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Carbon-Hydrogen Bond Cleavage Reaction
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Synthetic Method for Non-planar Polyaromatic Hydorocarbon Based on
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We have succeeded synthesis of non-planar polyaromatic hydrocarbon such as helicene
and benzoacenaphthylene by utilizing palladium catalyzed direct C-H arylation
reactions. These synthetic methodologies gave short steps synthesis without any
preactivation of the substrate. The studies of fluorecene in acenaphtylene derivatives
were also achieved.
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Tablel

10 mol% Pd(OAc), €0
—_—

K,CO3 / additive  MeO I
DMA, 130 °C
4

14h

5 6

entry additive (eq.) ligand 4 5 6
(20 mol%) %) (%) (%)

1 - - 6 45 35
2 nBuyNCI (1.0 eq) - 13 39 38
3 Et,NCI (1.0 eq) - - 60 27
4 Ag,CO3 (0.5 eq) - 20 37 39
5 Ag,CO;3 (0.5eq)  P'BuzHBF, - 67 33

6 Ag,CO; (0.5eq) PCyzHBF, 48 35 -
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Table 2
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10 mol% Pd(OAc),
MeO O 20 mol% PCysHBF,
MeO K,CO3/ Ag,CO3
x DMA, 130 °C
14h
X MeO
7 Ta:X=Br ‘
7b: X =Cl MeO
S

8 X
entry X compound 4 5 6
%) (%) (%)
| 3 48 35 -
Br 7a 75 15 -
3 Cl b - - 8
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