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Tables SI-C 1 and 2 present the suspects, which were confirmed, tentatively identified or rejected using
reference material or expert knowledge. The identification confidence is communicated using the
classification method of Schymanski et al. 2014. Figure SI-C 1 summarises the identification confidence
levels. We confirmed 19 transformation products (TPs) and one pesticide (Level 1) and rejected nine
TPs and seven pesticides. Two TPs were identified as probable (Level 2, no reference standard), three
TPs as tentative structure (Level 3), either because reference material was not available (2 TPs) or due
to analytical problems (1 TPs), and three suspects remained unclear and could not be classified
following Schymanski et al. (2014).

Extracted ion chromatograms (EICs) and MS/MS spectra of confirmed suspects (Level 1-3) are
illustrated on page 18-45. In addition, EICs of the most intense fragments were plotted to avoid that
background ions are mistakenly annotated as MS/MS fragments (see e.g. Fludioxonil-TP CGA 192155,
Fluxapyroxad (BAS 700 F)-TP CSAA798670).
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Figure SI-C 1: Identification confidence levels (Schymanski et al. 2014).
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Table SI-C 1: Pesticide TPs

Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence et al. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Chlorothalonil- H,N 0 N 30-50 0.4 12.9 Syngen | Not 13 150 1.3 e  MS/MS okay
TP SYN507900 Il ta included in
cl cl study
[M_H]_ [¢]] Cl
Level 1 “ \\N o S
oH / XN e Biphenyl column: confirmed
|
Chlorothalonil- HN o N 30-50 -0.7 15.3 Syngen | 55 28 1300 |1 e MS/MS okay
TP R417888 3 o Il| ta
\\o
[M'H]' P N [¢]] Cl
NZF
Level 1 ° cl N e Biphenyl column: confirmed
ANV
Cl
Chlorothalonil- H,N o N 30-50 -1.7 7.5 Syngen | Not 31 2700 | 3 e  MS/MS okay
TP R471811 Il ta included in
cl cl study
[M-H]- Cl cl
cl ? e  Biphenyl column: confirmed
Level 1 0=—s=—o0 NH, cl \\N but RTs are not perfectly stable

OH




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Chlorothalonil- HN o N 30-50 -4.5 5 Syngen | Not 18 - - e Compound was detected later
TP R419492 o\\ _OH ’ ‘ ta included in and could therefore not be
“ A study confirmed and quantified in
[M-2H]2- ¢ “ “ the here presented samples.
G “ Compound was confirmed
Level 1 0=5=0 cl \\N (Level 1) in other groundwater
OH al samples.
Chlorothalonil- N 30-50 0.0 10 Syngen | Not 13 - - e Compound was detected later
TP SYN548580 HN o | | ta included in and could therefore not be
study confirmed and quantified in
[M-H]- “ o “ “ the here presented samples.
N Compound was confirmed
Level 1 cl cl \\N (Level 1) in other groundwater
o al al samples.
Cycloxydim-TP [ cH, | <1 -0.1 15.5 BASF Not 1 1.3 1 e 2 peaksinstandard (RT 15.5 &
BH 517-TSO E/Z- . ) & 19 included in 19 min); peak 19 min is more
isomer ho /'L C|> study intense, different fragment
HiC NH ratios > E/Z isomers
[M+H]+ o on o e MS/MS okay
e Possibly, concentrations are
Level 1 overestimated as TP may be
formed during LC by hydrolysis
> of cycloxydim: pH~3 2single

injection of cycloxydim
contains 5-10% of TP
(estimation based on peak
areas)

e  Biphenyl column: confirmed




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Dimethachlor- . .o . 5-10 -0.9 15 Syngen | 39 28 95 0.5 e  MS/MS okay
TP CGA 369873 Ho/\\s\\/\[( :@ ta . '
] ° o IN}/_\CH e Biphenyl column: confirmed
- - o
Level 1 n! o i
Fipronil-TPRPA | 1 . 7L : <1 11 18.9 | BASF | Not 6 71 1 e MS/MS okay
200761 f@wi\\ } T included in e Reference standard contains
S study also fipronil-TP 106681
[M+H]+ s B} y (intensity <1% relative to
! intensity of fipronil-TP RPA
Level 1 N( ) a 200761)
o e reference standard: certificate
V4 F%’ of analysis is expired since May
o 2013
e Biphenyl column: TP is not in
samples analysed with
biphenyl column
Fludioxonil-TP o OH 1-5 -0.7 18 Syngen | 3 2 200 3 e MS/MS okay
CGA 192155 ta
E o}
[M-H]- X
F oo e Biphenyl column: confirmed
Level 1




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Fluxapyroxad o OH 1-5 -2.8 10.4 BASF Not 1 ~60 15 e MS/MS okay
(BAS 700 F) & . included in e Shoulder peak in matrix sample
bixafen-TP & study possibly due to tautomerism or
CSCD465008 ( AN carboxylic acid (protonated /
F deprotonated form; predicted
[M-H]- NN pKa 3.3)
e concentrations are
Level 1 quxapyroxad (BAS semigantitative due to poor
700) peak shape on Atlantis column
e ChemSpider hit elutes 1.3 min
I later: 1-(Difluoromethyl)-1H-
W pyrazole-3-carboxylic acid
4 e  Biphenyl column: confirmed
(better peak shape than on
. Atlantis column)
bixafen
Fluxapyroxad CH, 1-5 -2.7 12 BASF Not 1 13 10 e  MS/MS okay
(BAS 700 F)-TP ,L \8% included in e Shoulder peak in matrix sample
CSAA798670 & N ; o study possibly due to carboxylic acid
bixafen-TP M42 \ roorom (protonated / deprotonated
. oH r form; predicted pKa 3.3)
[M+H]+ y ! P
Level 1 Fluxapyroxad e Biphenyl column: confirmed

