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Representative DESI-MS spectra of the infusion standard phytohormone compounds in the

positive mode and the negative mode.

The standard compounds were diluted to 1 uM in the 95% methanol (v/v) and delivered at 3 uL/min into DESI source.
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Standard infusion via negative mode
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Representative in situ DESI-MS spectra of the phytohormone compounds in the positive mode

and the negative mode.

The 95% methanol (v/v) was performed as spray solvent and delivered at 3 uL/min into DESI source.
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In situ DESI-MSI negative mode
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Representative DESI-MS/MS fragmentation spectra of the standard phytohormone compounds

SA standard
100 93.0337 2.26e4
138.0179
] N 137.0240
< e 0
108.0214
94.0351 139.0257
109.0227 136.0490
92.0209 || 95.0333 Ve 139.0773
| 65.0442 80.0262 N [ 1220342 135.0317 |, 174.1095,
0 T T VARSI RO S AARES RS t T T T T T T T 1 miz
50 60 70 80 90 100 110 120 130 140 150 160 170 180 190 200
IAA standard 1300712
100 ! 1.10e6
OH
OH
o]
\ o N
N H
H
174.0543
X
131.0695
4 175.0527
128.0515 e
134.0214 172.9554 | | 176.0598
q 71.3411 78.9961/52'8357 109.9617 127.7847. ( 150‘0544\rﬁ155 0144 \ﬂl/ 192.3351
Ot o | e e - e e L e 1 mlz
50 60 To li} 90 100 110 120 130 140 150 160 170 180 190 00
JA standard 2004178
100 4.73e4
CHs
o}
J -
o
OH
4 CHs
B Q
=
/o
CHs
o) OH
165.1409
& 2101232
o 7
o 109.0989 163.1267 | 166.1470 200.0738
59,0554 81.0696 %3.063¢ 67.0059 121.0554 1374191 1491120 - 77:0264 1911197 A e
P B N . .- 0280 | t2toss4 | 137ater M . v - JaL1de7 iz

e
60 70 80 90 100 110 120 130 140 150 160 170 180 190 200 210 220



OH-JA standard
100

9.07e3
] OH
OH
[¢]
165.1103
147.1054 o OH
181.1369
OxgM 163.1310 o o
= 135.1073
/ OH
o
OH _
o
o
50.0545
151.1363 1791156 2261176
123.1125 207.1690
Il 225”29‘;25.1785
\w\\\\\\\\\\\\\‘\\\\\\\\\\\\\\ T Mz
50 60 70 80 90 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250
?GF:}C -4 standard 2371494 3.71e5
Hyls
T~
J
i
Hy
]
Ho
ES
Hio
“
|.'
- 165.1273
238.1529
166.1337 193.1624
125.0988 149.0082  163.1124 238.2473
_194.1655 219.1378;
01590136 77.031.810%2 950500 1110804 00T M L eatess 2184378 1A,
50 &0 70 80 feli} 100 110 1200 130 140 150 160 170 180 190 200 210 220 230 240 250
I:\[Q-Ala standard 204.0293 35004
o]
NHS\OH
176.0319 Qﬂ CHa
N
o H
245.0936
NH. OH
] 1 N CHs
N
X o H
NH OH 175.0248 |
N
CHs
| o 146.0225 H
N
H 244.1848
1480355 1770361 1991662 | X002
88.0363 1200426 133.0269 138.9413 161.0232 190.0133 2000774 1590 244.0073
b 800807 730255 [ 1109684 T TN N Vo 1 O US| | PO o TORTIN L e miz
50 &0 70 80 90 100 110 120 130 140 150 160 170 180 180 200 210 220

230 240

NH

OH



ABA standard
100

263.1292

2.90e5

153.1225
ES
264.1291
219.1534
265.1451
154.1239 7
1521135 220.1567 267.0757
138.1024
59.0563 83.0934 97.0685 111.0819 \ 255 1771205 2011356 2491029 263.0189)|| 290.0538
0t 20930 970688 et ey 295 7712 - e . o miz
50 60 70 &0 90 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 28} 300
dn-OPDA standard
263.1650 6.34e3
100
CH3
CHs
CHs J
/ HO.
| 0
CH;
4 3 HO ]
ES HO. )
l o] o
o 264.1651
165.1358
HO.
0 218.9966
o
850019 166.1421 491 1507
153.0441 ‘ ’ ‘/1950732 219.9997 262.9737/| 295-1458
LA A B LA A LA A K A B LA LA N M i LRSS AR A K AL L T N L 1174
50 60 70 80 90 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 280 270 280 290 300
(‘)[I:OC-G standard 2651797 1 8664
CHs
CHs CHs
HO.
X o]
{e]
/O =
HO. HO.
e} o 266.1763
221.1999 4
97.0019 151.1383
1651568 197.1379 2191909 2222070
471197 191.1682 188.1387 247.1618 2671819
81.0813 123.1131 166.1630 / 263.1637 :
o313 | toeoes 1281131 . 207 |283t6a7. ||27 181

