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CONTENT OF SOME NUTRIENTS IN NEW
BLACK OAT STRAINS

Anna Ciolek!, Boguslaw Makarski?, Ewa Makarskal,
Anna Zadura?

IDepartment of Chemistry
2Department of Biochemistry and Toxicology
Agricultural University in Lublin

Abstract

The nutritive benefits of oats for both human consumption and animal feeding stimulate
scientifically based breeding efforts to obtain new varieties, including brown oat grain (black
oat).It is a fodder the cereal is used chiefly for racehorses. The objective of the present rese-
arch was to compare the contents of the selected nutrients, i.e. crude protein, crude fat, com-
position of fatty acids and minerals in grain of three black oat strains: CHD 28/75/01, CHD 28/
/33/02 and CHD 2909/01 with reference to two oat standard varieties (Bohun and Deresz),
commonly grown in Poland. The three new black oat strains showed varied crude protein
levels and a slightly lower crude fat content compared to the oat standard varieties Bohun and
Deresz. The black oat strain CHD 28/75/01 exhibited the highest percentage of unsaturated
fatty acids (UFA) and monounsaturated fatty acids (MUFA) versus the other strains and varie-
ties. This oat strain grain is also characterized by a substantially higher content of magnesium,
phosphorus, zinc, copper and iron than the other strains and varieties investigated.

Key words: oat, crude protein, crude fat, fatty acids, mineral elements.

dr Anna Ciotek, Katedra Chemii, Akademia Rolnicza w Lublinie, ul. Akademicka 15, 20-950
Lublin
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ZAWARTOSC WYBRANYCH SKEADNIKOW POKARMOWYCH
W NOWYCH RODACH OWSA CZARNEGO.

Abstrakt

Zalety zywieniowe owsa, zarowno dla ludzi, jak i zwierzat, sa bodZcem do prac hodowla-
nych nad nowymi odmianami, w tym owsa czarnego o brunatnej barwie ziarniakow. Jest to
zboze paszowe, stosowane giéwnie do skarmiania koni wyscigowych. Celem pracy bylto poréwna-
nie zawartoSci wybranych sktadnikow pokarmowych, tj.: biatka ogélnego, ttuszczu surowego,
sktadu kwasow ttuszczowych oraz elementoéw mineralnych, w ziarnie trzech rodow owsa czarne-
go: CHD 28/75/01, CHD 28/33/02 i CHD 2909/01 w odniesieniu do dwu odmian wzorcowych
owsa (Bohun i Deresz) powszechnie uprawianego w Polsce. U 3 nowych rodéw owsa czarnego
stwierdzono zréznicowany poziom biatka ogdlnego oraz nieznacznie obnizony poziom ttuszczu
surowego w stosunku do owsa odmian wzorcowych Bohun i Deresz. Nawiekszy udziat procento-
wy nienasyconych kwasow ttuszczowych (UFA) i jednonienasyconych kwaséw tluszczowych
(MUFA), w poréwnaniu z pozostalymi rodami i odmianami, wykazano u rodu CHD 28/75/01.
W ziarnie tego rodu stwierdzono réwniez wyzsza zawarto$¢ magnezu, fosforu, cynku, miedzi
izelaza w poréwnaniu z pozostatymi testowanymi rodami i odmianami.

Stowa kluczowe: owies, biatko ogélne, ttuszcz surowy , kwasy tluszczowe, sktadniki
mineralne.

INTRODUCTION

Recently, there has been an increasing worldwide interest in oat, stimu-
lated by the beneficial nutritive value of this cereal for humans and ani-
mals. The foods produced from oat grain show hypocholesterolemic activity
due to the presence of water-soluble dietary fibre containing beta-glucan
fraction. These polysaccharides are capable of binding cholesterol and bile
acids in the digestive system (NEwMaN et al. 1992, WurscH, PI1-SUNYER 1997,
Gasiorowskl 2003). The chemical composition of oat grain is similar to that
of other cereals, yet it is far richer in protein and fat. The content of exoge-
nous amino acids is higher than in other cereals so the biological value of
oat protein is also markedly higher. Beside proteins, fat substances consti-
tute a major component of oat which shapes its physiological, nutritional
and processing characteristics. Oat grain fat is rich in unsaturated fatty ac-
ids, which make up 80% of all the fatty acids (Gasiorowski, UrRBANOWICZ 1992,
Ozcan et al. 2006, Banas$ et al. 2007).

Compared to other cereals, oat grain is low in saccharides, like starch
(average 53%) and cellulose, but it is abundant in soluble fibre fractions,
which prove vital in maintaining the beneficial microflora of the intestines,
stimulating generation of probiotic bacteria of milk fermentation and inhib-
iting development of pathogens (KorLanowskr 1998, GaJEwska et al. 2002).

Comparison of the content of minerals in oat grain and other cereals
indicates that oat is far more abundant in Ca, Fe, Zn and Mn. Consequent-
ly, oat grain is recognized as an excellent source of dietary minerals for
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humans and animals. The content of minerals in hulled oat grain is con-
siderably higher than in dehulled grain. However, although the qualities
of oat prove to be beneficial, the cultivation area of this cereal systemati-
cally decreases all over the world. Currently, oat grain is mainly used as
fodder for animals and only as little as 5% of the total crop yield is
utilized by the food industry. The breeders make efforts to market new
varieties of black oat. Black oat is very popular, especially as a staple
constituent of a diet for racehorses. Moreover, it is a major nutritional
supplement of grain feed given to animals taking part in races, as it
enhances their performance as a short- and medium-term energy supple-
ment, essential during competitions.

The present research compared the content of basic nutrients in three
black oat strains and two standard varieties commonly grown in Poland.
The qualitative evaluation included crude protein, crude fat, fatty acid com-
position and mineral content.

MATERIAL AND METHODS

The experimental material embraced two yellow-grain oats varieties,
Deresz and Bohun, of average hull content. These two varieties served as
reference for three black oat strains: CHD 28/75/01, CHD 28/33/02 and CHD
2909/01, which were obtained from the Breeding Station DANKO in Choryn.
Black oat is a fodder cereal, used chiefly as a component of the equine diet.

For analytical examinations, we used oatmeal produced by thorough
grinding in a laboratory mill. In the test material, crude protein in grain
samples was determined according to Kjeldahl method using a Kiel-Foss
apparatus whereas crude fat content was assessed according to the Soxhlet
method, on Soxtec MT-6 apparatus. The minerals were analyzed using AAS
method on a UNICAM 939 apparatus, after wet mineralization of oatmeal in
a mixture of HCIO, and HNOg (5:1 ratio). Percentage of fatty acids in oat
grain triglycerides was determined by the gas chromatography method, af-
ter their esterification process (methyl ester form).The results were ana-
lyzed statistically using Statistica program version 5 and a single factor anal-
ysis of variance ANOVA test at significance levels of 0.01 and 0.05.

RESULTS AND DISCUSSION

Figure 1 presents the crude protein content in the strains and varie-
ties of oat. In oat grain, the protein content usually ranges from 11 up to
15% (BarRTNIKOWSKA et al. 2000). Owing to an elevated lysine content, the
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0"CHD BOHUN CHD DERESZ CHD | 0 *CHD BOHUN CHD DERESZ CHD
28/75/01 28/33/02 2909/01 28/75/01 28/33/02 2909/01
crude protein — biatko ogdlne crude fat — ttuszez surowy
A,B — significantly different values (p < 0.01)
A,B — réznice istotne (p < 0.01)

Fig. 1. Content of crude protein (%) and crude fat (%) in ground grain of oat strains
and cultivars

Rys. 1. Zawarto$¢ biatka ogélnego (%) i tluszczu surowego (%) w Srucie owsianej badanych
rodéw i odmian

proteins in oat have the highest biological value among the cereals (SArki-
JARVI, SAASTAMOINEN 2006). Another advantage of oat proteins is their good
digestibility (PEpo et al. 1999, Frarczak et al. 2003). Compared to some
other cereal species, negative correlation between grain yield and protein
content proved weak (BARTNIKOWSKA et al. 2000). Oat grain of CDH 28/75/01
strain was characterized by a higher crude protein (11.91%=+0.85) level than
Deresz and Bohun varieties. The protein concentration in this strain was
similar to that reported by PisuLEwska et al. (1997) for naked oat grown on
light soil. The lowest crude protein content was determined in oat grain
from CDH 2909/01 strain (9.580% =+ 0.080). There was no statistically signif-
icant difference in the protein level between the standard varieties Bohun
and Deresz. In agricultural practice, this parameter can be strongly modi-
fied through different levels of nitrogen fertilization, while the technologi-
cal treatment of oat grain dehulling increases protein content.

The present research revealed that the highest crude fat content was
in oat grain of Bohun and Deresz varieties (Fig. 1). Bohun variety, accord-
ing to the BS DANKO, proves to be high in fat, with an average 5.7% fat
content. The analysis performed on this variety showed that its fat con-
tent, 4.94%=+0.05, was the highest among all the oat samples. The lowest
crude fat content was detected in oat grain of CHD 2909/01 strain
(4.00%=0.07). All the new black oat strains contained less crude fat than
Bohun and Deresz varieties.

Table 1 presents fatty acid percentage in triglycerides of the oat
strains and varieties studied. Among the cereals, oat appears to be the
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most valuable cereal product due to the elevated content of unsaturated
fatty acids (UFA) compared to saturated fatty acids (SFA). Our study
showed that the highest unsaturated fatty acid level (83.17%) was in CHD
28/75/01oat strain. The other oat samples, except Bohun (80.33%), had
similar UFA proportion (over 81%). In a human organism, the fatty acid
desaturation can proceed exclusively between the C9 and C10 carbon atom,
therefore the polyunsaturated fatty acids (PUFA), i.e. linoleic and lino-
lenic acid, must be consumed from the dietary sources. In this aspect,
the most beneficial was grain of CDH 2909/01 strain, which contained
43.80% of PUFA, while the lowest PUFA proportion was observed in the
black oat strain CDH 28/75/01 (39.88%). These results were similar to
those reported by KamiNska (2003). Currently, a growing physiological role
is attributed to the monounsaturated fatty acids (MUFA), which are
known to promote atherosclerosis prevention. The highest percentage of
MUFA (43.29%) was established in CDH 28/75/81 black oat strain, where-
as the lowest one — in CDH 2909/01 (37.60%). Among the fatty acids com-
posing the dietary fat, the most frequent appears to be double bond cis
configuration, although in some foods fatty acids may occur in a trans
isomer form. The loose their biological value and become an energy source
only. In all the oat varieties investigated, the presence of trans isomer
was confirmed referring to C18:1. However, in each case similar quanti-
ties trans isomer fatty acids were obtained (approximately 1% of all the
fatty acids).

Table 1
Tabela 1
Fatty acids content (%) in grain of different oat cultivar and strains
Udziatl kwasow ttuszczowych (%) w ziarnie réznych odmian i rodéw owsa
Fatty acids Oat cultivar and strains — Odmiany i rody owsa
Kwasy ttuszczowe CHD CHD CHD
(%) 28/75/01 Bohun 28/33/02 Deresz 2909/01
14:0 0.17 0.22 0.25 0.27 0.26
16:0 14.50 17.04 16.93 16.74 16.70
16:1 0.23 0.21 0.19 0.24 0.22
18:0 1.05 1.53 0.92 1.13 1.06
18:1c 40.56 37.37 38.87 39.17 35.44
18:1t 1.28 1.00 1.03 0.97 1.01
18:2¢ 38.06 38.78 38.44 38.82 42.12
18:3¢c 1.82 1.56 1.47 1.66 1.68
20:0 0.17 - 0.14 0.13 0.14
20:1 1.22 0.78 1.26 0.80 0.93
22:2 0.00 0.63 0.29 0.00 0.00
Other — Inne 0.94 0.88 0.21 0.07 0.44
SFA 15.89 18.79 18.24 18.27 18.16
UFA 83.17 80.33 81.55 81.66 81.4
MUFA 43.29 39.36 41.35 41.18 37.60
PUFA 39.88 40.97 40.20 40.48 43.80
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Black oat grain differed from the standard varieties by a higher ash
content (Tab. 2). A similar relationship was found by GamBu$ et al. (2006)
who recorded a 3.35% ash content in yellow hull oat, and 3.66% in black
hull oat. The highest percentages of available ash in oat strains were
found in CHD 28/75/01 (2.528%=0.019) and CHD 2909/01 (2.502%=+0.016),
while cv. Bohun variety was the poorest in ash (2.159% = 0.034). These
results are slightly higher than those concerning ash content in oat grain
established by SkiBNIEWSKA et al. (2002) — 2.05%.

The highest potassium level was in black oat strains CDH 2909/01
(0.423% + 0.016) and CDH 28/33/02 (0.378% + 0.081). CDH 28/75/01 strain
contained less potassium (0.331% =+ 0.032) compared to the standard varie-
ties, although the difference between CHD 28/75/01 and CHD 28/33/02 ver-
sus the standard varieties was not statistically significant. GamBUS et al. (2006)
found that the potassium level in flour produced from black hull oat reached
0.292%, while in flour of yellow hull oat it was 0.324%. Soucrt et al. (2000)
reported a higher range of this element content in oat grain, i.e. 0.338 —
— 0.387%, but it was still under the level reported for black oat strain
CHD 2909/01.

A significantly higher phosphorus level, compared to the other sam-
ples, was determined for CHD 28/75/01 strain (0.388% = 0.004) and Bohun
variety (0.362% + 0.009); this was even higher than quoted by Souci et al.
(2000), where it varied from 0.332 up to 0.352%. In the study by GamBuS
et al., (2006), the phosphorus content was 0.411% in black oat grain and
0.361% in yellow grain oat. The difference in phosphorus between the
standard varieties and CHD 28/33/02 and CHD 2909/01 strains was not
statistically significant at p?0.05.

Magnesium in the oat strains differed from that in the standard vari-
eties. Grain of CHD 28/75/01 and CHD 2909/01 strains proved richer in
this element than the standard varieties. The highest magnesium level
was determined in the strains CHD 28/75/01 (0.117% =+ 0.014) and CHD
29090/01 (0.114% =+ 0.019). These values were close to those reported by
SKIBNIEWSKA et al. (2002), GaMBUS et al. (2006) and Soucr et al. (2000).

The content of calcium in the oat samples ranged from 0.001 up to 0.015%
and its highest contents was determined in CHD 28/33/02 and CHD 2909/01
strains as well as Deresz variety, whereas CHD 28/75/01 strain and Bohun
variety contained significantly less Ca. However, the range of the calcium
values for the strains and varieties studied was markedly lower compared to
the results given by Soucr et al. (2000) and SKIBNIEWSKA et al. (2002).

As for manganese, two statistically homogeneous groups at p<0.01
were determined: strains CHD 28/75/01 and CHD 2909/01 with a higher
manganese content and the remianing samples with a lower manganese
level. Likewise, the study by GamBus et al. (2006) showed higher manga-
nese content in black oat.
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The iron content in grain oat appeared to be the highest in CHD 28/75/
/01 strain and the standard varieties. The strains CHD 28/33/02 and CHD
2909/01 contained significantly less Fe. This is in contrast to GamBuS et al.
(2006), who found more iron in black oat compared to yellow hull oat.

Among the oat samples under investigation, CHD 28/75/01 strain and
Bohun variety proved to be most abundant in zinc and copper. The other
samples were shown to contain zinc below the values presented by Soucrt et
al. (2000) and SkiBNIEWSKA et al. (2002). However, the oat grain copper con-
tent in all the samples investigated was within the limits reported by Soucrt
et al.(2000), i.e. 23 — 0.7 mg-100 g1.

The present research revealed that CHD 28/75/01 strain had the high-
est level of phosphorus, magnesium, iron, zinc and copper in oat grain but
its potassium content was the lowest. Among the strains and varieties ex-
amined, oat grain of CHD 28/33/02 strain showed the highest calcium level,
although it was the poorest in magnesium, manganese, zinc and copper.
The strain CHD 2909/01 was shown to contain more potassium and manga-
nese but less phosphorus and iron than the other strains.

CONCLUSIONS

1. The new black oat strains showed differentiated levels of crude pro-
tein and a slightly lower crude fat content compared to the oat standard
varieties: Bohun and Deresz.

2. The black oat strain CHD 28/75/01 had the highest content of unsatu-
rated fatty acids (UFA) and monounsaturated fatty acids (MUFA) compared
to the other strains and varieties.

3. Black oat grain of CHD 28/75/01 strain had a substantially higher
content of magnesium, phosphorus, zinc, copper, manganese and iron than
the other strains and varieties investigated.

REFERENCES

LMax P. 1987. The variation in chemical composition in Swedish oats. Acta Agric. Scand.,
37: 347-352.

Banas A., DgBskr H., Banas W., HENEEN W.K., DAHLQVIST A., BAFOR M., GP.O., MARTTILA S., EKMAN
A., CarussoN A.S., STymMNE S. 2007. Lipids in grain tissues of oat (Avena sativa): differen-
ces in content, time of deposition, and fatty acid composition. J. Exp.Bot. 11 (in press)
PMID: 17586606.

BarTNIKOWSKA E., LANGE E., Rakowska M. 2000. Ziarno owsa — niedoceniane Zrédto sktadnikéw
odzywcezych i biologicznie czynnych Cz. 1. Ogélna charakterystyka owsa. Biatka, ttusz-
cze. Biul. IHAR, 215: 209-222.

Frarczak M., Rutkowskr A., Jozeriak D. 2003. Apparent digestibility of nutrients, amino acids
and metabolizable energy of seven cereal species in studies on growing guinea fowls (Numida
meleagris L.). Ann. Anim. Sci. Suppl., 2: 255-258.



259

GaJEWSKA J., FaABIJANSKA M., GAarBOLINSKA M. 2002. Microbiological studies of feed and faeces of
fatteners fed mixtures containing naked oat and permutite. Acta Microbiol. Pol., 51(1): 63-69.

GamBu$ H., Gamsus F., PisuLewska E. 2006. Caloziarnowa magka owsiana jako Zrédto sktadnikéw
dietetycznych w chlebach pszennych. Biul. IHAR, 239: 259-267.

Gastorowskr W. 2003. Wartosé zywieniowa owsa. Prz. Zboz.-Mtyn., 3: 26-28.
Gastorowskt H., UrBanowicz M. 1992. Owies roslina XXI wieku. Prz. Zboz.-Mtyn., 4, 2-3.

KamiNska B.Z. 2003. The effect of various grains in grower diet on broiler performance and
dietetic value of carcass. Ann. Anim. Sci., Suppl., 2: 185-188.

Koranowskt W. 1998. Zastosowanie btonnika pokarmowego w produkcji zZywnosci. Zywnosé,
Zywienie Zdrowie., 4: 412-414.

Maxkarska E., RacaoN L., MicHALAK M., Szumito G. 2006. Zawartosé makrosktadnikéw i 3-gluka-
néw w oplewionych i nagoziarnistych odmianach jeczmienia i owsa w przypadku zréz-
nicowanej ochrony chemicznej. J. Elementol., 11(2),165-174.

NewMaN R.K., KLoPFENSTEIN C., NEwMAN C., GUuritNo N., HoTtEr P. 1992. Comparison of the
cholesterol lowering properties of barley, oat bran and wheat red in chicken and rats.
Cereal Chem., 69: 240-244.

Ozcan M.M., Ozcan G., TopaL A. 2006. Characteristics of grains and oils of four different oats
(Avena sativa L.) cultivars growing in Turkey. Int. J. Food Sci. Nutr., 57(5-6): 345-352.

Pepo 1., Scarsiert V.C., Gurkoski L.C. 1999. Protein evaluation of four oat (Avena Sativa L.)
cultivars adapted for cultivation in the south Brazil. Plant Foods for Human Nutrition,
53: 297- 304.

PisuLewska E., Koropziejczyk M., Witkowicz R. 1997. Poréwnanie sktadu chemicznego ziarna
owsa oplewionego i nagoziarnistego uprawianych w réznych warunkach siedliska. Acta
Agr. Silv. ser. Agr., 35: 99-106.

SARKIJARVI S., SAASTAMOINEN M. 2006. Feeding value of various processed oat grains in equine
diets. Livestock Sci., 100: 3-9.

Souct S.W., Facamanny W., Kraur H. 2000. Food composition and nutrition tables. Sci. Publ.,
Studgard.

SkiBNIEWSKA K.A., KoziRok W., FornaL L., Markiewicz K. 2002. In vitro availability of minerals
from oat products. J. Sci. Food Agric., 82: 1676-1681.

WugscH P., P1-Sunyer F.X. 1997. The role of viscous soluble fiber in the metabolic control of
diabetes. A review with special emphasis on cereal rich in a-glucan. Diabetes Care, 20:
1774-1780.



260




J. Elementol. 2007, 12(4): 261-268

POSSIBILITIES OF REDUCING
ENVIRONMENTAL POLLUTION
WITH NITROGEN AND PHOSPHORUS
AS PART OF AN AGRI-ENVIRONMENTAL
PROGRAMME

Wojciech Gotkiewicz!, Bartosz Mickiewicz2,

Andrzej Klasa3

IChair of Agribusiness and Environmental Economics
University of Warmia and Mazury in Olsztyn
2Chair of Rural Development and Food Economy
Agricultural Academy in Szczecin
3Chair of Agricultural Chemistry and Environmental Protection
University of Warmia and Mazury in Olsztyn

Abstract

Data from the Central Statistical Office and from the literature of the subject have been
used to present the hazards for the natural environment, created by nitrogen and phosphorus
compounds. The issue concerns inland waters and the Baltic Sea. The existing hazards are
controlled by rational fertilisation, the appropriate structure of cultivation and biochemical bar-
riers. Following Poland’s accession to the European Union, an effective instrument has been
obtained in the form of an agri-environmental programme, especially the packages: ,water and
soil protection” and ,establishing buffer zones”, which can result in reducing the infiltration of
biogenes to the environment. The data from the Agency of Agriculture Restructuring and Mo-
dernisation and the research conducted by the authors in the Warmia and Mazury and the
West Pomerania Provinces have confirmed the large interest of farmers in the ,water and soil
protection” package. The clearly observed lack of interest in the ,buffer zones” package necessi-
tates corrections, mainly by increasing financial subsidies for farmers.
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MOZLIWOSCI OGRANICZENIA ZANIECZYSZCZEN SRODOWISKA AZOTEM
I FOSFOREM W RAMACH PROGRAMU ROLNOSRODOWISKOWEGO

Abstract

Na podstawie literatury oraz danych Giéwnego Urzedu Statystycznego przedstawiono za-
grozenie Srodowiska przyrodniczego zwigzkami azotu i fosforu. Dotyczy to zaréwno wod $rodla-
dowych, jak i Morza Baltyckiego. Ograniczaniu wystepujacych zagrozen sprzyja racjonalna go-
spodarka nawozowa, wtasciwa struktura upraw oraz bariery biogeochemiczne. Po wstapieniu
Polski do Unii Europejskiej uzyskano skuteczny instrument w postaci programu rolnosrodowi-
skowego, a zwlaszcza pakietow ,ochrona gleb i wod” oraz ,tworzenie stref buforowych”, mogacy
redukowac przenikania biogenow do Srodowiska. Materiaty Agencji Restrukturyzacji i Moderni-
zacji Rolnictwa oraz badania wtasne przeprowadzone w wojewédztwach warminsko-mazurskim
i zachodniopomorskim, potwierdzilty duze zainteresowanie rolnikéw pakietem ,ochrona gleb
i wod”. Wyrazny brak zainteresowania pakietem ,strefy buforowe” wymaga korekty, polegajacej
zwlaszcza na zwigkszeniu dotacji finansowych przeznaczonych dla rolnikéw.

Slowa kluczowe: azot, fosfor, przenikanie do Srodowiska, program rolnosrodowiskowy, pakiety
y,ochrona gleb i wod” i ,tworzenie stref buforowych”.

INTRODUCTION

Intensive agriculture adversely affects the natural environment, espe-
cially the quality of surface and underground waters. The biogenic ele-
ments, unused in the course of agricultural production, especially nitro-
gen and phosphorus, cause the degradation of aquatic ecosystems.
A significant factor in the north of Poland is the pollution of the Baltic
Sea by biogenes carried by rivers from agricultural areas.

An important system solution to reduce water pollution, mainly with
nitrogen and phosphorus, may be provided by the agri-environmental pro-
gramme, which is one of the forms of subsidising farmers by the Europe-
an Union. The program consists in voluntary actions taken by farmers,
aimed at promoting such systems of agricultural production which comply
with the requirements of environment production (Plan Rozwoju ... 2003).

This study analyses the manner of operation of the agri-environmen-
tal programme in Poland, in particular the packages which comprise it —
soil and water protection as well as buffer zones creation in terms of
possibilities of restriction of water pollution with nitrogen and phospho-
rus.
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MATERIALS AND METHODS

Data from the Central Statistical Office and from the literature of
the subject have been used to present the hazards to the natural environ-
ment created by nitrogen and phosphorus compounds, which concerns the
Baltic Sea.

Then, based on an analysis of documents of the Agency of Agriculture
Restructuring and Modernisation, The Ministry of Agriculture and Rural
Development and studies conducted in two provinces in the northern part
of Poland — the Province of Warmia and Mazury and the Province of West
Pomerania — the current and potential use of specific packages (soil and
water protection as well as the creation of buffer zones) of the agri-envi-
ronmental programme in order to restrict the adverse effect of biogens
on the natural environment has been shown. Field studies conducted in
the years 2005-2007 on a group of 750 beneficiaries have provided data
on the execution of the programme by farmers.

