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WK KOLER ., BRIt Varian XL-200 % (200 MHz) ] &2, TMS 3} A5, ODCl,
REH, FiE A Finnigan 4021 R{UME, WHERA WZZ gsh b Xl &, H a6 #H
JASCO 500-0 AU &, HREREWTHRBHAATE-F wi & (b. p. 60—90°C) (A. 1:19;, B.
1:9; 0. 2:8), ¥kAE Y RMMEHKEE, KB TR A ERS,

3a, 6a-NZHAR-Ta-ZX-68- 0 PE (1o) 280 mglb M G%T 3mL inE 4,
A 1mL BEEF, FEEE 24, BAGKKSP, ZRIERRE, 10% hEK B AL AR R
BUKEWLE, WA, 15330mg iRy, BROBRERERABE (GBS B) 3 1e 4if,
[o]%+12.5° (¢ 0.8, CHOl,), CayH,e0;-OH,00.H (G144, C, 65.70, H, 8.89. a4, O,
65.46, H, 8.64). »#% 3580, 1740, 1250cm™, 8y, 0.68(3H, s, 18-H), 0.92(3H, d, J
—6Hz, 21-H), 0.98(3H, s, 19-H), 2.11(3H, s, 6-0Ac), 2.17(3H, s, 3-OAc), 3.66
(8H, s, OCHy), 3.88(1H, br, 7-H), 4.564(1H, br, 3-H), 5.04(1H, dd, J;=5.5Hz, J,
=3.2Hz, 6-H)ppm, m/z, 507[M-+1]*,

Sa, Ta-WE XK Ga-Z B EH-HB- BB E (1d) 230mgle K 3T 23 mL g,
A 2.83mL10%HS0, ZRKE 20h, AR HTHENRREPKEE HR, BEREE
FIZEMER, MK, 8 ZERRE, HIELH, 8 210mg &, RSB (EEA C) 13 140mg
1d, & 67%, m. p. 118—120°C, [«]F—1.2°(c 0.5, OHCLy), CouyHyOs (35818, C, 69.79;
H, 9.56, LW{E, C, 69.81; H, 9.86). ma, 3440, 1740, 12600m™, 8y, 0.65(3H, s, 18-
H), 0.93(8H, d, J~6Hz, 21-H), 0.97(3H, s, 19-H), 2.11(3H, s, 6-OAc), 3.42(1H,
br, 3-H), 3.66(3H, s, O0Hy), 3.88(1H  br, 7-H), 5.03(1H, dd, J,=5.5Hz, J;=3.2
Hz, 6-H)ppm, m/z, 465[M-1]*,

Ga-Z Bt EE-3, T-NEH-68-IBREPE (3a) 800mgld ¥¥F 10mL HEH, 7 10°C
%M 0.4mLJones EALHN, FRBIK 0.5h, MRWEPILRY, WEREEH, MK,
ZERE B, WA S UK B EE, HikAHE, 5 220mg, R 4%, HH-FRBEELE S
8a 4, m. p. 140—141°C, [a]F+2.5°(c 0.7, CHOL), CoHyOs (312 4. O, 70.41, H,
8.75. szMi{l. O, 70.55; H, 8.89). wmay, 1740, 1720, 12400m™*, 54, 0.70(3H, s, 18-H),
0.93(8H, d, J=6Hz, 21-H), 1.37(3H, ¢, 19-H), 2.13(3H, ¢, 6-0OAc), 3.66(3H, s,
OCH;), 5.43(1H, d, J=b5.6Hz, 6-H)ppm, m/z, 461[M+1]*,

