsen 1995). This implies deposition
of large amount of allochthooous material,
which most likely diminish the signal of bloom
sedimentation. However, we should also
consider lhe importwee of  benthic
IWICI0200fauna..  which can lower spring and
autumn bloom deposition signal intensity by
redistributing  material within the: upper 0-2
em,

In contrast to C and N concentrations,
P does not correlate with the sedimentation
pattern  of pbytoplankton  and bioturbation
intensity. The tempoml increase of inorganic P
at site G5 (Fig. 5. paper 5) resulted from
increase in MOB-P pool Einsele (1936)
indicated that abiotic binding of P by ferrous
complexes control redox-dependent P pools.
However, redox measurcmenlS (Fig. 4, paper
5) in the study area suggests that controlling
factors other than ferrous complexes are bpiqrt:
important. It is possible that temporal
accumulation of MOB-P  results from
accumulation of P by microorganisms, This
assumption IS consistem with the recent
findings by Gachter and Meyer (1993), Kerrn-
Jespersen and Henze (1993), Van Veen et at.
(1993). These authors indicated that several
bacteria and protozoa have the capability to
accumulate omd store excess P as
polypbospbates ~ under oxic conditions. The
microorganisms  use polyphosphates  during
metabolic  processes if oxygen availability
decreases.  Orthophosphate  produced  during
metabolism is released into the overlying water
column or pore-water.

There is evidence  tba:t certain
fractions of P cycled by bacteria are
transformed into refractory organophosphorus

compounds  (Gachta aNi Meyer 1993).

Presence  of organophosphorus  compounds
have been reported in several studies on

marine organic matter (ITigoJl et al. 1990, 1993).
Thus, P cycling mediated by bacteria may increase
the burial efficiency of nonmetabolizahle  P-rich
organic material. Tllls implies that oxic sediments
decrease the residence time for P in a basin while
reduced sediments increase it Therefore, the oxic
layer in surface sediments is important not only as a
short-term buffer zone for P, but also as a 'Zone for
P transformation.

The Gulf of Riga is a small basin
compared to the Baltic Sea. However, 8 high
variability of accumulation rates occur in the Gulf
of Riga (Larse11 (995). The accumulation rates and
intensity ~ of  bioturbation are major  factors
controlling  the redox conditions in surface
sediments. Accumulation rates define the amount
of materia | deposited at sediment surface. and
therefore, intensity of oxygen consumption by
microbiaUy mediated processes. Benthic
rnacrozoofanna also consumes oxygen. However,
surface sediment mixing by benthic ma.crozoofauna
enhances delivery rates of oxygen to the deeper
layers of surface sediments compared to delivery
rates of oxygen controlled by diffusion, Therefore,
areas with high sedimentation rates and low
bioturbation activity have low oxygen levels in
surface sediments" and are not expected to act as s
temporary trap for P. In contrast, areas wilb low
accumulation rates and high abundance of
macrozoofauna can act as temporary traps for P.

Fluxes of inorganic N aud P (paper 6).

The sixtt) paper deals with experimental
fluxes of dissolved inorganic N and P. Nutrient
fluxes were measured after adding seston (sinking
plankton plus detritus) with the aim of simulating
sediment responses to organic matter deposition
between spring and autumn phytoplankton blooms.

Smetacek (1980) indicated that in the
Baltic Sea relatively intact cells of pelagic biota
may reach the sediments after spring and auwmn
blooms. In contrast, particles that settle during
winter consist mostly of resuspended material with
low nutritional VBJne, and particles tlJat settle
during summer consist mostly of amorphous
detritus  (Smelacek  1980). The availability and
quality of food and temperature generally controls
the activity of benthic biota. These factors
ulti:rnatc::ly influence  remineralization  rates for
organic matter settled at the bottom, and subsequent
release of d.issolved nutrients.

The ~n wutl.aded 10 both columas
with and without sediJnents, The fluxes measured
in conmms without any sediments were assumed to
originate from sediment-water interface "sediment
surface”. The fluxes measured in columns with
sediments were assumed to consist of both
"sediment surface" fluxes. and fluxes originating
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Abstract

The sediment biogeochemistry of C, N, P and biologic silica (BSi) plays an important role in
cycling of these clements in aquatic ecosystems. In shallow coastal and estuarine systems, water-sediment
nutrient dynamics can influence biological processes (e.g., primary production) in overlying waters.

The objectives of this study are:

¢ characterize C, N, P and BSi geochemistry of the surface sediments in the Gulf of Riga,

¢ cstimate the spatial distribution, including net flux and sink, for organic C, N and P in the Gulf of
Riga,

¢ cxamine if there are any appropniate bulk, regional and/or vertical relationships between the
nutrients,

e examine if nutrient biogeochemistry in surface sediments vary as a response to naturally occurring
processes i.e., intensity of sedimemation and bioturbation, oxygen deficiency, veriation of
temperature

Spatial and vertical distribution reveals that organic C and N ratio is almost independent of sediment
characteristics and location, and exhibit 2 stable value down the sediment core. Over 90 % of carbon and
nitrogen in sediments is organic. In contrast, organic P constitutes tess than 50 % of the total phosphorus pool.
The organic C:N:P ratio in sediments indicate that N and P are decomposed preferentially to C, whereas P is
decomposed preferentially to N. The stable C:N ratio in sediments indicates that preferential N decomposition
occurs in water column and/or mnmediately upon settling at sediment surface. Distribution pattern of BSi
suggests that accumulation rate of sediments controls BSi concentration. Although nutrient loading from
dramnage area increased dmsm:ally over the past 100 years, vertical profiles of C, N and BSi show no variation in
element concentrations except in the top few centimeters. A comresponding increase of benthic biomass most
likely results in low elermental accumnlation in these sediments.

Altbough Gulf of Riga is one of the most productive areas in the Baltic Sea, seasonal alterations of C
and N levels were limited. However, during spring and autumn algae blooms total C and N concentrations
increased m the study area. Limited data suggests that burrowng amphipods directly impact the C and N
concentrations in the top 2-3 cm of sediments. The vertical distribution of P is more dependent on oxygen
concentration, which is largely controlled by bioturbation and sedimentation rates. Moreover, the results sugpest
that bioturbation is largely responsible for temporal accumulation of inorganic P in surface sediments.

The low unidirectional fluxes of dissclved inorganic nitrogen (DIN) and dissolved inorganic
phosphorus (DIP) in early spring is consistent with low water tempersture and poor nutritional quality of
experimentally added material. The high water temperature and better nutritional quality of material added in
summer, commparatively to winter, resulted in large DIN and DIP fluxes Moreover, flux experiments under low
oxygen conditions and pulse input of large quantities of sentling seston suggest that sediment surfsce might
experience lack of oxygen despite availability of oxygen in the overlying water column.
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Introductlea

On geological time scales,
sedimentary processes in oceans playa critical
role in distribution of C, N and P (e.g., Berner
es al. 1993, Kump 1993). On shorter time
scales, however. sediment biogeochemistry
plays 8 significant role in cycling of C, N and
P in shallow aquatic ecosystems e.g., lakes,
estuaries, coastal bays and seas, continental
shelves  (Callender 19&2., Wulff es aJ. 1990,
Wollast 1993). Sediments can be 1. temporary
source of some compounds, a terminal sink. for
others or an ioJerface of biogeochemical
transformations  (e.g., Hallberg et al. 1972,
Blackburn and Henriksen 19&3). In man)'
cases the magnitude of these sediment-water
processes is sufficient to be a ~jor
component in calculating oxygen or nutncnt
(C. N and P) fluxes/sinks, and hence,
important in fonnllJating estuarine
JnlIDagemeDt strategies.

The murient and oxygen dynamics of
surface sediments in shallow coastal and
estuarine systems can influence conditions in
overlying waters and sediments (e.g., Holm
1978, ZeitzsdleJ 1980, Nixon aNi Pilson
19&3). The dissolved nutrient fluxes from
sediments to the overlying water column may
fluctuate on a seasonal to annua.l basis as a
response to various factors e.g., settling of
organic detritus, effect of temperature on
microbial reactions (Klump ami Martols 1989,
Scudlark and Church J989). In addition,
biogeochemical processes in sediments ~y be
coupled to the microbial degndatiOD. of
organic: matter deposited from the overlymg
water co lumn..

Several eoviromnental ~ £acton have
been mentioned to be of significance for
nutrient and oxygen dynamic in surface
sediments e.g., quantity and quality of organic
matter  reaching the  sediment  surface
(WassIMM  19&4, Jemen et al. 1988), infaun.a.l
community  characteristics ~ (B/adbum  and
HenriJcsen 1983), and chemical dw'lleteristic
of surfical sediments and overlying water
(Henriksen. and Kemp 1988). However, these
«*ariables are highly interactive and therefore,
it is alien difficult to identify cause and effect
relationships.

The loading of nutrients into the
Baltic Sea bas increased four-fold in N and
eight-fold in P since 1900 (LansO7! ef al.
1985). However, calculations of overall
nutrient budgets (e.g.... Larsson et al: 1985,
Andersen  1986) indicate that N and P
concentrations  in water do not increase at a
corresponding  rare. The budget -calculations
generally issuibe that increased burial in

sediments results in this discrepancy (e.g.. Larsson
et al. 1985, Wulff et al. 1990). The burial €€, N, P
and other clements in sediments may reflect
changes in element loading and environmental
conditions that are on time scales from years to
millennia  (Schneider er ai. 1m, Wollast 1992).
However, the scarcity of sediment data in budget
calculations calls for additional studies  of
sedimentary processes.

Wulff and Stigebrandt (1989) discussed
that empirical studies of large-scale ecological
processes are a widely accepted approach in
limnology. The results from such empirical studies
are expected to be similar to those of marine
systems. However, in lakes it IS more
straightforward to determine the system boundaries
and transfer of energy and material what makes
Jake system studies easier comparing to marine
systems. Therefore, it is logical to focus on
companuively small marine basins such as the Gulf
of Riga to understand these biogeochemical
indications.

The present thesis is a sumipsiy of six
articles dealing with distribution and relationships
of DUtrients in surface sediments, and between
nutrient  biogeochemistry and  environmental
parameters.

Study area

The Gulf of Riga is w shallow and semi-
enclosed basin of the Baltic Sea, The total area and
volume for the Gulf of Riga are 19 000 Icm2 and
420 btr, respectively. The drainage area covers
136 000 bnd and consists ofQuatt:mary, Devonian,
Cambrian deposits and (YurkovskU et aJ. 1993).
The maximum aDd mean depths are 62 and 20 ttl,
respectively, Continuous deposition of fine material
(mainly at 40-50 m depth) comprises about 28 % of
the total area. These accumulation bottoms are
mostly situated in the south and southwestern pans
of the Gulf of Riga (Juskevics et al. 1993). The
nortbc:m part of the Gulf of Riga (north of Ruhnu
Island) is dominated by transportation/erosion
bottoms (Raudsep e1 al. 1993) coesisting of sand
and pebbleslboulde:rs at the surface, and WIlderlying
stiff glaciAl day/clayey silt Similar lithology also
dominates in the southwestern part of the Gulf with
water depths shallower than 35 ttl.

Wa:ter exchange with the Baltic Sa occurs
at the north of Gulf through the Irbene and Muhu
Straits with sill depths of 35 m mel 5 m,
respectively. Freshwater runoff is mainly located to
fur. south/southeast of the Gulf and avenges at 36.2
kD? yr* (Laznik et al. 1999). The Gulf of Riga is
usually thermally stratified from ApnliMay through
SeptcmbcerJOctdber..  The location  of  the
thermoclioe is nomWIy situated between 20 and 30
m. Consequently.  fine-grained  material, which
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settles on transportation bottoms beneath the
spring-summer  thermocline, is resuspended in
autumn when thermal stratification  breaks
down.

Results and discussion

Dimibution  of nutrients and their
reJatlonsbips  (Papers 1,2 and 3).

Spatial and vertical distribution  of
nutrients. and relationships among them are
important factors for assessing the impact of
sedimentary biogeochemieal processes on the
ecosystem. Such information is useful for
additional studies i.e., laboratory, statistical,
and model approaches of the response on the
distribution ~ and composition  within  the
sediments  during natural and anthropogenic
changes.

The first article deals with the
physical structure and carbon- and nutrient
geochemistry of sediments in the Gulf of Riga.
Loss on ignition (LOI) measurements, used in
this study, is frequently —used to estimate
organic C concentrations in surface sediments.
Although LOI does not represent a well-
defined chemical parameter (i.e., heating
removes most of organic C, organic N, crystal
water, and volatile compounds), it gives a
fairly stable bulk avenge ratio of 3.0 between
LOI and organic C. In contrast, very weak
correlation is observed between LO! and
organic N. Previous studies indicate that LOI
correlates well with the water content (We) in
sediments (HIWmson and Jansson  1983).
Consistent with this, data from the Gulf of
Riga also exhibit a strong logarithmic
correlation  (R~.96) between W€ and LOI
almost independently of sediment location and
burial depth (Fig. 2. paper 1). The largest
deviations from WE and LOI correlation occur
at sites with glacial clay (i.e.eold sediments).

The C:N:P ratio of marine organic
particulate matter is quile~table (Redfield et al.
1%3). However, organic O;N ratio exhibits
higher values for brackish water in the Baltic
Sea i.e.,, molar ratio varies between 7-10
tHendrikson 1975, lturiaga 1979, Shaffer
1987). The Gulf of Riga sediments exhibit
very strong linear correlation (Rl -0.97)
between organic C and N, which is almost
independent of water depth. depth below
seafloor, carbon content, sediment
characteristics, and location (Fig. 3. paper 1).
The average molar organic C-.N ratio is 10.2,
and it is consistent with those in similar
sediment regions (e.g., Balzer 1984; Froelich
et al. 1988; Koop et alJ. 1990). 'The average

organic C:N ratio in sediments is slightly higher
than the average ratio of living organisms in the
Baltic Sea (7-10). and suggests preferential N
decomposition and/or admixture of old organic:
matter,

In contrast to the strong linear correlation
between organic C and N. the organic C:P and N:P
ratios exhibit weak correlation. This suggests that
organic P is practically independent of the
concentrations of organic C and N. The average
organic C:N:P ratio is 230:22.5;1. 'This elemental
ra.tio suggests that N and P arc decomposed
preferentially to C, and P is decomposed preferably
to N. The average organic C:P ratio is between 228
and 236. This ratio is quite similar with the ratio of
organic C:P- J25 reported by Balzer (1984) from
Kiel Bight. However. organic C:P ratio from our
study considerably differs from the average C:P
ratios (490. 552 and 1200) reported by Mach et al.
(1987), Ingall and Van Cappellen (1990) and De
Lange (1992), respectively. The settling time in
shallow sub-estuaries of the Baltic Sea is short
compared to more pelagic systems. As a result,
degradation of organic material is less complete in
shallow basins compared to more pelagic basins
prior to settling.

Most of the € and N in sediments are
organically bound. In contrast, inorganic P is
usually the dominant fraction. and constitutes more
than 50 % of the total P pool. Generally the vertical
distribution of apatite phosphorus (AP-P) is quite
even. In contrast. the redox-controlled fraction i.e.,
mobiJe  phosphorus (MOB-P)  exhibits  high
concentration in uppermost oxic centimeter with
subsequent sharp decrease deeper in sediment
column. The high linear correlation (R'-==0.96)
between total inorganic P and MOB-P (Fig. 7,
paper 1) indicates that sequestering mechanisms
other than redox dependent adsorption is kinetically
slow and unimportant during early diagenesis.
However, on long time scales it seems that
sequestering to other than redox dependent p.
compounds arc diagenetically more important,

Increase in nutrient levels in the Baltic Sea
due to enhanced loading from drainage basin leads
to eutrophication (WEan esal. 1985). However,
enhanced loading from drainage basins did not
increase accumulation of C and N in the Gulf of
Riga sediments. This is in contrast to recent study
in other regions of the Baltic Sea (Corman et 01.
2000). One possible explanation might be the
dramatic  increase  of mean benthic  biomass.
Gaumiga and Lagzdinsh (1995) indicated thai the
mean benthic biomass increased from 36 g m'~
between 1946-51 to 208 g m" between 1984-85 in
the open part of the GulL This suggests a 6-fo\d
increase of nutrient recycling by biota during that
period. However, the biomass of macrozoobenthos
has decreased significantly since the eighties
(Cederwall et al. 2000). Therefore, in future. we
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may expect accumu.l.ation of organic C and N
in sediments 10 increase.

Wulff and Rahm (1988) indicated that
decrease of Si coupled to incn:asc of N and P
cencentratioas  in the water co\umn during
winter indicatJ:s inaease of  primary
production in the Balrlc sea. Because sink:iJlg
velocity for diato'OIS is high,. ec:lls reach the
bottom in an intact state. Furthermore,
previous studies indicate that temperature and
salinity mostly regulates regeneration of BSi
and dissolved silica flux from sediments to the
overlying wattr colUDm (e.g, Werner 1977,
Williams tmd Crerar 1985. -~ long-term
hydrological study by Berzinsh  (1995)
indicates that the temperature and salinity is
rather stable in the Gulf of Riga. Therefore, it
was expected to observe  enhanced
accumulation of BSi in recent sediments.
However, as discussed in the second article,
increase in BSi eoncentnltions only occimi in
surface sediments (Table 2, paper 2). The
expected larger concentrations of BSi in sub-
surface sediments are Dot observed mosllikely
because of bioturbation. However, it cannot be
excluded that the effect of increased
sedimentation of diatoms may be lost due to
dilution by large amount of settling
allochthonous  material. Moreover, the cores
analyzed (5-10 em deep) may be too short to
see real background value&.

A weak correlation between BS,
concentration  and distance from the main
nut:ricnt source (e.g., river Daugava), and Sman
temporal and spatial variation in patarneters
affecting  the dissolution of BSi during
halmyrolysis  (e.g., salinity,  lempeRIm"e)
suggest that the surfica.l coocenttations of BSi
depend on sedime:llt a.cewnulation rates (paper
2). BSi concenttBtioos vary i:uversely with
sedimentation rstes because a lalge portion of
allochthonous material is added to the sinking
diatom cells near the coast. This is CODSistmt
with conclusions by Conley et al, (1986) foJ
sediments in Lake MichigllD, and by Pattan et
al. (1992) for sediments in IndiBn Ocean.

A good correlation (Rz.0.77) exists
between all measured  concezrtrations of
organic C and BSI (Fig. 2, paper 2). However.
the ratios obtained from transitiOnlcrosiOil md
from aCCWIIlJlation areas wry  coosiderably
between and within these groups. It indicates
that dissolution of BSi and degradation of
organic C are sepala-re processes and have
differmt magnitndes.. Thii is consistent with
studies by Martin et al, (1991) and DcMsster
et al. (1992).

The third article in this dissertation
estimates the spati:al distnbution and standard
deviation of organic C, N, aud P in sediment
surface (0-2 em) by using the cokriging

variariolli Dfthe phosphorus geochemistry

method. The advantage of using the eokriging
intezpolalion technique is inclusion of covariables..
This gives a possibility to improve spatial
interpolation  estimates with additional available
infonna.lion from d.ifferent parameters, which are
easier and cheaper to measure.

Organic C, N, and P concentrations
indicate similar horizontal ~distribution patterns with
high concentrations in accumulation areas (Fig.
3(a); 4(a); 5(a), paper 3). It is possible that river
Daugava may cause high sediment organic content
in the southeast of the Gulf. However, the direct
reason for most of concentration pattc:ms in surface
sediments is sediment type and thns sedimentation
conditions. The standard  deviations  for
concentration estimates (Fig.. 3{b); =0 s(b), paper
3) are high because data are sparsely available, and
there 11e large variations within the data. In the
middle of the basin. mean standard deviation is
lower mostly due to smaller variations in sediment

type.

Variatioos of C. N. and P tODUntratiODS with
season.ally Ouclu.ating octors (papcn 4 aDd 5)

A large fraction of organic matter in
coastal and estuarine waters eventually end up in
sediments. Rapid tnmsfer of organic particles from
the water column to sediments may leave a
significant ~ fraction of the nutrient pool as
metabolizable organic compounds that are subject
to furtbcr decomposition. Reminera;li2ation of these
organic: campounds and release of dissolved
nutrients into the water column is a nm,jor nutrient
recyeling pathway in nearsb~  envircJmnems and
em sapply more than 50 % of 1b: requirements for
primary producers (ZeidzscheJ J980, Kbmtp tmd
Martms 1987).

In shallow ternpocrate sysrems deposition
of organic matter, and rates of benthic nutrient
regeneration and release can undergo a proaO\mccd
seasonality due to ahered enviroomental conditions
(e.g., Sm.etacek 1980, Aller and Bennirrget' 1991).

The fourth and fifth articles deal with
nlitrieut  profiles in sediments md their seuonal
variability .

Simi] in vertical profiles of TC and TN
were genc:nDy obberved at both sites (ill and T3)
in tho smdy ~ However, during automn-spring
considerable  differences of TC and TN
concentrations  in 0-2 em between sites were
observed (Fig. 4, paper 4). Most likely, this was
caused by  ditfcrenccs in  abondmcc: of
macrozoof3lma between the sites (Table |, paper
.*). Moreover:, establ.ishing of stronger vertical
gradient of TC and TN CODU'lltrations in 0-2 em in
May at site G5 and disruption of vmical gradient in

November at site 1"3 (Fig. S and 6) coaesponded  to
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fluctuation in ampbjpod numbers reported by
Cederwall and Jennakovs (1999).

Monthly sedimentation rates in the
Gulf of Riga are absent. Therefore, it is
impossible to correlate sediment nutrient
concentrations with sedimentation fates.
However, it can be assumed that significantly
higher TN values during Apnl and November
at site T3 (Fig. 6. paper 4) result from settling
of spring and autumn blooms, respectively,
This is consistent with the findings of
Smetaeek (1980), who indicated that spring
and autumn blooms in Baltic forms and
deposas in March-April and October-
November, respectively. However,  only
alterations of M at one sampling site an:
significant while alterations of concentrations
of TC at both sites and TN at second site were
small and not significant, The sediment
accumulation rates are fairly high in the Gulf
of Riga (Larserr 1995). This implies deposition
of large amount of allochthonous material,
which most likely diminish the signal ofbloom
sedimentanon, However, we should also
consider the importance of benthic
macrozoofauna,  which cwu lower spring and
autumn bloom deposition signal intensity by
redistributing  material within the upper 0-2
em.

In contrast to C and N concentrations,
P does not correlate with the sedimen:t3tion
pattern of phytoplankton and bioturbation
intensity. The temporal increase of inorganic P
at site 05 (Fig. 5. paper 5) resulted from
iocrca.se in MOB-P pool. Einsele (1936)
indicated that abiotic binding of P by ferrous
complexes copwo1 redox-dependent P pools.
However, redox measurements (Fig. 4, paper
5) in the study area suggests that controlling
factors other than fcitous complexes are more
important. It is possible that te'lnpOnl
accumulation of MOB-P results from
8.CCtIDI111ationof P by microorganisms,  This
assumption is coosisteot with the recent
findings by Gichter and Meyer (1993). Kerrn-
Jespersen and Henze (1993), Van Veen et al.
(1993). These authors aidicated thal several
bacteria and protozoa have the capability tu
aceWllllla~ and store excess P as
polypbospbates ~ tmder oxic conditions. The
microorganisms ~ use polyphospharcs  during
metabolic  processes if oxygen availability
decreases.  Orthophosphate  produced during
metabolism is released info the overlying water
column or pore-water.

There is evidence that certain
fractiolLs of P cycled by bactmia are
transformed into refrsetory orgmlOphosphorus
compoonds  (GliclJter and Meyer  1993).
Presence  of organophosphorus  compounds
have been reported in several studies on

variations of the phosphorus geochemistry

marine organic matter (IngolJ et al. 1990. 1993).
Thus, P cycling mediated by bacteria may increase
the burial efficiency of ncnmetabolizshle  P-rich
organic material. This implies Ihat oxic sediments
decrease the residence time for P in a basin while
reduced sediments increase 11. Therefore, the oxic
layer in surface sediments is important oo1 only as a
snort-term buffer zone for P. but also as a zone for
P transformation,

The Gulf of Riga is a small basin
compared to the Baltic Sea. However, a high
variability of accumulation rates occur in the Gulf
of Riga (Larsen 1995). The accumulation rates and
mtalSity ~ of bioturbation are major factors
controlling  the redox conditions in surface
sediments. Accumulation rates define the amount
of material deposited at sediment surface, and
therefore. intensity of oxygen consumption by
microbially mediated processes. Benthic
rnacrozoofauna  also cousunes.  OXxygen. However,
surface sediment mixing by benthic macrozoofauna
enhances delivery rates of oxygen to the deeper
layers of surface sediments compared to delivery
rates of oxygen controlled by diffus.ion. Therefore,
areas with high sedimentation rates and low
bioturbation activity have low oxygen levels in
surface sediments, and are not expected to act as a
tempor.uy trap for P. In contrast, areas with low
accumulation  rates and high abundance  of
macrozoofauna can act as temporary traps for P.

F11Jus of inorganic N and P (paper 6).

The sixth paper deals with experimental
fluxes of dissolved inorganic N and P. Nutrient
fluxes were measured after adding sestold (sinking
plankton plus detritus) with the aim of simulating
sediment responses to organic matter deposition
between spring and autwnn phytoplankton blooms,

Smetacek (1980) iDdicated that in the
Baltic Sea relatively intact cells of pelagic biota
may reach the: sediments after spring and autumn
blooms. In contrast, particles that settle during
winter consist mostly of resuspended material with
low nutritional value, and particles that settle
during summer consist mostly of amorphous
detritus  (SmelQceJc 1980). The availability and
quality of food and temperature generally controls
the activity of benthic biota. These factors
ultimately  influence  remineralization ~ rates for
organic mattc:r settled at the bottom, and subsequent
release of dissolved nutrients.

