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Figure S1: 'TH NMR (500 MHz) spectrum of the ethanol extract of RN propolis in DMSO-ds
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Figure S2: '"H NMR (500 MHz) spectrum of RN-Sup 1 in DMSO-ds
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Figure S3: '"H NMR (500 MHz) spectrum of RN-pptl in DMSO-ds
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Figure S4 'H NMR (500 MHz) spectrum of RN-Sup 2 in DMSO-ds
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Figure S5 'H NMR (500 MHz) spectrum of RN-ppt2 in DMSO-ds

Table S1 High resolution MS profiling of RN-Sup1 crude using negative ion masses
Peak RT M-1 Formula  RDB  Delta  Intensity
(ppm)

no (min)




1 9.01 315.0867 C17H1506 10.5 -2.25 1.78x 100

11.24 271.0608 CisH1105 10.5 -1.61 1.67x 100
12.83 255.0659 CisH1104 10.5 -1.65 2.21x10¢
301.0712 Ci16H1306 10.5 -1.96
4 13.41 267.0657 Ci6H1104 11.5 -2.29 3.91x10¢
5 13.66 267.0660 CisH1104 11.5 -1.31 3.51x10¢
6 14.53 271.0971 Ci6Hi1504 9.5 -1.85 2.34x10¢
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15.87 271.0971 Ci6Hi1504 9.5 -1.85 1.82x10¢
16.18 269.0814 Ci16H1304 10.5 -2.13 1.11x107
17.72 255.0656 C1sH1Os 10.5 -2.12 6.68x10°
10 17.96 266.0579 Ci6H1004 12.0 -2.02 8.20x10¢
11 18.82 285.1128 Ci7Hi1704 9.5 -1.446 5.24x10°

12 20.31 240.0422 C14HsOxs 11.0 -2.49 7.35x105
C16H1504 9.5 -0.97

Table S2: High resolution MS profiling of RN-ppt 2 using negative ion masses
Peak RT M-1 Formula RDB Delta Intensity
no  (min) (ppm)
1 6.72 287.0562 CisHuOs 105  0.45 7.93x1090
329.1607 CisH2s0O7 4.5 0.41
1529 323.1291 CH10s 11.5 055  2.37x107
15.84 439.1763 CxsH2O7 125  0.24 1.36x107
16.53 455.1715 CxsH20s 125  0.88 1.88x107
1752  339.1240 CxoHOs 125 048  2.76x107
1791 383.1141 CaH»O7 125 1.16  9.84x107
18.56 395.1138 C2H1O7 135 036  2.32x107
339.1240 C20H10s 11.5  0.66
8 19.29 381.1346 CsH20s 125 057  5.77x107
319.2280 C20Hx0s 5.5 0.41
9 19.82 417.2288 CaH30s 8.5 1.33 1.72x107
485.3277 CsHssOs 8.5 0.87
10 | 20.78 339.1240 Cz0H19Os 11.5 057  2.36x107
483.2025 CxyH=x0s 125 054
11 2144 367.1190 CaHw9Os 125  0.76 7.76x107
339.1241 Cx0H19Os 11.5 1.04
12 23.20 423.1818 CxH2»Os 12.5 1.20  3.62x107
13 23.52 423.1815 CxHxOs 125 049 1.46x107
323.1291 C0H190s 115  0.64
14 2492 407.1865 CxsH»Os 125  0.30 6.65x107
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Chemical Formula: C{;H 30,

Figure S6: Structure of 7-O-methylvestitol

Table S3 'H (400MHz), ¥C (100MHz) chemical shifts inCDCls 7-O-methylvestitol. *CDsOD

