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 Fig. S1. Cinnamic acid
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Fig. S2. Coumaric acid ( stem and leaves only)
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Fig. S3. P-Coumaric acid glucuronide
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Fig. S4. Caffeic acid ( fruit, stem, leaves)
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Fig. S5. Caffeic acid hexoside (ether linckage)
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Fig. S6. Ferulic acid27_EG_2_neg #1771 RT: 4.18 AV: 1 NL: 1.25E5
F: FTMS - p ESI d Full ms2 353.2323@hcd25.00 [50.0000-380.0000]
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 Fig. S7. O-Caffeoylquinic acid (Stem, leaves , fruit)
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 7, -EPI (100 - 1000) from 1.555 min
Precursor: 193.0 Da, Charge: 1
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Fig. S9. Fruit, stem and leaves
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 Fig. S10. Coumaric acid di-O-glucuronide (In leaves only) 
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 Fig. S11. Vanillic acid (Stem and fruit only)
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 6, -EPI (100 - 1000) from 1.783 min
Precursor: 475.0 Da, Charge: 1

Fig. S12. Vanillic acid rutinoside 
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Precursor: 329.0 Da, Charge: 1

Fig. S13. Vanillic acid-hexoside( fruit only)
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Precursor: 137.0 Da, Charge: 1

Fig. S14. P-hydroxy benzoic acid From leaves and stem
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Precursor: 137.0 Da

Fig. S15. Protocatechuicaldehyde (Stem only)
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Fig. S16. P-Hydroxybenzoic acid-4-O-hexoside( leaves only)
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 7, -EPI (100 - 1000) from 1.666 min
Precursor: 345.1 Da, Charge: 1

 Fig. S17. Methyl gallate O- hexoside (Stem)
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 6, -EPI (100 - 1000) from 10.087 min
Precursor: 299.0 Da, Charge: 1

Fig. S18. Diosmetin

[M-H-CH3]-
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 3, -EPI (100 - 1000) from 2.972 min
Precursor: 153.0 Da

 Fig. S19. Protocatechueic acid (Stem, fruit and leaves)
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 5, -EPI (100 - 1000) from 1.872 min
Precursor: 154.1 Da

Fig. S20. Hydroxyanthranilic acid (in fruit only)
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 7, -EPI (100 - 1000) from 3.964 min
Precursor: 168.8 Da

Fig. S21. Gallic acid in fruit , stem and leaves
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 6, -EPI (100 - 1000) from 6.774 min
Precursor: 183.1 Da

Fig. S22. Methyl gallate( fromm leaves only )
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 7, -EPI (100 - 1000) from 1.427 min
Precursor: 191.0 Da

 Fig. S23. Quinic acid Fruit , Stem
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 5, -EPI (100 - 1000) from 1.013 min
Precursor: 191.0 Da

Fig. S24. Citric acid
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 6, -EPI (100 - 1000) from 19.358 min
Precursor: 255.2 Da

Fig. S25. Pinocembrin
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 4, -EPI (100 - 1000) from 7.953 min
Precursor: 417.1 Da, Charge: 1

Fig. S26. Pinocembrin -O-hexoside(in leaves only)
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Fig. S27. Pinocembrin -di-O-hexoside(in fruit only)
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 5, -EPI (100 - 1000) from 7.695 min
Precursor: 579.0 Da, Charge: 1

Fig. S28. Naringenin-O-hexose O-rhamnoside (in leaves only)( Flavanones)

[M- H-162(hex)]-

[M- H-162(hex)-146(rham)]-
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 3, -EPI (100 - 1000) from 8.216 min
Precursor: 593.0 Da, Charge: 1

 
Fig. S29. Major , Naringenin- O-rhamnoside O-glucuronide and minor of luteolin-8-C-hexose O-
rhamnoside

[M- H-146 (rham)]-

[M- H-90]-[M- H-120+146]-

[M- H-176 (glu)]-
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 4, -EPI (100 - 1000) from 3.880 min
Precursor: 269.0 Da, Charge: 1

Fig. S30. Trihydroxyflavone ( Apigenine) (stem only)
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 3, -EPI (100 - 1000) from 8.399 min
Precursor: 361.1 Da, Charge: 1

Fig. S31. Secoisolariciresinol
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 5, -EPI (100 - 1000) from 8.747 min
Precursor: 357.0 Da, Charge: 1

