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Abstract

The revised (four-step) BCR sequential extraction procedure has been applied to fractionate the chromium, copper, iron, manganese, nickel, lead and zinc contents in
urban soil samples from public-access areas in five European cities. A preliminary inter-laboratory comparison was conducted and showed that data obtained by
different laboratories participating in the study were sufficiently harmonious for comparisons to be made between cities and land types (e.g. parks, roadside, riverbanks
etc). Analyte recoveries by sequential extraction, with respect to direct aqua regia digestion, were generally acceptable (100 = 15%). Iron, nickel and, at most sites,
chromium were found mainly in association with the residual phase of the soil matrix. Copper was present in the reducible, oxidisable and residual fractions, whilst
zinc was found in all four sequential extracts. Manganese was strongly associated with reducible material as, in some cities, was lead. This is of concern because high
lead concentrations were present in some soils (> 500 mg kg™') and the potential exists for remobilisation under reducing conditions. As would be expected, extractable
metal contents were generally highest in older, more heavily industrialised cities. Copper, lead and zinc showed marked (and often correlated) variations in
concentrations between sites within the same city whereas manganese and, especially, iron, did not. No overall relationships were, however, found between analyte

concentrations and land use, nor between analyte partitioning and land use.
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Introduction

Urban soils are less studied than agricultural soil but are an increasing focus of attention [1]. Soils in urban environments are often highly variable in composition, due
to a wide variety of human influences, and typically contain higher loadings of contaminants than those from rural settings due to the higher density of anthropogenic
activity in urbanised areas. Only a small fraction of urban soil is used for food production (domestic gardens, allotments etc). However, since the majority of the
population in developed countries live or work in urban areas, this is the type of soil with which most people have direct contact through, for example, use of public-

access recreational areas such as parks and ornamental gardens.

Fractionation of the trace element content of environmental solids by application of a series of extractants provides (operationally-defined) information on reservoirs of
metal that are likely to respond in different ways to changes in ambient conditions such as pH or redox potential [2]. The approach also gives an indication of the
mineralogical phase(s) to which analytes are bound, although this information is limited by phenomena such as analyte re-adsorption, incomplete extraction, and non-
specificity of reagents for “target” phases. The large variety of sequential extraction procedures now available was highlighted recently [3]. However, one of the most
widely applied protocols remains that developed [4] and later revised [5] under the auspices of the European Commission, Community Bureau of Reference (BCR).
Although originally intended for application to sediments, the BCR scheme has been applied successfully in the study of a wide variety of other substrates, including
several different types of soils. It has the advantages of simplicity (only 4 steps are involved) and availability of certified reference materials (e.g. BCR CRM 701) for

method validation.

Concentrations of potentially toxic elements (PTE) in urban soils have been reported for cities in diverse parts of the world. These include Aberdeen (UK) [6], Basel
(Switzerland) [7], Bombay (India) [8], Damascus (Syria) [9], East St Louis (USA) [10], Falun (Sweden) [11], Gaborone (Botswana) [12], Glebe (Australia) [13], Hong
Kong (China) [14], Honolulu (USA) [15], Jakobstad (Finland) [16], Central Jordan [17], Kyoto (Japan) [18], Madrid (Spain) [19], Montreal (Canada) [20], Naples
(Italy) [21], New Orleans (USA) [22], Palermo (Italy) [23], Poznan (Poland) [24] and Sevilla (Spain) [25]. There has also been interest in the application of sequential
extraction to urban soils, from the early work of Gibson and Farmer in Glasgow (UK) [26] to more recent studies in Bangkok (Thailand) [27], Danang-Hoian

(Vietnam) [28], Hangzhou [29], Nanjing [30], Hong Kong [31, 32] (all in China) and Naples (Italy) [33]. However, a major limitation of previous research in the field



is the use of different sequential extraction protocols by different workers. Application of different reagents, extraction conditions, and number of extraction steps

(between three and seven) makes it extremely difficult to compare results obtained in different cities.