(BAS 700)
Lo
H S
F oo O

bixafen




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Metalaxyl-M-TP CH, CH, 1-5 -5 16 Syngen | 4 1 8.8 7 e  MS/MS okay
CGA108906 b vo_o NN ta e Double peak possibly due to
;\ I ;\ j\': CHa acid group (protonated /
[M+H]+ o N o o N cH, deprotonated form; predicted
- P ho o, pKa 3.2)
Level 1 OH e  Both peaks have same
fragments
e noisy -> high LOQ
e according to MS/MS,
compound is in several
samples
e Biphenyl column: TP is not in
samples analysed with
biphenyl column
Metolachlor-TP OH cH, | 10-30 -0.5 17 Syngen | 9 20 150 1 e MS/MS okay
CGA 368208 / S o o o ta e TP of metolachlor-ESA &
Acetochlor e o \ < 42 acetochlor
sulfonic acid ’ He Y e Biphenyl column: confirmed
[M-H]- " E:S o
Level 1 CH cHy
Metolachlor-TP OH cH, | 10-30 -3.6 22 Syngen | 290 22 430 1.7 e  MS/MS okay
NOA413173 o:é:o cl ° O/ ta e Double peak like metolachlor-
H,C Oﬁ) \_< ESA
[M-H]- on HC " e TP of metolachlor-ESA
N\(go
Level 1

e  Biphenyl column: confirmed




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Nicosulfuron-TP HN_NH "o, 1-5 -1.6 8.5 Dupont | Not 17 47 3 MS/MS okay
AUSN I o, J\/A included in Blind: up to 1 ng/L
“Son, R \NJ\NH study
[M+H]+ N &
/ A o . .
o o=s=o o Biphenyl column: confirmed
Level 1 Z W N\/CH
N CH
Nicosulfuron-TP | N __o "o, 1-5 -2.3 9.4 Dupont | Not 27 75 0.2 MS/MS okay
UCSN . J\/A included in
N Nen PN study
[M+H]+ HN\//S// N B A,
° P o—t=o o Biphenyl column: confirmed
Level 1 W W
) -
Pinoxaden-TP " " o <1 2.1 18.2 Syngen | 2 4 5.5 0.3 Possibly, concentrations are
NOA 407854 S\ e “zc/;() ta overestimated as metabolite
e ! ° ] may be formed during LC by
[M+H]+ ~ ne 4 T/j hydrolysis of pinoxaden: pH~3
Mo / A ->single injection of pinoxaden
Level 1 e contains 10-20% of TP

(estimation based on peak
areas)

Noisy

Biphenyl column: confirmed




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Terbuthylazine- OH CH, 30-50 -2.7 8 Syngen | Not 25 27 0.6 e  MS/MS okay
TP CSAA036479 He% I\ ta included in
°© study
[M+H]+ )HN\ CHy N)\
N| NN CI)'\ e  Biphenyl column: confirmed
Level 1 Ho)\N/)\NHZ
Terbuthylazine- CH, cH, 30-50 -2.5 14 Syngen | Not 29 190 0.5 e  MS/MS okay
TP CSCD648241 o LYOH kN ta included in
Y study
[M+H]+ N 'N N)\
?N/ CH, O)'\N e  Biphenyl column: confirmed
Level 1 ><
H,C CH,
Terbuthylazine- He HN\‘//NYOH CH, 30-50 -1.5 8.3 Syngen !\lot . 27 32 3 . MS./MS okay
TP CSCD692760 | k ta included in e Noisy
HJC&NYN )NH\ study
[M+H]+ HO o N
C‘)I\N e Biphenyl column: confirmed
Level 1
Terbuthylazine- CH, CH, 30-50 1.8 12.7 Syngen | Not 29 78 0.5 e MS/MS okay
TP MT23- H3C>< k ta included in e Many samples contain further
GS16984 no " )\ study isobaric peaks:
/k NI RT 10.5, 11.8 min
[M+H]+ N| SN )|\
)\ /)\ “ e  Biphenyl column: confirmed
Level 1 "o N on




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Chlorotoluron MO, o Mo CH 10-30 -1.8 15 11 9 No - No standard
TP CGA 15140 )\ /g STD Cl isotope pattern fits in
o NH HN o samples with intense peaks
[M-H]- Fragments 197 & 152 detected
(Reemtsma et al. 2013)
Level 2a o .
CH,
o OH
Fipronil-TP RPA y O ok F <1 1 19 BASF Not 11 120 - No standard
106681 w N \\\\)( T no STD | included in semiquantitative, same
U= © synthet | study calibration model as for
[M+H]+ Ve . y isized fipronil-TP RPA 200761;
) standard RPA200761 seems to
Level 2b N\/ ) e be not pure, i.e. contains as
- well RPA 106681 = fragments
N// r% in standard & sample match
J T perfectly
Chlorothalonil- HN o N 30-50 -0.7 10.3 Not RT 10 RT10 | - Isomers of R417888
TP 4-carbamoyl- | | and - & 12 included in | min: 18 | min: No standard
2,3,5-trichloro- “ “ 0.7 study 49 - semi-quantitative,
6- “ “ RT 12 conservative estimation, same
cyanobenzenes G c min: RT 12 calibration model as for
ulfonic acid 0=$=0 cl N 19 min: chlorothalonil-TP R417888
/ 2-carbamoyl- oH 4 S 120
3,4,5-trichloro- HN o
6- HO 3
cyanobenzenes \//S// “
ulfonic acid ©
[M-H]- N// cl
Cl
Level 3

10




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)

(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Cymoxanil-TPs: He il N 5-10 -2.3 11.5 Dupont | Not 2 53 1 e Compounds are isobaric to
IN-JX915 and P //N PPN P and included in cymoxanil
IN-U3204 HN \[O( I " -0.3 study Cymoxanil:
o N logD (pH7): 0.1 . 2 peak.s: 11.5, 15:3 min; highest
[M+H]+ HN& CHs intensity: 15.3 min
o TP IN-JX915:
Level 3 TP IN-JX915 or e 3 peaks(7.7,11.5, 15.3 min);
o, highest intensity: 11.5 min
( e  Peak at 15.3 min is probably
HN NYO cymoxanil (cymoxanil is not
o " stable during analysis >
HsC N cymoxanil standard: 2 peaks
° (11.5 & 15.3 min)
TP IN-U3204 TP IN-U3204:

e 2 peaks (7.7, 11.5); highest
intensity: 11.5 min

=>» Equilibrium between 3
structures? According to logD
(pH3):

o 7.7 min: IN-JX915
o 11.5 min: IN-U3204
o 15.3 min: cymoxanil

Samples:
e Only peak at 11.5 min
e Noisy

e  MS/MS okay

Biphenyl column: concentration in
samples was too low to be
confirmed with biphenyl column

1"




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Azole-TP 1,2,4 OH Different azoles 5-10 -4.2 6 Bayer Not 0 10 RT does not match
triazole acetic included in
acid °© study Biphenyl column: no clear peak
N/Nw in sample
[M+H]+ \\_é
Rejected
Cymoxanil-TP He, o il N 5-10 -1.4 9.9 Dupont | Not 0 15 RT does not match
IN-KQ960 O—NH NH, wo M \/g) included in Noisy
o N \[O( I " study
[M+H]+ HN« cHy Biphenyl column: rejected
[e]
Rejected
Cyprodinil-TP H,C N NH, 5-10 0.9 10 Syngen | Not 0 5 Noisy
CGA 249287 = Y ta included in Small peak (<5 ng/L) in 2
N study samples with similar RT as in
[M+H]+ H,C /N\’/NH .standa.rd, bu.t fragment.
| intensity ratios do not fit well
Rejected XN in sample & standard
Spiked sample: double peak 2>
probably different compound
in sample
Biphenyl column: rejected
(peak in sample elutes 0.5 min
earlier)
Ethofumesate- ° o NS o .| 10-30 1.3 Dr. Not 0 Not RT does not match
2-hydroxy Hoé;©\o/\\5\\/cm m/( Ehrenst | included in deter Low ionizability
R ° - orfer study mine
Rejected d

