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Figure S1. Scanning electron microscopy images of ESI capillary tips used in laser droplet
heating experiments. Three different tip sizes were used, having diameters of 24.3 um (a.), 8.60
um (b.), and 4.10 um (c.).
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Figure S2. Zoomed mass spectra of holomyoglobin acquired at a solution temperature 45 °C in
pH = 9.0 ammonium acetate. Peaks corresponding to apomyoglobin (aMb) begin to appear in the
mass spectrum at temperatures above 45 °C. The 11+ aMb species is annotated in the mass
spectrum.
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Figure S3. Drift time distributions of hMb 8+ ions at increasing temperatures (25, 71, 79, and 85
°C (left)), laser power (0, 20, 25, 29 W (middle)) and collisional activation 6, 25, 40, and 60 V
(right)). All samples were prepared in 10 mM ammonium acetate (pH = 9), and electrosprayed
from ~ 8 pm emitters.
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Figure S4. Drift time distributions of hMb 11+ ions at increasing temperatures (25, 71, 79, and
85 °C (left)), laser power (0, 20, 25, 29 W (middle)) and collisional activation 6, 25, 40, and 60
V (right)). All samples were prepared in 10 mM ammonium acetate (pH = 9), and electrosprayed

from ~ 8 um emitters.
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Figure SS. Drift time distributions of hMb 13+ ions at increasing temperatures (25, 71, 79, and
85 °C (left)), laser power (0, 20, 25, 29 W (middle)) and collisional activation 6, 25, 40, and 60
V (right)). All samples were prepared in 10 mM ammonium acetate (pH = 9), and electrosprayed
from ~ 8 um emitters.
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