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S1 Chemicals, Materials, and Standard Solutions

Table S1 provides information about chemicals, reagents, analytical standards, and sorbents
used in this work. Stock solutions of analytical and isotopically labeled standards were prepared
in methanol at a concentration of 1 g.'! and stored in darkness at -20 °C for further use.
Standard solutions of humic acids (HA) were prepared by dissolution of 1 g of the powder in
1 L of MilliQ water at a pH of 10 while stirring for 3 hours, followed by filtering through 0.45
pm nylon membrane filters (47 mm, GVS, USA). After adjustment of the resulting filtrate to
a pH value of 7, concentration of humic acid was confirmed using a TOC analyser and was
stored in darkness at 4°C. Milli-Q water purification system (Merck Millipore, USA) was used

for production of ultrapure water.
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S2 GC Temperature Program and MS Acquisition of Pesticides

Temperature program for separation of ATZ, MET, and BOS on GC-MS was: 90 °C (0-1
min); 90-250 °C (1-9 min); 250 °C (9-12 min); 250-300 °C (12-17 min); 300 °C (17-20 min).
Information on calibration (range = 0.03-1.2 mg.L™!) are provided for each pesticide in Table S2,
along with LODs and LOQs in the measured extracts determined after the calibration method
DIN 32645".

Table S2 Limits of detection and quantification, quantifier ions, and regression calibrations for the
investigated analytes after extraction and measurement on GC-MS

STD* Quantifier (m/z) RT* (min) ISTD*  Calibration regression* (R?) LOD LOQ

ATZ 200 7.7 TBZ  y=0.0017z —0.1176 (0.9992) 0.05 0.17
MET 162 9.03 TBZ  y=0.0085z — 1.5263 (0.9893) 0.04 0.16
BOS 140 13.73 BOS-d4 y = 0.0084z + 8.8325 (0.9952) 0.04 0.15

* STD = standard; ATZ = atrazine; MET = S-metholachlor; BOS = boscalid; RT = retention
time; ISTD = internal standard; TBZ = terbuthylazine; y = obtained ratio of peak areas of
STD and ISTD on MS; x = concentration of standard; LOD and LOQ = limit of detection

and quantification, respectively, given in mg-L!.
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S4 CPES/CSorbent of HA and ATZ

Table S4 Ratios of the concentration in the PES membrane over OasisHLB sorbent using the notion
Cpes/CoasistLp at different deployment duration.

Analyte Porosity 7d 14d 21d
0.1 0.7+0.1 1.0£0.2 0.840.2
HA 5 0.6+0.0 0.840.0 0.840.1
8 0.7+0.1 0.7£0.0 0.740.1
0.1 0.24+0.0 0.34+0.0 0.3£0.0
ATZ ) 0.14+0.0 0.14+0.0 0.14+0.0
8 0.0+0.0 0.1£0.0 0.1£0.0

S5 SEM images of (Bio)Fouled PES Membranes
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Figure S1 SEM images for biofouled PES membranes of different porosities of 0.1 (left), 5 (middle)
and 8 pm (right).

S6 Impact of the Sorbent Mass on Accumulation Rates of ATZ

In this experiment, we increased the sorbent mass from 200 to 600, and 1200 mg and measured
the mass accumulation rates of ATZ at two initial concentrations (Carz=1 and 10 pg.L‘l)
on POCIS equipped with PES membrane of 8uym porosity. We observed a consistent 1.6-fold
increase in mass accumulation rate as the mass increased from 200 to 600 mg (Figure S3) —a
phenomenon previously explained by Fauvelle et al.?, while no increase occurred with further

increase in the sorbent mass.
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Figure S2 Employed POCIS (PES=8pum) with different sorbent masses of 200 (left), 600 (middle),
and 1200 (right) with a distinctive pattern where the sorbent primarily accumulates in the lower
section of the passive sampler.
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Figure S3 Atrazine mass accumulation rate of POCIS (PES=8pm) recorded in two different con-
centration setups (1 and 10ug/L) with increasing the sorbent mass between 200, 600 and 1200.
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