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Figure S1. *H NMR spectrum of 1 (CDCIs, 300MHz).
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Figure S2. C NMR spectrum of 1 (CDCls, 75 MHz).
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Figure S3. 'H NMR spectrum of 2 (CDCls, 300MHz).
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Figure S4. 3C NMR spectrum of 2 (CDCls, 75 MHz).
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Figure S5. COSY spectrum of 2 (CDCls, 300 MHz).
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Figure S6. HSQC spectrum of 2 (CDCls, 300 MHz).
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Figure S7. HMBC spectrum of 2 (CDCls, 300 MHz).
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Figure S8. NOESY spectrum of 2 (CDCls, 300 MHz).
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Figure S9. *H NMR spectrum of 3a (CDCls, 300 MHz)
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Figure S 11. COSY spectrum of 3a (CDCls, 300 MHz)
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Figure S12. HSQC spectrum of 3a (CDClIs, 300 MHz)
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Figure S13. HMBC spectrum of 3a (CDCls, 300 MHz)
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Figure S14. *H NMR spectrum of 3b (CDCls, 300 MHz)
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Figure S15. 3C NMR spectrum of 3b (CDCls, 75 MHz)
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Figure S16. COSY spectrum of 3b (CDClIs, 300 MHz)
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Figure S17. HSQC spectrum of 3b (CDCls, 300 MHz).
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Figure S18. HMBC spectrum of 3b (CDCls, 300 MHz)
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Figure S19. *H NMR spectrum of 3¢ (CDCls, 300 MHz).
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Figure S20. 3C NMR spectrum of 3¢ (CDCls, 75 MHz).
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Figure S21. COSY spectrum of 3¢ (CDCls, 300 MHz).
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Figure S22. HSQC spectrum of 3¢ (CDCls, 300 MHz).
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Figure S23. HMBC spectrum of 3¢ (CDCls, 300 MHz).
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Figure S25. 13C NMR spectrum of 4 (DMSO-ds, 125 MHz).
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Figure S26. COSY spectrum of 4 (CD DMSO-ds, 500 MHz).
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Figure S27. HSQC spectrum of 4 (DMSO-ds, 500 MHZz).
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Figure S28. HMBC spectrum of 4 (DMSO-ds, 500 MHz).
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Figure S29. *H NMR spectrum of 5a (CDCIs, 300 MHz).
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Figure S30. 13C NMR spectrum of 5a (CDCls, 75 MHz).
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Figure S31. COSY spectrum of 5a (CDCls, 300 MHz).
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Figure S32. HSQC spectrum of 5a (CDCls, 300 MHz).
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Figure S33. HMBC spectrum of 5a (CDCls, 300 MHz).
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Figure S34. 'H NMR spectrum of 5b (DMSO-d6, 300 MHz).
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Figure S35. 13C NMR spectrum of 5b (DMSO-d6, 75 MHz).
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Figure S36. COSY spectrum of 5b (DMSO-d6, 300 MHz).
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Figure S37. HSQC spectrum of 5b (DMSO-d6, 300 MHz).
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Figure S38. HMBC spectrum of 5b (DMSO-d6, 300 MHz).
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Figure S39. *H NMR spectrum of 5¢ (DMSO-d6, 500 MHz).
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Figure S40. 3C NMR spectrum of 5¢ (DMSO-d6, 125 MHz)
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Figure S41. COSY spectrum of 5¢ (DMSO-d6, 500 MHz)
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Figure S42. HSQC spectrum of 5¢ (DMSO-d6, 500 MHz).
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Figure S43. HMBC spectrum of 5¢ (DMSO-ds, 500 MHz).
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Figure S44. *H NMR spectrum of 5¢ (DMSO-ds, 300 MHz).
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Figure S45. COSY spectrum of 5¢ (DMSO-ds, 300 MHz).
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Figure S47. *H NMR spectrum of 6a (CDCIs, 300 MHz).

S i |
| 1 i
I |1 NSYSTH f | [ [AsheEEy

Figure S48. 3C NMR spectrum of 6a (CDCls, 75 MHz).

ccoco

7.79200

184.38040
138.57060
138.20070

nnnnnn

=——160.45050

—142.51980

L=

—64.55130
TT—63.18230
——44.86890

T T T T T T T T T T T T T T T T T T T T

T T
200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 ppm

25



Figure S49. COSY spectrum of 6a (CDCls, 300 MHz).
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Figure S50. HSQC spectrum of 6a (CDCls, 300 MHz).
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Figure S51. HMBC spectrum of 6a (CDCls, 300 MHz).
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Figure S52. *H NMR spectrum of 6b (CDCls, 300 MHz).
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Figure S53. 13C NMR spectrum of 6b (CDCls, 75 MHz).
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Figure S55. HSQC spectrum of 6b (CDClIs, 300 MHz).
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Figure S56. HMBC spectrum of 6b (CDClIs, 300 MHz).
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Figure S57. (+)-HRESIMS of 2.
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Figure S58. (+)-HRESIMS of 4.

