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Abstract

The ubiquity of 1,4-disubstituted arenes in natural products and drugs ensures a constant de-
mand for their efficient and selective synthesis. Introduction of functionalities onto pa-
ra-position of arenes is the most straightforward strategy for the synthesis of 1,4-disubstituted
arenes. However, reports with respect to such transformation are rare, and developing an effi-
cient method realizing remote para-selective C-H functionalization of arenes still remains a
challenge. Aromatics [5,5]-rearrangement provides a unique solution for the functionalization of
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aromatic C-H bonds at the para-position. In this review, we will summarize and analyze Clai-
sen-type, benzidine-type and reaction of phenol with iminobenzoquinone via [5,5]-rearrangement
of aromatics, and make an outlook for the future development of this field.
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Figure 1. Rearrangement of aryl dienyl ether

B 1 SECBERER

7E 1985 4, Maruyama 5 [29]K FHAN [F] (1) i 2 Bl %t Frater 1 Schmid [ b 2 PREAT 040, RINAE
BF3-Et,O HIFEH T 75 & I S Mk RE Sl 5 P A SOt 7 SR~ H14] 2 (5a-5e), R IR IR AR A7 3wt o7
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Figure 2. Claisen-type rearrangement of 2,4-pentadienyl pheny| ethers with different substituents
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Figure 3. Deuterium rearrangement experiments of different 2,4-pentadiene aryl ethers
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Figure 4. [5,5]-rearrangement of benzidine
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Figure 5. Rearrangement of pyridine-aryl benzidine
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Figure 6. N-O benzidine type [5,5] rearrangement
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Figure 7. Rearrangement of benzoquinone imine derivatives and phenol
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