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Table S1 3C NMR (125 MHz) spectroscopic data of 1-6 in CDCl; (d in ppm)

No. 1 2 3 4 5 6

1 205.0 205.0 204.9 204.8 195.2 198.8
2 79.7 79.5 79.4 79.4 107.0 113.5
3 49.7 50.0 50.3 50.0 193.1 196.9
4 43.2 42.6 42.4 423 106.9 66.5
5 38.8 38.9 38.8 38.7 176.7 207.7
6 60.2 60.2 60.2 60.3 60.8 56.5
7 172.9 172.7 173.0 173.4 20.8 23.4
8 116.3 116.3 116.3 116.4 50.8 48.1
9 193.8 193.7 193.9 194.1 80.1 79.5
10 194.2 194.2 194.5 194.3 41.0 39.8
11 137.1 137.1 137.0 137.0 28.2 21.8
12 128.3 128.4 128.4 128.3 52.7 523
13 128.1 128.1 128.1 128.1 147.6 73.6
14 132.3 132.3 132.4 132.4 110.8 51.3
15 128.1 128.1 128.1 128.1 19.3 20.8
16 128.3 128.4 128.4 128.4 28.3 27.0
17 14.6 15.1 15.3 15.2 29.8 39.8
18 32.7 32.6 342 334 91.3 117.3
19 32.0 31.6 28.2 27.9 71.2 137.5
20 76.5 76.5 79.5 78.9 26.4 17.9
21 147.9 147.5 73.1 73.2 26.1 26.0
22 111.2 111.1 26.4 26.5 374 22.6
23 17.8 18.1 23.8 23.6 117.3 201.0
24 27.4 27.5 27.5 27.5 137.3 46.2
25 122.4 1223 122.2 122.2 24.4 23.0
26 134.0 134.0 134.0 134.1 18.3

27 26.2 26.2 26.2 26.2 191.5

28 18.1 18.1 18.3 18.3 136.6

29 22.4 22.4 223 223 128.1

30 120.8 120.8 120.7 120.7 127.9

31 132.8 132.8 132.9 132.9 131.3

32 25.9 259 26.0 26.0 127.9

33 18.3 18.3 18.1 18.1 128.1

34 30.5 30.5 30.5 304

35 90.4 90.4 90.5 90.6

36 71.3 71.3 71.3 71.3

37 26.8 26.8 26.8 26.9

38 24.1 24.1 24.2 24.2




Table S2 'H NMR (500 MHz) spectroscopic data of 1-4 in CDCls (d in ppm, J in Hz)

No. 1 2 3 4

1 - - - -

3 - - - -

4 1.82 m 1.83 m 1.82 m 1.82 m

Sa 2.10 m 2.09 m 2.10 m 2.10 m

Sb 1.63 overlapped 1.63 overlapped 1.63 overlapped 1.64 overlapped

6 - - - -

7 - - - -

8 - - - -

9 - - - -

10 - - - -

11 - - - -

12 7.41d(7.2) 7.41d(7.2) 741d(7.4) 7.39d(7.4)

13 7.20t (7.6) 7.19t(7.6) 7.20t(7.6) 7.20t(7.6)

14 7.36t(7.2) 7.35t(7.2) 7.36t(7.4) 7.36t(7.4)

15 7.20t (7.6) 7.19t(7.6) 7.20t(7.6) 7.20t(7.6)

16 7.41d(7.2) 7.41d(7.2) 7.41d(7.4) 7.39d(7.4)

17 1.17s 1.16 s 1.18s 1.18 s

18 2.09 m 2.09 m 2.09 m 2.07 m
1.88 m 1.86 m 1.88 m 1.87 m

19 1.60 m 1.60 m 1.60 m 1.60 m
1.49 m 1.49 m 1.45m 1.46 m

20 3.98t(6.1) 3.96t(6.0) 3.26d (9.0) 3.26d(9.1)

