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Rare earth elements in some bottled waters of Serbia

MaJja ToDOROVIC!, PETAR PAPIC!, MARINA CUK! & JANA STOJKOVIC!

Abstract. Twenty—one bottled mineral and spring waters from Serbia were analyzed for 16 inorganic che-
mical parameters, including lanthanides and yttrium which belong to the group of so—called rare earth elements
(REE). REE concentrations in the bottled water samples varied over a broad range, from 5.39 to 1585.82 ng/L.
Total concentrations in the bottled water samples were calculated taking into account the classification of lan-
thanides into heavy (HREE) and light (LREE), with yttrium added to the HREE group. The LREE concentra-
tions ranged from 3.62 to 1449.63 ng/L, while those of the HREE were from 0 to 136.19 ng/L. Distinct REE
signatures were observed in waters that drained specific rocks. The REE patterns in groundwater from granitic
and related rocks showed LREE and HREE enrichment, while groundwater with mafic rock influence exhibit-
ed slightly LREE enrichment. Several bottled water samples featured naturally—occurring carbon dioxide,
whose solutional capacity contributed to the highest REE concentrations in the analyzed samples. High REE
concentrations are also a result of sudden changes in oxidation—reduction conditions, which particularly affect
La, Ce and Eu. Aquifers developed in granitic and related rocks (methamorphic and sedimentary rocks) consti-
tute favorable environments for HREE in groundwater, corroborated by the occurrence of HREE in bottled
water samples. The bottled water samples largely exhibited a negative cerium anomaly and nearly all the sam-
ples showed a positive europium anomaly.
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Ancrpakt. Enementn perkux 3emapa (EP3) anammsupanu cy y 21 y3opky ¢uammpannx Boja ca TepH-
topuje Cpbuje. Ykynne koHuenrpanuje EP3 npesncraBibajy cyMy TEHIKHX U JIAaKMX JJAHTAHWAA Ca UTPHjyMOM,
KOjU ce 300T CIMYHMX T€OXEMHjCKHX OCOOMHA NMpHKJbyUyje TEIKUM JaHnTtanuauma. Konnenrpaunuje EP3 y
y30pIMa ¢GIamrpaHuX BoJa Bapupajy y BETUKOM orcery ox 5,39 mo 1585,82 ng/L. Jlaku JTaHTaHUIN HaIa3e
ce y koHIeHTpanujama mmely 3,62 u 1449,63 ng/L, moK ce TemKH JaHTAaHWAHM Hala3e y MamkUM KOHIICH-
Tpanujama, ox 0 mo 136,19 ng/L. Uznanu ¢popmupane y TpaHUTOMIHUM U CTCHaAMa Ha urje GOpMHpame U ca-
CTaB OHE MMajy YTHII4], IPEACTaBIbajy CPEIUHE ITOTOAHE 3a M0jaBy M TEIIKHUX W JIAKUX JaHTAaHUIA y ITOI3EM-
HUM BoJiaMa, 0K 0a3WdHHUje CTeHe Hajuenrhe MpeAcTaBibajy H3BOp caMo JIakuX JaHTaHuaa. Hajsehe ykymae
koHIeHTpauuje EP3 u Temkux naHranuga 3abenexene cy y NoA3eMHUM BojiaMa y OJM3UHM BEJIIMKUX TPaHU-
TOMTHHUX MAacCHBa, IOCEOHO OHHUX IJIE CE Hajia3e TojaBe MPUPOTHOT YIJbEH—THOKCHIA, KOJU CBOJUM pacTBapa-
YKUM CIIOCOOHOCTUMA TOTIPHHOCH OpokeM ocnobahawy EP3 w3 crena y Bony (bykyssa, Byjanosair). Jour je-
JlaH Y3pOK I10jaBe BeJIMKUX KoHueHTpauuja EP3 je n Harma mpoMeHa OKCHI0—peyKIMOHHUX yCII0Ba, KOjH Haj-
Behu ytunaj uMajy Ha La, Ce u Eu, xoju yjenHo noctiky u Hajehe koHnentpanuje on csux EP3. Pa3ma-
TpaHe (uiammpaHe Bojie KapaKTepHIlle HeraTHBHAa aHOMaJIMja [IepHjyMa JIOK CKOPO CBE BOJIE MMajy ITO3UTUBHY
aHOMAIIHjy €ypoIrjyMa.

Kiby4yHe peuu: eIeMEHTH PETKUX 3eMalba, XUAporeoxemuja, uiammpane soae, Cpouja.

