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Molecular formula: CisH11O2

Formula weight: 238.10

Ionization mode: positive

Precursor: [M + H]* 239.30

239.3000>121.1000 CE (Collision Energy): -22.0
239.3000>224.1000 CE: -17.0

239.3000>198.1500 CE: -8.0

Eventt: 1 MRM(E+) Ret Time:[2.487] Scanf:[484]
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Figure S1. MS analysis of 2’-methyflavanone (4)
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'H NMR (601 MHz, Acetone) 8 7.87 (dd, ] =7.8, 1.7 Hz, 1H), 7.64 (dd, ] =
7.0,2.0 Hz, 1H), 7.60 - 7.56 (m, 1H), 7.33 — 7.28 (m, 2H), 7.28 - 7.25 (m,
1H), 7.10(ddd, ] =7.9, 7.2, 0.9 Hz, 1H), 7.07 (dd, ] =8.5, 0.8 Hz, 1H), 5.84
!
(dd, ] =135, 2.6 Hz, 1H), 3.15 (dd, | = 16.8, 13.5 Hz, 1H), 2.81 (dd, ] = 168,
2.6 Hz, TH), 244 (5, 3H). ; .
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Figure S2. 'H NMR spectrum (6, acetone-d6, 600 MHz) of 2’-methyflavanone (4)
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'H NMR (601 MHz, Acetone) 8 7.87 (dd, ] =7.8, 1.7 Hz, 1H), 7.64 (dd, ] =
7.0,2.0 Hz, 1H), 7.60 — 7.56 (m, 1H), 7.33 — 7.28 (m, 2H), 7.28 - 7.25 (m,
1H),7.10 (ddd, | =79, 72,09 Hz, 1H), 7.07 (dd, ] =85, 0.8 Hz, 1H), 5.84
(dd, ] =135,2.6 Hp, 1H), 315 (dd, ] = 168,135 Hz, 1H), 281 (dd, ] = 16.8,

2.6 Hz, 1H), 244 (5, 3H).
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Figure S3 '"H NMR spectrum expansion (§, acetone-d6, 600 MHz) of 2’-methyflavanone (4)
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"H NMR (601 MHz, Acetone) 57.87 (dd, ] =7.8, 1.7 Hz, 1H), 7.64 (dd, ] =
7.0,2.0 Hz, 1H), 7.60 — 7.56 (m, 1H), 7.33 — 7.28 (m, 2H), 7.28 - 7.25 (m,
1H), 7.10 (ddd, | =7.9,7.2, 0.9 Hz, 1H), 7.07 (dd, | =8.5, 0.8 Hz, 1H), 5.84
(dd, ] =13.5,2.6 Hz, 1H),3.15 (dd, ] = 16.8, 135 Hz, 1H), 2.81 (dd, ] = 16.8,

2.6 Hz, 1H), 2.44 (s, 3H). : /
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Figure S4. '"H NMR spectrum expansion (9, acetone-d6, 600 MHz) of 2’-methyflavanone (4)
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Figure S7. 3*C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2’-methyflavanone (4)
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Figure S9. COSY contour map - 'H x 'H expansion of 2’-methyflavanone (4)
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Molecular formula: C23H260s
Formula weight: 430.16
Ionization mode: positive
Precursor: [M + H]* 430.70
430.7000>311.2500 CE: -24.0
430.7000>226.8500 CE: -17.0
430.7000>362.9000 CE: -10.0

Event#t: 1 MRM(E+) Ret. Time: [0.000] Scan®:[1]

Inten. (1,000 Base Peak: 311.25/ 23 222

3125 miz | 252.00 Abs. inten. 0 Rel inten 0.00|

362,90
22685

230 2k 250 280 270 280 280 3t0 310 320 B0 3d0 3o 380 miz

Figure S17. MS analysis of 2’-methylflavanone 6-O-f-D-(4""-O-methyl)-glucopyranoside (4a)

LHEANRAAMESS BRRR BBES |99 BRARKICGWEW RAAWERE @
AR o AV H ey Ry L

'H NMR (601 MHz, Acetone) 5 7.63 ~7.61 (m, 1H), 7.49 (d, | =3.1 Hz,
1H), 7.33 (dd, ] =8.9, 3.1 Hz, 1H), 7.31 4 7.25 (m, 3H), 7.02 (dd, ] =9.0, 1.8
Hz, 1H),5.78 (dd, | =13.6,2.6 Hz, 1H),4.88 (d, | = 7.8 Hz, 1H), 469 (d, ]

=39Hz, 1H), 440 (d, | =39 Hz, 1H), 383 (ddd, ] =80, 4., 19 Hz, 1H), __  «0H of
372(t ] =3.LH11 1H), 3.70 (dd, | =7.2, 44 Hz, 1H), 3.66 - 3.59 (m, 1H), gm