Fig. 32.  Pinoresinol, Stem
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 3, -EPI (100 - 1000) from 5.636 min
Precursor: 430.9 Da, Charge: 1

Fig. S33. Apigenin-6-C-hexoside (isovitexin) stem and leaves onely
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 5, -EPI (100 - 1000) from 5.232 min
Precursor: 431.0 Da, Charge: 1

Fig. S34. Apigenin-8-C-hexoside (vitexin) leaves, stem , fruit
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 3, -EPI (100 - 1000) from 1.438 min
Precursor: 431.0 Da, Charge: 1

Fig. S35. kaempferol-O-rhamnoside in (leaves only)

[M-H-rham(146)]-
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 7, -EPI (100 - 1000) from 3.767 min
Precursor: 607.0 Da, Charge: 1

Fig. S36. luteoline-O-rhamnoside-O-glucuronide
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 3, -EPI (100 - 1000) from 8.803 min
Precursor: 285.0 Da, Charge: 1

Fig. S37. Kaempferol
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 4, -EPI (100 - 1000) from 10.900 min
Precursor: 285.0 Da, Charge: 1

Fig. S38. Luteoline
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 4, -EPI (100 - 1000) from 8.108 min
Precursor: 287.1 Da

Fig. S39. Di hydroluteolin 
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Spectrum from PL_NEG.wiff (sample 1) - PL_NE...periment 3, -EPI (100 - 1000) from 9.769 min
Precursor: 299.0 Da, Charge: 1

Fig. S40. Kaempferide (rhamnocitrin)
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Spectrum from PF_NEG.wiff (sample 1) - PF_NE...periment 6, -EPI (100 - 1000) from 7.001 min
Precursor: 299.0 Da, Charge: 1

Fig. S41. Isokaempferide in (Fruit and   leaves only) 
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Spectrum from PF_NEG.wiff (sample 1) - P...ent 3, -EPI (100 - 1000) from 7.159 min
Precursor: 461.0 Da, Charge: 1

Fig. S42. Diosmetin -O-hexoside

[M-H-gl(162)]-



150 200 250 300 350 400 450
Mass/Charge, Da

0%

10%

20%

30%

40%

50%

60%

70%

80%

90%

100%

%
 In

te
ns

ity
 (o

f 1
.2

e5
)

341.05

329.20

371.01

298.03

112.98

415.03

460.98
100.94 313.21

299.05
145.12

165.15

Spectrum from PF_NEG.wiff (sample 1) - P...ent 4, -EPI (100 - 1000) from 6.417 min
Precursor: 461.0 Da, Charge: 1

Fig. S43.Diosmetin-8-C-hexoside

[M-H-90]-

[M-H-120]-

[M-H-gl(162)]-
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 7, -EPI (100 - 1000) from 8.767 min
Precursor: 329.1 Da, Charge: 1

 Fig. S44. Tricin(stem and  fruit only)    
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 3, -EPI (100 - 1000) from 3.869 min
Precursor: 446.9 Da, Charge: 1

Fig. S45. Kaempferol-6-C-hexoside 
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Fig. S46. Luteolin-8-C-glucoside
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 4, -EPI (100 - 1000) from 3.644 min
Precursor: 449.3 Da

Fig. S47. Tetrahydroxyldihydroflavone -8-C-hexoside (in leaves only)
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 3, -EPI (100 - 1000) from 11.662 min
Precursor: 433.1 Da, Charge: 1

Fig. S48. Tetrahydroxyldihydroflavone -O-rhamnoside



 
Fig. S49. Acacetin hexoside ( in stem only)

[M-H-162(hex)]-



300 350 400 450 500 550
Mass/Charge, Da

0%

5%

10%

15%

20%

25%

30%

35%

40%

45%

50%

55%

60%

65%

70%

75%

80%

85%

90%

95%

100%

%
 In

te
ns

ity
 (o

f 5
.9

e4
)

329.16

477.06

315.11

431.03
356.94

386.93
441.04

372.08
325.02

Spectrum from PS_NEG.wiff (sample 1) - PS_NE...eriment 6, -EPI (100 - 1000) from 6.318 min
Precursor: 477.0 Da, Charge: 1

Fig. S50. Isorhamnetin-8-C-hexosidein (L, S, F)
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 5, -EPI (100 - 1000) from 5.451 min
Precursor: 433.1 Da, Charge: 1

