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Synthesis of Box-shaped Pentaporphyrin with Cobalt(II) Porphyrin in the Center;
Reversible O, Binding in the Box
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Aiming at construction of robust molecular architectures
having an active center surrounded by stable walls, a box-shaped
cobalt(Il)-rhodium(III) pentaporphyrin [Co(tpyp)][Rh(tpp)Cl]4
(2) (tpyp = 5,10,15,20-tetrapyridylporphyrinato dianion, tpp =
5,10,15,20-tetraphenylporphyrinato dianion) was newly synthe-
sized via coordination bonds. The cobalt(Il) center of the com-
plex 2 reacts reversibly with O, to give a corresponding
dioxygen complex of [Co(tpyp)(py)(O2)][Rh(tpp)Cl]ls (2-
(py)(O2)) at low temperatures in dichloromethane-containing
pyridine.

Currently, construction of large architectures holding an ac-
tive center has attracted much attention for develpoping new
host—guest chemistry,! and site-isolation for effective catalytic
activity.> From this point of view, porphyrins with coordinating
groups and metalloporphyrins should be a promising building
units. Planality of the porphyrin units is advantageous for design
of large well-defined multidimensional architectures. Moreover,
assemblies utilizing coordination bonds have recognized as one
of the powerful strategies to construct multidimensional archi-
tectures such as cages or capsules,>* helicates,’ dendritic macro-
molecules,® and porous three-dimensional networks.” Actually,
combination of porphyrins with coordination groups and metal-
loporphyrins have given a variety of multiporphyrin architec-
tures including box-shaped pentaporphyrins.®~'° However, there
have been few reports of such large multiporphyrin architectures
with active reaction sites for small molecules.!! The main reason
is the unstability of coordination bonds in the reported com-
plexes.

In the present work, by employing rhodium(III) porphyrins,
anovel stable box-shaped cobalt(Il)-rhodium(III) pentaporphyr-
in 2 was constructed and characterized (Figure 1). The pentapor-
phyrin 2 has a cavity (ca. 15 x 15 x 7 A) in the center, being ac-
cessible for small molecules such as dioxygen or dinitrogen. In
practice, the pentaporphyrin 2 reacts repeatedly with dioxygen
in solution to give a corresponding dioxygen complex.

As a precursor of 2, the free-base-rhodium(IIl) pentapor-
phyrin [Hotpyp][Rh(tpp)Cl]4 (1) was prepared by adding tetra-
pyridylporphyrin H,tpyp to the dichloromethane solution of
Rh(tpp)Cl and stirring at room temperature, purified by silica-
gel column chromatography, and recrystallized from a dichloro-
methane—pentane solution to give dark black-red fine crystals,
followed by characterization.'? The data of FAB-MAS spectrum
and the elemental analysis supported the formation of the ex-
pected pentaporphyrin. The UV—vis spectrum of 1 is superposi-
tion of each spectrum of constituent porphyrins. The 'HNMR
signals of the wall of four rhodium porphyrins are all equivalent.
The signals of the pyridyl and S-pyrrole protons of the central
free-base pyridylporphyrin showed a large upfield shift, which
reflects the coordination of the pyridyl groups to the rhodium

1: M =2H, 22 M = Co(ll)

Figure 1. Box-shaped pentaporphyrins synthesized in this
study. The central tetrapyridylporphyrin is surrounded by four
walls of rhodium(III) porphyrins.

porphyrin units.'? These results are consistent with the box-shap-
ed structure of the pentaporphyrin. To examine the stability of
the pentaporphyrin for substitution in dichloromethane, an ex-
cess of pyridine (ca. 10% (v/v)) was added. No change in
'THNMR spectrum was observed at least for two days at room
temperature. Thus, pyridyl groups coordinated to rhodium(III)
porphyrins were not substituted by pyridine, and the rhodium—
N(pyridyl) bond is robust enough to keep the pentaporphyrin
structure.

A cobalt(Il) ion was introduced into the central free-base
pyridylporphyrin unit in 1 to give 2. The pentaporphyrin 1 and
CoCl,+6H,0 were added to diethylene glycol monomethylether
and heated for 2h at 150°C. The progress of the reaction was
monitored by UV-vis spectral measurements. The solution
was cooled to room temperture, followed by the addition of a sat-
urated NaCl aqueous solution. The resulting precipitates were
filtered, washed with water, and dried at 100 °C in vacuo. This
crude product was purified by silica-gel column chromatogra-
phy, and recrystallized from a dichloromethane—pentane solu-
tion.!* The inner proton NMR signals of the central pyridylpor-
phyrin observed in 1 disappeared by the introduction of a
cobalt(Il) ion, and concomitantly appeared the signals of the co-
balt pyridylporphyrin unit in an up-field region in comparison
with general cobalt(IT) monoporphyrins,'®> which indicates that
the coordination of the pyridyl groups to the rhodium porphyrin
units is retained.