357 (* 3H )1‘ 46 (4dd,] =108, 6.6,32 Hz, 2!*[ ), 3.26-3.22 (m, 1H),3.12 f ’ o
(ddd. [l 5 |6,|$, |3.5], 33 Hz 1H), 2.80 (dd, | 416.9, 2.7 Hz, 1H), 2.43‘ s ||
3H).
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Figure $18. 'H NMR spectrum (5, acetone-d6, 600 MHz) of 2’-methylflavanone 6-O-3-D-(4"'-
O-methyl)-glucopyranoside (4a)
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'H NMR (601 MHZ, Acetone) 57.63 - 7.61 (m, 1H),7.49 (d, ] =3.1 Hz, 42
1H), 7.33 (dd, J = 8.9, 3.1 Hz, 1H), 7.31 - 7.25 (m, 3H), 7.02 (dd, | = 9.0, 1.8
Hz, 1H), 578 (dd, | =13.6, 2.6 Hz, 1H), 488 (d, ] = 7.8 Hz, 1H), 469 (d, ]
=39Hz, 1H), 440 4, ] =39 Hz, 1H), 383 (ddd, ] =80, 41,19 Hz, 1H),
372(t] =3.1 Hz, 1H), 370 (dd, | =7.2, 44 Hz, 1H),3.66 - 3.59 (m, 1H), - s
35 (e.3H),3 (ddd, ] = 108, 6.6, 3.2 Hz, 2H), 3.26 - 322 (m, 1H), 3.12 /
-16&,135 33HY, ),ZSO(&!,]-]GB,ZH:,IH),2.43(3 /
3H)
C (dd)
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Figure S19. 'H NMR spectrum expansion (9, acetone-d6, 600 MHz) of 2’-methylflavanone 6-
O-B-D-(4"-O-methyl)-glucopyranoside (4a)
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1H), 7.33 (dd, | =89, 3.1 Hz, 1H), 7.31 - 7.25 (m, 3H), 7.02 (dd, ] =9.0, 1.8
Hz, 1H),5.78 (dd, | =13.6, 2.6 Hz, 1H), 488 (d, | =7.8 Hz, 1H), 469 (d, ]
=39Hz, 1H), 440 (d, ] =3.9 Hz, 1H), 3.83 (ddd, | =8.0, 4.1, 1.9 Hz, 1H), N
372(:,1 3.1 Hz, 1H), 370 (dd, ] =7.2, 4.4 Hz, 1H), 3.66 - 3.59 (m, 1H),
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Figure S20. '"H NMR spectrum expansion (, acetone-d6, 600 MHz) of 2’-methylflavanone 6-
O-B-D-(4”-O-methyl)-glucopyranoside (4a)
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Figure S21. 3C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2’-methylflavanone 6-
O-B-D-(4"-O-methyl)-glucopyranoside (4a)
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Figure 522. 3C NMR spectrum expansion (9, acetone-d6, 151 MHz) of 2’-methylflavanone 6-
O-B-D-(4”-O-methyl)-glucopyranoside (4a)
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Figure S23. °C NMR spectrum expansion (9, acetone-d6, 151 MHz) of 2’-methylflavanone 6-
O-B-D-(4”-O-methyl)-glucopyranoside (4a)
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Figure S24. COSY contour map — 'H x 'H of 2’-methylflavanone 6-O-3-D-(4"-O-methyl)-
glucopyranoside (4a)
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Figure S25. COSY contour map — 'H x '"H expansion of 2’-methylflavanone 6-O--D-(4"-O-

methyl)-glucopyranoside (4a)
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Figure §26. COSY contour map — 'H x 'H expansion of 2’-methylflavanone 6-O-3-D-(4"-O-

methyl)-glucopyranoside (4a)
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Figure 527. HSQC contour map —'H x *C of 2’-methylflavanone 6-O-f-D-(4""-O-methyl)-

glucopyranoside (4a)
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Figure S28. HSQC contour map —'H x ®C expansion of 2’-methylflavanone 6-O--D-(4"-O-

methyl)-glucopyranoside (4a)
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Figure §29. HSQC contour map —'H x *C expansion of 2’-methylflavanone 6-O--D-(4""-O-
methyl)-glucopyranoside (4a)
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Figure S30. HSQC contour map —'H x *C expansion of 2’-methylflavanone 6-O--D-(4""-O-
methyl)-glucopyranoside (4a)
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Figure S31. HMBC contour map — 'H x 13C of 2’-methylflavanone 6-O-f-D-(4""-O-methy]l)-
glucopyranoside (4a)
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Figure S32. HMBC contour map — 'H x 1*C expansion of 2’-methylflavanone 6-O--D-(4""-O-

methyl)-glucopyranoside (4a)
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Figure $33. HMBC contour map — 'H x '*C expansion of 2’-methylflavanone 6-O-$-D-(4"-O-

methyl)-glucopyranoside (4a)
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Figure S34. HMBC contour map — 'H x 1*C expansion of 2’-methylflavanone 6-O--D-(4""-O-

methyl)-glucopyranoside (4a)
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Figure $35. HMBC contour map — 'H x 13C expansion of 2’-methylflavanone 6-O-3-D-(4"-O-

methyl)-glucopyranoside (4a)
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Figure S36. HMBC contour map — 'H x 1*C expansion of 2’-methylflavanone 6-O--D-(4"-O-

methyl)-glucopyranoside (4a)



Molecular formula: C23H2609

Formula weight: 446.16
Ionization mode: negative
Precursor:[M - H]-445.30
445.3000>269.0500 CE: 18.0
445.3000>251.1000 CE: 29.0

Eventit: 1 MAMIE-) Ret. Time : [1.789] Scan# : [522]

Base Peak: 269.05/202,529
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Figure S37. MS analysis of 3’-hydroxy-2’-methylflavanone 6-O--D-(4""-O-methyl)-

glucopyranoside (4b)
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Figure $38. 'H NMR spectrum (6, acetone-d6, 600 MHz) of 3’-hydroxy-2’-methylflavanone 6-