RESULTS AND DISCUSSION

Agriculture is one of the most important sources of environment pol-
lution. This regards both area pollution (agriculturally utilised land) and
point pollution (farms with their immediate surroundings) (Koc 1994,
SapPEK 2006).

According to SmoroN (1998), it is extremely difficult to determine
the exact load of nitrogen and phosphorus which infiltrate into waters as
a result of agricultural activity, as it depends on a number of factors.
These include: the structure of land use, amount of fertilisers and the
manner of their use, intensity and manner of farm animals breeding, etc.
Hence, the load of nitrogen and phosphorus which infiltrate into water,
and then to the Baltic Sea, can be a good measure of the amount of
pollution of the environment by both elements.

The data shown in Fig. 1 show that despite a clear decrease in the
load of nitrogen carried to the Baltic Sea, the hazard is still present.
Utilisation of nitrogen used in agricultural production is better in plant
production — it ranges from 40% to 90% — than in animal production,
where it is lower than 20%. Poor utilisation of nitrogen in animal produc-
tion is caused mainly by an improper method of animal nutrition, and the
main source of nitrogen losses is an improper method of storing dung
(SAPEK, SAPEK 2001).
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Fig. 1. The load of nitrogen carried to the Baltic Sea from the area of Poland
Source: Environment protection. Statistical information and analyses 2006. GUS Warszawa

The case of phosphorus is similar (Fig. 2). It is widely believed not to
be harmful to humans or animals; however, when accumulating in the
environment, it increases its fertility, i.e. it causes its eutrophication. As
SAPEK (2002) reports, only one-tenth of the phosphorus introduced to the
food chain with fertilisers, ends up in consumed food; the remaining part
is accumulated or dispersed in the environment

There are several methods of restricting the outflow of nitrogen and
phosphorus to the environment. Among them there are rational fertilisa-
tion and correct storage of fertilisers, especially organic ones. Of great
importance is also the creation of natural barriers which prevent infiltra-
tion of N and P compounds into surface and underground waters. This
paper focuses on the latter.

According to Roman (1995), the major ways of restricting the process
of washing biogens out to waters include, as long as possible, the period
when soil remains under plant cover. This was confirmed by Sapek (1997),
who claims that it is necessary to create conditions to encourage farmers
to introduce catch crops or intercrops in the area endangered with pollu-
tion of underground waters with nitrates. The plants used as catch crops
and intercrops take up a lot of nitrogen and phosphorus. For example,
1 tonne of rye cultivated as green crop takes up about 4.9 kg of N and
0.7 kg of P, and 1 tonne of oats cultivated as green crop — ca 3.7 kg of N
and 0.5 kg of P.
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Fig. 2. The load of phosphorus carried to the Baltic Sea from Poland

Source: Environment protection. Statistical information and analyses 2001 and 2006.
GUS Warszawa

An important factor in restricting the amount of nitrogen and phos-
phorus which infiltrate into water is the creation of biogeochemical barri-
ers which help control migration of chemical substances from fields to
waters [Zajaczkowskl 2000, Drupka 2003, GorLinowska 2004]. An example of
this was shown in the study by Koc anDp Sorarski (2006), which indicates
that the concentration of N-NO; in drainage ditches is significantly re-
duced owing to biological absorption of nitrogen, mainly by vegetation
growing in the ditches.

Koc (1999) studied the process of biogen accumulation in zones sur-
rounding small water reservoirs and found that one hectare of waterside
vegetation can accumulate material which inflows from 40 ha of the drain-
age area and protects 1 ha of the reservoir from eutrophication. Biogen
accumulation depends on the type of vegetation and the zone width. The
study found that a 20-metre wide zone of turf surrounding a water reser-
voir accumulates 250 kg nitrogen and 40 kg of phosphorus per hectare.
Thickets absorb 79 kg! ha of N and 12 kg! ha of P, whereas rushes
— 37 kg’ ha and 6 kg'! ha, respectively.

In practical terms, developing and conducting such protective actions
encounter numerous obstacles. Therefore, the agri-environmental pro-
gramme can be a helpful instrument in executing such actions (LaATacz-
-Lonamann, Hobpcg, 2003, GLEBE 2006). In Poland it concerns two packages
which comprise it: ,water and soil protection” and ,buffer zones creation”.
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The first agri-environmental programme in Poland was developed as
part of the Plan of Rural Area Development for the years 2004-2006 at
the Ministry of Agriculture and Rural Development. Farmers who con-
duct agricultural production on an area of at least 1 hectare can partici-
pate in the national agri-environmental programme. An additional obliga-
tion is to apply the principles contained in the Code of Good Agricultural
Practice, especially in the part concerning the restriction of nitrogen and
phosphorus outflow. Implementation of the programme in Poland is
planned in two phases (years 2004-2006 and 2007-2013).

The ,soil and water protection” consists of the following variants: sup-
plementary crops, winter catch crops and stubble intercrop (Krajowy pro-
gram rolnosrodowiskowy...2004).

For ,buffer zones”, the environmental plan provides for creating sodded
strips, whose main purpose is to reduce the contamination of water in
w courses. 2- or 5-metre wide buffer zones will be established along water
courses and small water reservoirs on soil of low intensity use. 5-metre
wide zones will be established on arable land and meadows of high intensity
use — along the water courses running through them and small water res-
ervoirs or valuable habitats situated within them, e.g. peat bogs (Krajowy
program rolnosrodowiskowy...2004).

An analysis of data provided by the Agency of Agriculture Restructuring
and Modernisation has shown that the ,soil and water protection” package,
which is of great importance in terms of environment protection, attracted
the greatest interest. In the years 2004—2006 farmers filed 54,504 applica-
tions, 51 185 of which have been positively verified. However, it is a cause
of certain concern that so few potential beneficiaries of the agri-environ-
mental programme are interested in the ,buffer zones” package. In the years
2004—-2006 only 122 applications were filed around the country, 80 of which
were positively verified.

According to the data provided by the Agency of Agriculture Restructur-
ing and Modernisation, soil and water protection attracted the greatest in-
terest in the Provinces of Pomerania and Lublin. Surprisingly, actions relat-
ed to the package were the least frequent (excluding the Province of Silesia)
in the Province of Warmia and Mazury and in the Province of Subcarpathia.
These are the provinces where so-called ,Naturally Sensitive Areas” were
established and the agri-environmental programme appeared as a pilot pro-
gramme before Poland’s accession to the European Union (Programy rolno-
srodowiskowe w Europie Srodkowo-Wschodniej...2000).

Studies concerning the interest of farmers in the agri-environmental
programme have been conducted in the Province of West Pomerania and
the Province of Warmia and Mazury. The provinces were ranked 11th and
14th respectively, in terms of the number of applications for the ,soil and
water protection” package. Actions related to the soil and water protection
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were taken by the relatively greatest number of farmers — 49.2% (47.2%
in West Pomerania and 51.2% in Warmia and Mazury). No interest was
recorded in creating buffer zones.

It was found in the study that the choice of the ,soil and water pro-
tection package was usually caused by good financial conditions and by
the fact that most farmers had grown catch crops and intercrops earlier.

In the ,buffer zones” package, which requires excluding considerable
areas from agricultural use and in which additional work has to be done,
the financial resources which accompany the programme have proved in-
sufficient. Given the threat caused by the outflow of nitrogen and phos-
phorus compounds from fields to waters, a correction of the package is
necessary.

CONCLUSIONS

1. As the data provided here show, agricultural production in Poland
is a cause of deterioration of the natural environment. This concerns in
particular water pollution by nitrogen and phosphorus compounds. Con-
tamination of water by such substances poses a threat to the quality of
the Baltic Sea waters.

2. An analysis of the available materials has shown the need to reduce
the threat discussed above. The most important actions include the rational
use of fertilisers, maintaining the appropriate structure of cultivations as
well as creating and maintaining geochemical barriers. However, such ac-
tions encounter numerous obstacles.

3. Following Poland’s accession to the European Union, the agri-envi-
ronmental programme, especially the packages: ,water and soil protection”
and ,establishing buffer zones”, is an effective instrument which can help
control infiltration of biogens to the environment.

4. An analysis of documentation provided by the Agency of Agriculture
Restructuring and Modernisation and the studies conducted in the Province
of Warmia and Mazury and the Province of West Pomerania have confirmed
the national tendency which indicates a high interest in the ,soil and water
protection” package”. However, the other package, ,buffer zone creation”,
which is also important for the discussed issue, did not attract much inter-
est on the national level or in either of the two provinces. Therefore,
a correction of the package is necessary, mainly by increasing the amount
of financial subsidies for farmers.
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CHANGES IN MERCURY CONTENT
IN WATERS OF THE NAREW RIVER
AND SOME OF ITS TRIBUTARIES
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University of Warmia and Mazury in Olsztyn

Abstract

Although some small amounts of mercury in surface water come from natural environ-
ment, much higher quantities originate from anthropogenic sources, including industry and
agriculture. Mercury readily accumulates in bottom sediments, from which it can return to
water, which can be a serious cause of mercury pollution even after other mercury sources are
removed from a river’s drainage basin. Concentration of mercury was examined in river waters
flowing from basins characterised by different land use and population density. Samples of
water were collected from two right tributaries of the Narew River, called the Pisa and the
Biebrza, and at six sites in the middle section of the main river. The areas drained by these
three rivers lie within the ecosystem known as the Green Lungs of Poland. It was found that
the average mercury concentration in the waters of the Narew and its tributaries ranged
between 0.3 and 0.9 pug dm™, being only slightly higher than the concentrations typical of
unpolluted territories. The highest mercury content occurred in spring and in the waters from
agricultural-forested basins with large towns. Changes in the mercury outflow were associated
with accumulation of household pollutants downstream, atmospheric conditions as well as the
content of organic matter and suspended solids in the river waters. Low concentration of mine-
ral suspension and organic substance carried by the Pisa River significantly depressed the
mercury content in the water of this river. In the Biebrza River, the concentration of both
organic and mineral substance was directly proportional to the content of mercury.

Key words: agricultural basin, river water, mercury, concentration, load.

Bozena Grabinska, University of Warmia and Mazury, pl. Lodzki 2, 10-718 Olsztyn.
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ZMIANY ZAWARTOSCI RTECI W WODACH NARWI
I WYBRANYCH JEJ DOPLYWOW

Abstrakt

Niewielkie ilosci rteci w wodach powierzchniowych pochodzg ze zZrédet przyrodniczych. Wie-
lokrotnie wiecej tego metalu pochodzi ze Zrédet antropogenicznych, w tym z przemystu i rolnic-
twa. Rtec¢ tatwo gromadzi sie¢ w osadach, skad moze powraca¢ do wod, co moze staé sie istot-
nym jej zrodlem po usunieciu zagrozen w zlewni. Badano zawartos¢ rteci w wodach rzecznych
odptywajacych ze zlewni o zréznicowanym uzytkowaniu i zaludnieniu. Probki wody pobrano
z dwoch prawostronnych doptywéw Narwi, tj.: Pisy i Biebrzy, oraz w szeSciu punktach srodko-
wego odcinka rzeki gtéwnej. Tereny odwadniane przez badane cieki potozone sg w zasiegu eko-
systemu ,zielonych ptuc” Polski. Stwierdzono, ze $rednie stezenie rteci w wodach Narwi i jej
doptywéw mieécito sie w granicach od 0,3 do 0,9 ng dm ibyly niewiele wyzsze od stezen
charakterystycznych dla obszaréw niezanieczyszczonych. Najwyzsze stezenie rteci wykazano wio-
sng w wodach ze zlewni rolniczo-leSnych z duzymi oSrodkami miejskimi. Sredni roczny odplyw
rteci wyniost 0,3-3,3 g z 1 ha, Srednio ok. 1 g z 1 ha zlewni. Na réznice w odptywie rteci miaty
wplyw kumulacja zanieczyszczen bytowych z biegiem rzeki, warunki atmosferyczne oraz zawar-
to$¢ materii organicznej i zawiesin w wodach rzecznych. Niska zawartosé zawiesiny mineralnej
i substancji organicznej w wodach Narwi nie wptywata istotnie na stezenia Hg. Stwierdzono, ze
mineralna cze$¢ substancji niesionych wodami Pisy miala istotny wplyw na obnizenie stezenia
rteci w wodzie tej rzeki. W wodach Biebrzy zaréwno stezenia substancji organicznych, jak
i mineralnych wykazywaly wprost proporcjonalng zalezno$¢ w stosunku do zawartosci rteci.

Stowa kluczowe: agricultural basins, river water, mercury, concentrations, load.

INTRODUCTION

Regular environmental monitoring is a basic measure which enables us
to determine the causes and their quantitative and qualitative contribution
to pollution. As a result, it can imply possible preventive actions to stop
degradation of natural resources. Water ecosystems largely contribute to
influx of pollutants. Content of harmful substances in river ecosystems is
shaped, either directly or indirectly, under the effect of natural conditions
and man-made factors (HErmanowicz et al. 1999). Dispersion of elements in
a river channel depends on hydrodynamic processes, the river’s hydrological
regime as well as physical and chemical parameters, which, on a global scale,
are differentiated primarily by climatic conditions (GraBINska et al. 2005a,
JAIN et al. 2005). Other than natural factors contributing to pollution of sur-
face waters with heavy metals are intensive farming practice, increasing ur-
banisation and growth of industry (Apamiec, HeLios-RyBicka 2002).

The content of mercury in the waters of the Narew could be condi-
tioned by the agricultural use of its basin (surface influx) and atmospher-
ic depositions. Mercury compounds are found in minerals fertilisers, pes-
ticides and waste products used in agriculture (FALENICKA-JABLONSKA 1991).
The quality of water in the Narew River is also affected by household
sewage and wastewater from larger human settlements (Bialystok, Bielsk
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Podlaski, Lapy, Lomza, Ostroleka, R6zan) as well as wastewater from agri-
cultural, food processing, construction material industries and power
plants located in the river’s catchment basin (SkorsiLowicz 2005).

This article deals with concentrations of mercury in river waters de-
pending on the atmospheric conditions and land use. The analysis of Hg
content fluctuations is a preliminary step towards studying changes in the
Hg concentration in bottom sediments. Negative effect of mercury accumu-
lated in sediments on living organisms can occur also when the Hg concen-
tration in the water above is within the water purity standards. Elements
retained in bottom sediments can be a secondary source of pollution, which
threatens not only a given water ecosystem but also the nearby land eco-
systems (Bojakowska 2001). By knowing the volume of Hg outflow, we should
be able to predict the ecological state of the whole ecosystem, which be-
longs to the extraglacial lowland belt and the Green Lungs of Poland. This
knowledge can also help to plan and implement a sustainable development
concept for the whole basin of the Narew River. Mercury, like cadmium and
lead, is useless and often harmful to water plants and animals. In man,
mercury causes neurological disorders (HErRmManowicz et al. 1999). Anoth-
er reason why our study seemed worthwhile was the fact that waters
from the Narew River are used by Warsaw agglomeration (Zegrzynski
reservoir).

MATERIAL AND METHODS

The results presented in this paper comprise seven years (1997-2003).
The study involved the middle part of the Narew at six gauging sections,
with one site, in Strekowa Gora (262 km from the river mouth) being treat-
ed as a representative point for the partial catchment basin of the Narew.
The sampling site in Rézan (117 km from the river mouth) served as
a closing point for the area distinguished for the research project. Compara-
tive analysis was performed for the two main tributary rivers of the Narew,
the Pisa and the Biebrza, at the mouth profiles.

The natural conditions and varied effects of man’s economic activities within
the drainage basin of the three rivers have been discussed in the paper pub-
lished by GraBINska et al. (2005b). Detailed description of field work (hydro-
metric measurements) and data processing (statistical processing and graphic
presentation of the results) can be found in GRaBINSKA et al. (2006).

The results concerning the mercury content in river waters are part
of the physicochemical determinations performed on samples of water
collected in the basin. Water samples were obtained four times a year: in
spring (April), summer (July), autumn (October) and winter (January) from
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the river current. Water sampling and mercury determinations relied on
the methods presented by HeErmaNowicz et al. (1999).

RESULTS

The literature claims that the migration rate of trace elements from
water solution to sediments in a river channel depends on physicochemical
properties of river waters, proportion between the suspension mass and
mass of water as well as presence of fine-grain deposits (clay and silt),
which are highly sorptive (MiLLER 1997). The results of our analyses sug-
gest that the Narew and its two tributary rivers, compared to other Polish
rivers (the Vistula and the Bug) carried very small amounts of suspended
solids (an annual average of 37.8 thousand tonnes). GRapziNski et al. (2000)
emphasise that the load in the Narew River is dominated by sandy materi-
al (medium and coarse-grain), the river waters are rich in organic suspen-
sion, and the amount of mineral suspension (i.e. silt and clay) is small.
Increasing quantities of heavy metals transported by the Narew can be
attributed to small amounts of clastic material (small sorptive properties)
carried by the river waters and the presence of organic matter. Humus
compounds, common in soils, marshes, peatbogs and wetlands, and such
types of land are present in the Biebrza River valley and the upper Narew
drainage basin, shape the distribution of heavy metals in water environ-
ment in the form of dissolved organic complexes (HERMANOWICZ et al. 1999).

The highest concentration of mercury was determined in the waters
of the Biebrza and Pisa (Table 1). The ranges of mercury concentration in
the Biebrza and Pisa remained on approximately the same level, but were
wider in the Narew (the longitudinal profile).

As regards the land use, less mercury was determined in waters flow-
ing from the forested- agricultural basin (the upper Narew), which, in
terms of mercury content, were classified as water purity class I (very
good) than from the agricultural-forested basins, where the waters be-
longed to water purity class II (good).

According to the seasons of the year (Table 2), the highest average Hg
concentration occurred in summer (0.7 pg-dm™3) and the lowest one — in
winter (0.4 pg-dm). Particularly high levels of mercury (3-fold higher) in
summer were determined in the Biebrza compared to the other two rivers.
Elevated concentrations of mercury in summer could be attributed to the
surface influx of pollutants (e.g. plant protection chemicals) caused by rains.
The content of mercury in each season of the year in the waters of the
Narew was much more variable than in the waters of the Biebrza and Pisa,
which is due to the contribution of different sources of pollution.
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Table 1
Tabela 1

Effect of land use in the drainage are on average mercury concentration
in waters of the three rivers (ng- dm)
Wplyw zagospodarowania zlewni na érednie stezenia rteci w wodach badanych rzek (ug-dm3)

Basin/gauging
point in
a longitudinal Year — Rok
Land use profile of the Average
Uzytkowanie Narew &re dn{fa
zlewni Zlewnia/ punkt
POMuarowy W | 1997 | 1998 | 1999 | 2000 | 2001 | 2002 | 2003
profilu podtuznym
Narwi
Biebrza/mouth
Agricultural Biebrzy/ujécie 03| 04| 15| 09| 04| 05| 05 0.7
and forested :
Rolniczo-lesne Pisa/mouth 03| 04| 15| 08| 04| 05/ 06 0.7
Pisy/ujscie ’ ’ ’ ’ ’ ’ ’ :
Forested and upper Narew
agricultural gornej Narwi 0.3 0.5 0.5 04 | 0.3 0.5 0.6 0.4
Les$no-rolnicze (262 km rzeki)
Narwi/Wizna
(246 km rzeki) 08 | 05| 08| 04| 03| 05| 0.8 0.5
Narwi/Piatnica
(204 km rzeki) 03| 03| 09| 03] 03| 05| 0.7 0.5
Agricultural . p
and forested | NarWiNowogrod | o\ o5 06 | 04| 03| 05| 05| 05
. P (181 km rzeki)
Rolniczo-lesne
Narwi/Ostroteka
(147 km rzeki) 05| 06 | 09 | 07| 04 | 04| 09 0.6
Narwi/Rozan
(117 km rzeki) 0.5 | 0.6 1.0 | 0.6 | 0.6 | 0.3 | 0.9 0.7
Average — Srednia 0.4 | 0.5 1.0 | 0.6 0.4 | 0.5 0.7

Different loads of mercury transported by the Narew in its longitudi-
nal profile (Fig. 1) could prove that the source of this element is anthro-
pogenic. Our study showed that the highest levels of mercury were in the
waters of the Narew collected at the last gauging section (in Rézan). This
could have been a result of the increasing accumulation of mercury in the
river water downstream, caused by the influx of household sewage and
wastewater from treatment plants in the towns located on the Narew
(i.e. Lomza, Nowogrow, Ostroteka and Rézan) and from some smaller
towns and villages, situated in the river valley, which lack proper waste-
water management systems.
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Table 2
Tabela 2

Comparison of seasonal concentrations of mercury in waters of the three rivers (ug-dm™)

Poréwnanie sezonowych stezen rteci w wodach badanych rzek (ug-dm3)

Basin/gauging
point in
a longitudinal
Land use. profile of the Spring Summer | Autumn Winter | Average
Uzytkowanie Narew - . . ’ ;
. . Wiosna Lato Jesien Zima Srednia
zlewni Zlewnia/ punkt
pomiarowy w
profilu podtuznym
Narwi
Biebrza/mouth
Agricultural Biebrzy/ujécie 0.4 1.5 0.4 0.3 0.7
and forested
Rolniczo-lesne 0.6 0.4 1.0 0.5 0.6
Pisy/ujscie ’ ’ ’ ’ ’
Forested and upper Narew
agricultural goérnej Narwi 0.4 0.4 0.5 0.4 0.4
Lesno-rolnicze (262 km rzeki)
Narwi/Wizna
(246 km rzeki) 0.7 0.5 0.6 0.3 0.5
Narwi/Piatnica
(204 km rzeki) 0.6 0.5 0.4 0.3 0.4
Agricultural . P
and forested | TarWi/Nowogrod 05 0.4 0.5 0.4 0.4
. . (181 km rzeki)
Rolniczo-lesne
Narwi/Ostroteka
(147 km rzeki) 0.5 0.5 0.6 0.6 0.6
Narwi/Rozan
(117 km rzeki) 0.6 0.6 0.6 0.7 0.6
Average — Srednia 0.5 0.7 0.6 0.4

The mean outflow of mercury (Table 3) in the upper Narew (Strekowa
Goéra) was 0.7 g-ha'l, rising to 1.0 g-hal in Rézan. The average annual
load of mercury transported by the water of the Biebrza was slightly
higher than that determined for the Pisa. The fact that loads of mercury
transported by the Biebrza and Pisa were similar could be explained by
similarities in the land use between both drainage areas.

The distribution of Hg concentrations (Table 1) and outflow (Table 3)
was not uniform in the years, as it depended on the volume of flow, which
was a product of time-related variability in atmospheric precipitation, on
the basis of which unit outflows were computed (GRABINSKA et al. 2005b).
In 1999, which was a wet year (Kaczorowska 1962), the outflow was 17%
higher than the average unit outflow for the whole time period (1997—
—2003), Increased concentrations of mercury in the waters of all the three
rivers in this wet year exceeded those in years characterised by typical
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[ ]
Biebrza

246 204 181 147
river lenght from the outlet

117 km

Fig. 1. Changes in the mean annual load of mercury in a longitudinal profile of the Narew
river (g-ha™l). The tributary river Biebrza — 248.5 km of the Narew's course;
the Pisa — 181 km

Rys. 1. Zmiany éredniego rocznego tadunku rteci w profilu podtuznym rzeki Narwi (g-ha).

Doptyw Biebrzy — 248,5 km biegu Narwi; Pisy — 181 km

Table 3
Tabela 3

Effect of land use in the drainage basin on the outflow of mercury with waters
of the three rivers (g-ha'S)
Wplyw zagospodarowania zlewni na odplyw rteci z wodami badanych rzek (g-ha3)

.Land use. Basin Year — Rok Average
Uzytkowanie 71 . Sredni
zlewni ewna 1997 | 1998 | 1999 | 2000 | 2001 | 2002 | 2003 | ©redma
Biebrza/mouth
Agricultural Biebrzy/ujécie 0.3 | 0.6 | 3.3 1.2 | 05| 1.1 | 1.0 1.5
and forested
Rolniczo-lesne o 04 | 07 29| 13| 05| 09| 1.0 1.2
Pisy/ujscie
Forested and upper Narew
agricultural gornej Narwi 0.4 | 0.7 1.1 | 0.5 0.4 | 0.7 0.9 0.7
Le$no-rolnicze (262 km rzeki)
Narwi/Wizna 1.1 | 0.6 1.1 | 0.5 | 04 | 0.7 1.1 0.8
Agricultural Narwi/Pigtnica 0.5 | 0.5 14 | 05 | 05 | 0.8 1.0 0.8
and forested Narwi/Nowogrod | 0.6 | 0.8 0.9 | 0.7 0.5 | 0.8 0.8 0.7
Rolniczo-lesne 70 i/Ostroleka | 0.8 | 1.0 | 1.4 | 1.1 | 06 | 06 | 14 | 10
Narwi/Rozan 08 | 1.0 | 1.6 | 1.0 | 0.9 | 0.5 14 1.1
Average — Srednia 06 | 0.7 | 20 | 0.9 0.5 | 0.8 1.1
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rainfalls, and the average Hg load computed for 1999 was 50% higher
relative the value obtained for the whole experiment.

