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Synthesis of poly-substituted aromatic compounds from diazoquinones
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Aromatic compounds are widely used as biologically active compounds and
functional materials, and the development of substituent introduction reactions to aromatic
compounds plays an important role in the synthesis of these compounds. Although various reactions
have been developed for the purpose, the development of the introduction of substituents to aromatic

compounds is still an important issue in synthetic chemistry, and the finding of new aromatic motif
and the development of versatile substituent introduction methods are strongly desired. In this
study, we focused on diazoquinones, which have not been used for the synthesis of aromatic
compounds, and studied on the development of a practical synthetic method and useful reactions using
diazoquinones.
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a) NaH, THF, 0 °C, 17 h (74%, E/Z = ca. 4/1). b) formic acid., CH2Cl, 20 h (89%). c) NaOAc, Ac,0, reflux,
1 h. (85%). d) KOH, cat. "BusNBr, Na;S,04, H20, 1,4-dioxane, 0 °C to rt, 12 h (95%). d) ADMC, cat. 15-
crown-5 EtsN, THF, CH3CN, —30 °C, 2.5 h (87%). €) For the synthesis of 9a: CH,=C(OTBS)(O'Bu), cat.
Rhz(OAC)4, CoH4Cly, 70 °C, 2 h (79%). For the synthesis of 9b: CH,=C(OTBS)(OMe), cat. Rhy(OAC)4,
CH:Cl,, reflux, 15 min (85%). f) "BusNF, Mel, NaH, NaS;04, THF, rt, (16a: 74%; 16b 78%). Q)
CH2=C(CH3)CH2Br, NaH, DMF [17a: 82% (rt, 3 h); 17b 72%(30 °C, 1.5 h)]. h) cat. Grubbs 2nd cat.,
benzene, reflux [18a: 96% (12 h); 18b: 93% (9 h)]. i) Ce(NH.)2(NOs)s, CH3CN, H20, rt (19a: 81%; 19b
88%). j) mCPBA, NaHCOs, CH.Cl>, rt, [20a: 77% (dr = ca. 1:1) (20 h); 20b 73% (dr = ca. 1:1) (11 h)]. k)
For 20a: CFsCOzH, CH,Cly, rt, 24 h (79%). For 20b: 3M H2S04, acetone, rt, 16 h (57%).
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