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The rates of formation of some dinucleoside phosphites 3
from different deoxyribonucleoside phosphoramidites 1 and a

common nucleoside 2a (Scheme) have been compared.
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Fig. 3, Rl = Me

Nucleophilic catalysis via intermediate 4, when substantial
amounts of the catalyst tetrazole are used, is inferred from
experiments illustrated in Fig. 1 and Figq. 2. The rate
variations with the amino substituents are shown in Fig. 3,
and those with the alkoxy substituents in Fig. 4. Under the
conditions used to obtain the curves (premixing 1 with 2a
and adding tetrazole at time zero) the formation of 4 is
probably rate-limiting; accordingly it is the rate of
formation of this intermediate which is illustrated.

22NH, the higher

is the rate. The opposite order is found for model systems

catalysed by small amounts of R2NH2+C1-’1, where probably

Fig. 3 shows that the more basic the R

only acid catalysis occur (the stereochemistry was
inversion2), and where the leaving group ability is

important. With large amounts of tetrazole the formation of
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5 apparently drives the reaction. Fig. 4 shows that a 2-
cyanoethyl amidite is less reactive than a methyl amidite,

and that the reaction is subject to some steric hindrance.
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