Fig. S51. Nringenin-8- C-hexoside (in leaves and fruit only)
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 5, -EPI (100 - 1000) from 3.504 min
Precursor: 331.0 Da, Charge: 1

Fig. S52. Di-methoxy-Naringenin in (stem only)
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Spectrum from PS_NEG.wiff (sample 1) - PS_NE...eriment 7, -EPI (100 - 1000) from 7.942 min
Precursor: 301.0 Da

Fig. S53. Hesperetin
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Spectrum from PS_NEG.wiff (sample 1) - PS_NE...eriment 3, -EPI (100 - 1000) from 8.975 min
Precursor: 271.0 Da

Fig. S54. Naringenin

Naringenin

OHO

OH O

OH



Fig. S55. Acacetin(Linarigenin)
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Spectrum from PF_NEG.wiff (sample 1) - P...ent 6, -EPI (100 - 1000) from 0.569 min
Precursor: 172.8 Da

Fig. S56. Arginine(Amino acids)

116.04
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Spectrum from PF_NEG.wiff (sample 1) - P...ent 6, -EPI (100 - 1000) from 2.366 min
Precursor: 146.0 Da, Charge: 1

Fig. S57. N-Acetylserine (2-acetamido-3-hydroxypropanoic acid)
(Amino acids)
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Spectrum from PF_NEG.wiff (sample 1) - P...ent 6, -EPI (100 - 1000) from 4.128 min
Precursor: 118.9 Da

Fig. S58. 4-Vinylphenol
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 4, -EPI (100 - 1000) from 5.818 min
Precursor: 447.0 Da, Charge: 1

Fig. S59. luteoline-6-C-hexoside
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Fig. S60. Kaempferol-8-C-hexoside
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 7, -EPI (100 - 1000) from 6.603 min
Precursor: 593.0 Da, Charge: 1

Fig. S61. Luteolin7-O-rutinoside

[M-H-(gl+rham)]-
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 4, -EPI (100 - 1000) from 3.809 min
Precursor: 593.0 Da, Charge: 1

Fig. S62. Luteolin-8-C- hexoside-O-rhamnnoside
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 3, -EPI (100 - 1000) from 5.428 min
Precursor: 739.0 Da, Charge: 1

Fig. S63.luteolin-8-C-hexoside-di-O-rhamnoside
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Spectrum from PF_NEG.wiff (sample 1) - P...ent 3, -EPI (100 - 1000) from 3.520 min
Precursor: 592.9 Da, Charge: 1

Fig. S64. luteolin-8-C-hexoside-7-O-rhamnoside

[M-H-90-146(rham)]-

[M-H-120-146(rham)]-
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Fig. S65. luteolin-6-C-hexoside-7-O-rhamnoside
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 7, -EPI (100 - 1000) from 3.013 min
Precursor: 579.0 Da, Charge: 1

Fig. S66. Luteolin-C-hexoside-C-pentoside
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 5, -EPI (100 - 1000) from 1.529 min
Precursor: 609.0 Da, Charge: 1

Fig. S67. Luteolin 6,8- di-C-hexoside
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 4, -EPI (100 - 1000) from 3.011 min
Precursor: 593.0 Da, Charge: 1

Fig. S68. Diosmetin 8-C-hexoside 6-C-pentoside
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Spectrum from PF_NEG.wiff (sample 1) - P...ent 5, -EPI (100 - 1000) from 6.984 min
Precursor: 607.0 Da, Charge: 1

Fig. S69. Diosmetin O-pentosyl glucuronide

[M-H-pentose (132)-glucuronide (176)]-

[M-H-pentose (132)-glucuronide (176) –CH3]-

[M-H-pentose (132)]-
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Spectrum from PF_NEG.wiff (sample 1) - P...ent 3, -EPI (100 - 1000) from 8.207 min
Precursor: 593.0 Da, Charge: 1

Fig. S70. Tricin - O-dipentoside

[M-H-

dipentoside]-

[M-H-pentoside-CH3]-
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 3, -EPI (100 - 1000) from 9.759 min
Precursor: 329.0 Da, Charge: 1

Fig. S71. Di methyl querecetin
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 5, -EPI (100 - 1000) from 2.293 min
Precursor: 593.0 Da, Charge: 1

