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THE coudensatlon produot from 5-keto-4-methylpentenyl chloride pnd ethyl 

acetoaoetate wae hydrolvsed with a mixture of acetia and eulphurio aoid, 

leading to the formation of ;-isopropylcyclohexenone (I, red 2:4_dlultrophenyl- 

hydrasone, m.p. 155'. Found: C, 56.3; H, 56.7; N, 17.6. C15Hle04N4 requires 

C. 56.6; H, 5.71 N. 17.6). The ketone (I) was condensed with ethyl 

bromoaootate tc afford a doubly unsaturated eater (b.p. 128'/0.6 am; Found: 

c, 75.11 H, 9.3. C13H2002 requires C, 75.0; Ii, 9.6). !Phir wau dehydq?mated 

with l ulphur (b.p. 105-llO"/ 4 PDI: Found: C, 75.5: H, 8.6. C13H1802 requirer 

C, 75.71 H, 8.7). The ester ec obtamed, was reduoed with litbium-alumini~ 



2 Syhtheeia of two sterso-isomers of dehydroabietic acid No.23 

hydride to afford g-ieopropylphenethyl alcohol' (b.p. 95-loo'/ 4 mm; Found: 

C, 79.9; HI 9.71 C13H160 requires C, 80.4; H, 9.e). The condensation 

produet from the carasponU~ bromide with Ee+emannls ester in the preeenoe 

of potassim-t-butoxiae afforded on alkaline hydrolyeilr the unsaturatea 

ketone2 (II) in a &food yield. This was boiled with an ethanolio solution 

of potassium ay+niae 3 and the crude condensation produot wae aubjeated to 

alkalina hydrol$3ir. The acidic produot so obtained, wan esterified with an 

exaese of diasobthane to afford the keto-ester (III) (b.p. 195'/0.4 IIW 

Found: C, 75.5; H, 6.7. C20H2803 requires C, 75.9; I& 6.9r yellow 2:4- 

iinltrophe4Ghy+sone, m.p. 151'1 Found: C, 62.8; R, 6.3; N, 11.7. 

C26H3206N4 rew$ree C, 62.9; H, 6.4; I?, 11.3). The keto-ester (III) wan 

condensed nith $ethylmegneeium-iodide and the orude oarbinol was dehYdratea 

by boiling withioxalio acid in toluene. The produet was found to be a mixture 

of the corresponding unsaturated eater and the related Y-lactone (5.677). The 

uns8turated eat@ wae cyclised with polyphosphorie aaid and the neutral 

and noidio pro*jtte were separated. The acidio material wee again separated 

into two definife individuals (I) m.p. 202' (Found: C, 80.1; Ii, 9.4. 

C2&i2802 requirdtr C, 80.0; H, 9.4; Methyl ester, m.p. 98'; found: C, 79.7; 

R, 9.5. C21H304)2 requires C, 80.2; H, 9.6) and (ii) m.p. 155' (Found: 

C, 80.3; H, 9.7ti C20H3002 requires C, 80.0: H. 9.4; methyl ester, m.p. 

62'1 Found: C, 80.5; H, 9.4. C21H3002 requirer C, 80.2; H, 9.6). The 
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ester melting at 98' afforded a mono-lceto ester 5 on oxidation with chromic acid 

(orange-red 2:4-dinitrophenylhydrazone, m.p. 200'1 Found: C, 6.1.1; H, 6.2; 

N, 10.8. C27H3206N4 requires C, 64.3; H, 6.3; N, 11.1). From the rate of 

hydrolysis and formation of the mono-keto ester mentioned above, the acid 

melting at 2022 is represented by the stereoformula (IV). 

The above methyl ester m.p. 98" was allowed to reaot with aoetylchloride 

in the presence of aluminium chloride to afford the ketone (V), m.p. 141' 

(X2 257 ~8 log E 3.9; Found: C, 77.45 H, 8.8. C23H3203 requires c, 77.5; 

H, 9.0. orange 2:4-dinitrophenylhydrazone, m.p. 2l4", Found: C, 64.8; 

H, 6.8. C29R3606N4 requires C, 64.9; H, 6.7). l%e keto ester (V) was 

allowed to react with excess of perbenzoic acid6 in chloroform znd the 

crude product thus obtained, on alkaline hydrolysis and subsequent treatment 

with excess of diazomethane afforded (VI) m.p. 130-131' (Found: C, 76.4; 

H, 9.6. C22H3202 requires C, 76.6; B, 9.4). with a view to preparing an 

authentio sample of (VI), methyl o-methylpodocarpate' was condensed with 

acetyl chloride in the presence of aluminium chloride. The ketone (VIII, 

m.p. 124'1 Found: C, 73.4; H, 8.3. C21H2804 requires C, 73.2; H, 0.1. 

Orange 2:4-li"itroDhenvlhydrazone, m.p. 265'1 Found: C, 61.9; H, 6.3; 

C2?H3207N4 requires C, 61.8; H, 6.1) was treated with methylmagnesium- 

iodide to afford the carbinol (IX), m.p. 148' (Found: C, 73.5; H, 8.9. 

C22B3204 requires C, 73.3; H, 8.9). This was dehydrated by heating with 

glacial aoetic acid and the unsaturated compound, on catalytic hydrogenation 

afforded an ester, m.p. 130-131' alone or mixed with (VI). 
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The acid melting at 155' is most probably represented by the stereoformula 

(X) as belonging to the cia-series. This followed from detailed studies - 

with the four stereo-isome& of the desiaopropyl acid, although the cis- - 

locki_ng could mt be definitely established through the formation of di-keto- 

ester. 5 
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