No elevated Hg concentrations or outflows were observed in the up-

per Narew, where the largest urban settlement (Bialystok) in the whole
basin is located.
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Fig. 2. Correlation between the content of suspended solids and oxidizability (ug-dm3)

and concentrations of mercury in waters of the three rivers

Rys. 2. Zalezno$é miedzy zawartoscia zawiesin i utlenialnosci (ug-dm3)
a stezeniami rteci w badanych wodach rzecznych
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Changes in the content of total suspended solids and organic matter
versus Hg concentrations in the river waters are shown in Figure 2. Con-
centrations of the heavy metals in the Biebrza waters turned out to be
directionally proportional in terms to oxidizability. In the waters of the
Narew, Hg concentrations showed no correlation with the content of or-
ganic matter, whereas in the Pisa River they were directly proportionally
correlated with the oxidizability value (concentration of easily decomposa-
ble substances). Reversely proportional correlation occurred between con-
centrations of mercury and contribution of matter suspended in the wa-
ters of the Pisa. Likewise, the concentrations of Hg were directly
proportionally correlated with the amount of organic matter in the wa-
ters of the Biebrza River, which were classified as belonging to the poor-
est water quality class among the three rivers (GraBiNska et al. 2005b).
The analyses suggest that the mineral part of the substances transported
by the Narew River did not have any influence on retaining mercury in
the river. The suspended and organic material carried by the Biebrza
River seemed to produce a much stronger effect.

In the waters of the tributary rivers, increase in the concentration of
mercury corresponded to a highly significant (¢<0.01) increase in the value
of expected cadmium concentrations (Table 4). Negative, highly significant
correlation was found between Hg and Ni in the Biebrza River. Positive,
significant correlations were determined for Hg and Cu, Cd, Pb and Ni in
the waters of the Narew. As regards the remaining elements, increased con-
centrations of mercury were accompanied by significant decrease in expect-
ed concentrations of sulphates.

The results indicate that the waters of the Narew and its two tribu-
tary rivers contained small quantities of mercury compared to other ma-
jor Polish rivers (SwipErska-Broz 1987). However, the Hg concentrations

Table 4
Tabela 4

Coefficients of linear correlation (r) between mercury concentrations
and chosen properties of water in investigated river
Wspoélezynniki korelacji prostej (r) miedzy stezeniami rteci oraz niektérymi cechami badanych
wod rzecznych

Basin |, Cu cd Pb Ni so,2 | Pos3 | ca
Zlewnia
Biebrza | -0.080 | -0.043 | 0.408% | 0.005 | -0.992¢%*| -0.447¢ | 0.256 | 0.185
Pisa 0.038 | -0.086 |0.802¢**| -0.198 | -0.066 | 0197 | -0.086 | 0.132
Gorna 0117 | -0.164 | -0.191 | -0.158 | -0.131 | -0.224 | -0.236 | -0.294
Narew
Narew | -0.117 | 0.328% | 0.391% | 0.492% | 0.415% | -0.185 | -0.043 | 0.010

*r — significant at level a=0.05; **¢=0.01; ***¢=0.001;
n=24; sample size
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determined in the course of the study were slightly higher than the value
regarded as natural in river waters (KaBaTa-PENDIAS, PENDIAS 1993). The
statistical analyses confirmed that the presence of towns or large villages
and, in consequence, influx of household sewage and wastewater, results
in increased loads of mercury transported in a river down its flow. The
distribution of mercury loads in river waters was affected by particular
meteorological and hydrological conditions prevailing in the years and sea-
sons of the year during our experiment. The concentration of mercury in
the Narew River did not depend significantly on its content of organic
matter and mineral substances. This dependence was stronger in the case
of the Biebrza and Pisa.

CONCLUSIONS

1. Waters transported down the Narew River and two of its tributar-
ies contained slightly higher mercury concentrations than typical of un-
polluted environment. Differences in the hg content were conditions by
atmospheric factors and accumulation of household pollutants down-
stream.

2.In a wet year (1999), the unit outflow of water increased by 17%
and the load of mercury went up by 50% compared to an average water
outflow and mercury concentration in 1997-2003.

3. Waters drained from a forested-agricultural catchment area (the
upper Narew) contained 57% less mercury than those flowing from agri-
cultural-forested drainage areas (the Biebrza and the Pisa). The mean
annual load of mercury carried away with the waters of the Narew River
was increasing down the river stream, as a result of increasing loads of
household pollutants from point sources of pollution (wastewater treat-
ment plants) and surface flows from farmland.

4. Concentration of organic matter and mineral suspension in the wa-
ters of the Narew did not affect significantly the concentration of mercury.
Stronger dependence between these two factors was found in the case of
the Biebrza River.

5. Statistical analyses revealed highly significant positive correlation be-
tween mercury concentrations and expected concentrations of cadmium as
well as highly significant but negative correlation between nickel concentra-
tions in the waters of the Biebrza and Pisa. In the waters of the Narew,
increased Hg concentrations corresponded to a significant increase in the
values of expected concentrations of Cu, Cd, Pb and Ni, which may confirm
the fact that all these metals originate from a similar source and circulate
in a similar way. On the other hand, increased concentrations of sulphates
were accompanied by significantly depressed levels of mercury.
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Abstract

During the early epoch of biological evolution, aluminium was not available for the primi-
tive organisms because of the low solubility of aluminium compounds. This can explain why
aluminium is toxic for the present-day living organisms. We studied the toxic effect of alumi-
nium by feeding Drosophila melanogaster adults for 24 hrs. with a 1% sugar solution conta-
ining different concentrations of aluminium sulphate. The effect of magnesium chloride was
also tested in combination with aluminium. After 24 hrs. we calculated the survival rate, and
solubilised the flies in concentrated nitric acid in a microwave oven. The Al, Na, Mg and Zn
content of the solubilised flies was measured with the ICP-AES method. We found no change in
the Zn content while the Al and Mg content changed according to the treatment, and the Na
content decreased significantly (20-30%) in all the cases. We suppose that the flies were mainly
killed by the elevated sodium efflux resulting in a decreased intracellular pH. The cause of
the elevated Na efflux could be the increased rigidity of the cell membrane caused by the
aluminium. We discuss the experimental results and the supposable mechanism of toxicity.

Key words:Aluminium, magnesium, sodium, Drosophila, membrane rigidity.

INTRODUCTION

According to Marsumoro (1980) and BuTNARU (1996), the aluminium
caused chromosome abnormalities (non-disjunction, chromosome breakage
and rearrangement) which could have a deleterious effect in the offspring.

prof. dr. Sandor A. Kiss, Hungarian Magnesium Society, H-6726 Szeged, F6 fasor 73A/2,
e-mail: sakiss@freemail.hu
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The aluminium can inhibit the activity of some mitochondrial enzymes
like hexokinase (Lar 1984). Mitant (1992) found that the Al caused a 25-
60% increase of calcium concentration in certain cells of the central nerv-
ous system resulting in cell death. Aluminium can interfere with the en-
ergy production by inhibiting the ATPases (SieceL-Hauc 1983).

With respect to these deleterious effects, we studied the lethal effect
of aluminium and its possible mechanism of action on adult Drosophila
melanogaster.

MATERIALS AND METHODS

Adult flies of the Canton S wild type stock were used for the experi-
ments. The flies were fed with 1% sugar solution containing different con-
centrations of aluminium sulphate, magnesium chloride and their combina-
tions, as follows:

Aly(SO)g: 10 mM, 50 mM, 100 mM, 250 mM, 500 mM
MgCl;: 100 mM, 250 mM, 500 mM
Aly(SO )5 + MgCly: 50 mM Al + 100 mM Mg

Twenty ml plastic vials were filled with the sugar solution and closed
with wetted cotton plugs so that no air bubbles were trapped under the
plugs. In this way, the plugs never dry out and the flies can continuously
feed on them. The vials were put into 500 ml milk bottles closed with cot-
ton plugs. 200 flies were weighed and added to each bottle. The treatments
were made in three parallels each. After 24 hrs. we calculated the survival
rate, pooled the flies of the three parallels and solubilised them (living and
dead together) in cc.nitric acid in a microwave oven. The concentrations of
Al, Mg, Na and Zn were determined with a Jobin Yvon 24 sequential atomic
emission spectrometer (ICP-AES).

RESULTS AND DISCUSSION

Table 1 shows the effect on the survival and element content of feeding
the flies with the different solutions. As it revealed, the different treatments
had no effect on the Zn content of the flies, while the Al and Mg values
changed according to the experimental conditions. Both the Al and the Mg
treatments significantly decreased the Na content, although to different ex-
tents.
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Table 1

Survival and the element contents of adult Drosophila after treatment
with Mg and Al for 24 hours

Treatment, mM Number of flies Element content in flies, mg kg

Aly(S0,)3 | Mg SO, | alivexSD S(;Té’%l Al Na Mg Zn
0 0 199 £ 2.0 | 100 = 0.5 163 850 260 35.4
10 0 194 4.0 | 97+2.0 201 790 256 35.2
50 0 176 £ 9.5 | 882 355 600 262 34.2
100 0 160 = 7.5 | 80+3.8 534 600 187 33.9
250 0 56+15.0 | 28+ 7.5 980 520 136 34.8
500 0 0 0 998 480 102 33.8
0 100 196 + 4.4 | 98 +2.2 47 760 705 34.7

0 250 56+14.9 | 28+7.5 13 600 945 34.9

0 500 0 0 15 580 1089 35.2
50 100 166 + 13.2| 83+ 6.6 430 619 310 34.6

The experimental results show that feeding with elevated concentra-
tions of aluminium significantly increased the death rate of adult Dro-
sophila already within a few hours. The intoxication with aluminium re-
sulted in not only an increase of the Al content but a significant decrease
of the Na content of the flies as well. Therefore, we think that the mech-
anism of the toxicity lies in these two effects. The treatment with Mg
strongly reduced the Al content and, similarly to the treatment with Al,
decreased the Na content albeit to a lesser extent. At higher concentra-
tions (250-500 mM), the Mg strongly increased the death rate either.

Structural integrity and normal permeability of the cell membrane are
of vital importance for its normal functioning and cell viability. The alumini-
um exerts a deleterious effect on both the cell membrane and important
enzyme functions.

Already a low level (25 uM) of aluminium increased the rigidity of the
cell membrane (DELERs 1986). In addition, in the presence of Al, the ion
channels remained open for a longer time (DELHAIZE-RYAN 1995) which can
result in the increased Na efflux (Bitrar et al. 1992). Because of the high
Na efflux, the Na*/H* balance is shifted leading to a decreased intracellu-
lar pH and an increased frequency of cell death (Poyssecur et al. 1984)
We also found that treating the flies with aluminium decreased their Na
content which offers a possible explanation for its toxicity. This is in par-
allel with the observation of Havas-Likens (1985) that in Daphnia the
decrease of Na content is accompanied by their increased mortality.
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Another possible factor in the mechanism of aluminium toxicity is the
decreased activity of ATPase. According to SiEGEL and Haug (1983), the Al
binds to calmodulin, possibly causes the loss of the a-helix structure (Kiss
1996), and changes the protein conformation. This would result in the loss
of enzyme activity and can contribute to the increased mortality.

In the presence of aluminium, the blood platelets aggregate at a high-
er rate (NEAIvA et al. 1997): at 20 uM Al the rate of aggregation is 4%, at
50 uM it is 43% and at 100 uM it reaches 83%. The aggregation of pro-
teins can further increase the death rate of Drosophila.

As Table 1 shows, the elevated Mg concentration above 100 mM can
drastically increase the mortality. We also found that at higher Mg con-
centration the amount of Na in the flies decreased, probably due to the
higher Na efflux which can result in the decrease of cytoplasmic pH in
the cells. This is in line with the observation of GUNZEL et al. (1996) that
at higher Mg concentrations the Na efflux was increased.

The combined effect of Al and Mg (50 mM Al + 100 mM Mg, see Tab. 1)
was not really additive. This can be explained by the antagonism of their
biological effects (BarrLa and Kiss 1996).

In summary, we think that the decreased intracellular pH caused by
the higher Na efflux, the lowered level of energy production due to the
inactivation of ATPase, as well as the unfavorable changes in general pro-
tein conformation are important factors in the mechanism of aluminium
toxicity.
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Abstract

The results of a pot experiment on soil application of sewage sludge samples (at the rate
of 200 g DM - potl) from 19 sewage treatment plants localized in region of the Green Lungs
of Poland in three areas: the Great Masurian Lakes, Itawa Ostréda Lake District and Lyna
River Basin, are discussed in the paper. The sewage treatment plants had different capacities,
received different shares of industrial sewage water and used different technologies of sewage
sludge dewatering. In the pot experiment the following five vegetable crops were grown (witho-
ut winter break): root celery, lettuce, small radish, Swiss chard and spinach. Before planting
the first plant (celery) and after harvesting the last plant in the rotation (spinach), physical and
chemical properties of the soil were studied in order to determine if the amendment of soil
with sewage sludge could pose any environmental risk to the growth of vegetable crops. It was
found that most of the applied samples of sewage sludge did not produce adverse effects on the
determined parameters. In many cases, the content of organic carbon increased soil retention
properties were improved under the effect of sewage sludge. Sewage sludge form Zalewo, be-
cause of its high content of chromium, was implied as being hazardous for growing plants, as it
could result in soil and plant contamination. When sewage sludge from Olsztyn, Olsztynek and
Spychowo was applied to soil, zinc contamination occurred.

Key words: sewage sludge, water treatment plants in east-northern Poland, soil properties,
trace metals.
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ZMIANY FIZYKOCHEMICZNYCH WLAéCIWOéQI GLEBY W NASTEPSTWIE
ROLNICZEGO STOSOWANIA OSADOW SCIEKOWYCH

Abstrakt

W pracy przedstawiono wyniki do§wiadczenia wazonowego z zastosowaniem osadéw $cieko-
wych, w jednakowej dawce 200 g s.m.-wazon'!, pobranych z 19 oczyszczalni §ciekéw zlokalizo-
wanych na obszarze tzw. Zielonych Ptuc Polski w trzech regionach geograficznych: Wielkich
Jezior Mazurskich, Pojezierza Ostrodzko-Itawskiego i zlewni rzeki Lyny. Oczyszczalnie roznity
sie wielko$cia, udziatem przemystowych Sciekéw i technologia odwadniania osadéw, z czego wy-
nikaty réznice w sktadzie chemicznym tych odpadow organicznych. W do§wiadczeniu uprawia-
ono kolejno po sobie (bez przerwy zimowej) pieé¢ roslin warzywnych, jak: seler korzeniowy,
salata, rzodkiewka, burak lisciowy i szpinak. Przed zalozeniem doswiadczenia i po zbiorze kaz-
dej rosliny badano podstawowe witasciwosci fizyczne i chemiczne gleby w celu okreslenia, czy
nawozenie osadami Sciekowymi moze powodowaé zagrozenie skazenia Srodowiska glebowego w
warunkach uprawy ros§lin warzywnych. Wykazano, ze w wigkszosci przypadkéw zastosowanie
osadow Sciekowych nie wptyneto ujemnie na badane parametry gleby. Zawartos¢ wegla orga-
nicznego pod wptywem nawozenia osadami w wielu przypadkach wzrosta i nastgpita poprawa
wtasciwosci retencyjnych gleb. Stosowanie osadow $ciekowych z Zalewa — ze wzgledu na wyso-
ka zawarto$¢ chromu — moze spowodowac zagrozenie dla Srodowiska glebowego. W przypadku
stosowania doglebowego osadow ze Spychowa, Olsztyna i Olsztynka stwierdzono w glebach po-
nadnormatywne stezenie cynku.

Slowa kluczowe: : osady Sciekowe, oczyszczalnie w péinocno-wschodniej Polsce, wiasciwosci
gleby, metale ciezkie.

INTRODUCTION

Difficulties in sustainable management of sewage sludge in Poland
have lead to a series of studies concentrated on presenting available op-
tions. Because the European Council recommends recycling as the most
desirable solution for management of growing amounts of sewage sludge,
this option has been studied most extensively (FILIPEK-MazZUr, GoNDEK 2001,
JACKOWSKA AND ProTrowski 1995, Mac¢kowiak 2001, Stuta 1999).

It has been concluded that, as sewage sludge contains nutrients in
the proportions that can satisfy demands of many crops, it can be treated
as high value organic amendment. On the other hand, sewage sludge can
contain many undesirable and harmful substances such as trace metals,
polycyclic organic hydrocarbons, polychlorinated chemicals like PCBs,
PCDDs/PCDFs and AOX (BerNacka, Pawrowska 2000). These pollutants
usually pass intact through the sewage treatment processes and can be
accumulated in soil environment after soil application of sewage sludge,
which might lead to their transfer to a food chain (Beck et al. 1996,
ParkpaIN et al. 2000).

Therefore, it must be stressed that sewage sludge to be applied in
agriculture should meet detailed criteria stated by legal regulations. Stud-
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ies on sewage sludge agricultural utilization in the region of north-east-
ern Poland, where tourism and agriturism are becoming an important
branch of economy, are essential. Besides, the society demands that an
environmentally safe alternative for sewage sludge utilization be found.
Another factor that must be taken into account is that deposition of sludge
on landfills will be banned in 2010 and at present Poland lacks mature
technology of sludge incineration. There are many water treatment plants
in Poland that have just started operation or gone through moderniza-
tion, so the amount of sludge they generate is expected to increase con-
siderably in the nearest future. Therefore, finding a sustainable solution
for management of growing amounts of sewage sludge is highly desirable.

The study presented in this paper aimed to evaluate the risk of agri-
cultural utilization of sewage sludge originating from north-eastern Po-
land by performing a model experiment on a pot trial scale.

MATERIAL AND METHODS

Samples of sewage sludge were taken from 19 water treatment plants
localized in north-eastern Poland. The treated wastewater from those plants
is discharged surface water bodies (lakes and rivers) in the area known as
the Green Lungs of Poland, hardly polluted and characterised by high and
unique environmental values.

The wastewater treatment plants were divided accordingly:

— ten plants were localized in the Great Masurian Lakes region: Gizycko,
Ketrzyn, Mikotajki, Mragowo, Orzysz, Piecki, Pisz, Ryn, Spychowo and
Wegorzewo

— six plants were localized in the Lyna River Basin: Bartoszyce, Biskupiec,
Dobre Miasto, Lidzbark Warminski, Olsztyn and Olsztynek

— three plants were localized in Ostréoda and Itawa Lake District: Itawa,
Ostroda and Zalewo.

All the wastewater treatment plants purify sewage waters from relative-
ly small towns (the average population less than 40.000) except the treat-
ment plant in Olsztyn, which receives sewage and wastewater from the re-
gional capital town with a population of 170.000 (Table 1).

Nearly all the wastewater treatment plants treated mainly municipal
sewage waters, including a small percentage of industrial effluents (from
0to 30%), mainly form the dairy, meat or vegetable processing industries.
In Mragowo, 95% of sewage waters came from the dairy industry and in
Zalewo — 80% of effluents were from a tannery plant, in which FeSO, was
applied for immobilization of chromium ions.

Differences in technologies for the drying of sewage sludge determine
the content of dry matter. Among the nineteen plants we examined, two
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methods prevailed: filtration press or lagoons. In two plants, Mikotajki
and Wegorzewo, reed biofilters were established. The content of dry mat-
ter in sewage sludge samples ranged from 10.6% ((Mragowo) to 33.3%
(Biskupiec) — Table. 1.

Basic physical and chemical parameters of soil used in the pot model
experiment are given in Tables 2 and 3. Soil reaction was acid and the
humus content was very low. The soil was very rich in available phosphorus
but poor in potassium and magnesium. None of the trace metals we deter-
mined exceeded the permissible levels for agricultural soils (KaBaTa-PENDIAS,
Penpias 1999).

The model pot trial was conducted in a greenhouses owned of the Uni-
versity of Warmia and Mazury. The soil samples were placed Kick-Brauck-
mann plastic pots of the capacity of 10 kg of a growing medium.

The experiment was performed in four replicates and samples of sewage
sludge taken from the nineteen sewage treatment plants were applied at
the rate of 200 g DM potl. Pots without sludge were treated as control.

Before planting the first experimental plant (root celery) mineral nutri-
ents were applied once at the following rates:
- N-035g - potlas CO(NH,),,
- P-025g - potlas KH,PO,,
- K-154g - potlas K5S0, and KHo PO
Then the following plants were grown in the this sequence:

— root celery (3 plants - potl),
— lettuce cv. Justyna (3 plants - potl),
— small radish cv. Agata (5 plants - pot™l),
— Swiss chard cv. Lukullus (5 plants - pot™l),
— spinach cv. Asta (9 plants - potl).
The plants selected for the experiment belong to fast growing and
high yielding vegetables. During the plant growth, soil humidity was main-
tained at 60% of water capacity.

In the nineteen wastewater treatment plants, representative sam-
ples of sewage sludge were taken and pretreated for laboratory analyses.
Samples were air dried at of 22°C and then grounded in a pestle and
mortar then with a laboratory mill. The following analyses were per-
formed:

— dry matter content determination,
— pHin Hy0 and 1M KCl,
— electroconductivity,
— content of organic carbon by Tiurin method.
In order to determine the trace metals, such as Cd, Pb, Cr, Ni, Cu,
Zn, soil samples were digested in a mixture of concentrated acids: HNO4
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Table 2
Basic physical and chemical parameters of soil sampled before establishing
the pot experiment
pHin | Humus Hh | S | CEC \Y% Py05 | Ky0 | Mg
IMKCL| (%) (cmol(+) - kgl soil) (%) (mg - 100 g soil)
5.46 055 | 097 | 675 | 722 | 8700 | 214 | 55 | 21
Table 3
Content of trace metals in soil before establishing the experiment
Total form
(mg-kgh
Cd Pb Cr Ni Cu 7Zn
0.01 7.86 3.21 1.91 1.77 21.95

and HCIO, (3:1 ration) and the digested samples underwent AAS ana-
lyses.

The soil was sampled from each pot at 02-0 cm depth after harvest-
ing each of the tested plants. The soil samples were mixed to form one
sample per treatment and then representative samples were taken for
the following analyses:

— pHin IM KCI ;

— hydrolytical acidity (Hh) — by Kappen method;

— Dbasic cations (S) — by Kappen method;

— total sorption capacity (CEC) was calculated;

— electroconductivity;

— content of organic carbon by Tiurin method;

— content of ash and organic matter after ignition at 550°C;

— content of the total form of the following trace metals Cd, Pb, Cr, Ni, Cu, Zn
by AAS after digestion of soil in a mixture of HNO5 and HC1O, (2:1 ratio).

All the results were subjected to ANOVA tests and significance of
differences was tested by t-test at P < 0.05 or P < 0.01.
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RESULTS

Most of the sewage sludge sampled from the sewage treatment plants
showed neutral or slightly acid reaction, except Zalewo, where basic reac-
tion was observed. It can be concluded that in each case sludge was treat-
ed with lime (Table 4). Content of organic carbon in the analysed samples
ranged from 20.0 (Olsztyn) to 35.7% (Piecki). Despite this range of values,
the mean percentages of the organic carbon content in all the areas ana-
lysed were nearly identical. Presence of high concentration of organic mat-

Table 4
Chemical and physical properties of samples of sewage sludge taken
from 19 sewage treatment plants
Sewage treatment pH in 1M KCI Organic carbon Electroconduf:ltivity C:N ratio
plant (%) (uS - em™)

Gizycko 6.74 24.2 3012 5.6
Ketrzyn 6.69 24.7 3433 4.7
Mikotajki 6.62 27.3 1566 6.8
Mragowo 7.02 20.8 2891 4.7
Orzysz 6.40 30.0 1145 6.3
Piecki 6.48 35.7 958 11.6
Pisz 6.63 24.8 1687 5.5
Ryn 6.09 25.8 1596 6.7
Spychowo 6.39 29.5 1807 7.6
Wegorzewo 6.53 26.9 2891 6.0
Mean values 6.56 27.0 2099 6.3
Ttawa 6.76 27.9 731 6.1
Ostroda 6.14 25.5 1867 6.4
Zalewo 8.06 22.4 2407 8.2
Mean values 6.99 25.3 1669 6.7
Bartoszyce 6.87 26.2 2439 6.4
Biskupiec 6.56 30.6 1684 5.2
Dobre Miasto 6.64 30.5 1867 5.8
Lidzbark W. 6.77 20.2 2620 4.6
Olsztyn 6.55 20.0 904 9.8
Olsztynek 6.17 24.6 1747 7.3
Mean values 6.59 25.4 1877 6.1
LSD n.s. n.s. n.s. -
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ter in sewage sludge indicates its high value as organic amendment. The
organic matter content in the samples of sludge examined varied within a
wide range: from 74.5 (Piecki) to 37.5% (Ostréda). In general, samples of
sludge from smaller treatment plants had more organic matter than that
from bigger plants, although the differences between the four areas set out
for the study were within the experimental error.

Analysing the value of C:N ratio it is worth mentioning that the val-
ues of this parameter indicated biological stability of organic matter in
most of the samples of sewage sludge. Piecki wasterwater treatment plant
differed in this respect as the C:N ratio in its sludge was higher than 10.
Sludge salinity can be determined by its electroconductivity, which in our
study ranged between 903 and 3433 uS-cm'l. High salinity of sewage
sludge can depress its value as soil amendment and pose environmental
problems because of the leaching of some ions to groundwater.