O-B-D-(4”-O-methyl)-glucopyranoside (4b)
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'H NMR (601 MHz, Acetone) 5 842 (5 TH), 7.48 (d, ] =3.1 Hz, TH), 733
(dd, | =89, 3.1 Hz, 1H), 7.13- 7.09 (m, 2H), 7.01 (dd, | =89, 20 Hz, 1H),
689 (dd, ] =6.6,25Hz, 1H), 577 (dd( ] = 134, 27 Hz, 1H), 488 (d, ] =78
Hz, 2H), 469 (d, ] =33 Hz, 1H), 438 (d, ] =37 Hz, 1H), 383 (ddd, | = o, OH

N M - - : '
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365 -B.61 (m, 1H), 3,57 (s, 3H), 3.4§ + 3.43 (fn, 2H), 36 - 3.2 (m, 1H),
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308 (dd, ] =169, 13.4 Hz, 1H), 2.79 (dd, | = 17.1, 2.7 Hz, 1H), 2.27 (s, 3H).
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Figure S39. 'H NMR spectrum expansion (, acetone-d6, 600 MHz) of 3’-hydroxy-2’-
methylflavanone 6-O--D-(4"-O-methyl)-glucopyranoside (4b)
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Figure $40. '"H NMR spectrum expansion (0, acetone-d6, 600 MHz) of 3’-hydroxy-2’-
methylflavanone 6-O--D-(4""-O-methyl)-glucopyranoside (4b)
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Figure S41. ®*C NMR spectrum (6, acetone-d6, 151 MHz) of 3’-hydroxy-2’-methylflavanone 6-
O-B-D-(4"-O-methyl)-glucopyranoside (4b)
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Figure 542. 3C NMR spectrum expansion (9, acetone-d6, 151 MHz) of 3’-hydroxy-2'-
methylflavanone 6-O--D-(4"-O-methyl)-glucopyranoside (4b)
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Figure S43. °C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 3’-hydroxy-2’-
methylflavanone 6-O--D-(4""-O-methyl)-glucopyranoside (4b)
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Figure S44. COSY contour map — 'H x 'H of 3’-hydroxy-2’-methylflavanone 6-O-3-D-(4"-O-
methyl)-glucopyranoside (4b)
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Figure S45. COSY contour map — 'H x 'H expansion of 3’-hydroxy-2’-methylflavanone 6-O-g-
D-(4"-O-methyl)-glucopyranoside (4b)
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Figure S46. COSY contour map — 'H x 'H expansion of 3’-hydroxy-2’-methylflavanone 6-O-f-
D-(4"-O-methyl)-glucopyranoside (4b)
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Figure S47. HSQC contour map —'H x ®C of 3’-hydroxy-2’-methylflavanone 6-O-3-D-(4"-O-
methyl)-glucopyranoside (4b)
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Figure $48. HSQC contour map — 'H x *C expansion of 3’-hydroxy-2’-methylflavanone 6-O-
B-D-(4"-O-methyl)-glucopyranoside (4b)
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Figure $49. HSQC contour map — 'H x *C expansion of 3’-hydroxy-2’-methylflavanone 6-O-

p-D-(4"-O-methyl)-glucopyranoside (4b)
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Figure S50. HMBC contour map — 'H x *C 3’-hydroxy-2’-methylflavanone 6-O-3-D-(4""-O-
methyl)-glucopyranoside (4b)
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Figure S51. HMBC contour map — 'H x *C expansion of 3’-hydroxy-2’-methylflavanone 6-O-
B-D-(4"7-O-methyl)-glucopyranoside (4b)
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Figure §52. HMBC contour map — 'H x 3C expansion of 3’-hydroxy-2’-methylflavanone 6-O-

B-D-(4"-O-methyl)-glucopyranoside (4b)



Molecular formula: C23H2s07

Formula weight: 416.18

Ionization mode: negative

Precursor: adduct [M + 46 - H]~ ([M + HCOOH - HJ") 461.20
461.2000>45.0500 CE: 12.0

461.2000>309.1500 CE: 23.0

461.2000>325.1500 CE: 22.0

Eventtt: 1 MRM(E-) Ret Time : [2003] Scantt: [350]

Base Peak: 45.05/ 59,849

mz 5000 Abs inten 0 Rel inten 0.0l
anal 15 325@\|
750 100.0 1250 150.0 1750 2000 2250 250.0 275.0 300.0 mz

Figure S53. MS analysis of 2-(2"-methylphenyl)-chromane 4-O-3-D-(4""-O-methyl)-
glucopyranoside (4c)
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'H NMR (601 MHz, Acetone) 6 7.55 - 7.52 (m, 1H), 7.43 (dd, ] =7.7, 1.6

Hz, 1H), 7.27 - 720 (m, 4H), 663 (d, | =7.4, 1.1 Hz, 1H), 6.88 - 6.86 (m,

1H), 547 (dd ] =121, 1.7 Hz TH), 4.98=4.96 (m, 1H), 463 (4, | =78 Hz — o
1H), 4.44(d, ] =40 Hz, 1H), 423 (4, ] =3.7 Hz, 1H), 3.89 - 384 (m, 1H),
372 (dd, | =140, 3.9 Hz, 1H), 3.57(dd, ] =89, 34 Hz, 1H), 354 (s 3H), i 2
336 (dd, ] =97, 50 Hz, TH), 324 320 (m, 1H), 3.16—3.123m, A S 1 [
- ; | | 1 [ )
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Figure S54. 'H NMR spectrum (6, acetone-d6, 600 MHz) of 2-(2’-methylphenyl)-chromane 4-
O-B-D-(4"-O-methyl)-glucopyranoside (4c)



