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Table S1. Residues quantified on pine needle samples at different intervals of time after an aerial application of
Deltamethrin (0,2 L/ha) in Arenys d’Emporda (Girona-Spain) in 2021’s crop season.

Treatments Sample code Time Weight (g) Deltamethrin (ug kg?)
7 days 5.0178 23.8
M1 15 days 5.1405 < 20 (< LOQ)
9 months 5.0272 <20 (< LOQ)
Non treated 7 days 5.1276 < 20 (< LOQ)
area M2 15 days 5.1578 <20 (< LOQ)
(NT) 9 months 4.9785 <20 (< LOQ)
7 days 5.1822 <20 (< LOQ)
M3 15 days 4.9993 < 20 (< LOQ)
9 months 5.0450 <20 (< LOQ)
7 days 5.0605 239.6
15 days 5.0299 102.0
Mo 30 days 5.0690 80.5
9 months 5.0860 <20 (< LOQ)
7 days 5.0163 170.9
Treated area 15 days 5.1503 59.2
(TR) M7 30 days 5.0313 45.6
9 months 49571 <20 (< LOQ)
7 days 4.9640 2441
15 days 5.0971 43.9
M8 30 days 5.0629 39.6
9 months 4.9934 54.0




Table S2. Residues quantified on pine needle samples at different intervals of time after an aerial application of

Deltamethrin (0,2 I/ha) in Arenys d’'Emporda (Girona-Spain) in 2022’s crop season.

Treatment Sample code Time Weight (g) Deltamethrin (ug kg?)
7 days 4.6737 < 20 (< LOQ)
M1 15 days 5.0201 <20 (< LOQ)
9 months 4.9960 <20 (< LOQ)
7 days 5.0262 < 20 (< LOQ)
M2 15 days 5.0063 <20 (< LOQ)
9 months 5.0740 <20 (< LOQ)
Non treated 7 days 4.7130 <20 (< LOQ)
area M3 15 days 5.0582 <20 (< LOQ)
(NT) 9 months 4.9748 <20 (< LOQ)
7 days 5.0047 <20 (< LOQ)
M4 15 days 4.9880 <20 (< LOQ)
9 months 5.0290 <20 (<LOQ)
7 days 4.9941 <20 (< LOQ)
M5 15 days 5.0131 <20 (< LOQ)
9 months 5.04273 <20 (< LOQ)
7 days 5.0227 271.8
15 days 4.9866 1445
30 days 5.0582 80.1
Mo 45 days 5.0226 36.7
60 days 4.9663 70.6
9 months 5.0374 52.6
7 days 5.0044 213.9
15 days 4.9911 131.2
Treated area 30 days 5.0060 95.0
(TR) M7 45 days 5.0175 89.0
60 days 5.0096 34.9
9 months 5.0842 <20 (< LOQ)
7 days 5.0213 213.9
15 days 4,9912 101.0
. 30 days 5.0066 69.8
45 days 5.0173 26.7
60 days 5.0048 31.9
9 months 5.0699 <20 (< LOQ)




SAMPLE PREF.

EXTRACTION

CLEAN-UP

Pine needles and pine nuts

Mill the sample (coffee grinder)

Weight 5 g of sample

Sonication
| | | |
Method Method Method Method Method
Al A2 A3 Ad AD
| | | | |
HX:ACN HX:DCM HX:CO
b =kl 50:50 50:50 50:50

25 mL of solvent — 30 sonication

Filter supernatant in round-bottom flask

HLB,
i cs,
Fluorisil

Final volume =75 mL

Rotavap until almost dryness

SPE — Solid Phase Extraction

Conditioning — 10 mL solvent

Charge sample

Elution — 10 mL solvent

Evaporate until dryness

Reconstituted with 1 mL ACN

'

GC-ECD

QuEChERS

Method B

ACN

Add 4 g MgS0,, 1 g NaCl,
1g SCTD and 0.5 g SCDS

10 mL ACN

Shake 1 minute

Centrifuge at 4,000 rpm
for5 min

Transfer 5 mL of supernatant

Add 150 mg PSA, 0.9 g MgS0,

Shake 1 minute

Centrifuge at 4,000 rpm
for5 min

Take 1 mL of supernatant

GC-ECD

Figure S1. Detailed steps of the extraction and clean-up procedures under study.
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Figure S2. GC-ECD chromatogram of an standard at 20 pg kg (A), an a QC of pine needle at 20 ug kg
(B) and pine nuts at 20 pg kg (C).



