846 Inorg. Chem. 1982, 21, 846

through the nitrogen atom (Co—NS) and not through the sulfur
atom. The oxidation of the Co—INS moiety with oxygen may
lead to the formation of two possible products CoONSO~ (linear
thiazate) or CoN(O)S~ (thionitro), which could be distin-
guished by IR spectrum.!® Thus the bands due to asymmetric,
symmetric stretching, and bending modes of the coordinated
thiazate group (NSO™) appear at 1160, 1060, and 565 cm™,
respectively, and those of thiazate ion (linear NSO~ group)
at 1270, 990, and 515 cm™, respectively. It is therefore
presumed that the ligand NSO~ in the cobalt complex is
bonded not as thiazate but in the thionitro
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o
1

form. The far-IR spectrum of (I) showed two bands at 355
and 390 cm™! assigned to ¥(Co—Cl).

The complex was prepared a number of times. In each case
the melting point of the compound was found in the range £2
°C. Under the experimental conditions the possibility of
formation of a mixture of many geometrical isomers exists.
However, the consistancy of the product suggests that it is one
of the many possible isomers.

The reduction of trithiazyl trichloride to tetrasulfur tetra-
nitride by iron!! and copper!? has been reported recently, but
no one has used a complex for the reduction of (NSCl),. This
novel route for the preparation of S;N, is of importance since
it is one of the most valuable starting materials for preparing
other inorganic sulfur-nitrogen compounds.
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We wish to correct two labeling errors in our previously
published paper! having the above title and to make two ad-
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Figure 1. Numbering system for BgH,?" valence structures.

ditions, prompted by recent interest>’ in these topological
three-center bond structures.

For B¢H,, the doubly degenerate valence structure should
be labeled as 1-2,2-6. For hypothetical BgH3?~ of D, sym-
metry, the labeling should read 1-2,1-5,5-8. These errors
arose from translation of the numbering system used in the
computer program into the conventional numbering system
of the publication.! The computer program itself produced
correct results, and in particular yielded correctly both the
number and the topology of these valence structures.

The first addition is the list of two-center, three-center
valence structures for BgHg of D,; symmetry, which is con-
nected as shown in Figure 1. We list here the type (a—e),
two-center bonds, and number of equivalent structures (in
parentheses) as follows: a, 12,47,48 (4); b, 12,48,67 (2); c,
12,48,78 (4); d, 23,26,56 (2); e 25,26,36 (2). Thus, there are
14 valence structures.

The second addition concerns B,,H,,>, for which we refer
the reader to the publication by Gielen.? Our program has
selected 240 structures as follows: 20 of type 27,%, 20 of type
27, (both of C; symmetry); 60 of type 31*, 60 of type 31-
(both of C, symmetry); 20 of type 39 (of C;, symmetry); and
30 of type 40%, 30 of type 40~ (both of C, symmetry). Gielen’s
paper contains a complete specification of the two-center and
three-center bonds in these valence structures. Thus, our 240
structures correct the 5430 structures proposed by Gielen? and
the 132 structures of an incomplete study supplied by us at
the request of Aihara.’ Finally, in all of our valence structures
the specification of locations of single bonds is sufficient to
establish uniquely the positions of three-center bonds.
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