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Previcmslywehavereported~alexanplesofonestsp mu-mqmntofpurine8-cycl.o- 

nucleceides. 8,2'- and 8,3'-O-cycloahu~ inerearrzmqdto8,5'+-cycbzm~ideshavinga 

arabino-orxylofuaanaeemaietybytheweakalkalinetreatraent(1). 8,3'-S-Qcloadenosine 

sulfoxidealsorearrangsd to8,5'-@cyclo-3'-xylcsulfhic acidbyth sm treatmznt (2). In 

thiscarrrmicati~wereportaanestep~~~tof8,5'~1~ he (I) to an N3,5'- 

cyclalucleceide (II). 

When ompund1 (3) (615 ng, 2 monies) was heatedwith sodiunchl.oriCk (driedat70° far 

12 hrover #rx3phxus pentmxi~& in avannmof 30 @g) indimathylsulfoxide (2Oti) at130- 

140° for9 hru&r atfmrqhre ofnitrogen, anon-miqatingspotother than thatofstarting 

nkeria.lappearedcnTLC. Amxntofthis~~ialincreasedChningghrs'heating. Evaparaticn 

andexhractiaPlofthereactionmixturewithwa~gavearesidue,~chwasrecaystallizedfrom 

water-nrkhanol mixbre. Colorless prisrs (II), np 270* @econp.), were obtained in I& yield of 

215 nq (35%). Examinatia~ of the water insoluble material by TLC (silica gel, UiCl3-EWH, 1O:U 

skwed~stenceof~o~~~havingRfO.5O~~lamxlntiondthestarting~terial 

(reoovered 27 IQ). 'IheccmpundhavingRf 0.50 s.h& 1s at265nm, butthe stnxturewas 

Whtxm. 

CupundIIhadWabsorptionprqerties: IIT& (e, 223 (242001, 393 (23000); nkiiii (&I 

220 (265001, 300 (18300); j k% (E) 308 nm (26500). In an alkaline sol- at rcom teqxrature 

Wabsorpti~~~ at240-300 nmdecreasedrapidly. E~tal~nalysissuggestsa~lecularfofirula 

of c13H1504N5 bl.W.= 305). Ihe~~ar~~twkSalSosupportedfroma~lecular~peak, 

M+ 305 (62%) in IMSS spctrun Wig. la). A fragm?ntti (M-102)+ apzared as a base peak corre- 

spcndingtoanicn~v),whi~indicatedthatanN-c~other~thenudleosidiclinkagewas 

font& other~incipalpeaks~s~lartothosefoundinnslssspectraofaderrinecycl~ 

nucleceides (4). IR qectrun of II gave a C=0 band at 1700 an-', whichappeKedatlowe.rwavs 

namberthan8-CX)of8-ketoa&nosine. NMRspectratakenind6-DWOat90Miz (tebxnsthylsilans 
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as internal standard) gave folhwing peaks (ppr\: s 1.2 and 1.4 (s, (X3), 4.4-4.8 hn, sugar Hs), 

5.9 (s, 1 H, H-l'), 7.2-7.5 (m, 2 I-I, NH, disappeared in D20), 8.0 (s, 1 Ii, H-2). 'Ityo active 

pratonswerealso~f~themassspec&unof&~atedII (M+307,33%) (Fig.lb). aI 

spa&run (taken in water at 0.2 CD/ml Wtra* in a10 mnlightpathcell) of amptiI1 

was as m in Fig. 2. A positive cot&n band at 297 nm suggesti N3,5'-cychxleceide 

structxe(5),whichhadasynontinaaticn. ~actionofcaqotiIIwithNaEQinao&icacid 

~nochangeinWspectrasuggestingthatMI2groupWasnot~~ Rrmthesedatawe 

assigned the qmd II to 2',3'~i~~3,5'-~~~8-~~~. Finally, frcm 

2',3'~isqnzWliQneS'~tosyl-E-o~~i (IIIa) (w: A & 268, 280; R = 269; 2 % 

285nm) aoapoudIIwas obtainedby refluxingindioxans togive axqouxdIV (w: 1 s294, 

1 z 295, 1 cm- max3lOnm) foUowedbythsbrieftreatna!rkwithamrmia. Thissauplewasidentical 

WiththeSanpleObbiJ-Ldabave. 
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Fromtheseresultswe~~thatthechlarideaPlianattadcedfirstat5'~tD~~ 

S-oxy-5'-deoxy-5'-chlaro a&n&m (IIIb), which was subseqmtly cyclized to N3,5'-qclc=lerr 

side as in the case of 5'-toqlate (IIIa). 

1. M. Ikehara, Y. Ogiso, y. Matmda d T. &ii, 'lk&rahed. Ietters, 2965 (1971). 

2. M. ~kehara and Y. ogiso, ~etrahedrm, z, 3695 (1972). 

3. M. Ikehara, M. Km&o and R. Ocano, T&r-, 26, 5675 (1970). 

4. M. Ikeda, Y. Tamra and M. Ikehara, J. Seterocyclic (%XI., 1, 1377 (1970) - 

5. M. Ikehara, S. Uesrqi ad K. Yoshida, Biod=dstry, 11, 830 (1972). 