The seston was added to both columns
with and without sediments. Ibt fluxes measured
in columnswittboutiUlysedi:ments  wl:te ~tned  to
originate: from sediment-water interlace “sediment
surface". The fluxes measured in columns with
sediments were assumed to consist of both
"sediment surface" fluxes, and fluxes originating
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from deeper sediment layers “sub-surface”.
Subiacting the fluxes from columns without
sediments from fluxes measured in sediment
bearing columns resulted in fluxes, which
onginate from decper sediment layers “sub-
surface”.

The low temmperature and nutritionally
poor seston added in March resulted in low
and unidirectional fluxes of measured
compounds (Fig 3, paper 6). No clear
comelation between amount of seston added
and fluxes was observed.

During summer, N-NO, fluxes
mostly were directed into the sediments apd
P-PO.> and N-NH," fluxes out of sediments
(Fig. 4, paper 6). The highest fluxes were
observed in columns without sediments,
thereby indicating that organic matter
degradanion most actively occurs at sedimemt
surface within freshly settled material. The
relcase of ammonia and phosphate from
“sediment surface” increased after oxygen
concentration decreased from 11 mg/l to
4mg/l. In contrast, “sub-surface sediment”
accurnulates  dissolved compounds afier
oxygen decreases. Most likely, release of large
quantities of dissolved nuirients from
“sediment surface” increase pore water
concentrations m  “sub-surface™ thzough
diffusion. The increass of pore walter
concentration, in turn, shifts adsorption
equilibrium and large amowunts of dissolved
nutrients are adsorbed on particles.

As discussed in paper S, redox-
dependent P concentration in sedirnents may
be controlled by biota. The release of
phosphate from “sub-surface” (Fig. 4, paper 6)
most likely, results from depletion of oxygen
in “sub-surface” by biota, five days afier low
oxygen conditions are established. In confrast,
five days of low oxygen level m the overlying
waler column did not result in release of
ammonija from “sub-surface”.

The early autamn experiment (Fig. S,
paper 6) indicates large increase of phosphate
and ammonia fluxes after pulse additions of
seston. Similarly o summer experiment, the
“sub-surface™ sediments accurmulate part of
dissolved nutrients released from “sediment
surface™. The fluxes shifted to low level m our
experimental system much faster (48 h) than in
the experiment conducted by Conley and
Johnstone (1995). Conley apd Johnstone
(1995) used intact phytoplankton cells in their
experiment In contrast, we used seston (partly
degraded organic matter), which may have
changed the flox mates.

Acknowledgments

There are mumber of people m the
Department of Geology and Geochemistry, SU,
Department of Systerns Ecology, SU and Institute
of Aquatic Ecology, LU whom ! would like to
express my gratude. ] would like to especially
thank Hans Cederwall, Rolf Carmman, Andns
Andrushaitis, Roll Hallberg, Lars-Erik Bagander,
amdd Carim Larsson for their invaluable support and
help. I would also like to thank Agnera Hagberg for
helping me with the administrative paperwork and
Joyanto Routh for helping me with preparation of
this thesis.

References

Aller, R.C. and Benninger, L.K. (1981) Spatial and
temporal patterns  of dissolved ammonium,
manganese, gsad silica fluxes from bottom
sediments of Long Island Sound, U.S.A. J. Mar.
Res. 39: 295-314.

Andersen, JM. (1986) Reversal of the
eutrophication of the Baltic Sea. Vanen. 42: 36-40.

Balzer, W. (1984) Organic matter degradation and
biogenic element cycling i a near shore sediment
(Kiel Bight). Limnol. Oceanogr. 29: 1231-1246.

Berner, R.A., Ruttenberg, K.C,, Ingall, ED. and
Rao, J.-L. (1993) The natore of phosphorus burial
in modern marine sediments. In: /nzeractions of C,
N, P and biogeochemical Cycles and Global
Change. (Edited by Wollast, R, Mackenzie, F.T.
and Chou, L.). NATO ASI Series, Springer-
Verlage, Berlin

Berzinsh, V. (1995) Hydrology. In: Ecospstem of
the Gulf of Riga Berween 1920 and 1990. (Edited
by Ojaveer, E.). Estonian Academy Publishers,
Tallimn.

Blackbum, H. and Henriksen, K. (1983) Nitrogen
cycling in different types of sediments from Danish
waters. Limnol. Oceanogr. 28: 477491,

Callender, E. (1982) Benthic phosphorus
regeneration i the Potomac River estuary.
Hydrobiologia, 92: 431-446.

Carman, R, Aigars, J., Daniclsson, A. and Rahm,
L. (2000) Recent paleoecological sediment records
of biogenic silica as an indication of the
eutrophication i the Baltic Sea. Marine Geology
(submitted).



J. Aigars: Redox-dependent seasona! variations of the phosphorus geochemistry ...

Cederwall, H., Jermakov, V. end Lagzdins, G.
(2000) Long term changes in the soft bottom
macrofauna of the Gulf of Riga. ICES, Journal
of Marine Science, 56: 000-000.

D¢ Lange, G. J. (1992) Distribution of various
extracted phosphorus compounds i the
imbedded nubidic/pelagic sediments of the
Madeira Abyssal Plain, eastern North Adantic.
Mar. Geol 109: 115-1139.

DeMaster, D.J. Dhmbar, RB., Gordon, LI,
Leventer, A R, Morrison, JM_, Nelson, DM,
Nittrouer, C.A. and W.O. Smith Jr. (1992)
Cycling and accumulation of biogenic silica
and orgapic matter in  high-lagrude
environments: The Ross Sea. Oceanography.
5: 146-153.

Emsele, W. (1936) Uber dic Bezichungen des
Eisenkreislaufs zum Phosphatkreisiauf  im
eutrofen See. Arch. Hydrobiol 29: 664-686.

Froelich, P. N., Arthur, M. A, Bumett, W. C,,
Deakin, M., Hensley, V., Jahnke, R, Kaul, L,
Kim, K.-H., Roe, K., Soutar, A. and
Vathakanon, C. (1988) Early dwgenesis of
orgapic matter in Peru contnental margin
sediments: Phosphorite precipitation.  Mar.
Geol. 80: 309-343.

Gaumiga, R. and Lagzdinsh, G. (1999)
Macrozoobentbos. In: Ecosystem of the Gulf of
Riga Between 1920 and 1990. (Edited by
Ojaveer, E.). Estonian Academy Publishers,
Tallinn.

Gichter, R. and Meyer, J.S. (1993) The role of
microorganisms i stdiment phosphorus
dynamics i relation to mobilizaton and
fixation of phosphorus. Hydrobiologia, 253:
103-121.

Halberg, R.O., Bigander, LE., Engvall, A.G.
and Schippel, F.A. (1972) Geochemistry of the
sediment-water interface. Ambio No. 2.

Henriksen, K. and Kemp, WM, (1988)
Nitrification in estiarine and coastal marine
sediments. In Nitrogen cycling in coastal
marine environments. (Edited by Blackbom,
TH. and Sorensen, J). John Wiley,
Chichester, pp. 207-249.

Holm, N.G. (1978) Phosphorus exchange
through the  sediment-water  interface,
Mechanism studies of dynamic processes
the Baltic Sea. Contributions in Microbial
Geochemistry, Department of Geology,
University of Stockholm. No. 3. Pg. 149.

Hékanson, L. and Jansson, M. (1983) Principles of
Lake Sedimentology. Springer, Berlin, 316 pp.

Ingall, E. D. and Van Cappellen, P. (1990) Relation
between sedimemation rate and burial of organic
phosphorus and organic carbon in  marine
sediments. Geochim. Cosmochim. Acta. 54: 373-
386.

Ingall, ED., Schroeder, P.A. aod Bermer, RA.
(1990) The nature of organic phosphorus in marine
sediments: New insights from P NMR. Geochim.
Cosmochim. Acta, 54: 2617-2620.

Ingsll, E.D., Duchamp, J.C. and Zilm, K.W. (1993)
%P and C NMR characterization of organic
phosphorus  and  carbon  during  a2erobic
decomposinon of marine plankton. Am. Chem,
Soc., Abstr. Pap. 205: 187-190.

Jensen, M H., Andersen, TK. and Sorensen, J.
(1988) Denimfication in coasal bay sediment:
regional and seasopal vanation in Aarims Bight,
Denmark Mar. Ecol. Prog. Ser. 48: 155-162.

Kermn-Jespersen, JP. and Henze, M. (1993)
Biological phosphorus uptake under anoxic and
aerobic conditions. Warter Research, 27: 617-624.

Khump, VJ. and Martens, CS. (1989) The
seasonality of nutrient regeneration in an ofganic-
rich coastal sediment: Kinetic modeling of
changing pore-water nutrient and  suifate
distrbutions. Limnol. Oceanogr. 34: 559-577.

Klump, J. V. and Manens C. S§.(1987)
Biogeochemical cycling in an organic -rich coastal
marne basin. 5. Sedunentary nitrogen and
phosphorus budgets based upon kinetic models,
mass balances, and the stoichiometry of nutrient
regeneration.  Geochim. Cosmochim. Acta. 51:
1161-1173.

Koop, K, Boynton, W. R_, Wulff, F. and Carman,
R (1990) Sediment-water oxygen and nutrient
cxchanges along depth gradient in the Baltic Sea.
Mer. Ecol. Prog. Ser. 63: 65-77.

Kump, L.R. (1993} The coupling of the carbon and
sulfur biogeochemical cycles over Phanerozoic
time. In: Jnteractions of C, N, P and §
Biogeochemical Cycles and Global Change.
(Edited by Wollast, R., Mackenzie, F.T. and Chouw,
L.). NATO ASI Series, Springer-Verlag, Berlin.

Larsen, B. {1995) Evaluation of sediment pollution
data: examples from the Guif of Riga - status
August 1995, Publications on Chemisory XXTH,
Extended  abswacts  of the  Symposium
Environmental Analyses, Umversity of Tarty,
Depariment of Chemuistry, pp. 81-92.



J. Aigars: Redox-dependent seasonal variations of the phosphorus geochemistry ...

Larsson, U., Eimgren, R. and Wulff, F. (1985)
Eutrophication and Baltic sca: Causes and
consequences. Ambio. 14: 9-14.

Lazmik, M., Stilnacke, P., Grimvall, A. and
Witgren, HB. (1999) Riverine inpur of
nutrients to the Gulf of Riga - temporal and
spatial variation. J. of Mar. Syst. 23: 11-27.

Mach, D. L., Ramirez, A. and Holland, H. D.
{1987) Organic phosphorus and carbon i
marine sediments. Am. J. Sci. 278: 429-441.

Martin, W.R., Bender, M., Leinen, M. and
Orchardo, 1. (1991) Benthic organic carbon
degradation and biogemic silica dissolution in
the central equatorial Pacific. Deep Sea
Research. 38: 1481-1516.

Nixen, S. W. And Pilson, ME.Q. (1983)
Nittogen in estuarine and coastal marine
ecosystems. In Nirogen in marine
emvironmen:. (Edited by Carpenter, E.J. and
Capone, D.G)). Academic Press, New York,
pp. 565-648.

Pattan, JN.,, Gupta, SM., Mudholkar, A.V.
and Parthiban, G. (1992) Biogenic silica in
space and time m sediments of central Indian
Ocean. Indian J. of Mar. Sci. 21: 116-120.

Redfield, A.C., Ketchum, B.H. apd Richards,
F.A. (1963) The influence of organisms on the
composition of seawater. In: The Sea. (Edited
by Hill, M.N.). Wiley, New York, 2, pp. 26-
77.

Schneider, J., Rohrs, J. and Jager, P. (1990)
Sedimentation and eutrophication history of
Austrian Alpine lakes. In Large Lakes:
Ecological Structure and Function. (Edited by
Tilzer, M.M. and Sermuya, C.). Sprnger-
Verlag, Berlin, pp. 316-335.

Scudiark, JR. and Church, T.M. (1989) The
sedimentary flux of nutrients at a Delaware
salt marsh site: A geochemical perspective.
Biogeochemistry, 7: 55-75.

Smetacck, V. (1980) Anmml cycle of
sedimentation in relation to plankton ecology
in western Kiel Bight. Ophelia, Suppl. 1: 65-
76.

Van Veen, HW,, Abee, T, Kortstee, G1.1,,
Konings, W.N. and Zehnder, A.JB. (1993)
Chamcterization of two phosphate transport
systems i Acinetobacter johnsomii 210A. J.
Bacteriol. 175: 200-206.

Wassmann, P. (1984) Sedimentation and benthic
mineralization of organic defritus in a Norwegian
Fjord. Mar. Riol. 83: 83-94,

Wassmann, P. and Andrushaiis, A. (1993)
Overgjodsling av Ostersjoen og Rigabukten,
Naturen, 5: 205-213 (in Norwegian).

Wemer, D. (1977) Silicate metabolistn In: The
biology of diaroms. (Edited by Werner, D).
Botanical monographs, University of California
Press, Betkley and Los Angeles. 13: 110-149.

Wilhams, L.A, Parks G.A. and Cretar, DA.
(1985) Silica diagernesis, 1. Solubility controls. J. of
Sed. Petrol. 55: 301-311.

Williams, L.A. and Crerar, D.A. (1985) Silica
diagenesis, [I. General mechanisms. J. of Sed
Petrol 55 312-321.

Wollast, R. (1992) Interactions of carbon and
mtrogen cycles I the coastal zone. In: Interactions
of C, N. P and § Biogeochemical Cycles and
Global Change. (Edited by Wollast, R., Mackenzie,
F.T. and Chou, L.). NATO ASI Series, Springer-
Verlag, Berlin.

Wulff, F. and Rahm, L. (1988) Long-term, seasonal
and spatial varianans of nitrogen, phosphoras and
silicate i the Balte, an overview, Marine
Emvironmental Research. 26: 19-37.

Wulff, F., Stigebrandt, A. and Rabm, L. (1950)
Nutrient dynamics of the Baltic Sea. dmbio, 19:
126-133.

Yamada, S.S. and D'Elia, F. (1984) Silicic acid
regeneration from estuarine sediment cores. AMar.
Ecol. Prog. Ser. 18: 113-118.

Zeitzschel, B. (1980) Sediment-water interactions
m nntriert dynamics. o Marine benthic dynamics.
(Edited by K.R. Tenore and B.C. Coull), pp. 195-
218. University of South Carolina, USA.

11






MARINE
GEOLOGY

ELSEVI.~ Marine Geology 134 (1996) 57-76

Carbon and nutrient geochemistry of the surface sediments of the
Gulf of Riga, Baltic Sea

Rolf Carman .'., Juris Aigars ..b, Birger Larsen c

« Department of Geology and Geochemistry, Stockholm University, S-106 91 Stockholm, Sweden
b Institute of Biology, Marine Biology laboratory, Salaspils, LAtvia
e Geological Survey of Denmark, DK 2400 Copenhagen. Denmark

Received 23 August 1995; accepted 15 April 1996

Abstract

The distribution of different forms of carbon, nitrogen and phosphorus and standard physical sediment parameters
of the surface sediments of the Gulf of Riga. a shallow semi-enclosed brackish bay of the Baltic Sea, has hem
examined. Several measured parameters were highly correlated. This is valid almost irrespectively of differences in
depth below seafloor and sediment characteristics as well as location and extent of burial/diagenesis.  Preferential
release of nitrogen (N) relative to carbon during organic matter decomposition seems to occur during halmyrolysis
and/or almost instantaneously  upon settling at the sediment surface because the Cr.rJNorl ratio is uniform (10.1)
within all types of sediment. Preferential release of phosphorus (P) relative to both C and N also occurs and organic
matter decomposition appears independent of the amount of C and N. Inorganic C and N in sediments normally
constitute  only a small proportion of the total C and N concentrations. The amount of inorganically bound nitrogen
depends to a great deal on the surface area of the adsorbing species and the clay mineral composition. Inorganic P
usually constitutes more than 50% of the total amounts of P, irrespective of physical and chemical differences between
samples. Concerning early diagenesis the amount of inorganic P is controlled mainly by the release/fixation on species
prone to oxidation/reduction  reactions.

An estimate of the total amount of annually sequestered C, N and P in the accumulation sediments suggests 44,000,

5800 and 1100 too/year, respectively. For N and P this sequestering constitutes around 6% and 40% of the total
annual load.

1. Introduction represents a semi-enclosed basin and is a compara-
tively shallow region of the Baltic Sea. The maxi-
The area of the Gulf of Riga (Fig. 1) is 19,000 mum and mean depth are 62 and 20 m,
km' Its drainage area covers 136,000 km? and respectively. There are small areas subjected to
consists of Quaternary, Devonian and Cambrian continuous  deposition of fine material (around
sedimentary deposits (Yurkovskis et al., 1993). 28%). Water exchange with the Baltic proper
The main river inputs are located in the southern occurs mainly through the sound of Irbene
and eastern parts of the Gulf. The Gulf of Riga (Pastors, 1967). The main accumulation bottom
zone is at 40-50 m depth, but fine material
« Corresponding ~ author, «0.01 mm) dominates normally at depths exceed-

0025-3227j96jS15.00 0 1996 Elsevier Science BY All rights reserved
PIT ~On2S-3227(9ti)00033. 3
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ing 27 m. Almost all of these accumulation bot-
toms are situated in the southern or southwestern
part (Emelyanov, 1988; JuSkewics et al, 1993).
The northern parts of the gulf, north of Ruhnu
Island, are dominated by transportation/erosion
bottoms, with water depths less than 25 m
(Emelyanov, 1988; Raudsep et al., 1993). These
bottoms are characterized by sand and pebbles at
the surface, with underlying stiff glacial clay/clayey
silt. Such sediments dominate also in the south-
western part of the gulf with water depths exceed-
ing 35 m. Above 35 m depths ferric concretions
occur frequently.

The Gulf of Riga usually is stratified thermally.
The location of the thermocline 1s normally situ-
ated between 20 and 30 m. Generally, the thermo-
cline lasts until September/October. Consequently,
fine material settled beneath the sprnng-summer
thermocline will be resuspended in the autumn
and transported to “true” accumulation bottoms.
From a limnological point of view the Gulf of
Riga can be classified as monomictic with holomic-
tic mixing (a continuous single mixing). After the
holomictic mixing in the autumn-winter, the entire
water mass stays saturated with oxygen untl
summer when oxygen is partly depleted in the
deeper parts of the Gulf (Berzinsh et al, 1988,
Yurkovskis et al., 1993).

The Gulf of Riga is one of the most cutrophic
areas of the Baltic Sea. The annual primary pro-
duction has been estimated to four million
tons/year in 1989. This is about 290g C m™?
yr~1 (Andrushaitis et al., 1992) or about twice as
much as an average for the entire Baltic proper
(Elmgren, 1989). The salinity varies between 4
and 7% (Yurkovskis et al,, 1993). According to
Yurkovskis et al. {1993) the Gulf is strongly limited
with respect to phosphorus although a substan-
tial release of phosphorus from the sediments
occurs in connection with spring-summer algal
blooms (Yurkovskis et al, 1993; Aigars and
Andrushaitis, 1993).

The aim of the study was to characterize the
carbon- and nutrient geochemistry of the surface
sediments of the highly eutrophic and phosphorus
limited Gulf with respect to sequestering pattern
and capacity. We also wanted to examine if there
1S any appropriate bulk, regional and/or vertical
relationshins between the analysed parameters.

“Such relationships will be useful tools for addi-

tional studies (laboratory, statistical and model
approaches) of the response on the distribution
and composition within the sediments during
anthropogenic and oceanographic changes.

2. Materials and methods

Twenty-six soft to semi-soft bottom sediment
cores were sampled during summer 1991 and 1993
{Fig. 1 and Table 1)} using a modified Kajak grav-
ity corer (Blomquist and Abrahamsson, 1985).
Samples from the surface 5 cm where sliced in cm
sections except at three stations (G120, G5 and
T3) where they were sliced down to 10 cm below
sea floor. They where dried to constant weight at
80°C for determination of the water content (WC
%) and ground to fine powders in an agate mortar.
Loss on ignition {LOI %) was measured by heating
sediment samples to 500°C for 2 h. Bulk density
1s calculated by using the WC- and LOI content
and assuming an average inorganic sediment den-
sity of 2.6 g/em® (Akal, 1972). Bottom water
temperatures (in situ) were alsc measured
(Table 1).

Sub-samples were taken for total C, N and P
analyses and for different subfractions of these
elements. Total carbon- (TOT-C) and nitrogen
{TOT-N) was measured on a Leco element ana-
lyzer with a precision of +0.5%. Carbonate carbon
{IN-C) was determinated on oven ignited (560°C)
samples in the same element analyzer (Hedges and
Stern, 1984). Orgamc carbon (ORG-C) was
obtained from difference between the total and
carbonate carben values. In order to investigate
the significance of the ignition method for determi-
nation of carbonate carbon we also measured
organic carbon after pretreatment with | M HCl
(Hedges and Stern, 1984). The ignition method
and the acid method gave almost the same results
(+3%). Fixed nitrogen (FIX-N) was measured
essentially according to the method described by
Silva and Bremner (1966) and exchangeable nitro-
gen (EX-N) according to Mackin and Aller
(1984). Organic nitrogen (ORG-N) was obtained
from differences between the total and the sum of
FIX-N and EX-N. All wet extracts of N were
measured according to Parson et al. (1984). Total
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Table 1

The sampling site coordinates in the Gulf of Riga and a brief sediment description

Station Position  Depth Temp. Sediment description Sampling date
(Decca)  (m) <)

Gl N57°06'45" 27 2.2 sandy aleurite, light brown 19.06.91
E23°57'30° down to 2cm

G2 N57°10'30” 40 21 aleuritic mud, light brown 19.06.91
E23°56'0" down to 1.5cm

G4 NS7°17°40" 42 3.2 mud, Lght brown 18.06.91
E23°50°50" down to 6.5 cm

G5 N57°23'18" 44 3 sandy-mud, light brown 17.06.91
E23°28'30” down 10 4.5 cm

Gé6 N57°24'30” 44 1.9 mud, light brown 18.06.91
E23°45'45" down 10 3¢m

G7 E57°26'30" 41 2 mud, bght brown 18.06.91
E24°07°107 down to 4.5cm

G8 N57°35°30" 44 3l mud, light brown 17.06.91
E23°18'30" down to 1.1 cm

G9 N57°3645" 54 2.1 mud, light brown 17.06.91
E23°370" down to 4 cm

Gl0a NS7°42 6" 28 12.1 fine sand (2.5 cm) 30.07.93
E23721" 6" on stiff clay

Gl1 N57°42'0° 4] 1.8 mud, light brown down 18.06.91
E23 55'07 down 10 5cm

G12 N57°4520" 27 35 sandy aleuritic mud oo stiff clay 18.06.91
E24°09'15” light brown down to 1.5¢cm

Gl4 N57°507" 50 1.9 mud, light brown 17.06.91
E23°28°0" down to 3.2 cm

Gl4da NS§7°46" 57 42 2.5 muddy aleurite, 30.07.93
E2¥4 light brown down to 1.5¢cm

G135 N57°48'8" 32 1.7 sandy aleurtte, light brown 18.06.91
E23°34'45" down to 3cm

Gl6 NST°56'35" 34 4 sandy mud, light brown down 17.06.91
E22°46'157 to Z2cm

Gl18 N58°11'45" 27 14 aleuritic sand 18.06.91
E23°24°30"

G2l N57°28" 47 36 2.6 fine sand (0.5 cm) on 31.07.93
E23°09 77 muddy sand

G22 N57°09" 75738 26 mud, light brown down 31.07.93
E23°41" 78" to 2 cm

G120 N57°25' 07 43 21 mud, light brown down 280793
E2*s55° 0 to 2cm

T2 N57° 14 0" 35 42 aleuritic mud on sandy mud, 28.07.93
24°06° 0" light brown down to 1.5¢cm

T3 N57°30° 07 43 36 mud, light brown down 28.07.93
E24°06° (7 10 2 cm

T5a N5T42° (" 32 42 aleuritic sand on stiff clay 29.07.93
E2>X57 4"

T6 NS7°20° 0" 45 24 sandy aleurite, light brown 29.07.93
E2372000” down to 1 cm

phosphorus (TOT-P) and inorganic phosphorus sured according to Carman and Jonsson (1991)
(IN-P) was measured according to Froelich et al. without pretreatrnent with other chemicals. Apatite
{1988). Mobile phosphorus (MOB-P) was mea- phosphorus ( AP-P) was obtained from the differ-
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ence between IN-P and MOB-P whereas the
amount of organic phosphorus (ORG-P} in the
sediment was obtained by the difference between
TOT-P and IN-P. All wet extracts of P were
measured using standard spectrophotometric tech-
nique {e.g. Murphy and Riley, 1962).

3. Results

According to the classification scheme by
Héikanson and Jansson (1983), 17 of the 26 sedi-
ment cores sampled could be characterized as
accumulation bottoms for continuous deposition
of fine material (i.e. <medium silt or 0.0! mm).
Of the remaining nine stations five could be charac-
terized as transportation bottoms (T6, G1, Glb,
G15 and G18) and the rest (T5a, G21, G10a and
(312) as intermediates between transportation- and
erosion bottoms. Sampling dates, depths and posi-
tions are shown in Table 1, together with bottom
water temperatures and a brief sediment descrip-
tion. The measured and calculated physical and
chemical parameters are compiled in the Appendix.

3.1. Physical sediment parameters

The water content (WC) and the loss on ignition
(LOI) (see the Appendix) varied from 90.3% to
23.8% and from 17.4% to 0.7%, respectively, The
major portion of the sediment samples had WC
values more than 70% and LOI values more than
10%. This preponderance is primarily due to the
sampling technique used (gravity core sampling)
that make sediment sampling difficult at bottoms
with high bulk density. The general trend of the
WC and the LOI is that the values decrease with
increasing depth in the sediment column. However,
some stations with coarser sediment material
and/or with stiff glacial clay a few cm down 1n the
sediment profile, displayed different patterns. They
had either decreasing values from the top level
down to 2-3 cm succeeded by increasing contents
(G1, Glb, G12, G18 and G21, T6) or completely
inverse patterns, i.e. increasing contents with depth
(T5a). The bulk density ranges from 1.05 (e.g. G2,
(9) to almost 1.9 at station T6.

