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Table S1. *H and *C NMR data of 3, 2 and 1a.?

b

3 2 1a
No. 6y mult. (Jin Hz) Oc 6y mult. (Jin Hz) 6c 6y mult. (Jin Hz) 6¢
1 832 - 833 - 83.2
2 192.8 - 1929 - 192.7
3 116.8 --- 116.6 - 116.8
4 172.8 - 1729 - 172.8
5 59.0 --- 59.4 - 59.0
6 2.04 dd (13.0, 3.9) 38.0 2.01dd(13.2,4.3) 38.0 2.04 dd (13, 4) 38.0
1.52 dd (13.0, 12.3) 1.51dd (13.2, 12.6) 1.52 dd (13, 13)
7 1.61°¢ 434 1.70° 434 1.62m 433
8 483 - 483 - 48.2
9 2046 - 2045 - 204.6
10 - 209.0 --- 209.1 - 209.5
11  1.05s 13.4 1.05s 13.4 1.04s 13.4
12 2.06m 36.4 2.07ddd(14.5,13.4,53) 36.6 2.07m 36.3
131m 1.31 ddd (14.5, 11.9, 3.8) 1.31m
3a  3.15dd(14.2, 7.3) 22.2 3.15dd (14.3,7.0) 222 3.13 brdd (15, 6.5)  22.2
3.01dd (14.2, 7.5) 3.01dd (14.3,7.7) 3.01 br dd (15, 6.5)
3b  5.07t(6.7) 121.0 5.07t(7.3) 121.2 5.06 m 121.0
3¢ - 1324 - 1324 - 132.5
3d 1.63s 257 1.65s 257 1.63brs 25.7
3e 1.70s 17.8 1.70s 17.9 1.69 brs 17.8
5a  2.56dd(13.2,11.2) 31.2 2.66dd(12.8,11.2) 30.3 2.56 dd (13, 11) 31.1
1.84 dd (13.2, 5.9) 1.77 dd (12.8, 5.6) 1.84 dd (13, 6)
5b  4.89dd(11.2,5.9) 86.5 4.55dd (10.8, 5.6) 90.1 4.89 dd (11, 6) 86.4
LYo R— 83.1 -- 709 - 83.0
5d 1.30s 202 1.39s 269 1.29s 20.2
5e  1.28s 19.8 1.22s 241 1.28s 19.8
7a  2.18%51.76° 27.1 2.175%1.78°¢ 271 2.17m;1.77 m 27.1
7o 4.95t(7.2) 122.3 4.95t(6.5) 122.3 4.94 br dd (6.5, 6.5) 122.3
7c - 133.5 - 133.5 --- 133.5
7d  1.70s 259 1.70s 259 1.70 brs 25.9
7e  1.58s 18.0 1.57s 18.0 1.57 brs 18.0
12a 2.16%1.94° 253 2.15%1.93° 253 2.15m;1.92 m 25.2
12b 5.04t(7.5) 124.7 5.07t(7.3) 1247 5.05m 124.7
12¢ - 1311 - 131.1 - 131.1
12d 1.64s 25.7 1.65s 25.7 1.65brs 25.6
12e 1.60s 17.7 1.60s 17.7 1.59 brs 17.7
10a 1.74m 487 1.74m 487 1.98m 41.9
10b 1.09d (6.5) 16.5 1.09d (6.4) 16.5 1.09d (6.5) 20.4
10c 1.69%1.30°¢ 27.4 1.70°1.29°¢ 27.4 1.00d (6.5) 21.3
10d 0.78t(7.3) 11.5 0.77t(7.4) 11.5
OH 7.58brs

°) Measured in CDCls, 500/125 MHz for "H/**C NMR);
b) 1a = 33-Deoxy-33-hydroperoxyfurohyperforin (=Furohyperforin hydroperoxide). Data from Ref. (J.

Nat. Prod. 2000, 63, 412);
‘) Overlapped signals.



