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Abstract

The migration of inorganic antimony from polyethylene terephthalate plastic bottles into waters stored in them
was investigated using hydride generation atomic absorption spectrophotometry. Six popular brands of bottled
water marketed in the greater Accra region of Ghana were used. These were held under various storage
conditions and their dissolved Sb monitored over a period. In addition, the Sb in the plastic containers and some
physicochemical properties of the waters were determined. The determined Sb in the plastic containers revealed
amounts ranging from 123.46 to 146.45mg/kg. The determined physicochemical properties were pH (6.78-7.43);
Ca?" (1.61-12.39mg/L); Mg*" (1.00-4.96mg/L); HCOs™ (6.18-55.41mg/L); and total dissolved solids (8.70-
70.40mg/L). Differences in the residual amounts of Sb showed dissimilarities existed in the quality of the
plastics used in packaging. The physicochemical properties were seen to have no effect on migration. Sb levels
in the water stored in the plastic containers were observed to increase with time under all the storage conditions
for all the brands of plastic bottled water. The plastic bottled waters were, however, found not to have Sb
exceeding the world health organisation maximum contaminant level within the period taking into consideration
the specified limited time of expiry.
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1. Introduction

The global bottled water market has witnessed a tremendous annual growth for the past fifteen years, reaching a
total value of about €66 billion in the year 2010. The United Kingdom alone observed an increase in
consumption of bottled water from 1415 to 2275 million litres between 2000 and 2006, spending about £1 billion
(Ward et al., 2009). China turned into the biggest marketplace in the intake of bottled water at 40 million tonnes
in the year 2011 alone (Fan ef al., 2014; Rani, Maheshwari, Garg, & Prasad, 2012). Italy tops as the greatest
annual producer of bottled water, manufacturing about 10 billion litres per year with a consumption rate of 151
litres per capita per year annually (Krachler & Shotyk, 2009). There is, therefore, an indication that, bottled
water in a few years to come will most likely be the sole drinking water worldwide.

In Ghana, the majority of the public consume drinking water that is packaged in “sachets” or plastic bottles.
These “sachet” and plastic bottled waters are generally perceived to be clean, convenient, healthy and safer
compared to tap water (Fan ef al., 2014; Grant & Yankson, 2003; Osei, Newman, Mingle, Ayeh-Kumi, & Kwasi,
2013; Westerhoff, Prapaipong, Shock, & Hillaireau, 2008). Therefore, to satisfy domestic Ghanaian demand for
“sachet” and plastic bottled water, there has been a proliferation in the number of manufacturers on the market,
most of whom are suspected not to have permits. This leads to difficulty in determining the exact number of
“sachet” and bottled water manufacturers in the country. Nonetheless, there are leading brands of bottled water
which are taken most by the public and thus, can represent a greater portion of consumers.

The plastic material for packaging drinking water differ from country to country, but the common package
material used is polyethylene terephthalate (PET) (Keresztes et al., 2009). This is due to its excellent material
properties like unbreakability, good barrier properties towards moisture, high clarity, low migration trends for
residual constituents and very low weight of the bottles compared with glass bottles of the same filling capacity
(Fan et al., 2014; Sanchez-Martinez, Perez-Corona, Camara, & Madrid, 2013; Welle, 2011; Westerhoff et al.,
2008). It is made from the polymerization of petroleum monomers of terephthalic acid and ethylene glycol using
antimony-, titanium-, or germanium-based catalysts (Westerhoff ef al., 2008). Over 90% of globally
manufactured PET utilize antimony-based catalysts, predominantly antimony trioxide (Sb,O3) with beneficial
qualities like high catalytic activity, low tendency to catalyse side reactions, creates no colour in the final product
and has low-cost price (Carneado, Hernandez-Nataren, Lopez-Sanchez, & Sahuquillo, 2015; Shotyk, Krachler,
& Chen, 2006; Welle, 2011; Westerhoff et al., 2008). An estimated 150 billion plastic bottles are produced from
PET resins annually (Shotyk et al., 2006). Commercialised PET resins produced from the use of Sb,Oj3 catalysts
ordinarily have residual Sb ranging between 150-300mg/kg (Carneado et al., 2015; Hureiki & Mouneimne, 2012;
Keresztes et al., 2009). These residual antimony amounts are very high and raise concerns, considering earlier
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findings that, antimony was found to migrate into water and beverages stored in PET plastic containers over time
(Carneado et al., 2015; Fan et al., 2014; Keresztes et al., 2009).

Sb itself is a regulated drinking water contaminant and a non-essential element for plants and animals and
has no known biological or physiological function and on a long-term exposure has been suspected to be
carcinogenic (Carneado et al., 2015; Keresztes et al., 2009; Roberts & Orisakwe, 2011; Sanchez-Martinez et al.,
2013; Sayago, Beltran, & Gomez-Ariza, 2000; Shotyk et al., 2006; Tostar, Stenvall, Boldizar, & Foreman, 2013;
Westerhoff ef al., 2008). In cases of acute intoxication, symptoms such stomach and muscle aches, diarrhoea,
desiccation, shocks, anaemia and uraemia may arise. These lead to serious myocardial inflammation, shivering,
necrosis and finally death (Keresztes et al., 2009). Other detrimental ailments associated with long-term
exposure to this metalloid include pneumonitis, fibrosis, bone marrow damage and carcinomas (Sayago ef al.,
2000).