21 - - - -

22 4.94brs 4.93 br s 1.17 s 1.18 s
4.80brs 4.80 br s

23 1.71s 1.70 s 1.13s 1.12's

24 2.11m 2.12m 2.14m 2.17m
1.81 m 1.80 m 1.78 m 1.80 m

25 4.941(7.3) 496t (7.3) 4.961(7.2) 4951t (7.2)

26 - - - -

27 1.70 s 1.70 s 1.70 s 1.70 s

28 1.64 s 1.63 s 1.57s 1.58s

29 3.10dd (14.5,7.3) 3.12dd (14.5,7.3) 3.10dd (15.3,7.1) 3.10dd (15.1,7.0)
3.05dd (14.5,7.3) 3.03dd (14.5,7.3) 3.05dd (15.3,7.1) 3.06dd (15.1,7.0)

30 5.05t(7.3) 5.05t(7.3) 5.04t(7.1) 5.03t(7.0)

31 - - - -

32 1.65s 1.65s 1.65s 1.65s

33 1.71s 1.74 s 1.64s 1.64s

34 2.66dd (13.2,10.3) 2.67dd(13.3,10.7) 2.68 m 2.67m
1.83 dd (13.2, 6.0) 1.83 dd (13.3, 6.0) 1.83 m 1.82 m

35 4.61 dd (10.3, 6.0) 4.61 dd (10.7, 6.0) 4.62dd (10.3,59) 4.62dd (10.3,5.9)

36 - - - -

37 1.37s 1.37s 1.38s 1.38 s

38 1.21s 1.21s 1.21s 1.21s




Table S3 'H NMR (500 MHz) spectroscopic data of 5-6 in CDCl; (d in ppm, J in Hz)

Position 5 6
1 - R
2 - -
3 - -
4 - -
5 - -
6 - -
7a 247 m 1.91t(12.5)
7b 2.03m 1.76 m
8 1.83m 1.67 m
9 - -
10 1.76 m 1.75m
1.72 m
11a 1.44 m 1.87 m
11b 1.93 m 1.39m
12 2.57m 1.78 m
13 - -
14a 4.78 (d, 3.0) 1.45d (13.4)
14b 4.73 (d, 3.0) 2.32d(13.4)
15 1.71s 095s
16 1.18 s 1.40s
17a 2.15m 2.67dd (13.9,7.7)
17b 1.25m 2.35dd (13.9,7.7)
18 4.55dd (10.5, 5.0) 4.55 brt (7.7)
19 - -
20 1.28 s 1.39s
21 1.16 s 1.49s
22a 2.66 m 1.48 s
22b 247 m
23 5.13m -
24 - 298 m
25 1.76 s 0.97 m
26 1.63 s
27 -
28 -
29 7.44 m
30 7.37m
31 7.43 m
32 7.37 m

33 7.44 m




Table S4 X-ray crystallographic data of 1

Empirical formula C3sHs005
Formula weight 602.78
Temperature/K 100.00(10)
Crystal system orthorhombic
Space group P2,212,

a/A 19.2963(4)
b/A 16.3762(4)
c/A 11.0039(2)
a/° 90

pI° 90

Ve 90
Volume/A3 3477.23(13)
V4 4

Pcatcg/cm? 1.151

w/mm-! 0.607

F(000) 1304
Radiation CuKo (A =1.54184)

20 range for data collection/®

7.080 to 147.676

Index ranges

-23<h<23,-17<k<19,-13<1<9

Reflections collected

18143

Independent reflections

6796 [Rin; = 0.0972, Ryigma = 0.0809]

Data/restraints/parameters

6796/0/407

Goodness-of-fit on F2

1.147

Final R indexes [[>=2c (I)]

R, =0.0809, wR, = 0.2226

Final R indexes [all data]

R; =0.0972, wR, = 0.2310

Largest diff. peak/hole / e A3

0.451/-0.344

Flack parameter

0.0(2)




