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The trace amounts of lead in extraction glassware products were determined by
potentiometric stripping analysis with constant inverse current in the analytic step
(PSA-jr), an electrochemical technique of high sensitivity and selectivity. This paper
deals with an investigation which was directed to the effect of a great number of factors
on the results of PSA-jr, of lead in glassware, such as the mercury time electro-
deposition, the electrolysis potential, the solution stirring rate and the constant inverse
current. Linearity of the lead analytical signal was achieved within the range of mass
concentrations from 2.5 pg/dm?3to 4.5 ug/dm3. A detection limit of 0.64 pg/dm3 was ob-
tained, with a reproducibility of 4.14 % expressed as the coefficient of variation. The
analyses were carried out using a computerized stripping analyzer of domestic design
and manufacture (Faculty of Technology, Novi Sad and “Elektrouniverzal”, Leskovac).
The accuracy of the method was confirmed by parallel analyses using flameless atomic
absorption spectrophotometry as the reference method.

Keywords: potentiometric stripping analysis, constant inverse current, lead, glassware.
INTRODUCTION

Lead can cause a variety of adverse health effects in humans.! At relatively low
levels of exposure, these effects may include interference with the red blood cell chem-
istry, delays in the normal physical and mental development in babies and young chil-
dren, slight deficits in the attention span, hearing and learning abilities of children, and a
slight increase in the blood pressure of some adults. It appears that some of these effects,
particularly the changes in the levels of certain blood enzymes and in the aspects of the
neurobehavioral development of children, may occur at blood lead levels so low as to
be essentially without a threshold. Chronic exposure to lead has been linked to
cerebrovascular and kidney disease in humans. Lead has the potential to cause cancer
from a lifetime exposure at levels above the action level.
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The follow-up of the content of lead belonging to the first group of toxic elements
is of special importance due to its cumulative-toxic effect.

Regarding the fact that the toxic and catalytic effect of some metals also becomes
manifested at the contents lower than 1 mg/kg,2 only a few instrumental techniques provide
for their determination, namely, neutron-activation analysis, atomic absorption spectro-
photometry, plasma-emission spectrometry and electrochemical stripping analysis. The de-
tection limit, selectivity and reproducibility, rapidity and simplicity of electrochemical strip-
ping analysis (ESA), as well as the price of the device give it some priority.”-?

In this work potentiometric stripping analysis was modified to include constant
inverse current in the analytic step (PSA-iRr).

The superimposition of constant inverse current in the analytic step has a double
effect: it leads to the re-reduction of the already oxidized deposit, as well as to the reduc-
tion of the oxygen contents in the vicinity of the working electrode.3-® Application of
this technique considerably increases the sensitivity of the determination of lead, as the
rate of oxidation of the deposit is reduced along with the concentration of oxygen. The
value of the reduction current must be selected to ensure that the rate of oxidation is
great than the rate of re-reduction.®>

The aim this study was to define a method for determining the soluble lead in
glassware by applying potentiometric stripping analysis with constant inverse current
in the analytic step (PSA-jr).3~7 In order to carry out the assigned task, a great number
of sample preparation procedures were examined and the corresponding conditions for
the lead PSA-jr analysis defined.

EXPERIMENTAL

Apparatus

The stripping analyzer M1, produced by Elektrouniverzal, Leskovac and the Faculty of Tech-
nology, Novi Sad, is a highly automated instrument for potentiometric and chronopotentiometric
stripping analysis, with microprocessor control of the complete process.® The analyzer has a program
for automatic qualitative and quantitative determination, involving the calculation of the content of
elements. The instrument can be programmed to employ deposition potentials between —2 and 2 V
and constant currents for the electrolysis or stripping step between —50 and 50 pA, with parameter
setting accuracies of AE <2 mV and A/ <0.2 pA.

The electrochemical cell consists of a Teflon mechanical stirrer (1000-6000 rpm.), an electro-
magnetic valve, electrodes and the process vessel.

A glassy carbon (SIGRADUR-G) working electrode of 7.07 mm? total surface area was
pressed into a Teflon tube (outer diameter § mm) at an elevated temperature. An Ag/AgCl, KCI (3.5
mol/dm?) electrode was used as the reference and a platinum wire as counter electrode. The reference
electrode was connected with the solution to be analyzed by a salt bridge (0.2 mol/dm3 KNO5).2

A matrix printer RGB 105G was used for recording.

Comparative sample analyses were carried out on a flameless spectrophotometer Perkin
Elmer 1100.