Several environmental factors have been found to affect the migration of antimony from the plastic
container into the water stored inside. Effects of factors like temperature, sunlight, duration and physicochemical
properties amongst others on migration have been studied in other parts of the world (Bach ef al., 2013, 2014;
Carneado et al., 2015; Hureiki & Mouneimne, 2012; Keresztes et al., 2009; Shotyk et al., 2006; Westerhoff et al.,
2008). Climatic conditions in our part of the world are very different and more severe with variations in seasons.
Moreover, the source of water for bottling and the packing material differs from one manufacturing company to
another. Thus, it is imperative that PET bottled water stored under prevailing conditions be studied to ascertain
whether migration rates are high leading to contamination.

2. Materials and Methods

2.1 Samples

PET plastic bottled water samples of six popular brands (displayed in Figure 2.1.1) distributed in the Greater
Accra region were selected and purchased at source on the day of bottling. Bottling plants locations are
geographically mapped out in Figure 2.1.2. All samples of a particular brand originate from the same batch of
bottled water produced at that time of the day. All brands of bottled waters also had a transparent layer of PET
material used in packaging and the waters stored in them had different degrees of mineral composition. The
container volume chosen was 0.5L for all the six brands of plastic bottled water samples. Bottled water samples
were not of the same bottling date but were all package in the range of two weeks. The bottled water samples
remained sealed in their unique containers until analyses and antimony analyses for each brand (water samples
and PET plastic containers) were carried out in quadruplicate (n=4). Thus, the obtained results corresponded to a
mean of four independent measurements for both water samples and plastic package material originating from
bottled water samples of the same batch.
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Figure 2.1.1: The six brands ef bottled water. From lgft,
bottled water coded names are: VOL, AQF, VER, ICF, B0A and
SPI respectively
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Figure 2.1.2: Geographical map showing locations of the bottled water companies in Greater Accra region.
Inzet at the top right comer displays the map of Ghana

2.2 Reagents and standards

The standards and reagents used in this study were prepared with ultrapure water (8-10MQ.cm™ at 24.5°C)
obtained from a Milli-Q water purification system. The Img/mL stock standard antimony(V) solution was
prepared by dissolving 0.216g of potassium hexahydroxyantimonate (Sigma-Aldrich, 99%) in 100mL of 2.4M
HCI. Antimony stock solutions were stored in polyethylene plastic bottles in refrigerator at 4°C and working
solutions were prepared daily by dilution. The sodium borohydride solution used was prepared from dissolving
0.700g granular NaBHy (to a 0.7% (w/v) concentration, KEM Light laboratory purpose reagent, >97%) in 0.4%
(w/v) sodium hydroxide (prepared from dissolving 0.400g NaOH pellets (Merck, 99%). In the microwave
digestion of the plastic container samples, concentrated HNO3 (Panreac, hyper-pure reagent grade, 69%) and
H,0, (Merck, 96%) were used. The 1M L-Cysteine solution used to reduce antimony(V) in the total antimony
determination was prepared by dissolving 1.212¢g of L-Cysteine (97%, Sigma-Aldrich) in 10mL of HCI (2.4M).

2.3 Instrumentation and operating conditions

Agilent 240 FS AA spectrophotometer with an antimony cathode lamp was used in the determination of trace
inorganic antimony. Background absorption was corrected using a deuterium lamp. The operating conditions of
the spectrophotometer during the determination were the wavelength, 217.6nm; bandpass, 0.7mm; lamp current,
14mA; flame, 11.5L/min air and 3.6L/min acetylene. Background absorption was corrected using a deuterium
lamp. Microwave digestion of the PET plastic container samples was performed using a Milestone ETHOS
digester instrument.

2.4 Sample preparation

Before analysis, water samples were allowed to stand for an hour before treatment. This is to enable all the water
samples held under the different storage conditions to acclimatise to the same experimental conditions before
treatment and subsequent analysis. Also, before digestion, the PET plastic containers were cut into
approximately 5x5mm? pieces using a ceramic blade. Each cut-out replicate of the PET plastic container
weighed approximately 0.250g.

2.5 Migration experiment

To simulate the effect of storage conditions typical of bottled water usage on the migration of antimony from the
plastic containers into the waters stored in them, bottled water samples were assigned into three storage
groupings, each group comprising bottled waters from the six different brands. Each group (excluding bottled
water samples for analysis on the day of acquiring sample - day one) was further divided into three subgroups.
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The three subgroupings (consisting of 4 bottled water samples for each brand) represented four weeks, eight
weeks and twelve weeks under a specified storage condition. One group was stored in a refrigerator at 4°C; the
second group exposed to high air temperatures and sunlight outdoor, and the third group in a closed cabinet away
from sunlight indoor. The bottled water samples were held under these conditions for 12 weeks and antimony
levels monitored at four weeks’ intervals. The temperatures of the bottled waters kept outside and indoors were
monitored on a weekly basis using a mercury bulb thermometer and those in the refrigerator maintained at 4°C.
To establish the antimony levels in the source waters before bottling, determinations were made on some of the
bottled water samples for each brand on the day of acquisition — within 12 hours of filling. The rest of the bottled
water samples were then stored according to the group they were assigned into for the rest of the experimental
period.

2.6 Analytical procedure

The analytical procedure used in the total inorganic antimony determination was adapted from the works of Apte
and Howard (1986) and Feng, Narasaki, Chen, and Tian (1999). The pH of water samples (10mL) was adjusted
to 2 by adding 10mL of 8M HCI, after which SmL of 1M L-cysteine was added and allowed to stand 15 minutes
to reduce all the antimony(V) to antimony(III). Solutions were then placed in the auto-sampler section of the
atomic absorption spectrophotometer for analysis to begin. Prior to the commencement of total antimony
analysis, a calibration curve was generated using pre-reduced (by 1M L-cysteine) working standards of
antimony(V) prepared by serial dilutions of a stock antimony(V) standard. Blanks were also prepared and used
to correct interferences originating from the matrices of the solutions.