12




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Methiocarb-TP o CH O, 1-5 1.5 14.5 Bayer Not 0 6 e RT does not match
methiocarb N )\ included in
sulfone phenol g oy study
H,C on e Biphenyl column: rejected
[M'H]_ H,C CH
N
Rejected CHy
Pirimicarb- CH, HC. _CH, 1-5 18 8.5 Dr. Not 0 0.5 e RTdoes not match
N
desamido H.C o )\ Ehrenst | included in
(R031805) | N o o orfer study
NN HC e Biphenyl column: not tested
[M+H]+ Y | S
HJC/N\CH3 H,C N T
Rejected |
CH,
Pymetrozine-TP CH, cH, | <1 -0.6 11 Syngen | Not 0 - e Reference standard: 2 peaks
CGA371075 I ta included in (10.7 & 11 min)
o N o XN .
\’& | study Samples: 1 peak (~10.8 min)
[M+H]+ e NA Different fragments
H,C \N/NH | o LOQ cannot be defined
. 3
Rejected N |
A Biphenyl column: no peak in
STD
Spiroxamin ot e o | 5-10 -2.3 7 Bayer Not 0 2 RT does not match
aminodiol Nr o e \/Em J included in
H c/\/ . .
’ study Biphenyl column: rejected
[M+H]+
Rejected

13




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Terbuthylazine- NH, CH, 30-50 0.5 3.8 Syngen | Not 0 Not e RT does not match
TP MT24 ta included in deter | ¢ Peakat12.6 minin EICis In-
G35713 NN )NH\ study mine source fragment of
)|\ /)\ i S| d Terbuthylazine-TP MT23-
[M+H]+ o N oH c.)\N /)\N GS16984
H CH,
Rejected
Asulam-TP o H,Co 10-30 -0.2 7.5 LGC Not 3 14 10 e [M+H]+ and [M+NH4]+ of
Sulfanilamide [ o included in similar intensity
O——=S—NH, )‘\ study e No MS/MS due to low
[M+NH4]+ 9 NH intensity?
O:é:o e RTokay
Unclear
e Biphenyl column:
concentration in samples was
NH, too low to be confirmed with
biphenyl column
NH,
Pymetrozine-TP CH, CH, <1 -1.2 7.5 Syngen | Not 1 ~LoQ | 15 e No MS/MS in samples due to
CGA294849 O%‘/k KKN ta included in low intensity
N | study ®  noisy
[M+H]+ P IL N/N\[(NH e low ionization efficiency
H,N | . .
2 Y W o e onlyin 1sample with urban
Unclear 0 “ | catchment

e Standard was pursued due to
later-eluting, more intense
peaks

e Biphenyl column:
concentration in samples was
too low to be confirmed with
biphenyl column

14




Suspect Structure Parent Sales Log D RT Refe- Reemtsma | Nr. Of Max. | LOQ Comment

amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)

(t/a) mate- 75th (ng/L)

(BLW rial percentile

2018) from (ng/L)
Trifluoroacetic- o f <1 -2.6 5 Sigma- | Not 31 - e inall samples
acid o o Fjﬂ Aldrich | included in e Only 1 fragment

o=5=o ¢ study e Quantification not possible
[M-H]- . with applied LC method
0 o e Tembotrione is probably not

Unclear the major source of

[¢]

Tembotrione

trifluoroacetic acid
e High background

15




Table SI-C 2: Pesticides

Suspect Structure Sales LogD RT Refe- Reemtsma | Nr. Of Max. LoQ Comment
amount (pH 7) (min) | rence et al. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Oxadixyl i*) No data 1.8 16 Riedel- | Not 1 41 1 e MS/MS okay
W de included in e Not approved as pesticide since 2011
[M+H]+ "o ' Haén study e Biphenyl column: oxadixyl <LOQ in
Level 1 ‘e samples which were analysed with
biphenyl column
Captan ) 30-50 3.2 Riedel- | Not 0 - e Noionization / not stable in water?
de included in
Rejected a. SN Haén study
Chlorpropham wew o M 1-5 3.2 20 Sigma- | Not 0 1000 | ¢ RTdoes not match
(CIPC) Y \ﬂ/ Aldrich | included in e Low ionizability
oo study
[M+H]+ a
Rejected
Fenazaquin ‘//N <1 5.4 24 Sigma- | Not 0 10 e RT does not match
ngg Aldrich | included in
[M+H]+ o study e Biphenyl column: no peaks in analysed
Rejected samples
Heptenophos cl No data 1.1 18 Riedel- | Not 0 50 e lonization only in positive mode = no
m de included in peak in samples
[M+H]+ 5 Haén study
Rejected HSC\O/\P§O
\
/O
H,C

16




Suspect Structure Sales LogD RT Refe- Reemtsma | Nr. Of Max. LoQ Comment
amount (pH 7) (min) | rence etal. 2013: | Detects | conc. | (ng/L)
(t/a) mate- 75th (ng/L)
(BLW rial percentile
2018) from (ng/L)
Metaldehyde CH, 30-50 1.2 13.5 Dr. Not 0 100 e High background
OJ\O Ehrenst | included in e [M+NH4]+ more sensitive
[M+NH4]+ y 04< >7CH orfer study
Rejected N d e Biphenyl column: rejected
Pyrifenox al No data 3.7 18.5 Dr. Not 0 3 e RT does not match
Ehrenst | included in
[M+H]+ orfer study e  Biphenyl column: rejected
Rejected “
HSC/O\N/
| X
NP
Vinclozolin Hzi No data 3.7 20.5 Dr. 0 100 e RT does not match
HiC Ehrenst e Low ionizability
[M+H]+ ° o orfer
Rejected N‘{
@]

Cl

Cl

17




Rel. Intensity

Intensity

Chlorothalonil-TP R417888

Level 1 HO©):S
[M—H]- 326.88063 0 -
(STD 100 ng/L) o

Normalized Extracted lon Chromatogram (MS1)