8a-12%-8, 7-WE-5/-AEK MM E: (3b) 110mg3a JF 6.5mL Hmk, fiIA 0.6 mL
% 30mg NaHCO; /KB, B E M 10min, %4y, WEBREEN, MK, ZMZBER. %
¥WAbEE, 78 100mg3b, g 100%, WE-HHMME 45 & )5 B4 &, m. p. 123.6—125°C,
[a]3—44.7°(c0.55, CHCly), CosHgs05+1/10H, OB 4. O, 71.43; H, 9.16, sLui{s: C,
71.39, H, 9.30). mas, 3500, 1730, 17100m™*, 8y, 0.70(3H, s, 18-H), 0.93(3H, d, J
—6Hz, 21-H), 1.35(3H, s, 19-H), 3.67(3H, s, OOH,), 4.45(1H, d, J=5.3Hz, 6-H)
ppm, m/z, 418[M*].

Ga-B 5 Wi B5 -8, 7-WE-58-PE B EE (8¢) 110 mg (0.26 mmol) 8b ¥ F 4mL Fk
5, A 35 mg(0.33mmol) = Z.1%, - TEEREA 0.5mL 4 36 mg (0.31 mmol) B
BERRT RO, R 6.50, BMAE. WOHRE, F 10% K W AT B R ELHK N0
%, ¥ELEEREFABEEGERENC), 8 110meg3e Krk84%. WH-AMMELS NGB
i, m. p. 188—139°C, [a]P —43.1°(c1.23, OHCl;), CHO.S (3-%.EH. O, 62.83; H,
8.12, 8, 6.46, LW{H, O, 62.76, H, 8.14,S, 6.73). vmy, 1740, 17000m™2, &g, 0.70
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(3H, s, 18-H), 0.93(3H, d, J =6 Hz,21-H),1.38(3H,s,19-H), 3.20(3H,s, 0S0.CH,),
3.66(3H, s, OOH;), 5.42(1H, d, J=6Hz, 6-H)ppm, m/z, 497[M-+1]*.

3. "-WW-5B-MBix BB (38d) 85mg3c T 6mL Z E—HEE R, I 140 mg Bifk
B, 140mg £y 1 0. 1mL K, BEFEEIN 480, MRk, MZMZMAER, KKE 0% #M
TKVE W TR R SHUK WL K A 10 % BRARERBR B/K VST BE. Wvh b, RE BT A B (Re A
A), #50mg3d, X 73%, m. p. 159—160°C (3 #R E™, m. p. 163--166°C), [a]¥—
34.9°(¢ 0.6, CHClg), CD Auax (CH;OH), 278 nm, de=—0.32 , 8y, 0.69(8H, s, 18-H),
0.93(3H, 4, J=6Hz, 21-H), 1.30(3H, s, 19-H), 3.66(3H, s, OCH;)ppm,

8, 6-WH-5a-RBIRELEHE (4) 100mg (0.25mmol) 8b ¥ F 4.5mL £k Z I & (&
CaH, TG HEEAZL), MA 120mg(0.8mmo) Bifk, ZEASHEP T, H A 87Tmg (0.8
mmol) = R EREsE (Call, TIRER), ERRMN 19h, BERZER. MAZEBRRBRE
JA16% MARWMMABKEWIE., WHELHE, 130mg, KK 4%, WH-AMBELRBAS,
m, p. 142---144°C (SCERE™, m. p. 146—148°C), CD Ape (CH,OH), 295nm, de=—0.66,
dm, 0.69(3H, s, 18-H), 0.95(3H, d, J =6 Hz, 21-H), 0.96(3H, s, 19-H), 3.67(3H, s,
OCH,) ppm.
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Chemistry of Hyodeoxycholic Acid
I1. The Synthesis of Urscdeoxycholic acid

Wang, Zhong-Qi* Jiang, Li-Zhong Zhou, Wei-Shan
(Shanghai Institute of Organic Chemistry, Acalemia Sinica, Shanghai)

Abstract

Methyl hyocholanate (1b) was converted o methyl-3, 7T-dioxo-58-cholanate in
389 overall yield in 6 steps which could be reduced to ursodeoxyoholic acid by known
method. ’ o