Introduction chemistry the term ‘rare earth elements’ generally re-
fers only to the lanthanides (La—Lu). Yttrium (Y)

The mostly trivalent rare earth elements (REE) behaves similary to the lanthanides Dy—Ho and thus is
consist of group IIIb transitions elements Sc, Y and La ~ commonly included in discussions of the REE. Scan-
and inner transitiion elements (or lanthanides). In geo- dium (Sc) in contrast, is substantially smaller cation
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with distinctive geochemical behavior and thus is gen-
erally included in the ferromagnesian transition ele-
ments (Fe, V, Cr, Co and Ni) (MCLENNAN 1999).
Lanthanides can conditionally be divided into three
groups: light (La, Ce, Pr, Nd), medium (Sm, Eu, Gd,
Tb, Dy, Ho) and heavy (Er, Tm, Yb, Lu). There is also
a simpler classification, into the so—called cerium or
light lanthanide group (La—Eu) and the yttrium group
(Gd—Lu) comprised of heavy lanthanides and yttrium.

REE constitute a unique series of elements in na-
ture due to their specific features that make them
especially powerful tracers of fundamental geochemi-
cal processes (HANSON 1980; HENDERSON 1984).
These properties derive from the fact that: (1) with the
exception of Ce, the REE are generally trivalent in
Earth surface systems and are thus chemically frac-
tionated from their nearest neighbors in the Periodic
Table (i.e., divalent Ba and tetravalent Hf), and (2)
owing to the progressive filling of the 4f electron shell
across the REE series, their ionic radii decrease with
increasing atomic number (i.e., the lanthanide con-
traction). This lanthanide contraction imparts subtle
and systematic differences in the chemical properties
of REE across the series that are largely predictable,
and thus highly useful in studies of those processes
that fractionate REE in the environment. Consequent-
ly, the REE have a long history of use in the study of
magma genesis in the Earth’s upper mantle and crust,
crustal evolution, and in investigating weathering,
crustal denudation, transport of weathering products to
the oceans, and for water—rock interactions (HANSON
1980; HENDERSON 1984; BAU 1991; SMEDLEY 1991).

Low REE concentrations in water (ppb level or
less, (SHOLKOVITZ 1995 and references therein)) have
long prevented their use as witnesses of water/rock
interaction processes or as hydrogeological tracers.
The refinement of stable isotope dilution mass—spec-
trometry techniques and the recent development of
high—sensitivity equipments, namely the Inductively
Coupled Plasma Mass Spectrometers or ICP-MS,
changed this situation. As a consequence there has
now been an increasing number of studies dedicated
to the chemistry of dissolved REE.

A limited number of previous studies revealed that
REE characteristics in groundwater systems are large-
ly controlled by the rock through which they flow,
their pH, redox conditions, solution chemistry, organ-
ic and/or inorganic complexity and the form of trans-
port of colloidal and particulate matter. The most im-
portant finding brought out by these studies is the sim-
ilarity of REE patterns between groundwater and
aquifer rock. Groundwater REE signatures have been
shown to reflect those of host aquifers, and are, there-
fore, useful tracers of flow where the mineralogy of
different aquifers varies (e.g SMEDLEY 1991; JOHAN-
NESSON et al. 1997; MOLLER et al. 2003; TWEED et al.
2006). Many groundwaters exhibit REE patterns that
closely resemble the REE patterns of the rock through

which they flow, although they can show different
REE patterns compared with their aquifer rock.

Understanding the geochemistry of REE in circum-
neutral pH terrestrial waters, such as groundwaters, is
important from both the standpoint of their potential
use for investigating water—rock interactions, as well
as for tracing groundwater flow (MCCARTHY et al.
1998; JOHANNESSON et al. 2000). Moreover, ascertain-
ing the behavior of the REE in natural terrestrial wa-
ters is especially significant in the study of the fate
and transport of radioactive transuranics in the envi-
ronment because of the chemical similarities of the
REE and trivalent transuranics i.e., Pu3*, Am3*, Cm3*,
and Cf3+; (CHoprPIN 1983; KRAUSKOPF 1986; MCCAR-
THY et al. 1998). Therefore, it is generally well accept-
ed that the ubiquitous and naturally occurring REE
can be used as chemical analogs for studying the
behavior of the highly radioactive transuranics in nat-
ural waters.

The link between geology and water chemistry is
well known and can lead to extreme differences in ele-
ment distribution and is an issue that needs to be ad-
dressed. It is imortant to investigate the hydogeoche-
mical characteristics of the waters in order to identify
the main hydrogeochemical processes and influences
controlling their chemical content.