Table 5 presents concentrations of the trace metals in the samples
of sewage sludge. The average concentration cadmium, which was 2.34 mg
Cd - kg'l, appeared to be lower than the maximum permissible level for
sludge for agricultural applications (10 mg Cd - kg'l). This was true even
for the sludge from Ostréda, in which as much as 4.89 Cd - kgl was
found. The same results were obtained for lead, copper and nickel, which
occurred in the concentrations lower than permissible levels. The content
of zinc in sludge from Spychowo plant was slightly higher than the per-
missible value (2542 vs. 2500 mg Zn - kg'!) while the level of chromium in
sludge from Zalewo was 17-fold higher than the level allowed for agricul-
tural application of sludge. The latter finding was attributed to the fact
that the sludge in Zalewo originated mainly from a tannery plant, in which
chromium salts has been used extensively for many years.

The basic parameters of the sewage sludge samples, presented in Ta-
bles 4 and 5, indicated that these organic wastes may be used uncondi-
tionally in agriculture and in soil reclamation except sludge from Zalewo
due to its contamination with chromium.

As is shown in Table 6, most of the sludge samples had quite good
influence on soil acidity during the course of the experiment because after
harvesting the last test plant (spinach) the soil treated with the sewage
sludge from Mragowo, Piecki, Zalewo, Dobre Miasta and Lidzbark Warm-
inski was basic in reaction. It is well known that maintaining higher soil
pH can prevent transfer of most of trace metals to plant tissues.

One of the environmental targets of organic waste utilization in agri-
culture is to enrich soil with stable organic matter. The sewage sludge
samples we analysed, when added to soil raised its content of organic
carbon. The content of organic carbon in soil determined after harvest of
the first tested plant was considerably higher comparing to the untreated
control (Table 7). The highest organic carbon content increase was ob-
served after application of sludge from Spychowo.
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Table 5

Content of trace metals in samples of sewage sludge taken from 19 sewage treatment
plants digested in a mixture of HNO5 and HCIO, (mg - kg1

Sewage treatment cd Pb Cu 7n Ni Cr
plant
Great Masurian Lakes
Gizycko 2.50 28.1 200.7 1560 29.6 61.9
Ketrzyn 1.34 17.5 100.8 655 27.0 52.9
Mikotajki 2.09 22. 92.1 1280 27.1 56.5
Mragowo 0.79 20.1 25.4 363 7.7 19.1
Orzysz 2.50 25.1 96.8 1200 21.1 44.3
Piecki 2.83 24.3 80.8 1715 14.9 40.6
Pisz 2.12 53.3 90.3 1182 26.2 160.5
Ryn 2.89 27.8 110.1 1810 36.1 87.2
Spychowo 4.08 28.6 115.8 2542 20.0 39.3
Wegorzewo 1.89 32.0 91.7 1317 30.0 134.0
Mean values 2.30 27.9 100.4 1363 24.0 69.6
Ostréda and Itawa Lakel District
Ttawa 3.06 43.4 118.8 1288 35.9 137.2
Ostréda 4.89 42.4 258.4 1985 49.6 112.8
Zalewo 0.03 2.6 12.6 120 31.0 8748.6
Mean values 2.66 29.5 129.9 1131 38.8 2999.6
Liyna River Basin

Bartoszyce 1.93 23.4 95.0 1243 30.5 74.6
Biskupiec 2.00 17.7 124.0 1173 30.3 73.1
Dobre Miasto 2.15 24.5 140.6 1535 23.3 67.5
Lidzbark W. 0.80 24.2 31.6 417 21.7 71.6
Olsztyn 3.53 33.4 229.3 2175 38.8 90.6
Olsztynek 3.01 44.2 106.3 1493 36.0 94.6
Mean values 2.24 27.9 121.1 1339 30.1 78.6
LSD n.s n.s. n.s. n.s 10.1 n.s

SE — standard error
LSDy; — for each area

n.i. — non-significant differences
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After harvesting the last tested plant (spinach), owing to the accumu-
lation of organic residues from five vegetable crops, the content of organ-
ic carbon was higher for each treatment, including the control, and the
beneficial effects of sewage sludge treatments were still visible.

Table 6

Effects of application of sewage sludge on some physicochemical properties of soil
(samples taken after spinach harvest)

Sewage treatment pHin 1M Organic carbon corfilszg:l)ity CEC .
plant KCl1 (%) (S - eml) (cmol(+) - kg™)
Control 7.18 1.04 38.4 11.4
Great Masurian Lakes
Gizycko 7.14 1.29 170.4 15.5
Ketrzyn 6.91 1.19 56.3 13.9
Mikotajki 7.11 1.29 46.1 16.0
Mragowo 7.44 1.11 66.5 19.1
Orzysz 6.91 1.29 40.9 15.8
Piecki 7.38 1.37 81.9 16.5
Pisz 7.08 1.29 37.0 15.2
Ryn 6.98 1.22 87.0 12.1
Spychowo 7.07 1.36 110.0 14.2
Wegorzewo 7.13 1.15 87.0 14.4
Mean value 7.12 1.26 78.3 15.3
Ostroda and Itawa Lake District
Ttawa 7.30 1.24 41.0 18.0
Ostréda 7.17 1.29 28.2 16.9
Zalewo 7.58 1.11 614.2 18.3
Mean value 7.35 1.21 2217.8 17.7
Lyna River Basin
Bartoszyce 7.04 1.31 51.0 15.8
Biskupiec 7.03 1.39 76.8 15.5
Dobre Miasto 7.33 1.32 51.2 15.3
Lidzbark W. 7.54 1.28 89.6 20.2
Olsztyn 7.09 1.21 64.0 15.7
Olsztynek 7.20 1.34 76.8 14.2
Mean value 7.21 1.31 68.2 16.1
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The same trend could be found for CEC values. For this parameter,
the highest increase was found in the treatment with sludge from Lidz-
bark Warminski versus the control (20.24 and 11.44 cmol(+) - kg1, re-
spectively). The increase of CEC caused by sewage sludge application can
be regarded as an advantage of organic waste utilization. More impor-

Table 7

Effects of application of sewage sludge on some physicochemical properties of soil
(samples taken after harvest of root celery)

Sewage treatment pHin 1M Organic carbon cor}lizlls(c:g\(;ity CEC .
plant KCl (%) (S - eml) (cmol(+) - kg'1)
Control 6.30 0.42 1120 8.2
Great Masurian Lakes
Gizycko 5.78 0.81 2126 10.7
Ketrzyn 6.28 0.85 1137 12.6
Mikotajki 6.11 0.63 1713 11.6
Mragowo 7.15 0.65 1230 16.2
Orzysz 6.25 0.77 1093 10.8
Piecki 7.19 0.77 1184 12.7
Pisz 6.38 0.65 1335 11.1
Ryn 6.38 0.79 1163 10.7
Spychowo 6.67 0.92 151 13.8
Wegorzewo 6.06 0.80 2030 10.2
Mean value 6.43 0.76 1397 12.0
Ostroda and Itawa Lake District
Itawa 6.95 1.10 1150 15.1
Ostroda 6.66 0.84 1094 12.5
Zalewo 7.50 0.58 2021 16.2
Mean value 7.04 0.84 1422 14.6
Lyna River Basin
Bartoszyce 6.66 0.73 1132 12.8
Biskupiec 6.70 0.68 1136 12.1
Dobre Miasto 6.54 0.80 1410 10.4
Lidzbark W. 7.19 0.71 1172 16.0
Olsztyn 6.70 0.79 1150 11.4
Olsztynek 6.39 0.76 1120 10.6
Mean value 6.61 0.77 1142 12.2
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tantly, this effect was seen during the whole experiment. When soil was
amended with sludge from Ryn or Ketrzyn, this increase was small.
BerkvisT et al. (2003) showed that effects of sewage sludge application
were durable and consisted of improvement of soil retention properties.

It is worth mentioning that high values of soil conductivity noticed
after the last harvest (spinach) were considerably reduced comparing to
the samples tested after harvesting the first rotation plant (root celery).
High values of soil conductivity observed after the first harvest seem to
have resulted from the application of mineral fertilizers rather than from
sewage sludge amendment, which was suggested by a similar pattern of
the decrease in conductivity in the control (Tables 6 and 7).

When considering the content of cadmium in soil, one should remem-
ber that KaBaTta-PenDiAs and PenDias (1999) reported a limit for agricul-
tural soil of 1-8 mg Cd-kg™l. As can be seen from the data in Tables 8 and
9, the values of cadmium in soil, irrespective of the sludge treatment,
were lower 10-fold and over than the limit. BErkvisT et al. (2003) conclud-
ed that sewage sludge applications did not pose a serious risk of Cd accu-
mulation in soil.

The same relationships were seen for lead content in soil, as sewage
sludge treatments increased the Pb content in soil from 5.40 to 10.54 mg
Pb-kg! whereas the legally permissible lead level in agricultural soil is
set at 40 mg Pb-kgL.

Because the tannery plant in Zalewo used chromium compounds, the
content of this metal in soil during the whole experiment was above the
permissible level of 50 mg Cr-kgl, but in the other sludge treatments
this level was higher than 7.29 mg Cr-kgl of the soil sampled after the
first or the last harvests.

The nickel content in agricultural soils according to the Polish norms
should not be exceed 20 mg Ni-kgl. In the experimental treatments, the
level of this metal was considerably lower and the modifications of its
content were very small in the course of the experiment. In some earlier
studies conducted by Mazur et al. (1997), elevated concentrations of nick-
el were found in sewage sludge from tanneries.

Sewage sludge samples appeared to be a source of copper for vegetable
plants and the concentration of this trace metal in soil during our the exper-
iment never exceeded the limit value of 25 mg Cu-kgl. In one case, i.e.
sludge from Zalewo wastewater treatment plant, it was lower than for the
control. Regarding copper, sewage sludge can be considered as a source of
this micronutrient for growing vegetable plants. HANEKLAUS et al. (1999) no-
ticed that agricultural application of sewage sludge from different sewage
treatment plants in north-eastern Poland increased the level of copper in
soil and in plant tissues. GamMBUS et al. (1996) found high variability of chemi-
cal composition of sewage sludge from sewage treatment plants in southern
Poland and different effects of application of this waste on soil properties.
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Table 8

Effects of application of sewage sludge on content of some trace metals in the soil
(sampled after root celery harvest)

Sewage treatment Trace metal (mg - kg™)
plant cd Pb Cr Ni Cu Zn
Control 0.03 5.40 5.29 2.96 2.39 35.4
Great Masurian Lakes
Gizycko 0.07 6.36 3.96 2.59 4.11 43.1
Ketrzyn 0.74 6.69 3.26 2.87 3.33 56.4
Mikotajki 0.07 6.61 7.22 3.66 4.50 61.5
Mragowo 0.04 6.90 6.64 3.34 4.08 57.4
Orzysz 0.03 8.91 3.79 3.18 3.66 64.1
Piecki 0.06 8.18 3.58 3.00 3.11 78.2
Pisz 0.09 8.65 7.97 3.63 4.81 66.8
Ryn 0.07 9.55 4.27 2.45 4.18 74.0
Spychowo 0.13 8.51 4.61 3.24 5.15 90.1
Wegorzewo 0.05 8.45 6.74 3.45 4.11 62.4
Mean value 0.13 7.88 5.20 3.14 4.10 65.4
Ostrdoda and Itawa Lake District
TItawa 0.10 10.63 4.51 2.97 6.91 66.0
Ostroda 0.09 9.95 3.82 3.47 7.53 76.2
Zalewo 0.05 3.71 210.50 2.55 1.71 43.0
Mean value 0.08 8.10 72.94 2.99 5.38 61.6
Lyna River Basin
Bartoszyce 0.06 8.73 4.16 3.06 4.22 67.0
Biskupiec 0.07 9.29 4.85 3.67 5.27 60.4
Dobre Miasto 0.05 7.95 3.07 2.81 4.30 75.6
Lidzbark W. 0.02 7.75 2.85 2.42 2.06 61.5
Olsztyn 0.06 10.54 7.96 3.90 8.79 97.7
Olsztynek 0.06 8.79 4.22 9.31 9.98 108.1
Mean value 0.05 8.84 4.52 4.20 5.77 78.4

A different pattern was found for zinc, whose permissible content in
agricultural soil is set at 80 mg Zn-kgl, because in three treatments
(Spychowo, Olsztyn and Olsztynek) the soil analysed after harvesting the
first plant and in one treatment (Olsztyn), in which soil was sampled
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Table 9

Effects of application of sewage sludge on content of some trace metals in the soil
(sampled after spinach harvest)

Sewage treatment Trace metal (mg - kg™)
plant cd Pb Cr Ni Cu Zn
Control 0.02 5.86 3.76 3.64 3.78 25.8

Great Masurian Lakes

Gizycko 0.05 4.20 4.17 3.27 5.27 32.6
Ketrzyn 0.14 6.75 3.84 4.10 5.66 47.3
Mikotajki 0.06 7.44 5.10 4.16 5.58 54.8
Mragowo 0.03 6.65 6.22 3.14 3.78 61.1
Orzysz 0.17 7.46 4.50 5.52 5.33 60.6
Piecki 0.07 6.86 3.49 4.13 4.56 54.6
Pisz 0.13 8.05 4.86 3.54 4.95 66.8
Ryn 0.06 7.01 2.95 3.27 5.12 68.3
Spychowo 0.36 7.16 3.58 3.46 5.50 54.1
Wegorzewo 0.65 8.64 5.47 3.56 5.49 49.1
Mean value 0.17 7.02 4.42 3.81 5.12 54.9

Ostroda and Itawa Lake District

Ttawa 0.07 7.35 3.11 4.07 5.35 78.5
Ostréda 0.05 8.05 3.06 4.26 7.47 65.9
Zalewo 0.04 5.25 227.78 3.22 2.93 24.5
Mean value 0.05 6.88 77.98 3.85 5.25 56.3

Lyna River Basin

Bartoszyce 0.06 13.24 3.17 3.81 5.36 49.7
Biskupiec 0.11 6.74 3.10 3.59 5.14 55.7
Dobre Miasto 0.06 11.19 5.65 3.51 6.50 48.7
Lidzbark W. 0.05 7.62 3.74 4.00 4.07 28.9
Olsztyn 0.07 7.85 7.29 3.52 8.43 89.0
Olsztynek 0.11 7.78 4.98 4.07 5.81 64.7
Mean value 0.08 9.07 4.65 3.75 5.88 56.1

after the harvest of the last plant in rotation, this limit value was exceed-
ed. It is worth noticing that Kapara-Penpias and PeNnpias (1999) set this
norm at a higher level, i.e. 150-400 mg Zn-kgl and this value was not
exceeded in the experiment. BArRaN et al. (1996) found that sewage sludge
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application resulted in increased Pb and Zn content in soil and the con-
tent of lead in maize was four-fold higher than in the control.

Generally, if sewage sludge from Zalewo is excluded from agricultural
use, the method of soil application of sewage sludge can be acceptable,
even if the soil is used for growing vegetable crops, in terms of the status
of soil chemical properties and contamination with trace metals is con-
cerned. Mazur et al. (1997) studied effects of sewage sludge from tanner-
ies and they found that there is a risk of contamination of soil environ-
ment.

Environmental threats associated with soil application of sewage sludge
from wastewater treatment plants which treat municipal waters can be con-
sidered as negligible. Further studies have to be performed concerning ef-
fects of sewage sludge application on accumulation of persistent organic pol-
lutants and transfer to a food chain because in some papers such risk has
been implied.
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Abstract

This study presents the results of an analysis of factors which affect fluorine concentrations
in deep water drawn for consumption. The analysis covered two water intakes in Tczew (nor-
thern Poland) consisting of 19 wells which supply water from Cretaceous (4), Tertiary (10), and
Tertiary and Quaternary (5) horizons. Fluoride concentrations ranged from 0.3 to 2.8 mg-dm™
with the Maximum Allowable Concentration of 1.5 mg-dm™3. The allowable qualitative standards
were exceeded in 38% of the investigated samples. It was found that fluorine concentrations
were most profoundly affected by the water-bearing horizon (the highest concentration levels
were observed in water drawn from Cretaceous horizons) and well depth. As a general trend,
fluorine concentrations increase with depth, but the analysis of water drawn from the same
horizon indicates that bottom-layer water may be characterised by a significantly lower fluoride
content. The highest fluorine concentrations were reported in water drawn from Cretaceous
water-bearing horizons to a depth of 150 m. The mixing of water from various water-bearing
horizons proved to be a sufficient measure to obtain water of satisfactory quality with the opti-
mum fluoride concentration.

Key words: fluorine, underground water, hydrogeological conditions, water of satisfactory
quality.

prof. dr hab. Jézef Koc, Katedra Melioracji i Ksztattowania Srodowiska, Uniwersytet Warmin-
sko-Mazurski w Olsztynie, pl. Lodzki 2, 10-718 Olsztyn, e-mail: koc@uwm.edu.pl



304

WPLYW WARUNKOW HYDROLOGICZNYCH NA STEZENIE FLUORU W WODACH
GLEBINOWYCH POBIERANYCH DO CELOW KONSUMPCYJNYCH

Abstrakt

W pracy przedstawiono wyniki analizy czynnikow majacych wplyw na stezenia fluoru w wo-
dach glebinowych pobieranych do celéw konsumpcyjnych. Badaniami objeto dwa ujecia wody
w Tezewie (plnocna Polska), na ktére sktadato sie 19 otworéow eksploatacyjnych ujmujacych wode
z pietra kredy (4), trzeciorzedu (10) i wod trzeciorzedowo-czwartorzedowych (5). Stezenie fluor-
kéw miescilo sie w granicach od 0,3 do 2,8 mg-dm™ (najwyzsze dopuszczalne stezenie do spo-
zycia (NDS) to 1,5 mg-dm3). Wykazano, ze 38% badanych préb przekraczalo norme jakosci.
Stwierdzono, ze istotny wplyw na stezenie fluoru ma warstwa wodonosna (najwyzsze stezenie
w wodach z utworéw kredowych) oraz glebokosé studni. Pomimo ogélnego trendu wzrostu ste-
zen F z glebokoScia, analiza wod pobieranych z tego samego pietra wykazata istotnie nizsze
wartosci stezen fluorkéw w wodach czerpanych z warstw spagowych. Najwyzsze stezenia fluoru
stwierdzono w wodach pobieranych z pozioméw wodonosnych kredy do giebokosci 150 m. Mie-
szanie wod pochodzacych z réznych warstw wodono$nych okazato sie wystarczajacym zabiegiem
dla uzyskania wody dobrej jakosci, o optymalnym stezeniu fluorkéw.

Stowa kluczowe: fluor, wody gltebinowe, warunki hydrologiczne, woda dobrej jakosci.

INTRODUCTION

Fluorine is a relatively popular element in underground water layers,
and its concentrations often significantly exceed the content of other micro-
nutrients. The main source of fluorine enrichment in underground water
are minerals which release fluorine in the weathering process: fluoroapatite
Cay(POy)5F, fluorite CaFy and cryolite NagAlFg. Fluorine-bearing mineral
zones usually contribute to abnormally high fluorine concentrations in un-
derground water. The processes which are responsible for the chemical com-
position of underground water should also be analysed in view of fluorine’s
inhibited ability to migrate in a hard water environment (with a high calci-
um content).

Fluorine concentrations in crude water usually do not exceed 1.5 mg-dm™3,
but in deep underground layers in areas rich in fluoride minerals, they may
reach 10 mg-dm™>. Extensive fluoride anomalies are observed in Cretaceous
water-bearing horizons, but solely of hydrogencarbonate and alkaline type,
where the fluorine-containing minerals are dissolved at a very high rate (Jac-
KOWSKA, Bosanowska 2007).

The allowable fluorine concentration in potable water is 1.5 mg-dm™
(Resolution of 2007, WHO 1998). Subject to climate, the optimum fluoride
content of water ranges from 0.7 to 1.2 mg-dm™ (INpuLskr 1980). Concen-
trations in excess of the above level carry the risk of dental fluorisis, and
significantly exceeded fluoride levels pose the threat of skeletal fluorisis.
WHO has classified inorganic fluorides into Group 3 carcinogens which are
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not classifiable as to their carcinogenicity to humans. Fluoride is added to
potable water to prevent dental decay.

The threat posed by fluorides in potable water is largely determined
by environmental factors (KaBata-Penpias, PEnDIas 1999, Koc et al. 2006).
Domestic standards concerning fluoride concentrations should be set in
view of climatic conditions (PAstuk-BronNikowska 1999) as well as the quan-
tities of water consumption and fluoride uptake from other sources (such
as air and food). In areas marked by high natural fluoride levels, the
recommended allowable values may be difficult to observe, mainly due to
the complexity of the process of removing excess fluoride from water
(Koc et al. 2005).

The aim of this study was to determine the extent to which the geo-
logical conditions that accompany the process of drawing water for con-
sumption determine the usable properties of water and its available treat-
ment options.

MATERIALS AND METHODS

Research area and object. The study covered underground water
intakes in Tczew: ,Park” and ,Mottawa”. The geological and hydrogeologi-
cal background was determined based on the reports developed by the
Geological Study and Research Office in Gdansk. Water samples from two
intakes were analysed between 1994 and 2004: from the ,Mottawa” intake
where 11 wells are operated, including 10 wells drawing water from the
Tertiary water-bearing horizon at a depth of 93-101.5 m and one well
drawing water from the Cretaceous horizon at a depth of 150 m (Fig. 1).
The wells of the ,Park” intake draw water from the Quaternary and Ter-
tiary horizon (5 wells) at a depth of 92-101 m and from the Cretaceous
horizon (3 wells) at a depth of 150-180 m (Fig. 2).

Hydrogeological background of the research area. The oldest de-
posits determined in the hydrogeological structure of the investigated area
consist of Cretaceous marl and limestone to a depth of 150 m (not bored
through) with a thickness of more than 50 m. The Cretaceous horizon was
determined only in the roof layer where water is supplied via limestone and
marl fissure deposits. Fissure water of the Cretaceous horizon is supplied
solely through infiltration from the Tertiary water-bearing horizon (possibly
also from Cretaceous sand layers situated below). Two water-bearing hori-
zons were determined in the Cretaceous layer: a shallower horizon which
supplies the ,Mottawa” intake in Tczew at a depth of 150 m, and a deeper
horizon which supplies the ,Park” intake at 180 m. The oldest deposits de-
termined in the ,Park” intake are Cretaceous fine-grained sand deposits with
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a roof level at around 200 m above sea level and thickness of more than
55 m (not bored through). They are covered by a marl layer, which is a
frequently fissured deposit, with a thickness of 113.5 m.

The Tertiary profile begins with Oligocene clays and loams with glauco-
nite and phosphorites with a thickness of up to several meters. They are
covered by a layer of fine-grained to coarse-grained quartz sand with a thick-
ness of 8.5 to 19.0 m. The top sand layer may date back to the Quaternary
period. Sand layers are infrequently covered by carbonaceous silts. The old-
est Quaternary deposits are fluvioglacial sand layers of the Middle Poland
glaciation which are connected with the Tertiary sand layers situated below.
The stratigraphic boundary of the Quaternary and Tertiary profile is uncer-
tain — it is found in a sandy layer where the division of soil profiles into
horizons is difficult to perform. It is covered by a boulder clay formation of
the Wuarm glaciation (probably of the Middle Poland glaciation in the bottom
layer), divided by at least two fluvioglacial sand and gravel layers. Holocene
sands and silts are found locally in areas of land subsidence.

The Tertiary water-bearing horizon consists of fine-grained to coarse-
grained sand, partially mixed with gravel. In the roof profile, sand layers
are silted and contain carbonaceous substances. In the bottom profile, sand
layers are silted and contain glauconite. It is estimated that the roof part of
this layer may date back to the Quaternary period. The thickness of the
Tertiary water-bearing horizon ranges from 8.5 to 19.0 m. The Tertiary pro-
file is supplied by lateral input and infiltration. The natural process of water
outflow from the Tertiary water-bearing horizon took place from the upland
to the north, in the direction of the Mottawa river valley. Since then, the
filtration balance has been disturbed by well operation. The initial water
table, determined during local surveys before the launching of the ,Mottawa”
intake, had been found on ground surface. In consequence of well operation,
the water table has been lowered and, subject to the quantity of water up-
take, is presently found at a depth of 2.2 to 5.4 m.

