Figure S1: The mass spectra of the identified metabolites in Agathis robusta bark extract by LC-ESI-MS/MS (negative

and positive mode ESI).
Quinic acid (1)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ._.xperiment 2, -TOF MS*2 (50 - 1000) from 1.065 min
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Succinic acid (3)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 3, -TOF MS"2 (50 - 1000) from 1.143 min
Precursor: 117.0 Da
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Dihydrocaffeic acid [3-(3,4-Dihydroxy-phenyl)propionic

acid] (5)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 6, -TOF MS*2 (50 - 1000) from 1.145 min
Precursor: 181.0 Da
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N-methyl alanine (7)

Spectrum from IDA-POS-220224-SM0165.wiff (sample ...xperiment 2, +TOF MS*2 (50 - 1000) from 1.147 min
Precursor: 104.1 Da, CE: 35.0
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Trihydroxy benzoic acid (gallic acid) (2)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 2, -TOF MS*2 (50 - 1000) from 1.117 min
Precursor: 169.0 Da
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Dihydroxybenzoic acid (protocatechuic acid) (4)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 4, -TOF MS*2 (50 - 1000) from 1.144 min
Precursor: 153.0 Da
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B,3,4-Trihydroxy benzenepropanoic acid* (6)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 7, -TOF MS"2 (50 - 1000) from 1.145 min
Precursor: 197.0 Da
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1,2-Benzenediol (8)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 2, -TOF MS*2 (50 - 1000) from 1.169 min
Precursor: 109.0 Da
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Choline (9)

Spectrum from IDA-POS-220224-SM0165.wiff (sample ...xperiment 2, +TOF MS*2 (50 - 1000) from 1.173 min

Precursor: 104.1 Da, CE: 35.0
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Sorbitol 6-phosphate (11)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 9, -TOF MS*2 (50 - 1000) from 1.185 min

Precursor: 261.0 Da
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Adenine (13)
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Spectrum from IDA-POS-220224-SM0165.wiff (sample ...xperiment 2, +TOF MS*2 (50 - 1000) from 1.211 min

Precursor: 136.1 Da, CE: 35.0
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Shikimic acid (15)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 2, -TOF MS*2 (50 - 1000) from 1.246 min

Precursor: 173.1 Da
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Salicylic acid (10)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 3, -TOF MS"2 (50 - 1000) from 1.182 min
Precursor: 137.0 Da
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4- Aminophenol (12)
Spectrum from IDA-POS-220224-SM0165.wiff (sample ...xperiment 2, +TOF MS"2 (50 - 1000) from 1.186 min
Precursor: 110.1 Da, CE: 35.0
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Protocatechuic acid 4- glucoside (14)
Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...periment 12, -TOF MS*2 (50 - 1000) from 1.237 min
Precursor: 315.1 Da
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Methoxy hydroxy benzoic acid (Vanillic acid) (16)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 2, -TOF MS"2 (50 - 1000) from 1.349 min
Precursor: 167.0 Da
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N,N,N-trimethyl-l-alanyl-l-proline betaine (17)
Spectrum from IDA-POS-220224-SM0165.wiff (sample ...xperiment 3, +TOF MS*2 (50 - 1000) from 1.351 min
Precursor: 229.2 Da, CE: 35.0
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Caffeic acid (18)

Spectrum from IDA-NEG-220228-SMO0165.wiff (sample ... xperiment 2, -TOF MS™2 (50 - 1000) from 1.380 min
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Ferulic acid (19) Dihydrosinapic acid (20)
Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 4, -TOF MS"2 (50 - 1000) from 1.401 min
Precursor: 193.1Da Spectrum from IDA-NEG-220228-SMO165.wiff (sample ...xperiment 8, -TOF MS"2 (50 - 1000) from 1.501 min
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6-Hydroxycoumarin (21) Glycine- betaine (22)
S o o 0220228 SMOTOS.W (sample . xperiment 5, TOF MS"2 (50 -1000) from 1,658 min Spectrum from IDA-POS-220224-SM0165.wiff (sample .. xperiment 2, +TOF MS"2 (50 - 1000) from 2 212 min
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[(epi)gallocatechin-(epi)gallocate-chin] (23) [(epi)catechin-(epi)gallocatechin] (24)
Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 2, -TOF MS*2 (50 - 1000) from 2.232 min Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 5, -TOF MS*2 (50 - 1000) from 3.618 min
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[(epi)catechin-(epi)gallocatechin] (25)
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[(epi)gallocatechin-(gpi)gallocateghin]
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609.1235