This paper describes the application of a harmonised sequential extraction procedure, the revised BCR protocol [5], to fractionate the chromium, copper, iron,
manganese, nickel, lead and zinc content in urban soils from public-access areas in five European cities, together with results of a preliminary exercise conducted to
assess inter-laboratory comparability. The work was conducted as part of the EU URBSOIL project, the overall aims of which were to assess the role of soil as a

source, or sink, for pollutants in the urban environment, and to promote the integration of soil quality information into the urban planning process.

Experimental

Sampling

Urban soil samples were collected, by means of a spade or trowel, from different types of public-access space (ornamental gardens (OG), parks and open spaces (PO),
riverbanks (RB), roadsides (RD), school playing fields (SC) and urban agricultural land (AG)). Soils from five European cities were studied: Aveiro, Portugal (AVE);
Glasgow, UK (GLA); Ljubljana, Slovenia (LJU); Sevilla, Spain (SEV) and Torino, Italy (TOR). Samples from twenty sites in each city, drawn from a larger set, were
selected for sequential extraction. Sites were selected to give broad geographical coverage and to reflect the most important land use types within each city. A
harmonised sampling regime was applied by all partners, although minor modifications were sometimes necessary because of the presence of paved pathways or other
obstacles. Soil was collected from five individual sampling points at each site, to a depth of 10 cm, and bulked to give a composite sample. For PO sites, the sampling
points were defined as the centre and corners of a square with a diagonal of length 20 m. For RD and RB sites the points were at 10 m intervals along a 40 m transect
parallel to the road or river. OG, SC and AG sites were sampled similarly to PO, where feasible, but frequent alterations to the sampling pattern were necessary to take
account of the locations and dimensions of the accessible soil areas. Soils were air dried and sieved to < 2 mm particle size in the city where they were collected before
being re-distributed amongst project partners for analysis. Sequential extraction and measurement of PTE was carried out in three cities: soils from Aveiro, Sevilla and
Torino were extracted and analysed in Sevilla; Ljubljana soils were extracted and analysed in Ljubljana; Glasgow soils were extracted at the University of Strathclyde

then the extracts transported to the University of Paisley for analysis.



Apparatus and Reagents
The equipment and reagents used in extraction and determination of chromium, copper, iron, manganese, nickel, lead and zinc are summarised in Table 1.
Quantification of cadmium was also attempted but levels proved to be too close to procedural detection limits (typically 0.5 mg kg™ for this element) in many of the

extracts, for reliable results to be obtained. All plastic and glassware was acid-soaked overnight (5 % HNO;) and rinsed with distilled water before use.

Procedures

Pseudo-total metal contents were determined by digesting air-dried urban soil samples in hot aqua regia (3 HCl: 1 HNOs) as described in Table 1.

Sequential extraction was carried out according to the revised BCR protocol. The procedure is summarised below and described in full in reference [5].

Step 1 (water / acid soluble and exchangeable fraction): 40 ml of 0.11 mol I"' acetic acid was added to 1 g soil and shaken for 16 h at room temperature. The extract
was separated from the solid by centrifugation, decanted into a polyethylene bottle and stored at 4 °C. The residue was washed with distilled water and the washings

discarded.

Step 2 (reducible fraction): 40 ml of 0.5 mol I'"" hydroxylammonium chloride (adjusted to pH 1.5 by the addition of a prescribed volume of nitric acid) was added

to the residue from step 1, and the extraction performed as described for step 1.

Step 3 (oxidisable fraction): The residue from step 3 was digested with hydrogen peroxide (for details see [5]), reduced in volume, then 50 ml of 1.0 mol I

ammonium acetate (adjusted to pH 2 with nitric acid) was added and the extraction performed as described for step 1.

Step 4 (residual fraction): The residue from step 3 was slurried in a small volume of aqua regia, transferred (as quantitatively as possible) to a suitable vessel and

digested using the same procedure as described for the pseudo-total metal determination.