1.0
B Standard
05 B Sample
’ @ Spiked Sample
0.0 — T f- = T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 25
1.4e+07 Standard B 283.8747
Sample 66405 W 219.9128
1.26+07 Spiked Sample € O 262.9186
B 96.9601
56405 @ 203.917
1.0e+07
8.0e+06 2 4et05
c
g
c -]
6.0e+06 = 3e+05
4.0e+06 2e+05
2.0e+06 1le+05 —
0.0e+00 0e+00 T - T T T
14 15 16 17 14 15 16 17
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 25
1.0 7 Sample; RT: 14.8; NCE: 25 W 283.8747
B 219.9128
1.5e+06 | O 262.9186
B 96.9601
0.5 @ 203.917
=
2
3 2 1.0e+06
£ 40 | 2
g | g
E —
[J)
@
-0.5 - 5.0e+05 —
-1.0 - Standard; RT: 16; NCE: 25
T T T T 0.0e+00 T T T T
0 100 200 300 14 15 16 17
Fragment m/z Retention Time (min)

similarity score = 1

18



Rel. Intensity

Intensity

Chlorothalonil-TP R471811 e §Oon
Level 1 o
[M—-H]- 344.8912
(STD 500 ng/L)

o NH,
Normalized Extracted lon Chromatogram (MS1)
1.0 1
B Standard
05 B Sample
’ @ Spiked Sample
0.0 — T T T T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 40
6e+05
1.2e+07 — Bl Standard B 301.8855
B Sample B 237.9236
@ Spiked Sample 5e+05 — O 194.9176
1.0e+07 — B 114.9264
0 96.9602
4e+05 —
8.0e+06 —
2
2
6.0e+06 ~ g 3et05 T
4.0e+06 — 2e+05
2.0e+06 — 1e+05
0.0e+00 T T I T 0e+00 T T ‘Aﬂhhh — T
6 7 8 9 6 7 8 9
Retention Time (min) Retention Time (min)
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NCE: 40
10 2.5e+06
0 Sample; RT: 7.4; NCE:|40 B 301.8855
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2
G
E | | ‘? 1.5e+06 —
£ 0.0 = I 2
| |
= £
I 1.0e+06 —
(14
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: 1IN
T T T T T 0.0e+00 T T T T
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Fragment m/z Retention Time (min)

similarity score = 0.999
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Rel. Intensity

Intensity

Chlorothalonil-TP SYN507900 HN___0

Level 1
=
(STD 50 ng/L) NF
OH
Normalized Extracted lon Chromatogram (MS1)
1.0
B Standard
05 B Sample
’ @ Spiked Sample
0.0 — T T " T A T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 50
Bl Standard 3.5e+05 — B 219.913
56+06 — | Sample l 183.9362
@ Spiked Sample O 146.9756
3.0e+05 B 244.9083
40406 — @ 134.9757
er 2.5e+05 |
>
3e+06 — g 2.0e+05 —
g
£
1.5e+05 —
2e+06 —
1.0e+05 —
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5.0e+04
0e+00 T T T T 0.0e+00 T T L T T T
11 12 13 14 15 11 12 13 14 15
Retention Time (min) Retention Time (min)
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NCE: 50
1.0 7 Sample; RT: 12.9; NGE: 50 W 219.913
1.5e+06 B 183.9362
O 146.9756
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=
‘0 _
2 - 1.0e+06
£ 40 . N , || a
g © T 2
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@
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similarity score = 1

20



Rel. Intensity

Intensity

Chlorothalonil-TP R419492
Level 1
[M—-2H]2- 185.934572
(STD 100 ng/L)

S(0),0H

$(0),0H
Normalized Extracted lon Chromatogram (MS1)
1.0
B Standard
05 B Sample
’ @ Spiked Sample
0.0 - ape | | I T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 30
Bl Standard B 79.9574
| Sample 1.5e+05 — B 121.9801
] @ Spiked Sample O 164.4313
2.0e+06 B 156.9496
O 168.9494
1.5e+06 > 1.0e+05 )
¥
c
g
1S
1.0e+06 ‘
5.0e+04 —
5.0e+05 A
o N
AT DR N n
ik N
| . ] il
0.0e+00 0.0e+00 — I I I
35 40 45 50 55 60 65 35 40 45 50 55 60 65
Retention Time (min) Retention Time (min)

Relative intensity
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NCE: 30
1.0 7 Sanjple; RT: 4.5; NCE: 30 6e+05 | W 79.9574
l 121.9801
O 164.4313
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4e+05 —
L
0.0 ' L [ l | X 2
' |I I||| ' 8 3e+05
£
2e+05 —
-0.5
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-1.0 - Standard; RT: 5.2; NCE: 30
T T T T T T 0e+00 —— T T 1
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Fragment m/z Retention Time (min)

similarity score = 0.721
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Rel. Intensity

Intensity

. H,N 0
Chlorothalonil-TP R419492 '
Level 1 S(0),0H
(STD 100 ng/L) NF
S(0),0H
Normalized Extracted lon Chromatogram (MS1)
1.0
B Standard
05 B Sample
’ @ Spiked Sample
00 _ ail [ T T T T
0 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 30
B Standard 3.5e+04 — N B 291.8893
4e+05 — B Sample B 167.9413
@ Spiked Sample | O 355.8512
3.0e+04 B 275.8939
@ 183.9369
3e+05 - 2.5e+04 —
>
£ 2.0e+04
c
g
2e+05 — £
1.5e+04 — )
1.0e+04 | |
1e+05 ‘ i
5.0e+03 | il ,
i il (
I i AL A
0e+00 o ’ 0.0e+00 T T T T T T
35 40 45 50 55 60 65 35 40 45 50 55 60 65
Retention Time (min) Retention Time (min)
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NCE: 30
1.0 7 Sample; RT: 4.5; NCE: 30 1.46+05 — W 291.8893
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O 355.8512
1.2e+05 W 275.8939
0.5 @ 183.9369
> 1.0e+05 —
‘0
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E oo | | G 8.0e+04
%) . | | Q
2 | | =
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@
-0.5 4.0e+04 —
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Fragment m/z
similarity score = 0.545
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Rel. Intensity

