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Replacement of C=C bonds in n-conjugated systems with C=N bonds has long been
recognized as a promising approach for the modulation of the electronic structure and
thus properties. However, the studies on the effect of such replacement in the cyclic
4nm-electron systems with pronounced antiaromaticity still remain unexplored because
of their inherent instability. In this context, we have recently demonstrated that
annulation of thiophene moiety to pentalene is effective for the stabilization without
bulky substituents while retaining strong antiaromaticity.” Based on this strategy, we
here succeed the synthesis and characterization of thiophene-fused diazapentalene
2, a C=N-containing 8n-electron system bearing fused thiophene moieties. Notably, 2
thus obtained was stable under ambient conditions in the solid state despite of higher
antiaromaticity compared to the pristine 1,4-diazapentalene 1. In addition, 2 exhibited
high electron affinity owing to the electronic effect of the C=N bonds. The effects of
partial replacement of C=C with C=N bonds in a 4nn electron system will be discussed
from both experimental and theoretical viewpoints.
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T HEZAEEMD C=CHEED—E%Z C=NFEICEZTIRZ DL ZDOHERRELEL
95 BRann BEFRICOVWTZD LS RBRTTREBOMRZRANScHICIK, FDAR
ZEMDEZRNFEEE DD, BERAIE SnBFRRVILVICFA T TV E2BES
B2ZET, BABRBFEHEEZHIFEUAINSHIEVEBREZAVWGRL EHEEL
TEEZEEBASHICL . AIAERTIIZDLEILEZ C=NEa%Eb D 8n EFZR
1,4-IT7YRVGLVICERATSIET, FAT7I VBRI TZ7YRVYYLY20DE
BE L OEERTICHII U IO TRET 5. 2 FERRETEERRKIFTTCEETH
3—FH, BEEROETIVIEEY 1 LDPBRVWRFEEEZE DI &b -, £
fz, 21 C=N HEDEFBEERMLEVEFZRMEE D DI EIERSI N K
RERTE20BEPRDEICEDE, RREEROMEAN S 4nn EFRD—E% C=N
ERICEBRUICMRICOWVWTHED .
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