Match for C3H1oNOs
Elemental Composition Report [MH]*

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 100.0
Element prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisotopic Mass, Even Electron lons

364 formula(e) evaluated with 1 results within limits (up to 100 closest results for each mass)
Elements Used:

C:23-23 H:0-150 N:0-50 0:0-50

Minimum: -1.5

Maximum: 5.0 5.0 100.0

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
390.1340 390.1341 0.1 -03 145 706.9 n/a n/a C23 H20 N 05

AKAS 460-513 Sep 1618

ANAKE-G2-208 234 (1924) 1:TOF M5 ES+

b 200.1340 69600006
[t
3914375
5 P 3992306
3610346 3630984 Syaes 1170 3881184 1 406.1283 4121144 4192308 4241424 4301204
o oo es138s 374104 7 s 2982188 X e

3600 3850 3700 3150 3800 3850 3%00 3950 4000 4050 4100 4150 4200 4250 4300



Figure S59. (+)-HRESIMS of 5a.
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233.1542 233.1542 0.0 0.0 55 9322 n/a n/a C15 H21 02
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Figure S60. (+)-HRESIMS of 5b.

Match for C21H3007
Elemental Composition Report [MH]"

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 100.0
Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Monoisotopic Mass, Even Electron lons

25 formula(e) evaluated with 1 results within limits (up to 100 closest results for each mass)
Elements Used:

C:21-21 H:0-150 0:0-50

Minimum: -1.5

Maximum: 5.0 5.0 100.0

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
395.2076 395.2070 0.6 1.5 6.5 816.8 n/a n/a C21H31 07
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Figure S61. (+)-HRESIMS of 5c.

Elemental Composition Report [MH]"

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 100.0

Element prediction: Off

Number of isotope peaks used for i-FIT = 3

Monoisotopic Mass, Odd and Even Electron lons

28 formula(e) evaluated with 1 results within limits (up to 100 closest results for each mass)
Elements Used:

C:23-23 H:0-150 0:0-50

Minimum: -15

Maximum: 5.0 5.0 100.0

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formuia
437.2175 437.2175 0.0 0.0 75 414.2 nf/a n/a C23 H33 08

Elemental Composition Report [MNa]*

Single Mass Analysis

Tolerance =5.0 PPM / DBE: min =-1.5, max = 100.0

Element prediction: Off

Number of isotope peaks used for i-FIT =3

Monoisotopic Mass, Odd and Even Electron lons

57 formula(e) evaluated with 1 results within limits (up to 100 closest resuits for each mass)
Elements Used:

C:23-23 H:0-150 0:0-50 Na:0-1

Minimum: -1.5

Maximum: 5.0 5.0 100.0

Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf(%) Formula
459.1989 459.1995 -0.6 -1.3 75 629.7 n/a n/a C23 H32 08 Na
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Table S1. *H and *3C NMR data of 3a and 3b (CDCls, 300 and 75 MHz).

3a 3b
Position Oc, type 6y, (Jin Hz) 8¢, type 6y, (Jin Hz)
1 165.3,C 151.9,C
2 104.7, CH 6.78, d (2.3( 144.9, C
3 163.0, C 147.7,C
4 103.9, CH 7.46,d (2.5) 106.6, CH 7.70, s
4a 132.3,C 127.8,C
5 120.0, CH 7.57,dd (1.7, 0.5) 120.2, CH 7.59, dd (1.6, 0.5)
6 146.9, C 147.7,C
7 124.8, CH 7.08, dd (1.6, 0.8) 124.3, CH 7.08, dd (1.6, 0.8)
8 162.6, C 162.6, C
8a 114.8,C 1146, C
9 187.5, CO 187.6, CO
9a 115.2,C 120.2,C
10 183.0, CO 182.0,C
10a 137.7,C 1325, C
Me-11 22.0, CHs 2.43,s 22.1, CH; 2.44,s
OMe-1 56.1, CHs 3.99,s 61.9, CH3 4.09, s
OMe-3 56.3, CHs 4.03,s 56.7, CH3 4.03,s
OH-8 - 13.09, s
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Table S2. 'H and 3C NMR data of 5b (DMSO-ds, 300 and 75 MHz), 5¢ (DMSO-ds, 500 and
125 MHz) and 5a (CDCls, 300 and 75 MHz).