Intensity

Chlorothalonil-TP SYN548580

H,N
Level 1 '
[M—H]- 280.9293
(STD 100 ng/L) 0P,
Normalized Extracted lon Chromatogram (MS1)
1.0
B Standard
05 B Sample
’ @ Spiked Sample
0.0 — T T i T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 30
Bl Standard B 237.9233
B Sample le+05 — H 1949181
5e+06 — @ Spiked Sample O 121.9801
B 158.9412
8e+04 @ 201.9472
4e+06 —
=y
36406 — 4] 6e+04 —
g
£
26+06 4e+04 —
1le+06 — 2e+04
0e+00 — I *-‘_.__'—l_ 0e+00 - I TN AT I :
8 9 10 11 12 8 9 10 11 12
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 30
1.0 7 Sample; RT: 9.7; NCH: 30 W 237.9233
i B 194.9181
2.0e+06 @ 121.9801
B 158.9412
0.5 @ 201.9472
2 1.5e+06 —|
[%2]
g 2
£ .o —. | 2
g T | g
g € 1.0e+06
K9]
@
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5.0e+05 —
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T T T T T T T T 0.0e+00 —— T T T T
0 50 100 150 200 250 300 350 8 9 10 11 12
Fragment m/z Retention Time (min)

similarity score = 0.99
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Rel. Intensity

Intensity

Cycloxydim-TP BH 517-TSO E/Z-isomer 0s 0

Level 1
[M+H]+ 342.17336
OH N
(STD 25 ng/L) \OK
Normalized Extracted lon Chromatogram (MS1)
1.0 1
B Standard
05 B Sample
’ 1 @ Spiked Sample
0.0 — T a q —L T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 20
2.0e+04
8e+06 — B Standard B 296.3312
B Sample l 178.(861
@ Spiked Safnple O 278.[1208
B 280.[1363
1.5e+04 — 0 254.0842
6e+06 —
2
2
4e+06 — % 1.0e+04 —
2e+06 5.0e+03 —
0e+00 T lmm'l' T T T : 0.0e+00 T T T T T
15 16 17 18 19 15 16 17 18 19
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 20
1.0 7 Sample; RT: 18.7; NCE: 20 m
1.2e+06 — =]
(]
m
0.5 — 1.0e+06 — m
2
G
S ‘ > 8.0e+05 —
E 0.0 L a
) I 2
2 £ 6.0e+05
<
]
(14
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2.0e+05
-1.0 - Standard; RT: 18.7; NCE: 20 m
T T T T T 0.0e+00 —— T T T
0 100 200 300 400 15 16 17 18
Fragment m/z Retention Time (min)

similarity score = 0.902
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Rel. Intensity

Intensity

Dimethachlor-TP CGA 369873
Level 1
[M—-H]- 242.04925
(STD 25 ng/L)

o)
)J\/S(O)ZOH
N
H

Normalized Extracted lon Chromatogram (MS1)

1.0 1
B Standard
05 B Sample
’ @ Spiked Sample
0.0 — T T T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 60
4e+05
M | Standard W 79.9574
W Sample B 120.9602
8e+06 — @] Spiked Sample O 94.9809
B 76.9703
3e+05 0 120.082
6e+06 —
2
B
E 2e+05
4e+06 — =
le+05
2e+06 —
0e+00 — T L | | I 0e+00 — — T T T
13 14 15 16 17 13 14 15 16 17

Relative intensity

Retention Time (min)

Most Intense MS2 Scan

Retention Time (min)

Most Intense Fragments in Standard

NCE: 60
1.0 7 Sainple; RT: 14.4; NCE: 60 79.9574
2.5e+06 — 120.9602
94.9809
76.9703
0.5 2.0e+06 — 120.082
‘ l 2 1.5e+06
0.0 ; i o
1.0e+06 —
_05 —
5.0e+05
-1.0 - Stamdard; RT: 15.6; NCE: 60
T T T T T T T 0.0e+00 — T T T
0 50 100 150 200 250 300 13 14 15 17

Fragment m/z
similarity score = 1

25

Retention Time (min)



Rel. Intensity

Intensity

Fipronil-TP RPA 200761
Level 1
[M+H]+ 455.94056
(STD 25 ng/L)

Normalized Extracted lon Chromatogram (MS1)

1.0 1
B Standard
05 B Sample
’ @ Spiked Sample
0.0 — T T T T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 15
m Standard 1.2e+05 1 W 437.9294
B Sample W 386.9449
@ Spiked Sample ] O 368.9338
2.0e+06 — 1.0e+05 B 342.9552
0 469.9557
8.0e+04 —
1.5e+06 —
2
B
G 6.0e+04 —
£
1.0e+06 —
4.0e+04 —
5.0e+05 —
2.0e+04 —
0.0e+00 T T |I T 0.0e+00 T T \ T T
17 18 19 20 17 18 19 20
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 15
1.0 Sample; RT: 18.9; NCE: 15 1.4e+06 W 437.9294
H 386.9449
1.2e+06 O 368.9338
W 342.9552
0.5 0 469.9557
1.0e+06 —
2
2
[} 2 _
g . | II I 3 8.0e+05
g I | g
5 = 6.0e+05 ]
]
(14
-0.5 < 4.0e+05 —
2.0e+05
-1.0 - Standard; RT: 18.8; NCE: 15 H
T T T T T T 0.0e+00 T T . T
0 100 200 300 400 500 17 18 19 20
Fragment m/z Retention Time (min)

similarity score = 0.992
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Rel. Intensity

Intensity
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Relative intensity
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o
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I
o
3

-1.0

Fludioxonil-TP CGA 192155

Level 1 ><
[M-H]- 201.00048 °
(STD 25 ng/L) Ho™ o
Normalized Extracted lon Chromatogram (MS1)
B Standard
_ B Sample
I I I
0 5 10 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 80
| B Standard B 91.0191
B Sample B 65.0032
46405 O 164.8363
B 166.8334
n @ 63.0239
3e+05
i 2
k7]
c
g
c
-  2e+05
_ le+05 m
T T 1 0e+00 T T = T
16 17 18 19 16 17 18 19
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 80
T Sample| RT: 17.9; NCE: 80 6e+05 B 91.0191
B 65.0032
O 164.8363
5e+05 B 166.8334
. @ 63.0239
4e+05
| >
k7]
" 5
‘ | 2 3e+05
2e+05
1e+05
_ Standard; RT: 17.8; NCE: 80 J__L;‘ﬁ
T T T T 0e+00 T T = T
50 100 150 200 250 16 17 18 19

Fragment m/z

similarity score = 0.958
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1.0

