1) Au(Johnphos)SbFgMeCN
(10 mol%)
H,0 (3 equiv), DCE

r
2) K2003, t-BuOH

reflux

J. Am. Chem. Soc. 2021, 143, 17348.



a) Proposed mechanism

nyarolysis, alkyne
protodemetallation activation

A
[u]@

() SiR;4

() R;Si addition of

[3,3]-sigmatropic sulfoxide
%arrangemem

®
[Au] - giR,

(M

i — -




b) Stereospecific rearrangement (5)-3b, 97% ee
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“Reagents and conditions: (a) Arl, Pd(OAc),(10 mol %), dppp (10
mol %), Ag,CO,;, DMF, 100 °C, 36 h; (b) CuOTf, (2 mol %),
ZnMe,, THF, =78 °C to rt, 12 h; dppp = 1,3-bis-
(diphenylphosphanyl)propane; Ar = p-Me-C4H,.
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Mechanistic Hypothesis
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Scheme 9. Possible Mechanisms for Formal 1,3-Shift
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Figure S. Potential energy surface directly connecting intermediates
39 and 44 calculated using UB3LYP/6-31G(d).



Table 1. Rearrangement of Enol Ethers
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Figure 7. Formation and ring-opening of alkylidene cyclobutane 48.
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Figure 8. Free-energy profile for formation of 44 by a [1,5]-silyl shift/Claisen/retro-Claisen rearrangement cascade.
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