ZUSCHRIFTEN

at 25°C. Phosphate buffer (50 mM, pH 8.0) was used as the running buffer.
The chromatograms were monitored by UV absorption at 200 nm. Samples
were injected into the capillary by high pressure nitrogen (20 psi) for 3s.
The capillary was regenerated by washing with 0.1m NaOH for 5 min after
purging with doubly distilled water for 3 min.

Neuraminidase Hydrolysis: Partially lactonized samples (10 pg) in ammo-
nium acetate buffer (100 mm, pH 5) were digested with neuraminidase
(1 mU) from Anthrobacter ureafaciens in 20-pL. CE vials at room temper-
ature. The progress of hydrolysis was monitored at each time interval by
HPCE.

Received: July 23, 1999 [Z13374]

[1] a) R. Yamasaki in Polysialic acid: From Microbes to Man (Eds: J.
Roth, U. Rutishhauser, F. A. Troy II), Birkhéduser, Basel, 1993, pp. 1 -
9; b) H.J. Jennings, J. R. Brisson, M. Kulakowska, F. Michon in
Polysialic acid: From Microbes to Man (Eds.: J. Roth, U. Rutishhaus-
er, F. A. Troy II), Birkhduser, Basel, 1993, pp. 25-38; ¢) M. Muhlenh-
off, M. Eckhardt, R. Gerardy-Schahn, Curr. Opin. Struct. Biol. 1998, 8,
558-564; d) W. Egan, T.-Y. Liu, D. Dorow, J. S. Cohen, J. D. Robbins,
E. C. Gotschlich, J. B. Robbins, Biochemistry 1977, 16, 3687 —3692.

a) U. Rutishhauser, L. Landmesser, Trends Neurosci. 1996, 19, 422 —
427;b) J. Z. Kiss, G. Rougon, Curr. Opin. Neurobiol. 1997, 7, 640 — 646;
¢) U. Rutishhauser, Curr. Opin. Cell Biol. 1996, 8, 679-684; d) H.
Shen, M. Watanabe, H. Tomasiewicz, U. Rutishhauser, T. Magnuson,
J. D. Glass, J. Neurosci. 1997, 17, 5221 -5229.

a) A. Acheson, J. L. Sunshine, U. Rutishhauser, J. Cell Biol. 1991, 48,
143-153; b) U. Rutishhauser in Polysialic acid: From Microbes to
Man (Eds.: J. Roth, U. Rutishhauser, F. A. Troy II), Birkhéuser, Basel,
1993, pp. 215-227.

[4] a) H. Baumann, J. R. Brisson, F. Michon, R. Pon, H.J. Jenning,
Biochemistry 1993, 32, 4007 -4013; b) J. Hayrinen, H. J. Jenning, H. V.
Raff, G. Rougon, N. Hanai, R. Gerardy-Schahn, J. Finne, J. Infect. Dis.
1995, 171, 1481 -1490.

[5] a) M. R. Lifely, A.S. Gilbert, C. Moreno, Carbohydr. Res. 1981, 94,
193-203; b) M. R. Lifely, A. S. Gilbert, C. Moreno, Carbohydr. Res.
1984, 134, 229 -243.

[6] a)S. K. Gross, M. A. Williams, R. H. McCluer, J. Neurochem. 1980,
34,1351 -1361; b) L. Riboni, S. Sonnino, D. Acquotti, A. Malesci, R.
Ghidoni, H. Egge, I. Mingrino, G. Tettamanti, J. Biol. Chem. 1986, 261,
8514 -8519; ¢) I. Kawashima, M. Kotani, H. Ozawa, M. Suzuki, T. Tai,
Int. J. Cancer 1994, 58, 263 -268; d) W. Kielczynski, R. K. Bartholo-
meusz, L. C. Harrison, Glycobiology 1994, 4, 791 -796.

[7] H. 1. Jennings, Curr. Top. Microbiol. Immunol. 1990, 150, 97 -127.

[8] M.-C. Cheng, C.-H. Lin, K.-H. Khoo, S.-H. Wu, Angew. Chem. 1999,
111,743 -746; Angew. Chem. Int. Ed. 1999, 38, 686 —689.