With regards to the total antimony determination in the PET containers, each cut-out replicate of the plastic
package material was mixed with 10mL of concentrated HNOs and 2mL of concentrated H>O, and digested in
Teflon closed vessels using the Milestone ETHOS digester instrument. The maximum temperature and pressure
were 180°C and ~250 psi respectively for 15-minutes using 50% of the digestion system’s maximum power of
1000W. After digestion, SmL of 1M L-cysteine was added to the digestates and solutions allowed to stand for 15
minutes to reduce all the antimony(V) to antimony(III). Solutions were finally topped to 25mL with ultrapure
water and analysed for antimony using the atomic absorption spectrophotometer. Calibration of the
spectrophotometer was done using working standards of antimony(V) that were prepared from serial dilutions of
the stock antimony(V) standard. Concentrated HNO3 and H,O, were added and digested as in the determination
of the unknown. Antimony(V) in these solutions are then pre-reduced using L-cysteine for the same time as in
the unknown. Blanks were also prepared and used to eliminate interferences that may be originating from the
matrices of the solutions.

The pH of the water samples of the six brands of bottled water was taken using the basic benchtop pH meter.
The meter was first calibrated with buffers at pH 4.70 and 10.01 at ambient temperature (24°C). The probe of the
meter was then inserted into specific volumes (10mL) of the water samples and readings taken from the screen.
For validation purposes, the pH of 1M KCl solution was similarly determined (ASTM International, 2012).

Total dissolved solids (TDS) refers to the inorganic salts and small amounts of organic matter present in
solution in water. The principal constituents comprise of calcium, magnesium, sodium, and potassium cations
and carbonate, hydrogen carbonate, chloride, sulphate, and nitrate anions (WHO, 2003). The total dissolved
solids of the water samples were measured using the conductivity/TDS meter which was calibrated at ambient
temperature (24°C) using HANNA standards. The probe of the meter was inserted into specific volumes (20mL)
of the water samples. Total dissolved solids readings are then taken from the screen (ASTM International, 2010).

The calcium content of the water samples was determined spectrophotometrically at 422.7nm by atomic
absorption. Aliquots of the water samples were first mixed with lanthanum chloride (LaCls) solution and then
aspirated into an air-acetylene flame. The absorbance was then measured and compared to identically-prepared
standard and blank solutions from which the concentration was obtained (ASTM International, 2014).

The magnesium concentration was determined by atomic absorption spectrophotometry (AAS) — direct
aspiration. Aliquots (10mL) of water samples were mixed with 5 mL of 1M lanthanum chloride (LaCls) solution
and aspirated into an air-acetylene reducing flame. The absorbance was measured spectrophotometrically at
285.2nm and compared to identically-prepared standard and blank solutions. From the absorbance, concentration
is then obtained (ASTM international, 2014).

Bicarbonate ion concentration was determined by titration. Aliquots (10mL) of bottled water samples were
titrated with 0.5M sulphuric acid using phenolphthalein and mixed (bromocresol green and methyl red)
indicators. The endpoints reached was used to evaluate the amount of hydrogen carbonate present in the water
samples (ASTM international, 2015).

3. Results and Discussion

3.1 Quality assurance and quality control
Quality assurance and control steps comprised blanks, replicate analyses, certified reference material and
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calibrations. Reproducibility was calculated as %RSD of 4 measurements and this was <10% for 90% of
measurements. Method validation for Sb in the water was undertaken using a certified reference material (CRM)
- global environment monitoring systems (GEMS) water standard. The certified Sb content in the GEMS
material used in validating the Sb determination procedure was 100ugSb/kg+2%. This standard reference
material was analysed in quadruplicate (n=4) in order to validate the precision of the measurement. The
quantified Sb concentration was in agreement with the certified value taking into consideration the associated
uncertainty, reaching a value of 99.491gSb/kg+2%. Spike and recovery were used to validate the determination
procedure for Sb in the PET container cut-out samples. Spiked cut-out polyethylene container samples in the
determination of Sb in the PET plastic containers had uncertainty within acceptable limits and recovery >95%.

3.2 Effect of different plastic types on migration

Figure 3.2.1 displays the total Sb in the plastic containers the waters were stored in. Differences were clearly
shown in the residual Sb present in the PET containers. The antimony content ranged from 123.5mg/kg to
146.5mg/kg. VER had the highest Sb (146.5mg/kg) and AQF had the least (123.5mg/kg). These were lower
compared to those of PET bottles obtained in some previous studies (Carneado et al., 2015; Keresztes et al.,
2009; Tukur, Sharp, Stern, Tizaoui, & Benkreira, 2012). On the other hand, the amounts obtained were within
the range (104-166mg/kg) obtained by Fan et al. (2014). Sanchez-Martinez et al. (2013) recorded higher Sb in
the PET plastic containers used in their study.
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Figure 3.2.1: Total antimeny amouris in the PET ceortainers. Sb — antimormny; PET — polyvethylene

terephthalate ; mean values are showmn on top ofbars.

The presence of Sb in the plastic containers can be attributed to its likely use as a catalyst in the
manufacturing process of the PET plastics. It is added as the glycolate or in the trioxide form (Sb,Os3). When
added in the trioxide form, it readily converts to glycolate and at the end of the manufacturing process, it stays
attached to the polymer chain as glycolate complexes (Carneado et al., 2015). The Sb glycolate complexes then
slowly dissolve — solubility of 5.8x10~kmol/m> at 298K (Casas, Crisdstomo, & Cifuentes, 2008) from the plastic
bottles into the water contained inside. Thus, this goes to support the view that the technology used in the
manufacturing the PET plastics differ and as such variances can be observed in the final product.

