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Abstract

Purpose Polar chemical integrative samplers (POCIS) were
examined for their sampling efficiency of 12 pesticides and
one metabolite commonly detected in surface waters.
Laboratory-based calibration experiments of POCISs were
conducted. The determined passive sampling rates were
applied for the monitoring of pesticides levels in Lake
Amvrakia, Western Greece. Spot sampling was also
performed for comparison purposes.

Methods Calibration experiments were performed on the
basis of static renewal exposure of POCIS under stirred
conditions for different time periods of up to 28 days. The
analytical procedures were based on the coupling of POCIS
and solid phase extraction by Oasis HLB cartridges with
gas chromatography—mass spectrometry.

Results The recovery of the target pesticides from the
POCIS was generally >79% with relative standard devia-
tion (RSD) <16%. The calibration results revealed an
integrative uptake of all pesticides for 28 days and the
calculated sampling rates ranged from 0.025 to 0.388 L
day™' with RSD <29%. Low nanogram/liter levels of
pesticides such as diazinon, alachlor, and s-metolachlor
were detected during the monitoring campaign using both
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passive and spot sampling whereas higher concentrations
were measured by spot sampling in most cases.
Conclusions Passive sampling by POCIS provides a useful
tool for the monitoring of pesticides in aquatic systems
since integrative sampling at rates sufficient for analytical
quantitation of ambient levels was observed. Calibration
data are in demand for a greater number of compounds in
order to extend the use in environmental monitoring.

Keywords Passive sampling - POCIS - Pesticides -
Monitoring - Waters - GC—MS

1 Introduction

Pesticides enter surface waters mainly through surface
run-off and also through sewage plant outlets and sewer
overflows, through accidental spills, and to a much lesser
extent through aerial drift and precipitation from the
atmosphere, resulting in high spatio-temporal variability
of their concentrations in surface waters. The character-
ization of the spatio-temporal variability and episodic
events of pesticide inputs and the risk associated with
their levels requires extensive water monitoring pro-
grams, designed according to the relevant scales and
dissipation processes, that are costly and time consuming
(Konstantinou et al. 2008).

Routine water monitoring mainly relies on spot (grab)
sampling at fixed intervals. The analysis of spot samples
provides only an instantaneous estimate of the pollutant’s
concentration at the time and point of sampling and is likely
to miss peak inputs in a given aquatic system or the
presence of contaminants at trace levels. In recent years,
time-integrative passive sampling methods have been
developed to complement and/or replace spot sampling
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methods. Similarly to biomonitoring techniques, time-
integrative passive sampling enables the determination of
time-weighted average (TWA) concentration of the
dissolved phase over extended sampling periods, which
is a fundamental part of an ecological risk assessment
process for aquatic contaminants. In addition, passive
sampling enables the preconcentration of contaminants,
increasing the capability for detecting trace concentra-
tions that otherwise requires the extraction of several
liters of water (Martinez-Bueno et al. 2009). The use of
passive accumulation devices (PADs) in the regular
monitoring of chemicals can be applied for the surveillance
or operational and investigative monitoring that is necessary
to meet the requirements of the Water Framework Directive
(Stuer-Lauridsen 2005).

The principle of operation of passive sampling in water
has been described previously (Goreki and Namiesnik
2002; Vrana et al. 2005; Booij et al. 2007; Alvarez et al.
2004, 2007). Generally, passive sampling techniques are
based on the diffusion of chemicals from a medium to a
receiving phase that is separated from the medium by a
membrane, basically due to a difference in the chemical
potential gradients. The uptake of the analytes depends on
several factors such as the properties of both the receiving
phase and the membrane, the physicochemical properties of
the compounds, and environmental parameters such as
temperature, water properties (pH, salinity, etc.), water
turbulence and flow, biofouling of the membrane, etc.
(Vrana et al. 2005; Soderstrom et al. 2009).

Throughout the last decade, aquatic passive sampling
has received increasing attention and a growing number of
devices have been presented in the literature, such as
semipermeable membrane device (Huckins et al. 1993), the
polar organic chemical integrative samplers (POCIS)
(Alvarez et al. 2004), Chemcatcher® (Vrana et al. 2006a),
diffusive gradients in thin films (Allan et al. 2007), and
membrane-enclosed sorptive coating (Vrana et al. 2006b),
and they have been used for the monitoring of various
pollutants in surface waters. Among them, the POCIS and
Chemcatcher® samplers have been applied successfully for
the screening and the determination of TWA concentrations
of polar organic micropollutants including pesticides
(Schafer et al. 2008; Alvarez et al. 2005, 2007; Escher et
al. 2006; Arditsoglou and Voutsa 2008) in various aquatic
environments (wastewater effluents, streams, lakes, rivers,
and coastal waters).

For the estimation of water concentration of pesticides,
calibration data (sampling rates) of the passive samplers are
necessary. Limited data are available on sampling rates of
pesticide compounds under various conditions (Alvarez et
al. 2007; Mazzella et al. 2007; Martinez-Bueno et al. 2009).
The capability of PADs for detecting trace concentrations of
contaminants in water remains to be tested for a wide range

of compounds including pesticides and in various aquatic
systems.

The aims of this study were: (a) to determine the
sampling rates of the target pesticides using POCIS based
on laboratory calibration experiments and (b) to evaluate
the applicability of POCIS for TWA concentration measure-
ments during a field study in Lake Amvrakia. There is a
lack of data on the sampling efficiency and sampling rates
using pest-POCIS for most of the pesticides studied
according to the best of our knowledge. Complementary
data on the sampling rates of some previously studied
pesticides such as atrazine, simazine, diazinon, and
malathion are also reported herein for comparison
purposes. The pesticide compounds (atrazine, atrazine-
deethyl, simazine, prometryne, alachlor, s-metolachlor,
chlorpyrifos, chlorpyrifos methyl, diazinon, malathion, bena-
laxyl, pyrimethanil, triadimenol) were chosen on the basis of
1-year monitoring in the sampling region and of their frequent
detection in surface waters of agricultural areas of Greece and
other European countries (Konstantinou et al. 2006) while
most of them are considered as priority pollutants.