Position H d ppm (mult, ] Hz) 13C d ppm (mult) H d ppm* 13C d ppm*
From literature! | From literature!
2 4.34 (1H, ddd, 10.5, 3.5, 69.9 (CH>) 4.22,3.85 55.6
2.0) 4.05 (1H, m)
3 3.51 (1H, m) 31.7 (CH) 3.41 33.1
4 3.01 (1H, ddd, 15.7, 30.3 (CHz) 2.7,2.86 31.3
10.5, 1.1) 2.91 (1H, ddd,
15.8,5.4,1.9)
5 7.01 (1H, d, 8.5) 128.2 (CH) 6.9 131.2
6 6.47 (1H, dd, 8.4, 2.6) 107.2 (CH) 6.47 107.9
7 - 159.0 (C) - 160.8
8 6.36 (1H, d, 2.5) 102.1 (CH) 6.38 102.5
9 - 155.0 (C) - 157.3
10 - 119.9 (C) - 116.0
1 - 114.4 (C) - 121.3
2 - 154.2 (C) - 156.2
3 6.42 (1H, d, 2.6) 101.4 (CH) 6.4 102.5
4 - 159.3 (C) - 160.5
5 6.47 (1H, dd, 8.4, 2.6) 106.1 (CH) 6.27 105.8
6’ 6.98 (1H, dd, 8.3, 1.0) 130.2 (CH) 6.85 128.8
7-OCHs 3.77 (3H, s) 55.3 (CHs) 3.41 55.6
4’- OCHs 3.77 (3H, s) 55.3 (CHs) 3.41 55.6




Figure S7 Structure of 2',4"-dihydroxy-7-methoxyisoflavan (neovestitol)

Chemical Formula: C;gH;50,

HO

Table S4: 'H (400MHz), 1*C (100MHz) data for neovestitol in Acetone-ds.*CD3OD

Position H d ppm 13C 0 ppm H d ppm* 13C o ppm*
(mult, ] Hz) (mult) From From
literature 2 literature?
2 4.26 (1H, 69.6 (CHz) 4.32,4.04 69.91
ddd,10.3, 3.5,
2.0)
4.00 (1H, ¢,
10.1)
3 3.50 (1H, dt, 31.8 (CH) 3.50 31.75
10.4, 4.3)
4 298 (1H, dd, | 30.2 (CH>) 298,291 30.35
15.6, 11.0)
2.82 (1H, ddd,
15.6,5.3,1.9)
5 7.07 (1H,d, | 1279 (CH) 6.98 130.18
8.5)
6 6.38 (1H, dd, | 107.9 (CH) 6.48 107.29
8.2,2.5)
7 - 159.5 (C) - 159.14
8 6.52 (1H,d, | 101.6 (CH) 6.42 101.46
2.6)
9 - 156.6 (C) - 155.2
10 - 113.4 (C) - 114.41
1 - 120.1 (C) - 120.08
2 - 155.2 (C) - 154.36
3 6.31 (1H,d, | 102.8 (CH) 6.31 103.13
2.4)
4 - 155.8 (C) - 155.11




5 6.44 (1H, dd, | 104.8 (CH) 6.38 108.2
8.5, 2.6)
6 691 (1H,d, | 130.1 (CH) 6.95 128.44
8.2)
7-OCHs | 3.74(3H,s) | 54.5 (CHs) 3.77 55.35

Chemical Formula: C;5H;,0;

Figure S8: Structure of 7-hydroxyflavanone

Table S5: 'H (400MHz), 3C (100 MHz) chemical shifts for 7-Hydroxyflavanone in CDCls. *CDsOD

Position H 6 ppm (mult, ] Hz) 13C 6 ppm (mult) H & ppm* 3C b ppm*
From literature® | From literature’
2 5.46 (1H, dd, 13.2, 2.8) 80.0 (CH) 5.43 81.1
3 3.05(1H, dd, 17.0, 44.4 (CHy) 2.96, 2.69 45.2
13.3) 2.84 (1H, dd,
16.9,2.9)
4 - 191.5 (C) - 193.1
5 7.85(1H, d, 8.7) 129.5 (CH) 7.67 129.9
6 6.55 (1H, dd, 7.5, 2.3) 111.0 (CH) 6.44 111.9
7 - 163.7 (C) - 166.9
8 6.42 (1H, d, 2.4) 103.6 (CH) 6.32 103.9
9 - 163.9 (C) - 165.9
10 - 114.9 (C) - 115.1
1 - 138.8 (C) - 138.8
2 7.44 (1H, m) 126.3 (CH) 7.43 127.4
3 7.44 (1H, m) 129.0 (CH) 7.33 129.7




