£ OO0 http://www.cqvip.com|

#18 o ok ¥ ¥ Val. 13, No. 1
1997 £ 3B JOURNAL OF INORGANIC CHEMISTRY March. 1997
(1) ¥1-9¢
RO RS
| RMRAHETR o
W KAB 5 B RIM HED KFL KRN

3

SRR T L 5-(4- 2 WEREEE 28 0-10. 15, 20- =(4- FEF AT, FET In(x-X)
TPP(X=Cl,H,CH,,OCH;) & 3E % # Zn (- NHCOCH,) (p-CH, ), TPP 5 Bk e 35 K7 {& [ Im,, 2-MeIm,
N-Melm ,GMZ | Nilm (p-Ct) JH#IRC 5 00 i T e A i3, Mt 73 P M RHiE AL B A A/ A0 (AFRTREY
BiE . P % #h-0] W06 % F1 Rose-Drage BB 40P 4tk B T HREREAECHATHEN. AHE
BEAMEME T A0 drint™ 70 aesm®, B B4 FR B AR U RRARMESE S B R B R RY B loga™ Hof
IR A EL R E 09 Hamment S8 > MIFELRMEH EXR,

(hFXFRLF L, & 300071

ES ALIR

L TEER
Rhissbciad.=—N

EEGEP.BE5EHAMIE. &
ARG TFESEE HPLUgYy
HEB. AEERMEREMAERCRNT
. Fet.R11%2ED . BT yBREER. &
HRESANTFZHEME BEn B ey
WEHER., M. RNART 5-(¢- ZBEER
%)-10,15,20-=(4-AEFE)AbwkeE. (LEH
D.ZEET5HEAMARERKERE N T
R AETN. I TFARBEEERBERFT
ENBEEWNER RESHAFRE.LL
ERBFXBARRERESYRAATIHAE
HEH RS B A EENE L.

1 3EREER4Y

Zn(p-NHCOCH; ) (p-CHy ), TPP $% 3¢ fik<Y]

»  UCERE A, 1996-05-10 T EESTAR H HA.1986-10 03,

5-(4-Z BB EXL)-10.15,20-= (4- PRI ) oh ok g

LIBUCKN
@AY

Hammert 4435 3

41 Zn(p-NHCOCH:}(p-CH;},TPP 58K EM
Fig. | Strucrure of Zn(p-NHCOCH,;) (p-CH;):TFP

EREORHEFES XATERMEES T2 FRHFRBEWERERRES REEHKEHEHRTEER

BhiRE,
« BHEBLE A
* ERENAFHZR - HARRUERAMRES.

MofFEH W40 Y HEW. BT & RO A F R B LA,


http://www.cqvip.com

£ OO0 http://www.cqvip.com|

» 90 OB o ¥ F O# 134

FESH . SEMEBRAE B TR R ANMRIE ., TR (W) BiE(ZRE).C
75.72(76.11), H 4.80 (5.18),N 9. 01 (9. 16), BEME(Im) . 2- F ZEBKOE ( 2-Melm) N- B B Bk
M (N-Melm) . 55 T (GMZ, [ 2) A AR E ATEEL REA. RFEXK#E(NIm
GCNEB]SHIM VN . FRNHZEESS. MEMAEMEXRTELE,

<

N:;‘N | =\
,__\\, c L s

Cl | =
-
B2 oMz SR EE B3 BERMENRER
Fig. 2 Structure formula of GMZ Fig. 3 Structure of Nilm(p-Cl)

e AT WL AEE Y %9 Shimadzu UV-240, B2 ¥ Shimadzu TB-34 {HIR.FH | ecmx 1 cm 7]
FHERMD. FUFMRIKE Y 21079 mol « dm ™, FRE K B M EE b M BEAY 0~ 10 15, B YE
BR8N S Ep T ik Bl

BT EEE AR

Zn{p— X)TPP+zL ==Zn{(p— X)TPPLn (1)
HELE » TRTARRE
m(’i‘;‘: :j: ) =ninC, + ¥ 3 (2)
FAIA =An— A, A=A~ A, A R ERETR 0. 0002
FE. |
0. 0001

148 Rose Drage H B0 £ & K §) -
EH G ERAREEATERKNREAS S
BOMHEA L 1 REMENAETRR

1/E={A—A)/(ea—20,)—Cy—C +

€ s CLler—2) ) CAI— Ao) (3y %000y
KK RRREHFEEH, 4 RRARNE
IR Y kRO A MR EITEEE " 7200 11305
Rk R BRI, to.e 4900 5 4 nf o
SEF0 7= 4 Bl N o RS TE I B 4K (606~ 607 @ 9 Zn(p NHCOCH,) (5-CHy),TPP 5 Im K FER
nm) FHEERB R H.C 6 P RRTHR 1 k1o
Rk BRI AN S E. Al Fisd Plotof 1/K vs i of the reaction Zn
ﬁﬁ; GRAFTOOL ﬁﬁﬁ%ﬂ:gn /K 3 (e— {p-NHCOCH, ) ($-CHs)s TPP with Im in CH.Cl.
e ) MR (S0P 4 B ) AR e A F YIS TS aresc
B PBLN TSI ETHE. RS TEEE.

