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Receutly Bobine sod Bobinr (1) dezcribed the direct dizplacmmnt of the 

secondary zulfonyloxy group of 3’-O-toeylcl’deoly~enor~ (I) by ethyl zwcaptan 

ir, a eodlmz etboxide-etbaaol medium as part of a apathetic l aquence lceding to 

2’,3’-dideoxyadanoeine (IV) (2). We wirh to report that tbe baee-solvent Iyltam 

alone effects both elimination and intramolecular dizplaceaent in I and thereby 

affords both a 2’,3’-uneaturated nucleoeide (III) aud a 3’,5’-oxetane derivative 

(II) in a ratio of 9. 4rl. The olefin provides a rynthotic aveaue to a umber 

of difficultly accereible purine nucleoridez which includes a more efficient 

route (3) to IV (vide iafra). 

!L’reatment of I (1) with a alight excezz (1.25 equiv.) of aodium ethoxide 

in ethanol under gentle refluz for 0.75 hr. afforded a mixture of nucleoeider 

which was resolved by column chrozutography over Dowerl(CBT* according to the 

procedure dezceibed by Dekker (4). Two peaks of optical density at 260 mu daval- 

oped an elution of the columu with 30% methanol. The material canpriring the 

firat peak crystallized from ethanol in the foam of colorlere needles (14% yield), 

m.p. 260-262’ dec. [&Ii4 - 95.2’ (c 0.3, H20), A 
MOOli 
-, miD 259 mu ( f 15200). 

226 mu (e 2200). and war a‘nsigmd the structure 6-Pmfno-9-(2decnry-3,5~paxyP-e- 

* Bio-Rad AG 1-XS (OH-, 140-325 mesh). 
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~-pentofuraDoryl)purine (II). -1. Calcd. for ClolillN502: C, 51.49; 

H, 4.75; N, 30.03. Found: C, 51.40; 8. 4.96; N, 29.92. 

The apecific rotation of II is in accord, both in sign and order of 

uagDitude, with the optical rotatory values of the 1-(a-deoxy-3,5-epoxy-/j-&- 

~-pentofuranoryl)pyriuidiDea (5). Iha proton uagrutic resonance spectra of 

the latter ahow a co~plu multiplet at 6 2.6 to 2.8 which ir aanigDed to the C'S 

mathyleae proton@ of the OXetaDe ring. Virtually the mae multiplet ir e.een in 

the high field portion of the spectrum (D20) of II. 

The product derived from the recond peah crystallized frozi ethyl acetate 

as colorlena needler (52% yield), m.p. 190. (6), [A];' + 22.5' (c 0.4, MeOH), and 

MB aaaigned the isomeric structure 6-amino-9-(2,3-dideouy-2-eDe-()-&-glvcero- 

pentofuraDosyl)puriae (III). && Found: C, 51.43; 8, 4.97; N, 29.85. Spec- 

tral data showed: A z miD 259 mu (e 15300). 226 rmr (6 2900). Catalytic (10% 

Pd.C) reduction of III gave 2 ',3'-dideoxyadenosine (IV), m.p. 183-MS', [A]:' 

- 28.3' (c 0.5, H20) [lit. (1) 184-186', [A];' - 25.2' (H20)). 
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Recent studies (5,7) in thin laboratory have dewmtrated that the oxe- 

tam ring in, for example, 1-(2-deoxy-3,5-epoxy-~-D-threo-pentofuranosyl)thymine P- 

readily undergoer decyclieation with concomitant introduction of 2’,3’-unsaturation 

on treatment with potassium &-butoxide-in dimethyl rulforide (&B&R-D%O) at em 

bient temperaturer. By contrast, the l me linkage proved resistant to cleavage 

by either eodiumuethylate or sodium beaaylate (8). The latter behavior w_as, aa 

might be anticipated, seen also in II which was recovered unchanged following treat- 

ment with 1 equiv. of sodium ethoxide in ethanol at reflw for 5 hr. Accordingly, 

it may be concluded that II and III are the result of independent reactions with 

the process of elimination favored over cyclic ether formation. The latter trans- 

formation appears to be a relatively rare instance of displacement of a ring 

secondary sulfonate by a primary hydroryl group which has only recently been ob- 

eerved (9) in the formation of a 2,6-anhydro-glycopyranoeide derivative. However, 

the present example ir dirtinguirhed by the fact that displacement ia promoted 

under conditions vhich proved ineffective in the formation of the 2,6-enhydro 

auger derivative. 

The possibility of promoting the direct conversion of I to III in 

&-BuOR-DPBO ia currently under study, The results of thin pbaae of the investi- 

gation will be reported in the more detailed cmmunication. 
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