'H NMR (601 MHz, Acetone) 5 7.55 - 7.52 (m, 1H),7.43 (dd, | =7.7, 1.6
Hz, 1H), 7.27 - 7.20 (m, 4H), 6.93 (td, | =7.4, 1.1 Hz, 1H), 6.88 - 6.86 (m,
1H), 547 (dd, ] =121, 1.7 Hz 1H), 4.98 = 4.96 (m, 1H), 263 (¢ | =78 Hz,
1H), 444 (d, ] =40 Hz, [H), 423 (d,] =3.7 HZ, 1H), 3.89- 3.84 (m, 1H),
372(dd, ] =140, 39 H4, 1H), 3.57 (dd, | =89, 3.4 Hz, 1H), 3.54 (s, 3H),

336 (dd, | =97, 50 H:}' 1H), 324 =320 m, TH), 316 - 312 (m, TH), 245 <

(dt, | = 148,20 Hz, 1H), 243 (5 3H), 1,99/ 1.9 (m, 1H).
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Figure S55. '"H NMR spectrum expansion (6, acetone-d6, 600 MHz) of 2-(2’-methylphenyl)-
chromane 4-O-f-D-(4"”-O-methyl)-glucopyranoside (4c)
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Figure S56. 'H NMR spectrum expansion (9, acetone-d6, 600 MHz) of 2-(2’-methylphenyl)-
chromane 4-O--D-(4"-O-methyl)-glucopyranoside (4c)
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Figure S57. ®*C NMR spectrum (9, acetone-d6, 151 MHz) of 2-(2’-methylphenyl)-chromane 4-
O-B-D-(4-O-methyl)-glucopyranoside (4c)
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Figure S58. 3*C NMR spectrum expansion (9, acetone-d6, 151 MHz) of 2-(2’-methylphenyl)-
chromane 4-O--D-(4"”-O-methyl)-glucopyranoside (4c)
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Figure S59. °C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2-(2"-methylphenyl)-
chromane 4-O-f-D-(4"-O-methyl)-glucopyranoside (4c)
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Figure 560. COSY contour map - 'H x 'H of 2-(2’-methylphenyl)-chromane 4-O-g-D-(4"-O-
methyl)-glucopyranoside (4c)
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Figure S61. COSY contour map — 'H x 'H expansion of of 2-(2’-methylphenyl)-chromane 4-O-

B-D-(4"-O-methyl)-glucopyranoside (4c)
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Figure $62. COSY contour map —'H x 'H expansion of of 2-(2’-methylphenyl)-chromane 4-O-

B-D-(4""-O-methyl)-glucopyranoside (4c)
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Figure S63. HSQC contour map —'H x #C of 2-(2’-methylphenyl)-chromane 4-O-f-D-(4"-O-
methyl)-glucopyranoside (4c)
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Figure S64. HSQC contour map — 'H x *C expansion of 2-(2’-methylphenyl)-chromane 4-O-
B-D-(4"7-O-methyl)-glucopyranoside (4c)
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Figure S65. HSQC contour map — 'H x 13C expansion of 2-(2’-methylphenyl)-chromane 4-O-
B-D-(4"-O-methyl)-glucopyranoside (4c)
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Figure $66. HMBC contour map — 'H x 1*C of 2-(2’-methylphenyl)-chromane 4-O-g-D-(4"-O-
methyl)-glucopyranoside (4c)
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Figure S67. HMBC contour map — 'H x ®C expansion of 2-(2"-methylphenyl)-chromane 4-O-
B-D-(4"-O-methyl)-glucopyranoside (4c)
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Figure S68. HMBC contour map — 'H x ®C expansion of 2-(2"-methylphenyl)-chromane 4-O-
B-D-(4"-O-methyl)-glucopyranoside (4c)
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Figure S69. HMBC contour map - 'H x *C expansion of 2-(2"-methylphenyl)-chromane 4-O-
B-D-(4"-O-methyl)-glucopyranoside (4c)
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Molecular formula: C23H260s

Formula weight: 430.16
Ionization mode: positive
Precursor: [M + H]*431.20
431.2000>390.0500 CE: -8.0
431.2000>312.3000 CE: -23.0
431.2000>255.1000 CE: -15.0

Eventt: 1 MAM(E+) Ret Time :[1.967] Scanf : [383]

inten. (x100,000) Base Peak: 255.10/187,226
3 i miz 261.00 Abs.inten. 0 Relinfen.

31230 390,05

300 310 320 330 40 %0 360 an g0 mz

Figure S71. MS analysis of 2’-methylflavanone 3’-O-f-D-(4""-O-methyl)-glucopyranoside (4d)
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'H NMR (601 MHz, Acetone) 5 7.86 (dd, | =7.9, 1.7 Hz, 1H), 7.58 (ddd, | HO.

v
=85,7.2,17 Hz, 1H),7.33 (d, ] =7.7 Hz, 1H), 7.24 (4, ] =8.0 Hz, 1H), 7.18 > ,’;F,ﬂ
(d,J=75Hz 1H), 7.10 (td, ] =7.7, 1.0 Hz, 1H), 7.08 - 7.06 (m, 1H), 5.86 OH f
(dd, ] =13.5,2.6 Hz, 1H), 494 (d, | =7.8 Hz 1H), 467 (d, | =4.6 Hz, 1H), .