'3.2. Chemical parameters

3.2.1. Carbon

The measured concentrations range of TOT-C,
IN-C and ORG-C are shown in Table 2 together
with average concentrations in the uppermost
section from both accumulation- and trans-
portation/erosion bottoms. Expressed in % of dry
substance (% ds) the carbon content varied
between 6.45-0.23, 2.15-0.015 and 6.3-0.2 for
TOT-C, IN-C and ORG-C, respectively. The high-
est concentration of ORG-C was found in a tran-
sect north-northwest from the outflow of the nver
Daugava at depths exceeding 35-40 m with sedi-
ment fractions <medium silt. The lowest concen-
tration of ORG-C is detected in sediments located
in shallow areas near the coast and in the region
north of Ruhnu Island. Both the highest and the
lowest amount of IN-C were found at transporta-
tion-erosion bottoms. In general the inorganic
carbon content increased downwards in the sedi-
ment columns.

322 Nitrogen

The concentration ranges of TOT-N, EX-N,
FIX-N and ORG-N are compiled in Table 2,
Calculated average concentrations (from level
0-1cm) of these fractions are also shown in
Table 2. Normally most of the total nitrogen is
present in organic form. Inorganic nitrogen com-
prises normally around 10% only. However, at
organic-poor transportation-erosion bottoms the
percentage of inorganic nitrogen dominates (e.g.
Gl0a, G221, T5a). Nevertheless, the inorganic
nitrogen usually is a minor part of the total amount
of nitrogen in the sediments of the Gulf of Riga.

3.2.3. Phosphorus

In contrast to carbon and nitrogen a large
amount of the phosphorus was sequestered as
inorganic phosphorus. It constituted between 45%
to almost 100% of the total amount. However, the
vertical variation in the sediment columns of the
inorganically bound phosphorus is great, mainly
depending on the large variations in MOB-P. The
concentration ranges of TOT-P, MOB-P, AP-P
and ORG-P are shown in Table 2 together with
the mean concentrations from the uppermost sec-
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Concentration range (all levels included) of total- and sub [ractions of carbon, nitrogen and phosphorus. The mean values are
calculated from the uppermost section from deposition bottoms (dep-btm) and transportation-erosion bottoms (trp-bim). All values

are given tn umol/g ds

TOTLC ORG-C IN-C
Min—Max 192.5-5409 173.5-5267 12.39-1761
Mean (dep-btm} 4519 4449 157
Mean (trp-btm) 1792 1489 302
TOT-N ORG-N FIX-N EX-N
Min-Max 20.0-520.7 6.21-481 0.53422 0.29-23.48
Mean {dep-btm} 449 409 31.7 79
Mean (trp-bum) 135 123 7.2 4.6
TOT-P ORG-P MOB-P APp-P
Min-Max 7.2-90.5 0.1-354 0.28-61.8 3.48-18.6
Mean (dep-bum) 634 174 36.8 92
Mean (trp-btm) 293 6.8 15.8 6.6
tion. In general, the amount of MOB-P decreased 100 —

with increasing burial depth whereas the amount
of AP-P normally was quite evenly distributed
vertically. As for nitrogen, the highest amount of
ORG-P was found at accumulation bottoms near
the outflow of the river Daugava.

4. Discussion

4.1. Water content, organic matter (LOI) and bulk
density

A strong linear relationship between the ratio
WC/porosity and bulk density is obvious because
the density of the mineral particles is practically
the same {(~2.6) for all marine bottoms (Akal,
1972). It is also commonly observed that the
organic matter content (defined as LOI) is highly
correlated with the WC (H4kanson and Jansson,
1983).

Our data on the relationship between the LOI
and WC do not diverge from the commonly
observed pattern mentioned above and they exhibit
a strong logarithmic relationship (R?=0.96)
almost independent of other sediment characteris-
tics and depth in the sediment profile (Fig. 2). The
largest deviations occurred at stations with glacial
clay or coarse sediment matenial {i.e., old sediment

Water content (%)

0 1 I 1 I T
4 8 12
Loss on ignition (% ds)

Fig. 2. The relationship between water content (WC, %) and
organic matter content (measured as loss on ignition).

with low quantities of organic matter and different
sedimentation conditions).

4.2. Loss on ignition versus organic carbon
Although LOI does not represent a well-defined

chemical parameter, it is often used as an approxi-
mate measurement of the organic content of sedi-
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ments and soils (Hakanson and Jansson, 1983).
Heating of the sediments (500°C) removes most
of the organic substances (C and N) but some
crystal water and volatile compounds will also
be vaporized. The percentage quotient of
LOI/ORG-C varies between 2.04 and 15.3. The
lowest and highest ratios orginate both from
stations with low organic contents, and especially
from levels exceeding 2 cm depth of the profile.
Vertically the ratio increases at all stations, with
the steepest increase on stations with high bulk
density (see the Appendix). The average ratios,
excluding ratios exceeding four which originate
from levels deeper than 2 cm at transportation/
erosion bottoms, are 2.77, 3.05, 3.12, 3.14 and 3.15
for level (incm) 0-1, 1-2, 2-3, 34 and 4-5,
respectively. The standard deviation of the
different levels decreases with increasing sediment
depth; 0.26, 0.24, 0.22, 0.20 and 0.18. The increas-
ing ratio with increasing depth in the sediment
profile indicates that there is a higher release of
crystal water and/or of volatile compounds (e.g.
diatoms) than in the surface part of the sediment
profile.

If we assume that the organic matter entering
the sea floor has a Redfield composition of
[(CH,O}106(NH;),6(H;PO,)]  the LOI/ORG-C
raio would be 2.7. This is very close to the
measured average ratio for the uppermost section
(2.77). If we instead use the calculated average
Corg/Norg/Porg Tatio of the samples in present study
(230:22.5:1; see succeeding headings for interpreta-
tion and discussion) the ratio becomes 2.62, i.e. a
preferential N and P release. Both ratios are lower
than the measured bulk average ratio of 3.0.
However, the estimated ratio from the average
organic composition does not include loss of other
compounds that may be released during ignition.
Nevertheless, LOI measurements on the sediments
from the Gulf of Riga could be used as a good
estimate for the amount of organic carbon at
almost all kinds of bottoms.

4.3. Organic carbon and nutrient ratios
The C,y:Nery:Porg Tatio of marine particulate

organic matter is quite consistent (Redfield et al.,
1963; Copin-Montegut and Copin-Montegut,

'1983). The C:N:P ratio of 106:16:1 has since the

middie of this century been accepted to be the
average organic molar ratio (henceforth referred
to as Redfield ratio) in marine organic matter. The
molar composition in fresh water exhibits a more
variable composition (Heckey et al., 1993) with
both higher and lower ratios than Redfield.
Deviation from Redfield ratio seems also to be
normal for the brackish Baltic Sea where the
Corg/Norg ratio mostly exhibits higher values, 1.e.
between 7-10 instead of 6.625 (Hendrikson, 1975;
Iturriaga, 1979; Shaffer, 1987). The N, /P,,, ratio
is, on the other hand, commonly lower, between
12-14 (Sen-Gupta and Koroleff, 1973), whereas
the ratio between carbon and phosphorus usually
has higher ratios than Redfield. Shaffer (1987)
suggests that the most likely or “best” average
value for this ratio in the Baltic Sea and adjacent
areas should be around 130.

In the interpretation of the C N, P, ratio
in the sediments it should be remembered that the
sediments contain different aged (10 000-100 '*C
years) allochtonous matter (precipitated humus,
particulate land-derived organic matter) with high
C/N ratios. However, measured ratios in sedi-
menting material and in the sediments are impor-
tant as a base for characterizing the organic matter
with respect to the degree of fractionation dunng
decomposition. Fractionation processes during
settling and during benthic degradation usually
increases the C,, /N, and the C,,/P,, as well
as the N, /P,,. This is caused by a preferential
N and P utilization (e.g. Froeiich et al., 1988).

4.4, The Corg/Norg correlation

As can be seen in Fig. 3 the C, /N, ratio is
very stable. The ratio is almost independent of
water depth, depth below seafloor, carbon content,
sediment characteristics, location and extent of
diagenesis. Even the topmost section exhibits the
same ratio, which suggests that all fractionation
mainly occur prior to settling at the sediment
surface. Linear correlation analysis gives a very
high coefficient of determination (R*=0.97) with
an average C,,/N,,, ratio of 10.2 (Fig. 3). This
ratio is slightly lower than the average ratio of
living organisms in the Baltic Sea. It indicates



R Corman et o/.jMarw Geology 134 (1996) 57-76

m

0.3-

s 1 M 1

02

i )

eu -

0.0 |

0 2 <l
Org.ilnic cartan  (mmQlJg)

Fig. 3. Correlation between the concentration of ORG-e versus
ORG-N (r=0.99). The average molar CfN ratio is 10.2.

preferential N decomposition or admixture of old
organic matter. This ratio is consistent with those
in similar sediment regions (Mtiller, 1977; Balzer,
1984; Froelich et al., 1988; Koop et al., 1990). The
largest divergences from the "common" ratio
appear at transportation/erosion bottoms with
coarse material below 2 em, i.e. very old sediment
material.

4.5. The CorJPOTi correlation

Several studies have shown that preferential
fractionated decomposition of P in the organic
matter occur during halmyrolysis (Suess and
Muller, 1980; Krom and Berner, 1981;Jorgensen,
1983). This ismainly a result of preferential instant
autolytic release of easily bydrolysable P com-
pounds (e.g. Froelich et al., 1988). It has also been
argued that alteration in CorJPo: would occur
during diagenesis (Froelich et al., 1988; Ingall and
Van Cappellen, 1990; De Lange, 1992b; Ingall
et al., 1993; Berner et al., 1993; Berner and Rao,
1994). However, both Mach et al. (1987) and
Ramirez and Rose (1992) challenged that dia-
genetic fractionated decomposition occurs. They
claim instead that the Co,,/PO!iin sediments are

constant and that deviation found were results of
analytical defects, Reversed preferential release
could also be the case when only refractory Porg
species remain and during active P accumulation
of in situ biota (Balzer, 1984;Gachter et al., 1989;
Ingall and Van Cappellen, 1990; Ingall et al.,
1990), Furthermore, variations in sedimentation
rate seem to affect the preservation and burial
of Cora (Hartmann et al., 1976; 1989; Jahnke,
1990) while preservation of organic phosphorus
seems almost independent of sedimentation rate
(Froelich et al., 1982; Ingall and Van Cappellen,
1990). The significance of anoxic versus oxic envi-
ronment in the fractionation and preservation of
Cora has been discussed extensively during recent
years (e.g. Canfield, 1989, 1994; Jahnke, 1990;
Cowie and Hedges, 1992; Ingall et al., 1993;Aller,
1994; Cowie et al., 1995) while the corresponding
relevance for preservation of Porr;has only been
paid little attention (Ingall et al., 1993; Ingall and
Jahnke, 1994).

A poor linear correlation coefficient (R =0.58)
was obtained from the entire set of Cors against
Pora data from this investigation (which include
organic matter of very different age). This suggests,
even with analytical errors accounted for, that
diagenetic processes must affect the CorJP o ratio.
This is contradictory to the conclusion presented
by Ramirez and Rose (1992) but it is in accordance
with the results presented by Ingall and Van
Cappellen (1990) and De Lange (1992b). Ingall
and Van Cappellen (1990) concluded that diage-
netic processes must affect the CorafPora ratio,
because they receive totally different linear regres-
sion results by combining the results of linear
regression analysis on their data set (R =0.76)
with division of their samples in carbon
ricb-(COI"J>2mmol/g; R?>=0.64) and carbon poor
sediments «2 mrnol/g Cor,; R? =0.11). The slope
in their uneven weighting of samples, as in the
data presented by Mach et al. (1987), reflects
almost solely the samples with high amounts of
Corso The same division of our also uneven
weighted data reveals the same pattern with a very
low coefficient of determination (R2 =0.17) in
samples with more than 2% Cor-gnd a coefficient
of determination of 0.53 for samples with a content
less than 2% Corg' The slope of the different lines
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is, however, almost identical (0.00424, 0.00429 and
0.0438 for all data, corg >2% and Corg <2%,
respectively). The line intercept crosses very close
10 the origin. The slope corresponds to an average
CorgfP ora ratio between 228and 236. It differs from
the average ratios obtained by Mach et al. (1987),
Ingall and Van Cappellen (1990) and De Lange
(1992b) i.e. 490, 552 and 1200, respectively.
However, the data are in close connection with
the investigation done by Balzer (1984) in Kiel
Bight in the southern Baltic proper. It seems, thus,
that the fractionation and preservation of carbon
and phosphorus in the Baltic Sea, at least in its
shallow sub-estuaries, differ from the general
pattern found in more pelagic marine environ-
ments. One probable explanation for the observed
pattern in our case could be that the settling time
for organic matter in the Gulf of Riga is short
compared to deep-sea sediments, so the fraction-
ated decomposition has not been completed to the
same degree when the organic matter finally settles
on the sediment surface. Furthermore, preferential
Corg Utilization might also be discerned in the Gulf
of Riga sediments, since the highest and most
deviating corg versus Por values are traced in the
uppermost section of accumulation sediments
(Fig. 4). Further down in the profiles of these
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kinds of sediments the general trend is decreasing
Corglrporg With increasing burial depth. These sta-
tions have a higher accumulation rate (Kuptzov
et al., 1984) and consequently comparatively a
larger amount of recently settled organic matter.
Hence, instant autolytic preferential release of P
in the water column and at the sediment surface
supersedes preferential C (and N) decom position
funber down in the sediment column.

4.6. The NorifPorf, correlation

Since there are very small vanauons in the
Co"BlUNorg ratio (see above) the wNorf/porg — ratio
follows, of coarse, almost the same pattern as the
corlllP org ratio. Linear regression analysis gave an
average Nog-tp org Of 22.5 which suggest preferential
P release from the degradating organic matter.

4.7. Inorganic carbon

The inorganic carbon, as determinated here, is
mostly carbonates. In general the sediments of the
Gulf of Riga contain lessthan 1% inorganic carbon
(see the Appendix). Such low amount is normal
also for the rest of the Baltic Sea (Emelyanov,
1988). This is due to that the brackish Baltic Sea
water usually is undersaturated thermodynami-
cally for most carbonates (Cannan and Rahm, in
prep.) so that abiotic and biotic carbonates dissolve
during settling. At accumulation bottoms in the
central part of the basin the amount of IN-C in
the topmost section gradually decreases with
increasing water depth. One plausible explanation
for decreasing IN-C concentrations awvith increasing
water depth could be that there is higher density
stratification in these parts of the Gulf with lower
degree of diapycnal mixing. This in combination
with substantial oxic/suboxic respiration preserves
an environment with pH close to 7 instead of 8
(e.g. Jahnke, 1990). Thus, settled abiotic and biotic
calcium carbonates will dissolve more easily due
to enhanced disequilibrium. Vertically in the sedi-
ment profiles a slight increases of the carbonate
content could be discerned. This could be a result
of authigenic precipitation of another carbonate
phase caused by raised levels of carbonate alkalin-



66 R. Carman et aL{MQI'UJe Geology 134 (/996) 57-76

ity in the sulfate reducing anoxic part of the
sediment protiJe.

4.8. Inorganic nitrogen

Several authors have reported that a substantial
part of the total amount of nitrogen in soils, rocks
and sediments is often inorganically bound (e.g.
Muller, 1977; Williams and Ferrel, 1991). It is
therefore not correct to use ORG-C{fOT-N ratios
as a base for characterization of the organic rnatter,
since this ratio does not reflect the chemical com-
position of the sedimentary organic matter. This
is also true for the Gulf of Riga sediments although
a substantial part of the total nitrogen is present
in organic forrn. Inorganic nitrogen is reported to
be adsorbed on minerogenic particles (preferably
on clay minerals) and organic matter in two
different ways (e.g. Rosenfeld, 1979), namely as
exchangeable ammonium (EX-N) and as fixed
ammonium  (FIX-N). While EX-N is adsorbed
through an ion exchange reaction on the surface
of certain organic or mineral surfaces, FIX-N is
incorporated  in the sediments through adsorption
within the clay structure and not easily replaced
by other cations. It has been predicted that soluble
ammonium, EX-N and FIX-N occur in a sort of
equilibrium  with each other, both in soils
(Nommik, 1965) and in sediments (Rosenfeld,
1979). However, while the ion-exchange behaviour
of EX-N, in concentration intervals that are usu-
ally found in interstitial waters, could be explained
by a simple linear adsorption isotherm (Mackin
and Aller, 1984) it seems that FIX-N does not
entirely react in this way (Rosenfeld, 1979). Slow
reaction Kinetics, clay mineral composition, potas-
sium content and prefixation before settling at the
sediment surface have been suggested to explain
the different behaviour between EX-N and FIX-N
(Hartmann et al., 1976; Muller, 1977; Rosenfeld,
1979).

The unitless linear adsorption constant, K, for
ammonium is calculated from the relationship
expressed by Krom and Berner (1980):

1)

where tl =porosity (volume porewater/volume  sed-
iment); P.=dry sediment density and K* is the

slope of the linear regression line of adsorbed vs
pore water concentration of ammonia. The unitless
adsorption  isotherm is thus only dependent on
changes in the porosity. K* is dependent on sedi-
ment properties, such as grain size and shape of
particles but also on content and type of clay
minerals (MOller, 1977; Mackin and Aller, 1984).
Therefore, both K* and the adsorbed amount of
ammonium should generally increase with decreas-
ing grain size (increasing surface area of particles).

Since the sediment in the present study includes
a wide spectrum of grain sizes/porosities we have
divided the adsorbed amount of ammonium
(EX-N and FIX-N) by [(-t/D/tl  (volume of
sediment particles/volume of water; abbreviated in
Figs. 5 and 6 as VOL). This is an adjustment for
alteration in surface area of adsorbing sediment
particles. Figs. 5 and 6 display plots of these
calculated values versus the total amount of nitro-
gen. As can be seen both figures exhibit a positive
relationship  between these variables (although with
different shape). Apparently additional sediment
properties  (e.g. potassium content, clay mineral
amount/compasition), kinetic aspects and prefixa-
tion may affect the concentration of both EX-N
and FIX-N. As an example MUller (1977) found
relatively high amounts of FIX-N in the southern
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Fig. 5. Estimated importance of mineral surface area on the
concentration of EX-N at the different sampling sites.
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Fig. 6. Estimated importance of mineral surface area on the
concentration  of FIX-N at the different sampling sites.

Baltic proper, where the high capacity fixation clay
mineral illite dominates (Seibold et al., 1971). The
importance of illite for the fixation of ammonia
has also been established from other marine areas
and from freshwater environments (Muller, 1977;
Comans et al., 1989; De Lange, 19913). The lines
drawn in Figs.5 and 6 represent the best fitted
lines of the data. For EX-N a fair linear correlation
is obtained (R? =0.87) while the best fit for FIX-N
is represented by an exponential function
(R?2 =0.80). The largest digression from calculated
regression lines for both EX-N and FIX-N is
found in the uppermost section of almost all
stations. Organic matter content versus clay min-
eral amount may explain the divergences
(Rosenfeld, 1979; Mackin and Aller, 1984). A
closer scrutiny of Fig. 6 reveals that some data
points in the lower concentration field of TOT-N
display distinctly higher FIX-NII( 1-;)/4"7 values.
These points are from levels beneath 3 em depth
at stations with course sediment material at the
top underlain by glacial clay (GlOa, T5A, G2l
and G12). This additionally confirms the impor-
tance of mineral composition for the fixation of
inorganic nitrogen.

4.9. Inorganic phosphorus

As can be seen in Fig. 7 there is a high linear
correlation (R? =0.96) between the total amount
of inorganic phosphorus and the amount of
MOB-P, almost independently of sediment charac-
teristics and redox condition. The high linear corre-
lation between IN-P and MOB-P is an apparent
indication on that sequestering mechanisms other
than adsorption on compounds prone to reduction
are kinetically slow and unimportant, concerning
early diagenesis, for the inorganic phosphorus
cycle in the Gulf. However, since lower amounts
of AP-p than the calculated average value almost
always arise from samples in the uppermost section
from sediments located in the deep central part of
the Gulf (young sediments) and higher values often
originate from the bottommost level at stations
with high bulk density (old sediments) it seems
that sequestering to other than redox dependant
compounds P-bearing elements are diagenetically
important in a longer diagenetic perspective.
Furthermore, the high amount of P, sequestered
to substances prone to reduction in the surficial
accumulating sediments of the Gulf of Riga will,
however, to a large extent be liberated during an
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Fig. 7. Concentration of MOB-B in relation to the total inor-
ganic P concentration.
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increasing burial rate (in the reduced zone). The
liberated P in the reduced zone will then either be
sequestered as another P-bearing phase (Froelich
et al., 1982; Ruttenberg and Berner, 1993) or be
transported upwards through the redox cline by
diffusion where it again can be reabsorbed to
ironoxyhydroxides (e.g. Shaffer, 1986). To varying
degrees, it will even be transported back into the
water mass.

4.10. Total annually sequestering amounts of
carbon and nutrients in the sediments of the Gulf of
Riga

Up to now, all measurements have been dis-
cussed in terms of amount/dry weight (mol/g ds).
A simple recalculation to amount/area (using cal-
culated bulk densities) 1s, however, necessary when
the objective is to estimate time related sequester-
ing versus released amount. Generally, it seems
that the normal coring length of 5 cm 1s too short
to achieve a reliable measurement of the *“final”
sequestering amount. This since both the organic
and iporganic amounts of all three elements do
not attain constant concentrations within this
depth below the sea floor. Based on a first inspec-
tion of samples for 2°Pb dating the TOT-C
content decreases from 1.0 to 0.0% dw (mostly
0.5% dw) from 5 to 25 crn below the seafloor but
is quite constant between 10 and 25 cm below the
seafloor (on average a decrease of 0.1% dw). It
indicates that a further breakdown of the organic
matter and release/sequestering of inorganic
carbon and nutrient fractions will occur beneath
5cm but that most of the diagenetic processes
have been completed at 10 cm below the seafloor.
This is also seen in the analysis of the total amount
from station G120, G5 and T3 where the concen-
tration levels out markedly below 6cm in the
profiles.

Using #'°Pb dating technique Kuptzov et al.
(1984) estimated the sedimentation rate in the
deep central muddy part (a station comparable
with G9 of this study) to be 2.2 mm/yr. The
corresponding value for the muddy southwestern
and southeastern part of the Gulf (comparable
with station G2 and T2, respectively) is Little less
than one mm/year (covering the last 100 years).

This is comparable with the preliminary results of
recent determinations of accumulation rates (using
210ph). Stations G5, G120 and T3 (Fig. 1) include
TOT-C, TOT-N and TOT-P measurements down
to 10 cm and consist of sediments from approxi-
mately at least the last 50 years. As has been
pointed out earlier most of the organic matter
accessible to oxidation has already been processed
within this period. Further, both inorganic carbon
and nitrogen embrace only a minor part of the
total concentration and the diagenetic processes
affecting its release/sequestering with increasing
burial rate varies within less than 5% of the total
concentration. Therefore, its alteration could
almost be neglected for estimates of total annual
sequestering amounts. Finally, although the
amount of inorganic phosphorus usually comprises
50% or more of the total concentration its alter-
ation with increasing burial rate depend mainly on
release/sequestering on substances prone to
oxidation/reduction (see previous discussions). The
amount of IN-P below the redox boundary layer
is therefore nearly constant (see the Appendix).
Hence, by using an average total concentration/
area of C, N and P (from levels beneath the redox
boundary from station G5, G120, T3 and some
additional data from cores taken for 2'°Pb dating)
and assuming an average sedimentation rate of
1 mm/yr (consolidated sediment) one can make a
good assessment of the total annual sequestering
amount/area. For estimation of the total area of
accumulation bottoms we have used the sedimenta-
tion map produced by the Geological Survey of
Latvia (Juskevigs et al., 1993; south of 58°N) and
Estonian Geological Survey { Raudsep et al., 1993;
north of 58°N). The sediments are divided in 10
different sediment classes (Table 3), of which three
could be assigned to be ‘“‘true” accumulation bot-
toms for fine material (i.e. <0.01 mm; medium
silts or sediment classes: sandy mud, aleuritic mud
and mud). Almost half of the total area of the
gulf is covered with sand of different grain sizes.
Accumulation bottoms cover only 28% of the
total area.

Calculated average total concentration of C, N
and P are 2950, 335 and 29 umol/g, respectively.
The average sediment weight/m® (representing
1 mm thickness) is estimated at 0.23 kg. Based on
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Table 3
Estirnated areas of different sediment types of the Gulf of Riga

Sediment type Estimated area (km?) Percent
Sand (various) 8330 T 44
Aleuritic sand 915 48
Muddy sand 470 25
Aleurite 840 4.4
Sandy aicurite 551 2.9
Muddy aleurite 744 19
Mud 3800 20
Sandy mud 160 0.8
Aleunitic mud 1330 7
Mixed sediments 1860 9.7
b 19,000 100

an estimate of the total amount of fine grained
sediment material deposited in the Gulf of Riga
the mean long term accumulation rate is estimated
at 0.285kg m~2 yr?, This is in good agreement
with the estimate above. New 21°Pb determinations
suggest that this estimate may be on the low side.
Based on 0.23 kg/m® we can calculate that 678, 77
and 6.7 mmol/m? of C, N and P are annually
sequestered at the bottoms in the accumulation
areas. Yurkovskis et al. (1993), based their esti-
mate on an average sequestering amount over the
entire Guif area. Recalculation to the entire area
it becomes that 190, 21.6 and 1.9 mmol/m? are on
average sequestered in the Gulf sediments of C, N
and P, respectively. These values are lower than
Yurkovskis et al. {1993) estimate for both N and
P (255 and 2.6 mmol for N and P, respectively).
For P it is comparable with what Wulff and
Stigebrandt {1989) estimated for the Bothnian Bay
(2 mmol/m® yr), and only half of what they
estimated for the Baltic proper (4 mmol/m? yr).
The explanation for the large differences between
our estimate and Yurkovskis et al. (1993) total net
sinks of N are most likely because our estimate
only considers sequestering of N in the sediment
while Yurkovskis et al. (1993) estimation embraces
the total net sink of N, i.e. sediment sequestering
and denitrification. They suppose that the net sink,
within the Gulf, is about 80% of the total load of
92,000 tonnes, i.e. 74,000 tonnes or 255 mmol/m?
year. Our calculation reveals that about 6% (5700
tons) of this sink is due to sequestering of N in

the sediment, mainly as organic nitrogen, The
remaining sink could thus be due 1o denitrification.