100%
609.1238
o
o 423.0738
60% 177.0187 305.0675
; 609.2337
! 441.1040
. 40% 441.0823
P 112.9867 179.0384 ’483.0828
: 20% 305.0312 342.9103
|
) 0% )

Mass/Charge, Da

Hydroxycaffeic acid* (31)
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Cysteine (30)

Precursor: 122.1 Da, CE: 35.0
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Isorhamnetin-O-glucoside (32)
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Hypoxanthine (33)

Spectrum from IDA-POS-220224-SM0165.wiff (sample ... xperiment 2, +TOF MS*2 (50 - 1000) from 5.629 min

Precursor: 137.1 Da, CE: 35.0
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6,7-dihydroxycoumarin (esculetin) (35)
Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 3, -TOF MS*2 (50 - 1000) from 5.903 min
Precursor: 177.0 Da
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Formononetin (37)
Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 3, -TOF MS*2 (50 - 1000) from 6.625 min
Precursor: 267.1 Da
100%
267.1602
80%
5 60%
S 130.9848 252.0581
S 160.0169
5 40% 132.0234 219.1487 2520724
>
2 86,9930 175.0384
E 20% ‘ ‘ ‘
=
S T | 1 1 |
100 150 200 250
Mass/Charge, Da
Kaempferol-7-neohesperidoside (39)
Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...periment 12, -TOF MS*2 (50 - 1000) from 6.816 min
Precursor: 593.2 Da
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3,4,3',5'-Tetrahydroxystilbene 3'-glucoside (34)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 7, -TOF MS"2 (50 - 1000) from 5.854 min
Precursor: 405.2 Da
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Quercetin-rhamnose-hexose (36)
Spectrum from IDA-POS-220224-SM0165.wiff (sample ...xperiment 3, +TOF MS*2 (50 - 1000) from 6.424 min
Precursor: 611.2 Da, CE: 35.0
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Danshensu (a,3,4-trihydroxy benzenepropanoic acid) (38)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...xperiment 2, -TOF MS*2 (50 - 1000) from 6.697 min
Precursor: 197.0 Da
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Quercetin hexoside (40)

Spectrum from IDA-POS-220224-SM0165.wiff (sample ...eriment 13, +TOF MS*2 (50 - 1000) from 6.847 min
Precursor: 465.2 Da, CE: 35.0
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Okanin-4'-0O-glucoside [2',3',4',3,4-pen-tahydroxychalcone

glucoside]
F'Irecursor: 449.1 Da
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Isorhamnretin-r3-0-glurcpsid¢ (45)

Precursor: 477.1 Da
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Isorhamnetin-3-O-rutinoside (narcissoside) (42)
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Agatharesinol (44)

Precursor: 285.1 Da
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3, 5, 7-trihydroxy-4'-methoxyflavone (Diosmetin) (48)
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Apigenin-O-hexoside (49)
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Syringetin-3-0-glucoside (51)

;recursor. 509.1 Da, CE 35.0
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Myricetin (33)
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Hymecromone (4-methylumbellifer-one) (55)

Spectrum from IDA-POS-220224-SM0165.wiff (sample ...xperiment 3, +TOF MS*2 (50 - 1000) from 8.274 min

Precursor: 177.1 Da, CE: 35.0
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7-Hydroxy-8-methoxydedihydro-rutaecarpine
(7-Hydroxy-8-methoxy,7,8-Dehydro-rutaecarpine) (52)

