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The ability of suspended matter to concentrate mercury may be the prevailing factor in Black Sea pu-
rification. As a result of sedimentation, suspended particles transport pollution from the surface layer
of the water column and, as a consequence, can deposit them in bottom sediments, thus participating
in self-purification of marine area. Suspended matter, as a dispersed phase of an aqueous medium,
considered as a heterogeneous dispersed system, can be more saturated with mercury than water it-
self, as a dispersion medium. In this work, contribution of dissolved and suspended forms of mercury
to its total content was determined, and concentrating ability of suspended matter relative to mercury,
which affects biogeochemical self-purification of waters from mercury, was estimated. All water sam-
ples were separated into filtrate and suspension by filtration through nucleopore filters with a pore
diameter of 0.45 um. Measurements of mercury concentration were carried out using a Hiranuma-1
analyzer by the method of atomic absorption spectrophotometry. Concentration of dissolved mercury
in water was determined per liter, while in suspended matter — per liter and per gram of dry weight.
Prevalence of dissolved form of mercury was revealed regardless of the season, with its percentage
varying from 66.3 to 85.8 % of total mercury concentration. Average content of suspended form var-
ied in the range of 14.2-33.7 % of its total form. Values of the dry weight of suspended matter (ms;)
varied from 0.1 to 15.0 mg-L™! over the entire period studied, and an accumulation coefficient of mer-
cury in suspended matter (K) varied from n- 103 to n-10". Significant contribution of suspended form
of mercury in sea foam to its total content in stormy weather was established. With dry weight of sus-
pended matter in seawater reaching 9.6 mg-L™, the concentration of dissolved form of mercury reached
55 ng-L™!, and the concentration of suspended one reached 20 ng-L™. In sea foam, the concentration
of suspended sedimentary matter was of 895.2 mg-L™!; mercury concentration reached 200 ng-L™!
in dissolved form and 260 ng-L™! in suspended one. Total mercury concentration in sea foam in this case
exceeded the threshold limit value (100 ng-L™") for seawater. The accumulation coefficient of mercury
in suspended matter (K,) was 3.8-10* for seawater and 1.5-10° for foam. Such distribution of mercury
in sea suspension, foam, and water, as well as K values obtained, may indicate high significance of sus-
pended matter in self-purification of marine area. At a low mercury content in water, the concentrating
ability of suspended matter, characterized by relatively high values of its mercury accumulation coeffi-
cient, becomes a very significant factor in the sedimentation self-purification of waters from mercury;
however, with an increase in water pollution with mercury, the effect of this factor decreases.
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Mercury is a substance of the I hazard class and one of the most environmentally significant pollutants
of the Black Sea [14]. As known, at mercury concentration of 0.1 ug-L™!, vital activity of unicellular algae
is suppressed [12]. At mercury concentration of 0.018 mg-L™!, biochemical processes of self-purification
are inhibited in waters, and at 2.0 mg-L™! they stop [1 ; 4].

Mercury can enter the environment from various natural and anthropogenic sources. Volcanic ac-
tivity, degassing of the Earth’s crust, and evaporation from water surface followed by wind transport
can be considered the main mercury natural sources. With Danube River waters only, mercury in-
flow into the Black Sea is estimated at 48.7-58.9 t-year‘1 [16], and its inflow into entire marine area
from other sources — at 80 t-year™' [17]. Mercury anthropogenic sources in the Black Sea include
industrial and municipal wastewater, ship repair facilities, and marine transport.

According to data published, the predominant factor in sedimentary water purification is a con-
centrating ability of suspensions [2 ; 10]. Due to sorption, mercury concentration in suspended mat-
ter can be quite considerable. As a result of sedimentation, suspended particles transport pollution
from the surface layer of the water column and, as a consequence, can deposit them in bottom sedi-
ments, thus participating in self-purification of marine area. In stormy weather (mainly in shallow shelf
and coastal areas), the upper layer of bottom sediments mixes with the bottom water layer; due to biogeo-
chemical cycle, pollution inflows back into the water column. At the same time, surface water of a coastal
water area is intensively filled with suspended sediment and is therefore a qualitatively new convenient
object for studying the processes of self-purification of marine environment from mercury. Dispersed
sedimentary matter, like almost all biotic and abiotic components of marine ecosystems, can be more
saturated with mercury compared to water, considered as a dispersion medium.

