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AHIRO- and hydroxy-ytorldlner have imarlably methylated on 

nuoloawaltro~on atom of the ring boarIng the oubotituente. 

Thus 4-amln0-~ ) 44~~ao=, 2,4-ala81no-2, 4=malno-P- 

hydrolqr2, 2-wrow-3, amd4-~droq_j,ptorldlnom31 

uthylato rrrtiroly on 11(l) with thr exooptlon of the last 

amp10 whloh al80 glv.8 an O- md R(3yMhyl dorivatlvo. 

Hommr, 6-hydroxy-, 7-hydroxy-, and 6,7-di~roxy-, 

a 

ptoridines dvo raapaotirolf s-, 8-, and 5,8-a-, nothyuted 

derlvat1v.A 

On the other hand, 2-amino-4-bydrozyptorldlno (I), 

rhloh lrtha fundu4ntalmaolour ofaosthrownmtural 
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18 Transannular methylation of 2-amino-&hydroxypteridine No.25 

pteridlnee, 16 now ahown to undergo traneanuular methylatlon 

yielding 2-amino-4,8-dihydro-8-laethyl-4~oxopteridine (VI). 

This phenomenon may be of partloular Interest if euggeetlone 

of N(8)-eubstftution in natural pteridlnee (ae in riboflavine) 

prove well founded4. 

2-Amino-4-hydroxygterldine (I) and methanollc methyl 

Iodide at 100’ for 12 hours yield 8 llringle raby-ooloured 

hydroiodide, C7H8IN50. Slnoe methylatlon on W(5) ie preoluded 

by valency, the base must have one of the five atruoturee 

(II-VI). Theee have now all been unambiguously prepared. 

4-Hydroxy-2-methylamlnopteridine (II), deo. 374-378', 

resulted from aondeneing glyoxal with 4,5-diamino-6-hydroxy- 

O+wthylaminopyrimidlne, made from 4-w&10-6-hydroxy-2- 

methylaminopyrlmidine5 a it8 54tn, dorlvatlve. Compound 

(II) wan also made from (V) in alkali by a now familiar type 

of rearrangement 6,7. 2-Amino-4-methoxypterldine (III), 
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m.p. 204-205’ (dec.), 2-amlno-l,4-di~dro-l-met~l-4-oxo- 

pteridlne (IV), m.p. 336' (deo.1, ana it6 3,4-dihydro-3- 

methyl-ieomer (V), deo. 319-320°, were made by eimilar 

oondeneationa from reapeotively 2,4,5-triamino-6-methoxy- 

pyrimidine5, 2,4,5-trlamino-3,6-dlbydro-3-methyl-6-oxo- 

pyrimidlne5*', and It8 1,6-dihydro-1-methyl-ieomer7. 

(II) ILH; B@= Me (IV) 

(III) He; B@D Ii 

ti2 <tiNH2 

de 

(V) (VI) 

In addition, mild alkaline hydro4ele of 2(4)-amino- 

1,4(1,2)-dihydro-4(2)-lmlno-1-methylpteridlne2 yielded (IV), 

and the poeltion of methylation was oonfirmed by further 

degradation to 2-oerbory-3-methylaminopyraslne2. The 

remalnlng isomer (VI) was made from 2,5-dlamlno-&hydrcxy- 

6-methjlPPinopyrlmldine8 and glyoxal. The hydrochloride of 
* 

’ W.E. Fidler and H.C.S. Wood, J. oher. Soo. 4157 (1957). 
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(VI) W&O ldentifisd with that of methylated-(I) by ita 

deoomposition point (280-285'~ unohenged by ad+xture), by 

wo roktlowladgo the support of H.W.J. 

SUh03.lUWhip. 