Scheme S1 Differences between compounds 1, 2 and 32-epi-Hyperforatin E

No. 1 2 32-epi-Hyperforatin E
1 205.0 205.0 205.8

2 79.7 79.5 845

3 49.7 500 49.2

4 432 426 444

5 388 389 39.1

6 60.2 602 61.0

7 1729 172.7 176.0

8 116.3 1163 117.6

,9,____193..8.__193.1__].94_7__\
10 1942 1942 211.5
E 11 137.1 137.1 43.0
112 1283 1284 21.8
i 13 128.1 128.1 20.8
114 1323 1323
115 128.1 128.1
\o__ 1283 1284 '
17 146 15.1 14.6
18 327 32.6 34.1
19 32.0 31.6 325 1208 32-epi-Hyperforatin E
20 76.5 76,5 778
21 1479 147.5 148.8
22 111.2 111.1 1115
23 17.8 18.1 17.6
24 274 275 280
25 1224 1223 1235
26  134.0 134.0 1345
27 262 262 259
28 18.1 18.1 18.1
29 224 224 230
30 120.8 120.8 122.6
31 132.8 132.8 133.2
32 259 259 26.1
33 18.3 18.3 18.1
34 305 305 308
35 904 904 92.1
36 713 713 713
37 268 268 262
380 241 24.1 255

i e e e e




Scheme S2 Differences between compounds 3, 4 and 1

N

4

No. 3 4 1
1 2049 204.8 205.0
2 794 794  79.7
3 50.3 50.0 497
4 424 423 432
5 38.8 38.7 388
6 60.2 603 60.2
7 173.0 1734 1729
8 116.3 1164 1163
9 1939 194.1 193.8
10 1945 1943 194.2
11 137.0 137.0 137.1
12 1284 1283 1283
13 128.1 128.1 128.1
14 1324 1324 1323
15 128.1 128.1 128.1
16 1284 1284 1283
17153 __152 __14.6__
/18 342 334 327
119 282 279 320
i 200 795 789 76.5
121 73.1 73.2 147.9
122 264 265 111.2
\23__ 238 236 178
24 275 275 274
25 122.2 1222 1224
26 134.0 134.1 134.0
27 262 262 262
28 18.3 18.3 18.1
29 223 223 224
30  120.7 120.7 120.8
31 132.9 1329 1328
32 260 260 259
33 18.1 18.1 18.3
34 305 304 305
35 905 906 904
36 713 713 713
37 268 269 26.8
38 242 242 241

27 28 23 OH 22

3 20S 1
4 20R



Scheme S3 Differences between compounds 5 and Hyperascyrone G

No. 5§ Hyperascyrone G

195.2 196.1
107.0 108.6
193.1 194.1
106.9 106.6
176.7 176.3
60.8 61.3
20.8 22.2
50.8 499
9 80.1 79.6
10 41.0 42.1
11 282 28.6
12 527 53.6
13 147.6 148.0
14 1108 111.0
15 193 19.1
16 283 284
17 298 305
18 91.3 91.3
19 712 70.0
20 264 274
21 26.1 255
22 374 385
23 1173 1184
24 1373 1364
25 244 259 5 Hyperascyrone G

01N DN W~

(O8]
(e
—_
\]
o e
O
N
[\
|
( P ————__

____________________



Scheme S4 Differences between compounds 6 and Chipericumin D

No. 6 Chipericumin D
1 198.8 199.4

2 113.5 1124

3 1969 196.4

4 66.5 66.5

5 207.7 207.9

6 56.5 564

7 234 232

8 48.1 478

9 79.5 793

10 398 395

11 218 216

12 523 520

13 736 734

14 513 511

15 208 203

16 270 267

17 398 404

18 1173 117.1

19 1375 1373

20 179 175

21 260 258

22226224 _
/23 201.0 205.1
124 462 419
125 230 19.5
126 253
127 12.3

6 Chipericumin D

e e e e e
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Figure S1 ECD spectra of the [Rh,(OCOCF3),] complexes of compounds 1 and 2 with the
intrinsic ECD spectrum subtracted.
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Figure S2 Calculated ECD spectrum of 1 and experimental ECD spectra of 1-4
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Figure S3 ECD spectra of the [Rh,(OCOCF3),] complexes of compounds 3 and 4 with the
intrinsic ECD spectrum subtracted.
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