The aim of this work was to determine the contribution of dissolved and suspended forms of mer-
cury to its total content and the concentrating ability of suspended matter relative to mercury, as well
as to estimate percentage of mercury accumulation by suspension, which characterizes contribution
of suspended form of mercury to total form in a “suspension — water” system. A data array on mer-
cury content in the Black Sea in 2011-2017 was analyzed, and mercury concentration in sea foam
in 2018 was studied.

MATERIAL AND METHODS

To identify the contribution of dissolved and suspended forms of mercury to total one, published
and unpublished data on mercury content in the Black Sea for 2011-2017 were used [9 ; 10]. Sampling
stations are shown in Fig. 1. Water for the study was sampled during research cruises of the RV “Pro-
fessor Vodyanitsky” (No. 70, 72, 79, 80, 88, 90, 92, 93, 96, 99, and 100), as well as in Sevastopol bays.
In stormy weather in 2018, water and foam samples were taken from the surface layer of the Black Sea
(44°39.167'N, 31°50.445’E).

All water samples were separated by filtration through pre-weighed nucleopore filters with a pore
diameter of 0.45 um into two parts: filtrate and suspension on the filters. Then, the suspension was dried
under natural conditions and again weighed using a Sartorius microanalytical balance with a measurement
error of 0.1 mg. Dry weight of the suspended matter was calculated from the difference between the filter
mass after and before filtration. After that, the filter with the dry suspension was processed according
to GOST 26927 (All-Union State Standard). Measurements of mercury concentration were carried out
by flameless atomic absorption spectrophotometry using a Hiranuma-1 analyzer. To calibrate it, certified
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standard samples of mercury ion solution GSO 7879-2001 were used. Analysis of several calibration
solutions with mercury concentration of 0.2, 0.4, 0.6, 0.8, and 1 ug-L™! (10 replicates each) showed
a reproducibility of the results with a relative error not exceeding 2 %.
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Fig. 1. Map of sampling in the Black Sea [13]

Concentration of dissolved form of mercury in water was determined per liter, and in suspended
matter — per liter and per gram of dry weight.

To characterize the concentrating ability of suspended matter, the accumulation coefficient

of mercury (K) was calculated [7]:
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where Cy; is specific mercury concentration in suspended matter (suspended substance), ng-g™;
C,, is concentration of dissolved form of mercury in water, ng-L™".

Dependence of the percentage of mercury accumulation by suspended matter from aquatic environ-
ment on accumulation coefficients (K,,) and concentration of suspended matter 10°°B was calculated

by the formula [6]:
K
A =— (%), (2)
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2
P, is mass of dry suspension;

P, is mass of water equal to 10° g;

107®B is suspension concentration in the aquatic environment in parts per million (mg-L™").
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RESULTS AND DISCUSSION

Data for 2011-2017 were analyzed by season and depth. For each data group, average concentrations
of various forms of mercury in ng-L™' were calculated (Fig. 2). The maximum average annual concentra-
tion of total form of mercury was registered in 2014, and the minimum one — in spring of 2012 (Fig. 2A).
The results showed the prevalence of dissolved form of mercury (Fig. 2B) with a variation in its percent-
age in the range of 66.3-85.8 % of total mercury concentration. The average concentration of suspended
form was 14.2-33.7 % of the concentration of its total form.

In this case, the values of the dry weight concentration of suspended matter varied 0.1-15.0 mg-L™!
over the entire period studied.
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Fig. 2. A — average annual concentration of total form of mercury in the Black Sea in 2011-2017;
B — average concentrations of dissolved and suspended forms of mercury during different seasons

