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Cationic Alkyne Activation
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M = Ru(ll), Ir (1), Pd(ll), Pt(ll), Pt(IV), Ag (1), Au(l), Au(lll), Ga(lll) et al



=, ~

R1 =0OR or
R2 = OR X= SnR3, S|R3

M = Ru(ll), Ir (1), Pd(Il), Pt(ll), Pt(IV), Ag (1), Au(l), Au(lll), Ga(lll) et al



Non-classical Carbocation

= “In classical carbocations the positive charge
IS localized on one carbon atom or
delocalized by resonance involving an
unshared pair of electrons or a double or
triple bond in the allylic position.”

= “In a non-classical carbocation, the positive
charge is delocalized by a double or triple
bond that is not in the allylic position or by a
single bond.”

March, J. Advanced Organic Chemistry; 41" ed.; Wiley: New York, 1992, p312-326.
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Non-classical Carbocation
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1,9-Enyne
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1,2-Acetate Migration

R
— R (PPhy)AuSbF, AcO
— or PtCl, w

\

Mamane, V.; Gress, T.; Krause, H.; Furstner, A. J. Am. Chem. Soc. 2004, 126, 8654-8655.
Harrak, Y.; Malacria, M. et al. 3. Am. Chem. Soc. 2004, 126, 8656-8657.



External Nucleophile Trap
Eq o EE>C];éDMe EA(:/( o723

MeOH

Mendez, M.; Munoz, M. P.; Echavarren, A. M. J. Am. Chem. Soc. 2000, 122, 11549-11550.

z
MCly z
Y, od
' " oR

XXxXu

XXXi

H'I-

R'OH R'OH




Cationic Alkyne Activation
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X= SnR3, S|R3

M = Ru(ll), Ir (1), Pd(Il), Pt(ll), Pt(IV), Ag (1), Au(l), Au(lll), Ga(lll) et al
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Furan as Nucleophile
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Furan as Nucleophile
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B-Ketoester as Nucleophile
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