The oldest Quaternary formations are fluvioglacial sand layers of the
Middle Poland glaciation, connected with the Tertiary sand profiles found
below. They are covered by a boulder clay formation of the Warm glacia-
tion, divided by at least two fluvioglacial sand and gravel layers. Holocene
sands and silts are found locally in areas of land subsidence. The Quater-
nary profile comprises up to four water-bearing horizons. They consist most-
ly of non-continuous lenses inside boulder clay formations, where the young-
est lens fills the Mottawa river valley. Lenses consist of differently-grained
sand layers, ranging from fine- to coarse-grained sand, with locally occur-
ring sand and gravel layers as well as gravel layers. The detritus interbed-
ding has a thickness of several to 26 m. Quaternary water-bearing horizons
are supplied mainly by lateral input from the upland and, to a lesser de-
gree, by infiltration from the Tertiary layer and direct infiltration of pre-
cipitation water, meltwater and surface water.
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The water-bearing horizon of the shared Quaternary and Tertiary pro-
file used by the ,Park” intake in Tczew comprises from fine- to coarse-
grained sand layers as well as sand mixed with gravel. In the roof profile,
sand layers are silted and contain carbonaceous substances. In the bottom
profile, sand layers are silted and contain glauconite. The thickness of the
water-bearing horizon ranges from 12 to 19 m. The filtration coefficient is
0.13 to 0.41 m h'l. The initial static water table is unknown, but according
to data from post-German water wells, it was found at a level of approxi-
mately 6.0 m above sea level. The static water table is presently found at
around 2.0 m above sea level (Fig. 2). The Quaternary and Tertiary horizon
is supplied by lateral input and infiltration, mainly from the roof layer, but
the infrequent increase in salinification may also be indicative of temporary
supply from the floor layer. In an environment undisturbed by human activ-
ity, water from the Quaternary and Tertiary horizon moved from the upland
to the east, in the direction of the Vistula river valley. Since then, the
filtration process has been disturbed by well operation.

Analytical methods. Fluoride concentrations in underground water
were determined by spectrophotometry with alizarine-zirconium reagent
(PN-70/C-04.588).

The impact of environmental factors on fluorine concentrations in the
analysed water samples was determined by Principal Component Analysis
(PCA) with the use of the CANOCO 4.1 software package. PCA is a highly
useful ordination method which supported the multivariate analysis of rela-
tions between selected environmental factors and fluoride content in the
analysed underground water samples. The method also facilitated the inter-
pretation of complex correlations and a synthetic presentation of the ob-
tained results.

The significance of differences between groups of means was determined
by analysis of variance (ANOVA, MANOVA) with the use of Duncan’s test as a
post-hoc procedure at P > 0.05 in the STATISTICAL 7.1 PL software package.

RESULTS AND DISCUSSION

Based on the results of local surveys carried out in 1994-2004 in an
area with differently situated water intakes and varied well depth (from
<100 m to 150 m), fluoride concentrations were determined within the range
of 0.5 mg-dm™ to 2.80 mg-dm™ (Fig. 3 and Fig. 4). The highest fluoride
content was found in the Cretaceous horizon (C) — Fig. 1 and Fig. 3, and
the lowest concentrations were determined in the shared Quaternary and
Tertiary profile (QT) — Fig. 2 and Fig. 4. Fluoride concentrations in water
were stable during the investigated period, as indicated by the low coeffi-
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Fig.3. Quality of raw water supplied from the well no 7 from the Cretaceous (K) aquifiers
as well as from the wells no 1,2,3,4,5,6,8,9,10,11 from the Tertiary aquifiers in the period
of 1994-2004 at the "Mottawa" intake in Tczew

Rys. 3. Jakosé wod surowych pobieranych w latach 1994-2004 ze studni nr 7 z warstw
wodonosnych kredy (K) i ze studni nr 1,2,3,4,5,6,8,9,10,11 z warstw trzeciorzedowych (T)
z ujecia "Motltawa" w Tczewie

14 fluorides — fluorki (mg~dm’3 F)

1.2+
1.0+
0.8+

1994 1995 1996 1997 1999 2000 2001 2002 2003 2004
.............. K —— QT

Fig.4. Quality of raw water supplied from the well no K1, K2, K3 from the Cretaceous (K)
water horizon as well as from the wells no 1B, 2A, 4, 5, 6 from the common Tertiary and
Quarternary aquifiers in the period of 1994-2004 at the "Park" intake in Tczew

Rys. 4. Jako$¢é wod surowych pobieranych w latach 1994-2004 ze studni nr K1, K2, K3
z utworow kredowych (K) oraz ze studni 1B, 2A, 4, 5, 6 ze wspdlnej warstwy czwartorzedu
i trzeciorzedu (QT) na ujeciu "Park" w Tczewie

cient of variation ranging from 13% for C to 25% for QT, and the absence
of statistically significant differences between fluoride concentrations in
the successive years of the survey (ANOVA, Duncan’s test, P > 0.05). The
above is indicative of the absence of external sources of pollution and the
high isolation of substratum layers, mainly limestone and marl (Fig. 1),
where the highest fluoride concentrations were found in the ,Mottawa”
intake at a depth of 150 m.

The PCA ordination of factors which determine fluoride concentra-
tions in the analysed underground water samples has revealed that the
predominant role is played by the water-bearing horizon and the related
depth of the deposit. The axis diagram of factors F1 and F2 (Fig. 5), i.e.
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Fig. 5. Principal components analysis (PCA) of the variables influencing fluorides
concentrations in undergroundwater in Tczew. Main diagram complemented
with the eigenvalues graph

Rys. 5. Analiza komponentow gtéwnych (PCA) w analizie oddzialywania na wielkosé stezen

fluorkow w wodach podziemnych w Tczewie.

Wykres gtéwny uzupelniono o wykres wartosci wlasnych

the first two proper values, explains 76.81% of total variance (F1 — 41.91%,
F2 — 34.90%). Negative values on the F1 axis and positive values on the
F2 axis are represented by variables related to the water-bearing horizon
and the volume of underground water uptake.

It was found, based on the analysis of fluoride concentrations, that wa-
ter drawn from different water-bearing horizons form groups of means which
are marked by statistically significant differences in Duncan’s test (Fig. 6).

Cretaceous horizon water was characterised by median values of 1.1 mg-dm™
within the overall range of 0.8 mg-dm™ to 2.8 mg-dm™. It should be noted,
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Fig. 6. Average concentation of fluorides in the undergroundwater in relation to water
horizon and the depth of uptaken water. Vertical bars denote 95% range of confidence.
Different letters denote groups of means that statistically differ
in the Duncan test at P > 0.05

Rys. 6. Srednia zawarto$é fluoru w wodach podziemnych w zaleznosci od pietra i gtebokosci
ujmowanej wody. Pionowe zakresy oznaczaja 95% przedzial ufnosci. Rozne symbole literowe
oznaczaja, grupy Srednich rézniagcych sig istotnie statystycznie
w tescie Duncana, gdy P > 0,05

however, that the thickness of Cretaceous water-bearing horizons (fis-
sured marl deposits) significantly affected the fluoride content of water.
Fluoride concentrations increased throughout the entire cross-section of
all water-bearing horizons, as indicated by the presented regression equa-
tions and statistically significant correlation coefficients: r = 0.89 for the
,Park” intake and r = 0.71 for the ,Mottawa” intake (Fig. 7).

Nevertheless, a reversed system was determined in the same profile, in
particular in two layers of the Cretaceous horizon. In the deeper layer reach-
ing 180 m, fluoride concentrations were statistically significantly lower than
in water samples drawn from the same horizon at a depth of 100-150 m.

The maximum allowable concentration of fluoride (1.5 mg-dm™) was
exceeded in some of the investigated water samples (38%), mainly from
Cretaceous horizons. Water drawn from this profile is not fit for consump-
tion without prior treatment. Fluorine concentrations cannot be lowered to
the allowable level with the use of the available technological and economic
treatment methods. Due to the simultaneous occurrence of water-bearing
horizons with varied fluoride concentrations (Fig. 8), qualitative standards
can be met through the mixing of water from various sources.

The results of the study indicate that potable water drawn from the
discussed intakes is characterised by satisfactory quality. It follows that
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Fig. 7. Changes in fluorides concentrations in the undergroundwater
at the intake "Park" and "Motlawa" in Tczew

Rys. 7. Zmiany zawartosci fluork6w w wodach podziemnych ujecia Tczew
w strefie ,Park” i ,Mottawa”
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Fig. 8. Differences in fluorides concentrations in relation to water horizon and its depth.
Vertical bars denote 95% range of confidence. Different letters denote groups of means
that statistically differ in the Duncan test at P > 0.05

Rys. 8. Zmiany zawartosci fluoru w zaleznosci od warstwy wodonosnej i jej gtebokosci.
Pionowe zakresy oznaczaja 95% przedzial ufnosci. R6zne symbole literowe oznaczajg grupy
$rednich rézniacych sie istotnie statystycznie w tescie Duncana, gdy P > 0,05
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the Cretaceous horizon in Starogard Lakeland deserves the status of a
highly valuable resource which should be preserved through the protec-
tion of younger and shallower deposits operated as water intakes. In view
of the growing consumption of underground water, rational use of water
resources is recommended to guarantee the abundance of water supply
for the future generations.

CONCLUSIONS

1. Fluoride concentrations in underground water samples from the
Tczew intakes in the Starogard Lakeland varied subject to the investigat-
ed water-bearing horizon and the depth of the deposit.

2. Fluoride concentrations ranged from 0.3 to 2.8 mg-dm™, and the
maximum allowable concentration levels (1.5 mg-dm™) for potable water
were exceeded in 38% of the analysed samples.

3. The highest fluoride concentrations were determined in Cretaceous
horizons which consisted of fissured marls. Significant differences were ob-
served within the same profile at different water-bearing horizons. Water
drawn from bottom layers was characterised by the lowest fluoride concen-
trations. The highest fluoride concentrations were reported in Cretaceous
horizons at a depth of up to 150 m.

4. Mixed potable water drawn from different wells was characterised by
the optimum fluoride content and did not require further treatment in this
respect.
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INFLUENCE OF FILLING
IN AN SBR REACTOR
ON THE TREATMENT OF LEACHATE
FROM MUNICIPAL LANDFILLS*
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Abstract

The aim of the present study was to determine the influence of solid filling on the
effectiveness of removal of organic substances (as COD) and ammonium from leachate
from municipal landfills in SBR and SBBR reactors. The reactors worked on a laboratory
scale reactors working under aerobic conditions at constant hydraulic retention time (HRT)
of 3 d.COD values in outflow were similar: on average 635 mg 02-dm‘3 (SBR) and 646 mg
0,-dm™3 (SBBR).

Regardless of the presence or absence of filling, nitrate dominated in the effluent.
The average concentration was 693 mg NNOS-dm'?’-h'1 in SBR and 699 mg NNOS-dm'?’ in
SBBR. The concentrations of ammonium and nitrite were low, less than 2.9 mg NNH4~dm'3
and 0.5 mg Nygydm? (SBR), and 3.2 mg Ny, dm™ and 0.3 mg Nygydm™? (SBBR).

The results indicate that the presence of solid filling did not influence the effective-
ness of nitrification in activated sludge.

Key words: leachate, SBR, SBBR, activated sludge, ChZT, ammonium.
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WPLYW OBECNOSCI WYPELNIENIA W REAKTORACH SBR NA EFEKTYWNOSC
OCZYSZCZANIA ODCIEKOW ZE SKEADOWISK ODPADOW KOMUNALNYCH

Abstrakt

W pracy badano wpltyw obecnosci wypetnienia statego w reaktorach SBR i SBBR na skutecz-
no$¢ usuwania substancji organicznych (ChZT) oraz azotu amonowego z odciekow ze sktadowisk
odpadéw komunalnych. Reaktory pracowaty w skali laboratoryjnej, w warunkach tlenowych. Czas
zatrzymania odciekéw wynosit 3 d. Wartosci ChZT w odptywie z reaktoréw ksztattowaty sie na
podobnym poziomie, Srednio 635 mg 02~dm'3 (SBR) i 646 mg 02~dm'3 (SBBR). Niezaleznie od
obecnosci wypetnienia, w odciekach oczyszczonych dominowal azot azotanowy (V), érednio 693 mg
NNOS-dm'3 (SBR) oraz 699 mg NNo3-dm‘3 (SBBR). Stezenia azotu amonowego i azotu azotanowe-
go (III) byly niskie i nie przekroczyly: 2,9 mg NNH4-dm'3 i 0,5 mg NNOQ-dm'3 (SBR) oraz 3,2 mg
NNH4-dm'3 i 0,3 mg NNOQ-dm‘3 (SBBR). W badaniach stwierdzono, ze obecno$¢ wypetnienia state-
go w SBR nie ma wptywu na efektywnos¢ oczyszczania odciekow.

Stlowa kluczowe: odcieki, SBR, SBBR, osad czynny, ChZT, azot amonowy.

INTRODUCTION

Leachate occurs as a result of rainwater migration through a landfill
and the leaching of dissolved organic and inorganic compounds (Kempa 1983).
From the literature data it can be assumed that the dependence between
the landfill operation time length and the amount of leachate has not been
firmly stated. In contrast, the influence of waste disposal duration on the
type, concentration and biodegradability of organic substances and nitrogen
in leachate is well-known.

Depending on duration of landfill operation, KurniawaN et al. (2006), and
earlier Kang et al. (2002) and AMOKRANE et al. (1997) divided landfills into
young, in the maturation and stabilization phase (medium) or stabilized (old)
ones.

During the first five years of waste disposal, COD in leachate varies
within a wide range, from 204 up to 40 000 mg 02'dm‘3, whereas BOD
ranges from 18 to 25 000 mg O‘z-dm‘3 (Kanc et al. 2002, EL-FADEL et al.
2002, KurniawaN et al. 2006).

Leachate from landfills operating from 5 to 10 years is characterized by the
COD value of 1660-20000 mg Oydm?3, and BOD of 100-4 000 mg Oydm™
(EL-FaDEL et al. 2002, KurnNiawaN et al. 2006).

In leachate from landfills operating over 10 years, concentration or-
ganic substances is the lowest: from 550 to 8 800 mg 02~dm'3 (as COD)
and from 16.5 to 1000 mg 02-dm'3 (as BOD) (ErL-FaADEL et al. 2002, Bira
et al. 2005).

Ei-FapeL et al. (2002) concluded from the literature data that the
ammonia nitrogen concentration in leachate changes from values close to
zero to about 1250 mg NNH4-dm'3, like that of organic nitrogen. In gener-
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al, concentration of nitrate does not exceed 9.8 mg NNO3-dm'3 and that of
nitrite - 1.5 mg NNOZ-dm'S.

The investigations reported by Kaczorek and Lepakowicz (2002) and
SUurRMACZ-GORSKA et al. (2000) suggest that ammonium concentration in
leachate from local landfills reaches value of 3 000 mg NNH4-dm'3. OBRZUT
(1997) reports that ammonium in leachate from ten Polish landfills ranged
in concentration between 1.7 and 1 520 mg NNH4-dm'3, with the mean
value of 398 mg NNH4-dm‘3.

It is recommended that leachate should be treated by a variety of
biological and physicochemical methods, different in the complexity of the
process and advancement of technical solutions.

Initially, in the biological leachate treatment, anaerobic or aerated
lagoons with long hydraulic retention time were used (SURMACZ-GORSKA et
al. 1997). The necessity of nitrogen removal from leachate caused higher
interest in more effective methods, such as activated sludge (Loukipou,
ZouBouLis 2001) or combined methods (WELANDER et al. 1997, ROSTRON et
al. 2001, Kiv et al. 2006).

One of the ways to enhance nitrification efficiency, in comparison with
activated sludge alone, are mobile carriers introduced to sludge, which
make it possible to lengthen sludge age and affect the increase of biomass
concentration in a reactor.

High biomass concentration and long sludge age facilitate more effec-
tive removal of organic matter, with participation of slow growing hetero-
trophic bacteria and maintenance of suitable abundance of nitrifiers. The
biomass in a reactor can be retained as a result of immobilization on a
carrier, inclusion into a carrier or a combination of both methods. In prac-
tice, activated carbon, sand, plastic or sponges are used as carriers (Kagr-
APINAR, KaRrcl 1996). For synthetic wastewater treatment by activated
sludge, Arnz (2000) used a reactor filled with a porous ceramic carrier
(SBBR) and a SBR reactor working only with suspended biomass. The
authors obtained higher biomass growth in the SBBR (90%) rather than
in the SBR. KarariNar and Karar (1996) applied sponges as a filling in an
FBBR reactor. The biomass concentration in the reactor was 55 g-dm™,
thus being 90% higher in comparison with a reactor without the filling.

Research on enhancement of nitrification has also been conducted us-
ing activated sludge with biofilm on filling (mobile or immobile carriers).

The effectiveness of nitrification depends both on the carrier type
and the structure of its surface. The investigations by WELANDER et al.
(1997) dealt with these problems. The authors examined the influence of
the filling type on nitrification in three reactors operated in parallel with
different filling types. The leachate came from Hyllstofta, a twenty-year-
old municipal and industrial landfill in Sweden, and were pretreated in
anaerobic lagoons. The results demonstrated that in reactors with poly-
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ethylene pieces and polyethylene pieces with addition of 5% ammonium
chloride as the filling, the nitrification rate was nearly identical, and de-
pending on operational conditions changed within the range of about 5.6
to 11 mg NNH4-dm‘3‘h‘1. In a reactor with the filling of cellulose, the
nitrification rate was evidently higher. Under optimal conditions it reached
about 40 mg NNH4-dm‘3-h‘1.

The aim of the present study was to determine the influence of filling
in form of sponge of polyvinyl chloride (PVC) on the effectiveness of organ-
ics (as COD) and ammonium removal in SBR and SBBR reactors from lea-
chate from municipal landfills.

MATERIAL AND METHODS

In the experiment, leachate collected from a municipal landfill located in
Wysieka near Bartoszyce, Warmia and Mazury Province., was used. The land-
fill has been operated since January 1996. The investigations were conducted
in 2004, when the landfill was in the stabilization phase. The characteristics
of the landfill leachate are shown in Tables 1. The leachate was characterized
by a low BOD5/COD ratio equal 0.3, with ammonium as a dominating form of
nitrogen.

The technological research on the leachate treatment by activated sludge
was conducted in SBR reactors (Sequenting Batch Reactor) with volume of
5 dm3, made of plexiglass and equipped with stirrers of adjustable rotation
speed (36 r min.”}) and aeration system (2.4 — 4.0 mg Oz-dm'3).

The experiments were carried out in two reactors, at constant hydraulic
retention time (HRT) of 3 d. The total operating time of the SBR was 24 h.
The reactors worked under aerobic conditions and the operating cycle con-
sisted of filling, aeration, settling and decantation.

Reactor 1 (SBR) worked with activated sludge, whereas reactor 2
(SBBR-Sequenting Batch Biofilm Reactor) contained additional stationary
filling in the form of 42 strips of polyvinyl chloride sponge (2x11 cm).

The effectiveness of municipal landfill leachate treatment by activated
sludge in SBR and SBBR under aerobic conditions was investigated. The
efficiency of leachate treatment was estimated on the basis of organic mat-
ter concentration changes, expressed as COD and nitrogen forms (ammoni-
um, nitrite and nitrate) in a reactor’s cycle. The analyses were carried out
according to HERMANOWICZ et al. (1999).

The differences between the effluent from the two reactors were de-
termined using Statistica 7.1., non-parametric the Kurskal-Wallis test.
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Table 1

Physicochemical composition of leachates from the municipal landfill
in Wysieka (Warmia and Mazury Province, Poland)

Parameter Unit Value
pH - 8.2
COD mg Oy dm=3 805
BODy mg Oy dm=3 242
Total N mg N-dm3 872.2
Organic N mg N-dm3 170.2
N-NH, mg Ny .dm™ 702
BOD4 COD - 0.3
COD/total N - 0.92

RESULTS AND DISCUSSION

The values of organic substances (COD) in treated leachate during
the experiment are shown in Fig. 1. Initially, concentrations of organic
substances fluctuated and then stabilized. This was probably associated
with adaptation of activated sludge microorganisms to landfill leachate,
which depended on operational conditions. The activated sludge adapta-
tion in the SBR and SBBR was 6 and 11 days, respectively (Fig. 1).

For statistical analysis of the quality of treated leachate, the results
obtained after adaptation of activated sludge were used. From the data it
was concluded that the COD values were similar: on average 635 mg Oz-dm'3
(SBR) and 646 mg 02~dm'3 (SBBR).

It can be inferred that the presence of stationary filling in a reactor did
not influence the removal of organic matter from leachate.

It was demonstrated, however, that the efficiency of the removal of or-
ganic substances (COD) was low, which was caused by the fact that the
leachate came from a landfill operated for 8 years, currently in the stabiliza-
tion phase. The leachate composition from stabilized sites was characterized
by relatively low concentration of organic substances (to 5000 mg 02-dm'3),
hardly biodegradable (AMOKRANE et al. 1997).

Loukimmou and ZoupouLris (2001) treated leachate containing organic
matter at concentration (COD) of 5000 mg Oz-dm'3, BODy/COD ratio equal
0.2 and HRT = 1 d. Using an SBR reactor filled with polyurethane cubes,
the authors achieved about 65% reduction of COD and 95% of BODj. The
low efficiency of organic matter removal (as COD) was caused by partially
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Fig. 1. Concentrations of organic compounds as a COD value in outflow from:
a) SBR; b) SBBR

stabilized leachate from a ten-year-old landfill, containing mainly nonbio-
degradable organic compounds.

RustEN and EvriasseN (1993) showed that by increasing the aeration
phase in the SBR cycle from 61% to 67%, the efficiency of municipal
wastewater was raised by about 5% (COD).

In our study, the effectiveness and course of ammonium removal from
leachate in SBR and SBBR were also investigated.

Changes in removal of ammonium, nitrite and nitrate followed a simi-
lar course, regardless of the presence or absence of the filling in the reac-
tor (Fig. 2). A distinctive feature of ammonium oxidation was that it consist-
ed of two stages of nitrification (in phase II). It was assumed that the
ammonium removal rate and increasing nitrate concentration (stage I) were
linear in character, according to the zero-order reaction.

When in stage II, the nitrification rate was calculated according to the
zero-order equation.

The values of the determined rate of ammonium removal and increas-
ing nitrite and nitrate concentrations in leachate from SBR and SBBR can
be found in Table 2. In stage I, the decrease in ammonium concentration
was faster (28 mg NNH4'dm‘3~h‘1 — SBR and 28.4 mg NNH4-dm‘3~h‘1 -
SBBR) than the increase in nitrite concentration (3.5 mg NNO3'dm'3-h‘1 for
SBR and 1.22 mg NNO3-dm'3-h‘1 for SBBR). As a result, accumulation of
nitrite in sediment water was observed. The maximum concentration of ni-
trite appeared at 7th h of the cycle. Then the nitrogen concentration was
237 mg NNoz'dm‘3 in SBR and 158 mg NNOZ'dm‘3 in SBBR. Afterwards, the
nitrate concentration began to increase rather notably.

At stage II, the nitrification rate proceeded according to the first-order

reaction in comparison with stage I. In SBR, it was 87.6 mg NNO3'dm‘3-h‘1,
whereas in SBBR — 80 mg NNO3-dm‘3-h‘1.
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Fig. 2. Changes in concentration of nitrogen forms during an operating cycle of the reactor:
a) SBR; b) SBBR

Regardless of the presence or absence of the filling, nitrate dominat-
ed in the effluent. Its average concentration was 693 mg NNog-dm'?"h‘1 in
SBR and 699 mg NNog'dm‘3 in SBBR. The ammonium and nitrite concen-
trations were low, less than 2.9 mg NNH4'dm‘3 and 0.5 mg NNoz-dm‘3 (SBR),
and 3.2 mg Ny, dm™ and 0.3 mg Nygydm™ (SBBR).

The results suggest that the presence filling did not influence the effec-
tiveness of nitrification in activated sludge.

Yarmaz and Ozrork (2001) claimed that the rate of ammonium loss was
kept at a level of 10.5 mg NNH4'dm‘3-h‘1 during the treatment of leachate
in SBR reactors.

WELANDER et al. (1997) demonstrated the influence of the type of filling
on the effectiveness of nitrification in leachate. In a reactor filled with cellu-
lose moulders, the nitrification rate was definitely higher (about 40 mg
NNH4-dm‘3-h‘1), whereas when filled with polyethylene pieces and polyethyle-
ne pieces with an addition of 5% ammonium chloride, it varied from about
5.6 to 11 mg Ny, dm3-hL,
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Table 2

The constant of ammonium nitrogen removal and nitrate increase rates in SBR and SBBR

Value
nitrogen forms
Parameter Unit ammonium nitrate
SBR SBBR etap I etap II
SBR SBBR SBR SBBR
ky mg-dm3-h1 28 28.4 3.5 1.22 - -
ky h-1 - - - - 0.3 0.28
rv mg-dm3-hl 28 28.4 3.5 1.22 87.6 80
(zgggcalzlr‘l’: - 099 | 098 | 066 | 071 | 094 | 098
Cczgglzi:g 0.01 0.02 0.58 0.1 0.11 0.1

RostroN et al. (2001) conducted investigations on synthetic wastewater
in CSTR reactors. In a reactor working with suspended biomass, the nitri-
fication rate was 8.64 kg N'm>h'l. However, when using Linpor moulders,
the rate reached 13.68 kg N'm=h'!, and with Kaldnes moulders, it went up
to 12.72 kg N'm3h'l. The highest nitrification rate (16.8 kg N-m3h1) was
obtained when biomass immobilized in capsules of polyvinyl chloride (PVC)
was applied.

Loukibou and Zoupouris (2001) achieved 60% reduction of ammonium
from leachate. Their experiments were carried out in a reactor filled with
polyurethane cubes. The ammonium concentration in leachate was 1 800 mg
NNH4'dm'3. According to the authors, aeration time of 18 h turned out too
short to obtain complete nitrification.