Precursor: 331.2 Da, CE: 35.0

100%
1287.1229
80% 153.1338 255.0058
60% 193.0569 2530855
; : i 227.1167 331.1200
1
i 40%
- 129.0714
i
i 20%
0% ay HHH HH L ‘ H‘H ‘H Hm ‘
Ll losg I 300
Mass/Charge, Da
.
Umbelliferone (54)
Plrecursor 163.1Da, CE: 35.0 ) '
100% S
1103.0539
80%
77.0346
R 60%
i
;
: 40%
: 163.0732
i 53.0380
i 20% 102.0436 Fe&os%
o | \
i 46 I 66 ug ‘ +66- 1“$ L L.49 ‘ 159‘ 186

Mass/Charge, Da

luteolin 7-O-rhamnoside (56)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample .. xperiment 2, -TOF MS*2 (50 - 1000) from 8.296 min
Precursor: 431.1 Da
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Steviol (57)
Precursor: 319.0 Da, CE: 35.0
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Copalic acid (61)
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Retinoic acid (63)

Precursor: 301.2 Da, CE: 35.0
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16-Hydroxy-8(17),13-labdadien-15,16-olid-19-vic acid (58)
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100%

80%

60%

40%

20% 104.9556

149.0968

201.1262

Mass/Charge, Da

285.1856

259.2086

6-0-p-coumaroyl dihydroajugol (60)

Precursor: 541.2 Da
100%

80%
60%
40%

)
X 125.0293
i
i

20% ‘166.0657

0%
° 9 ‘ \‘H HHH\M\ I

Abietic acid (62)
Plrecursor 303.1 Da, CE: 35.0 )

100%
80%
60%
40%
20%

1870207 4530192

333.2102

308.0333

267.0275

Mass/Charge, Da

201.0536

0%* LL | W\ ‘\ \‘H‘\I\l\\\HHH\H

Dehydroabietic acid (64)
Precursor 3012Da,6é B0 T
100%

80%
60%

40%
) 107.0833  119.0855

20% 95.0860

0% oy

Mass/Charge, Da

173.1309

Mass/Charge, Da

415.0763

411.1794

303.1932

O WL b m\mmHwmww@gwmﬁu\W‘hwuH\m ‘H N

541.2202
495.2565

257.0426

199.1527

231.1387
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283.2089

347.1867

541.1179

303.0491

301.2185
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Taxifolin (dihydroquercetin) (65)

Precursor: 305.2 Da, CE: 35.0

100%

80%

60%

40%

20%

ey A= ——emy

0%‘
|

305.1779

259.1649

287.1674
173.1327

159.1184 197.1274 241.1502

105.0680

Mass/Charge, Da

15-Hydroxypinusolidic acid (67)

Precursor: 347.2 Da
100%

80%

60%

S

40%

iy e

20%

! 303.1974
: 0% $

347.22

301.1814

Mass/Charge, Da

(epi)gallocatechin-(epi)gallocatechin-(epi)catechin (69)

Precursor: 897.1 Da
100%

80%

60%

40%

20%

[N

0% oy

112.9828

897.0784
851.0828
829.0996 |
405.1646 581.1244 829.0700 |
289.1989 ’473,1 585 693.0832

Mass/Charge, Da

3 -hydroxy-(13S)-l6-nor-pimar-77en-15-0ic acid* (71)

Precursor: 305.2 Da

80%
60%
40%

20%

0% oy

305.21
112.9856 305.1735
|
245.1524 287.1632
112.9740 179.0346
1 | M 1% \HI‘ \ I {

Mass/Charge, Da
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Luteolin (66)
Precursor: 287.1Da, CE:35.0
100%
80%
60%

40%

i 20% 153.0166 165.0171

0% oy

1 T Ll4gg.

287.2006
269.1922
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287.0548

A b 300

Mass/Charge, Da

Isoangelol (68)

Precursor: 377.1 Da, CE: 35.0
100%

80%
60%
40%
; 20% 185.0997 217.1688

281.1607 317.1788

0%

L

Mass/Charge, Da

(epi)catechin-(epi)catechin (70)

Precursor: 577.1 Da
100%

80%
357.1719

60%

289.1831 315.2045

40%
373.1581

102.9565 239.1401
20%

0% oy

Mass/Charge, Da

15-hydroxy-7-oxo-dehydroabietic acid (72)