4 7.38 (1H, m) 129.5 (CH) 7.33 129.6
5 7.44 (1H, m) 129.0 (CH) 7.33 129.7
6’ 7.44 (1H, m) 126.3 (CH) 7.33 127.4
Chemical Formula: C;¢H 404
Figure S19 : Structure of medicarpin
Table S6: 'H (400MHz), 3C (100MHz) chemical shifts for medicarpin in CDCls. *CDsOD
Position Proton & ppm (mult, | Hz) Carbon 6 ppm Proton 0 ppm* Carbon 6 ppm*
(mult) From literature 4 From
literature!+
1 741 (1H, d, 8.4) 132.3 (CH) 7.31 133.2
2 6.57 (1H, dd, 8.4, 2.5) 109.5 (CH) 6.52 110.7
3 - 156.8 (C) - 160.1
4 6.48 (1H, m) 96.9(CH) 6.33 104.1
4a - 157.3 (C) - 158.0
6 426 (1H, ddd ] =11.04, 5.1, 66.7 (CH2) 4.23,3.59 67.6
0.7) 3.65 (1H, dd, 11.0)

6a 3.56 (1H, ddd, 11.1, 6.7, 5.0) 39.6 (CH) 3.57 40.9




6b - 119.3 (C) - 120.9

7 7.15(1H, d, 8.8) 124.9 (CH) 7.18 126.0

8 6.49 (1H, m) 106.1 (CH) 6.4 107.3

9 - 160.8 (C) - 162.6

10 6.44 (1H, m) 103.7 (CH) 6.46 97.6
10a - 161.2 (C) - 162.0
11a 5.52 (1H, d, 6.8) 78.7 (CH) 5.48 67.6
11b - 112.7 (C) - 1129
9’- OCHs 3.79 (3H, s) 55.7 (CHs) 3.76 55.9

HO

HO

Chemical Formula: C;¢H40,4

Figure S10: Structure of vestitol

Table S7 'H (400MHz), '*C (100MHz) chemical shifts for vestitol in CDCls. *CD:OD

Position | Proton d ppm (mult, H d ppm* 13C d ppm*
J Hz) ppm (mult) From literature ! From literature!
2 4.33 (1H, ddd, 10.4, 70.1 (CH2) 4.17,3.83 70.9
3.5,2.0)4.03 (1H, t,
10.1)
3 3.50 (1H, m) 34 32.7




10

4 2.98 (1H, dd, 15.8, | 30.5 (CHa) 2.81,2.66 31.0

10.4)

2.89 (1H, dd, 15.8,

5.4)
5 6.93 (1H, dd, 7.97, | 130.6 (CH) 6.79 131.6

1.08)
6 6.39 (1H, dd, 8.5,2.6) | 108.2 (CH) 6.32 109.2
7 - 155.0 (C) - 156.7
8 6.37 (1H, d, 2.5) 102.3 (CH) 6.25 102.3
9 - 155.2 (C) - 156.0
10 - 114.8 (C) - 1154
v - 120.1 (C) - 121.5
P - 154.5 (C) - 156.7
3 6.36 (1H, d, 2.6) 103.4 (CH) 6.38 101.7
& - 159.5 (C) - 160.4
5 6.47 (1H, dd, 8.5,2.5) | 106.1 (CH) 6.28 105.7
6 7.00 (1H,d, 8.5) 128.3 (CH) 6.79 128.7
4- OCHs 3.76 (3H, s) 55.5 (CHz) 3.62 55.1
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