Chemicals and solutions

Acetic acid, glacial (p.a., Merck); hydrochloric acid (supra pure, Merck); acetone (p. a.,
Kemika); standard lead solution, 1 g/dm3 (Titrisol, Merck); standard mercury solution, 1 g/dm3
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(Titrisol, Merck). The working standard solutions of lead and mercury were prepared by diluting the
respective standard stock solution with bidistilled water.
Preparation of the samples

The samples in whose extracts the lead contents were to be determined comprised diverse
glassware products made by “SFS”-Paradin, as well as glass ampoules made by “FS”-Pan¢evo which
are used by FHI “Zdravlje” Leskovac for packing its products. For the examination itself, 8 kinds of
glassware samples for food and pharmaceutical products were used.

After examining a great number of sample preparation methods, the preparation procedure de-
fined in the standard methods for this purpose!? was adopted; it has also been applied for the determi-
nation of lead in ceramics.”

The samples for analysis were prepared by extraction with 4 % acetic acid solution. The sam-
ples were filled with the acid to 5 mm below the upper edge of the vessels and then they were left ata
temperature of 22 + 2 °C. The extraction lasted for 24 h + 10 minutes.!? After the extraction, the ex-
tracts were immediately transferred to polyethylene bottles.

For the potentiometric stripping analysis, a 25 cm? aliquot of the extract was taken and ana-
lyzed without dilution.
Preparation of the working electrode

Athin-layer mercury electrode on glassy carbon as an inert support was used. Before the prep-
aration of the electrode, the glassy carbon surface was prepared by wiping with filter paper soaked
first with acetone and then with distilled water. The mercury film was formed electrolytically from a
solution containing 100 mg/dm3 mercury(II)-ions and 0.02 mol/dm? hydrochloric acid, at a constant
current of 50 uA for 2405.3:11 Once deposited, the mercury film could be used for 25-30 analyses.

RESULTS AND DISCUSSION
The PSA-ir of lead

In order to determine the optimal conditions of the PSA-jr of lead in the chosen
supporting electrolyte, the effects of the time of the electrodeposition of mercury, of the
electrolysis potential, of the solution stirring rate and of the constant inverse current
were examined. After optimization of the conditions for the determinations, both the
linearity of the analytical signal and the detection limit were defined.

The time of the mercury electrodeposition. The mercury film on glassy carbon as
an inert support was formed electrolytically from a solution containing 100 mg/dm3
mercury(II) and 0.02 mol/dm3 hydrochloric acid, at a constant current of 50 A for 60
to 300 s. The effect of the time of the electrodeposition of mercury was investigated on
the basis of the reproducibility of the analytical lead PSA-jr signal for mass concentra-
tions of lead of 5 pg/dm3 and 15 ng/dm3. The oxidation time dependence (ty) of lead
PSA-jr on the mercury deposition time (ZgepHg) is shown in Fig. 1.

Regarding the results of the investigations, it can be said that the best results were
obtained with a mercury deposition time of 240 s, when a reproducibility of 0.00 %, ex-
pressed as the coefficient of variation, was obtained.

The electrolysis potential. In order to define the optimal electrolysis potential, po-
tentials from —0.80 V to —1.10 V were examined with respect to 3.5 mol/dm3 Ag/AgCl
for ¢y, = 5 pg/dm3. For each particular potential, five repeat measurements were made.
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The highest values of the analytical signal were obtained at a potential of —0.96 V with a
reproducibility of 2.56 % expressed as the coefficient of variation.

The dependence of the oxidation time (t,x), as a quantitative characteristic of
PSA-r, on the electrolysis potential (£) is shown in Fig. 2.
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The stirring rate of the solution. The stirring rate of the solution (that is, of a Tef-
lon rod stirrer) was examined at the values of 1000, 2000, 4000 and 5000 rpm (Fig. 3).
The investigation can not be carry out at a solution stirring rate of 6000 rpm because the
mercury layer peeled from the surface of the glassy carbon electrode. The optimal stir-
ring rate was 4000 rpm., with a variation coefficient of 3.50 % for a lead content of 5
ng/dm3, which was adopted for subsequent experiments.