5, Summary and conclusjons

The physical structure and carbon- and nutrient
geochemistry of the sediments of the Gulf of Riga,
Baltic Sea, have been examined. Several subfrac-
tions of carbon and nutrients have been analysed
in order to determine sequestering efficiency and
patterns but also how and 10 what extent these
elements regenerate and fractionate during burial,
Annual net sinks of C, N and P in the sediments
have also been estimated.

A good correlation between the physical param-
eters WC and LOI are obtained almost irrespec-
tively of sediment location, -type and burial depth.

There 1s a very strong linear correlation between
the amount of organic carbon and organic nitro-
gen. The average C,,,/N,,, ratio is 10.2. This ratio
is lower than the average ratio of living species in
the Baltic Sea area and thus implies a preferential
N release. The stable ratio indicates clearly that
the preferential N release occurs during haimyro-
lysis and/or almost instantly upon settling at the
sediment surface. Further diagenetic breakdown
of the organic matter proceeds thus by urilization
of C and N in 10.2 proportionality.

In contrast to the strong linear correlation
between C,, and N the C,. /P, and N,/
P, ratios exhibit weak correlation to each other.
This suggests that P, is practically independent
of the concentration of C,,, and N,,. A calculated
average organic C:N:P ratio is 230:22.5:1 which
shows that both N and P are preferentially decom-
posed compared to C but also that P is preferen-
tially fractioned compared to N.

While most of the carbon and nitrogen is organi-
cally bound, inorganic P is usually the dominant
P fraction. The amount of inorganic carbon seldom
exceeds 10% of the total carbon content, while
inorganic nitrog=n normally ranges between
4-10%. For both C and N the highest inorganic
amount is measured at transport and erosion bot-
toms. Inorganic P usually constitutes more than
50%. The amount of AP-P is quite uniform irre-
spective of burial depth and other biogeochemical
factors. MOB-P on the other hand varies within a
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wide range. This is mainly dependant on alteration
in redox conditions and adsorption capacity. Thus,
at least with respect to early diagenesis, aU changes
in the total inorganic P pool determine of the
changes of MOB-P. This is evidenced by the strong
linear correlation between the total inorganic P
amount and MOB-P (Fig. 7).

The amount of inorganic nitrogen (FIX-N and
EX-N) depends to a great extent on the surface
area of adsorbing species, but also on factors such
as clay mineral composition, amount  and
prefixation,

An annual net sink on the accumulation bottoms
of 678, 77 and 6.7 mmol/m! is estimated for C, N
and P, respectively. For N and P this comprises
about 9% and 40% of the total annual load
(Yurkovskis et al., 1993).

The high correlation between both the physical
and chemical measured parameters obtained in the
present study will facilitate exploitation of addi-
tional sediment data from the Gulf of Riga. For
example, the sediment carbon- and nutrient studies
performed by the Estonian Geological Survey and
the Latvian Geological Survey could be used, but
also other physical and chemistry data from other
studies with totally different aims, as long as they
at least contain data on, for instance, W€ and/or
LOr content. By certain calcuLations one can
receive good estimates of many selective carbon
and nutrient fractions with small errors compared
with analytically measured concentrations. This
will pave a way to improve the accuracy of future
nutrient transformation  budgets and calculations
of distribution- and annual sequestering amounts
in the sediments. Proved strong correlations will
also make future sediment analysis less complex
since several tedious and time-consuming analyses
could be excluded and still preserve good accuracy.
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wide range. This is mainly dependant on alteration
in redox conditions and adsorption capacity. Thus,
at least with respect to early diagenesis, all changes
in the total morganic P pool determine of the
changes of MOB-P. This is evidenced by the strong
linear correlation between the total inorganic P
amount and MOB-P (Fig. 7).

The amount of inorganic nitrogen {(FIX-N and
EX-N) depends to a great extent on the surface
area of adsorbing species, but also on factors such
as c¢lay mineral composition, amount and
prefixation.

An annual net sink on the accumulation bottoms
of 678, 77 and 6.7 mmol/m® is estimated for C, N
and P, respectively. For N and P this comprises
about 9% and 40% of the total annual load
(Yurkovskis et al., 1993).

The high correlation between both the physical
and chemical measured parameters obtained in the
present study will facilitate exploitation of addi-
tional sediment data from the Gulf of Riga. For
example, the sediment carbon- and nutrient studies
performed by the Estonian Geological Survey and
the Latvian Geological Survey could be used, but
also other physical and chemistry data from other
studies with totally different aums, as long as they
a! least contain data on, for instance, WC and/or
LOI content. By certain calculations one can
receive good estimates of many selective carbon
and nutrient fractions with small errors compared
with analytically measured concentrations. This
will pave a way to improve the accuracy of future
nutrient transformation budgets and calculations
of distribution- and annual sequestering amounts
in the sediments. Proved strong correlations will
also make future sediment analysis less complex
since several tedious and time-consuming analyses
could be excluded and still preserve good accuracy.
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Appendix

1.1 Chemical- and physical properties of sediments of the Guif of Riga. WC, B.D. and LOI are in % of total weight, g/em® and % of
dry maltter, respectively. All chemical fractions are in umol/g of dry subsiance

Slice  Station LOI wC BD. TOT-C ORGC IN-C TOT-N EX-N FIX-N ORG-N TOT-P IN-P MOB-P AP-FP ORG-P
1 Gl 73 717 119 3218 2576 642.5 218.6 10.9 7.4 200.3 379 29.8 19.6 10.2 8.0
2 Gl 2.8 41.2 154 1637 878 758.3 74.3 36 9.3 61.4 16.1 11.0 24 B.6 5.1
3 Gl 8.0 606 129 3147 2347 800 199.3 9.5 203 169.5 18.6 12.9 2.7 10.2 5.8
4 Gl 10.7 67.8 1.21 3938 3127 810.8 256.4 11.0 220 2235 257 13.8 15 10.3 11.9
5 Gl 1.8 77.3 114 3338 2998 340 285 10.9 26.8 2473 28.1 15.0 53 9.7 13.1
i Glb 9.7 763 115 3987 3271 715.8 280.7 9.7 99 261.1 453 328 25.5 7.2 12.5
2 Glb 39 46.5 146 2171 1212 959.2 97.9 4.8 4.2 88.8 18.6 13.4 3.6 98 5.2
k! Glb 38 433 L5} 1808 1188 620 94.3 4.7 5.0 84.6 16.1 1.1 38 7.3 4.9
4 Glb 6.6 594 1.3 2441 1889 551.7 168.6 84 11.7 148.5 20.2 12.4 3l 9.2 7.9
3 Glb 11.4 71 1.19 4238 3468 770 302.1 11.3 238 267.0 21.2 14.5 4.5 929 12.8
1 G2 17.4 90.3 1.05 5409 5268 141.7 515 94 245 481.0 90.5 593 52.0 73 n2
2 G2 14.1 827 11 4162 3938 224.2 397.1 7.3 249 3649 55.9 5.2 237 11.5 208
3 G2 13.4 81.8 1L.11 3619 3465 154.2 362.1 10.5 26.5 325.2 41.7 24.1 13.6 10.5 17.6
4 G2 (2.9 799 112 3516 3348 167.5 307 11.2 24.6 3348 315 202 9.6 10.6 17.3
5 G2 {2.0 715 114 3527 3290 236.7 3343 10.1 25.6 298.5 35.5 20.5 2.1 11.2 15.0
1 G2b 16.3 87.8 1.07 4829 4693 136.7 464.3 4.6 29.1 430.6 73.7 66.9 61.8 5.0 6.9
2 G2b 14.2 81.6 L1t 4105 3863 2415 400.7 10.3 26.9 3615 43.6 211 23.0 4.2 16.4
3 G2b 13.8 809 111 3984 3783 201.7 400.7 11.4 30.2 359.1 331 222 124 98 10.9
4 G2b 12.8 79 1.13 3583 340] 181.7 370 10.7 29.5 329.8 30.2 204 10.3 10.1 9.8
5 G2b 12.1 773 114 3445 3256 189.2 358.6 10.8 281 319.6 280 19.3 9.5 9.8 8.7

! G4 15.4 89 1.06 4062 3599 62.5 4207 6.0 274 387.3 74.1 45.5 364 9.12 8.6
2 G4 14.6 86.1 1.08 3717 3666 50.8 3893 6.6 28.9 353.8 69.8 43.3 332 10.1 26.5
3 G4 14.1 833 1.1 3645 3584 60.8 377.1 8.0 290 340.2 76.7 488 391 9.8 219
4 G4 13.8 8L8 111 - 3461 3388 72.5 3679 9.4 29.1 329.4 74.5 48.3 383 10.0 26.3
5 G4 13.4 80.7 1.1 3463 372 %0.8 37179 Il 14 3353 56.4 43.3 330 10.3 131
] G4b 16.0 %.1 1.05 4313 4264 48.3 445 4.8 28.3 411.9 54.1 422 36.8 5.4 12.0
2 Gdb 14.5 852 1.08 3688 3632 55.8 397.1 10.3 324 3544 69.3 424 333 9.1 26.9
3 G4db 14.2 &S L.09 3509 3451 58.3 380 8.0 286 343.4 56.2 42.5 331 9.5 13.7
4 G4b 13.6 81.2 Ll 3440 3368 71.7 371.4 10.5 30.8 330.1 57.4 49.2 394 98 8.2
5 G4b 13.2 794 112 3475 3399 758 3771 10.9 30.8 3354 41.9 296 22.8 6.8 £2.3
I G5 14,7 87 1.07 4018 3950 68.3 4279 7.1 40.8 380.0 50.2 43.6 32.7 11.0 6.6
2 G5 13.7 84 1.09 3490 3422 68.3 385.7 8.9 29.1 3477 57.6 47.8 369 10.9 9.8
3 G5 12.7 80.6 1.12 3328 3250 71.5 368.6 10.0 274 3311 49.2 37.2 254 11.8 12.0
4 G5 11.5 778  1.14 2885 2809 758 3243 2.6 27.2 287.5 32.5 23.6 122 11.3 9.0
1 G5 119 783  L13 3242 3142 100 361 .4 10.6 290 3219 317 233 12.0 11.3 8.4
i G6 16.1 879 107 4688 4603 85 484.3 11.2 30.6 442.6 68.9 59.1 50.5 8.5 9.8

9L—£5 (9661 ) p£1 (Bojoany aurimpy | Tv 12 upuiw))
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The vertical and spatial concentration trends of biogenic silica (BSi) were investigated in a variety
of sediment types from the Gulf of Riga. These trends were compared with the concentration
of organic carbon to examine how variations in the mass sedimentation and the dissolution rate
of BSi versus bacterially mediated oxidation of organic matter affect the distribution of BSi
in different environments. The effects of important physical and biogeochemical factors on the
distribution of BSi have also been examined.

The concentration of BSi in the surface sediment at accumulation bottoms ranges between
0.8-1.5 mmol/g with an average concentration of 1.1 mmol/g. This is about two times the
concentration that has been reported in similar sediments in the open Baltic proper. Much
lower concentrations were measured in erosion and transitional areas; on average around (.2
and 0.6 mmol/g, respectively.

A comparison between recent sedimentation rate measurements (2!°Pb) and concentrations
of BSi within different accumulation bottoms suggests an approximate inverse relationship with
each other. The importance of variation ib the sedimentation rate on the surface BSi concentration
is supported by the fact that higher Corp/BSi ratios are found in periphery accumulation zones
close to transition areas (larger supply of carbon rich allochthonous material that dilutes settled
amounts of BSi) than at accumulation bottoms in the central part of the Gulf. The Corp/BSi ratio
in the sediment is always lower than in living siliceous algae which shows that the microbial
degradation of organic carbon is always greater than the inorganic dissolution of BSi, irrespective
of the assemblage of silica and non-silica species.

The general vertical concentration pattern at accumulation sites showed a2 decreased concen-
tration with increased depth down to 2-6 cm below seafloor where the concentration gradually
equalizes. The concentration in the equalizing zone is on average about 20% lower than in
the uppermost centimeter. This implies that the main part of the BSi entering the accumula-
tion bottoms is permanently buried and that a great amount of silica already has been released
during halmyrolysis. The spatial and vertical BSi trends at sites in transitional and erosional
areas reflects prevailing sedimentation conditions with a low concentration in sections with a
dominance of sand and gravel (no deposition of fine materiat) and a higher concentration in the
sections containing stiff glacial clay (former accumulation area).
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The average annual burial amount of BSi in the Gulf has been estimated to be around 50
000 tons of which most is buried in accumulation bottoms outside the central muddy part of the
Gulf. The buried amount is about 60% of the annual river Ioad of silica.

Keywords: Biogenic silica; sediment; Baltic Sea; Gulf of Riga

INTRODUCTION

Silic acid regeneration from biogenic silica (BSi) is supposed to be a major
pathway in the estuarine silicon cycle. Its dissolution rate is important in
regulating the geochemistry in natural waters and adjusting the productivity in
aquatic environments. Silic acid flux from the sediment to the overlaying
water is regulated primarily by changes in temperature and salinity (e.g.
Wermer, 1977; Williams and Crerar, 1985) while variations of pH (Williams
et al., 1985), pressure (Fournier and Marshall, 1983) and oxygen condition
(Yamada and D’Elia, 1984) normally play a minor role in common marine
environments. However, it has been suggested that an increased dissolution of
silica occurs during transition from oxidized to reduced condition when silica
associated with iron(IIl) complexes are removed (Lewin, 1961). Although it
is established that all major salts in sea water and variations in tempera-
ture strongly catalyze the silica dissolution, it should also be mentioned that
Yamada and D’Elia (1984) bave shown that the release rate accelerated very
rapidly between 10 and 20%o salinity and temperatures above 15 °C, but were-
less dependent beneath 15°C and on change in salinity in the low and high
ranges. Additionally, the silica solubility also depends on supply and host
sediment composition, specific surface area, and solubility of certain silica
polymorphs (e.g. Pattan et al., 1992; Tribble et al., 1995).

The surficial spatial distribution of BSi between different types of bottoms
is determined largely by the mass accumulation rate (MAR) and differences
in productivity of certain phytoplankton-based ecosystem, e.g. flagellates or
diatoms. During enhanced diagenesis variations of environmental factors such
as mineral composition, salinity and temperature may become increasingly
important in regards to the concentration of BSi found.

The purpose of this study was to depict the vertical and spatial distribution
of BSi and explore how physical and biogeochemical properties affect the
concentration of BSi in different sediment environments of the Gulf of Riga.

Study area

The Gulf of Riga (Figure 1) represents a semi-enclosed basin and is a
comparatively shallow region of the Baltic Sea. Its maximum and mean
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FIGURE 1 Mip showing the location of the sampling sites in the Gulf of Riga_

depths are 62 and 20 m, respectively. The bottoms of the Gulf constitute
a mosaic of different bottom types with only about 30% of its area containing
bottoms with continuous deposition of fine material (Emelyanov, 1988; Juskevi
8 et al,, 1993; Raudsep et al, 1993). The main river inputs are located in the
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southeastern part of the Gulf (e.g. river Daugava). Water exchange with the
Baltic proper occurs via two shallow sills in the north and western part of
the Gulf (Pastors, 1967). The salinity varies between 4 and 7%e (Yurkovskis
et al. 1993). |

The Gulf of Riga is one of the most eutrophic areas of the Baltic Sea.
The average sedimentation rate is about 290 g C m~2 yr~! or about twice
as much as an average for the entire Baltic proper. According to Yurkovskis
et al. (1993), the primary production, in contrast to the usually nitrogen limited
Baltic proper, is strongly limited with respect to phosphorus. However, it has
been suggested that during certain periods in the southern Baltic proper (Wulff
and Rahm, 1988) silica can not be excluded as a nutrient limiting agent for
selective primary producers.

METHODS

Sediment cores were collected from the research ships “Antonia” and
“Geofizikis” at a total of 23 sites in the summers of 1991 and 1993 (Table I
and Figure 1). We used a modified version of a Kajak gravity corer equipped
with an acrylic liner with an inside diameter of 80 mm (Blomquist and
Abrahamsson, 1985). The cores were sliced on board the ship in one cm
slices down to 5 cm, except at sites G5, Gl4a, G22, G120, T2 and T3
where the slicing depth was 10 cm. After slicing, the sediment samples where
immediately put in a freezer. Measurements for the calculation of porosity
(Berner, 1971) were done by freeze-drying the samples. Extraction of BSi was
made according to the method originally described by DeMaster (1981) with
modification according to Conley and Newberry (1989). Dissolved silica was
measured calorimetrically according to the procedure described by Parsons
et al. (1984). Organic carbon concentrations were measured by using the acid
volatile procedure (Hedges and Stern, 1984). The loss on ignition (LOI, %
d.w.) was measured by heating the freeze dried sediment at 500 °C.

RESULTS AND DISCUSSION

Spatial Distribution of BSi

Of the 23 sampling cores examined (Figure 1 and Table I) 15 are sampled at
bottoms characterized as deposition bottoms for continuous accumulation of
fine material, i.e. sites G2, G4, GS, G6, G7, G8, G9, G11, G14, Gl4a, G16,
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TABLE I The sampling site coordinates in the Gulf of Riga and a brief sediment description

Station Position Depth  Temp. Sediment description Sampling date
(Decca) (m) 0

G1 N57°06'45" 27 22 sandy aleurite, light brown 19.06.91
E23°57'30 down to 2 cm

G2 N57°10°30” 40 21 aleuritic mud, light brown 19.06.91
E23°56'0" down to 1.5 cm

G4 N57°17' 40" 42 3.2 mud, light brown down 18.06.91
E23°50’50" t0 6.5 cm

G5 N57°23'18" 44 3 sandy-mud, light brown down 17.06.91
E23°28'30” to 4.5 cm

G6 N57°24"30" 44 1.9 mud, light brown down 18.06.91
E23°45'45" to 3 cm

G7 E57°26'30" 41 2 mud, light brown down 18.06.91
E24°07'10" to 45 cm

G8 N57°35'30" 44 3.1 mud, light brown down 17.06.91
E23°18'30" to 1.1 cm

G9 N57°36'45" 54 2.1 mud, light brown down 17.06.91
E23°37'0" 1o 4 cm

G10a N57°42'6" 28 12.1 fine sand (2.5 cm) on 30.07.93
E23°21'6" stiff clay

Gl1 N57°42'0" 41 1.8 mud, light brown down 18.06.91
E23 550" to 5 cm

G12 N57°45'20" - 27 3.5 sandy aleuriteon stiff clay 18.06.91
E24°09'15” light brown down 1.5 cm :

Gi4 N57°50"7" 50 1.9 mud, light brown down 17.06.91
E23°28'0" to 3.2 cm

Gl4a N57°46'5"” 42 25 muddy aleurite, 30.07.93
E23°44'0" light brown down to 1.5 cm ' ‘

G15 N57°48’8" 32 1.7 sandy aleunite, light brown 18.06.91
E23°54’45" down to 3 cm

G16 N57°56'35” 34 4 sandy mud, light brown down 17.06.91
E22°46'15” to 2 cm

Gi8 N58°11'45" 27 7.4 aleuritic sand 18.06.91
E23°24'30”

G21 N57°284" 36 2.6  fine sand (0.5 cm) on 31.07.93
E23°09'7” muddy sand

G22 N57°09'75" 38 2.6 mud, light brown down 31.07.93
E23°41'78" 1o 2 cm

G120 N57°25'0 43 2.1 mud, light brown down 28.07.93
E23°55'0" to 2 cm

T2 N57°14'0” 35 42 aleruiteic mud on sandy mud, 28.07.93
24°06'0" light brown down to 1.5 cm

T3 N57°30°0" 43 36 mud, light brown down 28.07.93
E24°06'0" to2 cm

TSa N57°42'0" 32 4.2 aleuritic sand on stiff clay 29.07.93
E22°57'4"

T6 N57°20'0" 45 24 sandy aleruite, light brown 29.07.93
E23°20°0” downto1 cm

G22, G120, T2, and T3. The other sites are sampled at transitional bottoms
(G1, G15, G18 and T6) and erosion or nondepositional bottoms (G10a, G12,
G21 and T5). The results and discussions regarding the spatia] distribution of
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BSi originate from data from the uppermost level (i.e. 0-1 cm below seafloor;
Table IT) . ‘

As expected, the surficial (0-1 cm) sediments in depositional areas always
contain greater concentrations than in transitional and erosional areas. Thus, in
areas with infrequent or lack of sedimentation of fine material the concentration
of BSi is low (100-600 umol/g). The highest concentrations at accumulation
bottoms (with an upper limit of around 1.5 mmol/g) are found at sites in the
central muddy part of the Gulf (e.g. G6, G9, G120, G11, G22). This may
be attributed to differences in sedimentation rates, productivity, halmyrolysis
or diagenesis between the different site locations. However, a weak correla-
tion between concentration of BSi, distance from the main nutrient source
(e.g. river Daugava), small variations of parameters affecting the dissolu-
tion of BSi during halmyrolysis (salinity, temperature, water depth etc.), and
surface sediment properties (mineral composition, oxygen condition, salinity
and temperature) between accumulation sites suggest that the MAR largely
determines the surficial concentration found at each site.- This conclusion
supports the fact that the two main environmental factors (salinity and temper-
ature) that affect the dissolution of BSi almost always exhibit values outside
the ranges where it has been shown to greatly alter its dissolution rate (Yamada
and D’Elia, 1984), i.e. the salinity and temperature seldom exceed 10%o and
15°C, respectively. Furthermore, the measured Cor,/BSi ratios within different
accumulation sites in the Gulf of Riga justify the importance of variation
in MAR on the concentration of BSi. This is because the highest Cor,/BSi
ratios (>3.8) are found at sites close to the outflow of river Daugava (e.g.
G1, G4, G22, G120, T2) and at accumulation sites close to transition areas
in the northern part of the Gulf (G14, G14a, G15) while the lowest (<3.8)
are found at sites in the central part of the Gulf (G5, G6, G8 and 'G9). Thus,
accumulation bottoms adjacent to transition areas are supplied with a larger
amount of allochthonous and resuspended material diluting settled amount of
BSi. Additionally, recent sedimentation rate estimates (*!°Pb) from a variety
of sites in the Gulf of Riga (B. Larson, pers. com.) affirm that variations
in the sedimentation rate are of great importance for the surface concentra-
tion of BSi. This is because the distribution of BSi in surficial accumulation
sediments roughly appears to vary inversely with the estimated sedimentation
rate. The large significant differences in the MAR for the sediment surface
concentration of BSi has also been emphasized by Conley et al. (1986) and
Pattan er al. (1992). Conley et al. (1986) suggest that the concentration of
BSi in the sediment of Lake Michigan varies inversely with the sedimentation
rate, mainly due to that enhanced portion of allochthonous material diluted
by diatom frustules in sites near the coast. This was also concluded by Pattan
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et al. (1992) to be the case in the Indian Ocean sediments even though the
authors also stressed the variations created in productivity and preservation of
siliceous tests.

Much lower C,/BSi ratios (Figure 2) are found in the topmost layer at sites
in transitional and erosion areas which suggests that dissimilarities between
the dissolution rate of BSi and the microbial breakdown of organic carbon are
of significance during enhanced diagenesis if the bulk settled material during
that time were not of completely different composition than found currently.

The average concentration of BSi found in present study (1.1 mmol/g or
3.1% d.w.) is about two times higher than what is reported to be an average
value for the entire open Baltic Sea (Lisitzin, 1972; Emelyanov, 1988). This
is most likely caused by higher diatom production in the Gulf of Riga than
the average in the open Baltic Sea. Diversity in water depth between the Gulf
of Riga and the open Baltic proper could also partly explain the differences
since it is well known that the most labile part of BSi rapidly releases during
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halmyrolysis (Skjodal and Wassmann, 1986; DeMaster et al., 1992; Thunell
et al., 1994). The concentration of BSi in the Baltic region is in the lower
range compared to other marine environments (DeMaster, 1981).

Vertical Concentration Trends of BSi

The vertical concentration trend of BSi at all accumulation bottom sites,
except site Gl4a, exhibits a sharp initial decrease (down to 2-6 cm below
seafloor) followed by a leveling off of concentration (Table II). The uniform
concentration occurred closer to the sediment-water interface at accumulation
bottoms in the central muddy part of the Gulf (2-3 cm below seafloor) than at
similar bottoms closer to transition areas. Thus, the differences between depth
below seafloor and observed uniform concentrations of BSi between different
accumulation bottom areas are most likely correlated to the MAR at each
site, i.e. elapsed time between settling and final burial content is similar at all
kinds of accumulation bottoms. Site G14a represents an exception from the
general vertical pattern of BSi with almost an even concentration throughout
the sediment profile. This may be attributed to intense bioturbation in that
area. The vertical BSi concentration trends at transition bottoms exhibit an
initial decrease followed by an increase below 2-3 cm below seafloor (except
at site G15 where the concentration decreases with increasing depth below
seafloor throughout the profile). The vertical concentration trend of BSi at
erosion bottoms exhibits constant increasing concentration with increasing
depth below seafloor.