Fig. 2B shows that in summer, both in coastal and deep-water areas of the Black Sea, the average
concentrations of dissolved and suspended forms of mercury are approximately equal, with total content
not exceeding threshold limit value (hereinafter TLV) for seawater equal to 100 ng-L™!. In other seasons
of the year, for coastal water areas of the Black Sea, the average mercury concentration is comparatively
lower, and for deep-water areas it is much higher. Fig. 2B shows that in spring, the average concentra-
tions of dissolved and suspended forms of mercury, both in coastal and deep-water areas, are higher
compared to those in autumn and winter. An increased contribution of suspended form of mercury to its
total content is also observed, which indicates activation of accumulating ability of the suspension relative
to mercury. This is most likely to be due to spring increase of primary producing ability of biotic compo-
nent of the suspension, in particular phytoplankton, resulting from increasing impact of two factors: heat
and light. The increased concentration of dissolved mercury in deep-water areas of the Black Sea during
these three relatively low-temperature seasons (autumn, winter, and spring), compared to coastal wa-
ters, is most likely associated with the low accumulating ability of suspended matter relative to mercury
and with the corresponding reduced eliminating ability of the suspension to transport mercury by sedi-
mentation from the surface layer to the bottom since it was previously described in literature that total
suspension of surface water in the Black Sea and the Sea of Azov near the Crimean Peninsula is regularly
decreasing from coastal to open deep-sea waters [8].

The prevalence of the values of suspended and dissolved forms of mercury in summer season, both
for coastal and deep-water areas of the Black Sea, over mercury content in coastal waters in relatively low
temperature seasons (autumn, winter, and spring) is most likely associated with an increase in the primary
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producing ability of biotic component of the suspension (mainly phytoplankton) [3] and with a corre-
sponding increase in its eliminating ability to transport accumulated mercury from the surface layer
towards bottom sediments.

Table 1 shows the average values for the entire data array, as well as the ranges of variation of sus-
pended matter specific dry mass in different seasons of the year. The minimum content of suspended
matter was registered in summer (0.99 mg-L™") and winter (0.60 mg-L™") seasons in deep-water areas
of the Black Sea. The maximum average values of suspended matter (mgs) were observed in winter
(2.96 mg-L™") and spring (3.90 mg-L™!) periods in Crimean coastal waters.

Table 1. Average values of suspension concentration and specific mercury concentration in suspension
from Black Sea water area in 2011-2017 (figures in brackets indicate ranges of variation)

Season Suspension concentration (my), Specific mercury concentration
Area under study ) . . -1 .
of the year mg-L in suspension (Cg), ng-g™ of dry weight
Coastal water area 1.75 30,197
of Crimea (0.3-10) (408-500,000)
Summer
Deep-water area 0.99 53,038
of the Black Sea (0.1-3.1) (4839-320,000)
Coastal water area 1.67 9625
Autumn of Crimea 0.6-7) (614-30,769)
Deep-water area 1.08 23,353
of the Black Sea (0.2-3) (1447-100,000)
Coastal water area 2.96 5144
Winter of Crimea (0.5-14.7) (314-41,667)
Deep-water area 0.60 131,317
of the Black Sea (0.1-3.4) (3333-1,100,000)
Coastal water area 3.90 17,375
. of Crimea (0.5-15) (825-85,000)
Spring
Deep-water area 1.62 10,831
of the Black Sea (0.5-3.6) (2861-26,400)

Based on suspension weight (g-L™") and mercury concentration in it (ng-L™"), mercury concentration
in suspended matter (ng-g™') was calculated (see Table 1). The minimum mercury concentration in sus-
pension was 314 ng-g”! in coastal water area of Crimea in winter. The highest value (1,100,000 ng-g™")
was registered in deep-water area of the Black Sea in winter. Calculated by formula (1), the accumulation
coefficient of mercury in suspended matter (K,) varied from n-10° to n-10”.

