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Literature precedents
Conia-ene type reactions

• Thermal Conia-Ene reaction
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Literature precedents
Catalytic Conia-ene type reactions

• π-Acid-catalyzed Ketone-Ene Cyclization
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• Bifunctionnal catalysis

Literature precedents
Intermolecular ketone αααα-alkylation reaction with simple olefins
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Literature precedents
Intermolecular ketone αααα-alkylation reaction with simple olefins
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Conia-ene type reaction by dual activation
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Selected Optimization Studies[a]
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Selected Optimization Studies[a]
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Selected Optimization Studies[a]
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Scope of the reaction
Ketone scope

Conditions A or B
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n = 2 n = 1 n = 3

Conditions A 58%[b] (7:1 d.r.) 71%[c] (>19:1 d.r.) 43%[e] (3.5:1:0.5 d.r.)

Conditions B 59% (>19:1 d.r.) 62%[d] (>19:1 d.r.) 82% (4:1:0.5 d.r.)

[a] Yields of isolated products are given. [b] Yield of the major isomer [c] 2-Amino-3-methylpyridine (100
mol%) was used instead of 2. [d] 2-Amino-3-methyl-pyridine (25 mol%) was used instead of 2. [e]
150°C
[f] 2-Amino-3-methylpyridine (100 mol%) and AgPF6 (10 mol%) were used. [g] 2 (100 mol%) was used.
[h][{Rh(coe)2Cl}2] (5 mol%), tris (3,5-di(trifluoromethyl)phenyl)phosphine (30 mol%), and AgPF6 (10
mol%) were used.

[RhCl(PPh3)3] (10 mol%),
TsOH H2O (10 mol%),

2-aminopyridine (2, 25 mol%),
m-xylene, 150°C, 0.1 M

(conditions B)



Scope of the reaction
Further substrate scope
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Scope of the reaction
Further substrate scope
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Scope of the reaction
Further substrate scope
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Conclusion

- Catalytic intramolecular ketone-olefin coupling

- 2 atom economical complementary methods

- Unique dual activation mode

- [Rh]-based system : formation of 5-membered ring
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- [Rh]-based system : formation of 5-membered ring
- [Ru]-based system : formation of 6-membered ring
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- 2 atom economical complementary methods

- Unique dual activation mode
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Thank you for your attention

- [Rh]-based system : formation of 5-membered ring
- [Ru]-based system : formation of 6-membered ring


