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In the reaction of sodium uns-cis-(ethylenediamine-N-N-di-3-propionato)-(car-
bonato)cobaltate(I1l) dihydrate and the corresponding amino acid (S-lysine or S-histi-
dine) at 70 °C, both the theoretically possible facial and meridional isomers of the
uns-cis-(ethylenediamine-N-N "-di-3-propionato)(aminoacidato)cobalt(II) complexes
were prepared. The complexes were isolated chromatographically and characterized by
clemental analyses, as well as by electron absorption and infrared spectroscopy.
Keywords: cobalt(Ill) complexes, ethylenediamine-N-N -di-3-propionato ligand, S-ly-
sine, S-histidine.

INTRODUCTION

Ethylenediamine-N-N-di-3-propionate (eddp), a linear tetradentate ligand with
two nitrogen and two oxygen atoms as donors, can adopt two different configurations in
octahedral metal complexes with an additional symmetrical bidentate ligand (s-cis and
uns-cis). Although in most synthetic routes!~* the uns-cis geometry of the eddp ligand
is favored for eddp-Co(III) complexes, the s-cis isomer has also been obtained.> Re-
cently, interest in Co(III) complexes with ligands similar to eddp has increased because
of their possible hydrolytic activity on the DNA molecule.®” For (edda-type)-Co(III)
complexes (edda is the ethylenediamine-N-N’-diacetate ion) with unsymmetrical
bidentate ligands (such as amino acids), three geometric isomers are expected: s-cis,
fac-uns-cis and mer-uns-cis (Fig. 1).

Amino acids, as unsymmetrical bidentate ligands, have already been used in the
preparation of some edda-Co(III) complexes810 and eddp-Co(III) complexes.3

In this paper, the synthesis and characterization of both theoretically possible
geometrical isomers (facial and meridional) derived from the uns-cis-(ehylenedia-
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mine-N-N-di-3-propionato)(carbonato)cobaltate(Ill) anion by its reaction with ali-
phatic basic o-amino acids, S-lysine and S-histidine, are reported. The isolated com-
plexes were characterized by elemental analyses. The geometric configurations of the
complexes are proposed on the basis of their electronic absorption and infrared spectra.

EXPERIMENTAL

Materials. Sodium uns-cis-(ethylenediamine-/N-N "-di-3-propionato)(carbonato) cobaltate(I1I) di-
hydrate was prepared using a previously described procedure.!! All other reagents were obtained
commercially and used without further purification.

1) Preparation of the facial and meridional isomers of uns-cis-(ethylenediamine-N,N’-di-3-propio-
nato)(S-lysinato)cobalt(1ll), [ Co(eddp)(S-Lys)]

To a solution of 0.30 g (0.8 mmol) of uns-cis-Na[Co(eddp)CO3]-2H,0 in 10.0 cm3 of water,
0.146 g (0.8 mmol) of S-lysine hydrochloride in 10 cm? of water, previously neutralized with 0.064 g
(1.6 mmol) of NaOH, was added and the pH of the solution adjusted to 8. After heating under stirring
for 2 h at 55 °C, the solution was concentrated to 10.0 cm> and loaded onto a2.5 x 32 cm column con-
taining Sephadex G-10. The red-violet eluate was then loaded onto a 2 x 10 cm column containing
Dowex 1-X4 (200-400 mesh) anion-exchange resin in the C1~ form. In both cases, water was used as
the eluant.

Two bands appeared on the column: violet (the first) and red (the second). Both eluates were
concentrated to a small volume and left in a refrigerator over night. The formed crystals were filtered
off, washed with ethanol then ether and air-dried. Yield: 0.17 g (50.07 %) of the violet (meridional)
and 0.03 g (8.84 %) of the red (facial) isomer. Anal. Calcd. for mer-uns-cis-[Co(eddp)(S-lys) ] HyO =
C14H29CoN4O7. (FW =424.34) (%): C, 39.63; H, 6.89; N, 13.20. Found (%): C, 39.38; H, 6.45; N,
13.32. Calcd. for fac-uns-cis-[Co(eddp)(S-Lys) ] HoO = C14H29CoN4O7. (FW = 424.34) (%): C,
39.63; H, 6.89; N, 13.20. Found (%): C, 39.42; H, 6.91; N, 13.04.