The constant inverse current. The effect of the constant inverse current on the an-
alytical signal of lead (t,y) for a lead content of 1.5 pg/dm3; zo; = 420 s, and for a lead
content of 5 pg/dm3; fo; = 180 s on the reproducibility of the determinations expressed
through the coefficient of variation are presented in Table I.
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TABLE I. The reproducibility of the analytical signals expressed through the oxidation time (tox) and
variation coefficient (Cy) of the constant inverse current (ir)

Pb concentration

— iR/uA 1.5 pg/dm3 5.0 pg/dm3
ol Cul% oS Cul%
0.1 - - 0.49 5.53
0.5 0.51 7.73 0.54 8.10
1.2 0.55 6.13 0.95 6.18
1.6 0.63 5.10 1.29 6.61
2.0 0.88 4.13 2.69 3.72

The optimal value of the inverse current for a lead content of 1.5 pg/dm3 was 1.6
uA with a reproducibility of 5.10 %, while for a lead content of 5 pug/dm3 the optimal
current was 1.2 pA with a reproducibility of 6.18 %.

The linearity of the analytical signal. The effect of the linearity of the analytical
signal on the lead PSA-jr was examined for mass concentrations in the range of 2.5-4.5
ng/dm3 at an electrolysis potential of —0.96 V; an electrolysis time of 360 s, a reduction
current of 1.2 pA and a solution stirring rate of 4000 rpm.

The experiments were performed in the following way: first the analytical signal
ofa 2.5 ng/dm3 solution of lead was measured using a mercury layer electrode, then the
electrode was rinsed with bidistilled water, and dried on filter paper, then the same pro-
cedure was repeated with lead solutions containing 3, 3.5, 4.0 and 4.5 ng/dm3. After the
first series, the mercury layer was peeled off and a new mercury layer was deposited for
anew series of determinations in the same concentration range. The linearity of the sig-
nal was examined for the three series. For each linear function (t=a + bcyy,), the param-
eters a, b and the correlation coefficient () were calculated. The mean values for a, b
and r are presented in Table II.
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TABLE II. The values of the parameters of the linear functions T = a + bcm

Number of repetitions als b/s dm3 mg! r
I Serries 0.221 0.226 0.996
1I Series 0.359 0.186 0.994
11T Series 0.333 0.202 0.996

From the obtained high values of the correlation coefficient (> 0.990), it can be
said that there is a very good linearity of the analytical signal within the examined lead
concentration range.

Considering the intercept size (@) on the oxidation axis and the values of the slope
(b), it can be concluded that the standard addition method for these contents of lead is
not reliable since it introduces errors into the calculation.

Detection limit. The detection limit of the PSA-g of lead is 0.64 pg/dm3, for an elec-
trolysis time of 600 s, at an electrolysis potential of —0.96 V, with a stirring rate of 4000 rpm
and an inverse current of 2 pA. Good reproducibility was obtained with Cy, = 4.14 %.

For lower lead contents it is necessary to employ a larger inverse current. In this
way an inverse current of 2 pA was applied for the least determined lead content.

The PSA-ir of soluble lead in glassware

On the basis of the above examinations, a method for the determination of the sol-
uble lead in glassware using potentiometric stripping analysis with a constant inverse
current in the analytical step was defined. The defined method considers the analysis of
samples (extracts of glassware with 4 % acetic acid as the extractant and supporting
electrolyte) on a thin-layer mercury electrode with an electrodeposited mercury depth
of 130 nm on glassy carbona as an inert support. The mercury layer had been formed at
a constant current of 50 pA and a deposition time of 240 s. The electrolysis potential
was —0.96 V against a Ag/AgCl, KCI (3.5 mol/dm3) electrode, during 360 s. The in-
verse current was 1.2 tA and the stirring speed was 4000 rpm.

TABLE III. Lead contents in the glassware extracts determined by the PSA-ir and AAS method

The lead contents/(ug/dm?3)

Sample Sample type dm? Sooler PSA(alibr ag O %
curve)

I Jar (0.72) Colorless 293 2.80 6.82 4.64

1 Jar (1.5) Colorless 291 1.80 412  61.67

I Bottle (0.70) Green 2.86 2.80 524 214
IV Bottle for pharm. products (0.06) Brown 2.70 2.80 481 -3.57
\% Bottle (0.13) Colorless 2.38 1.80 6.30 3222
VI Bottle (0.70) Green 2.29 1.80 3.05 2722
VIl Bottle (1.00) Colorless 2.30 1.80 740 2777

VIII Jar (0.72) Colorless 1.82 0.80 549 127.50
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The results obtained by the PSA-jr method and the results of the reference AAS
method are given in Table 111, together with results of the relative deviation between the
two methods and the coefficients of variation.

