B &S 090539 5— 2
HREBRRBBEE
(EMXEHRFARMOREMBARRERET —IN—X-ERER)

T 2w | GRS RISy % — R LD B

Eﬁ"ﬁ?’ﬁ;;) - Synthesis of ¢ symmetric curved m—extended buckybowls

’SEE& haht cc | #IEHL YL B)oarynd MR s 2009 ~ 2010 #
£ | EFce | EH 1&F HMEFEE w 2011 #&

? A-v% cz | Higashibayashi Shuhei R tE & BRI TIRE S F RIS
T oo | EMHETRIES THETRT B

BEE ea (600 7 ~800 FIREIZEEDH TSN, )

(DPd I Z AL/ LRI R VFEFRDBIEL=ELIZED syn- YR (JILRILR /) ROEUFEBHFDEIR
HE K

BATRY, N TFPHFRAIRVDEEEHRTPEAETHS syn- bR (JILKRILR/) RUEVFEEKXRDER
FELT, PAEZRAVE/ LRI R VEEROBIL=2bE MR L. Ba0BEERXZET D syn-FU R
(JIWRILAR /) RoEBUFEEKREER LT,

@) FINNYF—HRIILDFS)LHPLC [TK BHEHE

ROINRGEEFN S I TOCRIZHBETEFIANAYF—ARIILNICENVT. BREDEAIZCE>TARIILK
EFICKDTEIEELESDH, FTIHPLCICK > THAEREINAEETHIEEFRLT-, T=-. EREDHE
CEYEWRIIILREIRILF—ZFFHTEIEILNYF—FRILEZERLTENSEZIILEZERL, F351L
HPLC IZ & B AZER BT L 1=,

QELADEB|RAIITVEREARLET DIAIRVEREDRRSE

kX, RNEETH--FELAD C3RMEBEBRAIRVFERDBIRMEREZEZMFELz, BIL, syn-FJ X (/LR
W) ROEBVFERISRAR/FARAL 74 VAL ARG, BIEMARIEEREEE LT, C3 XM+
JRILZSIWAI RV EBERBWICER LRI LRI ER-REERABRS TELADERAIRVEER~ADEH
MNERETH S,

(4) m HZRILE C3 HAMEBEBRAI R VDERK
FURILIILNAT RV EZAREBERHAE LTHRILIILNEDEEHBERIGICE > TnkEREZHEL. T XY
AR ITZIIE, BT —ILITIIIERFETIEBRAIRVFEROERICETILT=,

G)CIHFFFILEBR M) THRAIRVDAEFER

CNETHREVNDOLEN - -BREFEEREDABEBRIZET S 7Y NI X —FRIIILOFEFERIZNO THED
Lz, BB, REFHELTH /LRI UFERD PdAEICKDIBIE=ZE, TS RAAEI R, BIEMHAE
BIZESDTCCRMEYR (ARFVALTIZIL) PYTPHRAIRUDAEFERICEIL =,

F—J—F ra AVE 2% AIRY I TH\yF—HRDIL

(LLTFIFEALLGNTLESL, )

BBt Ea-F Ta

MEREES an

MEHEES ac

—+ES

1 -




REXE (COMREFRRLIHME - IEICDOVWTERALTLESL, )

EM34ERBcB | Optical resolution of chiral buckybowls by chiral HPLC
M
. | BER oA S:uhfi Higashibavashi, | st=t# ac | Chem. Lett.
Aty et al,
R— GF 646-647 FITE e |2 0 1 0 #£2 op 39
sewiEsgcs | Stereoselective cyclotrimerization of enantiopure iodonorbornenes catalyzed by Pd
2t nanoclusters for C3 or C3v symmetric syn—tris (norbornene)benzene
o EELZ GA Shuhtlai Higashibayashi, ML oc J. Org. Chem.
At et al,
R— aF 4626-4628 FHITHE e | 2 0 1 0 &5 oD 75
M 1EREce
M
. | EER o WiEA oo
At
R— o ~ SATE oe #5 oo
EHBA HA
= E4L Hc
HhR#E HB FITHE Ho A=Y HE
EHBA HA
o |8
HiRE He FITH HO fan =Y HE
PRXHEE ez

(1)Pd-catalyzed syn—selective cyclotrimerization for syn—tris(norborneno)benzenes
Various substituted syn—tris(norborneno)benzenes were synthesized by Pd—catalyzed cyclotrimerization
of norbornene derivatives.

(2)Optical resolution of chiral buckybowls
Optical resolution of chiral buckybowls was achieved by freezing bowl inversion or by lowering bowl
inversion energy with introduction of substituents.

(3)Versatile selective synthesis for various C3 symmetric substituted sumanenes

C3 symmetric triformylsumanene was selectively synthesized from syn—tris (norborneno)benzene featuring
ring-opening/closing olefin metathesis, oxidative aromatization. Triformylsumanene can be a versatile
intermediate for various substituted sumanenes.

(4) Synthesis of 7 —extended C3 symmetric substituted sumanenes
7T —extended C3 symmetric substituted sumanenes were synthesized from triformylsumanene through various
condensation of the formyl groups.

(5)Enantioselective synthesis of C3 symmetric chiral triazasumanenes

First enantioselective synthesis of azabuckybowl was achieved. C3 symmetric chiral
tris(methanesulfenyl) triazasumanene was enantioselectively synthesized featuring Pd-catalyzed
cyclotrimerization of azanorbornene, amide metathesis, and oxidative aromatization