Results and Discussion

Analysis of CRMs

All three laboratories conducting the analysis extracted appropriate certified reference materials, in parallel with extraction of the urban soil samples, to assess the
quality of their methodology. Results are presented in Table 2. Agreement between found and certified values was generally acceptable i.e. results were within two
standards deviations of the certified concentration in most steps, and within three standard deviations in almost all steps. Exceptions occurred for the measurement of
chromium in step 3 by the Glasgow laboratory (in BCR CRM 601); for copper, nickel and lead in step 2, copper in step 3, and nickel in step 4, by workers in Sevilla,
and for copper in steps 1-3, lead in steps 2 and 4, and zinc in step 1, in Ljubljana. Some of the discrepancies may be due to underestimation of the uncertainty in the
measured values, but there is a suggestion that a portion of the copper certified as being in the acid-exchangeable and reducible fractions of BCR CRM 701 is not being

isolated until step 3.

Inter-laboratory comparison

A set of urban soil secondary reference materials had been prepared by participants in the URBSOIL project for use as internal quality control samples. One of these
soils was used to compare the performance of the three laboratories conducting sequential extraction. The purpose was to assess whether minor deviations from the
prescribed BCR protocol, such as use of shaking speeds outside the recommended range of 30 £ 10 rpm, would cause discontinuities between results generated in
Glasgow, Ljubljana and Sevilla. Such an assessment is an important (but often neglected) preliminary stage of collaborative research projects, necessitated by the
availability of different apparatus, and the use of different, preferred, analytical procedures, in different laboratories. The selected soil was from a park close to the
centre of Glasgow. It was considered a more suitable basis for the inter-laboratory comparison than available certified reference materials because it is similar in matrix

composition (and analyte concentrations) to the samples studied. In contrast, both BCR CRM 601 and BCR CRM 701 are freshwater lake sediments.

Statistical analysis (ANOVA at 95 % CI, except for Fe where a t-test assuming unequal variance was applied) indicated significant between-laboratory variability in
the pseudototal metal concentrations reported by the Glasgow, Ljubljana and Sevilla laboratories for the Glasgow urban soil (Table 3). Results differed by up to 25%
for some elements. This may be partly due to the inhomogeneity typical of urban soils. However, it is noticeable that, for many elements, lowest concentrations were

those measured in Sevilla and highest were those from Ljubljana, suggesting that the microwave digestion procedures used were of unequal efficiency.



Despite the variability in pseudototal metal concentrations generally similar PTE fractionation patterns were obtained by the three laboratories (Figure 1). Also, metal
recoveries by means of the BCR procedure, X(steps 1-4), were between 87 and 110 % of corresponding pseudototal values. There were a few exceptions. The Sevilla
laboratory appeared to slightly under-extract iron and nickel (84 and 81%, recovery, respectively) and the Ljubljana laboratory obtained excess extractable zinc (134 %
recovery). Inefficient attack on the solid phase, in steps 2 (reducible) and 4 (residual), may explain the poor iron and nickel results, but this is not supported by data
obtained for other elements in Sevilla e.g. chromium and lead. The anomalous zinc recovery in Ljubljana arises because concentrations almost equivalent to the
pseudototal value were found, in the step 4 extracts, in three of the four replicates analysed (the fourth replicate produced an acceptable recovery of 98 %). This
suggests that gross contamination of some of the residual extracts had occurred — and highlights the necessity to cross-check sequential extraction results with those
obtained by direct aqua regia digestion. Recoveries less than equivalent pseudototal values were reported for copper by all three participants. The worst performance
for this element was that obtained in Glasgow (recovery 87 %). This appears to result from underestimation of the copper content in the oxidisable phase. The loss may
represent copper associated with low-density, particulate, organic matter, which is difficult to isolate by centrifugation and may be inadvertently discarded with the
washings at the end of steps 1 and 2; or loss of copper in the form of water-soluble complexes with dissolved organic matter. However, it is not clear why the effect

should be more prevalent in one laboratory than in the others.