3.3 Effect of physicochemical properties on Sb migration

Figure 3.3.1 displays the matrix plot of dissolved Sb in bottled water versus the physicochemical properties of
the water. The properties considered were pH, bicarbonate ion concentration, calcium ion (Ca’") concentration,
magnesium ion (Mg?") concentration, and total dissolved solids (TDS). These were measured at the end of week
12. The pH of the six brands of bottled water ranged 6.78 - 7.43 with a mean and median value of 7.12 and 7.11
respectively. The range obtained was similar to those obtained in literature (Hureiki & Mouneimne, 2012;
Westerhoff et al., 2008). VOL recorded the highest pH value (7.43) and AQF the least (6.78). The rest of the
brands had pH varying between 6.78 and 7.43. pH statistically registered insignificant positive correlations
(P=0.066,0.091>0.05, 0.01) to Sb under indoor and outdoor conditions but not under refrigeratory conditions
(P=0.049<0.05>0.01). This suggests that pH does not statistically affect Sb at the 0.05 and 0.01 significance
level. Few literature have come to the same conclusion for Sb (Hureiki & Mouneimne, 2012; Westerhoff et al.,
2008).
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Figure 3.3.1: Matrix plot of Antimeny versus Physicochemical Properties. TSbE — total antimormy of
bottled water stored in refiigerator; TSbI — total antimorry of bottled water stored indoor; TSbO — total
antimony of botfled water stored outdoor; TDS — total dissolved solids; BiC — bicarbonate ion
concentration; Ca — calcium ion concertration; Mg — magnesium ion concentration; pH — (log) hydrogen

ion concentration; F-sgq. — coefficient of determunation; P — probability value.

The bicarbonate ion levels of the waters ranged from 6.18-55.41mg/L. This range is lower compared with
those obtained by Hureiki and Mouneimne (2012) and Keresztes et al. (2009). The bicarbonate ion levels
positively correlated Sb in the water under the three storage conditions. The correlations were, however,
insignificant (P=0.444, 0.335, 0.295>0.05, 0.01) suggesting that, the bicarbonate levels statistically have no
relationship with Sb content in the stored water. Hureiki and Mouneimne (2012) arrived at the same conclusion.

The calcium content of the water ranged from 1.61mg/L to 12.39mg/L with a mean and median value of
4.53mg/L and 3.36mg/L respectively. These were lower compared with those obtained by Hureiki and
Mouneimne (2012) and Keresztes et al. (2009). The calcium content registered statistically insignificant positive
correlation to Sb (P=0.222, 0.130, 0.147>0.05, 0.01) at 0.05 and 0.01 significance level. Thus, the calcium
content does not appear to affect the changing levels of the Sb content in the stored water. Studies by Hureiki
and Mouneimne (2012) and Keresztes et al. (2009) however revealed calcium had an effect on Sb. This
difference may be due to the lower calcium levels obtained in this study. Thus, there is the likelihood calcium
beyond certain limits will begin to induce Sb migration.

The magnesium levels for the six brands of bottled waters ranged from 1.00mg/L to 4.96mg/L with a mean
and median value of 2.87mg/L and 2.78mg/L respectively. This range is lower compared with those obtained in
a study by Hureiki and Mouneimne (2012) and Keresztes et al. (2009). The magnesium levels statistically
correlated Sb positively under the three storage conditions. The correlations were however insignificant
(P=0.587, 0.550, 0.449>0.05, 0.01). Therefore, the magnesium levels did not statistically affect Sb in the waters
at the respective significance levels. Similar findings were obtained by Hureiki and Mouneimne (2012).

The TDS for the six brands of bottled water ranged from 8.78mg/L to 70.40mg/L with a mean a median of
36.61mg/L and 36.10mg/L respectively. This range is lower compared to that obtained by Hureiki and
Mouneimne (2012) and Keresztes et al. (2009). TDS was found to be positively correlated to Sb under the three
storage conditions. The correlations were however found to be insignificant (P=0.377, 0.270, 0.240> 0.05, 0.01)
suggesting that TDS does not statistically affect Sb in the waters at the respective significance levels. Contrary to
that, Hureiki and Mouneimne (2012) and Westerhoff et al. (2008) found that higher TDS content accompanied
in higher Sb in the bottled water. Cognisance must, however, be given to the fact that, the ionic composition of
the water used in the study by Westerhoff et al. (2008) comprised the summation of the divalent ions, calcium
and magnesium. That of Hureiki and Mouneimne (2012) used ionic composition of the water specified by the
manufacturers of the bottled waters. The TDSs of the bottled water were not experimentally determined.

