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17~-Mothoxyae8tra-l,~,5(lO)~tr~en-~-ol haa 

been prepared frsm oestrone through eatalytie hydrogen- 

ation in methanolicr hydrogen chloride (1). Siallar 

hydrogenation of oe8trone methyl ether gave the known 

3,17B-dimethoxyoestra-1,3,5(lC)-triene (2,3) whiorh warn 

al8o obtained from the 170manorethyl ather upon f'urther 

methylation with direthyl sulphrto. 

Evideace ha8 been obtained that the hydrogen 

iodide deaethylafion product of oestradiol dimethyl 

ether, previously reported by Urushibara and Nittr (2) 

and represented an osstradiol 17-methyl ether, is 

ideatioal with oestradiol 170acetate (4). The product 

arises through acid-catalysed esterificatioa of 

oestradiol. A oonvenient preparative method for 

oestradiol 17-monoacetate is described. 

Reported melting points of oestradial 170acetate 

derivative8 

Unr8hibaro 
This work and EZitta(2) 

oestradiol 17-acetate: 217-218' 213,5-21k.5e 

_ +benzoatet 1166-167~ 165.5-166.5O 

-- 3-p-tolaensulphormafst 123,5-124.5' 124*5-125.5' 
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EXPERIMENTAL 

Osstrone (4.95 g.) in (650 ml.) 
containing hydrogen chloride 

t 

was s tirrsd 
with platinum oxide catalyst under hydrogen 
for 18 hr. The solution was worked up by conventional 
methods yielding a white residue (5.38 g.) which was 
boiled with methanol (20 ml.). The insoluble 
osstradiol 17-methyl ether was collected and 

rocrystallised from chloroform;methanol, forming 
prisms (2.7 g.) mepr 244.5-245 ,fa],f’ + 51.3” (c=o,26 
in chloroform-methanol, 322); Anal. Caled* for 

ClgH260,: a,79.7: %9.150/s . Found: C,79.8; H,9,09!e, 

acetate). 

52.5’ (c= 
The +beaxoats had mepI, 170-171°,[Q3~s + 

0.26 in chloroform). Anal. Calod, for 
C~6~3803 f c,79*95; %7*75?v& BGGG cp79.9; H,8.1% 

3,17B-Diaethoxyoestra-1,3,S(lO)-triene. - 

(a) 17@-Methoxyoestra-1,3,5(10)-trien-3-01 (1.83 g.) 
in ethanol (200 ml.) and aqueous sodium hydroxide 
(l#; 300 mlo> was methylated with dimethyl sulphate 
in the normal way to 
m*p. 161-162° (lit., '? 

ive the di.methoxy derivative, 
2,3) 161-162*),~~r‘J;~ + 69.0~ 

(0~0.30 in chloroform). Anal. Calcd. for C20H2802 : 
c,79.75; H,9.65% . Poundz79.95; H,9.4?o. P.H.R. 
spe&rum,+ 9.20 (18-M& 6.61 (170OMe), 6.24 (3-OMe), 

(b) 3-Wethoxyoestra-1,3,5(10)-tritn-l7-one (3.38 8.) in 
nethanolic hydrogen ohloride was hydrogenated as 
described above. Chromatography on alumina of the 
crude product (3.39 g*) afforded the pure dimethyl 
ether (2.29 

(a f 
.), identical with a sample prepared 

by method . 

Hydrogen iodide demathylatfon of 3,178- 

dimethoxy-oestra-1, , 10 -triene. - The dimethyl 

ether (2.29 g.) in glacial acetic acids (30 ml.) was 
treated wit11 hydriodic acid (sp. gr. 1.7; 30 ml,) and 
heated at 100' fez 30 min. After dilution with water, 
the solution wad worked up conventionally; chroma- 
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tographic separation of the crude product gave 
unchanged starting material (721 mg.), oastradiol 
(565 mg.) ana also oestradiol 17-aoneacetate (617 lag*) 
mop. 217-218 , identified by mepa mixed mop., and 
infrared spectrum with an authentic sample. 

Treatment of oestradiol with hydroKen iedide- 

acetic acid. - Oestradiol was treated with hydriodio 

acid as for the demsthylation of its dimethyl ether. 

Two components only were detected in the crude product 
by thin layer chromatography on silica gel; the 
RF-Vd.UeS corresponded t0 those Of oestradiol (RF=O+3) 
and oestradiol 17-acetate (hF=O.7)(aystem: benzene: 
ethyl acetate, 4~1). 

Oestradiol 17-monoacetate. - Oestradiol 

(554 mg.) with p-tolaenesulphonic aoid (647 rg,) wa8 
heated under re?lux in ethyl acetate (60 ml,), the 
condensate being allowed to pass over molecular sieve 
(Union Carbide type 13X; 15 g.) contained in a soxhlet 
apparatus. After 24 hr.-the solution was washed free 
of acid, dried and evaporated to dryness. The chroaa- 
tographically homogeneous residue of oastradiol 17- 
monoacetate (640 mg.) crystallised from methanol as 
needles, rn*p* 216-2180[e]t3 + 44.70 (o=o.22 in 
chloroform)(lif. (4), map0 217-218°,[aJ~2 + 45.5e. 

Anal. Caled. for C2&,603 I C,76.4; H,8.35%. Found: 
3.35; H,8.2%. y=$_ 3600 (OR), 1740, 1246 cm-' . 
(aliphatic acetate). l 

Oestradiol 17-acetate 3-u-toluensuluhonate 

~t2.p. 123.g-124.5°,~~]~3 + 28.3e (c= 0.27 in ohioro- 
Anal. Calcd. for C&13~05S 3 C969.2; U,6*9/a. 

Found; Cx3; H,7.06!e . 

Oestradiol 17-acetate I)-bsnxoate had mop0 

166-167°,[&,' + 34+4' (c=Oo22 in chloroform). 
Calcd, for Cg7H300, : @,77.5; H,7.25?/0. 

Anal. 
Found: C,77.55; 

U,704%, 

We thank Mr. D.H. Carr and Mr. J.F. Richards 
for technical help and for the microanalyses. 
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