2 Experimental section
2.1 Chemicals, standards, and materials

The pesticide standards atrazine, atrazine desethyl, simazine,
prometryne, diazinon, pyrimethanil, chlorpyrifos methyl,
alachlor, malathion, s-metolachlor, chlorpyrifos, triadimenol,
benalaxyl, and pirimiphos methyl were purchased at
analytical grade (>97.3% purity) from Sigma-Aldrich
(Steinheim, Germany). Methanol and n-hexane were
supplied from Pestiscan (Dublin, Ireland). Dichlorome-
thane and ethyl acetate were supplied from Roth (Karlsruhe,
Germany), and toluene was supplied from Riedel de Haén
(Seelze, Germany). Individual stock standard solutions
were prepared in methanol and stored in amber glass vials
at —18°C. Commercial cartridges packed with Oasis™ HLB
(divinylbenzene/N-vinylpyrrolidone copolymer, 200 mg,
6 cm’) were purchased from Waters (Mildford, MA, USA).
The POCIS (47 mm i.d. membrane disks) were provided
by Exposmeter SA (Tavelsjo, Sweden) with the “generic”
configuration for pesticide sampling (pest-POCIS). The
samplers contained 200 mg of a triphasic sorbent
admixture: hydroxylated polystyrene-divinylbenzene resin
(Isolute ENV+) /carbonaceous sorbent (Ambersorb 572),
80:20 (w/w), dispersed on styrene-divinylbenzene copolymer
(S-X3 Bio Beads) and was enclosed between two hydro-
philic polyethersulfone (PES) microporous membranes
(130 pm thickness, 0.1 pm pore size). Each POCIS unit
had an effective sampling surface area of ~41 cm? and a
membrane surface area to sorbent mass ratio of ~180 cm?/g
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as described by Alvarez et al. (2004). HVLP (0.45 wm)
filters from Millipore (Bedford, MA, USA) were used for the
filtration of water samples.

2.2 Calibration of POCIS

Prior to the deployment of the POCIS samplers for the
monitoring study, a calibration study was carried out in
order to predict the TWA water concentrations of
pesticide from levels accumulated in the POCIS. To
characterize the uptake of the target pesticides by the
POCIS, a kinetic study was conducted and sampling
rates (Rs, L/d) were determined. Calibration experiments
were performed on the basis of static renewal exposure of
POCIS to the target compounds under stirred conditions
(480 rpm) at constant ambient temperature 22+1°C
monitored with laboratory thermometers. POCIS were
placed in glass beakers, each one containing 1 L of
filtered lake water fortified with 500 ng of each com-
pound, stirred by a magnetic stirrer, and exposed for 3, 7,
14, 21, and 28 days in triplicate. The water was renewed
every day with freshly spiked water. The concentration of
pesticides over a 24-h exposure period was checked using
a fourth glass beaker that contained fortified lake water
following the methodologies described below. The results
show a relatively constant concentration (relative standard
deviation (RSD)=0.4-12.4%) in the exposure beakers
with maximal observed losses of 11.5%. A POCIS disk
placed inside of a fifth glass beaker, which contained non-
fortified lake water, was used as a background control
blank (Alvarez et al. 2004) to assess contamination during
the experiment. All beakers were covered with aluminum
foil to reduce exposure to light and minimize the
volatilization of the analytes. The sampling rate (R, L/d)
for each target compound was calculated by the following
equation:

R — (CPOCE X MPOCIS) (1)
w Xt

where Cpocs (ng/g) is the concentration of the analyte in
the sorbent, Mpocis (g) is the mass of the sorbent within
the POCIS, C,, (ng/L) is the mean concentration of the
analyte in water, and ¢ is the sampling period (day). In the
present study, Eq. 1 has been transformed in terms of a
concentration factor, CF, as follows

where Ms; is the mass of the analyte (ng) accumulated in
the sampler at exposure time 7. The plot of the concentration
factor CF, versus time is a linear curve until the sampler
reaches half-saturation, the slope of which represents the
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sampling rate, R, of the analyte (Tran et al. 2007). Linear
uptake models were fitted through origin.

2.3 Description of the area and sampling strategy

Lake Amvrakia is a deep, warm monomictic and sulfate
lake in Western Greece. Its surface is 12 km” and the
drainage basin amounts to 121 km?. The surface area has
been significantly reduced due to a prolonged drought and
draining of the northern shallow part of the basin
(Danielidis et al. 1996). The water level undergoes yearly
fluctuations and depends on evaporation during summer,
possible underground inlets, invisible discharges, and use
of water for agricultural purposes (Danielidis et al. 1996).
Mainly the east coast is intensively cultivated up to only a
few meters away from the water edge and also serves as
pasture land for sheep. During the deployment period,
the average temperature in the lake ranged from 20°C to
27°C from May to July, respectively. Mean wind speed
during the deployment period was 2.7 m/s (data from
meteorological station near the lake region) so the mean
wind-driven surface water currents can be estimated to be
about 8 cm/s, assuming that the surface current in lakes
is about 3% of the wind current (Goldman and Horne
1994). A map of the lake catchment area and the land uses
are shown in Fig. 1.