Fig. 3 shows a graphical depiction of a dependence of change in the accumulation coefficient of mer-
cury in suspended matter (Kg) on its concentration in water (C,,) for different seasons of the year
and water areas. The graph (Fig. 3D) shows that in spring in coastal area of the Black Sea, the val-
ues of K, varied with an increase in C,, with a statistical validity of R?> = 0.73. In the deep-water areas
of the Black Sea in the same season, the dependences of K, on C, had a low coefficient of approxima-
tion validity (R? = 0.04). In summer, R? values amounted to 0.01 for coastal water area of the Black Sea
and 0.32 for deep-water area (Fig. 3A). In autumn, this parameter had the value 0.64 for coastal water
area and 0.25 for the deep-water one (Fig. 3B). In winter, R? = 0.01 for deep-water areas of the Black
Sea and R? = 0.50 for coastal water area (Fig. 3C). As a result, the most reliable trends were identified
for coastal waters, with the exception of summer season.
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The dependences obtained (Fig. 3) had a low coeflicient of determination in summer in coastal water
area (Fig. 3A); it was also low in winter (Fig. 3C) and spring (Fig. 3D) in the deep-water area. This in-
dicates different representativeness of the data, as well as different ability of suspensions to accumulate
mercury from coastal and deep-water areas in different seasons of the year. In general, by the approx-
imating dependence in other cases, we can say that with an increase in the concentration of dissolved
form of mercury in water (Cy,), concentrating ability of suspended matter decreases.
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Fig. 3. Dependence of change of the accumulation coefficient of mercury in suspended matter (K, ) on con-

centration of dissolved form of mercury in water (C,,, ng-L~!) during different seasons (A — summer;
B — autumn; C — winter; and D — spring) and in different water areas

Using formula (2), a dependence of the percentage of mercury accumulation by suspended matter
from marine environment on the accumulation coefficient was calculated (Fig. 4).

According to Fig. 4, the percentage of mercury accumulation by suspension varies with an increase
in K with almost the same statistical validity for different seasons and Black Sea areas, with the exception
of spring season in deep-water area. According to the data obtained, with K > 105, almost all mercury
is accumulated by suspended matter of seawater, which indicates its high concentrating ability.

The dependence of the percentage of mercury accumulation by suspension on Cy, for different seasons
and water areas has slightly pronounced trends (Fig. 5), with the exception of spring period in the deep-
water area (R = 0.83) (Fig. 5D). Moreover, in all cases, there is a decrease in a ratio of suspended form
of mercury with an increase in the concentration of dissolved form in water, which is in full agreement
with the functional dependence expressed by formula (2).

Previously, when studying the mechanism of foam formation on seawater surface, it was found that
organic matter of seawater transforms from dissolved state into foam and suspension since fragments
of the shells of bursting foam bubbles turn into dispersed particles [11].

In this article, the effect of storm surge on ratio and magnitude of different forms of mercury in water
was investigated. In stormy weather, the concentration of suspended sedimentary matter in seawater
was 9.6 mg-L™!, and in sea foam — 895.2 mg-L™! (Fig. 6).
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Fig. 4. Dependence of the percentage of mercury accumulation by suspended matter (A;, %) on the accu-
mulation coefficient (K) during different seasons (A — summer; B — autumn; C — winter; and D — spring)
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Fig. 5. Dependence of the percentage of mercury accumulation by suspended matter (A, %) on dis-

solved form of mercury (C,, ng~L‘1) during different seasons (A — summer; B — autumn; C — winter;
and D - spring) and in different water areas
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Fig. 6. A —suspended matter obtained from seawater; B — suspended matter obtained from sea foam

The concentration of dissolved form of mercury in seawater was 55 ng-L™!, and in sea foam it reached
200 ng-L™!, exceeding TLV (100 ng-L™!) [5]. Values of suspended form of mercury were 20 ng-L™! in sea-
water and 260 ng-L™" in sea foam (Fig. 7). In this case, the concentration of total mercury in sea foam
exceeded not only TLV for seawater but also standards for bottom sediments (300 ng-L™!) [15]. Mercury
concentration in suspended sediment was 2083 ng-g ™! of dry weight for suspension obtained from seawa-
ter and 290 ng-g”! of dry weight for suspension from sea foam. The accumulation coefficient of mercury
by suspended matter (K,) for seawater was 3.8- 10*, and for foam — 1.5-10%. Such a distribution of mer-
cury in sea foam and water, as well as Ky values obtained, may indicate a high concentrating ability
of marine sedimentary suspensions and their high significance in self-purification of marine area.

ng.l—l

500 -

msuspended form of mercury

Odissol form of mer
400 - dissolved fo ° ercury Permisson level

forbottom
300 sediements[15]
Maximum
200 - permissible
concentration for
1 00 sea water[5]
0 T 1
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Fig. 7. Sample 1 — concentration of total mercury in seawater, ng-L™'; sample 2 — concentration of total
mercury in sea foam, ng-L™!

