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1. Chiral HPLC Data
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DAD1 D, Sig=230.4 Ref=280,100 (LXIDEF_LC 2015-02-02 16-48-56\201502020000002.0)
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DAD1 D, Sig=230,4 Ref=380,100 (LX(\DEF_LC 2015-01-28 10-12-29\201501280000003.0)
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DAD1 B, Sig=254 4 Ref=360,100 (LX\DEF_LG 2015-01-28 19-17-01\201501220000003 0}
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DAD1 B, Sig=254 4 Ref=280,100 (LX\DEF_LC 2015-01-28 158-17-011201501260000002.0)
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DAD1 D, Sig=230.4 Ref=280,100 (LX\DEF_LC 2015-02-17 15-48-57\201502170000003.0)
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DAD1 B, Sig=254 .4 Ref=280,100 (LXIDEF_LC 2015-02-08 14-12-58\201502080000002.0)
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DAD1 B, Sig=254 .4 Ref=280,100 (LXIDEF_LC 2015-02-08 09-27-59\201502080000002.0)
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DAD1 B, Sig=254 4 Ref=360,100 (LX\DEF_LC 2015-03-02 19-56-17201503020000002.0)

800
500-2
400
300
200-2

100-;

10.484

mn

i HA gl

g HEET Emil X

1 10,434 2324

17.7

01363 0E39 2262

2 11.684 100425

735

02114 0751 97.738

Racemic
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DAD1 B, Sig=254 .4 Ref=280,100 (LX\DEF_LC 2015-02-02 15-05-40\201502020000002.0)
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DAD1 B, Sig=254 .4 Ref=280,100 (LXIDEF_LC 2015-02-17 10-59-201201502170000002.0)
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DAD1 D, Sig=230.4 Ref=280,100 (LXIDEF_LC 2015-04-17 15-13-32\201504170000001.0)
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DAD1 C, Sig=210.4 Ref=280,100 (LX\DEF_LC 2015-02-22 21-08-47\2015023220000003.0)
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DAD1 D, Sig=230.4 Ref=280,100 (LX\DEF_LC 2015-04-08 15-48-29\201504080000001.0)
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DAD1 B, Sig=254 .4 Ref=280,100 (LX\DEF_LC 2015-04-20 12-18-041201504300000004.0)

mél 0
175+ g
5 L2
150
1257
100+
75—2
50- ke
] 3
25° E
0
10 105 1 s 1 125 1 125 14 145 m
# LELE] i = MR HEET eEmi x
1 11.647 125.2 91 0.21 0.807 4170
2 13175 20764 1855 02389 0.811 95,830
Racemic
DADT B, Sig=254,4 Ref=280,100 (LODEF_LG 2015-04-30 12-18-041201£04300000005.0)
ml & 8
120 i o
100-]
30
80
407
20
07
10 105 1 "z 1 125 1 125 14 145 m
L HE Lot =) [i1ad HEHET Emil %
1 11.651 1758.7 1281 02122 0,794 48.538
2 13186 18646 120.2 0.239 naz A1.4E62

S15




DAD1 B, Sig=254.4 Ref=380,100 (DEF_LC 2015-05-05 18-58-18056-0301.0)
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DAD1 B, Sig=254.4 Ref=360,100 (LX\DEF_LC 2015-04-10 20-40-33\201504100000002.0)
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DAD1 B, Sig=254 4 Ref=360,100 (LX\DEF_LC 2015-04-11 08-50-18\201504110000001.0)
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DAD1 B, Sig=254 4 Ref=360,100 {LX\DEF_LG 201504-11 10-19-321201504110000001 D}
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DAD1 B, Sig=254 .4 Ref=280,100 (LXIDEF_LC 2015-04-22 16-52-09\201504230000004.0)
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DAD1 B, Sig=254 .4 Ref=280,100 (LXIDEF_LC 2015-04-20 11-38-19\201504300000002.0)
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DAD1 B, Sig=254 .4 Ref=360,100 (LXDEF_LC 2015-04-30 11-38-181201504300000001.0)
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DAD1 B, Sig=254 .4 Ref=280,100 (LXIDEF_LC 2015-04-22 10-30-19\201504230000003.0)
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DAD1 B, Sig=254 .4 Ref=280,100 (LXIDEF_LC 2015-04-22 10-30-19\201504230000002.0)
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DAD1 B, Sig=254.4 Ref=360,100 (LX\DEF_LC 2015-04-23 08-40-30\201504230000003.0)
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DAD1 D, Sig=230.4 Ref=280,100 (LXIDEF_LC 2015-04-27 16-50-211201504270000002.0)
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DAD1 D, Sig=230.4 Ref=360,100 (L\DEF_LC 2015-04-27 16-50-21\201504270000001.0)
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DAD1 B, Sig=254 .4 Ref=280,100 (LXIDEF_LC 2015-05-01 18-41-311201505010000003.0)
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2. NMR Spectral Data
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"H NMR: 400 MHz, CDCl;
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H NMR: 600 MHz|CDCl,
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3d
"H NMR: 600 MHz, CDCl3
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"H NMR: 400 MHiz, CDCly
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3f
"H NMR: 400 MHz, CDCl;
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MeO 3g

