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Abstract : Organomanganese bromide reagents have been prepared in high yields in ether from organomagnesium or 
organolithium compounds and manganese bromide. The preparation must be pedormed in the presence of lithium bromide 
which allows to dissolve the manganese bromide in ether. Organomanganese bromide reagents react quite similarly to their 
iodide analogous. For synthetic applications they present the &vantage to be clear& cheaper and often more stile. 

These last years, we have shown that, in ether, organomanganese iodide reagents can be acylated, hydroxyalkylated, 
carbonated.. . in very high yieldsz. They are especially interesting for their chemoselectivity. However for large scale 
preparative chemistry, organomanganese iodide reagents present the inconvenient to be prepared from manganese 
iodide, an expensive material as all iodine derivatives. 
On this account, we have envisioned to use manganese bromide instead of manganese iodide. Let us recall that this 
was not obvious since manganese bromide is not soluble in ether. So, as yet, all our attempts to prepare 
organomanganese bromide reagents from organomagnesium compounds have led to unsatisfying and unreproducible 
yields ranging from 30 to 60~3. Now we report a way to solve this problem. 
To circumvent the previous difficulties, we have tried to solubilize manganese bromide in ether by addition of 
various complexing agents. Thus, we have discovered that manganese bromide dissolves easily in an ethereal 
solution of lithium bromide at room temperature. Very likely, an “ate complex” such as MnBr$i is formed as in the 

case of the solubilization of the manganese chloride in THF4. It is important to point out that the commercial 
anhydrous lithium bromide cannot be dissolved in ether, consequently, to have a solution of lithium bromide, it is 
necessary to prepare it directly in this solvent (e.g. 2 Li + Bq =+ 2 LiBr ). 

MnBr, + LiBr (ethereal solution) 
Ether; 20°C 

- MnBrt; LiBr (solution) 
30 min. to lh 

As expected, organomagnesium compounds readily react with this manganese bromide-lithium bromide complex5, 
in ether, to give the corresponding organomanganese reagents in high yields. Indeed, the reaction mixture is 

homogeneous and the manganese-magnesium exchange occurs rapidly between 0 and 20°C. 

MnBrz; LiBr (solution) 
RMgX 

- RMnBr (MgXBr; 2 LiBr) 
0 to 2OT 

Instead of preparing a solution of lithium bromide in ether as above, it is more convenient to use commercial lithium 
bromide (in solidfom) as follows: 
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