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Coapwmd III, Os(@,H,CE=NMe),(CO)2, is the product expected 

by analogy with the ruthenium work, but the low yield (1%) made 

characterisation difficult. However, better yields from FhCB$i?Ie2 

(see later) allowed full characterisation which showed that it is 

in every way amilogous to ;iu(o-CgY~C~=~e)2(C0)2 C+]. The CO_groups 

a:? cis as seez I"rom the two eCy.lEdig intense _- -,(CO) absorptions at 

2002 and 1937 cm-' and the C6H4CH=??xe ligands are inequivalent (see 

% n.m.r, data in Table 1). Accordirglg the molecule must have the 

s-xucture shown with one CO trans to OS-C and the other trans to 

OS-X. The o-G& CiI=?!e - ligands in III s.ze sdfidientlg different to 

allOX a ?.O p._D-m. separation of the methyl signals in the 'B Il.m.r. 

xi-ch one of *De sFgxals (_= 5.77) at ah ~usus.llg low stift. The two 

r?~t?ql groups are expected 50 experience quite different shielding by 

tie x-electrons of the other iig~d. 

Triosminm Derivatives ol' Tertiary Lmines 

The two amines we have examined, >me- and FhCY NT?e2, 
3 2 react very 

Slmii~ig with Osj(CO),, giving only product- < with mulzi~le C4 

boxds. Vazious reaczior; contir;iors were eagloged. N ,N-Dimethyl~oenzgl 

-&ne was reacted with OS+CO)~~ io reflu-tirg decane or dekalin with 

CO bubbling through or in refluxing dekalin under nitrogen. Trimethy 

-amine was gassed t'hrough a refluxing solution of 0sj(CO)q2 in nonane 

or was condensed witi 'nexz.re a& OS~(L!O),, in 2 glass tube at -173 OC 

which was sealed under vacuum and subseauentlg heated at ?70 OC. Bo 

method gave anythiug but poor yields of the compounds in Table 2 

(see Zqerimeatal Secxion). 

The very minor products 30s 
3 
X(C0) 1. (X = NE2 or OE) are probab 

derived from wo=ia md -dater as inmrizies kc the trimethylamine. 

Water is 'known to react with OS~(CO)?~ to give ~OS~(OY)(CO)~~ C71 amd 

the reaction with ammonia is like the first step of the reaction of 

aniline with Os3(CO),,2 to give HOS~(LWEF~)(CO)~~ C83. Our attempts to 

react mania wiT;h CJS~(CO)~~, however, gave an intractable mixture 

of osmium compounds which probabig contain ligands derived by 

condensation of NB 
3 

with CO. All other products in Table 2 are 

derived fron tertiary amines. (Continued on p. 133) 
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as eluant follotied bg a Fetroluem ether/chloroform mixture ( U_D to 

9% br volume) to give three yellow bands which gave compounds I 

(O-037 g, 'iE%c/c), m.2. 152-5 OC, II (O.O?l g, 5%), n.~. ITS-9 OC, 

3x& III (0.004 g, ?%), all as yellow solids. 

*=-action of O- ALI “joq2-__ wir;‘r N,N_D~e~h7lbenz~l~=line. -X- 

CO was passed through a refluxing solution of Cs 3\CO)q2 (0.198 g) am 

~~,~;-dime~~l~e3zgla3ine (2 cm3) in refluxing decane (23 .m.3) for 

over 48 h untii changes in the infrared spectrum around 2000 cm 
-1 

sho*riei t3at most of the 0s3(C01'i2 had reacted. After evaporation ta 

dqness under reduced pressu-Fe the residue was separated by layer 

chromatography (silicaj using I;ertane as eluant. The two most intens& 

:~+I~o:J -sands and the material 011 r;ie base line were tr- csized fur-r;her 

E.z fOliO'~s_ 2ln_S CO? reliO;ii band '.<a~ rechromatographed to give I 

(O.OZ g, ‘l’lj,) co=takCng traces of OS~(CO),,~. The solid residue 

from the second yello>: -oar-d >:as washed with a small amount of cold 

zente.ne until the :ias'hings -were no longer inteslse j-ello?l. The solid 

yellorJ mar;erial remaining was coml_oound XII (0.016 g, 6%) while the 

-.-;ashings contained IX. The material on the base line after 

rechromatography gave (EhC92)2h71e (0.003 g), identified bg elemennai 

I-- 
analysis and =1 n.m.r. 

’ similar reaction under CO -^ in refluxing dekalin gave traces 

of I, XII (13%), and III (656:. Under N2 a similar treatment gave 

traces of I, XII (15?4), axd III (8yA). Little or no reaction of 

E‘X4$?e2 with Osj(CO),2 was observed in refluxing octane or nooane. 

zeactioa of Osj(CO)q2 with. Trimethyiamine. - 

Kethod 1 

'TriESZh~iWe was passed over KOFi pellets and through a refluxing 

solution of 0s 3@")12 (0.166 g) in nonane (25 cm3) for 7 h b;- WhiCh 

time the infrared spectrum indicated that most of the 0~3(CO)~2 had 

reacted. The reaction solution was d ecanted from a bro>:n solid 

:-itich was washed with chloroform. Solvent was removed from the 

combined solution and xashings and the residue chromatographed as 

shna=a in rivn fY fC3 ITGi e ZcFl VTTT 1n n-l-l z cmi\ za?.a YT Cn AnQ c cc: 
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