100%
[203.1082

80%

60%

40%

; 20% |1979857 4710802 215.1069

359.2273

i 285.1837

|
0% “.. e, \\1‘ \V\H“ ‘ ‘\ i} ‘. ‘...H. o, ‘hsf“}. . “..M —

[877.1651

377.2420
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577.3131

577.1301

331.1931
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Mass/Charge, Da



Carnosol (73)

Precursor: 329.2 Da

80%

60%
285.1842
40%
20% 283.1715

108.0204 241.2043

ey e ey

Mass/Charge, Da

Isoginkgetin (75)
F'vrecursor: 565.1 Da
100%

80%

60%
389.0652
40%

412.8837
452.8713

20% 208.9205 2769100  344.8950

ey A= e ey

0% oy

329.17

329.1469

565.1138

565.3121
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Mass/Charge, Da
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Chrysin-6-methyl-ether (77)

Precursor: 283.1 Da
100%

80% 268.0368

60%

40%

20% 214.9468 240.0419

146.9535

RN,

0% oy
Mass/Charge, Da

Pinusolidic acid* (79)

Precursor: 331.2 Da

100%
’ 1331.1676
80%
60%
287.1630 331.2010
! 40%
. 164.0789 263.1270
) 20% 112.9831 211.0297 ‘Z:';Zzg
o
0% o | H‘ H‘HHHH HHMHHHHH HH‘H\IHH \H‘HH\H I L ‘\H asg— L

Mass/Charge, Da

[283.0605
283.2650

283.0938

Quercetin (74) -

Precursor: 301.0 Da

100%
301.1782
80%
255.2319

60%
P 3 151.0033 301.0329
|
! 40% 179.0037 301.0941
: 257.1866
: 257.2138
g 20% 218.9482

Mass/Charge, Da

7-oxo0-dehydroabietic acid (76)

Precursor: 315.2 Da, CE: 35.0

100%
[487.0741

80%
R 60%
: 40%
y 143.0840 185.1250
! 20% 159.0775
' 131.0825 251.1777
T I T

* Myl 1 HH\HNH Wag bty oo oo o i

315.1592

315.1938

269.1753

Jé L

I

Mass/Charge, Da

Physcion (78)
Plrecursor 283.1 Da
100%
268.0377
[™\283.2692
80%
1283.0606
R 60%
: 40%
: 171.0519 239.0425 283.2223
i
! 20% 151.0080 240.0486 1283.0899
oo o Lo LU I | JiL LI ﬂ [/ i
* o 256 306
Mass/Charge, Da
Hydroxypalmitic Acid (80)
I;’.rercursor 271.2Da V o '
100%
1271.2268
80%
. 0% 225.2214
, 271.1815 271.1656
: 40%
P : 223213 225.2341
h .2137
i 253.2210 272.2386
! 20% ‘

Mass/Charge, Da



4'-Hydroxywogonin (31)
recursor: 2?%326

[255.1709 [299.1599
80%
60%

v 225.1248
269.1008

253.2083
40% ‘ 284.0795

Il

299.2623

(299.0366
20% 214.0911

S L

ey -

0%‘

i
&
&

280
80"

Mass/Charge, Da
2',8'""-Biapigenin (83)
Precursor: 536.9 Da s
100%
[248.9608
80% 354.9213

9,
60% 218.9509 384.9375
490.8989

180.9739 |

40% 492.9173

422.9152 536.8740

20%

i BTN \

ey A= memeey

Mass/Charge, Da

Delicaflavone (85)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...periment 5, -TOF MS*2 (50 - 1000) from 15911 min
Precursor: 537.3 Da

100%

193.0503 537.8058

80%
60%

40%
286.9373
20% 248.9600 | 354.9250 490.9152

o%’ .‘\ .o L l.. |J........L..;.... Im... b by oluy  wew o .L.. 2 By

% Intensity (of 803.0)

200 250 300 350 400 450 500
Mass/Charge, Da

Dehydroabietic acid isomer (87)

