
(l)M= Zn; R=H 
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(91 M = 2H; R = q (2) (5) ‘Jr tautomer 

Treatment of ZnTPP in CsC12 with 1.1 equiv of thallium(III) 

fluoroacetate gave rapidly a yellow-green solution which was filtered 

tri- 
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possible structures is given in (4). Unlike (31, the CcJ.CFI containing 

product (4) did not form a zinc complex under standard conditions. 

We envisage the zinc(II) isoporphyrin (5) as an intermediate in 

the formation of (2), (3). and (4), this being formed either by reaction of 

the n-cation radical (6) or the YT-dication (7) with trifluoroacetate as a 

nucleophile7 (Scheme). Resonance forms of the isoporphyrin (5) can readily 

explain the formation of compounds (2) and (3), the last being produced8 

from a type of reverse-aldol reaction (8). Compounds such as (8) in which 

the "a-pyrrole" carbon atom is substituted are known9 to be unstable with 

respect to ring-opening. 

Use of thalli"m(III) nitrate (in place Of trifluoroacetato) aIs0 

afforded compounds (2) and (3), presumably & nitrato substituted inter- 

mediates. As might be expected, compound (4) was not obtained, but a by- 

product was shown to be p-nitro-~-tetraphenyl~~rphyrin (9), and identif- 

ied with an authentic sample prepared by treatment of ZnTPP with nitronium 

tetrafluoroborate. Insertion of "nitro" from "nitrate" has several pre- 

cederIts; 
?@ 

significantly, treatment of zinc(I1) aetioporphyrin-I with 

thaIIim(II1) nitrate gives a GO% yield of meso-nitro-aetioporphyrin_I. 

This and similar observations are the subject of further study. 

(2): (Polar band, silica; cf Ref. 5), M.p. 25C-251°(dec.). Found: C, 80.58, 

83.55; H, 5.15, 5.15; N, 8.78. C+rHr2Nb02 .ly 0 requires: C, 80.34; N. 5.06; 

ii, 8.52%. NMR ('t,CDCI,) -3.52 (2NH,br), 6.36 (2 OH). 

(3): M.p. ?76-139O, Found: C, 79.21, '79.45; H, 5.03, 5.2‘3; N, 8.54. CJ++E$~- 

Nb02.f$0 requires: C, 73.26; H, 5.1"; N, 8.40%. NMR (-c,COCl,) -2.45, -0.80, 

+c.o4 (7 NH); 2.12 (TH,d J=lC Hz) o-ml; 2.4-2.7 (18H,m) Ph; :.?2 (lN,d J=6 
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Hz) I 3.16 (lH,t J=2 Hz), 3.23 (lH.d J=5 Hz), 3.52 (lH,d J= 5 Hz), 5.68 (lH,d 

J=5 Hz), 5.8; (3H,d J=5 He) 8 P-H; A D20 shake caused disappearance of the 

NH and OH peaks, and the triplet at 3.16t became a doubiet J=5 Hz. Amax 

in CHCI,, 34: (6 i6,9OG), 565 (2:,400), and 587inf nm (2",600); in CHCIT + 

1% TFA, 775 (h 27,5X), 43: (16,8C3). and 585 nm (27,500). IR (KBr) 'I667 cm -1 

(Cd). MS, ,_n/e 650 (8C%), 648 (IOG), 543 (6C; M+ - CO.Ph). 

(9): M.p. S.3030. Found, c, 79.89; H, 4.46; N, 10.76. Crr$sN502 requires, C, 

80.10; H, 4.4:; N, IO.@%. NMR (-C.CD'+) 0.96 (lH,s), C.98 f'!H,d J=5 Hz), 

1.06 ('!H,d J=5 Hz), 1.08 (1H,d 5~5 Hz), 1.11' (?H,d J=5 Hz), 1.28 (2H,s) 7 P-H; 

1.7~q.85 (8~,~) o-~h; 2.2-2.3 (i2H,m) m,p-Ph; 12.6C (ZVH). Amavin CHC$, 425 

(E 172,3OC), 534 (l~.~OO), 559 (34OC), GOC (:lcc), and 661 nrn (6900). MS m/e 

559 (?OO%), 613 (6C). 

Acknowledeement: The viol.et compound, to which we have assigned structure 

(3), has been obtained independently by Professor H.J. Shine (Lubbock, 

Texas). We thank him for $3~oviciing a comparison sample Of this material. 
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