3.4 Effect of storage duration and type on Sb migration

Figure 3.4.1a and Figure 3.4.1b display the dissolved Sb of the water brands determined for twelve weeks at
intervals of four weeks under the three selected storage conditions for the six brands of bottled water. The three
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selected storage conditions (in a refrigerator [R] at 4°C; indoor [I] at room temperature; and outdoor [O] exposed
to direct sunlight and high air temperatures) were specific and typical of bottled water usage in Ghana. Five
(AQF, BQA, ICP, VER and VOL) out the six brands of bottled water had some amounts of dissolved Sb present
in them on the day they were acquired - week 0. The dissolved Sb levels ranged below the detection limit
(0.05ug/L) for SPI to 13.77ug/L for VOL. BQA, VER, and VOL registered dissolved Sb greater than the MCL
specified by US EPA and EU but lower than the maximum contaminant level specified by WHO for week 0. The
detection of dissolved Sb in the water before storage was not strange. Some previous studies have published
accounts of this phenomenon. For instance, in a study of ‘the influence of storage time and temperature on Sb
migration from PET bottles into mineral water’, Carneado ef al. (2015) detected dissolved Sb in all tested water
samples before storage. The detected dissolved Sb ranged from 0.3pug/L to 0.7ug/L. In another study by Tukur et
al. (2012), levels ranging between 0.03pug/L and 6.61ug/L have been obtained for 47 freshly purchased British
bottled contents. Westerhoff ez al. (2008) in studying Sb leaching from PET plastics used for bottled drinking
water equally discovered that, at the beginning of the study, the nine bottled water samples used contained some
amounts of dissolved Sb (average dissolved Sb of the nine bottled waters 0.195+0.116ppb).
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Figure 3.4.1a: Antimony amounts in PET bottled waters stored under selected conditions. Sb — antimony;
CI— confidence mterval; PI — prediction mterval; § — standard emor; F-sq. — coefficient of detenmination;
E-zq.adj) — adjusted coefficient of detenmination; [I] — bottled water stored indoor; [0] — bottled water
stored outdoor; [B] — bottled water stored m refngerator
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Figure 3.4.1b: Antimory amounts in PET bettled waters stored under selected conditions. 5b —
antimony; CI — confidence interval; PI — prediction interval: 5 — standard emor; F-sq. — coefficient of
determination; B-sq.(adj) — adjusted coefficient of determination; [I] — bottled water stored ndoor; [O]
— bottled water stored outdoor; [E] —bottled water stored in refrigerator.

The presence of “substantial” amounts of dissolved Sb in some of the brands of bottled water samples
determined on the day the waters were acquired was not likely to have originated from the PET plastic
containers as, the contact time between the water and PET plastic containers was too minimal (less than 12 hours)
to contribute to such “significant” amounts of dissolved Sb in brands BQA, VER, and VOL. This, therefore,
places focus on the origin of the waters before bottling and the surrounding environment.

The bottled water companies are in the same region (Figure 2.1.2) but the source of water for bottling differ from
one company to another. A visit to the production facilities revealed the manufacturers of VOL, AQF, ICP, VER
and SPI use water sourced deep underneath the ground rich in ions (aquifers) whilst producers of BQA use
municipal water from Kpong.

In precipitates from hot springs, boreholes and in geothermal waters, Sb levels ranging 500mg/L up to
10wt.% have been recorded (Filella, Belzile, & Chen, 2002; Shotyk et al., 2006). Slow moving groundwater in
contact with buried ore deposits dissolves and transport trace elements like Sb forming aqueous dispersions
(Grimes, Ficklin, Meier, & McHugh, 1995). Treated waters from sources like these are bound to have more
amounts of the metalloid dissolved. This is because most of the purification steps are focused on the elimination
of bacteria and particulate matter but not dissolved heavy metal contaminants like Sb. Thus, the origin of the
water could have accounted for the presence of the “substantial” amounts of Sb in AQF, BQA, ICP, VER and
VOL water samples. No Sb was detected in SPI water samples on week 0. There is, therefore, a high possibility
that the rock from which the water was sourced does not contain Sb minerals.

The surrounding environment and treatment processes for the waters before bottling varies. Typical
concentrations of dissolved Sb are usually very low — less than 1pg/L but in areas that are close to anthropogenic
roots, levels can extend up to 100 times the natural levels (Dodd et al., 1996; Zheng, Ohata, & Furuta, 2000).
AQF bottling plant is located in an industrial area whilst BQA bottling plant is in a semi-industrial environment.
Bottling plants of VOL, ICP, VER and SPI are located in areas that are considered to be relatively free from
industrial activities (Figure 2.1.2). Generated airborne Sb compounds, especially in areas that have industrial
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activities ongoing can find their way into water sources, thereby increasing dissolved amounts (Cavallo et al.,
2002). Thus, although manufacturers of BQA did not use water sourced from underground for production, the
semi-industrial surrounding conditions could have contributed to the amounts of dissolved Sb determined in
week 0.

Water samples stored under the three selected conditions typical of bottled water usage evidently showed
differences in time series linear graphical patterns (Figure 3.4.1a and Figure 3.4.1b). Those stored in the
refrigerator witnessed an increase in Sb from week 0 to week 12 for all brands of bottled water. BQA recorded
the highest Sb at the end of week 12 under refrigeratory conditions. This was reached because of a major
contribution from Sb determined on week 0. Despite the increments observed, none of the brands of bottled
water had dissolved Sb exceeding the MCL specified by WHO at week 12 under refrigeratory conditions. Water
samples stored indoor saw increase in Sb from week 0 to 12 for all the six brands of bottled water. VOL
recorded the highest Sb (16.86pug/L) indoors at week 12. The major contribution of Sb was from Sb determined
on week 0. Bottled water brands BQA, VER and VOL had Sb greater than the MCL defined by EU and US EPA
but less than WHO MCL at week 12. Sb of water samples stored outdoor exposed to sunlight and high air
temperatures increased from week 0 to 12 for all brands of bottled water. At week 12, VOL recorded the highest
Sb (23.88 pg/L) followed by BQA. AQF recorded the least Sb (8.63ug/L) at the end of week 12. Sb obtained on
week 0 were taken into considerations to realise such high amounts. Bottled water brands VER, AQF, SPI and
ICP had Sb exceeding MCL Specified by EU and US EPA but below WHO MCL at of week 12. VOL and BQA,
however, had Sb exceeding WHO MCL at week 12.

