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DJFEFIZIE 6-31G(d) & FV 72, N & Br JJ 7121 diffuse BI% &N 2 72, =X —Z(LORHMIC
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77 THHOFEIT Gaussian03 TE Z 727z,

[#HRLER]

TV w7 AT 4 ) BT HEANL L 72 Pd B85 1 1% PA(0)8E 1A (Schemel 1A) & PA(IDEER(AB)D &
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Figure 1. Geometry changes in oxidative addition with 1A. The “h” indicates
the distance between Pd and by S-N'-N? plane. Energy are given in 7 =7 L7 & fifk

parentheses. (kcal/mol) DIARBEIC AT B =
[ - —

LERLTOVS,
ABC thm¢m Zcm% ch (Pz (eq 1) PhBr @ Pd(I) A U v o7 A7
74 U UBER 1A ~DRIG &
p(A) z[c::f+zc:,c:"s:f+;c:,cz,sﬂ ©A2) g, ELT Y
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Table 1. Mulliken like population” in oxidative
T4 U ENGIRE 3D 2 EEe <, Hi

addition with (A) calixphyrin and (B) porphyrin system.

. BRR(PC’), C-Br o # AL DER K IE
(A) Calixphyrin system  PC TS1 INT TS2

(TSR THERDICE D, Knix 741
kcal/mol & DWE IS ThH -7, 1A DA
o oo &ﬁ%:$w74ﬁ/Pd&%m®3o
Calixphyrin  HOMO 147 190  2.00  2.00 D757 A MZ4t Population A 35T
LUMO 150 078 012  0.08 5L SRR LC b LUMO Ok

PhBr HOMO 1.99 1.97 1.99 1.97

(B) Porpyrin system pPC’ TS’ < BRI RS B F ORI
PhBr HOMO 1.99 190 TG Uy, = A D OFEED el
Porpyrinb) _1_{_61;/}6 """ '2'6'0“""2-6-0- --------------------- DNFRUNTZ D | BUSIZ Y \ﬁﬂ{i%@ﬂ?,\’fx;ﬁzp
FHRIZZEAT 5 2 L3y, Bibnb ! 1A
LUMO 195  1.80 i X BB U > 7 27 4 )

% Population p of each fragment MO was calculated as eq 2. O - 78 T b S N 7 e %

” This LUMO corresponds to HOMO of porphyrin®~ Fio T AT = L SR S T

[>Z#K] 1) Matano, Y.; Nakabuchi, T.; Miyajima, T.; Imahori, H. Oraganometallics 2006, 25, 3105. 2)
Matano, Y.; Miyajima, T.; Nakabuchi, T.; Imahori, H.; Ochi, N.; Sakaki, S. J. Am. Chem. Soc. 2006, 128, 11760.
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