R B I F15 B AL B 8. R Van'tHoft KRB

Inh®= — Ar M5/ B+ r8.*/R £4)

K-/ (mal/dm?)



http://www.cqvip.com

£ OO0 http://www.cqvip.com|

F1H 4 ¥ B Al R BR ok W S 6 R F R =91+

AP A" HIREFHE B, =4/ (mo -
dm~?)

AT ek R AR RS & R abw
RE1: I RUHRE. BFEEREERR
. RARERENS LIS HERREE
R B R TR TR R R,

2 ER5itik

2.} SHECH REERME FAEETELINR

Zn(p-NHCOCH,) {p-CH; ),TPP 5 W o 2%
Bofh B f POk R0 Tl L@ 5 By
K. tRHTE 450~650 nm FEEAH N SR
LR ERPEER R EMR. SHL
ay Bt s iﬁ@ﬁﬁﬂ‘]"f‘*ﬂfﬂﬁﬁﬁiﬂ’]
SHRL ARG o 6 WO IR OL. fRIBUN e F B S Z0(rNHCOCH,) (p-CH, TP 5 N-Melm ) X6
?{Eﬁ i‘ﬁigﬂ‘] I ﬁliﬁﬁﬂ[” . B ig%ﬂ; jb Az Fig. SiESf)e{ftra] change which occur on the addition of
(m)—~e, (z" YR FERIEH @ 7. IMAINAE X N-MeIm to Zn ( »-NHCOCH; } { 7 CH, }sTPP 1n
55 (548 nm ZL) R EE B /] o BT (585 CHCl-at 25 C

nm k)R B, B R A MBS TR 1. X538 PRtk nbokde g At V400 5 — 2.

¥ 1 Zni{p-X)TPP,Zn(p-XITPP(Im) B Zn(p-X)TPP(GMZ) B 898 F 95 K 3¢ 1 42
Table 1 Electronic Absorption Spectra Date of Zn(p-X YTPP, Zn(p-X)TPP(Im)} and Zn{ p-X YTPP(GMZ)

Zn{p-X)TPP Zn(p-X)TPP{1m) Zn{p-X)TPP(GMZ)
substituents Yoo, u:'_. # Agf Aa cnlzlﬁk' c':"‘_l Aul A ﬂ:‘_l cmn“' Ag/ Aa
1(p-C1) 0. 91 17080 1B270 5. 83 16544 17700 1. 8¢ 16550  |7730 1.75
4¢{p-H) 0. 00 17083  1B260 5. 53 16580 17730 1.74 16540 17700 1.6%
(p-A)ﬁfp—CHsh‘ —0.52 17070 18250 4. 18 16640 17660 1.35 16510 17680 i 1|
4{p-CHy) — 0. BB 17674 18200 4.12 16604 17660 1. 4¢ 1652¢ 17650 1. 40
(p-OCH;) —1.47 1697¢  1B190 2.9 16430 17610 .22 16430 17630 1. 14

* {p-A} represents ¢ p-WHCOCH;)
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Table 2 Thermodynamic Data for Reactions of Zn { p-NHCOCH; ) ( p- CH, ). TPP with Imedazole Serics in

CH.Cl.
K/¢10% mol—!1 + dm*) A Ha® RN
figand A T
15C e 25¢ 35C ks mol=!1Y LK mal—1)

Im 1.26 36. 0 25. % 20, 9 16. 6 —35.93 —37. 87 0. 9915
MN-Melm 1.06 73.9 52. ¢ 41.7 27.0 — 36, 85 —34, 64 0. 9930
2-Melm D. 59 73.3 58.9 43.7 34.7 —40. 91 —34. 71 0. 9530
GMZ 1.10 1030 76.¢ 50. § 33.9 —54. 34 —52, 34 0. 9969
Milmi p-Cl} 0.93 1839 [1B.3 76.9 62.9 —53, 25 —B6, 67 0. 9901
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A STUDY OF THERMODYNAMICS AND SPECTRA IN AXIAL
COORDINATIONS OF SYMMETRICAL AND UNSYMMETRICAL DERIVATIVES OF
TETRAPHENYLPORPHINATOZINC (I )

Shao Ying Zhu Zhiang Ma Gang Ruan Wenjuan Chen Hongwei Zhang Zhihui Chen Rongti
(Department of Chemusdtry, Nathe Umperaty, Tompn  300071)

5-(4-acetamidophenyl)-10,15, 20-tris{ 4-mthylphenyl) porphinatozine ( I ) was synthesized.
The electric absorption spectra of axial coordination reaction of symmetrical and unsymmetrical Zn
(p-X)TPP with imedaxole series were investigated, The influence on a red shift of entite spectra and
a decrease in As/A. was discussed. Coordination numbet and equilibrium constants of axial coordina-
tion reaction were measured by visible spectra technigues and the method of Rase- Drage. The
changes of standard molar enthapy A.#.% and standard molar 4,8,% of reactions were obtained from
the plots of In& vs 1/7. 1t was found that logh'.,* for imedazole series addition varies linearly with

the sum of the Hammeit sigma constants for all complexes investigated.

Keywords . 3-(4-acetamidophenyi}-10,15,20-tcis (4-methylphenyl) porphinatozine ( I }
electric absorption specira axial coordination reaction equilibrium constant
Hammett linear relationship
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