The samplers, in air-tight metal cans, were stored in
laboratory conditions and transported in portable refriger-
ators to the field. The POCIS disks were attached in
stainless steel holders in situ and were placed in stainless
steel canisters provided by Exposmeter SA (Tavelsjo,
Sweden). The canisters were bounded to floating balls in
a vertical position and at a depth of 2 to 3 m in the lake
water column at the sampling sites Al (lake depth 20 m),
A2 (lake depth 35 m), and A3 (lake depth 30 m) which
were selected according to agricultural land uses around
Lake Amvrakia (located mainly in the east side of the lake;
Fig. 1) and the hydrologic characteristics of the catchment
(streams entering into the lake). The samplers were
deployed twice for 28 days during the period May—June
2009. At the end of the exposure period, the POCIS were
slightly or not biofouled and they were rinsed with lake
water and ultrapure water to remove any debris and to clean
the nuts and bolts, wrapped in aluminum foil, and stored in
their original containers, then transported to the laboratory
under cooled conditions (~4°C). The extraction of the target
compounds was carried out usually on the same day;
otherwise, POCIS were stored frozen and the extraction
was performed within 48 h. One blank POCIS was exposed
to open air during the deployment and retrieval of the
POCIS and was transported and analyzed as the deployed
POCIS. Procedural blank consisted of POCIS taken
through the entire processing and analysis sequence.
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Fig. 1 Map of the study area (Lake Amvrakia), location of the sampling sites, and land uses of the catchment area

Spot sampling was also conducted. Water samples
(1.5 L) were collected in pre-cleaned amber glass bottles
from each sampling site twice, on the first and last day of
the exposure period. Samples were acidified to pH 2.5 with
sulfuric acid (1:1, v/v) to inhibit biological activity and
stored at 4°C prior to extraction.

2.4 Extraction of pesticides from passive samplers and spot
water samples

The loaded POCIS were disassembled carefully and the
membranes were detached from the disk. The triphasic
sequestration medium was transferred into a glass mortar
and left at room temperature until dry. Then, it was weighed
(200+£46 mg, RSD=23%) and carefully transferred into
empty solid phase extraction tubes (6 mL) packed between
two polyethylene (PE) frits (20 um porosity). SPE
cartridges were disposed on a Visiprep SPE vacuum

manifold (Supelco) and were eluted using 30 mL of a
mixture of dichloromethane/methanol/toluene (8:1:1, v:v:v)
(Alvarez et al. 2004). The eluate was reduced just to
dryness in a gentle stream of nitrogen and the residue was
dissolved in 0.5 mL of hexane for GC injections. For the
recovery tests, the sorbent material was spiked with 100 uL
of methanolic solution (3 pg L") containing the studied
pesticides, providing a spiking level of about 1.5 ug g ', in
triplicate, dried at ambient temperature, and treated accord-
ing to the above procedure.

The concentration of the target pesticides in lake water
samples were determined using the calculated POCIS
uptake rates, the concentrations quantified in the POCIS
extract by GC-MS, the sampling time, and the mass of the
sorbent extracted according to the following equation:

CsM,
w = 3
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The procedural blank and the field blank yielded zero
background contamination; therefore, they were not con-
sidered in Eq. 3.

The collected spot water samples (500 mL) were filtered
through HVLP filters to eliminate particulate matter and
extracted via SPE. Prior to the SPE, the Oasis HLB cartridges
were washed with 10 mL of dichloromethane under vacuum
followed by 10 mL of methanol and 10 mL of Milli-Q water.
The water samples were allowed to percolate through the
cartridges at a flow rate of 6 mL min™ ' using a Visiprep SPE
manifold (Supelco, Bellefonte, PA, USA). After sample
extraction, the pesticides trapped in the cartridge were
collected by using 5 mL of ethyl acetate—methanol
(1:1, v/v) and 5 mL of ethyl acetate as eluting solvent. The
fractions were evaporated just to dryness in a gentle stream
of nitrogen and the residue was dissolved in 0.1 mL of
hexane for GC injections. Pirimiphos methyl at 0.5 pg mL ™'
was added as internal standard in both POCIS and SPE
extracts.

2.5 Chromatographic analysis

A GC-MS QP 2010 Shimadzu instrument equipped with
capillary column SLB-5MS (5% phenyl polysiloxane) 30x
0.25 mmx0.25 um (Supelco, Bellefonte, PA, USA) was
used under the following chromatographic conditions:
injector temperature 220°C, column program of temper-
atures 50°C (1 min), 50-180°C (20°C/min), 180-190°C
(10°C/min), 190-240°C (3°C/min), 240-300°C (10°C/min),

300°C (5 min). Helium was used as the carrier gas at 101.3
kPa and at a flow rate of 1.71 mL/min. The ion source and
transfer were kept at 200°C and 280°C, respectively. A
volume of 1 pL was injected in splitless mode. Three ions for
each pesticide were chosen for screening analysis and, among
these, the most abundant ion in the mass spectrum was used
for quantitative analysis, in selected ion monitoring mode.
The selection of the ions was based on high relative
abundance and high value m/z of fragment ions from the
mass spectrum while with the correct relative ion intensity
(£20%).

2.6 Quality control, validation, and treatment of data

Quality control was maintained by analyzing procedural
and field blanks (during deployment, retrieval, and trans-
portation to the laboratory) using the same procedures. All
blanks were found to contain no analyte residues. All the
validation studies were performed by using POCIS blank
extracts taken through the entire processing and analysis
procedure. For the studied pesticides, the mean recovery
values (n=3) ranged between 79% and 114% while the
relative standard deviation was less than 16% (Table 1).
Calculated concentrations were not corrected by recoveries
according to EU/SANCO guidelines (EU 2009). Precision
of the method, determined as RSD, was obtained from
the repeated analysis (n=3) of a spiked POCIS extract
during the same day (repeatability) and in different
days (reproducibility). The precision of the method was

