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 spn orbitals; n does not have to be an integer. 
 more s character is directed towards electropositive groups.  
 more p character is directed towards electronegative groups.  
 more s character = more electronegative. 

Chem. Rev. 1961, 61, 275. 
J. Am. Chem. Soc. 2014, 136, 15798. 

Joe Salamoun @ Wipf Group Page 4 of 20 6/19/2016



entry X computed ΔΔG‡  

(ratio A:B) 

experimental yield 
 (ratio A:B) 

1 OMe 5.2 kcal/mol (>500:1) 94% (A only) 

2 F 4.1 kcal/mol (>500:1) 80% (A only) 

3 Cl 2.4 kcal/mol (>57:1) 66% (>20:1) 

4 Br 1.4 kcal/mol (>11:1) 67% (13:1) 

5 I 1.7 kcal/mol (>19:1) 57% (9:1) 

 J. Am. Chem. Soc. 2014, 136, 15798. Joe Salamoun @ Wipf Group Page 5 of 20 6/19/2016



entry X computed ΔΔG‡  

(ratio A:B) 

experimental yield 
 (ratio A:B) 

1 OMe 3.4 kcal/mol (>292:1) 94% (A only) 

2 F 2.5 kcal/mol (>71:1) 68% (A only) 

3 Cl 1.4 kcal/mol (>10:1) 53% (>16:1) 

4 Br 1.2 kcal/mol (>8:1) 45% (12:1) 

5 I 0.9 kcal/mol (>5:1) 43% (6:1) 
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 Reactivity of strained alkynes removes the need for 
harsh conditions and additional reagents. 

 Rapid/convergent construction of highly 
functionalized scaffolds. 

 Understanding (and then improving) regioselectivity 
allows for better predictability/design. 

 Preparation of strained alkynes requires multiple steps 
which may not be appealing in a linear sequence. 

 Future application in synthesis of complex molecules 
will further highlight the methodologies’ utility. 
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