Between-laboratory discrepancies of the magnitude reported are typical in work of this nature (see, for example, results of the inter-comparisons conducted during
certification of BCR CRM 601 [36]), Overall, there was sufficient similarity between results obtained in the three laboratories for comparisons to be made between

analyte partitioning patterns in urban soil samples analysed in different laboratories.

PTE fractionation in urban soil samples

The fractionation of analytes in 20 urban soils from each of the five cities is shown in Figures 2-8. Results are arranged by analyte, city and land type. Mean recoveries
with respect to pseudototal values for each analyte and city were in the range 87-110%, which is considered acceptable given the intrinsic heterogeneity of urban soils.
Exceptions occurred for chromium in soils from Aveiro (142% recovery), copper in Glasgow soils (82%), iron in samples from Sevilla (77%) and nickel in soils from

both Aveiro (66%) and Sevilla (70%). In each case, the effect (under- or over-extraction of a particular analyte relative to direct digestion with aqua regia) was

observed for almost all soils from the city. This is probably due, in part, to inter-laboratory differences already seen in the analysis of the inter-comparison sample i.e.



low copper recovery in Glasgow, low iron and nickel recoveries in Sevilla (who also analysed the urban soils from Aveiro). However, the fact that recoveries closer to
100% were obtained when the Sevilla laboratory measured chromium, iron or nickel in other samples suggests that the soil type also has an influence on the results

obtained by the BCR extraction.

Levels of extractable chromium (Figure 2) varied markedly between cities; from an average of 13.2 mg kg™ in Aveiro to an average of 227 mg kg™ in Torino. The
high concentrations in the latter city are, at least partly, of geochemical origin [37]. Low chromium concentrations (< 60 mg kg™), relatively similar levels across all
sites, and release of the analyte at all four stages of the sequential extraction, were characteristics of Aveiro and Sevilla soils. Soils from the other cities showed more
noticeable variation between sites, although this did not appear to correlate with land use. Residual chromium species were predominant at most sites in Glasgow and
Ljubljana. However, where a particularly high concentration was found, this often correlated with potentially labile (reducible and oxidisable) forms e.g. sites GLA
PO.15, GLA PO.32 and LJU PO.15. The south-east of Glasgow is known to be contaminated with chromium because of the disposal of waste by chemical
manufacturing industry in the 19" Century [38], and this may explain the high levels at GLA PO.15. However, GLA PO.32 is in a different area of the city and the
reason for the elevated level in this soil is unknown. Site LJU PO.15 is relatively close (~ 200 m) to a chemical plant that manufactures products for various customers,
including the leather industry, and so may constitute a point source for chromium. Soils from Torino contained mainly residual forms of chromium but, again, some of
the sites with the highest analyte content also had higher than average contribution from reducible and oxidisable fractions. Higher chromium concentrations were
generally observed in roadside than in park soils, from this city, with the highest overall concentration at sites TOR RD.161 and TOR RD.167, although there are no

known anthropogenic point sources at these locations.

Aveiro soils again contained the lowest average concentration for copper (Figure 3) with the notable exception of site AVE OG/RD.17, which contained 10x more
copper than found elsewhere in the study (474 mg kg™'), and also an unusually high proportion of acid exchangeable species. The result is unlikely to be due to error
during sequential extraction since the copper recovery with respect to the pseudototal concentration at this site was 103%. Rather, it appears to represent a “hot-spot” of
copper contamination in the soil, perhaps arising from the nearby road or canal. Interestingly, a sample taken from a very similar location one year earlier contained
only 17.4 mg kg™ Cu. This highlights the need to consider both spatial and temporal variability when assessing PTE content in urban systems. The other cities’ soils
showed the, well documented, importance of the oxidisable fraction for copper - probably representing associations with organic matter - together with mainly residual

forms in Ljubljana and Sevilla, and reducible and residual forms in Glasgow and Torino. Marked concentration variations were evident in most cities, but no clear



relationship between copper content and type of land sampled. Recent work in Sevilla [39] has shown that copper, lead and zinc concentrations were slightly lower

than average in riverbank samples and noticeably higher in soil from ornamental gardens, but this was based on a larger sample set than the current study.