Table 1 Selected physicochemical properties and mean percent recoveries (% RSD) of the target pesticides from lake water samples after SPE

using Oasis HLB cartridges and from the pest-POCIS triphasic admixture

Pesticide Class CAS number Solubility® Log Ku* Recovery SPE Recovery pest-POCIS
(mg L") (20°C) (n=3) (% RSD) (n=3) (% RSD)
Herbicides
Alachlor Chloroacetanilide 15972-60-8 240 3.09 95 (11) 96 (5)
Atrazine s-Triazine 1912-24-9 35 2.70 86 (8) 79 (12)
Atrazine de-ethyl Triazine metabolite 6190-65-4 3,200 1.53 103 (5) 87 (9)
s-Metolachlor Chloroacetanilide 87392-12-9 480 3.05 91 (7) 81 (12)
Prometryne s-Triazine 7287-19-6 33 3.34 95 (10) 87 (15)
Simazine s-Triazine 122-34-9 5 2.30 93 (3) 98 (6)
Insecticides
Chlorpyrifos Organophosphate 5598-13-0 1.05 4.70 74 (7) 108 (10)
Chlorpyrifos methyl Organophosphate 39475-55-3 2.74 4.00 94 (5) 112 (6)
Diazinon Organophosphate 65863-03-8 60 3.69 97 (9) 92 (11)
Malathion Organophosphate 121-75-5 148 2.75 94 (8) 114 (5)
Fungicides
Benalaxyl Anilide 71626-11-4 28.6 3.54 91 (9) 84 (9)
Pyrimethanil Anilinopyrimidine 53112-28-0 121 2.84 105 (5) 97 (9)
Triadimenol Triazole 55219-65-3 72 3.18 94 (7) 101 (12)

*Data from FOOTPRINT PPDB database (FOOTPRINT 2006)
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considered satisfactory with RSD ranging from 1% to 5%.
The instrumental and method detection limits (LODs) and
quantification limits (LOQs) for the target pesticides were
determined experimentally by measuring the coincident
instrumental response of standard pesticide solutions
and spiked blank POCIS extracts, respectively, using a
signal to noise ratio (S/N) of 3 and 10, respectively.
Method LODs and LOQs were estimated by substituting
the determined limits in the sampler extracts into Eq. 3.
(Zhang et al. 2008). LODs and LOQs ranged between 13
to 140 pg L' and 42 to 480 pg L', respectively
(Table 2). The mean recoveries (n=3) of the target
pesticides by SPE ranged between 74% and 105% with
RSD <14% (Table 1).

The regression lines for concentration factors of
selected pesticides onto POCIS over the deployment
time were fitted by linear regression models. The Origin
Software for Windows (version Pro8, Microcal Software)
was used for regression analysis. Quality of fit was
characterized by relative standard deviations as well as
by the correlation coefficient adjusted for the degrees of
freedom (R? adjusted) and the Fisher test criterion for the
accuracy of the model. The required variances of Ry values
were calculated from the RSD of the uptake slope
parameters (Vrana et al. 2006a; Tran et al. 2007).
Significant differences in the R calculated in different
time periods and by using different uptake models
(fitted either through origin or the line of best fit) were
tested by #-test

3 Results and discussion
3.1 Calibration and performance of POCIS

The uptake kinetic curves (based on the experimental
concentration factors) of target pesticides in pest-POCIS
after their exposure for 3, 7, 14, 21, and 28 days in filtered
lake water are shown in Fig. 2. The uptake of pesticides in
POCIS follows a linear pattern throughout the 28-day
exposure. The correlation coefficients (Adj. R*) of the
linear regression ranged between 0.9214 and 0.9807
(Table 3) and the relative standard deviations of the
calculated concentration factor, CF,, remained between 3%
and 26%, consistent with the findings of Mazzella et al.
(2007). The relatively high RSD values could be due to the
carbonaceous adsorbent contained in the POCIS triphasic
sorbent admixture according to Mazzella et al. (2007). An
analysis of variance of two uptake models (either fitted
through origin or the line of best fit) showed no significant
difference between the two models (p<0.001). The two
models were significantly different only for chlorpyriphos
and chlorpyriphos methyl for p<0.01. To simplify the
calculation of R, the regression lines for each pesticide were
fitted through origin. Linear regression models with zero
intercept were employed also in other studies (Gunold et al.
2008; Zhang et al. 2008; Tran et al. 2007). Linear uptake
kinetics over a 21-day period was also observed for atrazine,
simazine, and metolachlor using SDB-XC Empore disk
(Tran et al. 2007) as the receiving phase. Mazzella et al.

Table 2 GC-MS parameters used for identification and quantification of each target compound and limits of detection and quantification using

SPE and POCIS

Pesticides R Identification/quantitation ions (m/z)  Pest-POCIS SPE
LOD (ngL™") LOQ@mgL") LOD@MmgL") LOQmgL")

Herbicides

Alachlor 12.03 269, 188, 160 0.027 0.091 0.17 0.56
Atrazine 10.31 215, 200, 173 0.028 0.094 0.29 0.96
Atrazine desethyl 9.51 187, 174, 172 0.14 0.48 0.49 1.6
s-Metolachlor 13.10 238, 240, 162 0.020 0.067 0.06 0.21
Prometryne 12.29 241, 226, 184 0.035 0.12 0.10 0.32
Simazine 10.25 201, 186, 173 0.082 0.27 0.29 0.96
Insecticides

Chlorpyrifos 13.15 314, 199, 197 0.14 0.45 0.41 1.4
Chlorpyrifos methyl 11.86 288, 286, 125, 0.027 0.091 0.15 0.49
Diazinon 10.64 179, 152, 137 0.074 0.25 0.86 29
Malathion 1291 173, 127, 125 0.13 0.42 1.40 4.7
Fungicides

Benalaxyl 19.58 206, 148, 132 0.013 0.042 0.12 0.41
Pyrimethanil 10.86 198, 199, 77 0.024 0.081 0.26 0.87
Triadimenol 14.95 128, 168, 112 0.048 0.16 0.58 1.9
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(2007) also reported linear uptakes for atrazine and simazine
using POCIS-pharmaceutical configuration while a curvilin-
ear uptake was observed for DEA.