CONCLUSIONS

1. The effectiveness of organic matter removal from leachate was low
and at HRT of 3 d, operating time of 24 h and under aerobic conditions, it
reached about 20%, with or without filling in a reactor.

2. Ammonium oxidation to nitrate was parallel to the accumulation of
nitrite. Nitrification in phase II occurs in two stages. Following ammonium
oxidation and maximum nitrite concentration in leachate (stage I), nitrite
decreases whereas the nitrate concentration goes up (stage II).

3. Presence of filling in a reactor did not influence the rate of ammo-
nium oxidation in SBR and SBBR reactors.
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EFFICIENCY OF REMOVAL OF HEAVY
METALS FROM MUNICIPAL LANDFILL
LEACHATE

Justyna Koc-Jurczyk , Lukasz Jurczyk
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Abstract

The aim of this study was to determine the rate of removal of heavy metals depending on
a treatment method applied to leachate from a municipal waste landfill. After the biological
treatment, concentrations of Cu, Zn and Ni were observed to have increased. Application of
the reagent Fenton caused further growth in Cu, Zn, and also Pb concentrations. The highest
concentrations of Cu, Zn and Ni were observed when the Fe?*: Hy0, ratio in Fenton was 1:3.
The lowest concentrations of these heavy metals were observed at a 1:5 ratio of Fe2+: Hy0,.
The concentration lead, for example, was over 30-fold higher than in raw leachate. There was
not correlation between the COD values in raw leachate or in biologically or chemically proces-
sed leachate and the concentrations of the analysed metals.

Key words: landfill leachate, activated sludge, Fenton method, heavy metals.

EFEKTYWNOSC USUWANIA METALI CIEZKICH Z ODCIEKOW
ZE SKLADOWISK ODPADOW KOMUNALNYCH

Abstrakt

W pracy badano wplyw oczyszczania odciekow ze sktadowisk odpadéw komunalnych na
stezenie wystepujacych w nich metali ciezkich. Oczyszczanie biologiczne spowodowato wzrost
stezenia Cu, Zn i Ni. Po zastosowaniu odczynnika Fentona stwierdzono dalszy wzrost stezenia
Cu, Zn, a takze Pb. Proporcja Fe2*: H,0, wynoszaca 1:3 okazata sie niekorzystna w przypadku
Cu, Zn i Ni, poniewaz ich stezenie bylo w tych warunkach najwyzsze. W przypadku proporcji
Fe2+: H,0, wynoszacej 1:5 zaobserwowano najnizsze stezenia Cu, Zn i Ni, podczas gdy stezenie

dr inz. Justyna Koc-Jurczyk, Chair of Natural Theories of Agriculture, University of Rzeszow,
ul. Cwiklinskiej 2, 35-601 Rzeszow.
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Pb bylo ponad 30-to krotnie wyzsze niz w odciekach surowych. Nie stwierdzono korelacji mie-
dzy wartoscig ChZT w odciekach surowych oraz oczyszczonych biologicznie i chemicznie a steze-
niem analizowanych metali ciezkich.

Stowa kluczowe: odcieki, osad czynny, metoda Fentona, metale ciezkie.

INTRODUCTION

Leachate is the term referring to rainwaters migrating through a land-
fill and leaching dissolved organic and inorganic compounds (SURMACZ-GORSKA
et al. 1999, NEczaJs et al. 2005).

Leachate occurs when the water content in a landfill exceeds its storage
volume, i.e. the maximum water amount which can be retained in the po-
rous material of the landfill (EL-FADEL et al. 2002).

The sources of heavy metals in leachate are industrial waste, e.g. ashes
or dyes etc. (ErsEs, Onay 2003), as well municipal waste containing electron-
ic parts, fluorescent lamps, thermometers, batteries, pesticides and others
(Warp et al. 2005).

Solubility and mobility of metals are closely connected with transforma-
tions in a landfill and depend on its pH, redox, and presence of complexing
organic and inorganic substances (BozkurT et al. 2000).

The highest concentrations of heavy metals occur in leachate from young
landfills in the acid fermentation phase and at low pH. At both the matura-
tion and stabilization phases, the pH becomes neutral and solubility of heavy
metals decreases (ErsEs, ONay 2003).

With the ageing of a landfill, changes in products of organic matter
decomposition occur: from low molecular weight volatile organic acids to
humic and fulvic acids. The solubility of high molecular weight organic acids
is diverse, but most of them are able to adsorb heavy metals. Therefore,
metals adsorbed by humic substances can occur in leachate in the form of
colloidal and suspended fractions.

JANSEN and CHRISTETNSEN (1998) investigated heavy metals in leachate
from four big municipal landfills in Denmark. The authors showed that col-
loidal fraction contained 10—-60% of total nickel in leachate, 0-95% zinc (there-
in 80% of 0.001-0.4 pm fraction) and 30-100% of copper. Cadmium occurred
in leachate mainly in the dissolved form (26-100%). At the maturation phase
of a landfill, metal sulphides can be easily formed. Additionally, metals can
be precipitated as carbonates, hydroxides, and even phosphates (ErsEs, ONAY
2003).

The concentration ranges of heavy metals in leachate from municipal

landfills given by various authors are different, with some being quite high
(Table 1).



329

Table 1
Ranges of concentrations of heavy metals in leachate from municipal landfills (mg-dm)
Landfill Heavy metals
age References
(years) Cd Cr Cu Hg Ni Pb Zn
4 <5 18-110 | 18-71 <1 41-74 | 2,2-12| 21-47 | Urask et al. (1997)
RoBinsoN et al.
5 <60 <13 100 | <325 n.b. <100 <500 <174 (2005)
5 22-130 | 50-80 10-90 <17 <70 <1840 | 220-435 | KuLikowsKa (2002)
AL.-Yacour,
8 n.e. n.e. n.d. n.e. n.d. <100 0-200 Hamopa (2003)
SZYMANSKA-

10 0,2 219 24 n.e. 187 23 74 “PULIKOWSKA 2005
>10 <10 200-100 | 80-100 | 1200-2000 | 100-250 | <100 | 250-350 Bira et al. (2005)
Closed | n.e. ne. | <200 ne. | 400-600 | n.e. |200-4800 | YAGOUT, Hamona

(2003)
No data |0.13-0.36| 6.9-45 n.e. |0.013-0.02 ne. [2.0-35 n.e. Ovaarp et al. (2004)

n.e. — not examined
n.d. — not detected

RoBmvsoN et al. (2005), who examined leachate from a municipal land-
fill in Bryn Posteg in England, revealed that the upper chromium concen-
tration was 13.1 mg:dm™3. According to Bira et al. (2005), mercury concen-
trations in leachate from municipal landfills in Denmark can be as high as
2 mg-dm.

It has been demonstrated that leachate treatment methods can be
altered as the landfil grows older. Leachate from landfills which have oper-
ated for up to ten years are treated mainly by biological methods, whereas
that from older landfills is recommended to be treated by multistage sys-
tems, combining biological (activated sludge, fluid beds, combined systems)
and physicochemical methods (BAarRBUSINSKI et al. 1997, SurRMACZ-GORSKA et al.
1999, CHIANESE et al. 1999, Rosik-DUuLEwWSKA 2007, NEczaJ et al. 2005, Kim et
al. 2006).

Physicochemical methods such reverse osmosis or advanced oxidation
are also recommended for treatment of leachate from landfills on which
municipal and chemical waste, containing hazardous organic and inorganic
substances, are deposited,. Among advantages of these methods is high effi-
ciency of removal of organic substances and heavy metals (above 99%). From
BiLstap and Mapranp (1992) investigations have demonstrated that by using
reverse osmosis it is possible to achieve 100% removal efficiency for suspen-
sion and chromium as well as nearly 99% removal efficiency for iron, cop-
per and zinc.
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The aim of this study has been to determine the extend of the remov-
al of heavy metals from municipal landfill leachate depending on a treat-
ment method.

MATERIAL AND METHODS

In the experiment, leachate collected from a municipal landfill located
in Wysieka near Bartoszyce, Province of Warmia and Mazury. The landfill
opened in January of 1996.

Leachate samples were collected from a storage reservoir in monthly
intervals from May 2004 to April 2006. Overall, 24 samples were collected.
The composition of leachate was typical for leachate from landfills in the
stabilization phase. Raw leachate contained 875 mg-dm™ of COD.

The filling of the reactor consisted of 42 strips of polyvinyl chloride
sponge (2x11 cm). The total operating time of the SBBR was 24 h (filling
23 h, settling and decantation 1h). The experiments were carried out in trip-
licate.

Next, the leachate samples underwent advanced chemical oxidation by
Fenton’s method. First, 1 dm? of biologically treated leachate was put into
the reactor, then 7TH,0, FeSO, and H,0, as perhydrol (30% Hy04) were
added. The pH was adjusted to 3 using 95% H,SO,. The experiment lasted
for 2 h. The concentration of HyO, was 2 mg-dm™3, whereas the Fe2+: H,0,
ratios were 1:3, 1:5 and 1:10. All analyses were repeated three times. In
total, 9 experiments were carried out.

In the leachate treated biologically and subjected to the advanced oxida-
tion method, the following determinations were performed: level of organic
compounds as COD and concentrations of Cd, Cu, Zn, Ni and Pb. COD was
analysed by dichromate method according to HErRmaANOwWICZ et al. (1999). De-
terminations of the heavy metal were carried out using an atomic absorp-
tion spectrophotometer AA 280FS (Varian, Australia). Calibration solutions
were prepared by dilution of heavy metal standard solutions (obtained from
Fluka and acidified with 65% HNOg) to the concentration of 1 g-dm.

The relationship between each method of leachate treatment and con-
centration of heavy metals was tested using Pearson’s linear correlation
coefficient.

RESULTS AND DISCUSSION

The main processes occuring during removal of heavy metals from lea-
chate are sorption and precipitation. The presence of organic matter and
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alkaline or neutral environment can be beneficial for the course of these
processes (DEwIL et al. 2007).

After the biological treatment in the SBBR reactor, concentration of
organics as COD decreased by 19% (Table 2). The activated sludge treat-
ment did not affect the concentration of cadmium although it reduced the
Pb level by 28% and increased the concentrations of of Cu, Zn and Ni by
91, 234 and 12%, respectively. Similar results were obtained by URASE et
al. (1997). Leachate treatment by activated sludge did not change the Cd
concentration but decreased the Pb concentration (75%).

Addition of Fenton reagent to leachate caused decrease in COD values
from 405 mg-dm™ (at 1:3 Fe2+: Hy0, ratio) to 460 mg-dm3 (at 1:10 Fe?*:
: HyO4 ratio) — Table 2.

The Fe2+:H202 ratio of 1:3 turned out unfavourable in the case of Cu,
Zn and Ni. For example, it caused the highest, 5-fold, increase in the Cu
concentration (Table 2). After adding more HyO, (1:5 Fe?+: H,0, ratio), con-
centrations of these metals were reduced, reaching the lowest values among
all the analysed ratios of both substances. Further increase of Hy0, in the
mixture (1:10 Fe2+: H,0,4 ratio) caused increase in the Cu, Zn and Ni con-
centrations.

At the Fe2+H202 ratio of 1:3, the cadmium concentration was reduced
to 3 png-dm3, and that of Pb fell below the detection level. Opposite tenden-
cy occurred for Cu, Zn and Ni. After increasing the share of HyO, in the
mixture (1:5 Fe?+: Hy0, ratio), concentrations of these metals were the
highest (Table 2).

Table 2

Concentrations of analysed heavy metals in raw leachate and after biological
and chemical treatment (mg- dm)

Leachate Leachate after chemical treatment
2+ .
Heavy Raw leachate bi(if)te'l;al Fer :H,0,
metals (n=24) 8l (n=9)
treatment
(n=9) 1:10 1:5 1:3
cd 10 10 4 10 3
(x0.2) (x0.15) (x0.05) (x0.23) (=0.04)
C 189 362 864 704 1963
u (x9) (x12) (£70) (£55) (£97)
7 181 605 954 787 1639
n (£23) (£56) (x68) (£65) (£109)
Ni 121 136 96 59 144
! (x8) (x15) (£6) (1) (£5)
53 38 1730
Pb (+3) (+6) n.d. (+107) n.d.

n.d. — not detected
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The increase of concentrations of heavy metals in the chemically treat-
ed leachate could have resulted from decomposition of high molecular weight
organic substances to low molecular weight compounds, which occurred un-
der the effect of hydroxyl radicals (OH®) generated during Fenton’s reac-
tion. In this process, complexes of metals and organic compounds are de-
stroyed, causing release of heavy metals. Acid pH during this process can
facilitate solubility of heavy metals in leachate (ErsEs, Onay 2003).

The relevant literature view contains contrary opinions on the results
of leachate treatment. ANDREAOTTOLA and CANNAS (1992), Urask et al. (1997)
and DewiL et al. (2007) stated that the treatment method not influence con-
centration of heavy metals in leachate. However, Urask et al. (1997) report-
ed that the cadmium concentration in leachate remaieds constant, independ-
ently of a treatment method. Our results show that the copper
concentration decreased by 75% in the biologically treated leachate and
by 55% after combining the biological and chemical methods. Also, the Ni
concentration declined after using both methods (45% decrease after the
biological treatment and 33% - after the combined treatment).

CHIANESE et al. (1999) investigated the influence of organics content
(COD) in leachate on the effectiveness of zinc, copper and cadmium re-
moval by advanced oxidation. In their experiment, solution containing met-
als at a concentration of 20 mg:dm™ and leachate from municipal landfill
was supplied to the system. The results revealed that the effectiveness of
zinc and copper removal was about 99% and more in the control sample
without leachate. After addition of leachate (COD 1 265 mg-dm™) the proc-
ess efficiency varied from 99.2% to 98.5% (Cu) and from 98.1% to 97.2%
(Zn). Removal of cadmium proceeded at constant efficiency (99.5%), inde-
pendently of organics concentration in leachate.

The statistical analysis of our data, using Pearson’s correlation, did
not show significant relationship between the COD value and concentra-
tions of the metals in raw and treated leachate. In addition, no correla-
tion between the method of leachate treatment and concentration of the
metals was verified. The influence of pH on concentration of heavy met-
als in leachate was not investigated because the chemical treatment pro-
ceeded at constant pH equal 3.

According to Rycarp et al. (2004), organics concentration influences
content of metals in leachate. At the COD concentration of 3100 mg-dm™
the concentration of cadmium was 200 mgdm™ whereas that of lead
equalled 2700 mg-dm™. For comparison, when the COD concentration was
reduced to 310 mg-dm, the content of the two heavy metals was 360 mg
Cd-dm™ and 3500 mg Pb-dm™.
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CONCLUSIONS

1. The biological and chemical treatment helped to reduce concentra-
tion of organics expressed as COD from 875 mg-dm™ to 713 mg-dm™ (bio-
logical process) and to 405 mg:dm™ during chemical oxidation.

2. The COD value did not influence concentration of heavy metals in
leachate.

3. The biological methods tested did not cause more efficient removal of
heavy metals from leachate. On the contrary, under these conditions Cu, Zn
and Ni concentration increased.

4. Using the chemical methods caused 5-fold increase in Cu concentra-
tion and 3-fold increase in Zn concentration in leachate.

5. Applying a combination of the biological and chemical methods in lea-
chate treatment did not guarantee efficient removal of heavy metals either.
In some cases, it even increased their concentrations.
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Abstract

The aim of the study was to analyze the distribution of calcium ions in the pig pineal
gland at the level of electron microscopy. The investigations were performed on the pine-
als obtained immediately after slaughter (performed between 11:30 and 12:00 a.m.) from
4- month-old gilts. The fixation procedures were conducted with the use of pyroantimona-
te, which reacted with calcium ions and formed electron dense precipitates.

The precipitates were found both in the intercellular spaces and in cells - pinealocy-
tes, gial cells, endothelial cells and fibroblasts. The precipitates were much more numerous
in the intercellular spaces than in the cells. Amount and distribution of precipitates diffe-
red significantly between pinealocytes, therefore two types of cells were distinguished. The
first type of pinealocytes included cells containing a small or moderate amount of precipi-
tates. They were usually characterized by light or dark cytoplasm and large variability in
number and structure of dense bodies. Pinealocytes classified to the second type possessed
large or very large content of precipitates. These cells were characterized by electron den-
se cytoplasm and showed the presence of numerous dense bodies. In both types of pine-
alocytes, precipitates were present in the nucleus and in the cytoplasm. In nuclei, precipi-
tates were numerous in nucleoplasma and rather infrequently noted between membranes
of the nuclear envelope. In the cytoplasm deposits were found in mitochondria, vesicles
and cisterns of smooth endoplasmic reticulum, in the Golgi apparatus and in cytosol. The
amount of precipitates in glial cells, endothelial cells and fibrocytes was lower than in pinealo-
cytes.

Key words: pig, pineal gland, calcium ions, ultracytochemical analysis.
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JONY WAPNIOWE W SZYSZYNCE SWINI - BADANIA ULTRACYTOCHEMICZNE
Abstrakt

Celem pracy byta analiza ultracytochemiczna rozmieszczenia jonéw wapniowych w szy-
szynce §wini domowej. Badano szyszynki pobrane bezposrednio po uboju (wykonanym miedzy
godz. 11:30 a 12:00) od loszek w wieku ok. 4 miesiecy. Do utrwalania gruczotow zastosowano
pyroantymonian potasu, co umozliwito zwigzanie jonéw wapniowych w postaci elektronowo ge-
stych precypitatow, ktorych rozmieszczenie okreslono za pomoca mikroskopu elektronowego.

Precypitaty wystepowaly w przestrzeni miedzykomoérkowej oraz w komorkach: pinealocy-
tach, komoérkach glejowych, komérkach srédbtonka naczyri wtosowatych i fibrocytach. Zawar-
tos$¢ zlogow pyroantymonianu wapnia byta znacznie wigksza w przestrzeni zewnatrzkomorkowej
niz wewnatrz komoérek. Ze wzgledu na ilosé i lokalizacje precypitatow mozliwe byto wyréznienie
dwéch typow pinealocytow. Pierwszy z nich stanowily komorki zawierajace matg lub Srednig
ilos¢ precypitatow. Komoérki te charakteryzowaty sie elektronowo jasng lub elektronowo gesta
cytoplazma, a skiad cialek gestych byl zréznicowany pod wzgledem iloSciowym i jakoSciowym.
Drugi typ pinealocytéw stanowily komorki z duza lub bardzo duza zawartoscia precypitatow.
Najczesciej charakteryzowaty sie one elektronowo gesta cytoplazma oraz obecnoscig bardzo licz-
nych ciatek gestych. W obu typach pinealocytow precypitaty wystepowaly zaréwno w jadrze
komoérkowym, jak i w cytoplazmie. W jadrze stosunkowo liczne precypitaty o zréznicowanych
wymiarach stwierdzono w obrebie chromatyny, natomiast jedynie sporadycznie obserwowano je
w przestrzeni miedzy btonami otoczki jadrowej. W cytoplazmie precypitaty wystepowaty w mito-
chondriach, pecherzykach i cysternach siateczki §rédplazmatycznej gtadkiej, strukturach apara-
tu Golgiego oraz w cytoplazmie podstawowej. Zawarto$¢ precypitatéow w komorkach glejowych,
komorkach srodbtonka oraz fibrocytach byta znacznie mniejsza niz w pinealocytach.

Stowa kluczowe: $winia, szyszynka, jony wapniowe, analiza ultracytochemiczna.

INTRODUCTION

The mammalian pineal gland is a neurohormonal transducer, which
converts neuronal input from the suprachiasmatic nucleus (the main cir-
cadian oscillator, which function is controlled by the retina) into the hor-
monal output — melatonin (RerTer 1993). This pineal hormone controls
several processes occurring in the diurnal and seasonal rhythm (REITER
1993, ArenDT 1995). Melatonin is also involved in regulation of the im-
mune (AKBULUT et al. 2001), cardiovascular (Kraust et al. 2000) and gas-
tro-intestinal systems (BuBenik, 2002) as well as in modulation of neoplas-
tic processes (BLask et al. 1989, Karasek, PawrLikowskr 1999). It is also
avery potent scavenger of free radicals and posses a strong cell protec-
tive capacity (REITER et al. 2000).

An interest in the study of calcium ions in the pineal gland derives
from at least two reasons. The first of them is an important role of calcium
in regulation of numerous pineal processes, although many of them are not
fully recognized. A special attention is paid to the role of Ca2* in regulation
of the melatonin secretion. In the rodent pineal gland, norepinephrine —
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the main neurotransmitter controlling the pineal function — increases via
activation of a;-adernoceptors the intracellular free Ca?* concentration in
pinealocytes, what potentates the secretory response of these cells to stim-
ulation of f-adrenoceptors (SUGDEN 1993, SuGDEN et al. 1987). The role of
calcium in regulation of the pineal activity in non-rodent species has been
not investigated. The second aim to study calcium in the pineal gland is
the presence of the pineal concretions in several mammals (HUMBERT, PEVET
1991, JapHA et al. 1976, Krstic 1976, 1986, WELsH 1985). These unique struc-
tures consist of organic compounds — mainly proteoglycans and insoluble
calcium salts. Other elements: phosphorus, sulfur, magnesium, strontium,
zinc, iron, manganese, copper and silicon have been also detected in the
pineal concretions (HuMmBERT, PEVET 1991, Kgrsti¢ 1976, Krsti¢, Goraz 1977,
WEeLsH 1985). The biological significance of the pineal concretions is still un-
known.

The pig pineal gland shows many species specific features of their
morphology and physiology, among them at least three need to be espe-
cially emphasized: 1) the presence of numerous electron dense bodies in
pinealocytes, 2) the excusive involvement of $-aderenoceptors in stimula-
tion of melatonin secretion by norepinephrine (without «a-adrenoceptors
participation) and 3) the regulation of melatonin synthesis via changes in
serotonin N-acetyltransferase properties (LEwczuk 2002, WYRZYKOWSKI et
al. 1997). The calcified concretions are very rare in the pig pineal and
they have been found only in the pineal capsule and connective tissue
septa in the glands of three-year-old pigs (LEwczuk et al. 1994).

The aim of the present work was to analyse the distribution of calci-
um ions in the pig pineal gland at the level of electron microscopy. In
order to localize Ca?+ we applied potassium pyroantimonte method, which
enables us to visualise calcium in a form of electron dense precipitates.

MATERIAL AND METHODS

The studies were performed on five crossbred female pigs at the age
of ca 4 months. The animals were purchased from a commercial farm
and kept in the laboratory room, in which natural lighting from windows
(sunrise 06:00-06:30, sunset 18:35-19:00) was supplemented during the
day with fluorescent illumination providing light intensity of 500 1x at the
level of animal heads. Gilts had free access to water and were fed twice
daily (9:00, 14:00) with standard food. After 2 weeks the pigs were killed
between 11.30 and 12.00 a.m. All procedures on animals were performed
in agreement with the Polish law.

The pineal glands were removed no later than 3 minutes after death,
divided into small pieces and fixed in a solution containing 2% glutaralde-
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hyde, 2% potassium pyroantimonate and 0.735% potassium acetate for
2 hours at 4°C (pH 7.5). After the first step of fixation, the pieces were
rinsed three times (10 min. each) with 0.735% potassium acetate in dis-
tilled water, incubated for 2 hours in 1 % aqueous solution of osmium
tetroxide containing 2% potassium pyroantimonate and 0.735% potassium
acetate. Next, the pieces were washed in potassium acetate solution to
remove any unreacted potassium pyroantimonate and to prevent nonspe-
cific precipitation, dehydrated and embedded in Epon 812. Both contrast-
ed with lead citrate and uranyl acetate and uncontrasted ultrathin sec-
tions were examined in the transmission electron microscope Tesla BS
500. As control ultrathin sections were decalcified by incubation in 13.5%
EDTA at 60°C for 2 hours.

RESULTS AND DISCUSSION

The potassium pyroantimonate method is commonly used for the ul-
tracytochemical localization of calcium ions in many biological samples
including the pineal gland (AppLETON, MORRIS 1979, KLEIN et al. 1972,
Krsti¢ 1985, LEwczuk et al 1994, MENTRE, Escaic 1988, Pizzaro et al. 1989,
THERON et al. 1989, TurTERr et al. 1991, Wick, HEPLE 1982). According to
the studies on chemical composition of pyroantimonate deposits, per-
formed using x-ray microanalysis, Ca2* is the predominant (beside small
amounts of K, Na, Mg) or the only element associated with antimony,
what points to the satisfactory specificity of this method (Suzuki, Suacrt
1989, MENTRE, Escaic 1988). As concerning sensitivity, the potassium py-
roantimonate technique is the only one enabling demonstration of intrac-
ellular calcium ions at the level of electron microscopy in the pineal gland
(Turter et al. 1991). The procedures validating the potassium pyroanti-
monate technique for studies of calcium in the pig pineal gland were per-
formed and discussed in our previous study (LEwczuk et al., 1994). In the
present work we treated some ultrathin sections with EDTA to confirm
the presence of Ca2* in precipitates. As expected, pyroantimonate depos-
its were not found after treatment with this chelator.