Extractable concentrations of iron were higher in Glasgow and Torino soils than in soils from Aveiro and Sevilla (Figure 3) but the operational speciation was similarly
dominated by residual species (as might be expected for an element whose minerals constitute a major structural components of soil) with small contributions from
reducible forms. There was relatively little between-site variation within each city. Similar comments apply to manganese (Figure 5) although, here, the reducible
fraction was generally the largest (as expected since manganese oxyhydroxides are a principal target of the hydroxylammonium chloride reagent) and variability
between sites was somewhat larger than for iron. Ljubljana and Torino soils were, on average, the richest in extractable manganese (levels of 894 and 812 mg kg™,

respectively), followed by Sevilla (424 mg kg™) and Glasgow (416 mg kg™). Lowest concentrations were found in the samples from Aveiro (mean = 97 mg kg™).

Nickel displayed some similar trends to chromium. Residual forms were dominant in all cities, highest concentrations were found in Torino (due, as for chromium, to
the presence of serpentinites in the River Po catchment [37]), and sites TOR RD.161 and TOR RD.167 contained the highest levels of all those included in the study
(490 and 824 mg kg™, respectively). In contrast, no sites from the other cities, except GLA PO.15 and GLA PO.24, contained > 50 mg kg™ extractable nickel.

Of the elements studied, lead showed the greatest between-site variation in concentration, especially in Sevilla and Torino (see Figure 7). Mean extractable lead
concentrations were of a similar magnitude in Glasgow (212 mg kg™), Sevilla (183 mg kg™) and Torino (221 mg kg™) but contamination appeared to be more
widespread in Glasgow, whereas the two other cities’ soils were generally less polluted, except for specific sites with high lead levels (> 500 mg kg™). In terms of
extraction patterns, lead was present mainly in reducible forms in Aveiro, Glasgow and Torino (in contrast to previous work involving the BCR extraction in Naples
[33] which reported 77 % residual lead) but in oxidisable and residual forms in Sevilla. Results from Ljubljana were unusual in that some sites, within the same land-
use category, were dominated by reducible lead species and some by oxidisable lead species. This effect may be related to carbonate content. Ljubljana soils containing
> 30 % CaCO; (LJU.RD.02, LJU.RD.04, LJU.RD.05 and LJU.SC.12) released the most lead in step 3 whilst those with < 15 % CaCO; (except LJU.SC.08) released

most lead in step 2. Soils with between 15 and 30 % showed variable behaviour.



In particularly carbonaceous samples, such as those obtained from some sites in Ljubljana and Sevilla, it may be the case that, not only is there insufficient acetic acid
in step 1 of the extraction to dissolve all the CaCOj; present, but also the residual carbonate is able to significantly raise the pH of the reagent used in step 2. This
decreases the efficiency of the extraction, leading to underestimation of the amount of lead associated with the reducible phase. The analyte is thus recovered in step 3.
The effect is clearest for lead but can be observed for other elements e.g. copper. This finding highlights the operational nature of sequential extraction and

demonstrates clearly that such procedure cannot be relied upon to provide information on specific, mineralogical phase associations of PTEs.

Zinc was found in association with all four operationally-defined fractions in most soils (Figure 8) although the proportions varied between cities and sites. It is
noticeable that many of the sites containing the highest extractable zinc levels were also the richest in copper and lead (GLA PO.15 and PO24; SEV 0G.3, PO.25,
PO.65 and RD.5; TOR PO.216 and RD.132). This suggests that the levels of these elements are influenced by common factors within the urban environment. Indeed,
copper, lead and zinc are sometimes described as “urban” metals [see e.g. 25]. Fractionation patterns for the three elements were not necessarily similar, however, and

differences were evident between analytes (compare copper, lead and zinc distributions in soil TOR PO.216) and between cities.