[9] Y. Zhang, C. Y. Lee, J. Biol. Chem. 1999, 274, 6183 -6189.

[10] “The Anomeric Effect and Associated Stereoelectronic Effects™:
G. R. J. Thatchen, ACS Symp. Ser. 1993, 539, chap. 2.

[11] a) R. K. Yu, T. A. W. Koerner, S. Ando, H. C. Yohe, J. H. Prestegard,
J. Biochem. 1985, 98, 1367 -1373; b) B. Maggio, T. Agria, R. K. Yu,
Biochemistry 1990, 29, 8729 —8734.

S

=

792 © WILEY-VCH Verlag GmbH, D-69451 Weinheim, 2000

Octahedral Coordination of an Iodide Ion in an
Electrophilic Sandwich**

Hans Lee, Martin Diaz, Carolyn B. Knobler, and
M. Frederick Hawthorne*

Until now, no discrete six-coordinate iodide (— 1 oxidation
state) sandwich species has been reported. A limited number
of octahedral complexes such as [IVUF,]*,[1 [IVI(OH),]*,2
and [IVF,] B! (distorted octahedral) with iodine in a formal +7
or +5 oxidation state are known. Multidentate Lewis acidic
hosts form four- to six-coordinate iodine species, with iodine
in a formal —1 oxidation state.™* The field of anion host—
guest chemistry offers prospects for molecular recognition,
anion transport, and catalysis.-]

Penta-, tetra-, and tridentate organomercury receptors
form complexes with halide anions and a variety of neutral
electron-rich species. The cyclic pentameric [(CF;),CHg]s
coordinates two halide anions (Cl-, Br~, I"), one above and
one below the center of the cavity.[> ® Similarly, tetrameric 12-
mercuracarborand-4 (C,B,,H;(Hg), can also bind two iodide
ions, while the smaller chloride and bromide ions usually
reside within the cavity to produce 1:1 host—guest com-
plexes.’l Trimeric perfluoro-o-phenylenemercury coordinates
halide ions in a 1:1 stoichiometric ratio of trimer:halide. The
halide ions are situated above and below the cavity to form an
infinite bent polydecker structure with the composition [(o-
C¢FHg);X]- (X=Cl, Br, I) and a distorted octahedral
geometry around the anion.[® 1

Here we report the synthesis and structural characteriza-
tion of the first discrete octahedral sandwich complex [1,-1] ",
composed of two electroneutral trimeric B-hexamethyl-9-
mercuracarborand-3 [9,12-(CH;),-C,B,,HgHg]; (1) receptors
which simultaneously coordinate an iodide ion in a sandwich
fashion.

The reaction of Lil with 1 results in the sandwich complex
[1,-I]" in 82% yield. Li[1,-1I] is an air- and moisture-stable
crystalline solid. The 'H, 3C, and "B NMR spectra revealed
that [1,-I]~ has a highly symmetrical structure, with chemical
shifts nearly identical to those of the empty host LIl The
19Hg NMR spectrum of [1,- I]~ in acetone exhibits a singlet at
0 = —957, with no evidence of the empty host 1(6 = —1158).11]
A downfield shift relative to the signal of 1 is diagnostic of
coordination of a guest to the mercury atoms of 1. The Hg
NMR chemical shifts of similar complexes of organomercury
compounds exhibit strong dependencies on the nature of the
solvent and the concentration of the complex."l Li[1,- 1] has a
19Hg NMR chemical shift which is essentially independent of
concentration at room temperature. This observation suggests
that the solid-state structure of Li[l,-I] is maintained in
solution.’l The negative-ion fast atom bombardment (FAB)
mass spectrum exhibits a peak centered at m/z 2351, with the
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correct isotopic pattern for [1,-I]~, and an anion envelope at
m/z 1239, which corresponds to [1-I]-. The diiodide complex
[Li(1-1,)] is not observed by negative-ion FAB-MS or "Hg
NMR spectroscopy. The [1-1]~ species at m/z 1239 is pre-
sumed to arise from cleavage of [1,-1]~, since only a single
sharp signal is observed in the ?Hg NMR spectrum of the
latter.