The reaction product in a form of electron dense precipitates was
observed both in intercellular spaces and in cells — pinealocytes, gial cells,
endothelial cells and fibroblasts in all studied pineal glands. The intercellu-
lar spaces contained extremely numerous, large precipitates, whose pres-
ence clearly marked borders between adjacent cells (Fig. 1). The prominent
differences in amount of precipitates between extracellular and intercellular
compartments reflect the well-known gradient of calcium ions concentration
on both sides of plasma membrane and clearly point to the lack of signifi-
cant ions translocation during fixation.
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Fig. 1. Numerous precipitates in the intercellular species between neighboring cells and cell
processes. Pinealocytes (P I) and the ending of pinealocyte process (PP I) with low amount
of precipitates. Mag. 25 000 x
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Generally, pyroantimonate deposits were more numerous in pinealo-
cytes than in other cell types. Amount and distribution of precipitates
differed significantly between pinealocytes, therefore two types of cells
were distinguished (Fig. 1, 2, 3, 4). The first type of pinealocytes included
cells containing a small or moderate amount of precipitates (Fig. 1, 2, 4).
These cells were usually characterized by low electron density of their
cytoplasm, but pinealocytes with the electron dense cytoplasm were also
noted among them. Pinealocytes of this type contained various forms of
dense bodies, which number varied significantly between cells. In perikar-
ya of these pinealocytes, precipitates were seen both within the nucleus
and cytoplasm. In the nucleus relatively numerous precipitates, varying
in sizes, were found in the nucleoplasm and sporadically in the space
between membranes of the nuclear envelope. In the cytoplasm, small pre-
cipitates were observed in mitochondria, vesicles and cisterns of the
smooth endoplasmic reticulum and in the Golgi apparatus, whereas single
large precipitates were noted in cytosol. In the cell processes and their
endings precipitates were noted in mitochondria, vesicles of the smooth
endoplasmic reticulum, on the outer surface of dense bodies and in cy-
tosol.

Pinealocytes classified to the second type were characterized by large
or very large content of precipitates, both in the cell nucleus and the
cytoplasm (Fig. 2, 3, 4). They were usually characterized by electron dense
cytoplasm (with a few exceptions) and the presence of numerous dense
bodies, which most frequently represent types MBB1C and MBB-2 ac-
cording the classification proposed by LEwczuk and PrzyBYLSKA-GORNOWICZ
(1994). In perikaryon, mitochondria contained numerous small or few large
precipitates, while in the Golgi apparatus and in the smooth endoplasmic
reticulum numerous large precipitates were found. Very numerous, large
precipitates were observed in cytosol. The endings of cell processes con-
tained numerous precipitates, located mainly in cytosol and sometimes on
the surface of dense bodies (Fig. 4).

The obtained results have shown that pig pinealocytes differ signifi-
cantly each other in the content of calcium ions. It should be stressed that
prominent differences in amount of calcium pyroantimonate precipitates
have been commonly observed between neighboring pinealocytes. There-
fore, we can exclude that the variability in calcium ions content is an arti-
fact of fixation procedures. There is rather loose relationship between the
electron density of cytoplasm and Ca2* content. Pinealocytes with low calci-
um content possessed both light and dark cytoplasm, pinealocytes with
high calcium — usually dark. More interesting are differences in amount
and structure of dense bodies between pinealocytes with different calcium
ions content. Pinealocytes with high level of Ca2* contain numerous dense
bodies, among them predominate MBB-2 or MBB-1C. This relationship may
be considered as a specific functional state of these cells. The current data
largely supplemented our previous observations (LEwczuk et al. 1994), what
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Fig. 2. Variable content of precipitates in two neighboring pinealocytes. Light pinealocyte
containing low amount of precipitates (P I) and a dark pinealocyte (P II) with numerous
precipitates. Mag. 25 000 x
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Fig. 3. Dark pinealocyte with numerous precipitates distributed in mitochondria (MIT), the
Golgi apparatus (AG), vesicles of endoplasmic reticulum (arrow) and in cytosol. Mag. 25 000 x,
insert — 30 000 x
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Fig. 4. Endings of light pinealocyte with low content of precipitates (PP I) and dark pinealocytes
with numerous precipitates (PP II). Mag. 25 000 x
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was possible due to some technical improvements in the fixation proce-
dures and a very-well preservation of cell structure.

The differences in calcium ions content between dark and light pine-
alocytes were described in the rat pineal gland by Pizzaro et al. (1989).
The authors distinguished two kinds of pinealocytes: type I corresponding
to the classic light pinealocytes with almost complete absence of calcium
pyroantimonate precipitates and type II with dense cytoplasmic matrix
and very abundant coarse precipitates inside the cytoplasm and nucleus.

In our study gilts were killed only during the light phase of the diur-
nal cycle. The investigations performed in the baboon (THERON et al. 1989)
and the gerbil (Turrer at al. 1991) demonstrated some changes in distri-
bution, but not in amount of calcium pyroantimonate deposits between
animals killed during the day and the night. A prominent shift from a
predominant cytoplasmic localization of Ca2* during the light phase to
intravesicular distribution of these ions during the darkness was found in
baboon pinealocytes. In contrast, gerbil pinealocytes, when the animals
were killed at day time, showed accumulation of precipitates in all com-
partments of the endoplasmic reticulum including subsurface cisterns, but
when the animals were killed at night precipitates were not present any-
where in the endoplasmic reticulum (Turrter at al. 1991). It should be
noted, that in our study subsurface cisterns of pinealocytes did not con-
tain precipitates.

The content of precipitates in glial cells, endothelial cells and fibro-
cytes was usually low. The deposits were observed in the cell nuclei, mito-
chondria, the Golgi apparatus, vesicles of endoplasmic reticulum and in
cytosol.

CONCLUSIONS

1. The content of calcium ions differ significantly between pinealocytes
in the glands taken from immature pigs killed during the daytime.

2. Pinealocytes with high content of calcium ions usually posses numer-
ous dense bodies of type MBB-2 and MBB-1C as well as electron-dense cyto-
plasm.

3. Pinealocytes with low or moderate calcium content show large varia-

bility in the electron density of cytoplasm and in the presence of dense
bodies.
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Abstract

The causes of the eutrophication of Lake Jagietek, situated around 6 km south-west of
Olsztyn, were investigated in the hydrological years 1998-2004. The catchment area of this
water body is situated in the watershed zone of the Lyna and Pasteka rivers. The lake is
subject to advanced eutrophication. As regards precipitation amount, the analysed period consi-
sted of three dry years, two normal years and one wet year. Due to the occurrence of three
successive dry years and higher evaporation resulting from increased air temperatures (by
0.5°C on average), the lake shallowed with periodic exposure of bottom sediments in the shore-
line zone. The periodic exposure and inundation of sections of the lake bottom has led to
intense mineralization of bottom sediments. This process contributes to secondary contamina-
tion of surface water with mineral substances, mainly nitrogen and phosphorus compounds.
The investigated water body is situated in a watershed zone and is characterised by low and
stable electrolytic conductivity (113 uS-cm™ on average) and low pH of water (6.72 on average)
which periodically reaches 4.70. The concentration levels of biogenic elements (nitrogen and
phosphorus compounds) are subject to seasonal fluctuation. Relatively high concentrations of
N-NOj (1.25 mg dm3 on average) were observed in the winter and spring, while low levels of
this compound (0.18 mg-dm™ on average) were reported in the summer and autumn. P-PO,
concentrations were marked by a growing trend from 0.26 mg-dm™ on average in the spring
to 0.70 mg-dm™ on average in the summer. A high water load with biogenic elements, whose
concentrations significantly exceeded the allowable and dangerous levels of N and P according
to Vollenweider’s criteria, speeded up the eutrophication process and stimulated the gradual
self-decline of the entire ecosystem. The restoration of ecological balance in the surveyed
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ecosystem should rely on the seasonal nature of climatic and hydrological factors characteristic
of the examined area, and should involve the re-introduction of the water body into the hori-
zontal water circulation system.

Key words: lake, eutrophication, precipitation, biogenic elements, nitrogen, phosphorus.

PRZYCZYNY OBCIAZENIA wWOD ZEUTROFIZOWANEGO JEZIORA JAGIELEK
ZWIAZKAMI AZOTU I FOSFORU NA TLE WARUNKOW METEOROLOGICZNYCH
POJEZIERZA OLSZTYNSKIEGO

Abstrakt

Przyczyny eutrofizacji jeziora Jagietek, potozonego ok. 6 km na potludniowy zachod od
Olsztyna, badano w latach hydrologicznych 1998-2004. Zlewnia zbiornika jest potozona w stre-
fie wododziatlowej rzek Lyny i Pasteki. W zbiorniku stwierdzono zaawansowany stopien eutro-
fizacji wod. Pod wzgledem ilosci opadéw, w analizowanym okresie wyrézniono 3 lata suche,
2 normalne i jeden rok wilgotny. Wystapienie w krotkim okresie kilku lat suchych oraz wzrost
parowania w wyniku podwyzszenia temperatury powietrza (Srednio o 0,5°C) spowodowaty wypty-
cenie jeziora, z okresowym odstanianiem osadow dennych w jego strefie przybrzeznej. Skut-
kiem okresowego odstaniania i zatapiania czeSci dna zbiornika jest intensywna mineralizacja
osadéw dennych. Powoduje to wtérne zanieczyszczenie wod powierzchniowych sktadnikami mi-
neralnymi, gtownie zwigzkami azotu i fosforu. W zbiorniku zlokalizowanym w strefie wododzia-
towej wykazano niskie i stabilne wartosci przewodnictwa elektrolitycznego (§rednio 113 pS-cm™),
niski odczyn wody (§rednio pH 6,72), osiagajacy okresowo pH 4,70 oraz sezonowg cyklicznosé
stezen biogenéw (zwiazkow azotu i fosforu). Stosunkowo wysokie stezenia N-NOjg (Srednio 1,25 mg
dm3) wystepowaty w okresie zimowo-wiosennym, a niskie (§rednio 0,18 mg-dm™) w okresie let-
nio-jesiennym. Stezenia P-PO, wykazywaly tendencje wzrastajaca od $rednio 0,26 mg-dm3 wio-
sng do $rednio 0,70 mg-dm™ latem. Duze obciazenie wody substancjami biogennymi, przekra-
czajace wielokrotnie dopuszczalne i niebezpieczne poziomy N i P, przysSpieszylo eutrofizacje wody
i spowodowalo ewoluowanie catego ekosystemu w kierunku stopniowej samolikwidacji zbiorni-
ka. Odtworzenie réwnowagi ekologicznej w badanym ekosystemie, powinno opierac¢ sie na sezo-
nowosci zjawisk klimatycznych i hydrologicznych wystepujacych w regionie przy ponownym wtia-
czeniu zbiornika w poziomy obieg wody.

Slowa kluczowe: jezioro, eutrofizacja, opady, biogeny, azot, fosfor.

INTRODUCTION

Every natural water body and its catchment area form a landscape
system where water is the main means of transport and exchange of
matter between ecosystems. The physical and geographical characteris-
tics of the catchment area determine both the rate at which matter is
transported to the water body as well as the volume of the accumulated
substances. Situated at the lowest point in the surrounding area, a water
body is the accumulation centre of energy and matter migrating from the
catchment (WiNTER 2001). Therefore, the catchment area plays a vital
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role in regulating the process of lake degradation (GLNska-LEwczuk 2002,
2005., Koc et al. 1996, Koc, Szymczyk 2001).

The morphological parameters of a water body remain in a close rela-
tionship with the physical and geographical characteristics of its catch-
ment area (Baskiewicz-GrRaBowska 1999, GLiNska-LEwczuxk 2005), and they
determine the intensity of biogeochemical changes taking place in this
body of water (GLINska-LEwczUk 2002). Subject to the individual suscepti-
bility of a lake to external influences and to the supply of biogenic ele-
ments from the catchment area, clear changes in the physical and chemi-
cal properties of water are observed (BaJkiEwicz-GrRaBowska 1999,
GLINskA-LEwczUK 2005). The inflow of excessive quantities of nutrients
from the catchment into the water body leads to an ecological unbalance.
The majority of Polish lakes, in particular water bodies with a small area
of several hectares, are characterised by high water fertility which leads
to their degradation, overgrowth and disappearance (JEDRYKA, MACIEJEWS-
K1 2007). This process is visibly accelerated when the supply of groundwa-
ter to the water body is inhibited, a situation which is commonly noted in
reclaimed areas. The change in the existing water relations, observed
when a part of the catchment is excluded from the process of supplying
matter to the water body and when water outflow is blocked, decreases
the proportion of allochtonic substances in favour of autochtonic substanc-
es in the matter circulation cycle in an aquatic ecosystem.

As regards water bodies situated in a watershed zone, the amount and
intensity of precipitation and meltwater input are important factors which
determine the physical and chemical properties of water (WEGENER et al.
2007). Although precipitation contributes to surface water pollution (SapPEk
1998), it has a minor effect on water bodies in a watershed zone as regards
their pH reaction and electrolytic conductivity which is marked by low ion
concentration, in particular ions which are typical of the chemical denuda-
tion of the lithosphere, such as carbonates, calcium and others (koc et al.
2003).

The objective of this study was to identify the factors and causes
which have contributed to the strong degradation and the gradual decline
of a small lake with the historical name of Jagietek, situated in the water-
shed zone of the Lyna and Pasteka rivers in the Olsztyn area.

MATERIALS AND METHODS

Research site. The topographic catchment of Lake Jagietek covers an
area of 210 hectares. It is situated within the administrative boundaries of
the Stawiguda commune, around 6 km south-west of Olsztyn (Fig. 1). The
catchment area is located in the watershed zone of the Lyna and Pasteka
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Tomaszkowo "
J. Wulpiriskie

Fig. 1. Location and the contemporary (121,00 m a.s.l.) and former (125,00 m a.s.l.)
reach of water table area of Jagietek Lake

Rys. 1. Lokalizacja i zasieg obszarowy wspétczesnego (121,00 m n.p.m.) i dawnego jeziora
Jagietek (125,00 m n.p.m.)

rivers. It is an undulating moraine upland area situated at an altitude of
120 to 141 m above sea level. Soil in the catchment area consists of Qua-
ternary deposits in the form of boulder clay with glacial and fluvioglacial
sand and gravel interbedding. It comprises impermeable and weakly per-
meable deposits of boulder clay and slime with silty and loamy sand lay-
ers. Sand and gravel layers of glacial origin occur locally on the surface.
The catchment comprises mostly soil of quality class V and VI, while class
IV soil occupies only a small part of its area. The catchment area fea-
tures a forest complex comprising mostly uneven-aged pure pine and pine-
birch tree stands.

Jagietek is a remnant of a postglacial lake with features characteris-
tic of a ground moraine body of water. It presently consists of three small
but strongly overgrown water bodies — the deepest points of the former
postglacial lake (Fig. 2). The largest region occupies an area of 1.27 hec-
tares and it is the only site where the surface water table is maintained
throughout the year. The remaining two bodies of water, with an area of
0.24 and 0.09 hectares respectively, are periodically filled with water, main-
ly in the spring. The present water table level reaches 121 m above sea
level on average, with annual amplitude of around 1.70 m. The water
table was originally found at 125.00 m above sea level, indicating that the
former water body had an area of 25.47 hectares. An analysis of Schroet-
ter’s general map of 1803 in the 1: 50 000 scale has shown that those
water bodies had been connected in the early 19th century, and that the
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Fig. 2.

View on three overgrowing reservoirs of the Jagielek lake, aerial photo.
September 2004

Rys. 2. Widok na zarastajace akweny jeziora Jagietek, zdjecie lotnicze — wrzesien 2004

water table of a lake with the Prussian name of Jagiellen See was ap-
proximately 5.25 m higher than today (Fig. 3). In addition to a decline
tendency observed in most natural water bodies, the decrease in the wa-
ter table area and the lake’s capacity has resulted mainly from reclama-
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Fig. 3. Volume and area curves of Jagietek Lake presenting maximal reach ( in approximately

1800) and contemporary (2004) water table

Rys. 3. Krzywa powierzchni i pojemnosci jeziora Jagielek obrazujaca maksymalny zasieg

zbiornika (ok. 1800 r.) oraz wspoélczesny (2004 r.)
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tion works conducted between the two World Wars as well as in the
1960s.

Jagietek was initially supplied with infiltration and ground water from
the catchment with an area of 210 hectares. Water was flowing out of the
lake via a canal on the southern side in the direction of Lake Wulpinskie.
In the early 1960s, a drainage system was build in the western part of
Jagietek’s catchment, but the lake was excluded from the drainage net-
work. As a result, the groundwater level in the lake’s vicinity was low-
ered by around 1 m. The above reduced the area of the groundwater
source to 82.16 hectares. Jagietek developed a quick and short-term re-
sponse to intense supply of water (mostly meltwater) in the form of high
water levels, long-term lowering of the water table which exposed bottom
sediments in the summer and autumn low-flow periods. Jagielek’s catch-
ment is a farming area, but the water body is surrounded by a young
coniferous forest planted at the turn of the 1960s and 1970s.

Analysis methods. The study to determine the causes of eutrophica-
tion of Lake Jagietek was conducted in Tomaszkowo near Olsztyn in the
hydrological years 1998-2004. Water samples were taken once a month
only from the largest water body (there is no access to the remaining two
water bodies), in accordance with the generally applied methods (HEer-
maNowicz et al. 1999). The following determinations were made: ammoni-
um nitrogen (N-NH,) — by colorimetry with Nassler’s reagent, nitrate ni-
trogen (N-NOj) — by colorimetry with phenoldisulfonic acid, nitrite
nitrogen (N-NOy) — by colorimetry with phenoldisulfonic acid. Mineral ni-
trogen was determined as the sum of the above nitrogen forms. Total
phosphorus and phosphate concentrations were determined by colorime-
try after mineralization with ammonium molybdate and tin chloride as
the reducing agent.

Sampling was accompanied by observations of water level in Lake
Jagietek. Meteorological data were provided by from the meteorological
station of the University of Warmia and Mazury in Olsztyn, situated at
a distance of approximately 300 m from the lake. The mean total annual
precipitation in the investigated period for the Olsztyn area was 570.5 mm
(Fig. 4). According to Kaczorowska’s criterion (1962), the two years (1996
and 1997) preceding the investigated period were classified as normal
years as regards precipitation amount, while the analysed period com-
prised 3 dry years (1999 — 497 mm, 2000 — 474 mm, 2003 — 478 mm), 2
normal years (1998 — 534 and 2001 — 591 mm) and one wet year (2004 —
696 mm). The average air temperature in the surveyed period was 7.8°C,
marking an increase of 0.5°C from the long-term average for 1961-2004.
Dry and warm years were predominant in the analysed six-year period.
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Fig. 4. Variability of precipitation sums in Tomaszkowo in hydrological years 1998-2004

Rys. 4. Zmienno$¢ opadow i temperatur w Tomaszkowie
w latach hydrologicznych 1998-2004

RESULTS AND DISCUSSION

The drainage reclamation works conducted in the catchment area of
Jagietek lake minimised the catchment’s role as the main supplier of re-
sidual substances from farming production. Due to an estimated 40% re-
duction of the water body’s alimentation area and the predominance (60%)
of interior areas without an outflow, it should be assumed that the inten-
sity of biogeochemical processes in this ecosystem relies mostly on auto-
chtonic mineral and organic matter (Table 1). The quality of water in
Lake Jagielek is subject to seasonal variation, which is a characteristic
feature of strongly eutrophic aquatic environments. The physical and chem-
ical properties of water, presented in Table 1, are indicative of significant
changes in the chemical composition of water in the body, mainly mineral
forms of nitrogen and phosphorus and, in particular, nitrate nitrogen for
which the coefficient of variation reached 245%.

The short-term migration of substances, which is also due to the wa-
ter body’s location in a watershed zone, results in stable and low electro-
lytic conductivity reaching 113 pS-cm™! on average as well as periodically
acidic pH of water (6.72 on average) which drops to 4.70.
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Natural processes leading to the overgrowth and silting-up of the wa-
ter body are caused by the closed cycle of water-contained matter due to
the blockage of the surface outflow from the lake. In this environment,
meteorological parameters which determine, among others, the circula-
tion rate of water and water-contained matter play a very important role,
as demonstrated by the water level amplitude which is 3.5 times higher
(170 ecm) than in most lakes of the region. The lowest water level was
observed in 2003 (amplitude of only 29 e¢m) which was the driest and the
coolest year, while the highest water level (amplitude of 137 cm) were
recorded in 1998 which was marked by normal precipitation totals and
temperatures approximating the long-term average. The absence of a sig-
nificant rise in water levels in a wet year, preceded by a dry year, is
indicative of a drastic drop in groundwater levels which were supple-
mented at the expense of lake filling. An analysis of the annual water
levels shows two distinctive periods: a period marked by an abundance of
water, observed between March and May, due to the melting of the snow
and ice cover and soil thawing, and the summer period marked by low
water levels (Fig. 5).
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Fig. 6. Seasonal variability of physico-chemical parameters of water in Jagielek lake
in the study period of 1998-2004

Rys. 6. Zr6znicowanie sezonowe wlasciwosci fizykochemicznych wody jeziora Jagietek
w wieloleciu 1998-2004

In the spring period of high water, oxygen reserves are supplemented
after the oxygen deficit in the winter. Yet both seasons have a significant
impact on N-NOj; concentrations. The highest levels (5.88 mg-dm™) of
nitrate nitrogen are reported in the winter, probably due to a limited
rate of phytosorption of nitrogen released in the process of biochemical
change (Fig. 6). The lowest concentrations of this nitrate form were ob-
served in the summer and autumn months — 0.18 and 0.10 mg-dm™ re-
spectively, during which substantial quantities of this component were
absorbed by plants. Between 1998 and 2004, the N-NO; concentrations in
the water of the investigated lake were similar to N-NH, concentration
levels. In the discussed period of study, the concentration of ammonium
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nitrogen (N-NH,) in water ranged from 0.11 mg-dm™ in a normal year
(2002) to 5.76 mg-dm™ in a wet year (2004). The high N-NH, concentra-
tion in water in the wet year (autumn) resulted from organic matter
mineralization in the summer, and was supported by relatively high tem-
peratures, very low water levels over a period of several preceding years
as well as higher precipitation totals which caused ammonium ions from
decomposing sediments to be deposited in the water body, thus contribut-
ing to secondary contamination (Fig. 7).
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Rys 7. Zmienno$¢ stezenia mineralnych form azotu i fosforu w wodzie jeziora Jagietek
w latach hydrologicznych 1998-2004
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From among the discussed nitrogen forms, nitrate nitrogen (N-NO,)
was marked by the smallest fluctuation in concentration levels (from 0.0006
to 0.0028 mg-dm™). Changes in the concentration of nitrate nitrogen in
surface layers could be due to the small area of the water body which is
characterised by high sedimentation and a high content of anaerobic prod-
ucts of the sediment transformation process (Koc et al. 1996). Higher
N-NO, concentrations in the lake were observed in the spring which could
be due to alower rate (at lower temperatures) of biochemical change of
nitrogen and the extended duration of the first stage of nitrification.

The concentration of mineral nitrogen in Lake Jagielek clearly indi-
cates that this biogenic element posed the highest load on the investigat-
ed water body in the wet year (2004), preceded by drier years (Fig. 7).
The above implies that the nitrogen accumulated in bottom sediments
was released, leading to secondary contamination of surface waters, which
was additionally aided by low water levels.

The high content of phosphorus compounds in shallow water bodies
with a limited supply from the catchment is usually ascribed to sediment
resuspension. An analysis of seasonal fluctuations in phosphorus concen-
tration in water and hydrometeorological conditions in the investigated
period supported this possibility.

The increase in total phosphorus concentrations (0.70 mg-dm™) dur-
ing low water periods in the summer was statistically significant in com-
parison with other periods due to the possibility of bottom sediment stim-
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Fig. 8. Monthly changes in the concentrations of N-NO, and P-PO, in Jagielek Lake water
in a hydrological year from the period of 1998-2004. Vertical bars indicate ranges
of minimal and maximal concentrations
Rys. 8 Zmiany stezeri N-NO, i P-PO, w wodzie jeziora Jagielek w ciagu roku hydrologicznego na
podstawie comiesiecznych wynikow badan z okresu 1998-2004. Pionowe stupki oznaczaja
zakresy minimalnego i maksymalnego stezenia
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ulation by the wind. In the winter, when the insulating ice cover prevent-
ed water movement caused by wind, total phosphorus concentration
reached 0.26 mg-dm™. During that period, when the sorption of this ele-
ment by plants was limited, phosphorus precipitation and its accumula-
tion in bottom sediments increased. Yet in view of the significant rise in
water levels in the spring, accompanied by higher phosphorus concentra-
tions in water, it can be assumed that the dilution effect was supported
by phosphorus desorption from sediments and the supply of phosphorus
in melt and precipitation water. The nature of the annual changes in
phosphorus concentration in Lake Jagietek differed from the changes re-
ported in respect in nitrate levels. While N-NOg concentration levels were
high in the winter and spring, the concentration of P-PO, in Jagielek was
marked by a rising trend in the spring, summer and autumn (Fig. 8).

The dynamics of changes in concentration levels of total phosphorus
and its soluble forms (P-PO,) was influenced by hydrometeorological con-
ditions in particular years of the experimental period. The dominance of
dry years in the discussed period has led to a significant drop in ground-
water levels which, in turn, intensified the release of nitrogen and phos-
phorus compounds from bottom sediments into the water. For this rea-
son, the highest concentrations of both total phosphorus (2.96 mg-dm™)
and P-PO, (0.66 mg-dm™) were noted in the last year (2004) of the in-
vestigated period (Fig. 7).