Conclusions
Application of a harmonised sequential extraction procedure has allowed comparison of the operationally defined partitioning of seven PTEs in urban soil samples
from five European cities. Despite minor procedural differences, results obtained by different laboratories were sufficiently comparable, and similar to certified values,

to allow measurements made in different countries to be included in the study.

Analyte recoveries by sequential extraction, with respect to direct aqua regia digestion, were generally acceptable (100 £ 15%). In terms of overall extractable metal
contents (sum of steps of sequential extraction) soils from Glasgow and Torino were generally more highly contaminated than those from Ljubljana and Sevilla.
Lowest PTE concentrations were found in Aveiro soils. This is as expected i.e. the oldest cities, with historical legacies of heavy manufacturing industry, have the

highest concentrations of potentially toxic elements in soil.
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Urban metals (copper, lead and zinc) showed marked variations in concentrations between sites within the same city, with the highest values for all three elements
often found together in the same samples. Some relations were also evident between concentrations of chromium and nickel, especially in Torino where levels were

highest. In contrast, elements more likely to originate mainly from geochemical sources, such as iron, showed low variability in concentration across each city.

Iron, nickel and, at most sites, chromium were found mainly in association with the residual phase of the soil matrix. Copper was mainly in reducible, oxidisable and
residual forms, whilst zinc was found in all four sequential extracts. Manganese, together with lead in Aveiro, Glasgow and Torino, was mainly associated with
reducible material. This is of concern because lead concentrations at some sites are high and the potential exists for mobilisation under reducing conditions such as
could result, for example, from water-logging. In contrast, lead in soils from Sevilla (and in some samples from Ljubljana) showed an apparent association with the

oxidisable matrix component(s), although this may be partly an artefact caused by the differing carbonate content of the soil matrix.

No clear relationships were found between analyte concentrations and land use, nor between analyte partitioning and land use.
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Legends for Figures

Figure 1 Analyte fractionation patterns and recoveries with respect to equivalent pseudototal PTE concentrations obtained when three different laboratories
sequentially extracted the same urban soil. Results presented are averages over replicate extractions: GLA (Glasgow, n = 7); LJU (Ljubljana, n = 4);

SEV (Sevilla, n = 4). LJU did not measure iron concentration.
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Fractionation of chromium in urban soils by means of the BCR sequential extraction.

Figure 2.
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Fractionation of copper in urban soils by means of the BCR sequential extraction (results for soil AVE OG/RD.17 plotted at 1/10™ actual

concentrations).

Figure 3.

[ 7 vios
[EZZ evos "
[ PmEEE oS % dm
== vos Q S
[T _EZ=E ovos & @
[T EZZE 600s g g Im W
[ FZZEZE) soos 2 &z =
22, 1008 & Z23 S
[EZ 90ay g g o 52 S
T o 0 = o ]
L1z soay 3 gSsS5= Il
[ = voay @ Mw,mm mm%
[ EZ2 eoay 3 T8 EZ .w
[ B eoad <xOm ”
[T Bz vorad g
[z ozod ,m
[ 6. 0d = o
[ svod 5 m i
[z 1vod = g
¥ 9vod k3] m 1m
_ [#zE svod 2E 2
g§8888¢88K° 5 ____D__n
(B/6w) uonesuadU0D TKL m % m
KAl [IF= Lozay
yi-ay [ T B2 1ozay
| 10y [ 961-ay
90'ay CEZ esvay
B s0ay I FZZ sovay
v0'ay [IF roray
! 6£°0d T 2 wrad
8e'0d [T BEEZE zevad
J v€0d z [CTE zivay °
ggod 3 [ vecod 2
] zc0d < ¥ sizod m
leod © | P 91z0d
4 v20d [EZ vozod
0Z0d [[EZ o6v0d
2 81°0d D@ €/1'0d
§l'od [ 9s1od
4 v1'od [[EZ oviod
7 ovod 2 szvod
4 £00d [z vevod
, ¥0'0d - ,__m 811'0d
28 5E55558858°
(By/Pw) uoeuasu0d (B%/6w) uoiesuadUOd
[ F= | €08 [ 1zay
[T B soad [ v1-ay
I &= scay E say
[T E vead [ sau
[T P& egay ﬁ@” eay
_Hﬁ\ 6'0d N\ zay
T EZE eod B2 cay
[EZ ¢od B vax
[EZ vod [E zrod
[T vz auoo m B 690d J
[IEZ 1vaweo % [ B svod
[[E ozaweo E| ssod 7
77 svaweo | e
Bl [ 7 saweo [EZ ezod
[ 7 cvawoo EZ 910d
[T E= vaweo [ 7 690
[ B 9590 [ B eoo
[z .e00 (= eov
[ 9100 [ vov
[T & 190 B eov
R 2 888 8 °©
(B3/Bw) uoijesUaU0D (B5/Bw) uoesUBU0D