The observed main vertical concentration trends at sites from accumulation
areas reflect the kinetics of the diagenetic silica acid regeneration of deposited
BSi. It also suggests that permanent silica storage occurs somewhere between
2-6 cm below seafloor or about 5-15 years after settling (according to recent
210Ph measurements). The decrease in the BSi concentration normally ranges
between 100-400 umol/g (on average about 200 mol/g or 20% of surface
concentration). Thus, it would appear the major parts of the BSi entering
the sediment surface are permanently buried. The vertical BSi trends at sites
in transitional and erosional areas reflect prevailing sedimentation conditions
with low concentrations in sections with dominance of sand and gravel (no
deposition of fine material) and higher concentrations in the sections containing
finer material such as stiff glacial clay (indicating a former accumulation area).

The general vertical trends of the Cory/BSi ratio at all bottoms decrease with
increased burial depth. The decrease of the ratio is especially pronounced at
transition and erosion bottoms. The lowest ratios were found in the glacial
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TABLE I Vertical organic carbon (ORG-C; pmol/g), biogenic silica (BSi; umol/g) and loss on
ignition (LOY; % d.s.) figures from the different sites

Site Slice ORG-C BSi LoI Site Slice ORG-C BSi LOI

G1 1 2576 409 73 G9 1 4915 1318 17,0
2 878 227 2,8 2 3732 1142 14,6

3 2347 378 8,0 3 3455 1101 13,8

4 3127 506 10,7 4 3496 1140 13,5

5 2998 634 11,8 5 3306 1132 12,9

G2 1 5268 1366 17,4 G10a 1 484 129 1,7
2 3938 937 14,1 ; 2 173 177 0,7

3 3465 896 13,4 3 204 509 1,8

4 3348 789 12,9 4 288 614 33

5 3290 778 12,0 5 348 537 5,8

G4 1 3999 1052 15,4 G11 1 3774 991 13,6
2 3666 981 14,6 2 3288 886 12,3

3 3584 826 14,1 3 3190 851 11,9

4 3388 989 13,8 4 2992 761 11,2

5 3372 1008 13,4 5 2704 787 10,4

G5 1 3950 1346 14,7 G12 1 450 191 1,1
2 - 3422 1229 13,7 2 220 196 0,8

3 3250 1082 12,7 3 264 402 2,0

4 2809 1074 11,5 4 208 557 3,0

5 3142 1078 11,9 5 245 781 45

6 2796 1063 10,4 Gl4 1 5048 1278 17,0

7 2186 963 10,6 2 3434 1130 13,5

8 2078 954 10,6 3 3317 1072 13,0

9 2103 957 10,3 4 3162 1016 12,6

10 2133 1012 10,4 5 3166 1011 12,9

G6 1 4603 1352 16,1 Gl4a 1 3627 843 12,2
2 3460 1276 13,7 2 3388 853 11,3

3 3290 1218 133 3 3228 838 11,0

4 3343 1184 13,0 4 3095 851 11,0

5 3061 1174 12,5 5 3041 845 113

G7 1 4035 1083 14,0 6 3310 809 11,1
2 3542 10060 12,9 7 3351 864 11,2

3 3275 944 12,0 8 3313 868 11,0

4 3226 880 11,6 9 2777 809 10,5

S - 2498 916 9,5 10 2068 630 8,9

G8 1 4911 1505 16,9 G15 1 2690 666 9,4
2 3998 1368 14,4 2 1878 464 73

3 3500 1290 13,4 3 1336 375 4,9

4 3426 1421 13,5 4 693 182 2,5

5 3172 1258 12,3 5 436 154 1,6

G16 1 3791 914 13,0 T2 1 4176 833 13,2
2 2784 855 10,7 2 3616 729 12,5

3 2868 313 10,7 3 3460 699 12,3

4 2688 801 10,6 4 3098 630 10,9

5 2466 761 10,06 5 2432 609 8,7

G18 1 087 257 3,6 6 2267 479 8,6
2 600 192 2,2 7 2454 502 8,5

3 502 181 1,9 8 2096 437 7,9

4 428 450 3,1 5 2004 436 75

5 293 634 45 10 1955 456 7.8
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TABLE 11 (Continued)

Site Slice ORG-C BSi LOI Site Slice ORG-C BSi LOI

G21 1 423 143 1,3 T3 1 - 4902 909 16,4
2 348 170 1,2 2 3498 827 15,0
3 489 267 2,2 3 3052 807 13,1
4 483 383 2,7 4 2918 705 12,2
5 514 359 3,0 5 2602 769 11,2
G22 1 4938 994 15,7 6 2575 699 10,1
2 3807 901 12,5 7 2203 748 9,7
3 3386 816 11,5 8 2083 743 9,7
4 3258 801 11,3 9 2135 762 9,8
5 3349 742 11,2 10 2014 685 9,3
6 3220 684 10,3 T5a 1 403 193 1,2
7 3146 763 10,6 2 423 403 1,7
8 3098 762 10,6 3 525 506 3,2
9 2746 686 9.9 4 678 500 4,0
10 2654 647 9,6 5 555 562 3,8
G120 1 4743 1047 16,1 T6 1 2121 646 6,1
2 4134 972 14,2 2 668 267 2,1
3 3581 940 13,1 3 231 105 0,9
4 3334 944 12,6 4 285 253 1,2
5 3226 944 12,8 5 227 301 1,7
6 3148 908 125
7 2984 932 12,0
8 2917 888 11,5
9 2884 862 11,3
10 2723 913 10,4

clay part at erosion bottoms (down to 0.3). It shows that the diagenetic micro-
bial degradation of the bulk organic carbon concentration (e.g. diatoms and
flagellates) proceeds faster and different from the dissolution of BSi, inde-
pendent of variations in the MAR and biogeochemical properties. Although
a relatively high coefficient of determination is obtained by comparing all
measured concentrations of Co, and BSi (Figure 2; R?> = 0.77), it could
clearly be seen that the ratios obtained from transition/erosion and from accu-
mulation areas vary considerable both between these three bottom categories
and also between sites located within accumulation areas (R = 0.32). It
thus confirms that the dissolution of BSi and degradation of C,, are separate
and of different magnitude, irrespective of bottom environment. Fractionated
separation, both during halmyrolysis and diagenesis, between BSi and organic
carbon has also been emphasized by Martin ef al. (1991) and DeMaster et al.
(1992). Further, the obtained bulk sediment Cors/BSi ratios are always lower
than the average in living diatoms (i.e. 7.7, Brzezinski, 1985) which addition-
ally confirms that the breakdown of organic carbon proceeds faster than the
dissolution of BSI, irrespective of variation in productivity and sedimentation
rate between silicon and non-silicon carrying organisms.
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The differences between dissolution rate of BSi and microbial degradation
of organic carbon disallow one to be calculated form the other (Figure 2).
Irrespective of bottom type .and burial depth, a better coefficient of determi-
nation is obtained by comparing the concentration of BSi with the poorly
defined chemical quantity loss on ignition (LOI) (R? = 0.89; Figure 3). The
LOI content is normally used as a qualitative measure of the organic content
of the sediment, despite the well known fact that chemically bound water and
other void compounds normally evaporate to some extent during combustion.
However, even though LOI does not represent a well defined quantity, it is a
very commonly measured quantity in practically all kinds of sediment inves-
tigations (e.g. the large sediment investigations performed by Estonian and
Latvian Geological Survey; JuSkevi s et al., 1993; Raudsep et al., 1993) and
could, thus, be used to estimate the concentration of BSi with precision. This
will pave the way for the use of old sediment data which lacks measurements

1600 -

Biogenic silica (umol/g)

O+—— +—7—

T
0 4 8 12 16 2
Loss on ignition (% d.w.)

FIGURE 3 Relationship between the loss on ignition (LOI) and the concentration of BSi. The
linear regression line drawn in the figure has a coefficient of determination (R?) of 0.89.
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of BSi, to improve the accuracy of future silica transformation budgets and
calculations of distribution and annual burial amounts of the sediments.

Estimation of Annual Sequestering of BSi

As has been mentioned earlier, silica acid regeneration and flux from the sedi-
ment is governed mainly by variations in chemical composition and temper-
ature of the solution. However, it has also been shown that the dissolution
rate of BSi with respect to salinity and temperature are only of major signif-
icance in salinity ranges between 10 and 20%¢ and temperatures above 15°C
(Yamada and D’Elia, 1984). If this is also true for the Gulf of Riga, variations
in salinity and temperature between the different accumulation sites can be
neglected since they normally are below 10%o and 15 °C, respectively. Thus,
the only remaining diagenetic factor that may affect the dissolution of BSi
is when silica attached to ferric complexes releases simultaneously with the
dissolution of solid ferric complexes during redox shifts. However, as has been
stated earlier, BSi normally reaches uniform concentrations between 2-6 ¢m
below seafloor, i.e. hardly ever above the transition zone between oxidized
and reduced conditions (Aigars, unpublished data). Therefore, based on the
general vertical concentration pattern with a uniform concentration somewhere
between 2-6 cm below seafloor, an estimate of total annual sequestering of
BSi can be made by calculating average amount (moles/area) of BSi from
levels beneath the redox boundary layer.

We have subdivided the accumulation bottoms in the Gulf into two different
categories. First, accumulation bottoms located in the central muddy part of
the Gulf with C,,/BSi ratios below 3.8 and with a uniform concentration
2-3 cm below seafloor. Second, accumulation bottoms closer to transitional
areas with a higher sedimentation rate, with C,,/BSi ratios larger than 3.8
and with a uniform concentration deeper than 5 cm depths below seafloor,
i.e. average concentrations are taken only from sites where the slicing depth
exceeds 5 cm (Gl4a, G22, T2 and T3). The sedimentation rate estimates
done by Kuptzov et al. (1984) suggest a sedimentation rate of 2.2 mm/year
(consolidated sediment) close to transitional areas and about one mm/year at
accumulation bottoms in the central part of the Gulf. These sedimentation rates
are comparable with recent estimates (*'°Pb). From these figures the average
sediment weight/m? (using bulk densities; Richards et al. 1974) is estimated
at 0.65 and 0.23 kg for sediment adjacent to transition areas and accumulation
bottoms in the central part of the Gulf, respectively. Based on an estimate of
the total amount of fine grained sediment material deposited in the Gulf of
Riga the mean long term accumulation rate is estimated at 0.285 kg m—2 yr~1.
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This agrees with the estimate above but on the low side compared with recent
210ph determinations. Nevertheless, based on a sedimentation rate of 0.65 and
0.23 kg m~2 yr~! and a mean final burial concentration of BSi of 650 and
900 umol g~ for accumulation bottoms close to areas with high resuspension
activity and accumulation bottoms in the central part of the Gulf, respectively,
we can calculate that 423 and 207 mmol m~2 on average are finally buried
in these two different types of accumulation environments. The total area of
accumulation bottoms covers about 30% (5700 km~2) of the total seafloor area
and approximately half of this area represents accumulation bottoms adjacent
to areas with high resuspension activity. Thus, the average total net sink of BSi
is 50 300 ton yr~! of which the main part (67%) is buried outside the central
muddy part of the Gulf. It represents around 60% of the total annual average
runoff of silica (estimated from the figures given by Andrushaitis et al. (1995)
on average annual runoff values of water and silica). The remaining amount
should thus be exported to the Baltic proper.

CONCLUSIONS

The highest concentration of BS: 1s found at accumulation bottoms in the
central muddy part of the Gulf. The concentration at accumulation bottoms
seems to vary inversely with the measured MAR (*'°Pb). Inverse depen-
dence between the MAR and the concentration of BSi agrees with lower
Corg/BSi ratios measured in accumulation bottoms close to transition bottoms
supplied with comparatively larger amounts of allochthonous material that
dilute settled amounts of BSi. The vertical and spatial concentration trends at
transition and erosion bottoms reflect roughly prevailing sedimentation condi-
tions with low concentrations in areas with a dominance of sand and gravel
and higher concentrations in areas with A greater abundance of clay material
(former accumulation site). The relatively uniform temperature and salinity
between different accumulation bottom areas exclude to a large extent diage-
netic affected variations in silica acid regeneration from BSi.

The surface C,rp/BSi ratio is always lower than the average ratio in living
diatoms indicating that the microbial breakdown of organic carbon during
halmyrolysis and diagenesis are always faster than the inorganic dissolution
of BSi, irrespective of the ratio between phytoplankton-based communities.

Permanent burial of BSi seems to occur 2-6 cm below seafloor or about
5-15 year after settling (according to recent MAR measurements). A decrease
in concentration of around 20% from surface down to the uniform concentra-
tions suggests that a dominant part of the sediment BSi is permanently buried.
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The average annual burial of BSi in the Gulf of Riga has been estimated
to be around 50 000 tons of which a dominant part IS buried in accumulation
bottoms outside the central muddy part of the Gulf.
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Basinwide mass budgets and models are important tools in coastal zone analysis. Sediments play an important role, as
storage, in the nutrient dynamics of these relatively shallow regions. Due to economic and practical reasons, sediment
sampling is often made rather sparsely and irregularly. Most interpolation methods are therefore not suitable, as they
demand a great deal of data sampled on a regular grid. Cokriging is a method that, at least in some part, overcomes these
drawbacks. From a monitoring point of view it is a favourable method, as it incorporates information from additional
variables, that may be more economical and more frequently sampled.

Estimates of spatial distribution and total amounts were carried Out for organic carbon, nitrogen and phosphorus in the
Gulf of Riga surficial sediments. Loss on ignition was included as a covariable. Using known deposition rates on the

accumulation bottoms,

the mean sink values of these substances were estimated and compared with previous model

results. For this srudy, the resulting total amounts were | IDa 000, 129000 and 14000 tons for carbon, nitrogen and

phosphorus, respectively. This leads to an annual accumulation of 5gCm - 2.

Keywords: nutrients;
Introduction
Sediments are important in environmental  studies of

the coastal zone. They act as sinks and sources for
both degraded/transformed organic matter and pol-
lutants. As an example, Shaffer and Ronner (1984)
showed that 80-90% of the denitrification  process
(which is assumed to represent the major nitrogen

sink in the Baltic proper) originates from the sedi-
ments. Wulff et al. (1986) found that approximately

23% of the annual gross nitrogen assimilation in
the Baltic proper entered the sediments. Half of it
was denitrified and half was recycled. Only a minor
portion was sequestered.

In most monitoring  programmes,  sediment samples
are taken irregularly and sparsely over a chosen area,
often without a well-defined sampling strategy/design.
Sanden and Danielsson  (1995) showed that the most
commonly used hydrographic  stations in the Baltic
Sea cannot be seen as representative  for their sub-
basin. Their investigation  was concerned  with the
conditions in the water mass, but the situation s
similar for the sediments, where the sampling gener-
ally is limited 10 only a few bottom types,

Sediment sampling is usually restricted to soft (ac-
IcumulatiOn) bottoms,  where it is possible to use some

I
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kind of gravity sampler. The use of grab samplers
allows sampling at other bottom types, but the vertical
resolution deteriorates. Transpon and  erosion
bottoms  (Hakansson & Jansson, 1983) are examples
of unders.ampled regions for measurement of reliable
vertical concentration profiles.  Consequently, sam-
pling often results in a skewed picture of reality. It
would be helpful for monitoring programmes if ad-
ditional information  could be embraced to improve
the estimates. By doing so, a more thorough picrure of
nutrient conditions can be obtained. These additional
variables are especially interesting if measured more
frequently in a spatial sense. Physical variables (e.g,
water depth), hydrographic  observations (e.g. salinity)
or sediment  characteristics (e.g. loss on ignition)
could all be included in the analysis. In addition to
having high sampling frequency, they are often closely

coupled to element concentrations in sediments, and
are significantly less expensive to obtain.

Most marine  studies concerning  modelling and
budget calculations are built upon sparse data sets.
Total amounts are estimated for entire basins using
the mean concentration from just a few stations
(e.g. Cannan & Wulff, 1989) or some son of inter-
polation  routine, with no consideration taken to
spatial  dependence (e.g. Wulff & Rahm, 1988).
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FIGURE I. The Baltic Sea with the Gulf of Riga. Isolines indicate depth in metres.

Another common weakness in most interpolation
methods, with the exception of kriging, is the lack
of uncertainty calculations, making it difficult to judge
me value of the outcome. To overcome this problem,
an attempt to interpolate the concentration of organic
phosphorus in sediments wusing a geosratistical
method, cokriging, has been reponed by Danielsson
(1994).

The aims of this study are to estimate the surficial
spatial distribution and standard deviation for organic
carbon, nitrogen and phosphorus in the Gulf of Riga
sediments, and to calculate the net sink for each
respective substance. By combining these estimates
with existing nutrient budget calculations, ' new' in-
formation about processes involved is obtained. These
sinks are compared to previous estimates, based
on only a few observations. The real advantage of
cokriging, compared to other interpolation routines,
including other kriging techniques, is the inclusion of
covariables, This means that one may improve esti-
mates with additional information from variables that
are easier and cheaper to measure. \\'ben calculating
the total amount of each substance being accumulated
in the sediments, the entire concentration fields are
used instead of, as usually, only the mean concen-
tration of a few stations.

Gulf of Riga and data material

Physics and hydrogeochemistry of the Gulf

The Gulf of Riga is located on the eastern side of the
Baltic Sea (Figure 1). This basin is rather shallow
(area= 18000 km? volume=406 krn'), with a maxi-
mum and mean depth of 51 and 23 m, respectively.
The islands of Muhu Sound and Archipelago and the
large island of Saarema separate it from the Baltic
proper. There are two sounds, the northern Sound of
Muhu (mean depth of 5m) and the southern Sound
of Irbene (maxirnurndepth of 35 m and a mean width
of 30 krn). The water exchange is rather limited.
Petrov (1979) estimated the annual water exchange
to approximately 360 krrr', i.e. a residence time of
almost | year. This exchange occurs mainly through
the souhern sound and primarily during wintertime
(Pastors] 1967).

There is a large seasonal variation for most physical
and geochemical variables in the Gulf. During autumn
and winter the Gulf is well mixed and homohaline
(4-7), except at the Sound of Irbene and close to the
river mouths (Berzinsh, 1980). A residual circulation
exists, southwards along the West coast and north-
wards on the eastern side of the Gulf (Yurkovskis



et al,, 1993). During summer there is a strong thermal
stratification,  which later is mixed by the autumn
winds. Oxygen concentrations near the bottom in-
crease during winter and spring to decrease in sum-
mer. This is mainly an effect of the degradation of
deposited organic matter and a thermal control of
turbulent  vertical mixing (Berzinsh, 1980).

According to the classification  of Vollenweider
(1968), the Gulf is categorized as eutrophic. The
major inputs, to the Gulf, come from rivers, coastal
municipalities and diffuse sources, e.g. the atmos-
phere (Yurkovskis et al., 1993). The drainage covers
an area of 135700 km? where the major pan is
forested (38%) and only 0-1% is classified as urban
areas (Sweitzer et a/.,, 1996). The two main rivers are
the Daugava and Lielupe. Grimvall et al. (1991)
calculated the total river load for 1989 to be 71 300
tons of inorganic nitrogen and 1850 tons of total
phosphorus.  In the same year, the dominating point
source, the city of Riga (population of ~ 910000),
contributed  with approximately 4600 tons of total
nitrogen and 690 tons of total phosphorus  (Yurkovskis
et al., 1993). The annual armospheric deposition is
about 16 000 tons of inorganic nitrogen and 300 tons
of organic phosphorus  (Yurkovskis et al., 1993). The
nitrogen load (approximately  0-36 mol m - 2 year- 1)
will be significant for this limited area. It may be
compared with the corresponding loads to the Baltic
Sea and Chesapeake Bay of 0-22 and 0-94 mol m - 2
year - 1, respectively (Nixon et al., 1996). For phos-
phorus the load (5 mmol m - 2year - 1y is close to one
of the entire Baltic Sea (4 mmol m- 2 year- 1), but
well below that of Chesapeake Bay (41 mmol m - 2
year- 1).

The Gulf bas a high N:P
and 50: | during productive
phorus is the limiting nutrient for primary production.
Yurkovskis et al. (1993) also showed that the Gulfhas
a large internal sink (of sedimentation and denitrifica-
tion) for inorganic nitrogen, >75% of the total load.
They found hardly any deposition of total phos-

ratio (20: 1 wintertime
seasons) suggesting phos-

phorus, probably a result of export as particulate
matter to the Baltic proper. Together, the riverbom
and point loads of inorganic nitrogen to the Gulf
represents over 30% of the total load to the Baltic
proper (Rosenberg et al., 1990).

Dahlberg et al. (1995) set up a prediction model
concerning the turnover of phosphorus and nitrogen.
Their model showed that a reduction of phosphorus

result in an increased. net
to the Baltic proper. This would

input to the Gulf would
export of nitrogen

result in an increase of the Baltic eutrophication,
although the conditions in the Gulf would improve.
On the other hand, a moderate reduction in the

Spatial estimation of nutrient distribution 715

FIGURE 2. The Gulf of Riga showing the positions of the
sampling Stations. (+) denote digitized Stations from maps
and (L) the sampled stations. No samples in the northern
pan, as this area is Estonian territory.

in the
estimate
loads to the Gulf is not only of
but also of regional importance.

nitrogen load would not change the conditions
Gulf significantly. This shows that a proper

of the fate of nutrient
local interest,

Data

Thirty-one  sediment cores were sampled in the sum-
mers of 1991 and 1993 by Larvian ships (Figure 2).
Twenty-six  of these cores were divided into five layers
(0-1,1-2, , 45 em below sediment surface), while
the other five consisted only of one layer. In addition,
data from 386 locations with loss on ignition data was
available. These data were extracted from maps ob-
rained from the Nordic Council of Minister's project
, Gulf of Riga . There is a lack of data in the northern
part of the Gulf as this is Estonian territory. In these
maps values were given for the top 2 em and therefore
this interval was chosen for the present study. Those
cores, with 1em layers, were weighted to account for
the top 2 em, using weights considering the amount of
organic substance in me sediment for each of the two
layers.
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TABLE 1. Descriptive  statistics

Variable Mean/Median SD 1
29.79/41.71 20-48 31
3.1914-42 2-28 31
0-38/0'31 0'29 31
4.65/2'58 4'73 31 +386

Mean/median  are given in mg g - 1. except for Lol which is given in
percent, all of them dry weight.

" denotes the number of observations. Note that Lol includes the
31 stations as well as the 386 digitized. SD, standard deviation.

The inorganic concentrations of carbon, nitrogen
and phosphorus  were estimated by standard methods
(Hedges & Stem, 1984; Mackin & Aller, 1984;
Froelich et al., 1988). Organic carbon (Corg)' nirrogen
(NOrg) and phosphorus  (POT1") were calculated by dif-
ference to their total amounts (Hedges & Stem, 1984;
Froelich et al., 1988). The water content (WC) was
measured by drying the sediment at 80 -C to constant
weight. 1..01 was measured after heating the sediment
samples to 500-C during 2 h. For a closer description
of the chemical analysis see Carman et al. (1996).
Descriptive  statistics for each of the variables are
shown in Table 1.

Methods

Spatial inierpolaiion

It is an
which is

Cokriging was used for spatial interpolation.
interpolation ~ method derived from kriging,

an optimal, in the sense of being a best linear unbiased
estimator, interpolation method (see e.g, Cressie,
1993). In cokriging, additional information from

other variables, so called covariables,
into the analysis.

There are rwo situations when cokriging
provides better estimates than most other
tion methods-the undersampled and
case. In the first case (Myers, 1982) the primary
variable is measured sparsely and additional, highly
correlated, data are sampled also at additional loca-
tions. By including these stations the area is spatially
bener covered and more information is gained. Iso-
tropic means that more than one variable is measured
at every spatial location. The latter situation is com-
mon in for example sediment samples, where more
than one variable is usually analysed for each core.
Yates and Warrick (1987) showed that if the corre-
lation coefficient between a primary variable and the
covariable exceeds 0-5 the inclusion of the covariable
is favourable, and cokriging performs  berrer than
kriging.

are incorporated

usually
interpola-
the isotropic

The concentrations  Z(5),
model:

can be described by the

2 =p+ | bj@) )

i= 1
where s denotes the spatial location of the sample, uis
a vector containing the unknown large scale varia-
tions, hieS) denotes the small scale flucruation for
variable iand nis the number of observations. As seen
above, p is independent of S, i.e. the model does nor

account for any major spatial trends, so-called drifts.
Instead it assumes one overall concentration, except
for some smaller deviations dependent on the spatial
location.

is to estimatethe concen-
where no observations exist.

The aim for cokriging
tration at some locations

For this, a weighted linear estimator (Cressie, 1993) is
used:
M p
z150) = L uzjs) + 1 vz @
A=1 - 1
with conditional  weights
i"- ul:. = 1 (3)
k= 1
to make it unbiased, i.e. ordinary cokriging with two
non-biased  constraints (Marcone, }991). Z,and Z,are
observed concentrations  of variable i respective j. so
denotes a vector of geographical positions for the
estimates. u and v are the wvectors of the kriging

weights for each respective variable.
According the regionalization  theory,
tions are assumed to have less correlation if far from
each other than two closely positioned observations.
This means stations geographically close to the esti-
mation location should be given higher weights than
those further away (Cressie, 1993). To decide the
weights, cross-variogram  functions are used. These
functions  describe the spatial correlation  structure
between  different variables. The cross-variograms
(and variograms when i=j, i.e. the correlation struc-
rure within one variable) are calculated according to

two observa-

(Cressie, 1993):
Z>(||hJ:-f~_J!j;}($y!(SI:J"Th}-2~{3'~JI()~:](~".Lh),

-Zj(sp)J (4)

where the h (called the lag) is the Euclidean distance
between two stations. N(h) isthe total number of pairs
at lag h (see McBramey and Webster, 1986).



To each ser of cross-variograms, calculated accord-
ing to Equation 4, a functon was adopted, using
cross-validation {(Hjorth, 1994). The function chosen,
was the one that best described the fearures of
the cross-variogram ws lag. A spherical function
(see Cressie (1993) for an overview of aliernanve
funcdons) was chosen as the most suitable for all
cornbinations,

.?(h)u
0 h=0

= CD+C5{(3/2)(h/a)—(1/2)(h/a)3} O<h<a (5)
Cy+C, h>a

The nugget, G, is the value of the function when the
lag approaches zero. This property is caused by either
measurement error of where small scale variations are
apparent at shorter distances than the shortest dis-
tance between measurement points. The parameter a,
called the range, is the lag where a correlation is no
longer apparent. The corresponding value on the
variogram, C,, is called the sill.

