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WFZERCR- OB (J230) : We developed a synthetic method for terminal acetals from terminal
alkenes and pinacol, and environmental load-reducing synthetic methods for aldehydes from
terminal alkenes under mild reaction conditions. In these reactions, control of the
regioselectivity of nucleophilic attack to coordinated alkenes is the key. By using bulky
oxygen nucleophiles, the selectivity was successfully controlled to anti—Markovnikov

manner.
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45% (3 h)
o 66% (Ar = CgHs, 6 h)
m 79% (Ar = 4-MeOCOCgHs, 6 h)
61% (Ar = 2,6-Me,CgHs, 6 h)
41% (3 h)

Ar/\or\(?\<

72% (Ar = CgHs, 48 h) 71% (Ar = 4-CICgH,4, 48 h)
59% (Ar = 4-MeCgHy, 48 h) 79% (Ar = 2-CICgHy4, 48 h)
69% (Ar = 2-MeCgHa, 48 h)  50% (Ar = 2-naphthyl, 48 h)
39% (Ar =4-MeOCgHy, 48 h) 77% (Ar = 3-NO,CgHy, 48 h)
71% (Ar = 3-MeOCgHy, 48 h) 83% (Ar = 3-CF3CgHy4, 48 h)
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48% (52:48) (R1 RZ=R3=R*=H)

66% (55:45) (R' = R? = CHz, R®=R* = H)
50% (56:44) (R' = R3 = CH3, R2=R*=H)
72% (>95:5) (R' = R? = R% = R* = CH,)
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[PACI,(MeCN),] (10 mol%)
1,4-benzoquinone (2.0 eq.)

Ph™ X :
H,0 (3.0 eq.), ‘BuOH
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[PdCIy(MeCN),] (10 mol%)

1,4-benzoquinone (2.0 equiv.)
Ph X

H,0 (3.0 equiv.), ‘BuOH, 40 °C
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HO HO
Ph Ph

1h 75% 7% 0%

6h 40% 21% 1%

53 h 5% 8% 20%
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[PdCIy(MeCN),] (10 mol%)
1,4-benzoquinone (2.0 eq.)

Ar/\
H,O (3.0 eq.), ‘BUuOH
40 °C

(0]
Ar/\¢o * )J\
Ar

75%, <1% (Ar = 4-MeCgH,, 0.5 h)
37%, 16% (Ar = 4-MeOCgHj, 1 h)
59%, 9% (Ar = 2-MeOCqH,, 15 h)
73%, 1% (Ar = 4-CICgHy, 1 h)
68%, 2% (Ar = 3-CF3CgH,, 1 h)
58%, 2% (Ar = 3-NO,CgHj, 1 h)
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