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SEVERAL methods of partial Irynthesia of aldo6terone cl), the moat 

potential mineral corticoid, 

preaenta a 8ynthesim of thin 

cyanation was applied to the 

fonctionated group. 

have been reported. 
1 Thin paper 

. 

compound in which our method' of hydro- 

onone (6) for introduction of the 18- 

Adrenoaterone wan converted, via its A 395 3 -dienolether , into 

the 17-monooxim (2), m,p. 250.5-252' (d.), [rrlz3 +159', in a yield 

of 7%. Beckmann rearrangement 4,5 of (2) afforded the lactam (3), 

m.p. 299*302O, [~rl~’ +172O, am a main product. (3) was tran8formod 

* Angularly Substituted Polycyclic Compound8 IX. 
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into the 3-ethyleneketal, which on hydrolynis with aodium hydroxide 

in refluxing aqueous n-butano16 and subsequent esterification gave 

26 
an oily seco-ester (4), [aJD -20”. uv A,“‘,:” 237 P”‘. !E 13,000). 

Cyclization' of (4) with potassium t-buthoxide yielded a dienolone 

(5), m.p. 219-221° (d.), [a]~' -67’, UV Af:r 325 mlr (e 26,400) and - 

387 mp (t 8.8901, Af:r-NaoH 387 m)r (6 79,700), which on partial 

reduction' with sodium borhydride gave the enone (6) 9 m-p. 219-22i", 

[a];' -84'. UV Aixp 240 m)r (& 14,200). Hydrocyanation of (6) with 

potassium cyanide and ammonium chloride in dimethylformamide 2a or 

with hydrocyanic acid and triethylaluminum in tetrahydrofuran 
2b 

afforded exclusively the 13P-cyanoketone (7), m.p. 239"241°, [ali 

-so. Reduction of the ll-keto group of (7) with medium borhydride 

gave the imidolactone (8), m.p. 263-264.5', [a]:' +15O, IRU Nujol 
max 

1683 cm -1 , where l imultaneoun cyclisation occurred. (8) was smoothly 

traneformed.int,o ite tI.l.wetyl, ditoeyl or dlmeeyl drrirrrtlve. mtjlo 

m.p. 2551257O, Co]~' -18'. I&tony11 q .p. 179-180~ (d.), CO]:' 

-3s0* DiDleBYl: m.p. 171.5-172.5' (d.), Crr]i9 -6~~. SolvolyDi~ 

of the dime@ (or fhe ditoeyl) derivative with K2Cf+ In mthylfOOrr_ 

amide gave a mixture of two isomeric uneaturated lactonea (9a and 

9b). The mixture wan treated with osmium tetroxida to give the 

glycol (10) as a main product, m.p. 280-282.5’, [a], 29 -16’. Cleavage 

of (10) with periodic acid-pyridine and cyclioation 
8 

of the result- 
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ing crud. 8eco-dialdohyde with triethylamine acetate 

28 
conjugetod aidehyde (111, m.p. 268-272', Cal, +2J". 

al80 either by ozonoly‘is of the mixture (9a end 9b) 

afforded the 

(11) we8 obtained 

or by oxidative 

9 cl8avag8 of it with periodic acid-pyridine in the presence of a 

trace of oaiun tetroxide and by following cyclization of the result- 

ing 8eco-dialpehyde‘. (11) we8 hydrogenated over palladium-charcoal 

and deketalizqd t- give the l ldehyde (121, m.p. 230-236'. which wa8 

treated with podium dichromate in acetic acid to give the acid (131, 

m.p. above 329'. IKti N"jol 111.x 
(cm")r 3178, 1773, 1739, 1636 and 1614. 

Methyl emterr, m.p. 2240230°. Phynicel con8tant8 of thi8 acid end 

it8 methyl l sl(er agree with tho8e 
10 of the degradation product of 

l ldo8terone. The ketolecetate (14) wan 8ynthe8izdd by the known 

method, 11 via the acid chloride of (13) and the diazoketone. The 
/ 

ketolacetate' (114), q .p. 
28 

203-205O, [a], +121°, we8 proved tl be iden- 

tical with th{ authentic ‘pecimen, 
lOa,lZ 

the degradation product of 

eldo‘terone, by mixed melting point and by compari‘on of infrared 

spectra. 13 Trensformation of thin lectone to aldoaterone ha8 been 

reported" l lr/rady. 
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