Some of their unique composition features, such as
elevated carbon dioxide (CO,), hydrogen sulphide
(H,S), sulphate (SO,2-), iron and high salt content are
specific to the geological and hydrogeological posi-
tion of the exploited springs and producing wells.
However, these naturally occurring waters are often
chemically processed before bottling in order to adjust
to market needs. The final bottled water product can
have, therefore, little resemblance to the original
groundwater composition. Nevertheless, MISUND et
al. (1999), found a traceable link between bottled
water composition and aquifer lithology in 66 Euro-
pean bottled waters. GROSELJ et al. (2008) used neural
networks to arrive at the same conclusion. REIMANN &
BIRKE (2010) analyzed 1785 bottled waters and and
they belived that those analysis may provide a possi-
bility to gain an idea about groundwater chemistry at
the European scale. According to this study, from the
aspect of rare earths, for the most elements in the
group, there is no unambiguous geological explana-
tion for high occurrences in groundwater. In general,
the highest concentration of rare earth elements, from
litological aspect, are related to pegmatite dyke con-
taining REE minerals, felsic gneisses, granite and cal-
calkaline Tertiary volcanics (REIMANN & BIRKE
2010).

Methods

During the spring and summer of 2012, 21 bottle
waters available on the Serbian market were pur-
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chased in selected shops all over Serbia. The domi-
nant role for selection bottled water sources played
their different genesis and discharge. Different condi-
tions of water formation reflect their variations in che-
mical types.

In order to characterize the composition of the stud-
ied bottled waters, two data sources were used: labo-
ratory analysis of bottled waters purchased from the
public market carried out by Activation Laboratories
(Canada) and the chemical composition reported on
bottle labels. The physicochemical parameters report-
ed on the manufacturer’s labeling of 21 domestic
brands of bottled water were used as dataset for this
study. To keep the brand names anonymous, the
waters were named from Brand 1 to Brand 21 and this
convention was used throughout the text. The physi-
co—chemical variables (consisting of major ions,
minor ions, trace elements, and physical parameters)
that were in the compiled database, seven variables
(Cazf, Mg2*, Na™, K*, Cl-, SO42-, HCO5~) occur most
often and thus were utilized. Analysis of chemical and
physical properties of these bottled waters were car-
ried out by official laboratories that have been certi-
fied by the Ministry of Health and accuracy and pre-
cision of the laboratory results were not questioned in
this study. However, as an independent check on the
quality of the chemical analyses in the database they
were tested for charge balance error using software
The Geochemist’s Workbench, 2008. Calculated
charge balance errors are less than +5% for all the
samples in the database, which is an acceptable error
for the purpose of this study. The water samples were
analyzed by HR-ICP/MS, High Resolution Magnetic
Sector ICP/MS using a Finnegan Mat ELEMENT 2
instrument in Activation Laboratories. In addition, to
verify the accuracy and precision of the method,
NIST® 1643e “Trace Elements in Water” SRM was
analyzed and compared to the certified values. The
experimental concentrations determined in this study
agreed well with certified values.

Results and Discussion
Geological setting of rare earth elements

For the most part, REE are all lithophile and in
most igneous systems they are incompatible; the
degree of incompatibility increases with increasing
atomic radius (or decreasing atomic number). Ac-
cordingly, lanthanides and yttrium tend to concentrate
within magmatic liquids and phases that occur in the
later stages of magmatic activity (MCLENNAN 1999).

Rare earth deposits in igneous rocks can be
grouped into five distinct categories differing in the
provenance and evolution of the magma and in the
rock types hosting mineralization: (1) carbonatites,
(2) peralkaline silica undersaturated rocks, (3) peral-

kaline granites and pegmatites, (4) pegmatites associ-
ated with sub— to metaluminous granites, and (5) Fe
oxide—phosphate.

The genesis and distribution of REE during the
course of differentiation of magma, magmatic rem-
nants and hydrothermal solutions are highly complex
processes, as such, they do not depend solely on tec-
tonic zones and provinces, but on magma chemism as
well acidity and alkalinity.

A large number of minerals feature complex REE
compositions, light and heavy lanthanides. Depending
on the magma chemism, they are divided into primary
and secondary minerals. This can be seen in second-
ary rock constituents, largely affected by calcium and
phosphorus concentrations in the early or later stages
of magmatic differentiation. As a result, certain selec-
tive minerals are dominated by the cerium group:
bastnaesite, parisite, loparite and monazite, while oth-
ers are dominated by the yttrium series: xenotime,
euxenite, gadolinite, yttrofluorite, etc. This applies to
secondary rock constitutes and primary REE carriers.
In addition to calcium and phosphorus, the global
causes of selective REE fractioning are attributed to
the general magma chemism: the Ce—group is associ-
ated with alkaline magma (basic alkaline complexes),
while the yttrium group is associated with acidic
magma (ARSENUEVIC & DROMNJAK 1988).