444 (d, | =41 Hz 1H), 384 (ddd, | =116, 5.1, 22 Hz, 1H), 379=373 (m; ‘
1H),370(ddd,l-118 7.1, 48 Hz, 1H), zm(nu 9.0,40Hz 1H),357 °
(s, 3H), pswm(ﬂ JiH) 347 (ddd, ] =938, 48 2Hz, 1H), '}}b ‘wu !‘f [
(m, 1H), 3.12 (dd, | = 16.8, 13.4 Hz, 1H), 2.81 (dd, | =16.9, 2.7 Hz, 1H),
234 (5 3H).
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Figure S72. 'H NMR spectrum (5, acetone-d6, 600 MHz) of 2’-methylflavanone 3’-O-3-D-(4"'-
O-methyl)-glucopyranoside (4d)



'H :\r\la/n (601 MHz, Acetone) d 7.86 (dd, | =7.9, 1.7 Hz, 1H), 7.58 (ddd, |
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234 (s 3H).
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Figure S73. 'H NMR spectrum expansion (6, acetone-d6, 600 MHz) of 2’-methylflavanone 3'-
O-B-D-(4”-O-methyl)-glucopyranoside (4d)
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Figure S74. 'H NMR spectrum expansion (9, acetone-d6, 600 MHz) of 2’-methylflavanone 3'-
O-B-D-(4”-O-methyl)-glucopyranoside (4d)



-3 8 8 AR RRNAGHES A - - ~ -
ad v 3 8 A% RRANdREs g saiER 3% 3 3
1 | 11 ] Ve | N |\ l
‘.' A /

_L—‘-L 1] Y'i HU J . [ I | i,):LLAJ"_L

T v T v T v T v T ¥ T v T L T v T v T v T v T v T L T v T v T v T v T v T v T v T v T v T
220 210 200 190 180 170 160 150 140 130 120 fl(uo ; 10 9 80 70 60 S50 40 30 20 10 0
ppm

Figure S75. °C NMR spectrum (6, acetone-d6, 151 MHz) of 2’-methylflavanone 3’-O--D-(4"'-
O-methyl)-glucopyranoside (4d)
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Figure S76. °C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2’-methylflavanone 3'-
O-B-D-(4"-O-methyl)-glucopyranoside (4d)
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Figure S77. 3C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2’-methylflavanone 3’-

O-B-D-(4"-O-methyl)-glucopyranoside (4d)
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Figure S78. COSY contour map — 'H x 'H of 2"-methylflavanone 3’-O-f-D-(4""-O-methyl)-
glucopyranoside (4d)
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Figure §79. COSY contour map — 'H x 'H expansion of 2’-methylflavanone 3’-O-f-D-(4"-O-

methyl)-glucopyranoside (4d)
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Figure §80. COSY contour map — 'H x 'H expansion of 2’-methylflavanone 3’-O--D-(4"-O-

methyl)-glucopyranoside (4d)
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Figure S81. HSQC contour map —'H x *C of 2’-methylflavanone 3’-O-3-D-(4""-O-methyl)-
glucopyranoside (4d)
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Figure S82. HSQC contour map —'H x *C expansion of 2’-methylflavanone 3’-O-8-D-(4"-O-
methyl)-glucopyranoside (4d)
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Figure S83. HSQC contour map —'H x *C expansion of 2’-methylflavanone 3’-O-8-D-(4"-O-

methyl)-glucopyranoside (4d)
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Figure S84. HSQC contour map — 'H x **C expansion of 2’-methylflavanone 3’-O-8-D-(4"-O-

methyl)-glucopyranoside (4d)
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Figure $85. HMBC contour map —'H x 1*C of 2’-methylflavanone 3’-O-f-D-(4"-O-methyl)-

glucopyranoside (4d)
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Figure $86. HMBC contour map — 'H x 13C expansion of 2’-methylflavanone 3’-O-g-D-(4"-O

methyl)-glucopyranoside (4d)
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Figure S87. HMBC contour map — 'H x 1*C expansion of 2’-methylflavanone 3’-O-g-D-(4"-O-
methyl)-glucopyranoside (4d)
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Figure $88. HMBC contour map — 'H x '*C expansion of 2’-methylflavanone 3’-O-g-D-(4"-O-
methyl)-glucopyranoside (4d)



Molecular formula: CisH200s HO

Formula weight: 328.12 O\/S)'Pﬁf(;g
Ionization mode: negative

Precursor: [M - H]~327.40
327.4000>151.1000 CE: 15.0
327.4000>150.1000 CE: 27.0
327.4000>108.0500 CE: 33.0

7

Event: 1 MRM(E-) Ret Time: [1.823] Scani : [355]
Inten. (100,000} Base Peak: 151.10/388,921

mz 130.00 Abs. Inten. 0 Rel inten. 0.00]
15110
150.10
1078 1100 125 1150 178 1200 1228 125.0 1218 130.0 1328 135.0 1ars 140.0 1425 1450 1475 1500 mz

Figure S89. MS analysis of 2-methylbenzoic acid 4-O-3-D-(4-O-methyl)-glucopyranoside
(4e)

4e* 2d RRES 583337 L

i o N - teeeeds A’."‘d
| | Y YV NV |
H NMR (601 MHz, Acetone) 5 11.92 (s/1H), 7.62 (d, ] =29 Hz, 1H), :

7.29 (dd, ] =9.0,3.0 Hz, 1H), 6.86 (d, ] =9.0 HZ, 1H), 486 (d, | =7.8 Hz, TP:@FUV:;;,,‘_ =0
1H), 464 (d, ] =B6 Hz 1H),441 (d, ] =4.0Hz% 1H), 387 (4d, ] =5.7,3.0 na_ ! .

