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#o wish t.3 ropert the preparetinn nf a now acid c3n?onsr of 

rotin ~1~. 4-3x3-rotinnic acid sttlrting frsm methyl rctin2,ato. The latter 

was also prepared in a single stbq by sxidativc estcrifis&i2n1 3f r&1:731. 

The methyl ester of 4-nx2-rotin3ic acid was further csnvsrtsd tn 3-dehyiirD- 

rr?tin31 by tho follbwin;: scheme (khmu 11, wilich is slightly different from 

the 3ne previously ropnrted'. 
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0 4 - am-tibin&c acid 

M&8 yL 3-ddydvohdnodk 
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93llcwing the s~ino procedure nutlined in 

nothy rctin3ntc fr33 retinal 3 , a notha731i.c so!.!iti3n 

the preparntisn of 

3f rctinzJ was 3xfdissd 

t3 giVc six products ,&izh ulere separated by chr3nntography 3~. Idoter doactivotod 

182: 
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(58, V/W) alumina. The main yet_l~ur bend as f3und t? be nothyl rotln3rlte 

(70-755) and was crystn!.liscd fr3n aqie~~s methanol tn P~.DZ n.p. 54-55%. 

SapDnlficnti3n 2.C methyl rctin3iIte with 10,s othnnnlic KOii ~a-JO rctin3,ic ma 

Jhich was crystalliscd frsn light petrnleum t3 qi~o n.p. BC-E313S. The 

scc3nd bend was found to be methyl .5,6-n-)n3epDxyr ntin~ato (3-4,I), m.p. %-57X, 

and was charnctoristi bjj c3mp‘aris~ 3f its pr?pertles ana by amg a mix& 

chrDmatD,graphy *rith a sazplo prepared frsn methyl rotin>ato by the ;tr~edu~e 

rep:,rtod cnrlicr4?5 - . 

Methyl 5,6-m~n3~13xyr~tLn3ote was c?nvertLti t3 aethyl 5,8-q33n2- 

epaxyretinz:~te (fllrunAd) by treatment with othtanA1: XC1 (0.03 N) whi:h *as 

subsekuontly sap~ified t3 j,8-n3n3oI?~xyrctir:3ic acid, n.p. 163-16430 (uncgrr.); 

Anax :30303, -320, -294 nm (light petroleum) and 302 nm (ethanol). 

The FrAucts 3btains.i by the z&datign zf nothyl retinnats in 

light petr2leutz vith YnOa (stirred fsr 34 hrs. l.n the dark) were chr3moto- 

jraphd 3n ater deMivntcd (5,'<, v/w) nl.unlnn. "he first brand cl-luted with 

light pctr?leum c?n%aincd unchnn~?cd ??thyl retin?,ato, 'he ?nd. band c?~~td with 

l-23 (v/v) ether c3ntnincd nzthyl 5,6-a?n3~I'3::yroti?n~t3 (65). '%o 3rd. bnnd 

n3ntained -?n !1,:idsntified sIbstance, v!!ile the 4th. n:l?rl band ol!lted with 

4-.5A (v/v) ,>thc? was chnractel,isA as z;?thyl 4-3x>- rctin3nte (above SO$) whiny 

was cryatallisod fr>:n lizht ~etrzlcun st 0% f?r thrno tiT?s. ?'!~a crystals 

(?I+= 325) had ~1.11. 93% (r'a~lnd : C, 76.55 h Ii, 8.5&i. C21HB03 reYIi!+es c, 

76.8& Ii, 8.61,;); hax 352, ‘280, -339 nn. (liaht Petr0lz1n); 355 an3 ,235 nn 

(ct:,nnsl); 363 nnd 287 on (chl?r?f3rc:); d:&,. vnl_*1cs 3f 1935, 1717 & 1583 at 

355 n13, 3.55 nn 2 3W i?Ti ro;po.zti:roly a:ld SbCI3 ~:r-A~ct hr:;:lx at 530 nK. I .r. 

:nax1oa H'crc! present -it 970, s151, 1240, X08, 16Gn (3.<7-carb?nyl) 1% 1714 CY-,"' 

(aster carb>nyl Fr.). The ?TWi spcctrim oxbibitcd si-:no'ls (6) nt 1.2 3 i-:r 

:1 -9 1.52 9 f?l- Cj-, 2.08 ? f,,r :13-,, 2.33 d ( J= 1.0 ;A) f3r C9- nethyl 

gr3ilps respectively nr.d 3.72 s for -ZOXri3 gr. 
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show,ved bands at 1740, I667 and 3430 Cm ml (broad) which are assigned to -COOH 

~~arbonyl, oxo-carbonyl and - COOH hydroxyl groups respoctlvoly. 

Methyl 4-oxo-retinoate was reduced with NaBR4 In methanol at O°C 

to methyl 4_hydroxyretinoate, Xmax 345 nm (light petroleum), 348 nm (ethanol) 

and SbC13 product Amax. 525 nm.(pink). Dehydration of the ester with p-toluene- 

sulphonlc acid gave methyl 3-dehydroretlnoate; >max 365, ~302 nm (light 

petroleum), 370, -305 nm (ethanol) and WC13 product Amax 643 nm which on 

saponific<ltion gave 3-dohydroretinoic acid,hmax. 365, ~302 nm. (light 

petroleum), SbC13 product Amax. 643 nm Md m.p. 178-180°C (uncorr.) 

Methyl 3-dehydroretinoate was further reduced with LiAlH4 in dry 

ether at O°C to give 3-dehydroretinol, Amax. 350, 287 a-276 am. (light 

petroleum) and SbC13 product Amax. 690 nm which gave anhydrovitamin A2 on 

treatment with ethanolic HCl. 
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