Fig. S72. Apigenin 6,8-di-C-hexoside (vicenin 2)
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 4, -EPI (100 - 1000) from 5.479 min
Precursor: 577.0 Da, Charge: 1

Fig. S73. Isovitexin O-rhamnoside  
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 5, -EPI (100 - 1000) from 2.291 min
Precursor: 623.0 Da, Charge: 1

Fig. S74. Chrysoeriol 6,8- C-diglucoside in (stem and leaves)
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[M-H-120-90]-

[M-H-120-120]-

[M-H-90]-
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 4, -EPI (100 - 1000) from 5.670 min
Precursor: 607.0 Da, Charge: 1

Fig. S75. Chrysoeriol 8-C-hexosideO-rhamnoside

[M-H-120-146(rham)- 18(H2O)-CH3]-

[M-H-146-18(H2O)]-

[M-H-120 -146-18(H2O)]-

[M-H-120 -146]- [M-H-120]-
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 7, -EPI (100 - 1000) from 4.996 min
Precursor: 273.0 Da, Charge: 1

Fig. S76. Phloretin( Stem ) only
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 7, -EPI (100 - 1000) from 7.134 min
Precursor: 435.1 Da, Charge: 1

Fig. S77. Phloretin-O-hexsoside(Phlorizin) or (Nothofagin)in (leaves only)

[M-H-162(hex)]-
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 4, -EPI (100 - 1000) from 5.142 min
Precursor: 435.1 Da, Charge: 1

Fig. S78. Phloretin-C-hexsosidein (leaves only)

[M-H-90]-

[M-H-120]-
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Spectrum from PF_NEG.wiff (sample 1) - PF_NE...periment 6, -EPI (100 - 1000) from 2.743 min
Precursor: 289.0 Da, Charge: 1

Fig. S79. (+)-Catechin(Fruit only)and (–)-Epicatechin
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Spectrum from PF_NEG.wiff (sample 1) - P...ent 7, -EPI (100 - 1000) from 2.959 min
Precursor: 305.0 Da, Charge: 1

Fig. S80. (+)-Gallocatechin(Fruit only)
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 6, -EPI (100 - 1000) from 2.265 min
Precursor: 451.1 Da, Charge: 1

Fig. S81. Catechin hexoside

[M-H-162(hex)]-
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 6, -EPI (100 - 1000) from 3.760 min
Precursor: 301.1 Da, Charge: 1

Fig. S82. Quercetin  (in stem only)
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 7, -EPI (100 - 1000) from 6.565 min
Precursor: 623.0 Da, Charge: 1

Fig. S83. Isorhamnetin-O-pentoside -O- glucuronide in (leaves only)

[M-H- 132]-

[M-H- 132-176]-
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 7, -EPI (100 - 1000) from 6.094 min
Precursor: 623.0 Da, Charge: 1

Fig. S84. Dimethylquerecetin O-pentoside -8-C-hexoside(leaves only)

[M-H-132-2CH3]-

[M-H-132]-

[M-H-132-2CH3-120]-
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 7, -EPI (100 - 1000) from 8.687 min
Precursor: 359.0 Da, Charge: 1

Fig. S85. 5, 7, 3',4'-tetra-methyl flavonol(tri-methyl isorhamentin) in stem only 
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 3, -EPI (100 - 1000) from 6.215 min
Precursor: 477.1 Da, Charge: 1

Fig. S86. Isorhamnetin -C- hexoside

M-H-134(hex)-CH3]-
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Spectrum from PF_NEG.wiff (sample 1) - P...ent 4, -EPI (100 - 1000) from 7.346 min
Precursor: 491.0 Da, Charge: 1

Fig. S87. Dimethylquerecetin -O-hexoside

[M-H-162]-

[M-H-162-CH3]-

[M-H-162-2CH3]-
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 5, -EPI (100 - 1000) from 6.758 min
Precursor: 653.0 Da, Charge: 1

Fig. S88. Dimethylquerecetin di-O-hexoside
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 5, -EPI (100 - 1000) from 8.398 min
Precursor: 623.0 Da, Charge: 1

Fig. S89. Quercetin-O-rhamnoside-O-glucuronide in (leaves, fruit only)

