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Fig. 10. Online ESI mass spectra of HPLC fractions from 2 mM aqueous solutions of 

[(η6-hmb)Ru(en)I][PF6] (9) and [(η6-hmb)Ru(en)N3][PF6] (14). Two singly-charged 

ion peaks were observed for the fractions eluting at 3.76 min for both complexes (for 

HPLC traces, see Fig. 9). The ion peak at m/z 323.0 is assignable to the hydrolysis 

product [(η6-hmb)Ru(en)(H2O)]2+ after loss of the aqua ligand and a proton (calc. m/z 

323.1 for [(η6-hmb)Ru(en)(H2O)]2+ - H2O - H+), and the ion peak at m/z 437.1 

corresponds to a TFA adduct of the aqua product (calc. m/z 437.1 for [(η6-

hmb)Ru(en)(H2O)]2+ - H2O + TFA-). TFAH is the ion-pairing reagent used for the 

HPLC separation. For the second fraction at 11.32 min of 9, one singly-charged ion 

peak at m/z 450.8 was detected, assignable to the intact cation [(η6-hmb)Ru(en)I]+ 

(calc. m/z 451.0). For the second fraction at 7.78 min of 14, two singly-charged ion 

peaks at m/z 323.1 and 366.1 were detected. The former results from the loss of the 

leaving group N3 from the cation [(η6-hmb)Ru(en)N3]+ and the latter corresponds to 

the intact cation [(η6-hmb)Ru(en)N3]+ (calc. m/z 366.1). 
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