One of the greatest advantages of kriging as an
interpolation method, is that it provides a varance
estimate for each value. It can for example be used to
see where the estimares are rather uncertain and
thereby where extra sampling effort should be pur.
The cokriging variances are calculated, according to
Marcotte (1991):

o2=0? — diag[K*1] (6)

where o7 is a vector containing the observation vari-
ances (one for each variable), K is 2 matrix consisting
of the covariances between the variables and 7 is the
cokriging weights matrix.

Cokriging does not account for mends. Median
polish (see e.g. Cressie, 1993) was used 10 examine
the rnaterial for drift and anisotropy, i.e. overall sparial
rend and spatal wends depending on directon. No
signs of any trend appeared in the present data set and
no further considerarion was taken.

It should also be mentioned that the data used
are standardized. The reason for using standardized
data and then transforming them back to original scale
after cokriging, is that no variable should be given
higher influence just because it had much higher
concentrations.

Total amount calculations

Total amounts are often interesting informaton in
modelling as they serve as inputs or storages. Often,

= 100+ 1-6 % (Water Content + Loss on Ignirion)
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"mean concentrations, for only a few stations, are

multiplied by the mean sediment weight and the total
area to get the total amount. In this paper, the aim
was to use more of the information given when
estmating the total amounts to improve the accuracy
and resolution.

To achieve the total amount per area unit, the
concentraton in each grid node obtained from the
cokriging procedure, was multiplied by the dry sedi-
ment weight at each spatial location. Then to estimate
the total amount these values are integrated over the
accumulaton bottoms. There are two reasons for why
only this sediment type was used. First, the study
should be comparable with previous sediment studies,
where only accumulation sediments have been under
consideration. Secondly, the content is only deposited
on accumulation sediments, although looking at the
top 2 cm does not give the true accumulation rate.

For each positdon, where the concentration is est-
mated, the sediment weight is needed. This mass
content is calculated as bulk density minus warer
content. Bulk density is the sediment-water mixture
weight per volume unit. According to Hakansson and
Jansson (1983), bulk densiry is parameterized by:

" Bulk Densiry

260

(7

Bulk density could not be calculated in the cokriging
locations, due to lack of water content estimates.
Therefore, a relationship between bulk density and
organic carbon, which has been observed in different
environments (see e.g. Hakansson & Jansson, 1983}
was used. To estmate this relation, simple linear
regression was adopted, with the narural logarithm on
bulk density minus warer content as the dependent
variable, and organic carbon as the independent one.
The regression equation was determined from the
31 sampled stations, where data on both bulk density
and organic carbon exists. The regression model, in
exponental forms:

(Bulk Density — Water Content x Water Density)

=g {4 +B8%xCorgtel (8)

“where A is the intercept, B the slope from the regres-

sion analysis and ¢ the random component.

"Results

The resulrs are divided into two paris: spatal distri-
butons of organic C, N and P; and calculaton of
total amounts. The first gives a descripton of the
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TABLE 2, Pearson bivariate correlation coefficients

TaAsLE 3. Cross-variogram functions after standardization

Variable N P, Lol
Corg 0-99 0-88 0-98
N, 0-88 0-67
P;q 086

concentration and variance fields. The total amount,
for respective substance, is compared with previous
studies from the same area. They will probably give an
overestimation of the sequestering as it is based on
surficial sediments with only partly degraded organic
matter. With a calculated tme span of 1-3 decades,
the degradaton process will probably have reached
the final stages for only the deeper parts of the
investigated sediment layer. Using some additional
data from the deeper sediments, it was seen thart the
concentration of carbon decreases abour 35-50%
from the surface layer {(0-2 ¢m) to the bottom layer
(5-10 cm). Nitrogen shows a similar behaviour. Phos-
phorus, on the other hand, shows 2 50% lower con-
centraton in the lower layer, but there bulk density
is higher, i.e. from 108 gcm ™ ? in the surface layer
to 1-19 g cm ~ 2 in the bottom layer. This means that
the total amounts become almost the same for both
layers.

Concenrration fields

Cokriging was used for estimaring the spanial distmmbu-
tion. To see if the covariable (Lol) was suitable (cor-
relation coefficient >0-5) the correlaton coefficients
berween the organic substances and the covariable
were calculated (Table 2). As seen, the correlation
berween Lol and each of the three substances was
high and Lol was seen as an appropriate covariable.
For each substance the concentraton was estimated
according to Equaton 2, with Lol as covariable:

M P
Corg(s0) = 3w, Cp e (5D + 3 v, Lol(s)
k=1 i=1
M P
Norg(so) = z u, Nou(s) + Z vl I'DI(S) (9)
k=1 =1

M P
Pog(s0) = Y w P, (s)+ Y v, Lol(s)
k=1 I=1

To determine the weights (u; and v) the cross-
variogram functions were estimated, using Equation
5. The characteristics of the various cross-vanogram

Nugget Sill Range
Variable (o) {co {a)
Corg 0 0-950 20 000
Nz 0 0-951 35 000
P, 0 1-041 30000
Lol 0 1-050 15000
Corg/Lol 0 0-413 30000
Nogg/Lol Y 0-458 37000
P, /Lol 0 0-359 35000

funcdons are presented in Table 3. It may seem
unrealistic to have nugget values of zero for all vario-
grams, but due to a lack of data, it was difficulr to get
2 good picture of the ougger effect—except for Lol
Therefore, the nugget was assumed to be zero. As
seen, the correlation lengths were rather similar for all
variables, although z bit lower for Lol.

Estimates were calculated for each node in a grid
net (each square of size 10 000 m x 10 000 m) cover-
ing the Gulf. This grid size was decided according
1o the results from the correladon lengths. Using a
larger grid would, i.e. larger than the range, give zero
weights for starions at longer distances. A smaller grid
would be more time consuming without substantially
changing the concentration field and would probably
lead to a lack of stations for some estimates.

Using linear interpolaton on the estimates, the
concentration field for the respective substances was
received [see Figures 3(a), 4(a) and 5(a}]. The north-
ernmmost parts of the Gulf are left out 1o the calcula-
wmons, due 1o lack of observations. The southernmost
bottoms mainly consist of erosion bottoms with very
low concentrations. All three concentraton fields
show similar partierns, with higher concentrations in a
belt of accumulation bortoms. The island of Ruhnu
and the erosion bottoms surrounding it cause the low
concentration in the middle of the basin. There is also
a possibility that the closeness of the river mouth of
Daugava may be the cause of high organic content in
the south-cast of the Gulf. However, the direct reason
for most of the patierns are due to the sediment type
and thus the sedimentation conditions.

Figures 3(b), 4(b) and 5(b) give the cokriging
standard deviations for the concentration estirnates.
High standard deviaton can be explained by both the
large variations within the data set and the sparse data
available. In the middle of the basin there is lower
than mean standard deviation. This is mostly due 10
smaller variations in sediment type. This is favourable
for the next step—the calculation of total amounts in
the accumulation bottoms.
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FIGURE 3. Map showing the spatal diswibudon of the
organic carbon (a) concentraton (mgg ™ ') and (b) stan-
dard devianon.

Total amounts

The total amount for each of the three substances
wias calculated according 1o the method previously
described. Linear regression analysis, to esumate the
sediment weight, resulted 1n:

(Bulk Density — Water Conrent x Warter Density)

=e—(0~:‘\98—0-052xcu,g! (10)

In Figure 6, the curve fitting 1s shown. The fitdng was
successful, with an R -value of 0-97.
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FiGure 4. Map showing the spatal distribunion of the
organic nitrogen (a) concentration (mgg~ ') and (b) the
standard deviadon.

When integratng over the area with accumulation
bonoms, the total amount in the upper 2 cm for each
substance was established: organic carbon, 1 100 000
tons; organic nitrogen, 129 000 tons; organic phos-
phorus, 14 000 tons.

Discussion

The outcome from this strudy was compared with
previous studies concerning the nutrient situation in
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FIGURE 5. Map showing the spatial distribution of the
organic phosphorus (a) concentration (mg g- 1) and (b)
the standard deviation .

the Gulf of Riga, i.e. Yurkovskis er al. (1993) and
Cannan et al. (1996)-see  Table 4.

To achieve an estimate of the annual deposition the
sediment rate was needed. Kuptzov er al. (1984)
estimates the average annual sedimentation rate in the
Gulf to 1-2 rom year- 1. Their value represents cobp-
solidated sediments (i.e. 7-10 em below seafloor) and
thus an assumed deposition velocity of 2 rom year - 1
is, probably, an underestimate of the annual deposi-
tion rate. Further Perrrila et al. (1995) calculated a
sedimentation rate of 1-6 mm year- 1 in the surficial

0 10 20 60

FIGURE 6. Organic carbon concentration

minus water content.

us bulk density

TABLE 4. Comparison between storage estimates

Time! Carbon Nitrogen Phosphorus
sediment thickness (tons) (tons) (tons)
Sink 10 years" 5950000 680000

Storage (2 ern)" 860000 115000 22000
Our estimate (2 em) 1 100000 129000 14 000

"Yurkovskis et at. (1993), note thai it is based solely on the annual
inorganic  nitrogen sink.

bCannan eral. (1996), based on average estimates of concentration
and sediment rate.

sediments of the Gulf of Finland. It was based on
budget estimated total phosphorus sedimentation and
dry matter content. Since the Gulf of Finland, in
several aspects, is similar to the Gulf of Riga their
estimates support the assumption of a sediment rate of
roughly 2 mm year - 5. With this assumption, the

annual area-weighted  estimates become 110000,
13000 and 1400 I10ns for organic carbon, nitrogen
and phosphorus, respectively.

Cannan et at. (1996) report a net storage of

860 000, 115000 and 22 000 tons for organic carbon,
nitrogen and phosphorus, respectively, in the upper
2 em of the Gulf (Table 4). Their estimates are based
on six stations on accumulation bottoms. The esti-
mates in this study, which are similar to those given
by Carman et al. (1996), are based on all available
nutrient data (31 stations) and a frequently measured
(386 stations) covariable, Lol. This makes a substan-
tial improvement in marine system analysis as the
well-used concept of ‘representative Stations' is
avoided. Also Yurkovskis a al. (1993) results are
compared with the present analysis in Table 4. They
report substantially higher annual net sinks of both
carbon and nitrogen (see Table 4), but their sinks also
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FMURE 7. n~ org:iddnic'C"all~oncycle- of the Gulf (frt:gp.

include processes like denitrification and export of
organic matter to the Baltic proper.

To broaden the outlook, a simple steady-state
model of the nutrient fluxes in the Gulf of Riga was
formed (see Figure 7). EImgren (1984) estimated, for
the Gulf of Riga, the total annual primary production
and allochthonous supply to 170 gem - 2 year- ; and
the gross deposition to 57 gem - 2 year- 1. Together
with the net sink estimated by Yurkovskiset aL (1993)
of 31 gem -2 year- 1, based on a Redfield ratio (by
atoms) of C:N to 10-2:1, the present estimate of net
deposition in the sediments gives a recycled flux of
26 gem -2 year- 1 from the sediments. The perma-
nently buried part of the net deposition (present
estimate) mounts to 5gem -2 year- 1 [3% of the
total primary production given by Elmgren (1984)].
The rest (26 gem - 2 year - 1) is probably lost in the
degradation and recycling process.

In comparison, WuIff et al. (1986) claim the more
permanent storage in the Baltic proper upper sedi-
ments to be 3% of the total production for this area.
'Ibis storage is modest compared to the amounts
cyclingin the water mass. Still, it is the only internal,
more permanent storage, representing a fifth of the
annual load. In Gulf of Riga, the present estimates of
annual amounts sequestered in the sediments com-
pared to their respective loads mount to 14 and
22% for nitrogen and phosphorus, respectively. The
present model is in all respects comparable to the
corresponding Baltic proper model by Wulff er al,
(1986).
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To improve the estimates, additional sampling in
areas with high uncertainty would be helpful. That
would also pur the cross-variograrn functions (e.g. the
nugget effect) on firmer ground, which would be valu-
able in furore sampling programmes. A function de-
scribing the spatial correlation also indicates how close
the sampling needs to be; it may not be necessary to
take samples at short distances, as they will give equal
information. Vauclin et al. (1986); McBramey and
Webster (1983) aswell as Trangmar et al. (1986) have
shown that regular sampling, in a geometric scheme,
would be preferable in monitoring. Yfantis et al.
(1987) insist on a triangular grid net for best results.

To summarize, sediment data are often infrequently
spatially sampled and their spatial distribution is usu-
ally far from optimal with regard to bottom character-
istics. Evidently, the use of cokriging to get spatial
distributions is practical as it is based on information
about the sample characteristics and additional vari-
ablesto improve the estimates. It also has the advan-
tage of giving a measure of the uncertainry, something
that is still generally lacking in most marine studies.
The extensive agreement between the present toed
amount calculations and those previously reponed,
based on more conventional methods, corroborate
this conclusion. Furthermore, the distribution of vari-
ance over me sampling area is essential in any im-
provement of the sampling strategy. This leaves ample
scope for furore improvements of the monitoring
programmes and improvements of the geostatistical
methods used.
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The variations in concentrations of carbon and nitrogen in surface sediments of the Gulf of Riga were investigated
between December 1993 and January 1995. The sediment samples were taken nine times during this period at two
sampling sites. One sampling site, 05. exhibited high abundance of burrowing amphipods, whereas at the second site,
D. the number of macrozoobenthit:  Organisms was comparatively — small

Similar vertical profiles of mean sediment dry-weight concentrations of total carbon (TC) and total nitrogen (11;™)
were obtained at both sites G5 and N. He>y/cver, during aummn-winter  considerable diffc:n:uccs of TC and TN
concentrations in surface sediments (0-2 en) bdween sites were observed, This was probably the effect of differences in
the bioturbation  level. During ~. when decline in numbers Of amphipods ~ were recorded. the vertical profiles Of
TC aDd TN at site 05 were similar to those at site N.

Significant diflemll:es between months were detected for TN at site KM rdlccting sedimentation  of spring and au-
tumn blooms in April and late October-early November, respectively. This wasmpported also by lower atomic CIN

ratios in surface sediments during corresponding sampling events. ~ 2000 Elsevier Science Ltd. All rights reserved
bywords: Carbon: Ni~ Sediments; Baltic sea; Gulf of Riga
I. IntrodBdion for primary producers in shallow coastal areas (Zeitz-
schel, 1980; Klump and Martens, 1987). However. sQu.
The fraction of the organic matter produced during iments act not only as a source of nutrients but also as ii
primary production reaching the sea bottom is generally sink.
related to water-column depth and varies from 10t/ to The sedimentation rate and quality of organic matter
80% in coastal and estuarine sediments (Suess and influence to different degrees the abundance of macro-
Milller, 1980; Suess. 1980). Subsequent remineralisation benthic organisms (Cederwal] and Elmg:ren., 1980) and
of organic material in the sediments and release of dis- microbial activity (Graf, 1987). and can change the
solved nutrients into the overlying water column can preservation of organic material in sediments due to
Slipply a significant portion of the nutrient requirements altered redox conditions (e.g., Jonsson exal., 1990).

Many workers have examined the effects of organic
matter addition on the sediment nutrient n::cyding pro-

« Corresponding author. Tel.; +1-46--8-164-738;f:0;: +146- cesses (e.g., Garber, 1984; Banta, 1992; Caffrey et ed..
8-614-7855. 1993). The previous studies indicated a wide range of the
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half-life of added organic particles, most likely due so
the different materials used for additions. For instance,
Garber (1934) used lyophilised algae culture and seston
whereas Enoksson (1993) used untreated algae culture,
and both estimated that the half-life of added particulate
phosphorus and nitrogen is approximately — four weeks,
In contrast, Conley and Johnstone (1995)used additions
of freshly harvested algae cells and estimated that only
19% of added nitrogen and 15% of added phosphorus
was released in inorganic form from the sediments
during the 27-day experiment. Thus, rerniaeralisarion
c3D vary according 10 sediment type, temperature, and
quality and quantity of added material (e.g., Garber,
1984; Kelly and Nixon, 1984; Conley and Johnstone,
1995).

The phytoplankton blooms in the Bahic sea undergo
remarkable seasonality (Smetacek, 1980) and can form,
grow, and senesce in as little as 1-2 weeks (Smetacek et
at, 1978). The settling of phytoplankton  blooms con-
siderably exceeds average sedlmemauon rates of the
phytoplankton growth period (Smetacek, 19W). There-
fort. the signal of bloom deposition in the sediments of
shallow and productive: areas can be expected.

The aim of this study was to deduce ysbether nWrlent
distribution  in surface sediments reflects naturally oc-
curring  succession of sedimeetatioa  events.  seasonal
changes in physico-chemical parameters of the overtying
water column, and intensity of bioturbation in the
shallow and eutrophicated Gulf of Riga.

2 Desttiptioa of the study site

The Gulf of Riga is, compared with other sub-basins
of the Baltic sea, quite shallow with maximum and av-
erage depths of 62 and 20 m, respectively (Yurkovslcis ct
at. 1993). The water mass is normally mixed completely
once a year (during winter). A strong tbcrmodiDe  de-
velops quitkly after this mixing at around 30 m of depth
and lasts until the next complete mixing Of the watel
mass (Berzi.nsh. 1995).

The average annual primary production is 290 g C
m-1 yr-1, which isamong lhe highest values in Baltic sea
(Wassmann and Andrushaitls, 1993).

Sediment bottoms with continuous deposition  of fine
material «0.006 rom) arc situated 40-50 m deep. These
bottoms cover around 18% of the total area. of the Gulf
of Riga. (Carman et al., 1996). Generally. the surface
sediments are oxidised throughout Ibe year and are,
therefore, normally exposed to a certain degree of bio-
turbation.

Based on previous investigations (Carman et al.,
1996). two sampling sites (05 and D) from two diffattlt
deposition bonom areas were chosen (Fig.. I). Site N,
which is located in tbe eastern part oftbe Gulf, is mainly
influc:nced by the: major rivers' input in the south and

Fig. 1. Map sbowm, the sampling locations (G5 and ) in the
G:1.116f Riga.. The dglth isolines or 30. 40 and SOm are marked,
respectiYdy.

southeast (Berzinsh, 1995). Site G5, on the other hand.
which is located in the southwestern part of the Gulf, is
strongly infiacaeed by the s:ilioe water inflow from the
adjacent Baltic proper through the Sound of Irbene
(Beninsh,  1995). The Gulf of Riga is U$uallythennally
Stratified from AprillMay through ScptemberlOctober.
Acoording to echo-sounding recordings (not shown)
both sampling areas all: fairly flat Some general pa-
rameters regarding the sampling sites are surmnarised in
Table 1.

J. Materials md methocts

Sediment cores were: collected nine times from De-
cember 1993 to January 1995. Use of a global posi-
tioning system (Gps) system allowed repealed sampling
withm an area of 100 m:. Since remarkably homoge-
neous results were obtained in December 1993 (Fig.. 5),
when fow parallel cores were sampled, duplicate-tripli-
cate sediment cores for chemical analysis were collected
during the rest of sampling times, We used a moollied
Kajak gravity corer equipped with an acrylic liner with
an inside diameter of 80 mm (Blcmqvist and Abra-
hamsson, 1985) Sub-samples from the uppermost 10 em
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Table
Po:ilie>n and bri~fde.scripl.iomf So'lmplitlg sit~
Parameter Sites
T3 G5
Position NS'MO'O" N5"M.3'g"
1:24006'0" E23°2S'3(j"
Wal~ deptlJ (m) 4% 44
Waler conieat (%) 89 87
in 0-1 em.
AccuroulatiQn  rates"”

Dry mailer (g m-z yr-1l) 2000 1000
(mmyr 1 (0-2 em) (14) (6)
Primary production 400-500 300-400

Ci C -2~

Dominating macrofauna

species annual ~

abundance  (iad, m-!).
P. jernoralQ 40 378
MQr-  iridis 108 62

~Larsea (1995).
bwa5sOllinll and Andnl5haitls  (1993).
cCederwaD and Jermakovs (1999).

were sliced in centimetre sections, They were dried to a
constant weight at 800C and afterwards ground to a fiDe
powder in an agate mortar for future analysis.
Bottom-water temperatures wen: measured in situ
and the oxygen concentrations were measured by Win-
kJer titration (Parson el at, 1984). The redox potential

10

was also measured in siw by moving a platinum elec-
trode vertically through the additional sediment core.

Total carbon (TC) and total nitrogen (TN) wen:
measured using a Lew elemental analyser (the mean
standard deviation (S.D.) of standard substances anal-
ysed through the whole sample measurement period
constitutes 1.1% of the standard subs-lances pre-set val-
ue). Inorganic carbon (IN-C) was measured using the
same elemental analyser by analysing samples ignited in
an oven (2 h at 550"C) before analysis (Hedges and
Stem. 1984). Organic carbon (OC) was obtained as the
difference between the total and IN-C values. Ex-
changeable nitrogen (EX-N) was measured according to
Mackin and Aller (19&4)as a sum of pore water and
adsorbed ammonia leached in 2 M KCI. The we! ex-
tracts of NH1 wen: measured according to Parson et al.
(1984).

Statistical analyses of data were done using one-way
ANDV A test. Heterogeneity of variances was also test-
ed.

The bottom- «.ester temperature and the oxygen con-
centration just above the sediment surface generally
agree well with Ole long-term trends reported by Berz-
insh (199S) (see Figs. 2 and 3). However, the tempera-
tures at both sites deviate from the long-term avenge
values and exhibit considerable higher values from the
end of May to the end of August. The variability of me
temperature time series in the near-bouom layer is not

vV e -as
I -T3
E & 1111C;:3-198S:
t--
-
| n
n
2
FiS. 2- Sea.sorul variatioll'S of Il::Illpetanm: of the bottom weder from December 1993 10 January  1995. The 1000000-tennaverage of

bottom-water  Ity1pc.T1tlure:  is pr=rcd

by a dasMd line (Bcni~h.

t995).
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Fig. 3. Seasonal variations of oxygen concentration in the bottom water (1 m above sedmments). The jong-term average boftom-waicr
OxYgen 18 prescnted by a dashed line (Berzinsh, 1995).

available from the lite;ature. However, the deviation in study secrn to be rather extreme (Fig. 7). Furthermore,
the entire water column from the long-term observations the oxygen concentrations (Fig. 3) were somewhat lower
between 1963 and 1990 by Berzinsh (1995) was £3°C during August-November at site G5 and during Sep-
and +1.5°C in spring and summer, respectively. There- tember at sitc T3 than the measured long-term average
fore, deviations observed during summer time in this values. The deviations of temperatare and subseqoently

2 [—eo— site T3
—a Sie G

9..

10"
Fig. 4. Verrical profike of sediment TC concentrations in December 1993, Horizonlal bars represent meun standard deviation.
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0, most probably were caused by a strong storm event
in late June.

Although the chemical analyses of the sediments
have been performed down to 10 cm depths, we will
mostly focus our discussion on the alterations in the
uppermost 5 cm of the sediment column. This is because
below 5 cm depths conly himited alterations were scen
during the sampling pericd. The organic carbon (not
shown) comprised 96-99% of TC content throughout
the experiment time.

Stmilar vertical profiles of mean sediment dry-weight
concentrations of TC and TN were obtained at both
sites G5 and T3. However, during autumn—early spring
considerable differences of TC and TN concentrations in
surface sediments (02 cm) between sites were observed
{e.g., Fig. 4). An investigation performed by Krezoski et
al. (1984) established that burrowing amphipods in Lake
Michigan redistribute surficial sediments to a depth of
about 1.5 cm. More recent work in the Baltic Proper by
Hill and Elmgren (1987) showed that 830-90% of the
amphipods Pontoporeia affinis and Pontoporeia femorata
concentrate between 0 and 5 cm although they feed in
more surficial depths (Lopez and Elmgren, 1989).

65
50 |
a5
40 |
as t

30 r

Total carbon {mmol Cg')

25 r

Therefore, it seems very likely that uniformity of TC and
TN concentrations in the 0-2 cm sediment layer during
autsmn-spring at site G5 was due to bioturbation. The
drastic decline in numbers and biomass of P. femorata
and Monoporeia affinis in May (1 Buer weigne M) COM-
pared to winter—carly spring (on average 4.4 Zuc wopn
m™2) (Cederwall and Jermakovs, 1999) probably to-
gether with input of fresh organic material resulted in
development of more a pronounced vertical gradient
during summer. In contrast to site G35, considerable
vertical gradient was obscrved during most of the year at
site T3 (Figs. 5 and 6) probably due to much lower
amphipod abundance (Table 1). The disruption of this
gradient in November 1994 might be due 1o significant
increase in amphipod numbers, i.e., 164 individuals
{ind.) m~? in November compared to 75 ind. m~2 on
average of P. femorata and M. affinis (Cederwall and
Jermakovs, 1999). We do not have biological data from
January 1994, therefore it is not possible to conclude
whether fairly similar concentrations of TC and TN in
0-1 ¢m and 1-2 cm are due to bioturbation at site T3.