At least four out of the six brands of bottled waters under the three storage conditions saw a difference in
means Sb exceeding 0.5ug/L from week 0 to 12. Moreover, this difference in mean was not uniform. Between
the four weeks’ intervals of the twelve weeks’ period, the difference in means was below 0.5ug/L for one
interval and sometimes above 0.5ug/L for the next interval. This difference of scientific significance
undoubtedly reveals foremost: Sb may have been employed as the catalyst in the manufacture of the plastic
bottles. Determined Sb in plastic bottles confirmed the preceding assertion (Figure 3.2.1). It is normally added as
the glycolate or in the trioxide form. When added in the trioxide form, it readily converts to glycolate and at the
end of the manufacturing process, it stays on attached to the polymer chain as glycolate complexes (Carneado et
al., 2015). Secondly, there is an indication that the residual Sb in the PET plastic containers is slowly dissolving
— solubility of 5.8 x 10-°kmol/m* at 298K (Casas et al., 2008) from the plastic bottles into the water contained
inside and destabilising the equilibrium system. Thus, the equilibrium readjustments resulting in the non-
uniformity of differences in mean Sb realised between time intervals.

Migration rates of Sh into bottled water under storage conditions
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Figure 3.4.12: Migration rates antimony into bottled water under storage conditions. Bars

represent migration rates

The various migration rates of Sb into the bottled water during the period are represented by the slopes of
the linear equations (Figure 3.4.1a and Figure 3.4.1b). Bottled water samples exposed to high air temperatures
and sunlight outdoor had averagely higher migration rates compared to those stored in the refrigerator and
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indoors (Figure 3.4.2). VER recorded the highest migration rate in the refrigerator and AQF the least. SPI
recorded the highest migration rate both in indoor and outdoor. A similar migration phenomenon was observed
by Bach et al. (2014) who saw an increase in Sb migration between 0 and 2 days on exposing ultrapure water in
PET bottles to natural sunlight. It was however realised in a previous study by the same group (Bach et al., 2013)
that, Sb migration is less affected by exposure to sunlight but rather, temperature and carbon dioxide contributed
considerably to migration. As observed by researchers of previous studies, high temperatures accelerated the
dissolution process of Sb from the PET plastic container resulting in high amounts of dissolved Sb in the water.
This is likely as, at high temperatures, degradation of the polymer material can occur through thermo-oxidative
and -mechanical means, leading to the faster release of chemical constituents like Sb which dissolve in the water
(Bach et al., 2014; Carneado et al., 2015) In another study by Carneado ef al. (2015), bottled waters stored at
temperatures 4°C and 20°C were not subject to Sb migration whilst those stored at 40°C and 60°C saw a
substantial increase in Sb. In contrast to that, our study saw significant increments (=0.50pg/L difference after 10
weeks) in Sb for bottled water samples stored under refrigeratory, indoor and outdoor conditions.

Waters packaged in PET bottles tend to have increments in Sb over time (Hureiki & Mouneimne, 2012;
Keresztes et al., 2009; Shotyk et al., 2006, Westerhoff et al., 2008). A comparable occurrence was observed for
the six brands of plastic bottled water used in this study.

Dissolved Sb of the six brands of bottled waters varied with storage time under the simulated storage
conditions. Within the same time period of twelve weeks, at least four out of the six brands of bottled water
under refrigeratory, indoor and outdoor conditions had time affecting dissolved Sb of the water. This implied
that the contact time between the PET plastic containers and the water was critical to the migration process of the
metalloid (Fleeger, Carman, & Nisbet, 2003). The longer the contact or storage time, the higher the dissolved Sb
(Fan et al., 2014). A similar occurrence was observed by Hureiki and Mouneimne (2012) and Keresztes ef al.
(2009). Prevailing environmental factors like temperature and sunlight cannot be left out when looking at the
time period bottled waters were stored. Comparing the three simulated storage conditions for a period of one
year using the time series linear equations to extrapolate (Figure 3.4.1a and Figure 3.4.1b), water held outdoor
exposed to sunlight and high air temperatures (average temperatures: 23.0°C in the morning and 39.5°C in the
afternoon) took shorter times to reach stipulated maximum contaminant levels (Table 3.4.1). Similar results were
obtained by Bach et al. (2013), Carneado et al. (2015) and Fan et al. (2014). They observed that an increase in
storage temperature accelerates the migration of Sb from the PET plastic container into the water. Furthermore,
natural sunlight was found to contribute to the migration of Sb from the PET plastic container into the water
(Bach et al., 2014). Thus, these factors add up explaining why bottled water exposed to sunlight and high air
temperatures recorded high Sb than their counterparts held under indoor and refrigeratory conditions.