It is well known that cobalt(Il) porphyrin forms a corre-
sponding dioxygen adduct in the presence of bases such as pyr-
idine.! As mentioned above, our new pentaporphyrin 1 or 2
does not go to pieces in the presence of excess pyridine (see
Ref. 10). We examined the reactivity of 2 against molecular oxy-
gen in the presence of pyridine in dichloromethane by ESR and
UV-vis spectroscopies. The ESR spectrum of 2-(py) species
formed in 0.5% pyridyne—dichloromethane ([2]~ 5 x 107>
mol dm~3) showed a characteristic signal of a five-coordinated
complex at g, =2.32, gy =2.04 (4°=7.70mT, AN =
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Figure 2. The change in the UV-vis absorption spectra of 2
(1.1 x 10> moldm™?) in 0.3% pyridine-dichloromethane at
—70°C. The spectra were recorded under unaerobic conditions
(a; solid line), then under 1 atm O, (b; dashed line), and after de-
gassed (c; solid line). Note that, spectra a and ¢ are completely
overlapped.

1.80mT) at —196 °C in vacuo (Figure S1 in Supporting Informa-
tion).!” By the introduction of dioxygen to the solution at low
temperatures, a corresponding dioxygen complex 2-(py)(O,)
was formed, i.e., the ESR spectrum of 2-(py)(O,) at —196°C
gave a characteristic signal (g, =2.01, g, =2.08, A,©° =
1.15mT, A”C" = 1.60mT) of the six-coordinated cobalt-super-
oxo species.!”!® Evacuation with freeze-pump-thaw cycles af-
forded the original signal of 2-(py). The oxy/deoxygenation cy-
cles were repeated reversibly. The reversibility was also con-
firmed by the change in UV-vis spectra. Figure 2 shows that
the spectrum of 2-(py) species (a) changed to that of 2-(py)(O,)
(b) having a shoulder at around 450 nm in 0.3% (v/v) pyridine—
dichloromethane under 1 atmospheric pressure of O, at
—70°C." After degassing by freeze-pump-thaw cycles, the ini-
tial UV-vis spectrum was completely reproduced (c). No extra
chemical reactions were observed, i.e., 2-(py) can bind molecu-
lar oxygen reversibly (Scheme 1). This high reversibility should
result from the fact that the cobalt(II) ion of the reaction center
was effectively isolated from the cobalt(Il) centers of nearby
pentaporphyrins by the coordinated bulky rhodium(III) porphy-
rin walls.

In conclusion, the new robust box-shaped free-base-
rhodium(III) pentaporphyrin 1 and the cobalt(Il)-rhodium(III)
pentaporphyrin 2 were synthesized and characterized. The co-
balt(II) complex 2 forms a six-coordinated dioxygen complex
at low temperatures in a pyridine—dichloromethane solution.
This oxy/deoxygenation reaction in the box is highly reversible.
The center of these pentaporphyrins should have a potential ap-
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Scheme 1. Reversible O, binding in the box.
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plicability as new reaction sites by varying the central metals and
porphyrin walls.

References and Notes

1 B. J. Whitlock and H. W. Whitlock, in “Comprehensive
Supramolecular Chemistry,” ed. by J. I. Atwood, D. D.
MacNicol, J. E. D. Davies, E. Vogtle, and J.-M. Lehn, Pergamon
(1996), Vol. 2, Chap. 10, p 309.

2 V. F. Slagt, P. C. J. Kamer, P. W. N. M. van Leeuwen, and
J. N. H. Reek, J. Am. Chem. Soc., 126, 1526 (2004).

3 S.R. Seidel and P. J. Stang, Acc. Chem. Res., 35, 972 (2002).

4 M. Fujita, K. Umemoto, M. Yoshizawa, N. Fujita, T. Kusukawa,
and K. Biradha, Chem. Commun., 2001, 509.

5 J.-M. Lehn and A. Rigault, Angew. Chem., Int. Ed., 27, 1095
(1988).

6 W.T.S.Huck, F. C.J. M. van Veggel, B. L. Kropman, D. H. A.
Blank, E. G. Keim, M. M. A. Smithers, and D. N. Reinhoudt,
J. Am. Chem. Soc., 117, 8293 (1995).

