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In connection with the study of reactions of 

organometallic compounds tith conjugated rnolethers, it 

was of interest to Investigate whether reaction products 

of orgammetallic colnpounas with en01 ethers of dihydro- 

resorcinol could be utillred for the synthesis of steroidal 

intermediates. In this note Ye report our preliminary 

results. 

?or the synthesis two l nol ethers were used, (a) 

enal ether of dihydroresorolnol I, (Ia, R * I%) and (b) 

ethyl-3-•thoxy-l-oxoayalohex-3-ene-a-acetate I (Ib, 

R =CR2CocQR~>. 

In the first aase phenylmagneslum bromide and 

p-anlsyl magnesium bromide were reacted with ethyl enol 

ether of dlhydroresorclnol to obtain the oorresponding 

3-aryl-A2-cyclohe~rmns. These were then alkylated with 

ethyl bromacetate using _pot-t-emyloxide as the base In 

bensene solution to get II. (IIa, R = Hi IIb, R = 0CH3). 

Ia,B =H IIa, R =B 

b, R - CR2.CWC$is b, R - OCR3 
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The compound (IIa) was hydrolysed to the acid and Identified 

as its 2,4-dinitrophenylhydrasone derivative. m.p. 24So. 

(Found C, S9.0, H, 4.2, N, 13.2, C&l@406 requires, 

C, 58.63; B, 4.39; N, 13.66$). (Turner1 reports m.p. 239O). 

The compound (IIb) was hydrolysed to the acid which melted 

after crystallfsation from benzene-pet:ether (60-80’) 

mixture at 13SO. (Found C, 68.7; H, 6.15 C1#1604 requires 

C, 69.23; H, S.lS#. &i 226 W. (log e 4.041, hax 289 mu 

(log l 4.121, b 252 mP (log e 3.70). (m.p. reported by 

Banerjee2 et al., 136°; JOhns0n3 et al. , 135370, Turner’ 

137-380 and Cuha4 et al., 1370). 

The preparation of enol ether (Ib) was accomplished 

by the following steps:- Dlhydroresorcinol was first 

alkylated vl.th ethyl bromoacetate using pot-ethoxide in 

the usual way end the resulting compound was then converted 

to the ethyl enol ether (Ib) by treatment with ethyl 

orthoformate and absolute alcohol in the presence of a 

few drops of concentrated hydrochloric acid. This l nol 

ether was reacted with phenylmagnesium bromide and p-anlsyl- 

magnesium bromide to obtain (IIa and IIb) in one step. 

The keto-esters were hydrolysed to the corresponding acids 

and identified by analysis and mixed melting point vlth the 

respective compounds obtained earlier. 

In order to obtain the keto diester (III), the 

key steroid intermediate In one step iron the keto ester 

(IIb), Temple Robinson’s6 method of introducing carbo- 

metholy group and methyl group was applied. As a 

prelininary l xperimnt first 3-p-anisyl-A2-oycloheHnone 

vas converted to 6-p-an%syl-3-methyl-3-carbomethoxy- 

cyclohezmmne (IV). 
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III Iv 

(Foundr C, 8,8! H, 7.1.. Cl8lil~4 requlrer C, 70.06; 

8, s.s*,* LEasrrw (loge 3.771, hr316W 

(log 0 4.10), b 267 w (Log a 3.P). 

The same aond%tlona wore followed to convert 

(IIbIb) to l ~l-&-p-~iryl-2-o~-3-w~yl-3-cubometho~- 

eyclohax-6-aw-l-mzot~t8. However, the product iian 

obtained as 8 thiak glassy liquid which analyred for the 

saturated compound (VI. (Found, C, 66.7; H, 7.5. C20H2,5Og 

requinr C, 66.30; H, 7.18$). k 2: 274 mP (log e 3.241, 

bx 286 w (log a 3.17) , ,&b asO W (log e 3.26) and 

I.B. spaetrur ahowed l brenca of 6.04 cc band characteristic 

of +-unsaturated ketnna. This could not be obtained in 

a crystalline form probably being a mixture of isomers; If 

so we 8re not yet clear a8 to the reduction of the expacted 

aompormd under the reaction conditions used. 
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As w altmMlv.approaah, ltms,tharefon, thagght to 

l Ucjlak th@ coqmaud (IV) sad than toram. it to w 

eompmnd w. Bovwer, the alkylatlon with 0-1 brow- 

eootak using pot-t-amyloxiao as tb base at 04’f rosulkd 

into two compounds, a solid, 6-p-anls~l-3-mot&yl~lo- 

hexanon, (VI), m.p. 7S-7so. (Rmd C, 78.1; B, 7.6. 

Cl@l,O, rrqulrrs c, rl.76; Ii, 7.4110. (Aov.llo6 et al., 

reported r.p. 77.6-78.6') and a liquid vhlah umlysrd for 

ethyl-~p-snlspl-2-uthyl-cpolo~rl,&dioar-l-~~k~. 

(Found C, 75.6; H, 7.4; C18+03 rqd.ros, C, 75.53; 

H, 7.692). 

Nrthor vork is in progross~ 
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