Table S2. *H NMR data of 14, 15, and 21.2

ORg 0

14 R,=4-CHMe,

15 R;=a-CHMe,

17 R,=-C(Me)=CH,
19 R,=a-C(OH)Me,
21 R,=/-C(OH)Me,

16 Ry=a-C(Me)=CH,
18 R4=a-C(OH)Me,
20 R,=/-C(OH)Me,

No. 14 15 21
6y mult. (Jin Hz) 6y mult. (Jin Hz) 6y mult. (/in Hz)
6 2.48 dd (14.8, 7.3) 2.48 dd (14.7, 6.7) 2.49 dd (14.7, 6.8)
2.13d (14.8) 2.20 br d (14.8) 2.17 dd (14.7, 7.3)
7 1.75dd (9.6, 6.2) 2.07 br dd (9.6, 6.7) 2.02°
11 1.40's 1.41s 1.41s
12 1.38s 1.39s 1.39s
3a 2.48 dd (12.8, 12.3) 2.55dd (13.0, 7.2) 2.23dd (13.9, 8.1)
2.01dd (12.6, 6.5) 2.13t(13.0) 2.75dd (13.9, 7.2)
3b 2.05° 1.50 dt (13.0, 7.5) 2.18dd (8.1, 7.2)
3c 1.63° 1.66 m
3d 0.90, d (6.6) 0.96 d (6.6) 1.36s
3e 0.95, d (6.6) 1.01d (6.7) 1.36s
7a 2.04° 1.97 dd (14.0, 12.7) 2.04°
1.65° 1.71 ddd (14.0, 9.6, 5.7) 1.74°
7b 1.80 dd (13.3, 6.8) 1.90 dd (12.6, 5.6) 2.29dd (12.5, 7.3)
7d 0.98s 0.83s 1.07 s
7e 0.99s 1.02s 1.21s
10b(f) 7.10dd (8.1, 1.1) 7.04 brd (7.3) 7.07 dd (8.2, 0.9)
10c(e) 7.29 dd (8.1,7.5) 7.27 dd (8.0, 7.4) 7.29.dd (8.2, 7.3)
10d  7.40t(7.5) 7.39t(7.4) 7.40t (7.3)
5a 2.63 dd (15.0, 7.8) 2.63 dd (15.0, 7.6) 2.62dd (15.0, 7.7)
2.58dd (15.0, 7.3) 2.59dd (15.0, 7.1) 2.58 dd (15.0, 7.4)
5b 5.27t(7.5) 5.30 brt (7.4) 5.25t(7.3)
5d 2.05 (2H)° 2.06 (2H)° 2.04(2H)°
5e 1.66s 1.66s 1.66s
5f 2.05 (2H)° 2.07 (2H)° 2.08 (2H) °
5g 5.06 t (6.3) 5.07 br t (6.6) 5.06 t (6.5)
5i 1.66 s 1.66s 1.66s
5§ 1.58s 1.59s 1.58s

%) Measured in CDCl;, 500 MHz;

b) overlapped signals



Table S3. **C NMR data of 14-21.2

No. 14 15 16 17 18 19 20 21
1 820 814 810 821 811 814 815 818
2 204.1 203.6 2041 203.8 204.2 2033 2059 204.5
3 725 720 742 724 735 710 733 733
4 204.8 2050 2050 204.6 2049 2049 2052 204.6
5 679 677 691 679 692 677 686 67.9
6 352 353 429 351 425 353 450 353
7 427 425 441 427 440 424 435 425
8 475 479 509 47.5 51.0 480 517 47.8
9 2049 203.8 206.5 2049 206.6 203.8 2059 205.7
10 1932 193.1 1927 1932 1927 193.0 192.9 193.0
11 253 254 254 253 254 254 260 25.3
12 227 228 230 226 230 226 229 227
3a 342 335 346 340 334 305 312 313
3b 560 575 552 560 57.8 59.6 59.7 592
3¢ 291 292 1454 1445 736 729 732 734
3d 223 226 112.0 1131 303 312 304 305
3e 236 231 241 237 303 298 312 318
7a 261 232 291 264 288 228 285 250
7b 563 565 574 550 578 564 585 54.9
7c 448 465 445 447 451 466 474 469
7d 269 290 270 260 285 305 305 27.7
7e 273 157 273 283 273 17.0 159 27.1
10a 135.2 1351 1351 1352 1351 1350 1352 135.1
10b(f) 128.6 128.6 129.1 1285 129.1 1286 129.2 1286
10c(e) 128.4 1284 1282 1284 1282 1285 128.1 128.4
10d 1324 1323 1322 1324 1322 1324 1321 1324
5a 292 291 296 292 296 291 301 292
5b 119.1 119.2 119.2 119.1 119.2 119.1 119.2 119.0
5¢ 139.0 139.0 1385 139.1 138.6 139.0 138.6 139.2
5d 402 402 401 402 401 402 40.1  40.2
Se 16,5 165 16,6 165 166 165 166 16.5
5f 267 267 268 267 268 267 268 267
5g 1243 1243 1243 1243 1243 1243 1243 1243
5h 131.6 1316 1315 131.6 1315 131.6 1315 1316
5i 259 259 259 259 259 259 259 259
5 17.8 178 178 179 179 178 179 1738
AS;47e -04 133 -03 -23 12 135 146 06

a)

Measured in CDCl;, 125 MHz;



Table S4. Inhibitory rate (%) of PPAPs on cell proliferation of A549 at 25 uM

Sample Inhibitory rate Sample Inhibitory rate Sample Inhibitory rate

( x+SD) ( X+ SD) ( X+ SD)
1 443+2.4 8 20.1+1.3 15 1.3+0.0
2 112428 9 10.1+25 16 7.0 £5.4
3 39+17 10 38.4+52 17 52+3.9
4 83+45 11 46+£0.2 18 09+23
5 03+14 12 52422 19 28+1.9
6 54.4 + 3.0 13 119.9 + 3.0° 20 41+05
7 16.0 £ 0.9 14 36£22 21 6.6 £3.7

#1Cs 0f 13: 1.731 £ 0.149 pM.



NMR spectra of hyperichoisin A (3)
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Figure S2. *C NMR spectrum of 3 in CDCls



NMR spectra of hyperichoisin B (14)
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Figure S4. 3C NMR spectrum of 14 in CDCl,

0



Spectra of hyperichoisin C (21)
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Figure S5. "H NMR spectrum of 21 in CDCls
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Figure S6. *C NMR spectrum of 21 in CDCl,
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Figure S7. CD spectra of 14, 15 and 21.
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