The results of the comparative analyses show there is a very good agreement be-
tween the PSA-jr and the AAS method. With the sample (VIII) there is a somewhat
greater relative deviation which is the consequence of the very low lead content of that
sample. On the basis of the values of the coefficient of variation, it can be concluded that
itis possible by application of the calibration curve method to obtain more reproducible
values than by the standard addition method where the deviations are somewhat greater.
Hence, the calibration curve method is proposed as the standard method for the deter-
mination of lead in glassware samples.

CONCLUSION

The selectivity, sensitivity and reproducibility of the PSA-jr method for the de-
termination of the soluble lead in glassware were defined. The defined method consid-
ers the analysis of samples (extracts of glassware with 4 % acetic acid as the extractant
and the supporting electrolyte) on a thin-layer mercury electrode; at an electrolysis po-
tential of —0.966 V (Ag/AgCl, 3.5 mol/dm3 KCl), during 360 s, with a reduction current
of 1.2 nA and at a stirring rate of 4000 rpm. The soluble lead contents leached from the
glassware ranged from 1.82 pg/dm3 to 2.93 pg/dm3.

Regarding the fact that the maximal allowed content of released lead from glass-
ware into acetic acid are 5.0 pug/dm?3 for small glassware (V< 1.1 dm3), and 2.5 pg/dm3
for large glassware (V> 1.1 dm3),12 it can be said that all the examined glass samples
were within the specified limits regarding the lead contents. All the results were con-
firmed by parallel AAS analysis.

U3 B O [

ITPUMEHA ITOTEHHMOMETPUIJCKE CTPUITMHI" AHAJIM3E CA KOHCTAHTHOM
MHBEP3HOM CTPYJOM Y AHAJIUTNUYKOM KOPAKY 3A OJIPELVIBABE
PACTBOPJbMBOTI OJIOBA Y CTAKJIIEHOJ AMBAJTAKN

BUJbAHA M. KAIIMYAHMWH', HUKOJIA J. MAPJAHOBUR? 1 3BBOHUMMP J. CYTYPOBUR?

IYHuaepsumem v Huuty, Texnoaowxu gpaxyaitieiti, Byaesap ocaobobersa 124, 16000 Jleckosat; u 2Texnonowru
pakyaitein, 21000 Hosu Cao

TparoBu oJ10Ba y eKCTpaKTHMa CTaKIeHNX aMOaaskHIX Ipon3Bojia, oipebenn cy more-
HIMOMETPHjCKOM CTPUITMHT aHAJIM30M Ca KOHCTAHTHOM MHBEP3HOM CTPYjOM y aHATHTHIKOM
Kopaky (PSA-jR), eIEKTPOXEMHIjCKOM TEXHIKOM BUCOKE OCCTIBHBOCTH 1 CeNIeKTHBHOCTH. Mcmy-
TaH je yTu1aj Beher 6poja hakTopa Ha pe3ynrare PSA-ir o10Ba 13 cTakieHe ambasaxe, Kao ITOo
Cy BpeMe JIeNOHOBamba >KUBE, MOTEHIHjall eJIeKTPoNn3e, Op3uHa Mellaa pacTBOpa M KOH-
CTaHTHA MHBEp3Ha cTpyja. HakoH onTuMu3anyje yeaoBa, NCIUTaHa je TIMHEApHOCT aHATUTHYKOT
CHWTHaJIa 0JI0Ba y 00JaCTH MaceHNX KOHIeHTpaluja o 2,5 o 4,5 pg/dm3. OcTBapeHa je TpaHuia
nerexuuje o 0,64 pg/dm3 y3 penpogyKTUBHOCT 0ff 4,14 %, u3paxkeHy Kao Koe(ULjeHT Bapu-
jaumje. McnpaBHocT neduHncane Metopie oppebuBama onosa je norsphena nmapanenHum aHa-
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J3aMa ca 6e3MI1aMEHOM aTOMCKOM alCoPIIMOHOM CIIEKTPOGOTOMETPUjOM. AHAIU3E Cy U3BE-
JIeHE Ha CUCTEMY 32 €JIEKTPOXEMUjCKY CTPUIIMHT aHAIKU3y foMahe KOHCTPYKIHMje 1 IPOU3BOIHE
(Texnonomku cakyirer, Hosu Cap n Enekrpoynusep3sai, Jleckosar).

(ITpumsbeno 7. jyHa, peBuaupano 5. HoBemGpa 2001)
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