2) Preparation of the facial and meridional isomers of uns-cis-(ethylenediamine-N,N’-di-3-propiona-
to)(S-histidinato)cobalt(1ll). [ Co(eddp)(S-His)]

From 0.30 g (0.8 mmol) of uns-cis-Na[Co(eddp)CO3]-2H,0 and 0.124 g (0.8 mmol) of S-hi-
stidine, the complexes were obtained by the same procedure as described above. Yield: 0.16 g (51.07 %)
of violet (meridional) and 0.025 g (9.01 %) of red (facial) isomer. Anal. Calcd. for mer-uns-
-cis-[Co(eddp)(S-His)]-2H,0 = C14H24CoNs507 (FW =433.31) (%): C, 38.81; H, 5.58; N, 16.16. Found
(%): C,38.41; H, 5.75; N, 16.23. Calcd. for fac-uns-cis-[Co(eddp)(S-His)] 2H,O = C14H24CoNsO7 (FW
=433.31) (%): C, 38.81; H, 5.58; N, 16.16. Found (%): C, 38.62; H, 5.52; N, 15.98.

Characterization

Infrared spectra were recorded on a Perkin-Elmer FTIR 31725-X Spectrophotometer using

the KBr pellet technique. Electronic absorption spectra were recorded on a Varian GBC 911A

spectrophotometer. Aqueous (1x10-3 mol dm3) solutions of the complexes were used for these mea-
surements. Elemental microanalyses for C, H, N were performed by standard methods.

RESULTS AND DISCUSSION

The uns-cis-[Co(eddp)CO3]~ complex!! was used as the starting material. Sub-
stitution of the CO32~ ligand by an amino acid should, theoretically, give only two geo-
metric isomers, the fac-uns-cis and mer-uns-cis isomers of [Co(eddp)(S-am)] (Fig. 1).
Obviously, both isomers have the same molecular symmetry (C7) but the symmetry of
the ligand field of the facial isomer is higher than that of the corresponding meridional
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Fig. 1. Possible geometric isomers of [Co(eddp)L] complexes: s-cis(l), fac-uns-cis(1l) and
mer-uns-cis(11I), L-unsymmetrical bidentate ligands.

isomer of the same complex. Their molecular symmetries could be compared to the
symmetry of the [Co(am)3] complex (am = anion of amino-acid), neglecting the back-
bone diamine ring in the [Co(eddp)(am)] complexes.

In this work, both the theoretically expected facial (red) and meridional (violet) iso-
mers of uns-cis-[Co(eddp)(am)] (am = anion of S-lysine and S-histidine) were prepared.

Electronic absorption spectra

The electronic absorption spectra of the isolated uns-cis-[Co(eddp)(am) | com-
plexes are shown in Fig. 2 and their corresponding maxima are summarised in Table I.

The two spin-allowed transitions in the low-spin d° system of the Co(III) ion in an
octahedral crystal field are 'Ajy — Tjg and 1Ay — 1Ty, in order of increasing en-
ergy. In a tetragonal field, the degeneracies of the excited states are removed, i.e., 1T} e=
1A+ 1Eg? and 1Ty = 1By, + IEgP. Additional splitting is expected when the molecu-
lar symmetry is further decreased. It has been shown that a small difference between en-
ergy states does not cause splitting of the absorption bands when the symenetry is lower
than Dyy,, especially in complexes with edta-type ligands as well as their derivatives.!2
In the uns-cis-fac isomer, the holohedrized symmetry of the ligand field is cubic
whereas that of the uns-cis-mer isomer is rhombic. This loss of symmetry, going from
facial to meridional, is expected to cause a splitting, or at least a broadening, of the low-
est energy absorption band. This has been observed previously in other CoN3O3 sys-
tems possessing facial and meridional isomers.3 The electronic absorption spectra of
the investigated complexes show big differences in the shape of the band of the lower
energy spin-allowed transition (Fig. 2). The violet isomers (I column bands) clearly
show band splitting and were assigned meridional geometry; the red isomers (II col-
umn bands) exhibit a symmetrical band and were assigned facial geometry.

The maxima of the first absorption band of the fac (red) and mer (violet) isomers are
located at shorter wavelengths than the starting carbonato complex, suggesting that the co-
ordinated amino acids have a stronger ligand field (Table I). Also, the positions of the ab-
sorption bands suggest that the eddp tetradentate ligand has the same uns-cis-configuration
as the starting [Co(eddp)CO3 |~ complex.
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TABLE I. The absorption band maxima in the visible spectra of some [Co(edda)L] and [Co(eddp)L]
complexes