16




72}
2 £
¥ =
s 2
&
)
(3} 5 0=
) e =
< © wn =
) =3 8
&n ~ s =]
g 523
582 o
gosg=s I
s522 980
TE2T8E AK®
T o % $
<2 S v
=
Q
k=
<
_ &
. S8 v
[ [ B ER-R-
BES
28
BE =
<O
b [ ]
CQ
< 232
cran [ 100 v
 vLay CEZz oz ay
| J0ay é‘ 961°ay
| g0ay (777777, <8 ay
| soay (=== 727 LoV 0¥
[Ezzz voay s lov
[EZzzzzz7 ec0d (7 \sva
(22 scod Mz v ad
[CEZz7, veod 3 22222222, 21V 0¥
[CIEZZZ777 ecod @ [z veeod 2
I cwod < [P 920d §
[EZZZ 1s0d © O sveod
| vz0d (77 v0T0d
| 0z0d EzZzzz777 o6\ 0d
' grod (s e11od
| siod (7727 951 0d
[z vvod | ovi'0d
ez ovod | 8z1'0d
(=2 2004 | ¥21°0d
[Ez2E vood gL1'0d

Fractionation of iron in urban soils by means of the BCR sequential extraction.

Figure 4.
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Fractionation of manganese in urban soils by means of the BCR sequential extraction.

Figure 5.
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Fractionation of nickel in urban soils by means of the BCR sequential extraction.

Figure 6.
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Fractionation of lead in urban soils by means of the BCR sequential extraction.

Figure 7.
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Fractionation of zinc in urban soils by means of the BCR sequential extraction

Figure 8.
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Table 1.

Details of apparatus and reagents used by project partners involved in sequential extraction of urban soil samples

Shaker Centrifuge | Microwave- PTE Calibration Reagents (grade and supplier)
(Type, (Model assisted measurement
model and | and digestion (Technique and
speed) conditions) | (Model and instrument)
conditions)
Glasgow End-over- | MSE CEM MDS- ICPOES Multi-element, reagent- Nitric acid, hydrochloric acid and acetic acid (all
(Strathclyde/ | end type Mistral 2000, (PerkinElmer matched standards AR grade) from Aldrich (Gillingham, UK)
Paisley) (GFL 1000, 1 gsoil : 20 ml | Optima 3000) | prepared from single- Ammonium acetate and hydroxylammonium
3040) 23 3000 g, acid element commercial chloride (AnalaR) from Merck / BDH (Poole, UK)
rpm. 10 min solutions (Merck) Hydrogen peroxide (For Analysis) from Fischer
(Manchester, UK)
Ljubljana Orbital Hettich, CEM, MDS- FAAS Single element standards | Nitric acid, hydrochloric acid, acetic acid,
shaker Rotanta 96 | 2000, (PerkinElmer prepared from ammonium acetate and hydrogen peroxide (all For
(Yellow S,3000g, |1gsoil:20ml | 1100B)/ commercial solutions Analysis grade) from Merck.
Line OS2 | 20 min acid ETAAS (Merck) Hydroxylammonium chloride (PA) from Fluka
basic) 550 (PerkinElmer Chimica
rpm Zeeman 5100)
Sevilla Orbital Backman | Milestone ICPOES Multi-element reagent- All reagent AR grade from Merck
shaker Coulter, Ethos 900, (Thermo Jarrell | matched standards
(New 3000 g, 0.5gsoil: 10 | Ash IRIS prepared from single-
Brunswick) | 10 min ml acid Advantage) element commercial
200 rpm solutions (Merck)
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Table 2.