Table 3.4.1: Duration for dissolved antimony to reach stipulated maximum contaminant levels (MCLs)

Storage Condition  Bottled Weeks for TSbh to Weeks for TSbh to Weeks for TSbh to
Water reach EU MCL reach US EPA MCL reach WHO MCL
AQF 38 49 204
BQA ok ok 23
Refrigeratory Gy 2 ‘3‘3 153
VER o o 42
VOL ** ** 25
AQF 18 24 104
Indoor ICP 18 23 88
SPI 16 19 65
VER ok ok 96
VOL ok ok 24
AQF 6 7 31
BQA sk sk 8
ICP 6 7 25
Outdoor SPI 5 6 20
VER ok ok 20

**. cannot be defined by the linear equation; TSb: Total dissolved antimony; MCL: maximum contaminant level.

In summary, using the limited time before expiry (52 weeks for all the brands) quoted on the bottled water
will render three (AQF, ICP and SPI) out of the six brands under the three selected storage conditions to have Sb
not reaching the WHO MCL. For the other three brands (VOL, BQA and VER), MCLs were surpassed in
comparatively shorter times because of major contributions from the sources. Thus, contamination via migration
only will be improbable using the one-year limited time of expiry for the bottled water of these brands.
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4. Conclusion

The study showed antimony was already present in some of the water before they were packaged in their plastic
containers. This goes to support the notion that, some of the natural sources of water for bottling may contain
“substantial” amounts of Sb. Differences in the rate of migration of Sb were observed for the different kinds of
PET plastics. This supports previous findings that, differences exist in the quality of the PET plastics used in
packaging. Regression analysis showed that total antimony concentrations increased with storage time linearly
for the period under study, for at least four of the brands used under the simulated storage conditions. This
suggests that the contact time between the PET plastic container and water is critical to the migration of the
metalloid. Longer contact times are usually associated with high antimony levels in the bottled water. The
studied PET plastic bottled waters were found not to be exclusively contaminated with antimony leaching from
their PET plastic containers within the limited time of expiry under WHO MCL specification. There is, however,
evidence suggesting that, with time and the type of condition in which the bottled water is stored, Sb release is
likely to be accelerated leading to contamination in a shorter time and subsequently harm to consumers.

Acknowledgement

We are grateful to Mr Bob Essien of the chemistry department — University of Ghana, for his support in
providing the chemicals and glassware used in this project. Our appreciation also goes to Dr Samuel Afful of the
chemistry department (Ghana Atomic Energy Commission) for helping us with the determination of the
physicochemical properties of the bottled water.

References

Apte, S. C., & Howard, A. G. (1986). Determination of dissolved inorganic selenium(IV) and selenium(VI)
species in natural waters by hydride generation atomic absorption spectrometry. Journal of Analytical
Atomic Spectrometry, 1(5). doi:10.1039/ja9860100379

ASTM International. (2010). ASTM D5907-10 Standard Test Methods for Filterable Matter (Total Dissolved
Solids) and Nonfilterable Matter (Total Suspended Solids) in Water. West Conshohocken, PA: ASTM
International.

ASTM International. (2012). ASTM D1293-12 Standard Test Methods for pH of Water. West Conshohocken,
PA: ASTM International.

ASTM International. (2014). ASTM D511-14 Standard Test Methods for Calcium and Magnesium In Water.
West Conshohocken, PA: ASTM International.

ASTM International. (2015). ASTM D3875-15 Standard Test Method for Alkalinity in Brackish Water, Seawater,
and Brines. West Conshohocken, PA: ASTM International.

Bach, C., Dauchy, X., Severin, 1., Munoz, J. F., Etienne, S., & Chagnon, M. C. (2013). Effect of temperature on
the release of intentionally and non-intentionally added substances from polyethylene terephthalate (PET)
bottles into water: chemical analysis and potential toxicity. Food Chem, 139(1-4), 672-680.
doi:10.1016/j.foodchem.2013.01.046

Bach, C., Dauchy, X., Severin, 1., Munoz, J. F., Etienne, S., & Chagnon, M. C. (2014). Effect of sunlight
exposure on the release of intentionally and/or non-intentionally added substances from polyethylene
terephthalate (PET) bottles into water: chemical analysis and in vitro toxicity. Food Chem, 162, 63-71.
doi:10.1016/j.foodchem.2014.04.020

Carneado, S., Hernandez-Nataren, E., Lopez-Sanchez, J. F., & Sahuquillo, A. (2015). Migration of antimony
from polyethylene terephthalate used in mineral water bottles. Food Chem, 166, 544-550.
doi:10.1016/j.foodchem.2014.06.041

Casas, J. M., Crisostomo, G., & Cifuentes, L. (2008). Antimony Solubility and Speciation in Aqueous Sulphuric
Acid Solutions at 298 K. The Canadian Journal of Chemical Engineering, 82(1), 175-183.
doi:10.1002/cjce.5450820122

Cavallo, D., lavicoli, 1., Setini, A., Marinaccio, A., Perniconi, B., Carelli, G., & lavicoli, S. (2002). Genotoxic
risk and oxidative DNA damage in workers exposed to antimony trioxide. Environ Mol Mutagen, 40(3),
184-189. doi:10.1002/em.10102

Dodd, M., Pergantis, S. A., Cullen, W. R, Li, H., Eigendorf, G. K., & Reimer, K. J. (1996). Antimony speciation
in freshwater plant extracts by using hydride generation—gas chromatography—mass spectrometry. The
Analyst, 121(2), 223-228. doi:10.1039/an9962100223

Fan, Y. Y., Zheng, J. L., Ren, J. H., Luo, J., Cui, X. Y., & Ma, L. Q. (2014). Effects of storage temperature and
duration on release of antimony and bisphenol A from polyethylene terephthalate drinking water bottles of
China. Environ Pollut, 192, 113-120. doi:10.1016/j.envpol.2014.05.012

Feng, Y.-L., Narasaki, H., Chen, H.-Y., & Tian, L.-C. (1999). Speciation of antimony(IIl) and antimony(V)
using hydride generation inductively coupled plasma atomic emission spectrometry combined with the rate
of pre-reduction of antimony. Analytica Chimica Acta, 386(3), 297-304. doi:10.1016/s0003-