1 11
Complex Ref.
A €1 %) €
s-cis-[Co(edda)COs3]~ 565 114 382 128 16
uns-cis-[Co(edda)CO3]~ 533 234 390 182 16
uns-cis-[Co(eddp)CO3]* 544 232 383 165 11
uns-cis-[Co(eddp)(ox)] 530 195 384 170 11
fac-uns-cis-[Co(eddp)(Gly)] 529 285 381 126 3a
mer-uns-cis-[Co(eddp)(Gly)] 564 97 381 123 3a
491 133
fac-uns-cis-[Co(edda)(Gly)] 520 223 374 - 15
Jfac-uns-cis-[Co(eddp)(S-Ala)] 528 338 376 170 3b
mer-uns-cis-[Co(eddp)(S-Ala)] 565 117 375 156 3b
497 166
fac-uns-cis-[Co(eddp)(S-Val)] 529 185 377 110 3b
mer-uns-cis-[Co(eddp)(S-Val)] 565 117 376 150 3b
497 157
fac-uns-cis-[Co(eddp)(S-Leu)] 529 257 377 150 3b
mer-uns-cis-[Co(eddp)(S-Leu)] 566 104 375 150 3b
498 150
fac-uns-cis-[Co(eddp)(S-Tle)] 529 308 377 167 3b
mer-uns-cis-[Co(eddp)(S-1le)] 566 100 376 145 3b
499 150
Jfac-uns-cis-[Co(eddp)(S-Ser)] 527 285 378 138 3¢
mer-uns-cis-[Co(eddp)(S-Ser)] 576 108 378 147 3c
496 153
fac-uns-cis-[Co(eddp)(S-Cys)] 496 148 3c
mer-uns-cis-[Co(eddp)(S-Cys)] 522 262 370 211 3¢
540 191 378(sh) 260
fac-uns-cis-[Co(eddp)(S-Lys)] 520 179 375 150 this work
mer-uns-cis-[Co(eddp)(S-Lys)] 570 68 375 97 this work
495 103
fac-uns-cis-[Co(eddp)(S-His)] 512 51 365 148 this work
mer-uns-cis-[Co(eddp)(S-His)] 570 53 380 140 this work
500 119

*Wavelength (1) in nm. Extinction coefficient (g) in mol "dm’em™' L— represents one bidentate ligand;
(sh)=shoulder
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In a previous paper! it was reported that complexes with coordinated s-cis-
-edda-type tetradentates have the maximum of the first absorption band at a longer
wavelength than the corresponding uns-cis isomer. Also, it was noted that Co(I1l) com-
plexes with five-membered carboxylate chelate rings have the first absorption band lo-
cated at shorter wavelengths than the corresponding complexes with a six-membered
chelate ring.!1-13 Our results confirm these facts (Fig. 2, Table I).

Infrared spectra

The infrared spectra were used to confirm the structure of the isolated complexes.
The important IR data for the presently investigated uns-cis-[Co(eddp)(S-am) | com-
plexes are given in Table II.
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TABLE II. The most important IR bands (cm'l) of the investigated complexes*

Vas Vs
Complex
(COO) (COO)

fac-uns-cis-[Co(eddp)(S-Lys)] 1597 1395
mer-uns-cis-[Co(eddp)(S-Lys)] 1610(sh) 1393

1595
Jfac-uns-cis-[Co(eddp)(S-His)] 1641 1397
mer-uns-cis-[Co(eddp)(S-His)] 1636(sh) 1400

1582

*(sh)=shoulder

All of the complexes show a strong, fairly broad absorption around 1650 cm™1,
the CO-stretching region. The lack of absorption between 1700—1750 cm! indicates
that the carboxyl groups of eddp are coordinated to the central cobalt(IlI) ion and are not
present as free-acid.!4 A distinctive difference between the absorption of facial and me-
ridional isomers is observed in this region; the facial isomer has only one peak whereas
the meridional isomer has two split absorption peaks.

Also, it was demonstrated that the asymmetric stretching bands of the carbo-
xylate groups of five-membered chelate rings lie at higher energy than the correspond-
ing bands of six-membered chelate rings.!-!3 The shapes of the IR spectra of the fac and
mer isomers of the investigated uns-cis-[Co(eddp)(S-am) ] complexes in the carbo-
xylate region are consistent with their assigned geometry. The asymmetric stretching
bands of the coordinated carboxylate groups of the meridional (violet) and facial (red)
isomers lie in the expected region (i.e., 1700-1750 cm™! for free carboxylate groups
and 16001650 cm™! for coordinated carboxylate groups)!4 (Table II). The corre-
sponding symmetrical stretching bands also lie in the expected region (about 1400
cm!). The stretching bands of the amino groups are also summarized in Table II.