0.5

Rel. Intensity

0.0

4e+06

3e+06

2e+06

Intensity

le+06

Oe+00

1.0

0.5

Relative intensity
o
o

I
o
3

-1.0

Fluxapyroxad (BAS 700 F)-TP CSAA798670 OH
Level 1 0 =
NMe
[M+H]+ 177.04701 </
(STD 25 ng/L)
Normalized Extracted lon Chromatogram (MS1)
B Standard
B Sample
@ Spiked Sample
E— “ ~y T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 85
N W Standard 6e+04 — 109.p895
B Sample 155.p45
@ Spiked Sample 137.p844
5e+04 — 65.0B99
. 68.0[L44
4e+04
>
D
— g
E 3e+04 —
2e+04 —
le+04 —
— 0e+00 — — - T T
11.0 11.5 12.0 12,5 13.0 11.0 11.5 12.0 12,5 13.0
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 85
i 3.0e+05
Sdgmple; RT: 12; NCE: 85 B 109.0395
B 155.045
i O 137.0344
2.5e+05 B 650399
. @ 68.0144
2.0e+05
>
I g
PO I & 1.5e+05
[ £
1.0e+05 q{
5.0e+04
_ Standard; RT: 12; NCE: 85 | H
T T T T T 0.0e+00 —— T . T
0 50 100 150 200 11.0 11.5 12.0 12,5 13.0

Fragment m/z
similarity score = 0.715
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Rel. Intensity

Intensity

Fluxapyroxad (BAS 700 F)-TP CSCD465008 H
AN
Level 1 \ N
/
[M-H]- 161.01681 o
(STD 25 ng/L) 3
Normalized Extracted lon Chromatogram (MS1)
1.0
B Standard
05 B Sample
’ @ Spiked Sample
OO | e | e ST N e bl e i k. - | | |
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 80
] B Standard 8e+04 B 65.9984
1.5e+06
B Sample B 50.0032
@ Spiked Sample O 116.9287
m 97.0207
6e+04 — O 117.027
1.0e+06
=
2
o 4e+04 —
IS
5.0e+05 — \ '
2e+04 /\ ”
i
0.0e+00 ‘| 4 = J| . L |"I — 0e+00 T I"uﬂ"Am T T
9 10 11 12 9 10 11 12
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 80
1.0 1 BT . :
Sample; RT: 10.2; NCE: 80 46405 B 65.9984
B 50.0032
O 116.9287
m 97.0207
0.5 1 @ 117.027
3e+05 —
)
‘@
g | | 2
£ 40 | @
2 £ 2e+05
E =
]
o
_05 —
le+05 —
-1.0 4 Stanflard; RT: 10.6; NCE: 80 | |
T T T T T 0e+00 T =
0 50 100 150 200 9 10 11 12

Fragment m/z
similarity score = 0.329
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Rel. Intensity

Intensity
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Level 1
[M+H]+ 296.11286
(STD 25 ng/L)

Metalaxyl-M-TP CGA108906

Normalized Extracted lon Chromatogram (MS1)

Extracted lon Chromatogram (MS1)

10

B Standard
B Sample
@ Spiked Sample

15

Retention Time (min)

Standard
Sample
Spiked Sample

2
‘B
c
Q
<
15.0 15.5 16.0 16.5 17.0
Retention Time (min)
Most Intense MS2 Scan
1 Sample; RT} 16.3; NCE: 40
| 2
L o
L | | | T T I3
=
_ Standard; RT: 16.2; NCE: 40

0 50 100 150 200 250 300 350

Fragment m/z
similarity score = 0.996
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4e+05

3e+05

2e+05

le+05

Oe+00

2.5e+06

2.0e+06

1.5e+06

1.0e+06

5.0e+05
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Most Intense Fragments in Sample
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Metolachlor-TP CGA 368208 / Acetochlor sulfonic acid

Rel. Intensity

Intensity
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$(0),0H
HN{

[M-H]- 256.0649 ?
(STD 50 ng/L)
Normalized Extracted lon Chromatogram (MS1)
B Standard
B Sample
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10

Extracted lon Chromatogram (MS1)

Bl Standard
B Sample
@ Spiked Sample

15 16 17 18 19
Retention Time (min)
Most Intense MS2 Scan
1 Sample; RT: 16.4; NCE: 55
! |
T [
_ Standard; RT: 16.7; NCE: 55
T T T T T T T
0 50 100 150 200 250 300

Fragment m/z
similarity score = 1
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Intensity

Intensity
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- |
A\
I I i I I
15 16 17 18 19

Retention Time (min)



Rel. Intensity

Intensity

Metolachlor-TP NOA413173

Level 1
[M—-H]- 328.08603 O N
(STD 500 ng/L) j/ I
HO(0),S O OH

Normalized Extracted lon Chromatogram (MS1)

1.0
r B Standard
05 - B Sample
' @ Spiked Sample
0.0 — T | T T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 25
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5e+0 B Sample B 120.9603
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2.0e+05 —
3e+07 2
S 1.5e+05 —
=
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0e+00 I # | I 0.0e+00 I ‘I‘ ‘HHHM ; | |

Relative intensity
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Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 25
1.0 7 Sample; RT: 19.1; NCE: p5 W 284.0962
7e+06 B 120.9603
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1e+06 —|
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0 100 200 300 18 19 20 21 22
Fragment m/z Retention Time (min)

similarity score = 0.999
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Rel. Intensity

Intensity

Nicosulfuron—-TP AUSN MeN_ O

Level 1 0. j\ )NE
[M+H]+ 315.087 YN W
(STD 50 ng/L) N

Normalized Extracted lon Chromatogram (MS1)

1.0 H

B Standard
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0.0 — T T ] — T T
0 5 10 15 20 25 30
Retention Time (min)
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similarity score = 1
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Rel. Intensity

ity

Intens

Nicosulfuron—-TP UCSN MeN_ O

Level 1 o I T
[M+H]+ 316.07102 N S\u)ku)kw
(STD 50 ng/L) N

Normalized Extracted lon Chromatogram (MS1)

1.0 1
B Standard
05 B Sample
’ @ Spiked Sample
0.0 — T T T T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 30
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similarity score = 0.999
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Rel. Intensity

Intensity

Oxadixyl
Level 1
[M+H]+ 279.13393
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NCE: 45
1e+07 W Standard m | 133.0885
B Sample Il | 149.0232
@ Spiked Sample 5e+05 O |132.0807
8e+06 M | 102.0548
@ | 119.0854
4e+05
6e+06 >
é 3e+05
£
4e+06
2e+05
2e+06 1e+05 A / ‘
IR
0e+00 0e+00 I ——T Zcomm I D |
15.0 15.5 16.0 16.5 17.0 15.0 15.5 16.0 16.5 17.0
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 45
1.0 - J— . . N /1
Sample; RT: 15.7; NCE: 45 156406 A1\ B 133.0885
149.0232
132.0807
102.0548
0.5 119.0854
=
D 1.0e+06 —|
[} 2
£ oo | 2
g | g
E —
[J)
@
5.0e+05
-0.5
Aﬂ \
LRk 16 2 NeE- ¥ ‘
10 Standard;|RT: 16.2; NCE: 45 % Hﬂ"ﬂ WU |
T T T T T T T 0.0e+00 —— T T T
0 50 100 150 200 250 300 15.0 15.5 16.0 16.5 17.0