Hz 1H), 371 =365 (m, 1H), 3.63 +3.58 (m, 1H), 3.55 (5, 3H), 350 (ddd, |

=96,57,17Hz 1H),345(#, ] =53,3.6 Hz 1H), 316 -3.13 rm, 1H),

2.65 (s, 3H).
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Figure $90. 'H NMR spectrum (9, acetone-d6, 600 MHz) of 2-methylbenzoic acid 4-O--D-(4'-
O-methyl)-glucopyranoside (4e)
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Figure S91. '"H NMR spectrum expansion (, acetone-d6, 600 MHz) of 2-methylbenzoic acid
4-0-B-D-(4’-O-methyl)-glucopyranoside (4e)
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Figure S92. 'H NMR spectrum expansion (, acetone-d6, 600 MHz) of 2-methylbenzoic acid
4-0-B-D-(4’-O-methyl)-glucopyranoside (4e)
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Figure S93. *C NMR spectrum (5, acetone-d6, 151 MHz) of 2-methylbenzoic acid 4-O-f-D-
(4'-O-methyl)-glucopyranoside (4e)
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Figure 594. 3*C NMR spectrum expansion (9, acetone-d6, 151 MHz) of 2-methylbenzoic acid
4-O-B-D-(4’-O-methyl)-glucopyranoside (4e)
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Figure $96. COSY contour map — 'H x 'H of 2-methylbenzoic acid 4-O-f-D-(4’-O-methyl)-
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Figure §97. COSY contour map — 'H x '"H expansion of 2-methylbenzoic acid 4-O-$-D-(4'-O-
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Figure 599. HSQC contour map — 'H x *C 2-methylbenzoic acid 4-O-f-D-(4'-O-methyl)-
glucopyranoside (4e)
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Figure $101. HSQC contour map — 'H x *C expansion of 2-methylbenzoic acid 4-O-f-D-(4'-
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Figure $102. HMBC contour map — 'H x *C of 2-methylbenzoic acid 4-O--D-(4'-O-methyl)-
glucopyranoside (4e)
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Molecular formula: CisH1202

Formula weight: 236.08
Ionization mode: positive
Precursor: [M + H]* 237.10
237.1000>65.0500 CE: -51.0
237.1000>121.0500 CE: -31.0
237.1000>115.1000 CE: -39.0

Evertdh 1 MAM(E+] Ret Time: [2482] Scanti - [483]
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'H NMR (601 MHz, Acetone) d8.15 (dd, ] =7.9, 1.7 Hz, 1H), 7.82 (ddd,

=8.7,7.2,1.7 Hz, 1H), 7.66 — 7.63 (m, 2H), 7.53 — 7.47 (m, 2H), 7.43 - 7.37 7

(m, 2H), 6.42 (s, 1H),2.51 (5, 3H).
[

B (ddd) || F (m)

7.82 |7.40
A(dd)|{C(m) G(s) H (s)
8.15 | | 7.64 6.42 2,51
H H 1 1
D/(m) 3 -CHa
7.50
|
I
1 1 b j
L I\ N L e b !
f % g es | !
g —2eds 8 &
— e - ~
T T T T T T T T T T T T T T T T T T
8.5 8.0 75 7.0 65 6.0 55 5.0 35 3.0 25 20 15 1.0 05 0.0

5 4.0
f1 (ppm)

Figure 5106. 'H NMR spectrum (6, acetone-d6, 600 MHz) of 2’-methylflavone (5)
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Figure S107. '"H NMR spectrum expansion (6, acetone-d6, 600 MHz) 2’-methylflavone (5)
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Figure $108. *C NMR spectrum (9, acetone-d6, 151 MHz) of 2’-methylflavone (5)
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Figure $109. *C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2’-methylflavone (5)
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Figure $110. COSY contour map — 'H x 'H of 2’-methylflavone (5)
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Figure S113. HSQC contour map —'H x 3C of 2’-methylflavone (5)
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Figure S115. HSQC contour map — 'H x *C expansion of 2’-methylflavone (5)
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Molecular formula: C23H2140s

Formula weight: 428.15
Ionization mode: positive
Precursor: [M + H]*429.10
429.1000>253.0500 CE: -31.0
429.1000>121.0500 CE: -55.0

Event#: 1 MAM(E+) Ret. Time: [1.926] Scan#: [562]