These facts support the conclusion that the investigated red complexes have the
facial geometry whereas the violet complexes have meridional geometry.
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U3 B O [

CHUHTE3SA 11 KAPAKTEPUSALIMIJA PALMNIJAIIHUX 1 MEPUTTMOHAJIHUX N3OMEPA
UNS-CIS-(ETUTEHIVAMUWH-N-N-IN-3-ITPOIIMOHATO)KOBAJIT(IIT) KOMIINTIEKCA CA
S-MIM3MHOM U S-XWUCTUIMHOM

JAHUJEJIA I. CTAMEHOBUH u CPERKO P. TPUPYHOBUH

Uncmuityit 3a xemujcke nayxe, [Ipupoono-mattiemattiuuku ¢akyaitieiti, Ynueepauiteii y Kpazyjesuy, i. tip. 60, 34000
Kpazyjesay

Y peakuuju HaTpujyM -uns-cis-(e THIeHInaMIH-N-N ~1-3-TIPOIHOHATO )-(KapOOHATO KO-
6anrat(Ill)- quxuppara u ogrosapajyhe amuHO-KucenHe (S-mu3nHa 1 S-xuctupuHa) Ha 70 °C,
HarpabeHa cy 06a Teopujcku ouekuBaHa ((palujaHa 1 MEPUMOHAHE) U30Mepa uns-cis-(eTu-
neHauaMuH-N-N -iu-3-nponuoHaTo)(amuHoaluaaro) kodant(Ill) kommiekca. Kommieken cy
M30JI0BaHM XpoMaTorpadicKi W KapaKTepHCaHNM Ha 6a3| pesyiraTa eleMeHTalHe MUKpOoa-
HaJIu3e, Kao M MPIMEHOM eJICSKTPOHCKE allCOPIINOHE 1 MH(ppalPBeHEe CHEKTPOCKOIH]e.

(ITpumsbeno 14. HoBemOpa 2001)

REFERENCES

1. D.J. Radovanovi¢, Coord. Chem. Rev. 54 (1984) 159
2. T. J. Sabo, S. R. Trifunovi¢, J. Serb. Chem. Soc. 61 (1996) 1179
3.(a) T.J. Sabo, S. R. Grguri¢, D. M. Mini¢, S. R. Trifunovié, J. Coord. Chem. 44 (1998) 47
(b) S. R. Grguri¢, S. R. Trifunovi¢, T. J. Sabo, J. Serb. Chem. Soc. 63 (1998) 669
(c) S. R. Trifunovi¢, J. M. Disi¢, T. J. Sabo, Synth. React. Inorg. Met-org. Chem. 29 (1999) 1673
4.7.1j. Tegié, S. R. Grguri¢, S. R. Trifunovié, D. M. Milojkovié, T. J. Sabo, J. Plan. Chrom. 10 (1997)457
5. H. Kawaguchi, N. Maruyama, T. Ama, T. Yasui, Bull. Chem. Soc. Jpn. 65 (1984) 175
6. R. L. Fanshawe, A. G. Blackman, /norg. Chem. 34 (1955) 421
7. A. G. Blackman, C. R. Clark, R. L. Fanshawe, XXX1I Int. Conf. on Coordination Chemistry, Santi-
ago de Chile (1997) p. 72
8. M. Okabayashi, K. Igi, J. Hidaka, Bull. Chem. Soc. Jpn. 52 (1979) 753
9. K. Akamatsu, T. Komorita, Y. Shimura, Bull. Chem. Soc. Jpn. 55 (1982) 140
10. K. Akamatsu, T. Komorita, Y. Shimura, Bull. Chem. Soc. Jpn. 55 (1982) 2390
11. D.J. Radanovi¢, M. 1. Djuran, V. D. Mileti¢, R. R. Parijez, J. Serb. Chem. Soc. 50 (1985) 99
12. (a) F. Basolo, C. J. Ballhausen, J. Bjerrum, Acta Chem. Scand. 9 (1955) 810
(b) Y. Shimura, R. Tsuchida, Bull. Chem. Soc. Jpn. 29 (1956) 311
13. M. B. Celap, S. R. Niketi¢, T. I. Janji¢, V. N. Nikoli¢, Inorg. Chem. 6 (1967) 2063

14. K. Nakamoto, Infrared and Raman Spectra of Inorganic and Coordination Compounds, Wiley,
New York, 1986

15. H. Nazakawa, H. Ohtsuru, H. Yoneda, Bull. Chem. Soc. Jpn. 60 (1987) 525
16. D.J. Garnett, D.W. Watts, /norg. Chem. 8 (1974) 293.



