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Cycloaddition reactions are powerful synthetic tools to prepare complex
polycyclic molecular structures. Their high atom economy and efficiency are
advantageous in various reactions. Many functionalities on the diene or
dienophile partners in Diels-Alder reactions were reported, however, there is
scarce work on guanidine substituents. Here, explorative studies on the
influence of guanidine substitution on the reactivity of heterocyclic dienes such
as isobenzofuran (1) and isoindole (2) are presented. The key synthetic steps
in preparing these reactive dienes utilise hypervalent iodine reagents in
mechanochemical reactions. The Diels-Alder reactions of (1) and (2)
demonstrate their high reactivity. Experimental synthetic work is supplemented
by computational studies employing density functional theory (DFT) methods.
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