Based on the calculated slope for each pesticide uptake,
the mean sampling rates, R, varied from 0.025 for
chlorpyrifos to 0.388 for triadimenol with RSD <29%
(Table 3). The slight increase (burst effect) in sampling
rates occurring in the first days as reported in Mazzella et
al. (2007) with pharm-POCIS and Alvarez (1999) was not
observed in this study. The increased sampling during the
initial time of deployment is attributed to an increased flux
of water crossing the membrane in an attempt to solvate or
wet the polymer. On the contrary, a lag phase of about
3 days could be distinguished for the more hydrophobic

Days

pesticides with K,>4 such as chlorpyrifos and chlorpyrifos
methyl. Due to the lag phase, the sampling rates for the two
compounds were significantly different (»p<0.01) when
considering a deployment time of 14 days compared to
longer deployment times (21 or 28 days). The lag time is
attributed to the time it takes for the compound to initially
pass through the diffusive barriers (water boundary layer,
water in membrane pores and the membrane) (Shaw et
al. 2009). Lag uptake for the more hydrophobic compounds
may be due to sorption to the membrane surfaces dominating
in the early stages, which may suggest biphasic uptake, or to
mass transfer through the polymeric matrix (Harman et al.
2008; Kingston 2000). Vermeirssen et al. (2009) also
observed that the lag phase over PES membrane in

Table 3 Calibration results for

pest-POCIS sampler over Pesticides R, (L day™) RSD (%) Linearity over 28 days (adj. R?)

28 days in lake water under

controlled laboratory conditions Alachlor 0.230 18 0.9697
Atrazine 0.245 21 0.9573
Atrazine desethyl 0.162 17 0.9715
s-Metolachlor 0.230 17 0.9716
Prometryne 0.182 18 0.9674
Simazine 0.178 16 0.9742
Chlorpyrifos 0.025 29 0.9214
Chlorpyrifos methyl 0.095 28 0.9252
Diazinon 0.207 17 0.9706
Malathion 0.308 14 0.9807
Benalaxyl 0.208 19 0.9646
Pyrimethanil 0.237 23 0.9511
Triadimenol 0.388 22 0.9549
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Chemcatcher sampler with SDB-RPS as receiving phase
increases with increasing hydrophobicity of the compounds
studied (pesticides and pharmaceuticals). Diazinon, one of
the most hydrophobic compounds studied, showed a lag
phase of 2-3 days. The above effect, however, could not
be significant for a typical 21 or 28 days’ exposure
(Harman et al. 2008; Alvarez et al. 2007); otherwise, for
shorter deployment times (<7 days), the membrane should
be co-extracted. Taking into account that for chlorpyrifos
methyl and chlorpyrifos the lag time is significant while
for DEA the calibration curves tend to in equilibrium, an
optimal duration of 21 days could be proposed for POCIS
exposure.

Some previous studies reported laboratory-derived R
values for some of the target pesticides such as atrazine,
simazine, DEA, malathion, and diazinon (Alvarez et al.
2000, 2007) using pest-POCIS (Table 4). Additionally,
laboratory-derived R values of atrazine and simazine using
pharma-POCIS were reported elsewhere (Mazzella et al.
2007; Martinez-Bueno et al. 2009). Such R, values are
comparable to the present study and differences can be
explained taking into account the different experimental
parameters (temperature, flow, etc.) affecting the sampling
rates.

Figure 3 shows the relation between the log K, and
the Ry of the pesticides. A nonlinear regression was
performed for mean sampling rates, R, determined from
the calibration experiments using a third-order polyno-
mial function (Y =P+ aX +bX>+cX3) of log Koy
(y = 0.0028x> — 0.0936x> + 0.450x — 0.3338) (p<0.05;
R*=0.6323) as elsewhere (Vrana et al. 2006a; Mazzella
et al. 2007; Shaw et al. 2009). An increase of the sampling
rates with the hydrophobicity was observed for pesticides
with log K., values up to 3 followed by a decrease
thereafter especially for those with log K, >3.5. Shaw et
al. (2009) reported a quite similar trend for the uptake with
RPS-SDB sorbent phase across the compounds studied
(log K, 1.78-4.0), while in other studies (Gunold et al.
2008; Arditsoglou and Voutsa 2008) no significant relation-
ship between log K., and R was observed using SDB-XC
and POCIS (pharm and pest configurations) for pesticides
and selected endocrine disruptors, respectively. Recent work
has provided some evidence of a Gaussian-shaped relation-
ship between pharm-POCIS R, and log K, for herbicides
(Mazzella et al. 2007) with a plateau for log K., higher than
2.5. In addition, Vrana et al. (2006a) also observed a
Gaussian-shaped relation between Ry for C18 sorbent and
log K,,, for hydrophobic organic compounds such as PAHs
and organochlorine pesticides using Chemcatcher passive
sampler. Our results presented some evidence of a Gaussian-
shaped relationship although that fewer compounds with
Ko,w<3 and more compounds with K., >3 are included in
the present study compared to the previous one. It is unlikely

Table 4 Comparison of sampling rates of previously studied pesticides in various sorbents used in passive samplers

Reference

R values (L/day)

Setup conditions

Receiving phase

Malathion Diazinon

Simazine

Atrazine DEA

Stirring

Experimental setup

T, °C

Membrane

Tran et al. 2007

0.024

0.023
0.22

0.004 (m/s)
0.14 (m/s)
0.14 (m/s)

Flow through system

23

PES

SDB-XC

Gunold et al. 2008

Flow through system

14
22
18.8
21.4

Scott-Stephens et al. 2009
Vermeirssen et al. 2009
Shaw et al. 2009

0.17-0.19

0.17-0.19
0.12
0.

