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Spectroscopic data of compounds

Ayanin (1): yellow solid, tH-NMR (400 MHz, CDCls): 12.63 (1H, s, OH-5), 7.72 (1H, dd, J =
8.6, 2.1 Hz, H-6"), 7.68 (1H, d, J = 2.1 Hz, H-2"), 6.96 (1H, d, J = 8.6 Hz, H-5), 6.44 (1H, d, J
= 2.2 Hz, H-8), 6.34 (1H, d, J = 2.2 Hz, H-6), 5.72 (1H, s, OH-3"), 3.98 (3H, 5, OCH3-4'), 3.87
(3H, s, OCHs-7), 3.86 (3H, s, OCH3-3). 3 C-NMR (100 MHz, CDCls): 178.9 (C-4, C), 165.5
(C-7,C), 162.0 (C-5, C), 156.8 (C-9, C), 155.7 (C-2, C), 148.8 (C-4', C), 145.6 (C-3', C), 139.2
(C-3, C), 123.7 (C-1', C), 121.7 (C-6', CH), 114.5 (C-2', CH), 110.4 (C-5', CH), 106.1 (C-10,
C), 98.0 (C-6, CH), 92.2 (C-8, CH), 60.2 (OCH3-3, CHg), 56.1 (OCH3-4', CH3), 55.9 (OCHs-

7, CH3). HR-MS: 345.0983 [M + H]" (calc for C1gH1707, 345.0974).

Tectorigenin (2): colourless solid, 'H-NMR (500 MHz, CDCls): 13.10 (1H, s, OH-5), 7.86 (1H,
s, H-2),7.40 (2H, d, J = 8.5 Hz, H-2', 6'), 6.91 (2H, d, J = 8.5 Hz, H-3', 5'), 6.52 (1H, s, H-8),
4.03 (3H, s, OCH3-6). *C-NMR (125 MHz, CDCls): 181.4 (C-4, C), 155.9 (C-4', C), 155.2 (C-
7, C), 153.6 (C-9, C), 153.0 (C-5, C), 152.7 (C-2, CH), 130.5 (C-6, C), 130.5 (C-2', 6', CH),
123.3 (C-3, C), 123.1 (C-1', C), 115.7 (C-3', 5', CH), 106.6 (C-10, C), 93.3 (C-8, CH), 61.0

(OCH3s-6, CH3). HR-MS: 301.0713 [M + H]" (calc for C16H130s, 301.0712).

Loliolide (3): white amorphous powder, *H-NMR (400 MHz, CDCls): 5.68 (1H, s, H-3), 4.32
(1H, quint, J = 3.3 Hz, H-6), 2.45 (1H, dt, J = 14.0, 2.6 Hz, H-7a), 1.97 (1H, dt, J = 14.4, 2.6
Hz, H-5a), 1.77 (1H, dd, J = 14.0, 3.9 Hz, H-7b), 1.52 (1H, dd, J = 14.4, 3.9 Hz, H-5b), 1.77
(3H, s, H-12), 1.46 (3H, s, H-10), 1.26 (3H, s, H-11). 3C-NMR (75 MHz, CDCls): 182.7 (C-
9, C), 172.1 (C-2, C), 112.9 (C-3, CH), 86.9 (C-8, C), 66.8 (C-6, CH), 47.3 (C-5, CHy), 45.7
(C-7, CHy), 36.0 (C-4, C), 30.7 (C-4, CHs), 27.1 (C-12, CHs), 26.5 (C-11, CHs). HR-MS:

197.1182 [M + H]* (calc for C11H170s, 197.1178).

Isovitexin (4): yellow solid, *H-NMR (400 MHz, CDsOD): 7.82 (2H, d, J = 8.4 Hz, H-2', 6"),

6.91 (2H, d, J = 8.4 Hz, H-3', 5, 6.58 (1H, s, H-3), 6.49 (1H, s, H-8), 4.91 (1H, overlapped



with water signal, H-1"), 4.17 (1H, t, H-2"), 3.86 — 3.89 (1H, m, J = 12.2, 1.9 Hz, H-6"b), 3.74
(1H, dd, J = 12.2, 5.1 Hz, H-6"a), 3.45 — 3.49 (2H, m, H-3", 4"), 3.42 — 3.44 (1H, m, H-5").
13C-NMR (125 MHz, CDs0D): 184.0 (C-4, C), 166.1 (C-2, C), 165.0 (C-7, C), 162.8 (C-4', C),
162.0 (C-5, C), 158.7 (C-9, C), 129.4 (C-2', 6', CH), 123.0 (C-1', C), 117.0 (C-3', 5', CH), 109.2
(C-6, CH), 105.1 (C-10, C), 103.8 (C-3, CH), 95.2 (C-8, CH), 82.6 (C-5", CH), 80.1 (C-3",
CH), 75.2 (C-1", CH), 72.5 (C-2", CH), 71.7 (C-4", CH), 62.8 (C-6", CHz). HR-MS: 433.1134

[M + H]" (calc for C21H21010, 433.1135).