Table 1
Tabela 1

Assessment of the catchment of Jagietek lake as a source of the matter to the lake
Ocena zlewni jeziora Jagielek jako dostawcy materii do zbiornika przed melioracjg
i po melioracji

Before After exclusion from the
Property of the catchment Unit reclamation drainage supply
Cecha zlewni Jednostka Przed Po wylaczeniu z zasilania
melioracjami wodami drenarskimi
Powierzchnia zlewni jeziora ha 210.00 82.16
Powierzchnia jeziora ha 25.47 1.60
Ohle's index
Wskaznik Ohlego % 8.4 513
Balance type of a lake ) flown - through outflowless
Typ bilansowy jeziora przeptywowe bezodptywowe
Share of depressions
Obszary bezodplywowe % 45 61
Land use arable lands and forest and arable land
. L - forest . .
Uzytkowanie ziemi . . le$éno-rolnicza
rolniczo-lesna
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Regardless of the season, the water body was characterised by exces-
sive unitary water load with biogenic elements whose concentrations were
significantly above the allowable and dangerous levels of N and P accord-
ing to Vollenweider’s criteria (1968), a fact which stimulated the gradual
self-decline of the ecosystem (Fig. 2). As shown on the example of the
investigated body of water, the proper functioning of an aquatic ecosys-
tem in a strongly drained environment of a watershed zone requires revi-
talisation despite the limited role played by the catchment as the source
of biogenic elements. The restoration of ecological balance in the sur-
veyed ecosystem should rely on the seasonal nature of climatic and hy-
drological factors characteristic of the examined area, and should involve
the re-inclusion of the water body into the horizontal water circulation
system. The progressive eutrophication of the lake could be inhibited by
increasing landscape diversity and improving the water balance of the
catchment.

Table 2
Tabela 2

Physico-chemical properties of water in Jagietek Lake located near Tomaszkowo
in the period of 1998-2004
Wtasciwosci fizykochemiczne wody w jeziorze Jagietek k. Tomaszkowa w latach 1998-2004

Parameter Average | Median Range — Zakres 25% 75% cv
Wskaznik Srednia | Mediana | 1inimum | maximum | @uartile | Quartile (%)
pH 6.72 6.88 4.70 8.70 6.22 7.30 12

gi;;g"? Iii? 7.87 7.65 2.38 18.50 6.32 9.37 38
Temperature °C 13.01 13.90 0.50 29.00 5.50 18.70 65
gc;D(irS};ZT 90.63 80.00 13.50 250.00 53.00 104.00 59
SEC pS-cm?! 112.89 106.00 50.00 252.00 90.00 133.00 35
N-NO,mg- dm3 0.006 0.004 0.001 0.028 0.003 0.007 97
N-NO3mg- dm3 0.39 0.13 0.03 5.88 0.08 0.32 245
N-NH, mg-dm3 0.87 0.51 0.11 5.76 0.35 1.08 112
Niuin mg-dm3 1.27 0.92 0.28 6.19 0.49 1.40 105
P-P04mg'dm'3 0.12 0.07 0.00 0.63 0.04 0.12 121
TP Pog mg-dm3 0.47 0.30 0.05 2.96 0.17 0.45 122
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CONCLUSIONS

1. The main cause of intensive geochemical changes leading to eu-
trophication, hypertrophy and disappearance of water bodies in a water-
shed zone are the adverse changes in water relations resulting from the
lowering of groundwater levels and the exclusion of water bodies from
the active system of horizontal water circulation.

2. The example of Lake Jagielek situated in the Olsztyn Lakeland in-
dicates that the dynamics of biochemical changes in the illustrated eco-
system is determined by meteorological conditions observed in the period
of many years as well as in the course of a single year. Drainage reclama-
tion works conducted in the catchment area of Lake Jagielek inhibited
groundwater supply, contributed to the shallowing of the lake and de-
creased its surface nearly 30-fold, as a result of which the water level
became strongly dependent on meteorological conditions.

3. The investigated water body, located in a watershed zone, is marked
by stable and low electrolytic conductivity of 113 uS-cm™! on average as
well as low water pH which periodically reaches 4.70. The above is indica-
tive of short-term migration of precipitation water from the catchment.

4.In an annual cycle, the concentration levels of biogenic elements in
Lake Jagietek were characterised by seasonal fluctuations which differed
for every analysed substance. While N-NO3 concentrations were relative-
ly high (1.25 mg-dm™ on average) in the winter and spring and low in the
summer and autumn ((0.18 mg-dm™ on average), P-PO, concentrations
were marked by a growing trend from 0.26 mg-dm™ on average in the
spring to 0.70 mg-dm™ on average in the summer low-flow period.

5.The dynamics of changes in water resources in the investigated
lake (amplitude of 170 cm) was due to significant differences in the sup-
ply of precipitation water which had a pronounced effect on biogeochemi-
cal processes in the ecosystem, mainly sedimentation and resuspension of
mineral forms of phosphorus. The precipitation water deficit observed in
1998-2004 significantly lowered the water level in the lake which, conse-
quently, led to organic matter mineralization in bottom sediments and to
the release of nutrients into the water. The highest concentrations of min-
eral forms of nitrogen and phosphorus compounds in the lake were ob-
served in the wet year preceded by two drier years.

6. A high water load with biogenic elements whose concentrations sig-
nificantly exceeded the allowable and dangerous levels of N and P accord-
ing to Vollenweider’s criteria, speeded up the eutrophication process and
stimulated the gradual self-decline of the entire ecosystem.

7. The restoration of ecological balance in the surveyed ecosystem
should rely on the seasonal nature of climatic and hydrological factors
characteristic of the examined area and should involve the re-introduc-
tion of the water body into the horizontal water circulation system.
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CHANGES IN THE CHEMICAL
PROPERTIES OF WATER IN A SMALL
POND IN VERTICAL PROFILES

Urszula Szyperek

Chair of Land Reclamation and Environmental Management
University of Warmia and Mazury in Olsztyn

Abstract

The study to determine thermal-oxygen changes and chemical properties of water in a
flow-through pond was conducted between April 2004 and March 2005 in three vertical profiles.
The study involved the determination of electrolytic conductivity and pH reaction of water as
well as the content of nitrate nitrogen and ammonium nitrogen, total phosphorus and sulpha-
tes. Thermal stratification was not observed in the investigated pond with the maximum depth
of 2.45 m, and oxygen content was represented by a clinograde curve. Biogenic element con-
centrations in the pond were determined by depth in the vertical profile, and they were subject
to seasonal variation. The highest concentrations of mineral substances in water were reported
in the bottom layers of the pond. Although the investigated pond is a flow-through water body,
it accumulates biogenic elements.

Key words: small pond, thermal profile, water temperature, oxygen profile, biogenic elements.

ZMIANY WEASCIWOSCI CHEMICZNYCH WODY OCZKA WODNEGO
W PROFILACH PIONOWYCH

Abstrakt

Badania nad rozpoznaniem zmian termiczno-tlenowych i wlasciwosciami chemicznymi wody
przeptywowego oczka wodnego prowadzono od kwietnia 2004 r. do marca 2005 r. w 3 profilach
pionowych. Oznaczono przewodno$¢ elektrolityczng i odczyn wody oraz zawarto$é azotu azotano-
wego i amonowego, fosforu ogélnego i siarczanéw. Stwierdzono, ze w zbiorniku o gtebokosci
maksymalnej 2,45 m nie przebiega stratyfikacja termiczna, a zawartosé tlenu obrazuje krzywa
w postaci klinogrady. Stezenia biogenéw w wodzie oczka wodnego byty uzaleznione od gleboko-
$ci w profilu pionowym i pory roku. Najwigksza zasobno$¢ wody zbiornika w substancje mine-
ralng wystepuje przy dnie. Pomimo przeptywowego charakteru zbiornika nastepuje w nim aku-
mulacja biogenow.

Stowa kluczowe: oczko wodne, profil termiczny, temperatura wody, profil tlenowy, biogeny.
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INTRODUCTION

Due to their small size, ponds generally form a homogeneous environ-
ment. Energy and mass circulation in small ponds usually involves the
entire water volume which inhibits the development of relatively stable
heterogenic systems. The rate and structure of energy and mass exchange
between the pond and its surroundings are also determined by factors
characteristic of those water bodies. This exchange takes place mostly
between water and the atmosphere, while the horizontal exchange with
the catchment area is restricted to the inflow of organic matter (DRwaL,
LanGgE 1985). Ponds are shallow bodies of water which are not marked by
significant thermal stratification (Biebpka, Dzienis 2001). According to
JEDRCZAK (1992), small ponds are polymictic water bodies which are sub-
ject to multiple and full mixing of water in the vertical profile under the
influence of wind, also during summer stagnation. In some periods (wind-
less), the mixing process is limited which may lead to a periodical ther-
mal and chemical water stratification.

The development of thermal-oxygen relations and other physical prop-
erties of water are investigated mostly in deeper water bodies. The ob-
tained results are used to determine the degree to which lakes are sus-
ceptible to degradation. Similar observations carried out in small pond
profiles support the investigation of changes in those processes and their
causes, not only at various depths, but also in different seasons.

The objective of this study was to investigate thermal and oxygen
changes taking place in a small mid-field pond at different times of the
year, and to determine changes in the chemical properties of water oc-
curring throughout the year in the vertical profiles of this pond. Since
the investigated small pond is a flow-through water body, another aim of
this study was to determine the chemical properties of water in the lon-
gitudinal profile.

MATERIALS AND METHODS

The study was conducted in a mid-field pond in Wrocikowo near Olsz-
tyn which is supplied mostly by rain, ground and drain water. The investi-
gated pond (covering an area of 0.67 hectares) is a flow-through water
body: drain water from the catchment area is supplied to the pond by a
drainage ditch (inflow), and water flowing out of the pond is collected also
by a drainage ditch (outflow). The pond is characterised by the following
morphometric features: maximum length — 127 m, maximum width — 65 m,
shoreline length — 327 m, elongation — 1.89, maximum depth — 2.45 m,
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average depth — 1.11 m, average pond volume (at average water level) —
8701 m3. For the purpose of determining the thermal-oxygen relations
and the chemical properties of water throughout the year, the survey was
carried out in April, July, September and November 2004 and in March
2005 (under the ice cover), and the obtained results were interpreted as
spring, summer, autumn (September and November) and winter meas-
urements, respectively. Three vertical profiles were identified: on the side
of the inflow (L), at the deepest point of the pond (G) and on the side of
the outflow (P). Water oxygen content and water temperature were meas-
ured with the use of an oxygen probe every 10 cm in every vertical pro-
file of the pond. To determine water reaction and electrolytic conductivi-
ty, as well as the content of nitrate nitrogen and ammonium nitrogen,
total phosphorus and sulphates in water, samples were taken at four depth
levels in L and G profiles, i.e. from the surface (0.1 m), from the central
part (0.7 m and 1.5 m) and from the near-bottom layer. In P profile,
samples were taken at three depth levels, i.e. from the surface layer (0.1
m), from the central layer (1.0 m) and from the near-bottom layer. Water
pH was determined by potentiometry, specific electrolytic conductivity —
by conductometry, N-NO3; — by colorimetry with phenoldisulfonic acid,
N-NH, — by colorimetry with Nessler’s reagent, total phosphorus — by color-
imetry with ammonium molybdate and tin chloride, and SO 4‘2 — by colorim-
etry with the use of the nephelometric method.

RESULTS

Water temperature in the pond was dependent on air temperature,
and was marked by seasonal change (Fig. 1). Over the experimental peri-
od, water temperature ranged from +0.1°C in March 2005 to +18.7°C in
July 2004. In the spring, the temperature of water in vertical profiles was
8.7°C to 10.6°C. Two layers were distinguished in the analysed vertical
profiles: an upper layer (up to 1 m) — marked by a higher temperature
and a lower layer - marked by a lower temperature. Similar results were
reported by PascHaALskl (1959) who investigated a three-fold shallower
pond in the spring. In the water body analysed in this study, the temper-
ature of the warmer upper layer was nearly uniform (10.6°C — 10.4°C) to
a depth of 1 m. The above indicates that this layer is mixed under the
influence of wind. The colder lower layer (10.4°C — 8.7°C) was character-
ized by a significant temperature drop and it was not affected by external
factors to the extent reported in the upper layer.

Water temperature measurements pointed to the absence of thermal
stratification in the pond during the summer (Fig. 1). The above is due
mainly to the relatively low depth of the pond. According to DrwaL and
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LanGe (1985), a clearly pronounced thermal stratification with very high
gradients (more than 5°C per meter of depth) may develop in the sum-
mer with anticyclonic weather and in the absence of wind. In the investi-
gated pond, the temperature gradient in July reached only 2°C between
the surface and the near-bottom layer. In September, water temperature
was almost identical (around 2°C) in both the vertical and the horizontal
section. The above findings are indicative of autumn circulation in the
analysed pond. Dissolved oxygen content in three vertical sections was
also most uniform (around 3 mg O, dm™) in the autumn (Fig. 1). In the
period when the pond was covered with ice, a reverse thermal stratifica-
tion was observed in the deepest layers (Fig. 1).

The dissolved oxygen content of water was subject to seasonal modifi-
cation, reaching from 0.09 mg Oz-dm‘3 in July (near the bottom) to 14 mg
Oz-dm‘3 in April. Positive heterograde oxygen curves were reported in L
and G profiles. This could be due to a fast rate of photosynthesis under
good trophic conditions and satisfactory light conditions. In July,
a clinograde oxygen curve was observed at the deepest point of the pond
(G profile) (dissolved oxygen content decreases progressively with depth),
where oxygen concentration was lower than in the remaining profiles. In
March 2005, when pond water was sampled from under the ice cover,
clinograde oxygen curves were reported (Fig. 1). The above testifies to the
process of mineralization in the pond, as supported by high values of spe-
cific electrolytic conductivity which is characteristic of this season (Fig. 2).
This process was also responsible for lowering the pH of water (Fig. 2).

The presented oxygen profiles of the investigated pond (Fig. 1) point
to favourable aerobic conditions in the spring, summer and in November.
Throughout the entire investigated period (particularly in March 2005 —
under the ice cover), an oxygen deficit was observed in near-bottom lay-
ers, which is a characteristic feature of stratified lakes.

During the study, the reaction of pond water ranged from pH 5.8 in
the bottom layer (July) in L and G profiles to pH 8.05 in April (Fig. 2).
Similar results were reported in other ponds (Koc et al. 2002, KOSTURKIE-
wicz, FIEDLER 1995, SKwIERAWSKI, SZYPEREK 2002). A slightly acidic reaction
was noted in the summer. In the summer, the progressive decrease in pH
with depth could result from biological processes occurring in deeper lay-
ers of the pond. It should also be noted that the profiles on the side of the
inflow (L) and the outflow (P) from the pond, the pH of water was slightly
higher than that reported in the profile at the deepest point of the pond
(Fig. 2). The higher pH of water and a higher oxygen content in shallower
profiles testify to the influence of the littoral zone where photosynthesis
takes place (CO, consumption leads to a higher pH and a higher oxygen
content). Pond water under ice cover had a slightly alkaline reaction.

Throughout the investigated period, the electrolytic conductivity of
pond water ranged from 440 uS-cm™ (in September 2004, in the surface
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layer of L profile) to 813 puS-em™! (in March 2005, in G profile) — Fig. 2. The
above values are higher than those reported in the lakes of the Masurian
Lakeland by Zpanowski and Hurorowicz (1994) and in other ponds investigat-
ed by Koc et al. (2002). The highest electrolytic conductivity in the examined
pond was determined at the bottom (Fig. 2). The above indicates that the
bottom layers are marked by higher abundance of mineral substances from
the mineralization of organic matter contained in bottom sediments.

The content of nitrate nitrogen in pond water fluctuated throughout
the year, reaching from 0.028 mg-dm™ to 2.66 mg-dm™ (Fig. 3). The high-
est nitrate nitrogen content was observed in April 2004 and March 2005.
The increased N-NOj concentrations in the spring were most likely caused
by significant quantities of nitrogen supplied to the pond with surface
runoff from fertilised fields. Significant variations between the investigat-
ed profiles were not reported in July, September and November. In March,
N-NO; concentration levels in pond water dropped significantly in deeper
layers (Fig. 3). N-NOg concentration in the surface layer was twice that
reported in the near-bottom layer, and a similar trend was observed in
every profile. The above resulted from clear stratification during that
period due to the formation of ice cover which prevented pond water
from mixing. An oxygen deficit was also observed in the near-bottom lay-
er (Fig. 1) which reduced nitrate nitrogen to ammonium nitrogen (Fig. 3).

Ammonium nitrogen concentration in the pond ranged from 0.011 mg-dm
to 1.029 mg-dm (Fig. 3) and, similarly to nitrate nitrogen, it was marked
by substantial fluctuation throughout the year. Yet the reported values
were nearly twice lower than those determined by Koc et al. (2005) in
water bodies supplied with drain water in the Sepopol Plain. It could be
concluded that the average concentration of ammonium nitrogen in the
near-bottom layer of the investigated pond was two-fold higher than in
the surface layer (Fig. 3), and this dependency was not observed only in
April. The highest variations in ammonium nitrogen concentration levels
between the surface and the bottom layers of pond water were found in P
profile, smaller differences were reported at the deepest point of the
pond (G) and the least significant variations — in L profile.

The highest concentration of total phosphorus was observed at the
deepest point of the pond (G) — 0.509 mg-dm™, followed by the profile on
the side of the inflow (L) — 0.493 mg-dm™, while the lowest concentration
was reported in the profile on the side of the drainage ditch outflow (P) —
0.466 mg-dm™ (Fig. 4). High phosphorus concentrations were determined
in July, they were nearly twice lower in November and more than three
times lower in March. Similar changes in phosphorus concentration levels
throughout the year were observed by Koc et al. (1997) who reported the
lowest total P concentrations in the winter. In March, the total phospho-
rus concentration in the investigated pond was nearly identical in G and
P vertical profiles. In general, higher total P concentration levels were
found in the bottom layers than the in the surface layers of the pond.



370

d pue o ‘T serjoxd ur puod p[ey-prux Jo Jojem oY) Ul UaS0I)TU WNTUOWWER PUR US0I)TU 9)RIJTU JO JUSIU0D 9y} Jo seduryd [euoSeeg ¢ "SI




371

3 'UOSBOG ' "SI
d ut puod p[ey-pru jo Ioyem 9y Ul (,.7OS) sereydns pue (Sog) snroydsoyd [0 JO JUSIUOD BYY JO SOSURYD | S
d pue H T s9qyoad ut P! !

—o9
O

—oy

e
SHA
e




372

Sulphate concentration in pond water ranged from 9.2 mg-dm™ to
250.0 mg-dm (Fig. 4). Higher SO4‘2 concentrations were reported in the
summer, while the lowest — in the winter. The above was due to anaero-
bic conditions which led to a significant reduction in sulphate concentra-
tion levels. In the remaining investigated periods, sulphate concentration
in pond water was nearly ten times higher than in March 2005. A signifi-
cant increase in sulphate concentration levels was observed in the near-
bottom layer at the deepest point of the pond in July, September and
November (Fig. 4). A similar trend was reported in P profile in April. In
the same profile, sulphate concentration dropped progressively at greater
depths in September and November.

In view of the above, it can be concluded that the concentration of
mineral components in flow-through ponds varies in the longitudinal pro-
file. The content of nitrate nitrogen decreased in the direction from L
profile to P profile, while the highest concentrations of total phosphorus
and sulphates were observed at the deepest point of the pond (G). Higher
nitrate concentrations in L profile than in P profile are most probably
due to the supply of significant quantities of nitrate nitrogen via the drain-
age ditch network. The high content of total phosphorus and sulphates at
the deepest point of the pond (G) testifies to the accumulation of those
compounds in bottom sediments, followed by their transport to water.
Although the investigated pond is a flow-through water body, it accumu-
lates some of the compounds supplied from the catchment area.

CONCLUSIONS

1. The investigated pond is a relatively shallow water body (2.45 m),
which explains the absence of thermal stratification with a simultaneous
clinograde distribution of dissolved oxygen.

2. Biogenic element concentrations in pond water are determined by
depth in the vertical profile. The highest concentrations of mineral sub-
stances were observed in the bottom layers, as indicated by the highest
electrolytic conductivity values and higher N-NH,, total phosphorus and
sulphate concentrations.

3. Biogenic element concentrations are marked by seasonal fluctua-
tion regardless of the place and depth of water sampling. Nitrate nitro-
gen concentrations are higher in the spring, higher levels of total phos-
phorus are observed in the summer, while the autumn is marked by higher
ammonium nitrate concentrations.

4. The average concentration of biogenic elements is determined by
the place of water sampling in the pond’s longitudinal profile. Although
the investigated pond is a flow-through water body, it accumulates bio-
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genic elements whose concentration in water decreases in the direction
from the ditch supplying water to the pond (inflow) to that collecting
water from the pond (outflow).
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ing scientific papers.
Journal of Elementology publishes advertisements.

Each article should be submitted in duplicate. An original paper should not exceed 10
standard pages (18 000 signs). A review paper should not exceed 15 pages (27 000
signs).

The paper should be laid out as follows: name and surname of the author(s),
TITLE OF THE ARTICLE, the name of the scientific entity, from which the pa-
per originates, INTRODUCTION, MAETRIAL AND METHODS, RESULTS AND
DISCUSSION, CONCLUSIONS, REFERENCES, abstract in the English and Polish
languages, min. 250 words. Summary should contain: introduction (shortly), aim, results
and conclusions. Prior to the abstract in the English language the following should be
given: name and surname of the author(s), TITLE, Key words (max 10 words), Ab-
stract, TITLE, Key words and Abstract in Polish. At the bottom of page one the following
should be given: scientific or professional title of the author, name and surname of the
author, detailed address for correspondence in the English and Polish languages.

The paper should be prepared according to the linguistic norms of the Polish and English
language. Units of measurements should be given in the SI units, for example mmol(+)
kgl; kg-hal; mol-dm3; g-kg'l; mg-kg! (elemental forms should be used).

In the event of using an abbreviation, it should first be given in brackets after the full
name.

Tables and figures should be attached as separate files. At the top, to the right of a table
the following should be written: Table and table number in Arabic figures (in English and
Polish), in the next lines the title of the table in English and Polish adjusted to the
centre of the paragraph. Any possible explanation of the designations placed under the
table as well as a description of the table should be given in English and Polish. Numeri-
cal values should consist of five signs (e.g. 346.5, 46.53, 6.534, 0.653).

Under a figure, on the left-hand side, the following should be written: Fig. and number
in Arabic figures, description and possible explanation in Polish and English.

References should be ordered alphabetically but not numbered. They should be formatted
as follows: Surname First Name Initial (capital letter), year of publication, Title of the
paper (italics). The official abbreviated title of the journal, volume (issue): pages from -
to. e.g. KowaLska A., KowaLski J. 2002. Zawartosé magnezu w ziemniakach. Przem. Spoz.,
7(3): 23-27.

It is allowed to cite papers published in electronic journals formatted as follows: Sur-
name First Name Initial (capital letters), year of publication. Title of the paper (italics).
The official abbreviated title of the electronic journal and full address of the website. e.g.
ANTONKIEWICZ J., JASIEWICZ C. 2002. The use of plants accumulating heavy metals for detox-
ication of chemically polluted soils. Electr. J. Pol. Agric. Univ., 5(1): 1-13. hyperlink ,http:/
/www.ejpau.pl/series/volume5/issuel/environment/art-01.html” http://www.ejpau.pl/series/vo-
lumeb/issuel/environment/art-01.html

In the text of the paper a reference should be quoted as follows: the author’s name and
year of publication in brackets, e.g. (KowarLskr 1992). When citing two authors, their sur-
names should be separated with a comma, e.g. (KowaLski, KowaLska 1993). If there are
more than two authors, the first author’s name should be given followed by et al., e.g.
(KowaLski et al. 1994). When citing several papers, these should be ordered chronological-
ly from the oldest to the most recent one, e.g. (Nowak 1978, Nowak et al. 1990, Nowax,
KowaLska 2001).
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15.

16.

A paper submitted for publication should be accompanied by a cover letter from the head
of the respective institute who agrees for the publication of the paper and a statement by
the author(s) confirming that the paper has not been and will not be published elsewhere
without consent of the Editors of the Journal of Elementology.

Two computer printed copies of the manuscript (Times New Roman 12 fonts,
1.5-spaced, without a diskette) should be submitted to the Editor’s Secretary:

Dr hab. Jadwiga Wierzbowska
University of Warmia and Mazury in Olsztyn
ul. Michala Oczapowskiego 8, 10-719 Olsztyn

jawierz@uwm.edu.pl

Dr Katarzyna Glinska-Lewczuk
University of Warmia and Mazury in Olsztyn
Pl. Lédzki 2, 10-759 Olsztyn, Poland
kaga@uwm.edu.pl

The Editors reserve the right to correct and shorten the paper. Any major changes in the
text will be discussed with the Author(s).

After the paper has been reviewed and accepted for publication, the Author is obliged to
sent the corrected version of the article together with the diskette. The electronic version
can be prepared in any word editor which is compatible with Windows software.



