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².!BD#����³´yj~tµ¨©]«�¬­®�!¶·®g][2+2]#cycloreversion
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ÃãbÈÉg�pq���®+,��] Leigh �[1]��v©�b¸ÞäÞYZ[\A.b�

ef³´{b¼½Lå��æçèéê�ëìíîï�!Franck-Condon (FC)ðñgh�q

1B2(π�π*) valence dòo²óÞô0®gõ�o�ögé÷yj#π�R(3s) Rydberg dò� CB

���b�&'efgh�qøù�_ú�ïípq�j×öµoûÁpq�j~TÎ�CB �

��b�&'efg�yj��®+,]����|ÈÉ(b)bü�y��¯ RO efbü�ý

 þÿq q�j~n!"�Bernardi �[2]] CB � !g CASSCF(4,4)ºÝÞ| RO efÌo

Íj S1/S0 minimum conical intersection (CIMIN)�"Ð�ÈÉ(b)�#�pq�j~�í�Ben-Nun

�[3]]!valence dòbü$%pí#MRSCI &A.Y'Þ�ã| 1B2 FC dò�� on-the-fly
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CASPT2//CASSCF(10,10) !"#$%&'()* 1B2 FC+,-) !./01#23456

789:;<=> CASSCF(10,10)?@ABC"DE#$%&FG 

H<=I"JKLMN<=#OPQ"RS2#TI-)2$U2 valence MN>VW&F

XRydbergMNOY%ZG&[\<=XPES] MEPZOMS-CASPT2//CASSCF(10,10)/6-31+G*
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SCDM(self-consistent decay-of-mixing)"[4]>,-&'SA4-CASSCF(10,10)/6-31+G* !"2?

@ABC"DE# on-the-fly*^$%&FGKLMN<=*OMOLPRO2008_` MOLCAS6
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SA4-CASSCF(10,10) !"# 1B2 FCk*lmhn0opq1X23k*lmh<=#O\

T2#'45*6rjn0opjO7s\Tt89Eu2vr*7:cjjghZ>%rj'

;w2<2op=>xyFn0op>S?tz1hGu2@2<2op=2A{\|U2o

p>S?XB}ZX1B2 FCk*lmh force2c~)|U2op>S?I�/CO��D#�

�'u~)2I��2?@ABC"D2 curvature t��j\�rhZ2p{t���� CB

t RO����h-�hTO CR����h-2I�>�EFm^Thcjt 1B2 FCMN-

)MEP_`6789:;<=-)�)-*\yFGg\��'a2(C=C torsion)>S?2p{

O CR���j�{'b1(disrotatory twist)>S?O RO���j��ab>GFG 
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(C=C torsion)

2645i cm-1

b
1
(disrotatory twist)

1066i cm-1
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