Pinitol (5): white powder, *H-NMR (400 MHz, (CD3)2S0): 3.60 — 3.64 (2H, m, H-1, 6), 3.47
(3H, s, OCH3-3), 3.30 — 3.52 (3H, m, H-2, 4, 5), 2.99 (1H, t, J = 9.3 Hz, H-3), 4.34 (1H, d, J =
5.6 Hz, OH), 4.48 (1H, d, J = 6.4 Hz, OH), 4.53 (1H, d, J = 4.6 Hz, OH), 4.65 (1H, brs, OH),
4.73 (1H, brs, OH). 3C-NMR (100 MHz, (CDs)2S0): 83.8 (C-3, CH), 72.6 (C-4, CH), 72.5
(C-1, CH), 72.0 (C-6, CH), 70.9 (C-2, CH), 70.1 (C-5, CH), 59.7 (OCHzs-3, CH3). HR-MS:

217.0678 [M + Na]* (calc for CH1406Na, 217.0688).

Vitexin (6): yellow amorphous solid, tH-NMR (400 MHz, (CD3),S0): 13.16 (1H, s, OH-5),
8.02 (2H, d, J = 8.4 Hz, H-2', 6'), 6.89 (2H, d, J = 8.4 Hz, H-3', 5'), 6.77 (1H, s, H-3), 6.26 (1H,
s, H-6), 4.68 (1H, d, J = 9.8 Hz, H-1"), 3.83 (1H, t, J = 9.4 Hz, H-2"), 3.76 (1H, dd, J = 12.3,
4.9 Hz, H-6"b), 3.49 — 3.54 (1H, m, H-6"a), 3.37 — 3.40 (1H, m, H-4"), 3.20 — 3.29 (2H, m, H-
3", 5"). BC-NMR (125 MHz, (CD3),S0): 182.0 (C-4, C), 163.9 (C-2, C), 162.6 (C-7, C), 161.1
(C-4', C), 160.3 (C-5, C), 156.0 (C-9, C), 128.9 (C-2, 6', CH), 121.6 (C-1', C), 115.8 (C-3', 5/,
CH), 104.6 (C-8, C), 104.0 (C-10, C), 102.4 (C-3, CH), 98.1 (C-6, CH), 81.8 (C-5", CH), 78.6
(C-3", CH), 73.3 (C-1", CH), 70.8 (C-2", CH), 70.5 (C-4", CH), 61.2 (C-6", CH2). HR-MS:

433.1137 [M + H]" (calc for C21H21010, 433.1135).

Quercetin (7): yellow amorphous powder, *H-NMR (400 MHz, CD3z0D): 7.73 (1H, d, J = 2.0

Hz, H-2), 7.63 (1H, dd, J = 8.5, 2.0 Hz, H-6"), 6.88 (1H, d, J = 8.5 Hz, H-5'), 6.38 (1H, d, J =



1.9 Hz, H-8), 6.18 (1H, d, J = 1.9 Hz, H-6). 3C-NMR (125 MHz, CD30D): 177.3 (C-4, C),
165.6 (C-7, C), 162.5 (C-5, C), 158.2 (C-9, C), 148.7 (C-4', C), 148.0 (C-2, C), 146.2 (C-3', C),
137.2 (C-3, C), 124.1 (C-1', C), 121.6 (C-6', CH), 116.2 (C-5', CH), 115.9 (C-2', CH), 104.5
(C-10, C), 99.2 (C-6, CH), 94.4 (C-8, CH). HR-MS: 303.0510 [M + H]* (calc for C1sH1107,

303.0505).