Fragment m/z
similarity score = 0.61
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Rel. Intensity

Intensity

Pinoxaden—-TP NOA 407854

Level 1
[M+H]+ 317.18597
(STD 25 ng/L)

Normalized Extracted lon Chromatogram (MS1)

N
AN

1.0
B Standard
05 B Sample
’ @ Spiked Sample
0.0 T — Ao — T P T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 45
4e+07 7 W Standard B 289.1544
B Sample | B 101.0709
B Spiked Sample 2.5e+04 O 147.1167
B 288.1465
3e+07 @ 171.0763
2.0e+04 —
>
‘2 1.5e+04
2e+07 — [}
<
1.0e+04 —
1e+07
5.0e+03
0e+00 T T "| T 0.0e+00 T T T T
17.5 18.0 18.5 19.0 17.5 18.0 18.5 19.0
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 45
1.0 1 Sample; RT: 18.3; NCE: 45 N W 289.1544
2.5e+06 — B 101.0709
O 147.1167
B 288.1465
0.5 206406 @ 171.0763
=
‘0
5 | 2
£ ‘@ 1.5e+06 —
5 00 - £
2 \ 2 \
8
& 1.0e+06 |
_05 —
5.0e+05 \
-1.0 - Standard; RT: 18.3; NCE: 45
T T T 0.0e+00 T T Dy T
100 200 300 17.5 18.0 18.5 19.0

Fragment m/z
similarity score = 0.996
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Rel. Intensity

Intensity

Terbuthylazine-TP CSAA036479 9

Level 1 H»N\(N\W/H%J\OH

[M+H]+ 214.09347 N\(N
(STD 25 ng/L) iy
Normalized Extracted lon Chromatogram (MS1)
1.0
B Standard
05 B Sample
’ @ Spiked Sample
0.0 — | T — Tt f — T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 40
66406 Bl Standard B 168.0879
e+ W Sample 3.0e405 - B 126.0661
@ Spiked Sample O 128.0565
06 — B 86.0348
Se+ 2.5e+05 @ 196.0827
4e+06 > 2.0e+05 —
D
c
Q
3e+06 £ 1.5e+05
2e+06 1.0e+05
1le+06 —| 5.0e+04
0e+00 T I o T T T 0.0e+00 T T '/|/H\ T T
6 7 8 9 10 6 7 8 9 10
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 40
1.0 Sample; RT: 8.1; NCE: 40 2.0e+06 — B 168.0879
B 126.0661
O 128.0565
B 86.0348
0.5 156406 @ 196.0827
=
‘0
g 2
S Lo | 2
e - N || | 2 1.0e+06 —
= c
E —
[J)
@
_05 —
5.0e+05
-1.0 - Standard; RT: 8.3; NCE: 40 I
T T T T T T 0.0e+00 —— T — T T
0 50 100 150 200 250 6 7 8 9 10
Fragment m/z Retention Time (min)

similarity score = 0.98
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Rel. Intensity

Intensity

Terbuthylazine-TP CSCD648241 o

Relative intensity

Level 1
MeN N
[M+H]+ 199.11895 P
HO N N
(STD 100 ng/L) :
Normalized Extracted lon Chromatogram (MS1)
1.0
B Standard
05 B Sample
’ @ Spiked Sample
0.0 — T T A T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 80
8e+07 m Standard B 143.0563
B Sample B 57.0712
@ Spiked Sample | O 86.0348
2.0e+06 B 580301
6e+07 — @ 69.0096
1.5e+06 —|
>
D
4e+07 5
£
1.0e+06 —|
2e+07
5.0e+05
0e+00 T T T T 0.0e+00 T T /NL| T
13.5 14.0 14.5 15.0 13.5 14.0 14.5 15.0
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 80
1.0 7 Sample; RT: 14.2; NCE: 80 W 143.0563
6e+06 — B 57.0712
O 86.0348
B 58.0301
0.5 5e+06 —| @ 69.0096
s, 4e+06 —
L 2
0.0 . i 5
| £ 3e+06 —
05 4 2e+06 —
1e+06 —
-1.0 - Standard; RT: 14.2; NCE: 80 /h\t\
T T T T T T 0e+00 T — T T
0 50 100 150 200 250 13.5 14.0 14.5 15.0
Fragment m/z Retention Time (min)

similarity score = 0.999
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Rel. Intensity

Intensity

Terbuthylazine-TP CSCD692760

Level 1
[M+H]+ 199.08257
(STD 25 ng/L)

Normalized Extracted lon Chromatogram (MS1)

1.0
B Standard
05 B Sample
’ @ Spiked Sample
0.0 ||| | f | 1 | T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 45
7e+06
B Standard 1e+05 - B 129.0406
B Sample Bl 181.0718
6e+06 @ Spiked Sample @ 138.066
B 156.0766
8e+04 —
5e+06 | @ 114.0661
4e+06 — 2 6et+04
2
g
3e+06 — =
. 4e+04 —
2e+06 — .
2e+04 }
1e+06 | i
Il
0e+00 — i , 0e+00 -
7.5 8.0 8.5 9.0 7.5 8.0 8.5 9.0
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 45
1.0 Sample; RT: 8.3; NCE: 45 B 129.0406
B 181.0718
5e+05 O 138.066
B 156.0766
0.5 @ 114.0661
> 4e+05 —
‘0
- b d ] z
£ I T | O | 2 3e+05
g i ! :
E =
[J)
@ 2e+05 —
_05 —
le+05 — ‘
1.0 4 Standard; RT: 8.3; NCE: 45 A ‘
T T T T T T 0e+00 T |/H \
0 50 100 150 200 250 7.5 8.0 8.5 9.0

Fragment m/z
similarity score = 0.933

39

Retention Time (min)



Rel. Intensity

Intensity

Terbuthylazine-TP MT23_GS16984 OH
Level 1 P

N

[M+H]+ 185.1033 e /AHX

(STD 25 ng/L)

Normalized Extracted lon Chromatogram (MS1)

