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loaddition reactions of phosph e oxides to dipolaro-

philes of cyclop series and d

ohnewmethodlforsymm:ofcyclopropmh

and cyclopropylamincs bearing phosphoryl moicty.
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Weluvelwoned[ll about synthesis of highly reactive
(dialkoxyphosphorylnitrile oxides - valuable reagents
for indirect phosphorylation. While the reactions of ni-
trile oxides with 8 number of functionalised cyclopro-
penes 1 lead to bicyclic adducts 4, 1-bromo-3,3-
dimethyicyclopropene (1; X=Br, Y=H) leads to an isox-
azole S and 1,2-dichloro-3,3-dimethykcyclopropene (1;
X=Y=Cl) leads to an oxazine 7. Direct [3+42)-
cycloaddition of nitrile oxides to 1-bromocyclopropenes
with further transformation of bicycle (4; X=Br, Y=H)
into isoxazole 5 are more preferable than ring-opening
of 1 1o vinylcarbene 2 and then rearrangement to alkyne
3. When X=Y=C| intermediate vinylcarbene 2 is the
most stable and it leads to its s\apwme unusual formal
{3+3]cycloaddition fonmng uuzlne 7

The reaction of alk with alkyl

sium bromide and titanium isopropoxide is a convenient

propanols [2]. This reaction and its modification
for carboxylic amides we applied for synthesis of

L,A. way for the preparation of, corresponding cyclo-
on

L,&. phosphorylated cyclopropancts 10 and cyclovm

p 11 from phosph
amides 9. The manpno:ynﬂxeﬂu cyclopropam

Kl o4 15 and 16, when phosphory]l moicty and cyclopro-

mj’v«.j\x-’:;:——< e pane ring are linked by one methylene unit, using

L. SV wORP ’\v/"' the above procedure was failed, because of acidity
P}

of methylene bridge protons in phosphorylacetate.

’l] Hertin we extended a new synthetic method [3) for

desired products 15, 16 by utilizing Ti-mediated
coupling of phosphoryl-substituted olcfins 12 with
carboxylic esters 13 or amides i4. Influence of

adjacent carbony! group and intramolecular coordination of titanium with phosphoryl oxygen in
phosphoryformiate 17 lead to cleavage of P-C bond.
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