PES
PES
PES

SDB-RPS

0.06

0.10

Flow through system
Batch chamber
Microcosms

0.14

14

0.14 (m/s)
2-3 cm/s

Mazzella et al. 2007
Alvarez et al. 2007

0.210

0.1215
0.260

17+1 0.239

Pharm-POCIS
Pest-POCIS

0.005

0.220

0.240

Alvarez et al. 2000
This study

0.186
0.207

0.308

0.178
0.223

0.245 0.162

480 rpm

Static renewals

22+1
21

Martinez-Bueno et al. 2009

0.214

Static renewals

Pharm-POCIS

@ Springer



Environ Sci Pollut Res (2011) 18:1222-1233

0.00 1.00 2.00 3.00 4.00 5.00
LogKow

Fig. 3 Correlation between sampling rates, R, (mL day '), and
hydrophobicity, log K.y, for the target pesticides
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that K, itself is a satisfactory suitable descriptor to be able
to predict sampling rates for compounds with diverse
functional groups (Harman et al. 2008) as confirmed by the
poor correlation coefficient (R?) found. For example,
atrazine, alachlor, and triadimenol (log K., 2.70, 3.09, and
3.18, respectively) had sampling rates of 0.248, 0.231, and
0.389 L day ', respectively. Additionally, chlorpyriphos
methyl and chlorpyrifos (log K,, 4.0 and 4.70) have
sampling rates of 0.056 and 0.025 L day ', respectively. It
is largely assumed that the R of polar analytes is highly
controlled by the water boundary level (Alvarez et al. 2004;
Macleod et al. 2007; Mazzella et al. 2008; Vermeirssen et al.
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Fig. 4 Comparison of the pesticide concentrations determined by POCIS passive samplers deployed for 28 days and spot water sampling at the

sampling sites in the Lake Amvrakia during May and June 2009
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2009) and then by diffusion constants in water. Consequent-
ly, the polarity is not the only parameter to consider.

3.2 Field application

The analytical procedure was applied for the detection of
the target contaminants in the Lake Amvrakia, Western
Greece. The concentrations of pesticides in water after
passive sampling were estimated from the amount of the
individual pesticide in the exposed POCIS and the
corresponding sampling rate value according to Eq. 3.
The concentrations of the studied pesticides determined
with POCIS and spot samples collected at the same sites are
shown in Fig. 4. At the three sites, three of the 13 target
pesticides were found with the POCIS passive sampler.
Detection of pesticides is consistent with the major agricul-
tural activities around the lake. Alachlor and s-metolachlor are
mainly applied to corn cultivations while diazinon was
applied in horticulture and olive tree cultivations. The
pesticides alachlor and diazinon were detected more
frequently and had the higher TWA concentrations reaching
up to 3.32 and 13.5 ng/L, respectively. In general, pesticides
exhibited lower concentrations using passive sampling than
the concentrations determined using grab sampling. Only in
three cases, for diazinon (A2, June 2009) and s-metolachlor
(A2, A3, June 2009), were the concentrations from POCIS
higher than those by spot sampling. Alvarez et al. (2004)
showed also that the water concentrations from POCIS for
diuron were much higher than those from spot sampling,
while for isoproturon an opposite trend was observed.

Field conditions (water flow and turbulence, water
temperature, biofouling, suspended solids, etc.) different
from the conditions during calibration experiments in the
laboratory could affect the sampling rates and the estimated
water concentrations (Vrana et al. 2005; Togola and
Budzinski 2007).

The presence of organic carbon can affect the dissolved
fraction of waterborne contaminants. TWA concentrations
estimated using POCIS samplers reflect a truly dissolved
fraction of pesticides and those bound to particles with a
cross-sectional diameter lower than 0.1 pum, the pore size of
the membrane (Soderstrom et al. 2009). On the contrary,
spot samples were filtered through 0.45-pm-pore-size
filters and thus contained a higher contaminant fraction
that is bound to dissolved organic material (DOM) present
in water. The dissolved fraction of pesticides in water will
depend on the level and quality of DOM which may
fluctuate during the sampling period (Burkhard 2000;
Greenwood et al. 2007). However, the adsorption of polar
pesticides to DOM is generally low. Thus, the influence of
DOM would be greater for the more hydrophobic com-
pounds such as diazinon. Vrana et al. (2006a, b) also
attributed the differences between water concentrations of

PAHs obtained by active and passive sampling techniques
to the presence of DOM. Another reason for the differences
observed between spot and passive sampling may be the
great variation during the sampling period, i.e., peak
concentrations after short-term run-off events which will
give higher concentrations when employing active sam-
pling. On the contrary, the concentration peaks are
smoothed out by time integration with passive sampling
(Arditsoglou and Voutsa 2008).

Finally, the differences in the concentration levels
derived from the two approaches could be due to the low
frequency of the grab sampling (4 weeks between samples)
especially for small drainage basins (<1,000 km?) as in the
present study area. Mazzella et al. (2008) studied the
comparison of POCIS and SPE approaches for estimating
herbicide concentrations during a microcosm experiment
and concluded that the largest differences between the
concentration levels derived from spot and passive sam-
pling should be observed where the time resolution for grab
samples is low.

In order to obtain accurate quantitative data of the
contaminant concentrations, accurate field sampling rates
remain a challenge for kinetic passive samplers by the
use of performance reference compounds (PRCs), which
represent analytically non-interfering chemicals (e.g.,
deuterium or '*C-labeled compounds and native com-
pounds not found in the environmental system of interest)
that are added to a passive sampler prior to use (Huckins et
al. 2002; Alvarez et al. 2007). Recently, the use of PRCs
(DIA-d5) has been successfully applied for the assessment
of the Ry in situ and correction of laboratory-derived
sampling rates of POCIS for polar pesticides (Mazzella et
al. 2010). The use of passive samplers could be success-
fully applied for (a) water quality monitoring including the
pesticide screening and spatio-temporal distribution in
various aquatic environments, (b) identification of specific
contamination sources, (c) the assessment of the relative
risk for various aquatic organisms, and (d) for conducting
integrated monitoring studies by combining pesticide
analysis with toxicity evaluation using various bioassays
and toxicity tests (Soderstrom et al. 2009).