[M-H-146(rhamn)]-

[M-H-176(gluc)]-



200 300 400 500 600 700 800 900
Mass/Charge, Da

0.6%

0.7%

0.8%

0.9%

1.0%

1.1%

1.2%

1.3%

1.4%

1.5%

1.6%

1.7%

1.8%

1.9%

2.0%

2.1%

2.2%

2.3%

%
 In

te
ns

ity
 (o

f 8
.8

e5
)

179.06

255.09 343.14

151.07 447.11

463.05

165.10 353.28
221.04

Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 4, -EPI (100 - 1000) from 5.550 min
Precursor: 609.0 Da, Charge: 1

Fig. S90. Quercetin-3-O-rutinoside 

[M-H-308(rutinose)]-

[M-H-162(Hex)]-

[M-H-146(rham)]-
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 3, -EPI (100 - 1000) from 6.601 min
Precursor: 463.1 Da, Charge: 1

Fig. S91. Di methyl querecetin -7-O-pentoside in (leaves only)
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 3, -EPI (100 - 1000) from 6.601 min
Precursor: 463.1 Da, Charge: 1

Fig. S92. Mixture from Quercetin-8-C-hexoside( in leaves and stem only), and  dihydro  
methylquercetin3-O-pentoside

[M-H-132(pent)]-

[M-H-90]-

[M-H-120]-

[M-H-132-2CH3-2H]-
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Spectrum from PL_NEG.wiff (sample 1) - P...ent 3, -EPI (100 - 1000) from 4.069 min
Precursor: 449.1 Da, Charge: 1

 Fig. S93. dihydrokaempferol C-hexoside (leaves only) 
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[M-H-90]-

O

OOH

OH

Dihydrokaempferol C-glucoside
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Chemical Formula: C16H12O6
2•

Exact Mass: 300.06

Chemical Formula: C5H10O5
2•

Exact Mass: 150.05



120 140 160 180 200 220 240 260 280 300 320
Mass/Charge, Da

0%

5%

10%

15%

20%

25%

30%

35%

40%

45%

50%

55%

60%

65%

70%

75%

80%

85%

90%

95%

100%

%
 In

te
ns

ity
 (o

f 4
.6

e5
)

125.05

165.08

151.02

175.08124.06

153.07
123.07

199.08177.09
121.16

188.05
241.08201.07 217.07

273.05 285.01
256.92 303.15

Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 4, -EPI (100 - 1000) from 5.308 min
Precursor: 303.0 Da, Charge: 1

Fig. S94. Dihydroquercetin in (stem only)
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Spectrum from PS_NEG.wiff (sample 1) - P...ent 7, -EPI (100 - 1000) from 5.967 min
Precursor: 683.0 Da, Charge: 1

Fig. S95. Syringetin-7-O- hexoside-3-O-glucuronide
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 3, -EPI (100 - 1000) from 10.530 min
Precursor: 639.1 Da, Charge: 1

Fig. S96. Syringetin-O- hexoside-O-pentoside

[M-H-hex (162)]-

[M-H- hex (162)-pent 

(132)]-

[M-H- hex (162)-pent (132)-

H2O]-
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 4, -EPI (100 - 1000) from 10.987 min
Precursor: 769.1 Da, Charge: 1

Fig. S97. Tricin -O-rhamnoside-O-pentoside-O-hexosid                                                     
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 7, -EPI (100 - 1000) from 24.718 min
Precursor: 281.2 Da, Charge: 1

Fig. S98. Octadecenoic acid

237.02
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 4, -EPI (100 - 1000) from 27.905 min
Precursor: 283.2 Da, Charge: 1

Fig. S99. Stearic acid
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 5, -EPI (100 - 1000) from 14.041 min
Precursor: 311.1 Da, Charge: 1

Fig. S100. Dihydroxy-octadecadienoic acid
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 5, -EPI (100 - 1000) from 20.357 min
Precursor: 277.2 Da, Charge: 1

Fig. S101. Octadecatrienoic acid
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 5, -EPI (100 - 1000) from 13.057 min
Precursor: 295.1 Da, Charge: 1

Fig. S102. Hydroxy octadecadienoic acid
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 3, -EPI (100 - 1000) from 18.417 min
Precursor: 277.1 Da, Charge: 1

Fig. S103.Linolenic acid
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 4, -EPI (100 - 1000) from 9.736 min
Precursor: 785.1 Da, Charge: 1

