Thiazolium-based catalysts for the etherification of benzylic alcohols under solvent-
free conditions
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I. INTRODUCTION: Etherification reaction is one of the most important transformations in organic synthesis and industrial processes. Ethers are largely employed as solvents, fragrance precursor and diesel
blends.! Several methods are reported for the preparations of ethers from alcohols, but not without limitations. A variety of catalysts based on Lewis acids are employed for etherification reaction, also in presence of
organosilanes. In most of the cases, the methods based on transition metal catalysts display good performances, however the homogeneous conditions used represent a major drawback for industrial applications.? Ionic
liquids recently emerged as a novel class of compounds with multiple possible uses from alternative “green” reaction media to active molecules 1n catalytic reactions. Supported 1onic liquid-like phase (SILLP) are a
class of materials that have interesting applications in heterogeneous catalysis.> In this work a novel class of thiazolium based supported ionic liquid phase is reported for etherification of benzylic alcohols under solvent-
free conditions, showing excellent performances.*
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AIM: In the present work we present a thiazolium based supported ionic liquid phase as efficient catalyst for the etherification reaction.
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Figure 1: *Si-NMR spectrum in the solid state of SBA-15-SH (left, a); 3C-MAS-NMR spectrum in the solid state of SBA-15-Thia (right, b). In 3C-MAS NMR homo geneous condition (HOmO_Thia_H and Homo- 38° 38°
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IV. CONCLUSION: Thiazolium and imidazolium hybrid materials (SBA-15-Thia and SBA-15-Imi) were prepared and tested as catalysts for the etherification of 1-phenylethanol. The SBA-15-Thia displayed

an excellent catalytic pertormance, also with others benzyl alcohols. The results allow proving that oxygen play an active role in the reaction probably regenerating the catalysts. A mechanicistic study in homogeneous
conditions was also performed. This study represents the first use of thiazolium-based compounds as catalysts for the etherification reaction of alcohols.
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