As part of the Central Balkan Peninsula, Serbia is
made up of very complex geological units. DIMITRI-
JEVIC (1994) defined geological structure of the terri-
tory of Serbia based on geotectonical units. In gener-
al, they can be divided into the following units: Pan-
nonian Basin, Carpatho-Balkanides, Serbian Macedo-
nian Massif, Vardar Zones and Inner Dinarides. A
simplified geotectonic framework of Serbia is pre-
sented in Fig. 1.

From an REE prospecting perspective, the research
conducted to date in Serbia (ARSENIEVIC & DROM-
NJAK 1988) and references therein) suggests that the
primary REE—carrying minerals are monazite, xeno-
time, alanite, apatite, fergusonite, zircon, columbite
and the like. The above minerals have been detected
in granitoid rocks and metamorphic rocks enveloping
granite, as well as rarely in the sediments of creeks
and rivers that flow through granitoid massifs. They
were found in biotite and biotite—-muscovite granites,
aplitoid granites and granitic gneisses at the following
localities in Serbia: Cer, VrSac, Bukulja, Cemerno,
Zeljin, Bujanovac and Golija (MIHAILOVIC-VLANC, N.
& MARkov, C. 1965; PETKOVIC 1987 and reference
therein).

Major hydrochemistry and
hydrogeochemistry of rare earth elements

The differences between the chemical composi-
tions of the bottled water samples are best seen on the
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Fig. 1. Geological map of Serbia (DIMITRUEVIC 1994).

Durov diagram, showing the anions, cations, TDS and
pH levels in parallel (Fig. 2). The trilinear diagram of
the anions shows minor differences in anionic compo-
sition; most of the bottled water samples were of the
hydrocarbonate type, with only Brand 2 being of the
HCO;—Cl type and Brand 14 of the HCO;-SO, type.

With regard to cationic compositions, there were two
large groups: one dominated by calcium and magne-
sium — 7 samples HCO; — Ca, 2 samples HCO; — Mg
(TDS up to 804 mg/L), and the other by Na — 12 sam-
ples HCO; — Na (TDS up to 3100 mg/L). No signifi-
cant correlation between the macrocomponents was
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Fig. 2. Durov diagram of chemical compositions of bottled water samples.

noted, except between sodium and hydrocarbonates.
Among the bottled water samples of the Na—HCO;
type, 8 brands exhibited a TDS level greater than 1000
mg/L, of which 7 featured natural carbon dioxide
(Brands 5, 7, 10, 15, 16, 17 and 18).

The REE concentrations in the bottled water samples
are shown in Table 1 and Fig. 3, with minimum and
maximum concentrations of all the members of the lan-
thanide group, along with yttrium and their ratios.

146—1123 mg/L). This group
included waters tracing to li-
mestones (Brands 19 and 21),
marls (Brand 12), gneissic
granites (Brand 4), and inter-
granular porosity rocks of different compositions
(Brands 2, 3, 6 and 13).

Levels above 100 ng/L were recorded in bottled
water samples whose chemical compositions were
directly or indirectly affected by granitic intrusions
and Tertiary magmatism. Similar to the previous sam-
ples, TDS did not correlate with total REE. This group
included naturally carbonated waters (Brands 5, 7, 10,
15, 16, 17 and 18, Na-HCO;, TDS 994-3100 mg/L),

Table 1. Minimum and maximum REE concentrations in bottled water samples, including their ratios (ng/L).

La Ce Pr Nd Sm Eu Gd Tb Dy Ho Er Tm Yb Lu Y
Min <1 <l <0,05 <0,1 <05 246 <005 <0,1 <0,5 <0,01 <0,05 <0,1 <0,05 <03 <3
Max | 6551 587 30,2 108,6 21,5 6822 16,2 4,51 17,1 29 109 <5 6,02 2,8 93,1
Ratio | 655,1 587 6052 1086,9 43,0 277,4 323,1 45,1 342 2869 2184 / 1204 9,2 31

Among the lanthanides, the highest concentrations
were measured in the light lanthanide group (LREE —
La, Ce, Nd and Eu). In all the samples thulium (Tm)
was below the detection limit, while the highest per-
cent concentrations below the detection limit were
those of samarium (Sm) and dysprosium (Dy) (about
70%) and lanthanum (La) and cerium (Ce) (50%).

It should be noted, when compared to concentratios
of rare earth elements in study of REIMANN & BIRKE
(2010) one sample of bottled water exibit maximum
concentration of Eu (447 ng/L) (Brand 15: 682.2 ng/L).

