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Figure S1. Top: the amino acid sequence of human haptoglobin pre-protein (P00738). The 
sequences of the light (L) and heavy (H) chains are highlighted in blue and red, respectively. The 
segment highlighted in purple corresponds to the additional insert present in the light chain L*. 
The black brackets show the disulfide bonds; arrows indicate the external disulfide bonds (L-L, L-
L* and L*-L*). Bottom: schematic representations of the quaternary organization of haptoglobin 
oligomers.

Figure S2. ESI mass spectra of 5 μM aqueous (150 mM ammonium acetate) solution of hTf 
before (the blue trace) and after modifying the solvent with of 6% mNBA (the red trace). The 
“supercharged” protein ions at charge state +29 were isolated (the black trace) and subjected to 
limited charge reduction producing a well-defined ladder extending to the charge state +21 (the 
purple trace).

Table S1. Measured masses of the most abundant ionic species representing different Hp/Hb 
complexes.
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Figure S1. Top: the amino acid sequence of human haptoglobin pre-protein (P00738). The 
sequences of the light (L) and heavy (H) chains are highlighted in blue and red, respectively. The 
segment highlighted in purple corresponds to the additional insert present in the light chain L*. 
The black brackets show the disulfide bonds; arrows indicate the external disulfide bonds (L-L, L-
L* and L*-L*). Bottom: schematic representations of the quaternary organization of haptoglobin 
oligomers.
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Figure S2. ESI mass spectra of 5 μM aqueous (150 mM ammonium acetate) solution of hTf 
before (the blue trace) and after modifying the solvent with of 6% mNBA (the red trace). The 
“supercharged” protein ions at charge state +29 were isolated (the black trace) and subjected to 
limited charge reduction producing a well-defined ladder extending to the charge state +21 (the 
purple trace).



S4

Table S1. Measured masses of the most abundant ionic species representing different Hp/Hb 
complexes.

Hp 1-1 Hp 2-1

Expected mass1.1

158.1 kDa

Expected mass1.1

153.9 kDa
(α*β*)2H2L2 Expected mass2

158.0 kDa

Measured mass 
w/ supercharging

160±2.9 kDa Expected mass1.2

155.9 kDa

Measured mass 
w/ supercharging

154±2.5 kDa

N/A
Expected mass1.1

236.5 kDa
(α*β*)3H3L2L*

N/A

N/A Expected mass1.2

240.5 kDa

Measured mass 
w/ supercharging

241±3.9 kDa

N/A
Expected mass1.1

319.3 kDa
(α*β*)4H4L2L*2

N/A

N/A Expected mass1.2

325.2 kDa

Measured mass 
w/ supercharging

336±4.3 kDa
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