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200 mg 2a BT 2mL Z8EH, BT 200mL MHHRERFRR D, FLRF4HLL
H, 18 270mg ¥ ah. H 152 100~200 B R 347 L H BT 8, UL 2:98 IE-R U,
BEWE TmL, 53 15~20 fif}, 5 180mg3a, K 65%, ZLHE-—EHRHEELSR,
m. p. 182~135°C; [a]} +40.4"(c. 1.1, Z8E); SUHAY. m. p. 188~136°C, [a]} +
43+2°(c. 0.621, &) ).

TRCA®EMW), 3430, 1280, 1700, 1500, 1605, 1040, 1025cm ™1,

'H NMR 8 fi. 0.82(3H, s, 18-OH,), 0.83(3H, d, J =7Hz, Cr,-CH), 2.05(31,
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8, 0;;~OCOCH3), 4.66(1H, m, J=6Hz, O;;-H), 7.18(1H, bd, J=8Hz, C,~-H),
6.60(2H, m, C,,, H),

MS(m/z). 828(M*),

A3 256~35 Hi 4y, 9 31mg le, 15K 20%, m. p. 220~222°C, B4 FHE
EHEMEK, m. p. 228~280°C; [a]8+152.9°(c. 1.18, ZE¥) [T {E™. m. p. 281~
233°C (OH,01,-CH,OH); [a]3’+149+1°(c. 1.186, & f5)].

IR (G &), 8300, 1730, 1620, 1590, 1503, 8030, 1080, 1060, 945, 820 cm™,

1H NMR 8 {§. 0.88(8H, d, J=6Hz, 0,,~0H;), 0.91(8H, s, 18-CH,;), 6.64
(2H, m, J=8Hz, 0,,~H), 7.18(1H, d, J=8Hz, 0;-H),

MS(m/2), 284(M*),
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B, 18 650mg 3b, ZFREL G 210mg 4 f, m. p. 180~182°C, B X4E 190
mg, AR ELERES 17T0mg, 3448 380mg, 5%£85.4%. [«]F—16.6°(c.1.0, ZF).

IR CHiEm), 8430, 1260, 1710, 1495, 1580, 1605, 1040, 1025, 975, 930, 805
cm™*,

1H NMR 8 {§. 0.80(8H, s, 18-CHj3), 0.84(8H, d, J=THz, O;3—CH,), 7.08
(1H, bd, J=8Hz, C;-H), 6.66(2H, m, O,,,—H), 4.68(1H, t, J=8Hz, O;;-H),

MS(m/z), 828(M™*),

$ ¥ X ®

{11 R. Deghenghi, M. L. Givner, in “Burger’s Medicinal Chemistry”, ed. by Manfred E. Wolff, 4th edn.
part II, p. 919, New York, Wiley, 1979.

{2] G. Anner, J. Kalvoda, P. Wieland, U. 8. 3, 318, 925(1967); cited in C. 4. 67, 117, 075c¢ (1967); P-
Wieland, G. Anner, Helv. Chim. Acta 50, 289 (1967).

£31 J.C. Babeock, J. A. Campbell, U. 8. 3, 627,894 (1967).

[4] J.Kalvoda, Ch. Krihenbiihl, P. A. Desaulles, G. Anner, Helv. Chim. Acta 50, 281 (1967).

[5] CIBA Ltd., Fr. 1, 418, 540 (1965); cited in C. 4. 68, 39,953s (1968).

[6] (Rx,MMEK,AEH, 5 FiR 40, 573 (1982).

{71 J.F.Grunwell, H. D. Benson, J. O'Neal Johnston, V. Petrow, Steroids 27, 759 (1976); #H X, Ry, ¥
Y, WUk, A L 347(1981).

{8] M. B. Groen, F. J. Zeelen, Rec. Trav. Chim. Pays-Bas 97, 301 (1978).

[9] @. Anner, J. Kalvoda, P. Wieland, Chimia 20, 434(1966).



&
83
;1:5
::
ey

5568 8

MICROBIAL AROMATIZATION OF 7a-METHYL-19-HYDROXY-
TESTOSTERONE-173-ACETATE——SYNTHESIS OF
7o-METHYL-ESTRADIOL-175-ACETATE
AND 7a-METHYL-ESTRONE

NI YuaN OsHEN WEN-YING ZHOU WEI-SHAN*
(Shanghai Institute of Orgamic Chemistry, Academia Sinica)

ABSTRACT

7To~Methyl-19-hydroxy-testosterone—17 B-acetate (2a) was transformed by Arthro-
bacter simplex to Ta—methyl-estradiol-17B-acetate (3a) in 656% yield and 7a-methyl-
estrone (le) in 20% yield. Apparently le was produced through the hydrolysis of 2a
or 3a followed by oxidation. Since Ta—~methyl-19-nor-testosterone (4a) or its 4
isomer (4b) was transformed by A. simplex under the same condition to give mainly
1e and it is known that A. simplex is capable of hydrolyzing the acetate. However, in
case of 2a, the 178 acetate is probably hindered by Cj;—methyl group, so it was
hydrolysed only to a limited extent. In agreement with this assumption 78-methyl-
19-hydroxy-testosterone—17B-acetate (2b) was converted to 3b with the 178-acetate
group intact. The structure of 8b was proved by IR, *H NMR and MS.



