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Making Acid Chlorides from Olefins by Palladium-
Catalyzed Regiodivergent Hydrochlorocarbonylation
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tBuPh,SiCl (1.5 equiv)
AcOH (1.5 equiv)
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PdCl; (5.0 mol%) palladium catalysis
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AcOH (1.5 equiv) o
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« high yields « excellent branched/linear ratios  broad substrate scope

Selected examples: R = H: 94% yield, b:l > 99:1 R=H: 95% yield, b:l = 5:95
R = Me: 90% yield, b:l > 99:1 R = Me: 94% yield, b:l = 7:93
R =Ph: 95% yield, b:l = 98:2 o R = Ph: 93% yield, b:l = 3:97
R=MeO: 95% yield, b:l >99:1 R=MeO: 92% yield, b:l =9:91
R=F  80%yield, bl = 94:6 G R-F 84% yield, bl = 7:93
R=CN: 81% yield, b:l = 97:3 R=CN: 70% yield, b:l = 7:93

R = CO,Me: 85% yield, b:l = 95:5
R = SO,Me: 64% yield, b:l > 99:1
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65% yield, b:l > 99:1 59% yield, b:l > 99:1
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R = CO,Me: 88% yield, b:l = 8:92
R = SO,Me: 76% yield, b:l = 4:96
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95% yield, b:l = 10:90 90% yield, b:l = 3:97
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n =3: 77% yield, b:l = 12:88 R=H: 75% yield, b:l < 1:99
n =5: 80% vield, b:l = 14:86 R = Ph: 70% yield, b:l < 1:99 65% yield 71% yield
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Significance: Guan and co-workers disclosed a
palladium-catalyzed hydrochlorocarbonylation of
olefins to the corresponding acid chlorides. De-
pending on the choice of solvent and ligand, either
branched or linear regioisomers are formed.
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Comment: The combination of acetic acid and a
chlorosilane functions as a mild HCl source, thereby
avoiding hydrochlorination as undesirable side re-
action. Control experiments support the shown
mechanism.
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