Precursor: 301.2 Da, CE: 35.0
100%

255.2109
80%

60%

40%

133.1009 147.1165 199.1476
20% 283.2057
240.1885

Al n\‘\ U{ ALl J\NLM\H N

(RSN

0%

L 3

550

&
D
&

Mass/Charge, Da

2",3"-Dihydro-3',3"""-biapigenin (82)
Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...eriment 11, -TOF MS"2 (50 - 1000) from 15.382 min
Precursor: 539.2 Da

100%

409.1991  [477.1834

80%
387.2118I 539.3053

60% 341.1999

40% 31 9_2312I

son| 1809685 2189512

% Intensity (of 214.0)

0 %‘

100 200 300 400 500
Mass/Charge, Da

Robustaflavone 7,4'-dimethyl ether (84)

Spectrum from IDA-NEG-220228-SM0165.wiff (sample ...eriment 10, -TOF MS*2 (50 - 1000) from 15.618 min
Precursor: 565.1 Da

100%

565.1137
= 80%
®
b 60%
g ao%
-
* 20% 388.0606 4450939 471.0722

0%‘ | P IR W s ol b Jnu..J..\‘ miasge b alec d o

200 300 400 500

Mass/Charge, Da

Abietic acid isomer (86)

Precursor: 303.2 Da, CE: 35.0

100%
303.1981

80%
N 60%
' 257.1893
. 40%
: 1211006 137.0955
; 20% 159.1152 239.1788
: ‘ ( 2852042

0% ﬂ/

el ‘ ‘,‘J-L Ll L bttt it e Llpgg e u L ogg)

Mass/Charge, Da

Dehydrated 15-hydroxy-7-oxo-dehy-droabietic acid (88)

Precursor: 313.2 Da, CE: 35.0

100%
85.0942
80%
313.1809

R 60%
: 40%
i 211.1122
; 20%
: 171.1159 2671782

0%
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Mass/Charge, Da



Agarotetrol formate adduct (89)
100%

1817.2108
80%

60%

40%

158.9780
20%

ey A= ey

363.2195

| 226.9680

0%‘ ‘

P Y R TR TRR ] [ATRATTT
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Mass/Charge, Da

Abietic acid isomer (91)

Spectrum from IDA-POS-220224-SM0165.wiff (sample ...eriment 6, +TOF MS*2 (50 - 1000) from 19.553 min
Precursor: 303.2 Da, CE: 35.0

100%
303.2345

)
< 80%
[+2]
(]
5 60%
=
§ 0% 257.2054
[7] .
E 20% . 81.0695 109.1028 133.1004 449 1318
=
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100 150 200 250 300
Mass/Charge, Da
Dehydroabietic acid isomer (93)
Precursor:3012Da, CE:350
1133.1018
80%
301.2188

. 60%
’ 40% 173.1341 255.2115
a0 1991500 217.1235
’ l ' 241.1949

0% 1‘\\\\‘ L alikg bl

Mass/Charge, Da

7-0xo-dehydroabietic acid isomer (95)

Precursor: 315.2 Da, CE: 35.0

100%
315.1980
80% 187.1122
N 60%
)
i 40%
j
: 171.0826 199.1092
P ) 227.1417 269.1923
; 20% ( ‘ 213.1316 297.1867
H |
- |
TR KIPPORTR] cilidipogii L | \! H Dl ogen 11 Ii

Mass/Charge, Da

7-oxo0-dehydroabietic acid isomer (90)

Plrecurrsor:3715.2Da,éé:BSiD e o
100%

N87.1118

80%

60%

40%
199.1120
171.0815 ‘213.1282

L H.“In‘ R an\

! 20%
227.1447

Jog

0% oy

. 250!

269.1903

315.1967

Mass/Charge, Da

Dehydroabietic acid isomer (92)

Precursor: 301.2 Da, CE: 35.0
100%

80% 133.1005

60%

173.1306
40%

147.1196

i 20% 1991467 5451585
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Mass/Charge, Da

0%

&

Dehydroabietic acid isomer (94)

I;’Irecursor 301.2 Da, CE: 35.0
80%
60%
; 40%

255.2115
! 20%

213.1637 241.1968
' 0% o

Mass/Charge, Da

255.2105

301.21

301.1382

r301.2162
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