4 Conclusions

Laboratory experiments based on static renewals under
stirred conditions were performed for the calibration of
POCIS (pesticide configuration) and the calculation of
sampling rates of the selected pesticides. The calibration
revealed integrative uptakes of the target pesticides for
28 days. A lag phase for the more hydrophobic compounds
and a poor correlation between hydrophobicity and sampling
rates were observed. Using the described analytical proce-
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dure, trace levels of the target pesticides could be determined
(ng L™"). A short monitoring campaign was conducted in
Lake Amvrakia by passive and spot sampling for 2 months.
Among the target pesticides, alachlor, s-metolachlor, and
diazinon were detected. POCIS have been demonstrated
suitable for the screening of a broad range of pesticides and
they can give reasonable estimates of ambient concentra-
tions, providing a holistic approach for the determination of
pesticides in aquatic environments. More pronounced differ-
ences between pesticide concentrations obtained by spot
sampling and passive sampling indicate that further work is
needed in order to improve the performance of the passive
samplers in different environmental conditions, addressing
the feasibility of using PRCs on POCIS.

References

Allan 1J, Guigues N, Mills GA, Fouillac AM, Greenwood R (2007)
Evaluation of the Chemcatcher and DGT passive samplers for
monitoring metals with highly fluctuating water concentrations. J
Environ Monit 9:672—681

Alvarez DA (1999) Development of an integrative sampling device
for hydrophilic organic contaminants in aquatic environments.
Ph.D. thesis, University of Missouri-Columbia, p 160

Alvarez DA, Petty JD, Huckins JN (2000) Development of an
integrative sampler for polar organic chemicals in water. Issues
in the analysis of environmental endocrine disruptors. Keith
LH, Needham LL, Jones-Lepp TL (eds) ACS Symposia, 40
(1):71-74

Alvarez DA, Petty JD, Huckins JN, Jones-Lepp TL, Getting DT,
Goddard JP, Manahan SE (2004) Development of a passive, in
situ, integrative sampler for hydrophilic organic contaminants in
aquatic environments. Environ Toxicol Chem 23(7):1640-1648

Alvarez DA, Stackelberg PE, Petty JD, Huckins JN, Furlong ET,
Zaugg SD, Meyer MT (2005) Comparison of a novel passive
sampler to standard water-column sampling for organic contam-
inants associated with wastewater effluents entering a New Jersey
stream. Chemosphere 61:610-622

Alvarez DA, Huckins JN, Petty JD, Jones-Lepp T, Stuer-Lauridsen F,
Getting DT, Goddard JP, Gravell A (2007) Tool for monitoring
hydrophilic contaminants in water: polar organic chemical
integrative sampler (POCIS). In: Greenwood R, Mills G, Vrana B
(eds) Comprehensive analytical chemistry 48: passive sampling
techniques in environmental monitoring. Elsevier, Amsterdam, pp
171-197

Arditsoglou A, Voutsa D (2008) Passive sampling of selected
endocrine disrupting compounds using polar organic chemical
integrative samplers. Environ Pollut 156:316-324

Booij K, Vrana B, Huckins JN (2007) Theory, modelling and
calibration of passive samplers used in water monitoring.
Greenwood R, Vrana B (eds) Compr Anal Chem 48:141-169

Burkhard LP (2000) Estimating dissolved organic carbon partition
coefficients for nonionic organic chemicals. Environ Sci Technol
34:4663-4667

Danielidis DB, Spartinou M, Economou-Amilli A (1996) Limnolog-
ical survey of Lake Amvrakia, Western Greece. Hydrobiologia
318:207-218

Escher BI, Quayle P, Muller R, Schreiber U, Mueller JF (2006)
Passive sampling of herbicides combined with effect analysis
in algae using a novel high-throughput phytotoxicity assay
(maxi-Imaging-PAM). J Environ Monit 8(4):456-464

@ Springer

European Commission (2009) Document No. SANCO/10684/2009.
Method validation and quality control procedures for pesticide
residues analysis in food and feed. European Commission

FOOTPRINT (2006) The FOOTPRINT pesticide properties data base.
Database collated by the University of Hertfordshire as part of
the EU-funded FOOTPRINT project (FP6-SSP-022704). http://
www.eu-footprint.org/ppdb.html

Goldman CR, Horne AJ (1994) Limnology, 2nd edn. McGraw-Hill,
New York

Goreki T, Namiesnik J (2002) Passive sampling. Trends Anal Chem
21:276-291

Greenwood R, Mills GA, Vrana B, Allan 1J, Aguilar-Martinez R,
Morrison G (2007) Monitoring of priority pollutants in water
using Chemcatcher passive sampling devices. In: Greenwood R,
Mills G, Vrana B (eds) Comprehensive analytical chemistry 48:
passive sampling techniques in environmental monitoring.
Elsevier, Amsterdam, p 199

Gunold R, Schafer RB, Paschke A, Schuurmann G, Liess M (2008)
Calibration of the Chemcatcher® passive sampler for monitoring
selected polar and semi-polar pesticides in surface water. Environ
Pollut 155:52-60

Harman C, Tollefsen KE, Bayum O, Thomas K, Grung M (2008)
Uptake rates of alkylphenols, PAHs and carbazoles in
semipermeable membrane devices (SPMDs) and polar organic
chemical integrative samplers (POCIS). Chemosphere 72:1510—
1516

Huckins JN, Manuweera GK, Petty JD, MacKay D, Lebo JA (1993)
Lipid-containing semipermeable membrane devices for monitor-
ing organic contaminants in water. Environ Sci Technol 27:2489—
2496

Huckins JN, Petty JD, Lebo JA, Almeida FV, Booij K, Alvarez DA,
Cranor WL, Clark RC, Mogensen BB (2002) Development of the
permeability/performance reference compound approach for in
situ calibration of semipermeable membrane devices. Environ Sci
Technol 36:85-91

Kingston J (2000) The development of a passive sampling system for
the determination of time-averaged concentrations of organic
pollutants in aqueous environments. Ph.D. thesis, University of
Portsmouth, School of Biological Sciences, Portsmouth

Konstantinou 1K, Hela DG, Albanis TA (2006) The state of pesticide
pollution in freshwater resources (rivers and lakes) of Greece.
Part I. Review on occurrence and levels. Environ Pollut 141:555—
570

