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AT Y1 7= 40 4 % 25 3 [Rabdosia coetsa (Buch—Ham. ex D. Don) Hara] #4}
BERT 4N ZHAEY . RKAZHEE KRR ERETH I BLEETH
PTEWUEY, —DHREERKZE @) P, —4 N 4—epi-henryine A (1). ?

(2>

AHG TR 1220g TR RIS B ZBEFME 8 K, HikZ B, BHEY
110g, HMEMZEBAEEN, UAMEE, AmBE-&0, 8105, SO-RREITH8RrLE
B —S =5 (¥ %), 4-epi—henryine A 2.37g, BRY 1.95%, MEBFXKZE
0.16g, 8% 0.01%. .

1. 4-epi-henryine (1) B 18 5 & JOR & &, mp 268—271T, C,0Hy;0s5, UV
Amax nm 230 (¢ 7940); IR vK¥em™, 3380 (s), 3210, 1725, 1700, 1640, 1130, 1090, 1030;

'H NMR . 6.30, 5.50 (% 1H, brs, 17-H,), 5.66 (1H, s, 14a—H), 4.88 (1H, dd, J=12,
4Hz, 7-H), 3.36 3.28 (% 1H, ABd, J=10.5 Hz, 18-H,), 3.43 (1H, s, OH), 2.97 (1H,
ABdd J=16.0. 3.5 Hz, 12-Ha), 2.69 (1H, ABd J=16.0, 12-Hb), 1.23 (3H, s, 20~CH,),
0.88 (3H, s, 19-CH;). "C NMR $#E W% 1. MSm/z 348 (M*), 330 (M*—H,0), 312
(M*=2H,0), 284 (312-C,H,), 271, 256, 239, 149, 69, 43.

19904F9 A W, 19904E10H /5.
* BEPEERFEEWNOE LA,
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2. ABBFERXRREN_ELESW Q) 39mg(1) BT 8ml MeOH #, MMA 5%
Pd-Cs #4b3, =R TFHEHAL 6 /Do, HELHEB 35mg LASHRE S (2), mp 280
—282C, HASYEEESTY; IR vREem™: 3370-3200 (s), 1735 (s), 1695, 1170,
1090, 1020; 'H NMR §; 7.49 (1H, brs, OH), 6.29 (1H, brs, OH), 5.76 (1H, s, 14a—H),
5.12 (1H, brs, OH), 4.81 (1H, dd, J=11.9, 4.1 Hz, 7p—H), 3.64 (1H, d, J=10.6 Hz,
18—Ha), 3.29 (1H, dd, J=10.6, 1.3 Hz, 18—Hb) 1.18 (3H, s, 20—CH,), 1.11 (1H, d, J=17.5
Hz, 17-CH,), 0.85 (3H, s, 19-H,;). "“C NMR ¥#E L% 1. MS m/z 350 (M), 332
(M*=H,0), 314 (M*-2H,0), 301, 273, 259, 241, 159, 123, 67, 43.

3. UREEFILEEY NaBH, iEFE=4 (3) B 1.008 g (1) %TF 20 ml MeOH, il
A NaBH,0.158 g, BBBH 5/, HZMZEBER, BELEH, SaafHRAK
(3), mp 286—289C, MALEWBEA IR, IR vEerem™: 3420 (s), 1690, 1105, 1040;

£1 BEFFRAR 1) ZRFTEY Q). Q) MALFRXRZR @ K PCNMR
LB (CDN)
Table 1 *C NMR chemical shifts of 4—epi—henryine (1), and its derivatives (2). (3)

and rabdocoetsin B (4) (6,ppm)

