#&=X C-19
HEMREMHBIEHRRRBREE

k2 24 5 H 19 HEE

HEiER - EBmME ()
HZEHARS - 2007 ~2009
EREES - 19550047
MERESL (FIX)  FI/LY UEEfEZ AUV DFF RSO ILAHIEEFOfERR & BB KEE
DT—FR—R1E
HZeiERE4 (%) Theoretical study on the stereoselectivity of the chiral phosphoric
acids catalyzed reaction and making database of the transition structures

HEREKRE

Lk &4 (ANDO KAORI)

I B K - T2ER - #i%

HEEES : 70211018

FFZER RO (Fns0) « F 70 ) Uil VWb A 2 > & 7' F L7 & b > Mannich X
JEIZOWT, EBRIREHEELHEICL VRO, LrL, BWEREOH LS T LY VR
\IT B DOELJEE BN RDTFE L S OBRRIREIEE N H D Z L3 oTz, EBEZTDOIEEAL
ZEFEL LT, SARHEIR A OMINCIZE S o T2, £ 2T, iSO ABRE O/ S WHR
TOMEEITRIZELE L. FTIART YL 2EERERA NS a-T VX0~V T ST AT /L
T 2o NT R F L UDOARF 7 a7 a X ALS OSSRV BT 2 21772 o 72, fil
I AN F U DT DIIME— D DIZICHEE STV D 2 E BT il b o -T L b-a -
TV ZATFANSEBELNAINRUGHRE 7 2= LT F Ly & DRIEOEBEBIREEFHE L
4 ODBRINERE 2512, AFRBEO-OMBLITILEAMEEEZ LY, TEFL DTS M
XLV RERT AT VIR & ONRFEEZEIZ L D SMERIRE S TWND Z ER o Tz,

MFER OB (3£30) : The transition structures for the reaction between the imine and acetyl
acetone in the presence of the chiral phosphoric acid catalyst were located at the B3LYP/6-31G*
level. Since there are many conformations for the chiral catalyst, we could not identify the factors
of the chiral recognition. Next, we studied the conformationally ridig catalyst, dirhodium
tetracaroxylate.  The pathway for the cyclopropenation reaction of phenylacetylene with
a-methyl-a-diazoesters was studied by density functional calculations. The comformation of the
chiral catalyst have the all up conformation because of halogen bonds between the phtaloyl
oxygens and the phthaloyl bromines. The four transition structures were located and the TS
giving S-cyclopropene are less stable because of the steric repulsion between the catalyst and the
big ester moiety.
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