H NMR: 400 MHz, CDCI
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"H NMR: 400 MHz, CDCl3
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H NMR: 400 MHz, CDCl3
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13C NMR: 100 MHz, CDCl3

|
QL

AT

T T T T T T
210 200 190 18p| 170 160 15q| |140| 13p 120 |10 10q 90| | 80 70 60
£1 (ppm)

S34



S
G/
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H NMR: 600 MHz, CDCl,
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"H NMR: 400 MHz, CDCly
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H NMR: 400 MHz, CDCl,
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Table S5. Comparison of the *H NMR data of natural and synthetic calyxolane A

calyxolane A
Natural Synthetic Err

6 H [ppm, mult, J (Hz)] 6 H [ppm, mult, J (Hz)] (natural—synthetic)

300 MHz 400 MHz A8 (ppm)

7.38, m, 2H 7.38, m, 2H —
7.37,m, 4H 7.37,m, 4H —
7.32, m, 2H 7.32, m, 2H —
7.26, m, 2H 7.26, m, 2H —
5.24, dd, 1H (5.7, 7.8) 5.24, dd, 1H (5.8, 7.8) —
4.47,t, 1H (8.0) 4.47,dd, 1H (7.3, 8.5) —
3.95,t, 1H (8.1) 3.95, t, 1H (8.2) —
3.54, m, 1H (7.8) 3.54, m, 1H —
2.48, ddd, 1H (7.8, 7.8, 12.6) 2.48, dt, 1H (7.7, 12.6) —
2.34, ddd, 1H (5.7, 8.4, 12.6) | 2.34, ddd, 1H (5.8, 8.3, 12.6) —

Table S6. Comparison of the 13C NMR data of natural and synthetic calyxolane A

calyxolane A
Natural Synthetic Err
6 13C (ppm) 6 13C (ppm) (natural — synthetic)
75 MHz 100 MHz AS (ppm)
143.6 143.6 —
142.0 142.0 —
128.6 128.7 -0.1
128.4 128.4 —
127.3 127.4 -0.1
127.2 127.2 —
126.6 126.6 —
125.5 125.5 —
80.6 80.6 —
75.1 75.2 -0.1
44.4 44.4 —
42.7 42.7 —
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Table S7. Comparison of the *H NMR data of natural and synthetic calyxolane B

calyxolane B
Natural Synthetic Err
8 H [ppm, mult, J (Hz)] 6 H [ppm, mult, J (Hz)] (natural—-synthetic)
300 MHz 400 MHz A8 (ppm)
7.26-7.38, m, 10H 7.20-7.42, m, 10H —
5.08, dd, 1H (5.7, 10.2) 5.08, dd, 1H (5.7, 10.2) —
4.37,t, 1H (8.4) 4.37,t, 1H (8.2) —
4.03,t, 1H (8.4) 4.02,t, 1H (8.5) 0.01
3.65, m, 1H (8.1) 3.65, m, 1H —
2.77, m, 1H (6.3) 2.76, ddd, 1H (5.7, 7.3, 12.7) 0.01
2.02, q, 1H (10.5) 2.02, dt, 1H (10.4, 12.4) —

Table S8. Comparison of the 13C NMR data of natural and synthetic calyxolane B

calyxolane B
Natural Synthetic Err
6 13C (ppm) 6 13C (ppm) (natural—synthetic)
75 MHz 100 MHz A8 (ppm)
142.6 142.7 -0.1
141.7 141.7 —
128.6 128.6 —
128.4 128.4 —
127.4 127.4 —
127.2 127.3 -0.1
126.6 126.7 -0.1
125.7 125.7 —
81.8 81.9 -0.1
75.1 75.1 -0.1
46.0 46.0 —
43.7 43.7 —
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