( ), 2007, 29 (5): 504~ 506 CN 53— 1045/N ISSN 0258- 7971

Journal of Yunnan University

0]

- - - 3-

. 1,2 - 2.3 _3 53 . 1,23
N OAK,F OF, KRS, AERT, RiEAR

(1. , 650001 ;
2. , 650091,
3, , 650091)
CH,Cl, , ( 0.05) (Cr03),
7- - - 3- s Collins
( 20) R 37. 8% 85. 2%, R
e - -3- ; ; ; ;
: 062 tA :0258- 7971(2007) 05— 0504- 03
(dehydropiandrosterone DHEA) C19 ,
[ (2
. 4150
DHEA 7- - - 3- (7- keto DHEA acetate 1)
s BMI( Body Mass Index), 3] s
DHEA 2.5 ( ). : e
DHEA
1 DHEA- 3- (2) ,2 [7]
. (D

0 0 0
[Elﬂ?}ifﬁ[” a b
—_— —
AcO
AcO AcO 0 0
EHEu LA 2 1 4
a: CrO3, t — BuOOH , CH,Cl,, ,24h,85.2%; b:CH3;0H- H,O,HClI NaHCO3,50~ 55 °C,24h,91%
1 7- - -3-

Fig. 1 T he synthetic route of 7— keto DHEA acetate

® :2007- 03— 23
( 2004- 01)
(1978- ), ., .
(1968- ), .



5 27— - - 3- 505

Collins (CrO3+2Pyr) ¥ - 3,5- (CrO3°* 3, 5— dimethylpyrazo— le)!*!, PCC
(pyridium chlorchromate) ~ PDC(pyridium dichromate) Hor
, , , 120
, . [11] ,  CH2Cl , ( 0. 05)
CrOs, (3) , 24h, 85.2% 2 ,
, Collins ( 20) 2, 37.8% . ,
1 , 3,5- -17,17- (4),
1 , 4
1
1.1 XLC-1 ( ) ; Bruker— 500 (CDCls
,TMS ); VG— Autospec— 3000 . (0. 054~ 0. 077 mm)
1.2 (2) [ 7], , 4 ,
m. p.: 167~ 169 C.
1.3 (3 [12] 70% .
1.4 7- - - 3- (1) 0.02 g(0.2mmol)  CrOs 16 mL
, 4 mL 70% 1.25¢g(4mmol) 2, 24 h,
(¢= V( ). V( y=9. 1) , (¢=31
1.20g,  :85.2%,m. p.: 183~ 184 C(Lit' *': 184~ 185 C). 'H NMR & 5.76(s, 1H,

H- 6),4.75~ 4.70(m, 1H, H- 3), 2.85~ 2. 79(m, 1H), 2. 62~ 2.59(d, 1H), 2. 38~ 2. 58(m, 3H), 2. 18~
2.10( m, 1H),2.06(s,3H,H- OAc), 2.01~ 1. 98(m, 2H), 1. 87~ 1.84(m, 1H), 1. 72~ 1. 79( m, 3H) , 1. 68
~ 1.58(m,4H) , 1.31~ 1.29( m, 1H), 1. 24(s, 3H,H- 18),0. 90(s, 3H, H- 19) ; °C NMR, & 219. 1( C17),
199.7(C7), 169. 2( OA¢) , 163. 8( C5), 125. 5( C6), 71. 0(C3), 49. O( CH) , 46. 9( C10) , 44. 8 (CH), 43. 4
(CH),37.5(C13),36.8(CH>) ,35. 0( CHz) , 34. 6( CH2), 29.7( CH2), 26.3(CH>), 23. 2( CH2), 20. 2( O Ac),
19.6(CH»), 16.4( C19),12.8(C18); EI- MS m/z (70 €V, %) 344(M ™ ,4),284(100),256(42), 187(19),

161( 49), 134(17),91(17). HR= MS, C1Ho504(M*) : 344. 198 8, :344.1989.
1.5 3,5- -7.17- (4 0. 5g( 1. 45 mmol) 1 25 mL( = 95%)
, 0. 13g( 1.45 mmo) NaHCOs  2mL ., ,50~55C 2h, ,
100 mL (3x25mL) NaSO0s \
0.40g,  :91.0%,m.p.: 158~ 162 C.'H NMR & 6.62(m, IH, H- 3),6. 11(d, 1 H,H-

4),5.28(s, H,H- 6), 2.80(m, 1H), 2. 48~ 2. 52(m, 2H), 2. 28~ 2.38(m, 2H), 2. 12(m, 1H), 1.87(m,
3H),1.72~ 1.84(m, 1H), 1.68(m, 2H), 1. 53(m, 1H), 1.34~ 1.38(m, 1H), 1.26(m, 1H), 1. 14(s, 3H, H
- 18),0.92(s, 31, H- 19); "C NMR & 220. 4( C17), 201. 4(C7), 161. 5( C5), 137. 1( C3), 127. 4( C4),
123.7(C6), 49. 6( CH), 48. 1( C10), 46. 3(CH), 44. 8( CH), 36. 2( C13), 35. 5(CH2), 32. 6( CHa), 30. 6
(CHa),24. 1( CH,), 23.2(CH2), 20. 4(CH>) , 16. 5(C19), 13.7(C18).
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Efficient synthesis of 7ketoo DHEA acetate

LIU Chun"?, LEIZe’, MU Xiao-yun’, FU Zheng qi’, ZHU Hongyou" >’
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Abstract: 7-keto- dehydroisoandrosterone( DHEA) acetate was efficiently synthesized from dehydroisoarr

drosterone 3 acetate and tert- butylhy droperoxide catalyzed by chromium( V) oxide. T his allylic oxidation pro-

ceeded smoothly under the mild conditions. The yield was 85. 2%, is 37. 5% for using collins reagent. This

novel allylic oxidation reagent avoided using reagent and large volume of solvent in traditional chrom um ( VI)

complexes oxidation procedures, was more convenient, efficient.

Key words: 3 acetate; 7 keto DHEA acetate; chromium( VI) trioxide; tert- buty lhydroperoxide; ally lic oxi-

dation; dehydroisoandrosterone



