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(1 8, colorless oil: h,  pribms: c, yellow oil; d, iieedles; e, plates. h! ethyl methyl ketc~iie: B, ethaliol: C ,  ethanol-ether: I ) ,  
The  amino methyl compoiitid was aretylated with A c 1 0  i i i  aretic acid in the 

The  mixtrire wa;.j refluxed for 2 hl,. Solidified 011 i t a~ id i~ ig .  

Vitamin B6 Analogs. A n  I m p r o v e d  S y n t h e s i s  ported,*.' the compoiiiid ia !lot readi1)- avuilable. \Ye dewril)c 
hereiii a simple foiir-htep >ytithe*ic which gives the deaired prod- 
iict iri  35(,; over-all yield from pyridoxiiie. of 5-Deoxypyridoxal '  
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Ulllike pyridoxal, kleoxypyridoxal (I \ ' )  caiiiiot forni aii hi- 
teriial hemiacetal, hiit closely resembles iiistead i i i  spectriim arid 
reacativity the coeiizyrne form of vitarniii B,, pyridoxal 5'-phos- 
phate.2.3 For this and other reasons, this vitamiii atitagoiiiat 

I I1 
qH,OH 11CO 

111 IV 

shorild prove ii.efiil i t i  the btiidy of model reactioii. related 10 
enzymatic pyridoxal phosphate dependent reac t io i~s .~  Althoiigh 
two methods for synthesia of 5-deoxypyridoxal have been re- 
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Experimental Section 

~4-3-O-Isopropylidenepyridoxine (I).G--l)ry HC1 was bubbled 
iiito a cooled suspetisiori of 24.0 g of pyridoxine' HC1 in 500 In1 
of dry acetone. After 1.5 hr, 220 g of HC1 had been taken up. 
The solution was stirred for another hour and the11 kept it1 the 
cold overnight. If iio crystals appeared at  this stage, the ~olii-  
tioii wa;. redirced to  80 of its volLime iuider vaciiiim. Cryatal- 
lixatioii begaii i n  the s htly cjrange soliitioii and was complete 
after 1 hr at -20'. The  yield of 1 .  fiC1 was 24.6 g 1865) .  

rom hot absolrite ethanol, the prod- 

a4-3-O-Isopropylidene Derivative of 2-Methyl-3-hydroxy-4- 
hydroxymethyl-5-chloromethylpyridine (II).;-To a stirred sus- 
psiision of 23.1 g of I i i i  250 ml of atihydlou. ether, 58 nil of 
SOCI? wah added i i i  15 miii. After refliixitiy for 5 hr, the pre- 
cipitate was filtered, washed with ether, aiid dried at 100°. 
The critde prodiwt (24.5 g )  w a a  re llized from boiling abso- 
lute methaiiol to  give 19.8 g (805) of 11. The white prisms de- 
cwnposed at about 310'. From the mother liqitor another crop 
of crystals (3.1 g) coiild be obtained after additioii of ether. The 
infrared spectriim of I1 (iii K B r )  shows a iiew band a t  IS.l 
ax oiie woiild expert from the C-C1 stretchiiig vibratiori. 

5-Deoxypyridoxine (111) Hydrochloride.-A SIJlUt ioii of 19.S g 
of II iii 350 ml of a olute methaiiol was hydr~~getiated i i i  i hc  
presetice of 2 g of 10 Pd-C and 6.15 g of a i i h y d ~ ~ u ~  Na( )A[*. 
After 2 hr when 96?; of the theoretical amoiuit Of H.' had beeii 
absorbed, the catalyst and KaC1 were filtered oft. The filtrate 
was concentrated in Vacuo to 7 5  ml, diluted with 200 ml of aqiieoiiq 
1 HC1, and held overnight at room temperature. hfter filter- 
ing oiit a slight precipitate, the solritioii was heated for 15 iiiitl 
at SO", then taken almost to drynesa in tucuo. The reaidiie was 
extracted with ahsoliite ethanol. On :tddition of ether to the 
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