C m @ (3) @
1 39.70(t) 38.18(1) 40.42(t) 76.00(d)
2 18.35(t) 18.22(t) 18.35(t) 25.52(t)
3 35.37(t) 35.34(t) 35.37(t) 38.78(t)
4 38.37(s) 38.18(s) 37.97(s) 33.80(s)
5 45.59(d) 46.87(d) 46.77(d) 48.90(d)
6 29.46(t) 29.46(t) 30.40(t) 31.02(s)
7 73.02(d) 73.58(d) 72.72(d) 98.10(s)
8 60.92(s) 61.06(s) 55.00(s) 59.40(s)
9 69.04(d) 68.95(d) 63.70(d) 52.90(d)
10 40.13(s) 39.88(s) 38.69(s) 39.70(s)
11 207.32(s) 208.45(s) 210.22(s) 18.50(t)
12 50.36(t) 44.89(t) 45.71(t) 32.63(t)
13 46.55(d) 44.40(d) 46.67(d) 43.20(d)
14 74.69(d) ' 74.96(d) 75.63(d) 73.00(d)
15 205.13(s) 219.71(s) 77.16(d) 203.70(s)
16 150.17(s) 42.13(d) 32.20(d) 153.60(s)
17 120.14(t) 10.12(q) 11.00(q) 116.80(t)
18 71.74(t) 71.17(1) 71.15(t) 31.47(q)
19 19.73(q) 19.63(q) 17.72(q) 21.37(g)
20 18.27(q) 18.15(q) 18.35(g) 63.80(t)
OAc 169.90(s)

20.45(q)
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'H NMR 6. 5.42 (1H, s, 14a—H), 5.39 (1H, d, J=10.4 Hz 150~H), 4.31 (1H, dd, ] =9.7,
3.0Hz, 7-H), 3.58, 3.55 (% 1H, ABd, J=10.8 Hz, 18—-H,), 1.19 (3H, s, 20—CH,), 1.07
(3H, d, J=7.4 Hz, 17-CH,), 0.83 (3H, s, 19—CH,). "C NMR ¥#E R % 1. MSm/z:
334 (M"-H,0), 316 (M*-2H,0), 301, 285, 277, 267, 259, 241, 205, 159, 123, 84, 56.

4. PHEFFRZK FEPBABRKNE, mp271—273C, HFR CpH,0,
UV 2o nm: 231 (¢ 7857); IR vK%em™, 3410 (s), 1720 (s), 1640, 1250; 'H NMR 3. 7.80
(IH, br. s. OH), 6.25 (1H, s, 17-Ha), 5.40 (1H, s, 142—H), 5.25 (1H, s, 17—Hb), 4.75 (1H,
dd, J=10.0, 6.0 Hz, 18—H), 4.56 (1H, ABd, J=10.0Hz, 20—Ha) 4.47 (1H, ABd, J=10.0
Hz, 20—Hb), 2.00 (3H, s, OAc), 1.09 (3H, s, 19—CH,); 0.79 (3H, s, 18—CH,), 3C NMR
BERR 1. MS m/z 390 (M*), 372 (M*—H,0), 362 (M*—C,H,), 348, 344, 330, 312,
256, 147, 69, 55, 43. KA E 3B 50RE © —%.
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13. @i bERARE, W IRVGEC cm™: 1740, BHAMEERERES AN, W: 1740
(>C=0). HERHRKHFHBE, WRAUFTHEEHS: w (8), m (%), v (T%), s
(&), vs (7H3%),

14 A YHEIARYRAXNEERBSHREL (3% CA), WRAEHF CDCL,
DMSO-d;, D,0, pyridine—ds %. % RALFRAMEX DB LILEFEHR, M: MeOH, EtOH,
n~BuOH, PrOH, iso—PrOH, PhOH (%B), petrol (£ Mi®), CHCl, CCl, CiH, Et,0,
Me,CO, HOAc, EtOAc. THF, Ac,0, NaOMe, CH,N,, HCO,H (¥ #), TCA (Z&Z®),
TFA (Z#ZB), NaOAc, NaOH, HCl, H,SO,, CO, H,BO;,, NH, N,%,

15. WEWBHAEY (1) WERE, Q) BREWE: ) BESHNFE: @) WERKN LB
THAAVFRGRHN, 5% TLC WRMNMEDN, m: AgNOREE (1: 9).

16. SHGHE (GC) MEYKWIE (FID, ECH), RERME, BRERE, BRI,

17. BEWA (HPLC) AHEH (1) BFHSR, mA/b. ME;, Q) EHREN; (3) ®wx
&, UV SiirstE,

18. X~ ARE L L AEHE BEFERK) RUOENRIE, HM8i0RTH0E 4214
.