Large spring and autumn blooms are often found in
regions of remarkable seasonality. These blooms can

Gb

2,0 :

6.0
55 |
5.0 |
a5t
40 F
a5 |

30t

Totsl earbon Immol Cg'}

25

Apr-94 Mmy-5d 94 AugS4 Sep-B4  Nov-84 Jan-85
Data

T3

w—ﬁ Jan-34

AGA May54 JuSd AugDi Sep-B4  Mov-84
Dute

Fig 5. Seasomal varauons of TC concentrations in the surface sediments at sites GS and T3. Vertical bars represent mean stamdard

deviation.
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Fig. 6. Seasonal variations of TN concentrations in the surface sediments at sites G5 and T3, Vertical bars represent mean standard

deviation.

form and semesce in as little as ]-2 weeks (Smetacek,
'1985). In comparatively shallow ecosystems, the bulk of
this material may reach the sediments due to low grazing:
pressure of zooplankton (Smetacck, 1980). However,
gignificant diffetences (ANOVA, P < 0.01) between
months were obtained only for TN (0-] cm) at site T3.
A post-hoc test (Tukey HSD test) following a one-way
ANOVA revealed that TN concentrations (Fig. 6) in
Aprii and November were significantly different
(P < 0.01) from January values. Non-significapt in-
crease of TC concentration (Fig. 5) was measured during
May-August at site G5 and Apnl at site T3. Although
large variations can occur in bloom timing (Smetacek,
1985), the pattern of sedimentation is alike each year
(Smetacek, 1980), i.c., sedimentation of spring and ao-
tumn blooms in Kiel Bight, Baltic sea occur mostly in
March-April and October-November, respectively. Al-
though, to our knowledge, there is no published mfor-
mation on a seasonal sedimentation pattern in the Gulf
of Riga, it is reasonable to assume that seasonality of the
pelagic system is similar to that of Kiel Bight reported
by Smetacek (1980). Therefore, it seems very likely that
the observed significant increase of TN concentration
(Fig. 6) in April and November at site T3 reflect sedi-

mentation of spring and autumn blooms, respectively.
Moreover, the observed lowest C/N atomic ratics n
April (9.1 [S.D.=0.02] and 9.6 [S.D. =0.2] for sites G5
and T3, respectively) and November (9.0 [SD.=0.1]
and 9.1 [S.D. =03] for sites G5 and T3, respectively)
may support the zssumption that the major bulk of
settfed particles originate from primary producers dur-
ing these months.

A non-significant increase of TC in 0-1 cm at site G5
during May-August may indicate deposition of partic-
ulate organic material. However, elevated atomic C/N
ratios in sediments (10.2-10.4 [S.D. = 0.4]) suggest that
there is a source of deposited material other than the
pelagic system. Most likely this material originates from
macrophytes or from material delivered by rivers.

The elevated concentrations of TC in 0-1 cm pre-
vailed from May throuvgh Aungnst Without additional
sedimentation data or refractority estimates of deposited
matenal it is not possible to conclude whether deposi-
tion of particulate material occurred once in May and
persisted at sediment surface due to its refractory nature
and limited bioturbation or was deposited regularly
throughout the period.
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Only one replicate: was analysed for EX-N. The
concentration of EX-N was very low throughout the
whole year in comparison with the TN (1-5% of the
total amount). The highest concentrations of EX-N were
measured during summer to early autumn, with the
maximum occurring in September at site G5. The ver-
tical gradient was very weak at site G5 throughout the
year whereas a strong dilkrence between the surface a.nd
deeper layers developed at site I during sninaicL

5. Conclusioos

There is significant evidence that burrowing ampw-
pods in the Gulf of Riga affect the concentration pattern
of carbon and nitrogen in surface sediments down to 2-3
an below the sediment surface.

Signifiawt increase of TN concentration at site T3 in
April and November most h"kdy indicates deposition of
spring and autumn blooms, respectively. However, TC
concentrations at both sites and TN concentration at
site GS did not exhibit a significant increase. This might
be due to several reasons, c.g., low bloom sedimentation,
bioturbation, high accumulation rates, However, we:
need additional data for a more solid conclusion.
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seasonal variations of ~ phosphorus geochemistry ...

Redox-dependent seasonal variations of the phosphorus geochemistry in
I the surface sediments of the Gulf of Riga.

1. Institute of Aqoatic Ecotoro:. Latvian University, 21 63 Salaspils, Latvia.

2. Department ofGeology and Geochemistry,

Abstract

The redn--d.ependeot  variations in concentrations  Of
phosphorus  at two difl'erent IIttUDIulation  bottom
areas were inveAipted in the Gulf of Riga (Baltic
Sea) between December 1993 and January 1995.
The sediment samples from 9 sampUnc ommoOl1$
were analyud  fQr phosphOl"Ui  forms and redox
poteattal.

De ."erace coDCQtratioas Of total phosphorus
measured in 0-1 em (65 ad 89 ywot P I for sum
GS and T3, respedivdy) wen aunoimn the higbest
reported £rom the eotiTe Baltic Sea. Redox
depeodetrt "mobile" pbosphorus  contributed = more
than 50 \] of total In the uppermost oxidised
centimetre.. whereas In redneed layen 16-18 %
tbrogbout the year.

A sipificaot differences (ANOV A, P<000l) among
moths of iDorcank phosphorus CODtentration at 0-1
em were observed at lite OS due to temporary
amunul.lion of mobile phOIPbonu: med.ited by
redoJ:--dependentbacteria activity dur~  suiDIDer.
On the coo:trlll")' no attUmulation 25 observed at 1'3
most Ukely as a result of low n!do.J: potential caused
by hi~b acnm.wadoD rates and low bioturbation.
Althogb water above sediments remalned oDe

throughout the IDvestilatiOll  period, the nc:hn:

potentill) .tsite 1'3 was close to redolcline (i.e. +230
mV) darln& summer. Farther louease of
eutropblcatlon  mi:bt lead to development of anorlc:
c:oodltions at sediment-W1IUr Interhee and that in
turn wiU result in rapid release of redOJ: dependent
pbospborus stored in surfaa sediments. The
availabUIty of excess phosphorus will further
eDbanee eutropbiatioD  In partly pbo:sphorus limited
Gulf of Riga.

Key words: phosphorus, redox-dependent ,,~tions,
sediments

Introduction.

In =~ ~ ecosystr:ms ¢ large proportion of
sedrmcnnng  parncubr  organic matter reaches sea
bottom. It could vary from 10-50 % in coastal to S0-80
% in DelU shore and estuarine sediments (Suess and
Muller, 1980; Suess. 19&0). The subsequent microbial

Stockholm  University, 106 91 Stockholm, Sweden

organic matter rernineralizatica  and nutrient release
~~ the ~t-water interface  can supply n
Sl~nifi.cant portion of nutrient requirements for the
pnmary producers in the overlying water column
(Pamatmot. 1977; Hingo et al.e 1979; Zeitzschel, 1980;
Nixon; 1981). ~owever, sediments act not only as a
source of nutne:nts but also as a sink. Therefore an
~ to assess or model tho nutrient dynamics of
mmme ecosystem should include an examination of
sediment-water interactions.

Sedimentation  of fresh particulate organic material
mostly is limited to plankton growth season (March-
November) while in winta bulk of settling material is
of resuspension origin (Smetacek, 1980). Large spring
and autumn bloom sedimentations are often found in
regions characterised by marked seasonality such as in
the Baltic Sea. Although, sedimentation ales are lowest
during summer the occasional events of summer bloom
sedimentation have been observed. Moreover
particulate organic material settling during summer
stratification have bighest organic carbon content of the
year (Smstacek. 1980). Large variations can occur in
bloom sedimentation timing and quantity, e. g. Olesen
and Lundsgaard (1995) have shown that rapid mass
sectimentatiOD following the pbytoplankton  bloom in
spring can contribu.t:c less than 10 % of the total flux
dnriDg the strat:iiJed period.

Pulsed inputs of organic material can have profound
impact on sediment-water” fluxes (Enoksson. 1993;
Conley and Johnston, 1995). benthos (Cederwall and
Elmgren., 1980).,underlying sediment chemistry (Graf et
aL, 1984), and may increase microbial activity (Graf,
1987). '
However, the previous experiments mostly focused on
~~ely short term effects of spring bloom
simDlabon. Moreover, due to differences in material
used they demoostrated rather controversial results. Le.
numerous authors estimated half life of added algae
material to be around 4 weeks (e. g. Garber. 1984;
EllOksson, 1993). Although  Garber (1984) used
lyopb:ilized algae culture and seston whereas Eaoksson
(1993) used untreated algae culture their estimation of
half life of added particulate P and N generally agree
well Except Garber (1984) demonstrated that large
~ of P (20-25 %) from freeze-dried organic
material was released to solution within first 7 b as DIP.
On the contrary to that experiment perfom:led by Conley
and Johnstone (1995), using fresh algae cells, estimated
dw only 19 % of added nitrogen and 15 % of added
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phosphorus was released during 27 days as dissolved
inorganic fractions.  Furthermore Baccini  (1985)
reponed preservation of added organic phosphorus ui
uppermost sediments and likewise Sondergaard (1989)
showed an equilibrium stale for phosphorus in the
uppermost oxidized sediments with net release from
deeper reduced sediments.

The aim of this study was to deduce whether sediments
of semi-enclosed Gulf of Riga may act as temporary
nutrient trap during phytoplankton growth season,
Specifically, the study aims to characterize the changes
in sediment phosphorus chemistry in correlation with
oxygen dynamics and bioturbation.

Study area

Compared to others sub- basins of the Baltic Sea the
Gulf of Riga is quite shallow ‘'with maximum and
average depths of 62 and 20 m, respectively (Yurkovskis
et al., 1993). The water mass is normally mixed
completely once a year during eebter. A strong
thermocline  develops quickly after the mixing of the
water mass iBerzinsh, 1995). Tlle average annual
primary production, 290 g C m-~:1. is among highest
values reported for Baltic Sea (Wassmann and
Andrushauis, 1993). Sediment bottoms with continuous
deposition of fine material are situated at 40-50 m
depth, and comprise ca. 28 % of total area of the Gulf
of Riga (Cm7nan et al., ]996). The bottom water is
oxygenated throughout the year (Berzinsh, 1995),

5T.r

Z1S 235" 245

Figure 1. Map showing the sampling locations in the
Gulf of Riga

In a previous investigation (Carman et al., 1996) 23
sampling sites were analyzed for wide range of

parameters. From those rwo sampling sites (G5 and TI)
were chosen for present study (Figure 1).

Site 13, located in the eastern part of the Gulf, is
strongly influenced by the major rivers input in south
and south-east iBerzmsh; 1995). Site G5, on the other
band. is strongly influenced by the: saline water inflow
through Sound of Irbene (Berzinsh, 1995). According to
echo sounding recordings (not shown) botb sites are
situated on fairly fiat bottoms. Some genera] parameters
regarding the sampling sites are summarized 11 Table 1.

Table 1. Position and brief description ofsamplmg
sites.

Parameter Site T3 Stle G5

Position NS7°30.0' N5J023.0'
E24°06.0’ £23"28.0"

sediment type. mud mud
Water content (%) in 89 87
(01 em
Water depth  (m) 43 44
Primary production 400-500 300-400
(8Cm-=y*.
Dominating Marenceleri Pontoporia
macroHmn8. specie' @ viridis femorata

*Carmw et al. 1996
e.4Wassmann and Andrushaitis 1993
"Cederwall and Jermakov, pers. comm.

Materials and methods

Since first sampling in December 1993 (five cores
sampled) showed remarkably small spatial dispersion
only duplicate - triplicate sediment cores were collected
at each deposition area 9 times from December 1993 to
January 1995. A modified Kajak gravity corer equipped
with an acrylic liner with an inside diameter of 80 mm
(BJomqvisJ and Abrahamsson, 1985) was used. Sub-
samples from the uppermost 10 em were sliced in
centimetre sections immediately after sampling. They

were dried to constant weight at +&0 °C and afterwards
ground to fine powder in an agate mortar.

Bottom water, sampled by barometer 1-2 m above sea
floor, temperatures and oxygen concentrations by
Winkler titration (Parson et al., 1984) were measured
on ship just after sampling. The redox potential was
measured in situ by moving of a platinum electrode
vertically through the additional sediment core.

Total phosphorus (TI'). after heating the sediment
sample for 2 h under 550 "C, and inorganic phosphorus
(IP) was extracted by 1 M HCI (Froelich et al.,, 1988).
Redox dependent or mobile phosphorus (MP) was
extracted by H;S treatment (Carman and Jonsson,
1991) without pre-treatment ~.itb other chemicals.
Apatite phosphorus (AP) was obtained from the
difference between IP and MP while the concentration
of organic phosphorus (OP) was obtained as a
difference between TP and IP. All wet extracts of P
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were measured according standard molybdenum blue
spectrophotometric ~ technique  (Mwphy and Riley,
1962).
Statistical analysis were performed using one way
ANOV A test Heterogeneity of variances was tested
also.

Results

Due to limited alterations of phosphorus concentrations
below five centimeters, the discussion will be focused
only on uppermost five centimeters.
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Figure 2. Seasonal variations of temperature of the
bottom water. Berzins et at, (1987) data set represent
long term average of bottom warer temperature.
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FlltJre 3. Seasonal variations of 0Xygen concentration
of the bottom water. Berzins et al., (1987) data set

represent long term average bottom water oxygen
concentration.

Osycm, tempeuture  and redox pote.ntiaL

The bonom water temperature (Fig. 2) and the
concentration of oxygen (Fig3) Just above the sediment
surface generally agree well wilh the long time average
measurements reported by Berzinsh (1995).

However, the rempernture at both sites was up to 6
higher and the concentration of oxygen up to 3 mg t!
lower during summer than long-term  average
measurements reponed by Berzinsh (1995) between
1963 and 1985. Obviously introduction of higher than
long-term average temperature in near-bottom water by
stormy weather during late June enhanced activity of
benthos community what resulted in high oxygen
demand at sediment-water interface.

At both sites the sediment surface (0-1 em) was oxic
during most time of the year (Fig. 4). Although the
redox potential at site 1"3 was close: to the redoxcline
(e.g. Mortimer, 1942) from May through summer, it
was below +230 mV only in November. The redox
potential at site G5 reached anoxic conditions in
September in uppermost centimetre. Al both sites the
redox potential beneath the second centimetre always
exhibited values below +230 mY. Further down in
sediments the redox potential was always between
+100 and-100 mY.
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Flgure 4. Seasonal variations of redox potential of
uppermost sediment centimetre. Redoxcline is at 230
mV (see for instance Mortimer, 1942).

Phospborus ~ forms.

Inorganic  phosphorus  ([P) (Fig. 5) comprised on
average: more than 80 % of the total phosphorus what is
similar to other areas in the Baltic Sea (e.g., Carman
and Jonsson, 1991). Mobile phosphorus  (MP)
comprised 00 average more than 70 % and below 20 %
of the extracted IP in 0-1 em and below 5~6 em,
respectively .

Significant ~ differeoces  (ANOYA;  P:().007 and
P=0.006) between months were obtained at site G5 for
IP a1 0-1 and 1-2 em, respectively. A post-hoc Tukey
(HSD) test following a one-way ANOYA for IP at 0-1
em revealed that July was different from December,
January and April. while for IP at 1-2 em revealed that
July is significantly different from April, May, August,
January.
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No significant differences (ANOV A; P>0.05) among
months were detected for IP levels at site IN.

Organic phosphorus  (OP) coocentrations (oot shown)
were low compared to IP throughout the year.
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Flpre 5. Seasonal variations of inorganic pbospboJUs
in the surface sediments of the Gulf of Riga. Vertical
bars show mean standard deviation.

DlscussioD.

The TP conce:ntrations measured in this study were
among the highest reported from other Baltic Sea areas
(e. 0. Nedwell et al.» 1983; ypp et al.; 1990; Conley et
al.; 1997) and exceeded the values from deep basins in
Baltic Sea with reduced sediments reported by Cannan
and RWn (1997). As with other areas in 1be Baltic,
oxidised sediments in the Gulf of Riga have much
higher IP concentrations than reduced sediments
(Q:mnall  and J01J3son, 1991). This is due to
accumulation of large amounts of redox dependent
"mobile” phosphorus i1 oxidised surface sediioents.
Signi.fi.cant  difference (ANOV.A~ P<0.00l) in
concentratioas of TP in the uppermost centimetre
between sites 05 and 1"3was detected due to the large
MP pool at site T3. The emicblJimt of MP in ()"1em at
site T3 compared to silt 05 may be due to differences
in overlying  water productivity as reported by
Wassmann and Andrashaitis.  (1993). However. the

seasonal variations of the pbasphONS geochemistry

partieu.latc material depfi$ited at sites T3 and GS largely
is of diffe[f)fil' origin sin<:esile IMis in:tl:.uenced by major
rivers inflow in south and site G5 is influenced by water
inflow from Baltic :Proper ~Berzhu. 1995). Therefore.
the particulate material deposited at site T3 might be
enriched with phosphorus comparing to site G5.
TeulpQral :in~ of IP i site GS (Fig. 5) was doc to
accumulation of MP. A possible explanation for
accumulation ofMP as suggested by Einsele (1936) s
that phosphorus flux through tbe sediment-water
interface is controlled by adsorption of phosphate on
iron (llI) complexes during oxic conditions with
subsequent release under reduced due to dissolution of
these complexes. This approach has been used by
111D1C'00s investigaton (e. g. Balzer et al.; 1983; Balzer,
1984; Berldteiser et al.» 1980; Krom and Berner, 1981;
Bowom. 1t al., 1988).

According to Einsele's theory, the release of iron-bound
P will occur when redox potential in sediments shifts
below +230 mY. However, in this study <atsite 05) the
redox potential decreased to this value in the uppennost
eeo.timetcr only in September (Fig. 4) when temporary
accumulated MP already had been released.
Furthermore, investigation by Jensen et at. (1995),
which is similar to this study. did not demonstrate
positive correlation between concentrations of FeOOH
and accumulation of iron bound reactive phosphorus.
Thia clearly suggests mechanisms other than sorption-
desorption on  iron  oxyhydroxides controls
concentration of redox dependent phosphorus in
sediments. These observations are consistent with the
uplake of phospboros by bacteria from organic substrate
under oxidised conditions, which has been suggested in
many studies (e.g., Shapiro, 1967~ Osborn and Nidwlls,
1978; Fenchtd and BkJckbum, 1979; Fleischer. 1986;
Carlton and Wetzel. 1988; Gliclrrer et al.; 1988). It is
suggested that bacteria uptake and store phosphorus as
polyphospbat.e granules during favomable oxygen
conditions for metabolic processes to generate energy
under low oxygen condirions (Marais etal., 1983;
Florentz esal; 1984). Consistent with !his idea is that in
this study the increase of U' concentrations from May
through July followed by decrease in IP levels during
August-SeptembeT  correlates with oxygen
concentratious at VV 05 (Figures 5 and 3, respectively).
Ingalland Jahnke, (1994; 1997) discuss the significance
of short-term redox se:ositive cycling of phosphate by
bacteria in sea sediments also. Consistent to the idea
that phosphorus content in sediments is controlled by
oxygen sensitive biota, laboratory gxpel iments reveal
that biota in oxic layer uptake and store ndiotraeer
labeled phosphorus delivered as organic material but
fluxes of dissolved inorganic phosphorus out of
$ed~ origin.at:csfrom deeper sediment layers wilb
reduced conditicms (Baaini, 1985). Sondergaard (1989)
presented evidence of similar processes from field
stwbes also.

In contrast to the location GS, at Tl the redox potential
(Fig. 4) .indicated 0] defiCiency in 0-1 em already in
May when water column was still wcll oxygenated.
This may be due to of differences in the abundance of
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macrofauna (Table 1). The high bioturbation provided
better delivery of oxygen into the sediments at site G5
than at site T3 where delivery of oxygen was mostly via
diffusion, However, as shown in previous investigations
oxygen consumption increase with addmion of fresh
material (Jensen er al, 1990; Enoksson, 1993).
Therefore, high sedimentation rates at site T3 (Larsen,
1995) may result in low redox potential compared to
site G5, Thus it seems hypoxic/anoxic conditions
developed in spring at site T3 due to coupling of high
sedimentation rates and low bioturbation.

The increase of IP concentration i the second
centimeter during November at site T3 comelates with
increase in numbers of benthic macrofauna (Cederwal!
and Jermakovs, 1999). Thus cbserved increase of
concentration probably was due to bioturbation.
Although several bacteria and protozoan species can
uptake and store excess phosphorus, this process will
little influence permanent bunal of phosphorus in
sediments. However, Gichter and Meyer, (1993) have
pointed omw that during phosphorus cycling by bacteria,
some of it is transformed into refractory organic
phosphorus compounds, which cannot be recycled
duning successive production. Such organic phosphorus
compounds have been detected in marine organic matter
{Ingall et al. 1990, 1993). Thus, the oxic sediments
may increase burial efficiency of nonmetabolizable P-
rich organic phases. Although the botiom waters of the
Gulf of Riga was never exposed to even short term
anoxia (Berzins, 1995), this study indicated that oxic
conditions mostly are limited to 0-1 cro. Moreover, high
sedimentation rates and low bioturbation may result m
consumption rates of oxygen, which exceeds its
delivery. This m turn results in suboxic conditons at
sediment surface. The poor oxygen condifions in
surface sediments of the Gul of Riga probably limits
the devclopment of resistant P-rich organic compounds.
This suggests that under more favorable oxygen
condiions burial efficiency of phospborus should
increase. In contrast, the Increase of eutrophicabon may
result in reduced conditions at sediment surface and
cause release of mobile redox dependent phosphorus
fraction stored there. Although the Gulf of Riga is
hasically N limited, it is phosphorus co-linitabon
(Tammtinen and Seppala, 1999; Seppala et al., 1999).
Therefore, additional phosphoras mmput from sediments
might cause further enhancernent of eutrophication.

Summary and conclusions.

Under favorable oxygen content and particulate marerial
conditions comditions sediments can lemporary
accumulate  large amounts of redox dependent
phosphorus. Most probably the controlling factor of this
process is the capacity of some bacteria species to
assimilate and store £xcess amounts of phosphorus. The
phosphorus assimilated and stored by bacteria is nsed in
metabolic processes when oxygen conditions become
less favorable. The presence of benthic macrozeofaona

can indirectly infloence this process by acrating surface
layer of sediments.
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Abstract

The flux experiment has been performed in
March, July and September in order to simulate
the response of sediments to deposition of
particulate material in the period between
spring and antumn algae blooms. Fluxes of DIP,
NH," and NO; + NO, were measured after daily
seston additions under various environmental
conditions. i

The deposition of two different amounts of
seston normalized to phosphorus content (50 and
280 pmol-P m*d’) was simulated during March
experiment. Generally fluxes of dissolved
nutrients were small and no clear differences
between treatments were observed most
probably due to quality of added material.

The summer stratification indoced depletion of
O, concentration down to 4 mg dm” was
simulated duoring July experiment. The
enhanced release of DIP and NH," from
sediment-water interface was observed after
decrease of O, concentration. In contrast, sub-
surface sediments accumulated part of DIP and
NH,” released from sediment-water interface
shortly after O, conceniration decrease most
probably due to abiotic binding, Generally
fluxes of NO, and NO, were directed inte the
sediments,

The higher than average pulse sedimentation
event was simulated during September
experiment. The sediments overlying water was
kept well aerated throughout experiment. The
pulse addition of seston resulted in large release
of DIP and NH,* from sediment-water interface
most likely due to depletion of O, 2t sediment-
water interface, Similarly to July experiment an
uptake of DIP and NH." in sub-surface
sediments was observed.

Key words: phosphorus, nitrogen, fluxes

Introduction

In coasta] areas with shallow water
depths between 10-50 % of the particulate material
produced in the water column reach the sediment
surface (Suess and Miiller 1980, Suess 1980). At
the sediment surface the decomposition of the

setfled organic material continues using various
electron acceptors, e.g. oxygen, nitrogen, iron,
sulphur. Thus, sediments react upon the increased
deposition of organic material by increasing, firstly,
the oxygen demand and with subsequent recycling
of nutrients back to the water (see for instance
Stumm and Morgan, 1981). For example, Garber
(1984a) and Kelly and Nixon (1984) demonstrated
that additions of phytoplankton to the sediment
surface results in a rapid release of ammonium
from the sediments, More recently Enoksson
(1993) and Conley and Johnstone (1995) obtained
the same pattern for ammonium as well as for
phosphorus in different areas of the Baltic Sea.
Moreover, it was discussed by Garber (1984b) that
about 28 % (range 22-52 %) of the phosphorus
stored in algae is liberated within 7 h after it has
died. However, on the other hand Smetacek (1980)
has shown that relatively intact cells can reach the
sediments during spring and autumn blooms. These
blooms can form, grow and senesce in as little as 1
to 2 week time (Smetacek et al,, 1978). The organic
particles settled after the spring phytoplankton
bloom have a high nutritional content and can form
the bulk of the annual food supply to the benthos
(Gardner et al., 1985). However, the rapid mass
sedimentation following the spring phytoplankion
bloom may contribute for less than 10 % of the
total flux during the stratified period (e.g., Olesen
and Lundspaard 1995). Although the summer
sedimentation is relatively small {compared to the
spring bloom) due to high zooplankton grazing
activity the amorphous particles that reach the
sediments have high organic carbon content
(Smetacek 1980). This indicates that the particles
settied to the sea floor are undiluted by mineral
particles. Therefore, although the sedimentation
rate per day is lower in summer than in spring, the
summer sedimentaton may give higher overall
effect on sediment-water nutrient interaction.

The semi-enclosed Guif of Riga (Figure 1) is
known to be one of the most eutrophicated regions
m the Baltic Sea (Wassmann and Andrushaitis,
1993). The annual freshwater run-off is on average
30.7 ka’. This is almost 10 % of the water volume
of Gulf of Riga (420 km®) (Yurkovskis et al. 1993).
In order to assess the nutrient dynamic in such
marine basin it 1S important to achieve direct
measurements of biogeochemical processes that
control the sediment-water interactions. Hence, this
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Table 1. Station locations and characteristics.

phosphorus fluxes in the ...

Site Latitude Longitude Depth  Sediment Accumulation
(m) type rates dry matter
£m-iyl ee.
G5 57"20'0" 230:30'0" 44 mud 1000
T3 57"30'0" 24"06'0" 43 mud 2000

.»Data derived from Larsen (1995).

study approach this issue by an experimental
simulation of the deposition of particulate material
in the period between spring and autumn blooms
using natural samples of seston. Specifically, we
aimed to characterise changes of phosphorus and to
some degree nitrogen sediment chemistry, in order
to quantify the fluxes of N and P under reduced
oxygen concentrations and enhanced sedimentation
of organic material.