Qg
50 60 70

s 90 100 110

130 140

ey | ST Mz
150 160 170 180 190 200 210 220 230 240 250 250 270 280 290 300



PA standard
100 205.0910 7.79e3

279.1971
CHs CH

e P
‘OH
OH
o CHy © OH

O CHy O 'OH

CH, CH,
= 187.0870 N
1220195 139.0547 151.0529 171006 o
o CHy 07 “oH
217.0916

189.1000

. 237.1126
( - 279.1241
219109 279.0876
o7 0134 100,066 1210420 y '
83.0356 220 1143 238.0148 265.2233.278.1470~
79.0406.° 251.1442]
L LTRu B RSN TS IRSRLYLLL 1 MPSTE S TN AN YT TSR TR TR T4 LA -

m/z
50 60 7O 80 90 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280

[')[I;’DA standard 28110151 5864
CHg CHs
S
OH
HO CHs 07 “oH
CHs CHs
o X CHs CHs
8 OH ~
HO CHy 07 “OH S
OH
171.0807 Ho CH; 07 “oH
237.0989
281.0819
123.0521 189,081
207.0022
280.1818
81.0172 1230134 1300466 1510442 e ‘ 219.0918 238.1022  265.2009
137.0655 280.0721
o R mose Yo TR O el e
50 60 70 80 91 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280
IAA-Asp standard
100 P R 1.90e5
OH
NH
)
o
OoH
/\
N
H Q
OH
NH
Q Vs
| oH ¢}
J o\ OH
R NH .
0
% H
o
7\ OH
N 256.2304
H 245.1497
2702138
osanor oo 2051853 00
oorqa0s | 2961029
730334 88.0368 ggosgg 1220235 1320916 146.0234 1630434 171.1404 2719612590819
1620608, 20%  BOO%R opgsee TERORR |1 I 2119617 ||,

50 &0 ?0 80 90 10 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290



OPDA standard
100

291.1960 1.60e4

e}
[}
CH3 e}
OH
ES 165.1631 247.2193
273.1866 292.2030
2482229
166.1637 274.1909
1481256 163.1542 191.1755
870782 95.0923 1271138 1771663 | 217.1800 ) 2311125 255.1865 281.3680 | 26607
1A ; ; S W N NIE——rY
50 &0 70 80 90 !DO 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290 300
C‘)PC-Bstandard 2032126 2.15e4
o
CHgz
o
ES CHs [¢]
OH
294.2156
7
2314180 293.1752]
170238 2001454 2021204 ;491597 2730499, 293.0182|[ 295.2353
QT T e LRA A L A L M A LA T T
50 60 70 80 90 100 110 120 130 140 150 160 170 1BO 190 20C| 210 220 230 240 250 260 270 280 290 30(7

OH

OH



Representative in situ DESI-MS/MS fragmentation spectra of the targeted phytohormone compounds
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OH-JA; in situ DESI-MS/MS
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ABA; in situ DESI-MS/MS
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PA; in situ DESI-MS/MS
100

279.2427.1.72e3

279.1259 CHs CHs
X
OH
o CHy 07 “oH
1 CHs Chs
SO
OH
CHs o 7 CHy ©O OH
2 279.074
Be
o CHa OH
78.9602 7 71503
‘ 96.9609 149-0523153?950 170.1515 202.0806 225.1619 371005 211059
LR Al e At S My R At A A A AR s T T T frrrprr e st m/z
50 60 70 80 90 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280
[‘)PA; in situ DESI-MS/MS 2811393.3.2465
00
CHs CHs
NN
OH
HO' CHs ©
CHs CHs
CHs CHs AN
OH
NN @
OH HO' CH; 07 “oH
HO' CHy 07 “OH 2804295
729623 30135 101.0215_115.0288 _120.0008 143.0151 1629957 171I335 195.0813 225"0759237I27° 243.0422 2651508
Obrrreperrerre i o018 101.0215 115,028 129.0008 . ] P S S e miz
50 60 70 &0 90 100 110 120 130 140 150 460 1v0 180 180 200 210 220 230 240 250 260 270 280

I%I-Asp; in situ DESI-MS/MS 236.0240 6.3704
221.‘0755
Q,
OH
NI
Q,
A OH
< Z/ \; © OH NH
B N A
" fN o ° OH Q
N OH
H NH-
oy it
o
220.0700 /N\ o
H
205.0868
289.0819
165.0695 185.0524 193 2454610 273.0894
61.9662 830194 o7.0251 1159382 155 0556 144.0284 | 198 882 Ll | ‘, . Nl
Qe T (R A A D SRSLAR A B A MAaa s A AN s A A At St ] Ky s AR m/z
50 &0 70 &0 90 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290

OH



%

-0

CHs o]
OH
OPDA; in situ DESI-MS/MS
100 247.1627 2.30e4
291.1960
Q o)
CHs o] — CH3 o)
B 221.1523
OH 247046 oH
1900936 291.1588.
292.1960
156.0062 p47.2039 291.0917
236.1001
248.1666
2 273.1801
1 7
e 259.0830 291.0395|
97.0491 125.0829 |[z02.2557

T THT for miz
90 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290 300

OPC-8; in situ DESI-MS/MS

o 236.1296 3.85¢6
221.1797
9
CHs o
2201671
Q
OH
— CH;
222 181 s R 2032126

2042160

3 143.0906 2181167 293.1602

6276‘5"\w71.0r)69 83.0451_96.9606 130.0971,,136.0957 164.0050177.1049 1921342 257.1781 o

o+  83.0451 969606 130.0071.136.0057 /7 T 164.0060177.1049 TR o Nellemepsrhmorsee e

e
50 60 70 80 90 100 110 120 130 140 150 160 170 180 130 200 210 220 230 240 250 260 270 280 290 300





