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Assignment of product obtained from unsymmetrical arynes.

The products 3da/3d'a - 3ec/3e'c obtained from unsymmetrical aryne 1d and 1e are isolated as 
inseparable mixtures of two regioisomers. The regioisomers are not separated into individual 
isomers and their ratio was determined by 1H NMR data. 

In order to confirm the product 3fa obtained from unsymmetrical aryne 1f, we have carried out an 
independent experiment to synthesize the same compound 3fa alternatively using 2-hydroxy-1-
napthaldehyde and activated alkene methyl-2-(bromomethyl)acrylate. The product obtained from 
this independent experiment was characterized by 1H and 13C NMR data. This spectroscopic data 
resemble with our synthesized compound 3fa, which confirmed our proposed structure. This 
suggests that the product obtained from 1f results in single regioisomer 3fa which is attributed to 
preferential attack of carbonyl oxygen atom of DMF at the less sterically hindered carbon atom of 
naphthalyne.

The assignment of products 3ga and 3g'a obtained from unsymmetrical aryne precursor 1g when 
treated with methyl-2-(bromomethyl)acrylate could be explained from 1H NMR data. In case of 
compound 3ga, the proton (3) resonates at 7.33 ppm whereas in case of compound 3g'a, the 
proton (6) resonates at 6.47 ppm which appears to be more upfiled due to the presence of ether 
groups on the adjacent position of the proton. This information from 1H NMR data helps us to 
confirm our proposed structure.
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The structure of the compound 3ha was characterized by using 1D (1H and 13C) and 2D (1H-1H 
NOESY experiment) NMR analysis.

The NOESY correlation between H-4/OMe-3 (Aromatic-ortho) protons and H-6/H-3' protons 
suggests that they are in spatial proximity which confirmed our proposed structure. 
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NOESY of 3ha
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