1.0 1
B Standard
05 B Sample
’ l @ Spiked Sample
0.0 — T T T T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 45
86406 Bl Standard W 129.0406
e+06 —
| Sample 1.56+406 — B 57.0712
@ Spiked Sample O 86.0348
H 87.0188
O 168.0806
6e+06 —
> 1.0e+06 —
B
8
4e+06 £
5.0e+05
2e+06 —
0e+00 —— T T T T T 0.0e+00 —— T T e T T
120 122 124 126 128 13.0 132 134 120 122 124 126 128 13.0 132 134
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 45
1.0 Sample; RT: 12|7; NCE: 45 3.5e+06 W 129.0406
B 57.0712
3.0e+06 — O 86.0348
H 87.0188
0.5 O 168.0806
2.5e+06 —
2
2
9] 2 _
2 . | I g 208406
2 T
5 = 1.5e+06
]
(14
-0.5 < 1.0e+06 —
5.0e+05
-1.0 - Standard; RT: 12.7; NCE: 45
T T T T T 0.0e+00 —— T T | E— T T T
0 50 100 150 200 120 122 124 126 128 13.0 132 134
Fragment m/z Retention Time (min)

similarity score = 1
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Chlorotoluron-TP CGA 15140 HC. _CH,
Level 2a
[M-H]- 241.038543

Intensity

Intensity

04§L\NH

Cl

Extracted lon Chromatogram (MS1)

6e+05

5e+05

4e+05

3e+05

2e+05

1le+05

B Sample

O0e+00

2.5e+04

2.0e+04

1.5e+04

1.0e+04

5.0e+03

T T T I
14.0 145 15.0 155 16.0

Retention Time (min)

MS/MS Spectrum

B Fragments
B Reemtsma etal. 2013

m/z
151.9907

m/z
197.0483

0.0e+00

50 100 150 200
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Fipronil-TP RPA 106681
Level 2b
[M-H]- 469.920924
Standard RPA 200761

Extracted

H;N

lon Chromatogram (MS1)

2.5e+06

2.0e+06

1.5e+06

Intensity

1.0e+06

5.0e+05

B Sample
B Standard RPA 200761

0.0e+00 T T
18.0

18.5

19.0 19.5 20.0

Retention Time (min)

1.0 — Sample; RT: 18.8; NCE: 15
f [w]
= F — MH,
N 0 . Wﬁ/ I\ F
0.5 | \\\\ \}:)r . .\,\(\N)Ys\\,r
c" Lo 0
H \}} F cl N=e
m/z 171.9686 N \{ m/z 425.9311
: ‘
o
[ =
¢ | L
E 1
o 00 | |
=
£ ‘ |
[:1}
x e \
059 i “ / i / A F
— oo _
N \f\(\\/ [
F // i
il C \N y ) F
el m/z 389.9544
mfz 252.9553
1.0 Standard; RT: 18.9; NCE: 15
T I T | I T
0 100 200 300 400 500

Fragment m/z
similarity score = 0.995
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Rel. Intensity

Intensity

Cymoxanil-TP IN-JX915 / U3204 o MeO,_
N NH
Level 3 HN “oMe N== <
[M+H]+ 199.08257 AN Ju
o 0
N
(STD 50 ng/L) P N
Normalized Extracted lon Chromatogram (MS1)
1.0
B Standard
05 B Sample
’ @ Spiked Sample
OO IIIII ha ) 1 1 T 1 1 T
0 5 10 15 20 25 30
Retention Time (min)
Extracted lon Chromatogram (MS1) Most Intense Fragments in Sample
NCE: 45
m Standard 5e+03 B 1280453
B Sample B 171.0511
(] 7piked Sample O 98.0712
] 4e+03 - B 129.0293
1.5e+07 W 97.0634
> 3e+03
1.0e+07 g
£
2e+03
5.0e+06
1le+03
0.0e+00 —— | T = T T 0e+00 —— T T T T T
11.0 112 114 116 11.8 120 11.0 112 114 116 11.8 120
Retention Time (min) Retention Time (min)
Most Intense MS2 Scan Most Intense Fragments in Standard
NCE: 45
3.0e+06
1.0 7 Sample; RT: 11.4; NCE: 45 W 128.0453
B 171.0511
2.5e+06 — O 98.0712
B 129.0293
0.5 97.0634
> 2.0e+06
‘0
g 2
£ L @
5 00 S 1.5e+06 —
£ £
g £
[J)
& 1.0e+06 —
_05 —
5.0e+05 —
-1.0 - Standard; RT: 11.7; NCE: 45 H
T T T T T T 0.0e+00 —— T T T T
0 50 100 150 200 250 11.0 112 114 116 11.8 120

Fragment m/z
similarity score = 0.053
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Intensity

1.5e+05

1.0e+05 —

5.0e+04 —

0.0e+00

MS/MS Spectrum (10.3 min)

Chlorothalonil-TPs
4-carbamoyl-2,3,5-trichloro-6-
cyanobenzenesulfonic acid &
2-carbamoyl-3,4,5-trichloro-6-
cyanobenzenesulfonic acid

Level 3

H,N o}

Cl

= Cl
N
O0—s—o0 Cl

OH Cl

[M-H]- 326.88063

Extracted lon Chromatogram (MS1)

B Sample
1.5e+07 —|
Chlorothalonil-TP
R417888
2 1.0e+07 | \
3
5.0e+06 —|
0.0e+00 *ﬁ“‘ T L T T T

10 11 12 13 14 15 16

Retention Time (min)

MS/MS Spectrum (12.3 min)

B Fragments 16405 7| m Fragments
B Explained by MetFrag B Explained by MetFriig
8e+04 —
m/z 219.9126
\ I3
£
4e+04
m/z 219.9131 m/z 182.9518
\ 2e+04 \ l
- I|| '||| 06+00 |""'|"'|"|"||||||
50 100 150 200 250 300 350 50 100 150 200 250 300 350

m/z

m/z
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Asulam-TP Sulfanilamide 0

Unclear =
[M+NH4]+ 190.06447
STD 25 ng/L
NH,
Extracted lon Chromatogram (MS1)
B Standard
_ B Sample 1
5e+05 B Sample 1 Spiked
4e+05
‘vb; 3e+05
c
2
15
2e+05
le+05 ]
0e+00 —7 3 T B E— T T
68 70 72 74 76 78 80 82
Retention Time (min)
Extracted lon Chromatogram (MS1)
B Sample 2
8e+04
6e+04
2
2
2
£ 4e+04
2e+04
0e+00 —7 T T T T T T

6.8 70 7.2 74 76 78 80 82

Retention Time (min)

Remark: Sample 2 was not measured in the same sequence as standard, sample 1 and sample 1
spiked.
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Pymetrozine-TP CGA294849 CH,
Unclear O%N

[M+H]+ 143.05635 B |
STD 100 ng/L L

Extracted lon Chromatogram (MS1)

6e+05
B Standard
B Sample 1

B Sample 2 Spiked
5e+05

4e+05

3e+05

Intensity

2e+05

1le+05

0e+00 —7 T |A_ﬂM\

6.8 70 7.2 74 76 78 80 82

Retention Time (min)

Remark: Sample 1 was not measured in the same sequence as standard & sample 2 spiked; no
peak in sample 2.
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