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Sung Kyu Rhee : Synthesis of Azo-steroid by Beckman-and-Schmidt
Rearrangement Using Perphosphoric Acid

Synthesis of azosteroid 3-aza-A-homo-cholestane-4-one, 3-aza-A-homo-coprostane-4-one
and 38-aza-A-homo-cholestane-4-one from corresponding oxim and keto-steroid by means
of Beckmann’s and Schmidt’s rearrangement by perphosphoric acid have been evaluated.
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EXPERIMENTAL

3-azo-homo-cholestane-4-one( [[a)0] &. a). —Cholestane-3-one-oxim( fa)  2g(0.005 mole) &}
B 60g-2 AT 120~130°Cell 4] 30 43 #EHsha A el N EY-E ok
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et =S 50% NaOH = rfifiista ether = Hliisled mp. 270~274°9] HiAp¥s(la) 1.85¢
(93%)-2- a9)tt. t}A] Benzene ether 2 FH&HF S mp. 275~276°(reported, 268~271°)9] #h
e A =+

Anal. Caled. for C,;H,;ON:C, 80.73; H, 11.79; N, 3.50. Found: C, 80.805 H, 11.62; N,
3.43.

b).—Cholestane-3-one( | a) 3.86 gm(0.61 mole) S} FAREER 100 gm 2}+o] AW %538 £EA4
50°~60°) 4 sodium azide NaN; 0.68gm(0.011 mole)-& fndti 10 43 /Kig Lol A 50°~60°41 4
INEStA. BEWS okl Einsta gk 50% NaOH A o= alkalifho g gk v1-g chloro-
from 400 ml = ffhd % HO 2 JEMsln HiEEHE Lol A MHshs mp. 275°~277°9 A&
3.46gm(86%) = A Hreth,

¢).—Hydrazin-HCl 47% P47 12 cc(0.013 mole)3- #Hpslad 4] ol A cholestane-3-one, 3.86
gm(0.01 mole)®] Benzene 30ml ol #ifga] 7] 1. H;SO, 5ml-& A 43%] fnsla Benzene 2% 4
gesl 5 NaOH i, H.0 JHo = PEifslo TiME I kol A igstd mp. 271~273°9 (Jla) 81%
% oA =wv v}l ether-methanol ol A FEfHSH mp. 275~276°¢] Hifs dA =+t

3-Azo-A-homo-Coprostane-4-one([[b) /. a). —3-Coprostane-3-one-oxim( [ b) 700 mg(0.0017

mole) 9} MR 21 g8 At 120°ColA 10 /[ #ipsh] n#Gta Y-S okkel &
gt =H%, 50% NaOH jiuie 2 ffiishaL ether 400 ml = fiHst #8%5 ether 2 iSRS
mp. 173~175°(reported, 166~178")9] #ik1(98%)< L +}.

Anal. Caled. for C,;H,ON:C, 80.73; H, 11.79; N, 3.50. Found:C, 80.32; H, 11.58: N,
3.37.

b) . —Coprostane-3-one( [ b)¢] Schmidt & #i+= (Ma)9 GGz Hiistdx AL
b) & ether o] A FfEEASS mp. 172~174°9 ([[b) 88% 5 A +t.

o). —Hikre M= st ([a)e pikos (IDE dx etherol 4 Eiiihstd mp. 164~
70°8) HAERRMI(T2%)S QA = a ether o] 4 FGRS 171~174°9 #ihid: 47 =
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SUMMARY

1. Steroid oxim 3} ketosteroid ol = 3}o kAR it Tl Beckmann {72} Schmidt #47 2 43
st

9. Cholestane-3-one-oxim 9] EBEARMLE A= 3-Azo-homo-cholestane-4-one(J[a) 86~90%&-
IERRSEAL, IR T A E 81~86%9 WSR-S 2+t

3. 3-Coprostane-3-one-oxim o] ¥5}o] iEBiRES ML A= 3-azo-A-homo-Coprostane-4-A-one
(IS 88~98%9] /MEFAED & 4 Jgn &K M TIAE 12% Koz 4% F 3
9+t
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