F.rgure 1. Map showing the sampling locations
(G5 and TI) inthe Gulf of Riga. The depth isolines
of30, 40,50 m meters are marked, respectively.

Materials and methods
Sampling

Based on previous investigations
(Cannan et al., 1996) two sampling sites (Figure 1
and Table 1) were chosen. These sites represent

two different deposition bottom regions regarding
accumulation rate and geographical position in the
Gulf of Riga Sediments were sampled three times
during 1998 i.e., in March, July and September. We
used a modified K.ajak corer (Blomquist and
Abrahamsson, 1985) equipped with an acrylic liner
with an inside diameter of 8 em. At site 1'3 po
samples were taken in September due to bad
weather conditions. Altogether nine sediment cores
were sampled during each sampling occasion.
Three of these cores were immediately sectioned in
I em sections and transferred to 50 ml centrifuge
tubes for centrifugation. The obtained pore water
was filtered through Whbatman GFIF filters (0.47
1) and subsequently used for ammonia and
orthophosphate analysis. The sediment pore water
data reported are the mean value of these three
cores. Further, one core was used to measure the
vertical redox potential profile using a platinum
electrode and one core was sectioned in 1 em
sections and stored in a freezer for later bulk
analysis of different phosphorus  fractions. The
remaining  four intact sediment cores were used in
the flux experiment.

Seston (sinking dead plankton plus detritus) was
collected below the euphotic zone using plankton
net. Prior to use the seston was stored in suspension
(sea water) in a refrigerator.

Experlmental  design for the Om: measurements

Intact undisturbed sediment cores
(n = 4) with about | | overlying seawater together
with similar columns (n = 2) with unfiltered
ambient bottom water were incubated in a dark
room at in situ temperatures. The additions of
seston nonna.lized to phosphorus  content were
carried out daily. The particulate phosphorus was
measured regularly throughout the experiment,
while the total carbon and nitrogen of the seston
was measured only during the summer experiment.
The C:N:P ratio were at that time 241:37:1 (by
atoms), i.e., depleted in phosphorus compared to
Redfield ratio. Before the flux experiment began
the system was allowed to stabilize for at least 24h.
The first flux measurements (pPOt, NIlt, NO)- +
NO,» were performed before the spring bloom
occurred in the gulf. Since no actual sedimentation
rates in the Gulf of Riga were measured during
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Table 2. Bottom water nutrient and oxygen concentrations.

Sampling Site Temp.
time C
March G5 0.5
1998 T3 0.7
July G5 4.1
1998 T3 25
September G5 2.4
1998
I'mOLN.NH.'dm.3 A
-10.0 1.0 12.0 23.0 3'.0
0
E
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Figure 2. Average pore water profiles from three cores of ammonia and phosphate. A - sampled in March, B -
sampled in July, C - sampled in September. Horizontal bars represent one standard deviation.

winter-early spring addition of 50 and 280 umol M
2 of particulate phosphorus was carried out daily
which are in a range of lowest and average
sedimentation rates during spring-autumn (Reigstad
et al. 1999), The supernatant water was maintained
well aerated throughout the incubation period.

The second treatment was conducted in July 1998.
The input of seaton (650 JIIDol-P m-~d-l) was kept
constant in the range of maximal sedimentation rate
of particulate phosphorus reported for the Gulf of
Riga (Reigstad et al. 1999). The concentration of

oxygen was lowered from Il mg drn' to 4 mg drn'
which is the lowest average ambient concentration
observed previously (Berzinsh, 1995).

The third treatment was conducted in September
1998 with the aim to simulate a higher than average
impulse sedimentation i.e., impulse addition of 440
umol-P m-2d-* while before and after pulse addition
was kept at 180 umol-P m,2d-' which is in range of
autumn average sedimentation rate (Reigstad et al.
1999). As during the spring experiment the
supernatant water was maintained well aerated
throughout the incubation period.
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Figure 3. Average values (+ one standard deviation) of sediment-water fluxes for DIP, NH/, NO, + NCy

during March 1998. Wat, - represents fluxes in col~

witho~ sediment and ~ - represen.ts fl~es in

columns with sediments after values from columns Without sediments were substituted  N~encal ~dexes
indicate treatment additionally explained in figure legend. Positive values denote fluxes out ofsedimenls mto the

overlying water and negative values fluxes into sediments.

AnalytiC21 determinations

Total concentration of phosphorus
(TP) and inorganic phosphorus (IF) in the sediment
were determined by extraction with | M Hel before
and after combustion according to Froelich et at
(1988). All wet extracts of P were measured using
standard spectrophotometric technique (e.g.,
Murphy and Riley, 1962). Ammonium (NH..1 and
dissolved inorganic phosphorus (DIP)
concentration in all water samples collected from
the core incubations as well as the pore water was
immediately  determined using common standard
methods (e.g., Parsons et al. 1984). Samples for
nitrate + nitrite (NO)' ;- NO;) were analyzed using
cadmium reduction (parsons et al, 1984). The
analysis of the total P concentrations of the added
particulate seston was accomplished by digestion in
acid persulfate (Karoleff, 1976). Total carbon and

total nitrogen was measured on LECO element
analyze!

Results
Sediment cores and supernatant  water

Due to technical problems at site
05 during the spring sampling event no sediment
cores for pore water and sediment analysis were
collected. Moreover, due to stormy weather
conditions it was impossible to take any samples at
all at site T3 during the autumn sampling event
The concentrations of TP and IP from the
uppermost  sediment section (0-1 em) were on
average 56 and 44 prnol-P s" dry weight,
respectively. This value was considerably higher
than those from the second slice below sediment
surface (1-2 em) where the concentration on
average were 36,7 and 26 umol-P s" dry weight for
TP and £P, respectively.
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Figure 4. Average values (= one standard
deviation) of sediment-water fluxes for DIP, NBc"",
NO)" + NO;' during July 1998. Wat, - represents
fluxes in columns without sediment and Sed. -
represents fluxes in columns with sediments after
values from columns without sediments were
substituted  Nwne:rical indexes indicate treatment
additionally explained in figure legend .. Positive
values denote fluxes out of sediments into the
overlying water and negative values fluxes into
sediments.

At site G5 the redox potential of the uppermost
centimetre was 10 and 32 mY during July and
September, respectively. At site T3 it was 347 and
364 mV during March and July, respectively.
Stable negative redox values were reached already
beneath third centimetre below sea floor (-120 and
- 90 mV for sites G5 and D, respectively).

The water content ranged from around 90 % in the
uppermost part of the sediments to around 75 %
between 9 and 10 em below sea floor.

The overlying  water temperatures and the
concentrations of 0., PO/™, NH-t. NO]'+NO;' are
compiled in Table 2. Temperature and ammonium
concentration exhibit general increasing tendency

phosphorus fluxes in the ...

between spring and autumn, However, PO/"- and
NO;-+NO,»  exhibit lowest concentrations  during
July.

Pore water profiles

Similar pore water profiles of NH. .
and DIP were obtained for both site G5 and T3
(Figure 2). The common feature foT both sites is
development of subsurface maximum of NH." at 1-
2 em and 1-3 em for sites G5 and T3, respectively.

Sediment-water  fluxes

Generally the  sediment-water
fluxes of all measured parameters during March
were low and unidirectional.  Mostly, no clear
response to added organic matter could be seen
(Figure 3). However, at site G5 significant
differences (ANOVA. P<0.0l) between 50 and
280 prnol-P m:ld-' treatments where detected for
the DIP fluxes.

During initial stage of the July experiment at site
G5 all fluxes in the columns with sediments were

directed out from sediments even though the
supernatant water was well aerated (Figure 4).
Whben the concentration of 0, in the supernatant

water was adjusted to 4 mg dm' the fluxes of all
measured parameters changed significantly

(ANOV A, P<0.0l) and were directed into the
sediments. The DIP and NO; + NO,. fluxes were
directed out from the sediment after low oxygen

level (4 mg-O, dm") was maintained for 5 days.

Although they were higher than under well-aerated

conditions the difference between treatments was
statistically significant (ANOY A, P<0.0 1) only for
NO; + NO, fluxes. In contrast, fluxes of NH.~
were still directed into the sediments. The July
experiment at sitt T3 were not completed because

of experiment failure due to breakdown of the
peristaltic pwnp. However, results from initial stage
of experiment are presented in Table 3.

During the September flux measurement the fluxes

of DIP and NH/ were. comparing to measured
summer values, small during the initial stage of
organic matter treatment, i.e, addition of 180 urnol-

p m'~d", (Figure' 5). In contrast, fluxes of NO)' +
NO,; were significantly higher in columns with
sediments. After a pulse addition of sesron (440
umol-P m-ld-' » a significant changes in the flux of
all measured parameters could be observed (NH. .
and NO]' + NO;- (ANOYA, P<0.0l); DIP
(ANDV A, P=0.02». During this stage all these
fluxes were directed into the sediments. After
return to initial seston addition a significant

(ANOVA, P<0.0l) change in the DIP and NH4~
fluxes rate could be observed after 48 h. The flux
were now directed out of the sediment. However,

the fluxes of NO]' + NO!" remained unchanged i.e..
directed into the sediments.
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Figure 5. Average values (x one standard
deviation) of sediment-water fiuxcs for DIP. NH.+,
N~ + N~ during September 1998. Wat.. -
represents  fluxes in columns without sedi:ment and
Sed . represents fluxes in columns with sediments
after values from cobmms without sediments were
su.bstinlted. Numcrical indexes indicate treatlnent
.additionally explained in figure legend. Positive
values denote flwte:!i out of sediments into dle
overlying water and negative values fluxes into
sediments.

DlscussioD

It has been argued in many investigations
that the sediments of the Baltic Sea plays an

important role in the cycling of nutrients (e.g.

Nehring et aL, 1984; Shaff-er and RImner. 1984;
Larsson et al., 1985; Rlnmer. 1985; Wolff and
Stigebrandl, 1989; Koop et a.L,1990; Cannan_ et al.,
1990). ror .nunimt as wen as for many other
com:poDellts the biogeochemical condition of the
sedi:ment-wa:ter System regulates the fluxes OrF
nutrients through the sediment-water imerface. For
both nitrogen and phosphoro.s the oxygen ConditiCID

phosphorus  fluxes in the ...

(redox environment) is a key parameter in lbis nux
between sediment and overlaying water.

The Gulf of Riga has during the last
centuries received an increasing Iuiwwit of
nutrients, which in tum bas TCSUltedin increasing
algae blooms and benthic fauna counauNit.
(Cederwall et al., 1999). However. due to limited
water depths and a holonrictic mixing of the water
mass each year only the deeper parts of the Gulf
will be occasionally depleted in oxygen (Betzinsh
et at, 1998-~yurkovskis et al., 1993). Anyhow, it is
still an open question how the sediment--water
interaction processes have responded to these
altered conditions in the Gulf and what WIlJ happen
if the supply of mpnic material to the sediment
surface will increase: even more.

Measured pore water profiles from the two
stations exhibit a norma] pattern for soft boUom
sediments in the Baltic Sea (e.g., CalllWl and
Rahm, 1997; Conley et aL, ]997). The pore water
subsurface maximum observed in summer for NIL"
(Fig. 2) is most likely an effect of the supply of
organic material during that time of sampling and
not an effect of altered tempenture in the bottom
water since it were almost constant (around 3°e)
during -summer. Moreover, a similar peak were
observed by Conley abDd Johnstone (1995) when
they added organic material in their lab experiment
and similar modifications of porewater nutrient
concentrations  following the deposition of diatom
blooms have been occasionaDy observed also in
nature (Ned-well et at 1983. Jensen et at 1990).
However. Cooley and Johnstone (1995) showed
that changes in pore water concentrations require
deposition of large amount of organic matter
combined with altered redox condition.

After addition of an estimated daily
deposition of organic material (ROgstad et al-,
1999) the sediment-water fluxes Of phosphorus as
well as for nitrogen (both sites) werc: among the
highest eva reported fix' the Baltic Sea (Table 3).
However. the rates are comparable with flnxes from
similar environments (Nixon. 1981; Boynton and
Kemp. 1985; Boyton et al. 1990). Al. in similar
mvironmeots, the alttntion from oxic to
bypohiclanoxit ~ conditions is the main reason for
such bllte rates of fiUtDents OUIOf the sediment
(bange in ~ conditions in 1Debottom water is
maDlly a 'result of alteOOlon in the supply of organic
tna.t.ell&lto sediments and it will, in mrn, affect the
rates and pathways of settled organic matter
re.mizne:r.lization  within the sediments (e.g. Ural' er
al. 1982; 1983; Conley md JOhnstDnc.. 1995).
During winm”. wben tbe primary production is
negligible, the coJ:Nribution  of resaspended
sediment to settliDa InQICrial is expected to be
higbest.. Thenfore. although sedimentation = rates in
coastal and tear-shore areas cqQuid be high even
during winter. the deposited material nonnany has
a low impact on the sediment-wakr flaxes of
nutrients because tbe particulate material deposited



Table 3. Characteristics and flux rates from different Baltic Sea regions.

Location Sampling Type SedIment Depth  Temp. Fluxes Comment'! Source
Scheme c:haraderlstlcS™ (m) (3.Imol m" h-h
%0rg..C ® (g N-NH~  N:NOJ +N-NO- P-PO,
Kiel Bight Annual Sill/sand 1.0-2.25> 37 20 2-18 5.6:27.8 5.6-10.0 0.7-2.6 Occasional periods Of Balzer
W Germany @iloy anoxia encountered (1984)
during summer
Gulf of Bothnia Apr/Jul Soft silt 22 0-1S 0.2-20 2.8-85 NH, fluxes enhanced Nedwell et
(40.0)" by presence of al. (1983)
organic detritus on
sediment surface
Laholm Bay, W SepL Silt 3.4 80 20 9 SO 0toS 010 -5 Organic ~ricb Bnoksson f
Sweden ([e]e: (-20 to-30t (0-1 0)~ sediments (1987)
ASK6  transect, July Sand/silt 0.5 71 41 4.1 13 2L -0.5 Sediments  well Roop et al. I
Baltic proper (18)d (-1.0)4 (12.6)d mixed (1990)
July Sill 5.9 81 82 4.8 4 -8.7 0.1 Sediments partly Koop et al, [
(24)d (-9.0)~ (21.7)<1 mixed (1990)
July Sill 6.7 9J J30 4.9 13 -14.3 0,2 Sediments are Koop et at
(33}d (-10.0)d B7)<1 laminated (1990) I
i A4-7.5- -94" - 9.37-34.7 -6.33 - 1Z.S U-4J Conleyet
Gulf of Finland July 34-75- 874" 3585 (012 45) 8.(1997) o
GulfofRiga March Mud 5~ 44~ 0.5" 1.32" -7.6" .0.3" Large accumulation I1lis study I
(6.3) (43) 0.7 (13.7) (- 7.9 (- 4) rate, sharp gradient g.
between oxic and -
reduced sediments wr
July , Mud 5" 44" 41" -29.3" -3.3' 15.8° Largo accumulation TIIS study
(6.3) (43) (2.5) 141~ -11* 26.4~ rate, sharp gradient ol
(-86) (38.5) (-27.8) between oxic and ~
reduced sediments lll
Sept. Mud 5" 441 2040 125" 117.4\ 19" Large accurnulation Tills study  ©
(6.3) (43) rate, sharp gradient ~

between oxic and
reduced sediments

% Organic C and 11> represent percent organic carbon and porosity, respectively.
» Range in the surface 2 mm, Entry in parenthesis
e Flux recorded during anoxic period in summer.
¢ Fluxes recorded during hypoxic/anoxic

e In the upper 1em of the sediment column.

rOnly N-NO~. N-NO] fluxes are given in brackets.
1 From Aigars and Carman (2000) for site G5. Value in brackets. is for site T3.

n For site G5. Value in brackets is for site T3.

k Recorded during low oxygen conditions.

periods,

is average for sediments below 3 em.

in the upper 2 to 10 em of the sediment column
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during WUIter usuany bas Jow degradable organic
carbon content, In conttast, the organic degradable
carbon content in the settling particles during
summer is high (e.g., Smetacek, 1980). Therefore,
most likely the high fluxes measured in July and
September were due to the high quality of
deposited organic material during that time.

For fluxes of phosphorus between the
sediment- water interface the  oxygen
condition/redox  milieu has been widely accepted as
a key factor in controlling phosphorus content in
the sediments. Thus, if is observed in all flux
experiments  that DIP is released from sediments
when oxygen approaches zero in the supematant
water. For instance, Koop et al. (1990) and Conley
er at (1997) showed enha~d DIP release from
sediments when the concentration of oxygen in
overlying water decrease below 1g ~ moot and the
sediment surface exhibited reduced conditions.
FWilhennore,  Conley and JoJmstone (1995)
discussed that although the water cohann temains
well aerated a large addition of organic matter may
cause oxygen deficiency at sediment surface
because oxygen consumption at the sediment-water
interface exceeds the delivery. Hence, it will induce
anaerobic conditions to persist at the sediment-
water interface and subsequently it will induce
higher DIP fluxes than during oxic conditions (e.g.,
Krom and Berner, 1980). Generally our data (see
Fig..4 and Fig. 5) comply with above-mentioned
investigations. However, the sub-surface sediments
accumulated DIP and ~. shortly after oxygen
coacentratica bas been set to 4 mg dm" (Fig. 4) and
after enhanced pulse addition of particulate material
(Fig, 5). This is similar to the uptake of DIP
observed by Enoksson (1993) shortly after algae
additions and supported by modified nutrient pore
water concentrations reported by Conley and
Johnstone (1995). Most likely Ibis is a result of an
abiotic sorption of DIP and~-  due to altered by
enbaoced pore water concentrations  Kinetic
equilibrium  (e.g, Krom and Berner, 1980).

The spring phytoplankton bloom settling
1S normally accepted as the major input of fresh
organic material to sediments However, exception
from that is reported, for instance, Olesen and
Lundsgaard (1995) indicated that rapid mass
sedimentation following spring phytoplankton
bloom sedimentation might comprise less d:uln 10
% of the total flux during the stratified period
Furthcnnore, the peaks in sedimentation rates due
to sedimentation of summer phytoplankton blooms
or resuspension events were observed daring
seasonal study of Smetaeek (1980) in tbe Kiel
Bight (Baltic proper). Similar :sedimaltation event
of phytopbnkton and resuspended organic matcri:al
has also been observed in the Gulf of Riga
(Flode:rus et al., 1999). The deposition of sommer
phytoplankton  bloom is expected to give similar
effect as deposition of spring phytoplankton bloom.
During our experiment, simulation of such events

(Fig. 5) resulted in significant increase of DIP and
- +release rates from sediment surface, However,
significant changes in flux rates were observed only
when two or three times the uormal sedimentation
of organic material was added causing oxygen
deficiency at the sediment W8tel interface.

The nutrient fluxes measured in July under
simulated low oxygen conditions are similar to the
fluxes observed in September wunder natural low
oxygen conditions except for nitrate (Table 3). The
nitrate concentration in near bottom water was
more than two times lower (Table 2) during Joly
than during September. This may partly explain the
differences in flux rates. However, a more likely
explanation is that during September the oxic layer
was thinnt:r thaD during July. Therefore, the oXic...
anoxic interlace was situated closer to the sediment
surface in September and, thus" increased the
denitrification efficieocy during that period
compared to that in July.

Although the Gulf of Rip normally
develops a thermocline during sununcr the near ...
bottom water can be subjected 10 outside influences
such as bottom water currents, This could, for
instance, be seen from the temperature and nutrient
concentration rneastll'eDlent  at site G5 (Table 2).
Obviously warmer and more saline sudace water
from the Baltic proper was introduced into the near
bottom W<ater layer of site GS in July. It is
reasonable to believe that the observed differences
in the flux .ra:tes (Table 3) between site OS and N
during that time (July) were caused by this event.

In curp1 study the decrease of the
orthophosphate  concentration in near bottom water
between March and July (Table 2) reveal that
during wen oxygenated conditions, except at site
G5 during July, fluxes of P-PO" is directed into the
sediments (Table 3). The effective burial of
phosphorus during grazing periods could be a result
of the findings by Giehter and Mares (19&5) and
Hupfer et at. (1m) who presented evidence that
sinking seston accumulate soluble reactive
phosphorus from the water colunm. The increase of
P~PO.sconcentration in near bottom water (Table 2)
and positive P-PO.s flux (Table 3) out of the
sedi.me.nt during Scprembet indicam that net release
of P~PO.. occurs late summer - autumn during
periods when the oxygen concentration in near
bouom water decreases substantially.

Some earlier investigations (e.g.,
Enoksson, 1993) indicated that significant amount
of added particulate material could be utilized from
the sediment as dissolved organic nitrogen (DON)
and posSlbly also as dissolved organic pbospborus
(DOP). Furtbe:r. many authors (e.g. Kemp et al.
1990, Enoksson 1993) point out the importance of
denitrification in the release of remineralized
nitrogen, Another possible source for the observed
increased release of NHt during low oxygen
conditions could be a cat-ion exchange between
potassium and ammomum in certa.in clay minerals
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(e.g., Milller, 1997} Thus,. since DON, DOP and
denitrification rates were pot measured in this
investigation we have avoided to perform a budget
calculations since it could result in severe
underestimation.

Conclusions

Present investigation shows clearly
that even small alteration in the primary production
in the: Gulf of Rip will affect the sedimen.Hvater
interaction properties largely. During summer
stratification may develop large areas of anoxic or
sub-oxic bottoms with absence of macro fauna.
This will in tum hamper ~ bioturbation on etrtain
areas even JDO(C dum it is today and the oxygen
supply to the supcdicial parls of the sediments will
to a greater degree than today be hampered. It will
not only induce a higher release of dissolved
nutrients due to B higher degradation amount
iDduced by enhanced settliug of prinwy produced
organic matcria.l but it will also decrease the storage
capacity for phosphorus and decrease the
possibility for denitrification and increase the
ammonium flux towards photic zone. Hence, the
eutrophication  situatiOll. in the Gulf will accelerate
largely due to changed intemal ledimem processes.
For pbospborus it could be referred as the
"phosphate pump" (Shaffer, 1986) but it cooJd also
be applied for the nitrogen cycle Le., the
ammonium release from the sediment will increase
in similar fashion as for phosphorus.
1be extinction of bottom. biota will most likely also
affect the fishery industry since the fish that lives
close to the bottoms will have less food sources.
Additional consequence of increased eutrophication
may be decrease of recrca.tion value of Gulf of Riga
due to visual effect of algae rich nearshore waters
and decaying biomass on shores.

References

Banta, G.T. (1992) Decomposition and nitrogen
cycling in coastal marine sedimeDts - CODtJ'Olsby

temperatDre, organic matter inputs, and benthic
macro6uma. PhD dissertation, Boston University

Berzinsh, V. (1995) Hydrological regime. In: E.
Ojaveer (ed.) Ecosystem of the Gulf of Riga
between 1920 and 1990. Estonia Academy

Publishers, Tallinn. p. 7-31.

Blomgvist, S. and Abrahamsson., B. (19&5) An
improved Kajak-type gravity core sampler for soft
bottom sediments. Scbweiz. Z. HydroL 47: 81-84

Cumm, R., Aiglux, J. and Larsen, B. (1996)
Carbon mel. nutrient geocbemistly of the surface

phosphorus fluxes in the ™

sediments of ME Gulf of Riga, Baltic Sea. Marine
Geology, 134: 57-76.

Conley, DJ. and Johnstone. RW. (1995)
Biogeocbemistry of N, P and Si in Baltic Sea
sediments: response to a simulated deposition of a
spring diatom bloom. Mar. &01. Prog. Set. 122:
265-276

Eooksson, V. (1993) Nutrient recycling by coastal
sediments: effects of added algal material Mar.
Ecol. Prog. SeT. 92: 245-254

Proelich, P.N... Arthur. M.A.., Burnett, W.e...
Deakin, M., Hensley, V., Jahnke, R-, Kaul, L, Kim,
KJi.. Roe, K.., Soutar, A.. and Varhakaoon, C.
(1988) Early diagenesis of organic matter in Peru
continental  margin sediments:  Phosphorite
precipitation. Marine Geology. 80: 309-343.

Floderus, S., Saarso, M..e Kouts, T., Backstrom,
LG. and Jamlich, S. (1995) Aggregate
re:suspension and transport in the Gulf-of-Riga
bottom pelagic. In (Wassmann, P. Ed.) Pelagical
eutrophication and sedimentation. Status report on
March 1995. Nordic Council of Ministers, Gulf of
Riga project

Garber, JJI. (1984a) ~ tracer study of the short-
term fate of particulate organic nitrogen at the
surface of coastal marine sediments, Mar. £COl.
Prog.Ser. 16: 89~104

Garber, I.H. (1984b) Laboratory study of nitrogen
and phosphorus rcmineralization dming the
decomposition of coastal plankton and seston. Est
Coast. Shelf Sci. 18: 685-702

Gardner. W.S., Nalepa, T.F.eFrez, W.A., Chichoki,
EA, Landrum, P.F. (1985) Seasonal patterns in
lipid content of Lake Michigan macroinvertebrates.
Can, J. Fish.. Aquat. Sci 42: 1811.)832

Gerlach, SA. and Schrage, M. (1971) Life cycles
in marine meiobenthos. Experiments at various
temperatures ~ with  Monhystera disjuncta and
Theristus pertenius (Nematoda). Marine Biology. 9:
274-280

Graf, G., Bengts.son, W., Diesner, V" Schulz, R..
Theede, H. (1982) Benthic response to
sedimentation of B spring phytoplankton bloom:
process and budget. Marine Biology. 67: 201-208

Graf, G...Schulz, R., Peinert, R-, Meyer-Red, L.-A.
(1983) Benthic response to sedimentation events
during autumn to spring at a shallow-water station
in the Western Kid Bight. Marine Biology. 77:
235-246