REE totals are shown in Fig. 4a. Brands 8, 9 and 20
exhibited the lowest summary REE concentrations,

Brand 14 (Ca-HCO;-SO,, TDS 804 mg/L), and
Brands 1 and 11 (TDS 221 and 420 mg/L). Fig.s 4b
and 4c show total light lanthanides and heavy lan-
thanides (with yttrium), by sample.

Light lanthanides measured from 3.6 to 1449.63 ng/L.
Cerium (Ce) and lanthanum (La) were the greatest con-
tributors to these concentrations. The highest LREE con-
centrations were recorded in all naturally carbonated
water samples (except Brand 10), as well as in Brands
1 and 14, where apart from lithology, the solutional
capacity of CO, has a considerable effect. HREE con-
centrations ranged from 0 to 136.19 ng/L. Higher
HREE concentrations were measured in samples
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whose composition was formed in contact with gran-
itoid rocks, either placer deposits (Brands 7, 11, 12, 13
and 15) or circulation through the granites and related
rocks (Brands 4, 10, 17 and 18). This group also in-
cluded Brand 16. The groundwater used to bottle
Brand 16 exhibited an elevated temperature, suggest-
ing the influence of a granitoid intrusion on the chem-
ical composition of groundwater formed primarily in
serpentinites.

Although Brands 19 and 21 represented groundwa-
ters tracing to limestones with low total REE, there
were notable differences between both the REE totals
and in terms of a higher HREE concentration in Brand

19. Additionally, the elevated

N 1000 100
W +,E temperature and the presence
100 of heavy lanthanides in the
8 50 d
groundwater used to bottle
i Brand 19 suggested a potential
0 0 influence of groundwater
LREE HREE from granitoid and metamor-
ng/L ng/L

phic rocks on the recharge of

1-21 Bottled water samples

the aquifer formed in lime-
stones from which this water
is tapped.

REE concentrations in
groundwater generally depend
on several factors: release into
solution during the dissolution
of minerals, pH levels and re-
dox states of the groundwater,
adsorption, complexing lig-
ands in the groundwater and
hydrogeological factors (e.g.
flow pathways and residence
time). The environmental be-
havior of the REE and yttrium
is strongly influenced by solu-
tion chemistry (Woobp 1990;
Luo & BYRNE 2004). In
groundwater, REE are subject-
ed to chemical complexation
with several potential REE
complexing agents. Trivalent
REE are considered to be hard
ions and will complex prefer-
entially with hard ligands
including F-, SO,2-, COsZ,
PO, and OH-. In general,
simple ions (Ln3*, Ln is any
lanthanide) and sulfate com-
plexes are dominant at low pH
levels, while at circumneutral
to basic pH, REE frequently
occur as carbonate and dicar-
bonate ions (BROOKINS 1989;
WoobD 1990; JOHANNESSON ef
al. 1996). In addition, fluoride
and phosphate complexes may
be important where ligand concentrations are high
(WooD 1990; SHAND et al. 2005). The REE display
strong sorption characteristics, particularly at high
pH, onto mineral surfaces which reduces REE abun-
dance in solution.

Previous examination of the REE in near neutral to
low acidic pH groundwaters (pH 5.4-6.8), indicate
that inheritance of rock REE signatures, as a result of
solid—liquid exchange reactions such as dissolu-
tion/precipitation, cation exchange, weathering reac-
tions, and/or leaching, plays an important role in the
origin of the aqueous REE signatures (SMEDLEY 1991;
JOHANNESSON et al. 2000). Among the assessed bot-
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ZREE (ngi) LREE (ngiL) HREE (ngt)
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Fig. 4. Total REE (a), LREE (b) and HREE (c) in bottled water samples.

tled water samples, the pH levels in that range charac-
terized naturally carbonated waters, where REE com-
plexation is generally dominated by the formation of
carbonate complexes, LnCO;" and Ln(CO3),~ .

HREE occurrences in the bottled water samples
were associated with the formation of carbonate com-
plexes, particularly the dicarbonate ion (i.e.,
Ln(COs3),7;), whose stability in groundwater increases
with increasing atomic number. In relation to LREE,
this contributes to greater stability of the HREE in
alkaline groundwaters. Where aquifers are devoid of
heavy lanthanide—carrying minerals, only light lan-
thanides are found. If lithological conditions for the
occurrence of HREE in groundwater exist, they will
dominate the LREE, particularly at high pH levels,
because of both the stability of their dicarbonate
forms and the removal of LREE from the groundwa-
ter as they are generally scavenged through sorption
processes much more than the HREE.

A comparison of naturally carbonated and non—car-
bonated bottled water samples shows that the addition
of a CO, rich gas phase has a significant effect on
weathering processes. The dominant effect is the cre-
ation of relatively acidic, aggressive groundwater that
will readily attack silicate minerals, Fe-Mn oxyhy-
droxide phases and, combined with complexing lig-
ands such as F-, will lead to high total REE concentra-
tions in groundwater (SHAND et al. 2005).