Results obtained for analysis of reference soils certified for extractable PTE contents ( mg kg™)

CRM Replicates Cr Cu Ni Pb Zn
BCR 601 | Step 1 Indicative 0.35 £ 0.08 10.5+£0.8 7.82 £0.84 2.28+£0.44 261 £13
[34] GLA 7 0.33£0.10 10.8 £ 2.1 6.66 £ 0.98 1.57 £0.82 240 £ 34
Step 2 Indicative 10.6 £0.9 72.8+49 106 £ 1.2 205+ 11 266 £ 17
GLA 7 10.0 £ 0.6 68.9+£7.5 10.9+£04 208 £ 11 266 £ 16
Step 3 Indicative 144+£2.6 78.6 + 8.9 6.04 £1.27 19.7+5.8 106 £11
GLA 7 11.9+£0.2 65350 6.68 £0.24 16.9+£3.1 106 £5
Step 4 Indicative 78.2+6.5 60.4+49 50.5+43 38.0+8.7 161 £ 14
GLA 7 85.0+2.7 59.7+1.7 54.0+£29 40.0£4.4 169+ 4
BCR 701 | Step 1 Certified 2.26 £0.28 493+£3.0 154+£1.6 3.18 £0.37 205+10
[35] LJU 3 2.10+£0.30 31.8+ 1.5 159+24 3.10£0.20 154 £15
SEV 6 2.32+£040 394+£7.0 11.9+£1.9 2.78 £0.63 162 £24
Step 2 Certified 45.7£3.1 124+ 6 26.6£2.0 126 £5 114 £8
LJU 3 448+ 14 96.9+5.2 219419 108 £ 4 119+ 6
SEV 6 459+8.8 103£2 20.7+£0.7 102£4 115£9
Step 3 Certified 143 £ 12 55.2+6.1 153£1.5 9.28 £ 3.03 45.7£5.1
LJU 3 150 £ 8 80.2+7.5 144+£13 10.5+£1.3 449+4.6
SEV 6 148 £ 8 74.8 £ 3.7 17.1£2.0 102+1.7 61.4 £10.0
Step 4 Indicative 62.5+74 385+11.2 41.4+4.0 11.0+£5.2 95+13
LJU 3 64.5+54 40.3+£3.6 458+2.9 18.2+£2.1 104 £ 6
SEV 6 49.2£6.0 31.2+£8.0 30.0£28 152+£23 80.3+9.8

Results presented are mean values + one standard deviation for the number of replicates specified; GLA indicates results obtained by Team Glasgow (Strathclyde/Paisley);

LJU results obtained in Ljubljana; SEV results obtained in Sevilla

23



Table 3.

Results obtained for analysis of Glasgow urban soil (pseudototal analyte concentration in mg kg™).

Replicates | Cr Cu Fe (%) Mn Ni Pb Zn
Glasgow | 34 43.2+3.0 1115 3.06£0.12 | 442+ 18 48.8£7.0 389 £25 177 £ 11
Ljubljana | 5 48.5+0.6 1331 NA 487 £ 6 57.0£0.8 439 +3 1807
Sevilla 6 37.2+1.1 108 £2 2.76+042 |369+6 505+£1.3 343+7 151+£2

Results presented are mean values * one standard deviation for the number of replicates specified
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