Conclusion. In the Black Sea, dissolved form of mercury predominates regardless of the season,
with a variation in its percentage in the range of 66.3-85.8 % of total mercury concentration. The ac-
cumulation coefficient of mercury by suspended matter varied from n-10% to n-107; at its values > 10°,
almost all mercury was accumulated by suspensions. At low mercury concentrations in water, the con-
centrating ability of suspensions, due to relatively high K values, is a significant factor in sedimen-
tary self-purification of water, but its effect decreases with increasing water pollution by mercury. Con-
centration of suspended form of mercury makes a significant contribution to total mercury concentra-
tion, especially in sea foam. The redistribution of sedimentary suspended matter into foam can serve
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as a source of mercury remobilization in seawater. Therefore, the limits of changes in the accumula-
tion coefficient can be decisive indicators in self-purification of marine environment. They can be used
to solve the problems of limiting mercury emissions to the Black Sea, which can help in the timely
identification of possible environmental hazard.

This work was carried out within the framework of IBSS government research assignment “Molismological
and biogeochemical fundamentals of marine ecosystems homeostasis” (No. AAAA-A18-118020890090-2).
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KOHIEHTPUPOBAHUE PTYTHU
BO B3BEHNIEHHOM BEIIECTBE IIEHBI 1 BO/IBI YEPHOI'O MOPS’

A. II. Cremok

denepabHBIA UCCIIEA0BATELCKIM HEHTDP «VIHCTUTYT OMOJIOTMH I0KHBIX MOPE
nmvenu A. O. Kosanesckoro PAH», Cepacronons, Poccuiickas depepanus
E-mail: alex-ra-777@mail.ru

CriocoOGHOCTh B3BEIIIEHHOTO BEIeCTBa KOHIIEHTPUPOBATh PTYTh MOKET ObITh IPEBAUPYIONIUM (DaKTO-
POM B OUHMITICHUW BOAHOM ToJmu Y€pHoro Mopsi. B pe3ynbrare ceuMeHTAINN B3BEIIEHHBIE YaCTUITHI
BBIHOCSIT 3arpsA3HEHUS] U3 TIOBEPXHOCTHOTO CJIOSI BOJBI M B UTOT€ MOTYT JIETIOHUPOBATh UX B IOHHBIX
0CaJIKax, y4acTBYs TAKUM 00pa3oM B IPOIIECCaX CaMOOUMIIIEHUsI MOPCKOU akBaTopuu. B3perieHHOe
BEIIECTBO Kak JaucriepcHasi ¢haza BOJHOU Cpeflbl, pacCMaTpUBAEMOM B KaueCTBE reTeporeHHON [uc-
MIEPCHOM CUCTEMBI, MOXeET OBITh 0OJIee HACHIIIEHO PTYThIO, YeM caMa BOJa KaK JUCIEepPCUOHHAs cpe-
na. B nanHo# pabore orpe/esi€H BKaj PacTBOPEHHOU U B3BelieHHOW opM PTYTH B e€ odiiee co-
JepKaHue W OlleHeHa KOHIIEHTPHUPYIOIIAash CIIOCOOHOCTh B3BEIIEHHOTO BEIECTBA B OTHOIIEHUU PTY-
TH, 00yCJIaBIUBAIONIas OMOTEOXUMHUYECKOE CAMOOYHMIIIEHHE BOJl OT PTYTH. Bce mpoOsl BObI pasjie-
N1 Ha (UIIBTPAT M B3BECh MYTEM MX (DUIIBTpAIK Yepe3 HYKJIeOOpOBbie (DMIIBTPHI C JUAMETPOM
niop 0,45 mxm. V3MepeHust cofepkaHusi pTyTH MTPOBOJVIIM Ha aHaM3aTope «XupaHyMa- 1» MeToom
ATOMHO-aOCOPOIMOHHO criekTpodoToMeTprn. KOHIEHTpaIMio pacTBOPEHHOW PTYTH B BOJIE OIpe-
TSI B TIepecyéTe Ha JIUTP, a BO B3BEIIIEHHOM BEIECTBE — HA JIUTP M Ha IpaMM CYXOH MAaccChl.
BrisiBiieHO MpeBaIMpOBaHUE PACTBOPEHHOM (DOPMBI PTYTH HE3aBHCHUMO OT Ce30Ha Tofla C BapbUpO-
BaHUEM e€ MPOIIEHTHOTO CoNepkaHus B Auamna3zone 66,3—-85,8 % ot obOmieit (cymMMapHO) KOHIIEH-
Tparmu pryti. Cpe/iHsis KOHIIEHTpaIusl B3BelleHHOW ¢opmbl coctaBuna 14,2-33,7 % ot e€ obe-
ro copepxanus. IIpn 3TOM 3Ha4YeHHs] KOHLEHTPAlUU B3BELIEHHOIO BeulecTBa (M,,,) BapbHUPOBAIM
or 0,1 g0 15,0 Mr-~! 3a Bech Mcce0BaHHBI NEpHO, a KOI((HUIMEHT HAKOTIEHNS PTYTH B3BEIIeH-
HbIM BelliecTBoM (KH,,, ) U3MeHsICS B Auana3oHe OT n- 10% non-107. Onpenenéd 3HaUUTEbHBIN BKJIA

