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Aryne intermediates can undergo a truly impressive range of transformations under mild 
conditions. This makes them exceptionally versatile intermediates in synthesis. The 
regioselectivity with which arynes react is most strongly and most often influenced by 
substituents directly next to the aryne triple bond (e.g. 1). However, few groups afford high 
levels of regioselectivity and almost all of these are electronegative (ENGs); leading to 
nucleophilic attack at the C1 position (distal with respect to the substituent). Directing 
nucleophiles to C2 using more remote and more versatile substituents has been the subject 
of several projects in our group.  
We have developed an alternative approach to aryne regiocontrol using tuned electropositive 
groups (EPG) positioned further away on the aryne ring, able to direct nucleophiles to C2 with 
exceptionally high levels of selectivity (up to >99:1). This offers new opportunity for controling 
arynes and decorating their derivatives. The scope and underlying mechanistic understanding 
will be presented. 
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