Supplementary data

Table S1. The LC-MS and NMR information for metabolites PYPA, PYPAC, DPH-Pyr, 4'-OH-Pyr, and

5"-OH-Pyr.
Compound LC-MS 'H NMR
(300 MHz, Chloroform-d): & 1.36 (d, J= 6.5 Hz, 3H), 3.72 - 3.91
PYPA (ES, m/z): [M+H] =154  (m, 2H), 4.01 — 4.35 (m, 1H), 5.00 — 5.30 (m, 1H), 6.62 — 6.86 (m,
1H), 6.86 — 7.02 (m, 1H), 7.47 — 7.74 (m, 1H), 8.00 — 8.23 (m, 1H)
(300 MHz, DMSO-ds): 6 1.50 (d, J= 7.0 Hz, 3H), 5.17 (q, /= 7.0
PYPAC (ES, m/z): [M+H] *=168  Hz, 1H), 6.68 — 6.91 (m, 1H), 6.91 — 7.12 (m, 1H), 7.53 — 7.88 (m,
1H), 8.00 — 8.24 (m, 1H), 12.71 (s, 1H)
(400 MHz, Chloroform-d): & 1.45 (d, J= 6.4 Hz, 3H), 3.92 — 4.04
DPH-Pyr (ES, m/z): [M+H] *=246  (m, 1H), 4.07 —4.16 (m, 1H), 5.16 — 5.66 (m, 1H), 6.62 — 6.86 (m,
5H), 6.80 — 7.01 (m, 1H), 7.47 — 7.65 (m, 1H), 8.06 — 8.36 (m, 1H)
(400 MHz, Chloroform-d): 6 1.50 (d, J= 6.4 Hz, 3H), 4.08 (dd, J =
9.9, 4.7 Hz, 1H), 4.18 (dd, J= 9.9, 5.4 Hz, 1H), 5.46 — 5.75 (m,
4'-OH-Pyr (ES, m/z): [M+H] * =338
1H), 5.87 (s, 1H), 6.72 — 7.00 (m, 10H), 7.54 — 7.64 (m, 1H), 8.11
—8.27 (m, 1H)
(400 MHz, Chloroform-d): & 1.45 (d, J = 6.3 Hz, 3H), 4.01 — 4.09
(m, 1H), 4.11 — 4.19 (m, 1H), 5.35 — 5.46 (m, 1H), 6.63 — 6.71 (m,
5"-OH-Pyr (ES, m/z): [M+H] * =338
1H), 6.86 — 7.00 (m, 6H), 7.00 — 7.09 (m, 1H), 7.14 — 7.22 (m,
1H), 7.24 — 7.34 (m, 2H), 7.72 — 7.79 (m, 1H)
Table S2. Residue dissipation of pyriproxyfen and its metabolites on fresh tea leaves.
Pyriproxyfen PYPA PYPAC DPH-Pyr 5"-OH-Pyr 4-OH-Pyr
Time (d) Residues Dissipation Residues Residues Residues Residues Residues
(mg/kg) rate (%) (mg/kg) (mg/kg) (mg/kg) (mg/kg) (mg/kg)
0(2h) 14.552+0.904 32.6 0.007+0.001 0.002+0.000 0.003+0.001 0.041+0.003 0.073+0.005
1 9.807+0.292 63.2 0.020+0.002 0.005+0.000 0.008+0.001 0.091+0.011 0.295+0.033
2 5.359+0.171 70.6 0.032+0.002 0.010+0.001 0.020+0.001 0.073+0.002 0.384+0.007
3 4.280+0.203 86.7 0.054+0.003 0.013+0.001 0.035+0.003 0.070+0.003 0.508+0.059
5 1.939+0.146 92.7 0.039+0.003 0.019+0.003 0.035+0.003 0.052+0.002 0.299+0.013
7 1.055+0.088 98.2 0.048+0.002 0.021+0.003 0.033+0.002 0.031+0.002 0.187+0.008
10 0.265+0.029 99.1 0.025+0.001 0.023+0.003 0.015+0.001 0.017+0.001 0.039+0.003
14 0.126+0.006 99.9 0.016+0.001 0.018+0.002 0.008+0.001 0.008+0.000 0.023+0.001
21 0.010+0.002 100.0 / 0.01440.002 0.003+0.002 0.003+0.003 0.005+0.003
Dissipation
C=8.7121e02
equation
R’ 0.9587
ti2 (d) 2.48
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a. The LC-MS mass spectrum and 'H NMR spectrum of PYPA



Mass Spectrum
Line#:1 R.Time:----(Scan#:----)
MassPeaks:465
Spectrum Mode:Averaged 0.793-0.826(109-113) BasePeak:168.20(1327634)
BG Mode:Calc Segment 1 - Event 1
100 i

90-
80-
70-
60-
50-
403
30-
20-

109 o
n

79.20

-—190.15
Taat20

254.15
Tas.70

3245
_h9250

E)
540.25
562.25
584.20

1635.00
682.45
706.90

T766.25

789.20

162.00
881.85

T T T - T T T T t T T T T T T
00 300 400 500 600 70!

g
o
o
N

H-NMR-compound-8
DMSO

—3.603
—3.312

Currant Data Paramaturs
g 1908
Expmo. 513
FRCeHE 1
F2 - Asquisition Parametars
Date_ 20130807
Tima
TR apuct
FRCEED 5 mm PASBO BE-
PULPROG 2q30
™ 5536
mz0
He Il
Q
005,615 Ee
0051659 Ee
5.4525952 sec

236.1 K
DL 1.00000000 see
1
mescmses CHMMMEL £l e
spol 300.1318534 MEx
13.00 u
PNl £.60000033 W
F2 - Processisg paramatars
T 5536
er 300.1300000 MEs
WR =

s 0.30 B

" r.0aC

S

800

m/z

—0.008

T
14 13 12 1 10 9 8 7 6 5 4 3
=

b. The LC-MS mass spectrum and 'H NMR spectrum of PYPAC
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c. The LC-MS mass spectrum and 1H NMR spectrum of DPH-Pyr
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d. The LC-MS mass spectrum and "H NMR spectrum of 4'-OH-Pyr
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e. The LC-MS mass spectrum and 1H NMR spectrum of 5"-OH-Pyr
Figure S1. The LC-MS and NMR spectrums of metabolites PYPA (a), PYPAC (b), DPH-Pyr (c), 4'-OH-Pyr (d),
and 5"-OH-Pyr (e).

3gaggeen
ggg
o
i

B

T
14 13 12 1" 10 9 8



2019101 4zxzpyriproxyfenstd5ppm-3-1

_ 5"-0OH-Pyr
PYPACDPH Pyr

00 4-OH-Py Pyriproxyfen
] PYPA
) \
1 1 [ P J
i o LT T T T T
e LI R L o s i e s e Time
2.00 4.00 6.00 8.00 10.00

Figure S2. The chromatogram of pyriproxyfen and its metabolites under the optimized chromatographic

conditions.
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Figure S3. The responses of pyriproxyfen and its metabolites at different volume proportions of MeCN/H:O as the

injection solvents.
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Figure S4. The responses of pyriproxyfen and its metabolites under different cone voltages.
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Figure SS. The responses of parent and daughter ions of pyriproxyfen and its metabolites under different collision

energies.
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Figure S6. The fragmentation mass spectrometry of pyriproxyfen and its metabolites.
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Figure S7. The recoveries of pyriproxyfen and its metabolites in different volumes of H2O with 5% FA (A) and

different quantities of MgSOs4 (B).
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Figure S8. The recoveries of pyriproxyfen and its five metabolites under different types and different

usages of purification adsorbents.
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