28



Journal of Natural Sciences Research WWWw.iiste.org
ISSN 2224-3186 (Paper) ISSN 2225-0921 (Online) JLINE |
Vol.7 No.24 2017 “s E

2670(99)00007-0

Filella, M., Belzile, N., & Chen, Y.-W. (2002). Antimony in the environment: a review focused on natural waters
I: Occurrence. Earth-Science Reviews, 57(1-2), 125-176. doi:10.1016/s0012-8252(01)00070-8

Fleeger, J. W., Carman, K. R., & Nisbet, R. M. (2003). Indirect effects of contaminants in aquatic ecosystems.
Science of The Total Environment, 317(1-3), 207-233. d0i:10.1016/s0048-9697(03)00141-4

Grant, R., & Yankson, P. (2003). Accra. Cities, 20(1), 65-74. doi:10.1016/s0264-2751(02)00090-2

Grimes, D. J., Ficklin, W. H., Meier, A. L., & McHugh, J. B. (1995). Anomalous gold, antimony, arsenic, and
tungsten in ground water and alluvium around disseminated gold deposits along the Getchell Trend,
Humboldt County, Nevada. Journal of Geochemical Exploration, 52(3), 351-371. doi:10.1016/0375-
6742(94)00023-5

Hureiki, L., & Mouneimne, Y. (2012). Antimony release in PET bottled natural water in Lebanon. Water Science
& Technology: Water Supply, 12(2), 193. doi:10.2166/ws.2012.128

Keresztes, S., Tatar, E., Mihucz, V. G., Virag, 1., Majdik, C., & Zaray, G. (2009). Leaching of antimony from
polyethylene terephthalate (PET) bottles into mineral water. Sci Total Environ, 407(16), 4731-4735.
doi:10.1016/j.scitotenv.2009.04.025

Krachler, M., & Shotyk, W. (2009). Trace and ultratrace metals in bottled waters: survey of sources worldwide
and comparison with refillable metal bottles. Sci Total Environ, 407(3), 1089-1096.
doi:10.1016/j.scitotenv.2008.10.014

Osei, A. S., Newman, M. J., Mingle, J. A. A., Ayeh-Kumi, P. F., & Kwasi, M. O. (2013). Microbiological
quality of packaged water sold in Accra, Ghana. Food Control, 31(1), 172-175.
doi:10.1016/j.foodcont.2012.08.025

Rani, B., Maheshwari, R., Garg, A., & Prasad, M. (2012). Bottled Water — A Global Market Overview. Bulletin
of Environment, Pharmacology and Life Sciences, pp. 1-4. Retrieved from www.bepls.com

Roberts, I. 1., & Orisakwe, O. E. (2011). Evaluation of potential dietary toxicity of heavy metals in some
common Nigerian beverages: A look at antimony, tin and mercury. QScience Connect(2011), 2.
doi:10.5339/connect.2011.2

Sanchez-Martinez, M., Perez-Corona, T., Camara, C., & Madrid, Y. (2013). Migration of antimony from PET
containers into  regulated EU  food  simulants.  Food  Chem, 141(2), 816-822.
doi:10.1016/j.foodchem.2013.03.067

Sayago, A., Beltran, R., & Gomez-Ariza, J. L. (2000). Hydride generation atomic fluorescence spectrometry
(HG-AFS) as a sensitive detector for Sb(iii) and Sb(v) speciation in water. J. Anal. At. Spectrom., 15(4),
423-428. doi:10.1039/29103031

Shotyk, W., Krachler, M., & Chen, B. (2006). Contamination of Canadian and European bottled waters with
antimony from PET containers. J Environ Monit, 8(2), 288-292. doi:10.1039/b517844b

Tostar, S., Stenvall, E., Boldizar, A., & Foreman, M. R. (2013). Antimony leaching in plastics from waste
electrical and electronic equipment (WEEE) with various acids and gamma irradiation. Waste Manag, 33(6),
1478-1482. doi:10.1016/j.wasman.2013.03.002

Tukur, A., Sharp, L., Stern, B., Tizaoui, C., & Benkreira, H. (2012). PET bottle use patterns and antimony
migration into bottled water and soft drinks: the case of British and Nigerian bottles. J Environ Monit, 14(4),
1237-1247. doi:10.1039/c2em10917d

Ward, L. A., Cain, O. L., Mullally, R. A., Holliday, K. S., Wernham, A. G., Baillie, P. D., & Greenfield, S. M.
(2009). Health beliefs about bottled water: a qualitative study. BMC Public Health, 9, 196.
doi:10.1186/1471-2458-9-196

Welle, F. (2011). Twenty years of PET bottle to bottle recycling—An overview. Resources, Conservation and
Recycling, 55(11), 865-875. doi:10.1016/j.resconrec.2011.04.009

Westerhoff, P., Prapaipong, P., Shock, E., & Hillaireau, A. (2008). Antimony leaching from polyethylene
terephthalate (PET) plastic used for bottled drinking water. Water Res, 42(3), 551-556.
doi:10.1016/j.watres.2007.07.048

WHO. (2003). Total dissolved solids in Drinking-water Background document for development of WHO
Guidelines for Drinking-water Quality (2 ed., Vol. 2, pp. 1). Geneva: World Health Organisation.

Zheng, J., Ohata, M., & Furuta, N. (2000). Antimony Speciation in Environmental Samples by Using High-
Performance Liquid Chromatography Coupled to Inductively Coupled Plasma Mass Spectrometry.
Analytical Sciences, 16(1), 75-80. doi:10.2116/analsci.16.75

29