It should be noted that the bottled water was tech-
nologicaly treated in some cases and this may have
lead to reduced REE concentrations. For example,
CO, degassing increases pH and leads to carbonate
precipitation. Due to cooling, silica, sulphides, and/or
various oxihydroxides flocculate, and many trace ele-

ments are sorbed or co—precipitated. Furthermore,
change of pressure and temperature during ascent of
water induces formation of metastable components
and surface coatings, and ion exchange as a function
of fluid flow (MOLLER 2002).

When plotting the abundance of REE towards the
atomic number a zigzag curve is obtained. Such abun-
dance curves are difficult to compare, in particular, if
individual elements behave anomalously. For that rea-
son, great number of authors suggested to normalise the
REE abundance in water by REE abundance in differ-
ent materials Cl-chondrite (ANDERS & GREVESSE
1989), PAAS (McLENNAN 1989), source rocks of
waters etc. Normalisation does not alter the abundance,
it only visualises changes of trends with respect to the
normalisation matter and depicts anomalously enriched
or depleted elements (MOLLER 2002).

Various standard shales or the PAAS (Post Archa-
ean average Australian sedimentary rock (MCLENNAN
1989; ROLLINSON, 1993) are often taken as being rep-
resentative for the average composition of the earth’s
upper crust and form the basis for another suite of nor-
malisation plots. Fig. 5 represents PAAS normalized
samples of bottled waters with the highest concentra-
tions of REE. REY patterns show a variety of trends,
the deviation from a flat trend is termed fractionation
with respect to the normalisation material. The frac-
tionation can be the result of a fractional release from
host minerals or fractionated incorporation in alter-
ation minerals (MOLLER 2002). The figure below
shows a positive peak of normalized Eu values. Near-
ly all the samples exhibited a positive Eu anomaly.

The differing geochemical behaviours of cerium and
europium often lead to positive or negative Ce or Eu



78 MaJa TODOROVIC, PETAR PAPIC, MARINA CUK & JANA STOJKOVIC

1000

100

-
(=]

Sample/PAAS (x10%)

0.01

0.001

0.0001

La Ce Pr Nd Sm Eu Gd Tb Dy Ho  Er Yb

Fig. 5. REE patterns (normalized to PAAS) of bottled water samples.

anomalies in normalised REE distribution plots. Cerium
occurs in the Ce#" oxidation state under oxidising condi-
tions and europium is the only lanthanide that, under
reducing conditions, can be divalent. The larger size of
the divalent Eu ion implies different geochemical substi-
tutions and behaviour from the other REE (BANKS et al.
1999). The anomaly is positive if Eu/Eu* or Ce/Ce* > 1,
or negative if <l (EwEu*=Euy/(SmyxGdy)0-),
(Ce/Ce*=Cey/(Lay*Pry)03;  — normalized values)
(Fig. 6).
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Fig. 6. Ce and Eu anomalies in bottled water samples.

Among the studied samples, a great positive Ce
anomaly was noted in four cases. The anomaly is only
slightly negative for the high TDS Na—HCO; water

Lu

type and especially prominent
for the Ca—Mg-HCO; water

Brand 1 type. The negative Ce anom-
aly may be a result of redox
B transformations of Ce3* into
Ce4t, as anoxic groundwater
discharges to the Earth’s sur-
——-Brand 14 face (LEYBOURNE & JOHAN-
NESSON 2008), due to cerianite
Brand 15 (CeO,) precipitation or ad-
sorption to Fe oxyhydroxides
Brand 17 (Bau 1999; Dia et al. 2000).
Experimental data (Bau 1999)
indicate that adsorption of Ce

.......... Brand 18

onto iron oxydroxides is a rela-
tively slow process so the vari-
ations in the magnitude of the
Ce anomaly could result in the
difference in residence time of
circulation groundwater. Nega-
tive Ce anomalies are quite
common in oxygen rich waters. For instance, seawater,
oxygen-rich river and karst waters are characterised
world-wide by negative Ce anomalies (MOLLER 2002).

Contrary to Ce, the positive Eu anomaly was not
determined in only three brands. According to the lit-
erature, three hypotheses have been proposed for
explaining positive Eu anomalies in groundwaters: (i)
positive anomalies in the aquifer sediments through
which they flow; (ii) preferential dissolution of
Eu—enriched minerals (e.g., plagioclase); and (iii)
preferential mobilization of Eu?* during water—min-
eral interaction compared to the trivalent REE (BANKS
et al. 1999; LEYBOURNE & JOHANNESSON 2008).

