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Introduction

HO,

I

OMe

| Quinidine N (COEt i
Me)\/U\OEt Benzene, K,CO3; Me H

up to 85% yield
up to 82% ee

Zwanenburg, B. et al. J. Am. Chem. Soc. 1996, 118, 8491.
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Ligand: R = 2,6-Pr,CgHj

Feng, X. et al. Angew. Chem. Int. Ed. 2016, 55, 10098.
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Isoxazol-5(4H)-ones
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Ohe, K. et al. Angew. Chem. Int. Ed. 2011, 50, 11470.
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Ring Contraction of Isoxazo-5(4H)-ones

N\ 2 R2
R— 9 R ¢
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Ohe, K. et al. Angew. Chem. Int. Ed. 2016, 55, 7199.




Optimization of the Reaction Parameters

N—

o PPhg (20 mol%) y N MT\/I
. [Ir(coe),Cl], (5 mol /o>) /W . Ph // e
Solvent, 100 °C,3h  Ph Me Me
Me Me
1a 2a 3a
Entry?2 Solvent Conv. (%) Yield 2a (%)°  Yield 3a (%)°
1 Dioxane 67 56 6
2 Toluene 91 53 2
3 DCE 66 17 5
4 DMF 63 21 2
5 CH,CN 14 14 0
6 DME 48 43 4
7 2-MeTHF 66 64 0
8 CPME 100 85 4

a Reaction conditions: 1a (0.20 mmol), Solvent (2 mL). ? Conversions and
yields were determined by 'H NMR spectroscopy.




Optimization of the Reaction Parameters

N—

p—d | [|r(c|_cig?2rg|](2x( {5 lr:/:(gl%) A
Me O cPME, 100 °C, 20 h >Ph/ﬁe/\Ph
Ph
1b 2b
Entry? Ligand (mol%) Conv. (%)P Yield 2b (%)P
1 PPh, (6) 70 56
2 P(4-MeOC4H,); (6) 31 23
3 P(4-CF,C¢H,); (6) 17 16
4 dppe (3) 83 80
5 dppp (3) 57 51
6 dppb (3) 55 54
7 dppf (3) 35 33
8 rac-BINAP (3) 89 79
9 none 100 91 (91)°

2 Reaction conditions: 1la (0.20 mmol), Solvent (2 mL). P Conversions and
yields were determined by 'H NMR spectroscopy. ¢ Yield of isolated product.




Substrate Scope
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Control Experiments
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Plausible Mechanism
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Optimization of the Reaction Parameters

ol O RACotnCl, (5 moit) N Me
‘M%\OMe Toluene, 40 °C, 17 h = PhACOZMe
1a 2a
Entry?2 Ligand (mol%) Conv. (%)P Yield (%)¢ Ee (%)4
1 none 86 75 --
2 (R)-BINAP 22 9 8
3 (R)-Segphos 10 9 nd
4 (R)-Phanephos 33 14 nd
5 (R)-Mop 31 21 nd
6 (R)-Monophos 0 0 nd
7 COD 100 68 -

2 Reaction conditions: 1a (0.20 mmol), Toluene (1.5 mL). > Conversions was
determined by 'H NMR spectroscopy. ¢ Yield of the isolated product. 4 The ee
value was determined by chiral HPLC.

Ohe, K. et al. Angew. Chem. Int. Ed. 2018, 57, 1039.



Optimization of the Reaction Parameters
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