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Synthesis of Polycyclic Aromatic Amines via Benzannulation of Ynamine: m-Extension
Strategy for Optimization of Optical Properties

(Fac. of Eng., Okayama Univ. of Sci.) O Yasuhiro Okuda, Mayo Fujimoto, Kazuya Kiyohara,
Aina Kuwayama, Akihiro Orita

Polycyclic aromatic amines (PAAs) have attracted our great attention as excellent light-
emitting and hole-transporting materials due to their structural motif that an electron-donating
amino group was conjugated to highly expanded m-system. Recently, we developed one-pot
dephosphinylative [4 + 2] benzannulation using phosphinyl ynamine 1 as amino group-
substituted C2 unit.) In this presentation, we report a regioselective syntheses of dibenz[a,
h]anthracene regioisomers 4 and 5 from the corresponding halides, and the comparison of their
optical properties. We also show the consecutive synthesis of regioisomeric PAA 3b via
palladium-catalyzed [4 + 2] direct benzannulation of 2 with 1 and the subsequent KOH-
promoted dephosphinylation.

Keywords : Polycyclic Aromatic Amines; Ynamine;, Dephosphinylation; Benzannulation;
Regiodivergent Synthesis

yfﬁ%ﬂ%ﬁkT NI BIERERTH D7 I HBEE A R RICERT D2 &
DN EALEERE 2 T, TR, UIFEE CTITIRE (sp)— EHRMES
%:?604’%\ Y1z Ca=y FELTHML BARAT ¢ =/ HE—B{L &\ 5 i
TavATEEREFRT I 3az B LTz D, ARETIEL, ZOBRIMISIZE Y 72
) EROBRMBEORR DNV T VN TRVHER 4,5 2HRL. ThbONF
Bl 2 el LA 2B 5, £, AR 7 0 SV EA R L EESR L & <
RAT 4 =S XY 7 ) O BHRALEN R D LBRFERT I 3b bAML
7-OT, ZONFIZOWTHIRRS,

Dephosphinylative Ar = 4-'BuC¢H, )
annulation Nth
Ph,N———P(0O)Ph, _’
1 A°M = 510 (nm)
+ ®p, = 0.14

@Qb

Direct annulation 3b A%M =496 (nm)
& dephosphinylation Ar NAr, @f_=0.83

1) Y. Okuda, M. Fujimoto, H. Akashi, A. Orita, J. Org. Chem. 2021, 86, 17651.

© The Chemical Society of Japan - K4-2pm-04 -