Fig. S104. methyl-Tricin O-Rutinoside-O-Pentoside

[M-H-146(Rha)]-

[M-H-132(pent)-162(hex)-H2O]-

[M-H-146(Rha)-162(hex)-132-CH3]-

[M-H-132(pent)-162(hex)]-
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 7, -EPI (100 - 1000) from 10.565 min
Precursor: 639.1 Da, Charge: 1

Fig. S105. methyl-Tricin O- hexoside O-pentoside

[M-H-162(hex)-132(pent)- CH3]-

[M-H-162(hex]-
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 5, -EPI (100 - 1000) from 8.001 min
Precursor: 505.1 Da, Charge: 1

Fig. S106. Tricin-O-glucuronide
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 6, -EPI (100 - 1000) from 10.529 min
Precursor: 931.1 Da, Charge: 1

Fig. S107.Tricin-O-rutinoside-O-hexoside-O-pentoside



 Fig. S108. Diosmetin-6-C-hexoside
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 3, -EPI (100 - 1000) from 18.508 min
Precursor: 447.0 Da, Charge: 1

Fig. S109. Luteolin-8-C-hexoside ( highly abundant in leaf)
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 5, -EPI (100 - 1000) from 4.741 min
Precursor: 737.0 Da, Charge: 1

Fig S 110. Chrysoeriol 6-C-pentoside 8-C-hexosyl-6''' [(3-hydroxy-3-methylpentanedioic acid)]
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 5, -EPI (100 - 1000) from 5.985 min
Precursor: 751.0 Da, Charge: 1

Fig S 111. Chrysoeriol 6-C-rhamnoside-8 -C-hexosyl-6'''[(3-hydroxy-3-methylpentanedioic acid)]
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 3, -EPI (100 - 1000) from 3.139 min
Precursor: 767.0 Da, Charge: 1

Fig S 112. Chrysoeriol 6,8-di-C-hexosyl-,6''' [(3-hydroxy-3-methylpentanedioic acid)]
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 4, -EPI (100 - 1000) from 2.434 min
Precursor: 911.0 Da, Charge: 1

Fig S 113. Chrysoeriol 6,8-di-C-hexosyl-6'',6'''-di [(3-hydroxy-3-methylpentanedioic acid)]
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 5, -EPI (100 - 1000) from 3.261 min
Precursor: 881.0 Da, Charge: 1

Fig S 114. Apigenin 6,8-di-C-hexosyl-6'',6'''- di [(3-hydroxy-3-methylpentanedioic acid)]
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Spectrum from PS_NEG.wiff (sample 1) - PS_NEG, Experiment 5, -EPI (100 - 1000) from 4.963 min
Precursor: 706.9 Da, Charge: 1

Fig S 115. Apigenin 6-C-pentoside 8-C-hexosyl 6''' [(3-hydroxy-3-methylpentanedioic acid)]
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 7, -EPI (100 - 1000) from 6.365 min
Precursor: 579.0 Da, Charge: 1

Fig S 116. (-)-syringaresinol -O-hexoside
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 6, -EPI (100 - 1000) from 6.353 min
Precursor: 741.0 Da, Charge: 1

Fig S 117. (-)-syringaresinol –di-O-hexoside
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 7, -EPI (100 - 1000) from 6.708 min
Precursor: 521.1 Da, Charge: 1

Fig S 118. lariciresinol 4-O-glucoside
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 4, -EPI (100 - 1000) from 16.300 min
Precursor: 663.2 Da, Charge: 1
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 7, -EPI (100 - 1000) from 13.004 min
Precursor: 679.2 Da, Charge: 1

Fig S 119. Hederagenin O-hexoside
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 7, -EPI (100 - 1000) from 10.955 min
Precursor: 827.1 Da, Charge: 1

Fig S 120. Oleanolic acid -di-O- hexosylsyl ester
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Spectrum from PF_NEG.wiff (sample 1) - PF_NEG, Experiment 4, -EPI (100 - 1000) from 11.759 min
Precursor: 811.2 Da, Charge: 1

Fig S 121. Epimacherinic acid di-O-hexoside
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Spectrum from PL_NEG.wiff (sample 1) - PL_NEG, Experiment 5, -EPI (100 - 1000) from 15.336 min
Precursor: 473.2 Da, Charge: 1

Fig S 122. 5,6,7-triacetyl-2,3,5,6,7-pentahydroxyhexadecane-4,8,9-trione
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