7 H.Li, M. Eddaoudi, M. O’Keeffe, and O. M. Yaghi, Nature, 402,
276 (1999).

8 Reviews for multiporphyrins: a) T. Imamura and K. Fukushima,
Coord. Chem. Rev., 198, 133 (2000). b) J. Wojaczynski and
L. Latos-Grazynski, Coord. Chem. Rev., 204, 113 (2000).

9 Selected examples on pyridylporphrin assemblies: a) R. K.
Kumar and 1. Goldberg, Angew. Chem., Int. Ed., 37, 3027
(1998). b) E. Iengo, E. Zangrando, R. Minatel, and E. Alessio,
J. Am. Chem. Soc., 124, 1003 (2002). ¢) K. Funatsu, T. Imamura,
A. Ichimura, and Y. Sasaki, Inorg. Chem., 37, 4986 (1998).

10 Several pentaporphyrins arranged osmium(II) or ruthenium(II)
porphyrins around the central tetrapyridylporphyrin by coordina-
tion bonds have been reported by us (N. Kariya, T. Imamura, and
Y. Sasaki, Inorg. Chem., 36, 833 (1997)) and Alessio et al. (E.
Alessio, M. Macchi, S. Heath, and L. G. Marzilli, Chem.
Commun., 1996, 1411). However, those Os(II)-N(pyridyl) or
Ru(II)-N(pyridyl) bonds are not so robust for substitution in
solution, and easily broken by the addition of excess pyridine.

11 One of the successfull examples: M. L. Merlau, M. P. Mejia,
S. T. Nguyen, and J. T. Hupp, Angew. Chem., Int. Ed., 40,
4239 (2001).

12 Data for 1 (Cy16H;33N24Cl4Rhy, MW 3623.0): Anal. Calcd.: C
71.69, H 3.73, N 9.29, CI 3.91%, Found: C 71.55, H 3.97, N
9.19, Cl 3.70%. FAB-MS: 3623 (m/z"). UV-vis (CH,Cl,),
Amax/nm (€/10* mol~! dm® cm™"): 420 (118), 535 (9.18), 569
(2.47), 646 (0.24). '"HNMR (270 MHz) [§/ppm in CD,Cl,]:
8.97 (32H, s, B Rh), 8.34 (16H, d, 0-), 8.08, 7.66 (32H, dd, o-,
m-), 7.85 (32H, m, m-, p-), 6.55 (8H, s, B), 5.38, 1.19 (16H,
dd, pyridyl), —4.93 (2H, s, in).

13 T. R. Janson and J. J. Katz, in “The Porphyrin,” ed. by D.
Dolphin, Academic Press, New York (1978), Vol. 4, Chap. 1.

14 Data for 2 (Cp16H 36N24CoCl4Rhy, MW 3679.9): Anal. Caled.: C
70.50,H3.73, N 9.14, C1 3.85%, Found: C 69.99, H 3.89, N 9.27,
Cl1 3.93%. FAB-MS: 3680 (m/z"). UV-vis (CH,Cly), A pax/nm
(£/10* mol~! dm?® cm™"): 420 (98.8), 535 (10.2), 569 (2.63).
'"HNMR (270MHz) [§/ppm in CD,Cl,]: 9.47 (s, 8 RhPor),
7.98, 8.03, 8.72, 8.80 (m, o-, m-, p-), 8.32 (s, B CoPor), 7.67,
2.94 (pyridyl).

15 F. A. Walker, in “The Pophyrin Handbook,” ed. by K. M.
Kadish, K. M. Smith, and R. Guilard, Academic Press, San Diego
(2000), Vol. 5, Chap. 36, p 160.

16 J. P. Collman, J. I. Brauman, K. M. Doxsee, T. R. Halbert, S. E.
Hayes, and K. S. Suslick, J. Am. Chem. Soc., 100, 2761 (1978).

17 F. A. Walker, J. Am. Chem. Soc., 92, 4235 (1970).

18 Y. Shimazaki, H. Takesue, T. Chishiro, F. Tani, and Y. Naruta,
Chem. Lett., 2001, 538.

19 UV-vis data for 2-(py) in 0.3% (v/v) pyridyne—dichloromethane,
Amax/nm: 421, 534, 568; For 2-(py)(O3), Amax/nm: 422, 450
(sh), 534, 567. See also Figure S2 in Supporting Information.

Published on the web (Advance View) February 26, 2005; DOI 10.1246/c1.2005.474