Conclusion

Rare earth elements (REE) represent a series of 15
lanthanides (La—Lu) and Y, which exhibits similar
geochemical characteristics and has properties com-
parable to those of heavy lanthanides. The paper pre-
sented REE concentrations in samples of 21 bottled
water brands. The selection of the bottled water
brands was based on different bottling locations, or
different geological and hydrogeological conditions
that lead to the formation of the chemical composi-
tions of the bottled groundwater. Summary REE con-
centrations ranged from 5.39 to 1585.82 ng/L. The
highest concentrations were recorded in naturally car-
bonated bottled water samples, as a result of aggres-
sive action of the water (solutional action of CO, and
low pH levels). Additionally, elevated REE concentra-
tions were found in bottled water samples that reflect-
ed specific oxidation—reduction conditions and spe-
cial lithological compositions of the aquifers. The spa-
tial distribution of HREE in groundwater coincided
with granitoid intrusions within Serbia, where
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REE—carrying minerals are found. Nearly all the bot-
tled water samples exhibited a positive europium
anomaly, indicating specific oxidation-reduction con-
ditions in both the groundwater and the environment
in which it circulates.
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Pe3nme

EnemeHnTH peTKHX 3eMa/ba Y HEKUM
drammpanum 6onama Cpouje

Enementn perknx 3emasba (EP3) ananusupanu cy
y 21 y3opky ¢ramupanux Boga ca teputopuje CpoOu-

je. Y reoxeMuju TEPMHH €IEMEHTH PETKUX 3eMalba Ce
TeHEpaJHO 0CMATPaHO OAHOCH Ha TPyIly eleMeHara
Koju ce Ha3uBajy mantanuau (La—Lu) ca urpujymom.
Hajnoznaruja moniena taHTaHUAE JeNTH Ha TEPHjyMCKY
rpymy omHocHoO yake jJaHtanuge (La, Ce, Pr, Nd, Sm,
Eu) 1 utpujyMcKy IpyIly OZHOCHO TEUIKE JaHTaHHIE
(Gd, Tb, Dy, Ho, Er, Tm, Yb, Lu). Utpujym (Y) ce 360r
CIIMYHUX TEOXEMHUJCKUX OCOOWHA TPHUKIBYUYje TPyIH
TEeHKUX JaHTaHuAa. EP3 kapakrepuile cMambHBaHE
JOHCKOT paamjyca ca mosehameM aToMCKOT Opoja, IITo
JOTIPUHOCH onpeheHNM pasznukamMa y XEMHjCKUM
CBOjCTBMMa KOje Cy Y BENHKOj Mepu MpeABHIUBE, a
CaMHUM TUM M KOPHCHE y HCTPaXXHMBambHMa OBHX
eJleMeHara y pa3MuuTHM cpeauHama. Hucke KoH-
nenTpanyje EP3 y Bomama nyro cy cripedaBalie lsUXOBY
NpUMEHY y HCTpaXHUBamkbUMa IIpoleca HHTEpaKmuje
Bona—cteHa. Pa3zBojem ompeme 3a HR—ICP-MS wmeto-
Iy, OCTBapeH je 3HavyajaH MoMak y ucrpaxuBamy EP3
y BOJaMa, Kako IOBPIIMHCKAM TaKO U IOA3EMHHM.
OBUM HCTpaXWBalbUMa YCTAHOBJbEH j€ BEIHKH OpOj
NPUPOAHUX MPOLIECA U YCIIOBA KOjH KOHTPOJIHUIILY TIOHA-
mame EP3 y mog3eMHnM Bomama. Y THIIA] JTUTONOTH]E
Ha XEMHjCKH cacTaB BOJAA j€ YBEJIHMKO I03HAT, 1 MOXE
JIOBECTH 10 3HAYajHHUX pPa3jHKa y TUCTPHOYIMjH elre-
MEHaTa y MIOJ3€MHUM BOZaMa, M U3 TOT Pa3Jiora Ba)KHO
j€ WOCHTU(HUKOBATH XUAPOTEOXEMH]CKE MPOIIECce KOjH
KOHTPOJIUILLY KOMIIOHEHTE Y BOIH.