5b 5¢c 5a
Position 8¢, type 6u, (Jin Hz) O, type 6y, (Jin Hz) O, type 6y, (Jin Hz)
1 157.1,C 157.3, HC 156.4, C
2 110.2,C 109.9,C 100.5, CH 6.17,t(1.9)
3 157.1,C 157.3,C 156.4,C
4 107.6, CH 6.11,s 107.5, CH 6.11,s 108.2, CH 6.24,d (2.1)
5 142.5,C 142.5,C 145.3,C
6 107.6,CH 6.11,s 107.5, CH 6.11,s 108.2, CH 6.24,d (2.1)
7 35.5,CH, | 2.45,t(6.8) | 35.5,CH, 2.44t(7.2) 35.7,CH, | 2.50,dd (9.1,
7.1)
8 34.0,CH, 2.27,dd 34.0, CH, 2.26,dd (14.7, 34.7,CH, | 2.02,dd (14.4,
(14.3, 6.6) 7.2) 7.2)
9 131.8, CH 5.58, m 131.8, CH 5.59 ddd (14.6, | 131.0,CH 5.55, m
7.2,7.2)
10 130.9, CH 5.97,m 130.9, CH 5.97, m 130.3, CH 5.96, m
11 131.1,CH 6.04, m 131.1,CH 6.04, m 130.9, CH 6.02, m
12 132.6, CH 5.58, m 132.6,CH 5.57ddd (14.5, | 133.0,CH 5.58, m
7.7,7.1)
13 34.5, CH, 2.00, dd 34.5, CH, 2.01,m 34.0, CH, 2.26,dd
(14.3,7.2) (15.3, 7.0)
14 22.5, CH; 1.36, sex 22.5,C 1.36, sex (7.4) 22.5,CH, | 1.40, sex(7.4)
(7.2)
15 14.0,CH; | 0.87,t(7.2) | 14.0,CHs 0.86, t (7.4) 13.8,CH; | 0.89,t(7.4)
1 75.0, CH 4.62,d(9.6) 74.9, CH 4.60, d (9.8)
2’ 72.1, CH 3.74, m 71.5, CH 3.83,1t(9.2)
3 79.1, CH 3.22, m 79.0, CH 3.21,t(8.7)
4 70.3, CH 3.22, m 70.6, CH 3.18,1t(8.7)
5’ 81.5, CH 3.20, m 78.4, CH 3.36 (under
water peak)
6’ 61.2, CH, 3.50, dd 64.8, CH, 4.32d(11.6)
(11.0, 5.5) 3.98 dd (11.6,
3.65, dd 3.9)
(11.0, 5.2)
CO (OAc) 170.9 CO -
CHs (OAc) 21.2, CHs 2.00, s
OH-3 8.67, s 8.74, brs
OH-3’ 4,95, br
OH-4 4,90, dd 5.15, br
(10.7, 2.9)
OH-6’ 4.59,d (5.5)

34




Table S3. 'H and *3C NMR data of 6a and 6b (CDCls, 300 and 75 MHz).

6a 6b
Position 8¢, type On, (Jin Hz) 8¢, type 6y, (Jin Hz)
1 160.5, C 160.6, C
2 110.0, CH 6.77,d (8.4) 109.7, CH 6.72,d (8.3)
3 138.2, CH 7.53,d (8.4) 138.7, CH 7.41,d (8.3
4 116.2, C-4 115.1, C
5 119.1, CH 7.22,d(0.7) 119.2,CH 7.26,s
6 138.6, C 138.5,C
7 149.6, C 149.6, C
8 121.0, C 121.1,C
9 109.3, C-9 109.2,C
10 153.1,C 153.2,C
11 152.0,C 152.0,C
12 116.9, C-12 116.9, C
13 184.4, CO 184.4, CO
14 31.9, CH; 2.68, dd (14.1, 10.6) 29.7, CH; 2.88,dd (14.2, 10.4)
3.19, dd (14.0, 2.0) 3.34,dd (14.2, 3.0)
15 77.8, CH 3.73,ddd (10.4,3.9,2.1) | 78.6,CH 5.18,dd (10.4, 3.2)
16 72.9,C 72.4,C
17 26.6, CH3 1.41,s 26.9, CH3 1.34,s
18 23.6, CH3 1.35,s 25.3, CH3 1.38,s
19 64.6, CH; 4.34, dd (10.9, 3.0) 64.5, CH; 4.35,dd (11.0, 3.0)
4.43, dd (10.8, 3.5) 4.43, ddd (11.0, 3.4,
1.2)
20 44.9, CH 2.71, brs 449, CH 2.73, brd (2.6)
21 1425, C 142.6,C
22 112.3, CH; 4.79, s 112.2, 4.57, brd (0.6)
4.56, brd (0.6) CH, 4.80, brs
23 22.6, CH3 1.84,s 22.6, CH3 1.85, s
24 17.4, CHs 2.34,d(0.7) 17.4, CHs 2.36,d (0.7)
25 63.2, CH 5.38, m 63.2, CH 541, m
CO (OAc)-15 170.3, CO
CHs (OAc) 20.8, CH3 1.87,s

OH-1 12.61, s 12.65, s

OH-15 2.20, d (2.4)

OH-25 5.00, d (3.8) 4.98,d (3.8)