Inten. (x10,000,000, Base Peak: 253.05/19,855,011

121.05

130 140 150 160 170 130 180 200 210 220 230 240 250 mz
Figure $119. MS analysis of 2’-methylflavone 3’-O--D-(4""-O-methyl)-glucopyranoside (5a)
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732(t ] =79 Hz, 1H), 728 (d, ] =6.9 Hz, TH), 639 (5, TH), 5.00 (d, [ =7.7 [
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Figure §120. 'H NMR spectrum (6, acetone-d6, 600 MHz) of 2’-methylflavone 3’-O-g-D-(4"'-
O-methyl)-glucopyranoside (5a)
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Figure S121. '"H NMR spectrum expansion (6, acetone-d6, 600 MHz) of 2’-methylflavone 3’-
O-B-D-(4"-O-methyl)-glucopyranoside (5a)
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Figure $122. '"H NMR spectrum expansion (6, acetone-d6, 600 MHz) of 2’-methylflavone 3’-
O-B-D-(4”-O-methyl)-glucopyranoside (5a)
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Figure $123. 3*C NMR spectrum (6, acetone-d6, 151 MHz) of 2’-methylflavone 3’-O-f-D-(4"'-
O-methyl)-glucopyranoside (5a)
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Figure 5124. 3C NMR spectrum expansion (9, acetone-d6, 151 MHz) of 2’-methylflavone 3’-
O-B-D-(4-O-methyl)-glucopyranoside (5a)
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Figure S125. *C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2’-methylflavone 3'-
O-B-D-(4"-O-methyl)-glucopyranoside (5a)
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Figure §126. COSY contour map — 'H x 'H of 2’-methylflavone 3’-O-§-D-(4""-O-methyl)-
glucopyranoside (5a)
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Figure §127. COSY contour map — 'H x 'H expansion of 2’-methylflavone 3’-O-§-D-(4"-O-
methyl)-glucopyranoside (5a)
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Figure 5128. COSY contour map — 'H x 'H expansion of 2’-methylflavone 3’-O-3-D-(4"-O-
methyl)-glucopyranoside (5a)
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Figure 5129. HSQC contour map —'H x ®C of 2’-methylflavone 3’-O-$-D-(4""-O-methyl)-

glucopyranoside (5a)
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Figure $130. HSQC contour map —'H x *C expansion of 2’-methylflavone 3’-O-8-D-(4"-O-

methyl)-glucopyranoside (5a)
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Figure $131. HSQC contour map — 'H x *C expansion of 2’-methylflavone 3’-O--D-(4"-O-
methyl)-glucopyranoside (5a)
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Figure $132. HMBC contour map — 'H x 3C expansion of 2’-methylflavone 3’-O-8-D-(4"-O-
methyl)-glucopyranoside (5a)



|
_,JA\ )AL-____JL. J"L . J“AML - I
5a
1" 100
110
3 ¢
¢
8= 120
6 _' 1o & i
52
130
] G E
c i
140 =
150
3 @ I
8a B 160
2 2
170
4 r

LIl R o P o L B [ B M Z P ot o o [N [ St Fr Ca [ B L [ S R Eel Fan e PR B LS [ i e P B B B |
82 81 80 79 78 77 76 75 74 73 72 71 70 69 68 67 66 65 64 63 62 61
f2 (ppm)

Figure S133. HMBC contour map - 'H x 3C expansion of 2’-methylflavone 3’-O-3-D-(4"-O-
methyl)-glucopyranoside (5a)
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Molecular formula: C23sH240s HO o

Formula weight: 428.15
Ionization mode: positive
Precursor: [M + H]*429.10
429.1000>253.1000 CE: -22.0
429.1000>121.0000 CE: -55.0
429.1000>159.0000 CE: -53.0

Eventit: 1 MRM(E+) Ret Time: [1.926] Scan# : [375]
Inten. (x1,000,000) Base Peak: 253.10/19,019,391
miz  247.00 Abs. inten. 0 Relnten. 0]
25340
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Figure $135. MS analysis of 2’-methylflavone 4’-O-f-D-(4""-O-methyl)-glucopyranoside (5b)
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Figure S136. '"H NMR spectrum (6, acetone-d6, 600 MHz) of 2’-methylflavone 4’-O-3-D-(4"-
O-methyl)-glucopyranoside (5b)
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Figure S137. 'H NMR spectrum expansion (6, acetone-d6, 600 MHz) of 2’-methylflavone 4'-
O-B-D-(4-O-methyl)-glucopyranoside (5b)
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Figure S138. 'H NMR spectrum expansion (6, acetone-d6, 600 MHz) of 2’-methylflavone 4'-
O-B-D-(4-O-methyl)-glucopyranoside (5b)
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Figure $139. ®*C NMR spectrum of (5, acetone-d6, 151 MHz) 2’-methylflavone 4’-O-f-D-(4"'-
O-methyl)-glucopyranoside (5b)
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Figure 5140. *C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2’-methylflavone 4'-
O-B-D-(4"-O-methyl)-glucopyranoside (5b)
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Figure S141. ®*C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2’-methylflavone 4'-
O-B-D-(4"-O-methyl)-glucopyranoside (5b)
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Figure S142. COSY contour map - 'H x 'H 2’-methylflavone 4’-O-3-D-(4"-O-methyl)-
glucopyranoside (5b)
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Figure 5143. COSY contour map - 'H x 'H expansion of 2’-methylflavone 4’-O-3-D-(4"-O-
methyl)-glucopyranoside (5b)
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Figure S144. COSY contour map — 'H x 'H expansion of 2’-methylflavone 4’-O-3-D-(4"-O-
methyl)-glucopyranoside (5b)

f1 (ppm)

f1 (ppm)



Ll

[

5b

Il

I R

g8'8'8

T T T T T
12 1 10

3
2 (ppm)

Figure S145. HSQC contour map — '"H x C of 2’-methylflavone 4’-O-f-D-(4""-O-methy])-

HO

Onsl 0
NP OH
ToH

glucopyranoside (5b)

0.