OOpamoM mapamerapa INpey3eTHX ca €THKeTa pa-
3MarpaHux ¢uammpaHuX BoJa, HHjE YCTaHOBJbEHA
3aBUCHOCT M3Mel)y MojeAnHUX MaKpOKOMIIOHEHTH Xe-
mujckor cacraBa 1 EP3. HcTo Tako HUje ycTaHOBIbEHA
Kopenanuja m3Mehy ykymHe MuHepanmzanyje, pH u
EP3. Anamuza EP3 y ¢mammupanum Bomama CpOuje
yKa3ajia je Ha BEJHKH JUjalla30H KOHIEHTpalHrja Of
5,39 no 1585,82 ng/L. KoHueHTparje 1akux JaHTaHH-
Jla y OKBUPY pa3MaTpaHMX y30paka ¢ralmpaHux Boxa
Hanase ce y rpanuiama mmely 3,62 u 1449,63 ng/L
JIOK Ce TCLIKH JIaHTaHWIM Hajla3e y 3Ha4ajHO MAambUM
koHIeHTpanrjama ox 0 mo 136,19 ng/L, mro ce o6ja-
[IFaBa YUHCHUIIOM J1a JIaKU JIAHTAHUIM MMajy Behy
pacIpocTpameHocT y npupoau. IlpocropHa nuctpu-
oyuuja EP3 y ¢pnamupanum Bogama y Cpouju, ycios-
HO je MOTBpAMJIA PACHOENy JIAHTaHUAA [IpeMa BPCTH
CTCHA; JIAaKU JIAHTAHUIU C€ TOpPEA KUCENNX, Be3yjy U
3a 0asMyHe CTEHe, JOK TELIKH JIAHTaHUIW y Boxama
yKa3yjy Ha HUPKYJIalUjy Kpo3 KHceJe CTeHe (Kucee
Marmarcke CTeHe U MeTaMOp(HE U CeTUMEHTHE CTEHE
Ha u”je popMupamke OHe nMajy yTungaj). laxie, ucro-
BpeMeHa I0jaBa JaKUX M TELIKUX JaHTaHUAA Yy
MOA3EMHUM BOZAaMa yKasyje Ha LUpPKyJauujy y Ho-
MEHYTHM KHCEJHM CTE€Hama, JOK CaMo JIaK{ JIaHTa-
HHUJIM yKa3yjy Ha OAyCTBO MHUHEpaa HOCHOLA TEIIKHX
JAHTAHUJA y CTeHaMa U CIIeHU(PUIHE OKCUI0-PEaYK-
LIIOHE YCIIOBE.

Pesynraru nocagammux HCTpaXXUBamka Ha TEPUTO-
puju Cpbuje ca acnekra npocnekuuje EP3, ykazyjy
Jla cy IIaBHU MuHepainu Hocuoun EP3 monanut, kce-
HOTHUM, aJIaHWUT, anatuT, oetadur, GeprycoHut, mup-
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KOH, KOJYyMOWT, KOjU Cy YIIABHOM KOHCTATOBaHH Yy
TPAaHUTOMIHUM CT€HaMa U METaMOp(GHHM CTeHaMa
HETIOCPEAHOT OMOTa4ya I'PaHNTa U Y HAHOCHMA ITOTOKa
U peKa KOjU NPOTHYY KpO3 TPaHUTOUIHE MAacCHUBE
Iepa, Bpmma, bykysee, Yemepnor, JKemuna, byja-
HoBIa, [omuje utn. Hajsehe konmentpanuje EP3 u
TEIIKUX JIaHTaHWA Y (IalpaHuM BojaMa ce Hajlase
yOpaBo y oOjacTMMa OBHMX MAacHBa, IITO CE MOXE
MIOBE3aTH U €A M0jaBOM YIJbEH—IUOKCUAA Y OKOJIMHH
byxysbe u ByjaHoBIa, unja pacTBapayka CIiocOOHOCT
JIOTIpUHOCH OprkeM ocnobaljarby OBHX elleMeHara W3
cTeHa. 3HayajaH mapameTap koju yTude Ha EP3,

nmocebno make mantanuae (La, Ce m Eu) je oxcu-
JIO0—PEYKIIMOHN MoTeHIjan. Y BehwHH y3opaka
YCTaHOBJbEHA j€ HETaTUBHA aHOMAITH]ja IIepHjyMa, 10K
CKOPO CBU y30pIH IMajy ITO3UTHBHY aHOMAIIH]y €ypo-
nmujyma. HeratuBHa aHOManmja mepujyma Mmocieania
je op3or ykiamama Ce U3 BoAe W yKa3yje Ha Harje
U3MEHE OKCHO—PEAYKIIMOHOT TOTEHIHUjala TOI3eM-
HUX BOJA, JOK IO3WTHBHA aHOMalHja eypoIujyma
yKasyje Ha PeIyKIHOHY CPeIUHY YHYyTap Koje LHp-
KyJIUIIy BOJIE, pacTBapame IUIarnokiaca odorahennx
Eu wmm cnennduynnM ycnosuma koju omoryhasajy
Behy MUTpaIujy 1BOBAJICHTHOT €ypOTIH]jyMa.