A single crystal of [Li(H,0),][1,-I]-2 CH;CN, grown from
acetonitrile/acetone, was selected for an X-ray diffraction
study (Figure 1).%! The centrosymmetric trimeric complex

Figure 1. Structure of [1,-I]- (ORTEP plot; hydrogen atoms omitted for
clarity). Selected distances [A] and angles [°]: Hgl ---1 3.2492(5), Hg2 -1
3.2549(5), Hg3 -1 3.2728(5); Hgl-T-Hgl’ 180, Hgl-I-Hg2 69.95(1), Hgl-I-
Hg3 69.07(1), Hg2-I-Hg3 69.81(1), Hgl-I-Hg2' 110.05(1), Hgl-I-Hg3'
110.93(1), Hg2-I-Hg3’ 110.19(1).

[1,-I]" contains an iodide ion coordinated to six mercury
atoms. The lithium ion is located on an inversion center and is
coordinated to the oxygen atoms of four water molecules. The
two trimeric hosts of [1,-I]~ are inverted with respect to one
another and separated by 4.902 A. The iodide ion is located
almost equidistant from each of the six mercury atoms
(Hg---1 3.2492(5), 3.2549(5), 3.2728(5) A) at less than the
sum of the van der Waals radii (3.89 A).4151 [1,-1] has
shorter Hg--- I distances than the cyclic trimeric perfluoro-o-
phenylenemercury iodide complex mentioned before (3.331 -
3.487 A)6l and the B-octamethyl-12-mercuracarborand-4
diiodide complex (3.438(4), 3.335(3) A).l7) The three mercury
atoms of 1in [1,-I]~ are arranged in a near-equilateral triangle
(Hg---Hg 3.7285(8), 3.6975(7), 3.7352(7) A; Hg-Hg-Hg
59.39(1), 60.21(1), 60.39(1)°). The Hg---1I interactions and
steric hindrance of the opposing icosahedra contribute to the
observed deviation from linearity of the C-Hg-C angles
(169.0(5) to 171.0(5)°) relative to those of the uncomplexed
host 1 (172.7(6) - 174.9(6)°).I"") The Hg-C-C-Hg torsion angles
indicate the coplanarity of these four atoms, with values equal
to or smaller than 1°.

The coordination of the iodide ion in [1,-I]- must arise
from the interaction of its filled p orbitals with empty mercury
p orbitals that have the proper orientation to form three
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equivalent py,-p;-py, three-center, 0
two-electron bonds and a sand-
wich structure (Figure 2).

Experimental Section

Li[1,-1]: A solution of 1M'(0.50g, OOQ
0.45 mmol) in acetone (40 mL) was treat- D

ed with Lil (0.15 g, 1.12 mmol) at room
temperature for 12 h. The solvent was
removed under vacuum, and the residual
solid was washed with water and then
extracted with diethyl ether (3 x 25 mL).
The combined organic phase was dried
over anhydrous magnesium sulfate and
filtered. The solvent was removed under
vacuum to give Li[l,-I] in 82% yield.
[Li(H,0),][1,-1]-2CH,CN is formed on
repeated recrystallization from acetonitrile/acetone; m.p.>300°C.
'"H NMR (400 MHz, acetone, 25°C): d=3.0-1.0 (B—H), 0.05 (CH;);
BC{'H} NMR (90 MHz, [Dg]acetone, 25°C): d =89.4 (carborane-C), 0.81
(brs, CHs); "B{'H} NMR (160 MHz, [D¢]acetone, 25°C, external BF;-
Et,0): 6=10.7, —3.3, —8.0 (2:2:6); ”Hg{'H} NMR (89.6 MHz, [Dg]ace-
tone, 25°C, external 1.0M PhHgCl in [D{]DMSO): 6 = —11871"% upfield
from neat Me,Hg): 6 = —957; negative-ion FAB-MS: m/z (%): 2351 (5)
[1,-17], 1239 (100) [1-1I7].

Figure 2. Orbital represen-
tation of [1,-I]~ illustrating
the three-center, two-elec-
tron bonds.
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