3
6 .
5 7 8 6 35

I M ll“JL_N, b y

5b r
10
3 — © |
14

5 — © I
16
118

8 —- ) . L
3 @) 120
122
124

— L
5 G ®) 26

6 ‘ L
128
130
6 —f S 132
134

7 — (o) L
136

—————————,—,—,— — ,—e— —e—e———————————

82 81 80 79 78 76 15 74 72 71 70 69 68 67 66 65 64

Figure 5146. HSQC contour map — 'H x 1*C expansion of 2’-methylflavone 4’-O--D-(4"-O-

methyl)-glucopyranoside (5b)

73
f2 (ppm)

1 (ppm)

f1 (ppm)



20 3-OH 3 3" [5"2 ¢ ‘ l.
X [
| \
ﬂm | - LJM__J N |
2.cH,—| (5B &
:J —-30
40
Fs0
4"OCH
LG.‘: = = - T \=—§‘
70
p - @
L —— < <
4 3] o 80
a0
1" — < 100
| B LA NS LA B D B DL B RN BEAE B | | DL DL B L N B BB NS BN N B B LA NELAE RN )
52 5.0 48 4.6 44 42 4 36 34 32 3.0 28 26

0 38

2 (ppm)
Figure 5147. HSQC contour map — 'H x 1*C expansion of 2’-methylflavone 4’-O--D-(4"-O-
methyl)-glucopyranoside (5b)
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Figure 5148. HMBC contour map — 'H x 13C of 2’-methylflavone 4’-O-$-D-(4""-O-methyl)-
glucopyranoside (5b)
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Figure 5149. HMBC contour map — 'H x 13C expansion of 2’-methylflavone 4’-O-8-D-(4"-O-

methyl)-glucopyranoside (5b)
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Figure S150. HMBC contour map - 'H x 3C expansion of 2’-methylflavone 4’-O-3-D-(4"-O-

methyl)-glucopyranoside (5b)
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Figure 5S151. HMBC contour map - 'H x 13C expansion of 2’-methylflavone 4’-O-g-D-(4"-O-
methyl)-glucopyranoside (5b)
Molecular formula = C23H2:0s
Formula weight=428.15
Ionization mode = positive OHO T 45
Precursor: [M + H]*429.20 O)%HrOH
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Figure $152. MS analysis of 2'-methylflavone 5-O-f-D-(4"’-O-methyl)-glucopyranoside (5c)
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Figure S153. '"H NMR spectrum (6, acetone-d6, 600 MHz) of 2’-methylflavone 5-O--D-(4"-
O-methyl)-glucopyranoside (5¢)
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Figure S154. '"H NMR spectrum expansion (6, acetone-d6, 600 MHz) of 2’-methylflavone 5'-
O-B-D-(4"-O-methyl)-glucopyranoside (5¢)
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Figure S155. 'H NMR spectrum expansion (9, acetone-d6, 600 MHz) of 2’-methylflavone 5’-
O-B-D-(4"-O-methyl)-glucopyranoside (5¢)
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Figure S156. *C NMR spectrum (5, acetone-d6, 151 MHz) of 2’-methylflavone 5’-O--D-(4"
O-methyl)-glucopyranoside (5¢c)
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Figure S157. *C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2’-methylflavone 5’-
O-B-D-(4”-O-methyl)-glucopyranoside (5¢)
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Figure S158. *C NMR spectrum expansion (6, acetone-d6, 151 MHz) of 2’-methylflavone 5’-
O-B-D-(4"-O-methyl)-glucopyranoside (5¢)
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Figure §159. COSY contour map — 'H x 'H of 2’-methylflavone 5-O--D-(4"’-O-methyl)-

glucopyranoside (5¢)
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Figure $160. COSY contour map - 'H x 'H expansion of 2’-methylflavone 5-O--D-(4"-O-

methyl)-glucopyranoside (5¢)
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Figure S161. COSY contour map — 'H x 'H expansion of 2’-methylflavone 5'-O-3-D-(4"-O-
methyl)-glucopyranoside (5¢)
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Figure 5162. HSQC contour map —'H x *C of 2’-methylflavone 5'-O-f-D-(4"’-O-methyl)-
glucopyranoside (5¢)
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Figure $163. HSQC contour map —'H x *C expansion of 2’-methylflavone 5-O--D-(4"-O-

methyl)-glucopyranoside (5c)
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Figure 5164. HSQC contour map — 'H x 1*C expansion of 2’-methylflavone 5-O--D-(4"-O-
methyl)-glucopyranoside (5¢)

f1 (ppm)



5¢ 20

| ]
r
=

T
3

Bl

T v T v T v T L T v T v T v T v T L T v T v T v T
12 1 10 9 8 7 6
f2 (ppm)

Figure $165. HMBC contour map — 'H x *C of 2’-methylflavone 5’-O-f-D-(4""-O-methy])-
glucopyranoside (5¢)
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Figure $166. HMBC contour map — 'H x *C expansion of 2’-methylflavone 5’-O-8-D-(4"-O-
methyl)-glucopyranoside (5¢)
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Figure 5$167. HMBC contour map — 'H x 3C expansion of 2’-methylflavone 5’-O-8-D-(4"-O-
methyl)-glucopyranoside (5¢)
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