Isoorientin (8): light yellow solid, tH-NMR (500 MHz, CD3z0D): 7.39 (1H, dd, J = 8.1, 2.0 Hz,
H-6"), 7.37 (1H, s, H-2'), 6.90 (1H, d, J = 8.1 Hz, H-5"), 6.55 (1H, s, H-3), 6.49 (1H, s, H-8),
4.89 (1H, overlapped with water signal, H-1"), 4.17 (1H, t, J = 9.1 Hz, H-2"), 3.87 (1H, dd, J
=12.2, 2.0 Hz, H-6"b), 3.73 (1H, dd, J = 11.9, 5.3 Hz, H-6"a), 3.44 — 3.48 (3H, m, H-3", 4",
5"). 3C-NMR (125 MHz, CD30D): 183.9 (C-4, C), 166.2 (C-2, C), 162.0 (C-5, C), 161.3 (C-
7,C), 158.8 (C-9, C), 151.2 (C-4', C), 147.1 (C-3', C), 123.4 (C-1', C), 120.3 (C-6', CH), 116.8
(C-5', CH), 114.0 (C-2', CH), 109.3 (C-6, C), 105.7 (C-10, C), 103.8 (C-3, CH), 95.3 (C-8,
CH), 82.6 (C-5", CH), 80.1 (C-3", CH), 75.3 (C-1", CH), 72.5 (C-2", CH), 71.7 (C-4", CH),

62.8 (C-6", CH,). HR-MS: 449.1089 [M + H]" (calc for Ca1H21011, 449.1084).



Figure 1: 'H NMR (400 MHz, CDCls) spectrum of compound 1.
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Figure 2: 3C NMR (100 MHz, CDClIs) spectrum of compound 1.
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Figure 3: HRESIMS spectrum of compound 1.
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Figure 4: 'H NMR (500 MHz, CDCls) spectrum of compound 2.
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Figure 5: 3C NMR (100 MHz, CDClIs) spectrum of compound 2.
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Figure 6: HRESIMS spectrum of compound 2.
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Figure 7: 'H NMR (400 MHz, CDCls) spectrum of compound 3.
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Figure 8: 3C NMR (75 MHz, CDCls) spectrum of compound 3.
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Figure 9: HRESIMS spectrum of compound 3.
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Figure 10: *H NMR (400 MHz, CDs0D) spectrum of compound 4.
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Figure 11: 3C NMR (125 MHz, CD30D) spectrum of compound 4.
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Figure 12: HRESIMS spectrum of compound 4.
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Figure 13: *H NMR [400 MHz, (CD3)-SQ] spectrum of compound 5.
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Figure 14: 3C NMR [100 MHz, (CD3).S0] spectrum of compound 5.
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Figure 15: HRESIMS spectrum of compound 5.

LC-MS (Synapt) Facility

30190603 _Adetola_AHA_1_37B_p 62 (0.720) AM2 (Ar,18000.0,556.28,0.00,LS 10)

217.0678_
1991 58787
311.0988
34342
109.0284 303.1100
81.0336 10624 9938 31;(')%213
7874 127.0387 N
\ 6153 195.0857 (218.0708 319.0859
( 4919 | 4771 T 6590
177.0768
‘ 836 219.0729,828 389.1646,1337
0 ""'|""|""'|'"'|'"'||"":'|"'|"'!|'"'i:'I":""'l|""|"'|'|""|""'|I'I':'|!:'ll""|""|'"'|""|""|"""|L"'L'|':I"|"i'1|'
60 80 100 120 140 160 180 200 220 240 260 280 30

442.0767
6753

433.1294_ | 443.0810 488.0830
3466 3391 395 5411';541
e

UP, Chemistry Dept.
1: TOF MS ES+
5.88e4

588.5546
66

0 320 340 360 380 400 420 440 460 480 500 520 540 560 580 600

18



Figure 16: *H NMR [400 MHz, (CD3)-SQ] spectrum of compound 6.
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Figure 17: 3C NMR [125 MHz, (CD3)2S0] spectrum of compound 6.
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Figure 18: HRESIMS spectrum of compound 6.
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Figure 19: 'H NMR (400 MHz, CDsOD) spectrum of compound 7.
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Figure 20: 3C NMR (125 MHz, CD3;0D) spectrum of compound 7.
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Figure 21: HRESIMS spectrum of compound 7.
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Figure 22: *H NMR (500 MHz, CDsOD) spectrum of compound 8.
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Figure 23: 3C NMR (125 MHz, CD3;0D) spectrum of compound 8.
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Figure 24: HRESIMS spectrum of compound 8.
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