¥
Matepuaisl cTaThy ObLIM Mpe/CTaBIeHbl Ha YTeHusax namaru akagemuka I'. I'. TTonmkaprioBa «Paiioskonorus: ycrexu 1 nepereKTHBb»
(Cesacromnonb, UHBIOM, 2019 r.).
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B3BellleHHOW (hOpMBI PTYTH B e€ ollliee cofiepkaHue B MOPCKOH NeHe, 00pa30BaHHOM B ITOPMOBYIO
norozty. Tak, NPy KOHLIEHTPALMK B3BENIEHHOTO BEIIECTBA B MOPCKOM Bojie 9,6 Mr-n~! KoHLeHTparms
PACTBOPEHHOI (hOPMBI PTYTH NMeNa 3HaueHue 55 Hr-n~ |, a B3BemenHoi — 20 Hr-~ . B Mopckoii nene
KOHIIEHTPAIUs B3BEIIEHHOTO 0CaI0YHOTO BEIIECTBA cocTaBrma 895,2 Mr-i~!, a KoHueHTpaus pTyT!
nocturia 200 vr-m~! B pacTBOpéHHOI hopme 1 260 Hr-1~' — Bo B3BemeHHoi. CofepikaHnue OOt
(cyMMapHOIi) pTYTH B MOPCKOM TleHe TIPY 3TOM MPEBHIIIAIIO TPEIETFHO JIOMYCTUMYI0 KOHIIEHTPAIIUIO
(100 HF-J‘[_I) U1 MOpcKo# Boziel. B manHOM ciyuae KH,,, 115 MOpckoii Boabl Obul paBeH 3,8-10%,
a s nensl — 1,5-103. Takoe pacrpenieieHue pTYyTH B MOPCKOHM B3BECH, TIeHe M BOJe, a TaKKe I0-
JIy4eHHbIEe 3HAUEHH K03(pPUIMEeHTa HAKOTUICHNSI CBUIETENBCTBYIOT O OOJBIIION Ba)KHOCTH B3BEIICH-
HOTO BEIeCTBA B CAMOOYHIIIEHUN MOPCKO akBaTopuu. [Ipy HU3KOM copiepKaHUM PTYTH B BOJIE KOH-
LIEHTPUPYIOIIAsi CIIOCOOHOCTh B3BEIIEHHOTO BEIECTBA, XapaKTepu3yeMasi OTHOCUTENIbHO BHICOKMMU
3HAYEHUsIMU ero Koa(pUllMeHTa HaKOTUIEHHUs PTYTH, CTAHOBUTCS BEChbMa 3HAUYUMBIM (paKTOpOM B ce-
JUMEHTAIIIOHHOM CAMOOYUIIIEHUH BOJ OT PTYTH, OIHAKO MU MOBBIIIEHUH 3aTPS3HEHHUS] BOJ PTYTHIO
BJIMSIHUE 3TOTO (paKTOpa CHUKAETCS.

KuaroueBsble cjioBa: pTyTh, B3BEIICHHOE BEIIIECTBO, MOPCKasi eHa, YEpHoe Mope
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