Konstantinou 1K, Hela DG, Lambropoulou DA, Albanis TA (2008)
Monitoring of pesticides in the environment. In: Tadeo JL (ed)
Analysis of pesticides in food and environmental samples. CRC,
Boca Raton, pp 319-357

MacLeod SL, McClure EL, Wong CS (2007) Laboratory calibration
and field deployment of the polar organic chemical integrative
sampler for pharmaceuticals and personal care products in
wastewater and surface water. Environ Toxicol Chem 26:2517—
2529

Martinez-Bueno MJ, Hernando MD, Aguera A, Fernandez-Alba AR
(2009) Application of passive sampling devices for screening of
micro-pollutants in marine aquaculture using LC-MS/MS.
Talanta 77:1518-1527

Mazzella N, Dubernet JF, Delmas F (2007) Determination of kinetic
and equilibrium regimes in the operation of polar organic
chemical integrative samplers. Application to the passive
sampling of the polar herbicides in aquatic environments. J
Chromatogr A 1154:42-51

Mazzella N, Dubernet JF, Delmas F (2008) Comparison between the
polar organic chemical integrative sampler and the solid-phase
extraction for estimating herbicide time-weighted average con-
centrations during a microcosm experiment. Chemosphere
73:545-550


http://www.eu-footprint.org/ppdb.html
http://www.eu-footprint.org/ppdb.html

Environ Sci Pollut Res (2011) 18:1222-1233

1233

Mazzella N, Lissalde S, Moreira S, Delmas F, Mazellier P, Huckins JN
(2010) Evaluation of the use of performance reference com-
pounds in an oasis-HLB adsorbent based passive sampler for
improving water concentration estimates of polar herbicides in
freshwater. Environ Sci Technol 44:1713-1719

Schafer RB, Paschke A, Vrana B, Mueller R, Liess M (2008)
Performance of the Chemcatcher® passive sampler when used
to monitor 10 polar and semi-polar pesticides in 16 Central
European streams, and comparison with two other sampling
methods. Water Res 42:2707-2717

Scott-Stephens B, Kapernick AP, Eaglesham G, Mueller JF (2009)
Event monitoring of herbicides with naked and membrane-
covered Empore disk integrative passive sampling devices. Mar
Pollut Bull 58:1116-1122

Shaw M, Eaglesham G, Muller JF (2009) Uptake and release of polar
compounds in SDB-RPS Empore disks: implications for their use
as passive samplers. Chemosphere 75:1-7

Soderstrom H, Lindberg RH, Fick J (2009) Strategies for monitoring
the emerging polar organic contaminants in water with
emphasis on integrative passive sampling. J Chromatogr A
1216:623-630

Stuer-Lauridsen F (2005) Review of passive accumulation devices for
monitoring organic micropollutants in the aquatic environment.
Environ Pollut 136:503-524

Togola A, Budzinski H (2007) Development of polar organic
integrative samplers for analysis of pharmaceuticals in aquatic
systems. Anal Chem 79:6734-6741

Tran ATK, Hyne RV, Doble P (2007) Calibration of a passive sampling
device for time-integrated sampling of hydrophilic herbicides in
aquatic environments. Environ Toxicol Chem 26:435-443

Vermeirssen ELM, Bramaz N, Hollender J, Singer H, Escher BI
(2009) Passive sampling combined with ecotoxicological and
chemical analysis of pharmaceuticals and biocides—evaluation
of three Chemcatcher™ configurations. Water Res 43:903-914

Vrana B, Mills GA, Allan 1J, Dominiak E, Svensson K, Knutsson J,
Morrison G, Greenwood R (2005) Passive sampling techniques
for monitoring pollutants in water. Trends Anal Chem 24:845—
868

Vrana B, Mills GA, Dominiak E, Greenwood R (2006a) Calibration of
the Chemcatcher passive sampler for the monitoring of priority
organic pollutants in water. Environ Pollut 142:333-343

Vrana B, Paschke A, Popp P (2006b) Calibration and field
performance of membrane-enclosed sorptive coating for integra-
tive passive sampling of persistent organic pollutants in water.
Environ Pollut 144:296-307

Zhang Z, Hibberd A, Zhou JL (2008) Analysis of emerging
contaminants in sewage effluent and river water: comparison
between spot and passive sampling. Anal Chim Acta 607:37—44

@ Springer



	Passive sampling of selected pesticides in aquatic environment using polar organic chemical integrative samplers
	Abstract
	Abstract
	Abstract
	Abstract
	Abstract
	Introduction
	Experimental section
	Chemicals, standards, and materials
	Calibration of POCIS
	Description of the area and sampling strategy
	Extraction of pesticides from passive samplers and spot water samples
	Chromatographic analysis
	Quality control, validation, and treatment of data

	Results and discussion
	Calibration and performance of POCIS
	Field application

	Conclusions
	References



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated v2 300% \050ECI\051)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 1.30
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 1.30
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 600
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e5c4f5e55663e793a3001901a8fc775355b5090ae4ef653d190014ee553ca901a8fc756e072797f5153d15e03300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc87a25e55986f793a3001901a904e96fb5b5090f54ef650b390014ee553ca57287db2969b7db28def4e0a767c5e03300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020d654ba740020d45cc2dc002c0020c804c7900020ba54c77c002c0020c778d130b137c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor weergave op een beeldscherm, e-mail en internet. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents best suited for on-screen display, e-mail, and the Internet.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /DEU <FEFF004a006f0062006f007000740069006f006e007300200066006f00720020004100630072006f006200610074002000440069007300740069006c006c0065007200200037000d00500072006f006400750063006500730020005000440046002000660069006c0065007300200077006800690063006800200061007200650020007500730065006400200066006f00720020006f006e006c0069006e0065002e000d0028006300290020003200300031003000200053007000720069006e006700650072002d005600650072006c0061006700200047006d006200480020>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToRGB
      /DestinationProfileName (sRGB IEC61966-2.1)
      /DestinationProfileSelector /UseName
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles true
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PreserveEditing false
      /UntaggedCMYKHandling /UseDocumentProfile
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


