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            Abstract
The thermodynamic behaviour of small particles differs from that of the bulk material by the free energy term Î³Aâ€”the product of the surface (or interfacial) free energy and the surface (or interfacial) area. When the surfaces of polymorphs of the same material possess different interfacial free energies, a change in phase stability can occur with decreasing particle size1,2. Here we describe a nanoparticle system that undergoes structural changes in response to changes in the surface environment rather than particle size. ZnS nanoparticles (average diameter 3â€‰nm) were synthesized in methanol and found to exhibit a reversible structural transformation accompanying methanol desorption, indicating that the particles readily adopt minimum energy structural configurations3,4. The binding of water to the as-formed particles at room temperature leads to a dramatic structural modification, significantly reducing distortions of the surface and interior to generate a structure close to that of sphalerite (tetrahedrally coordinated cubic ZnS). These findings suggest a route for post-synthesis control of nanoparticle structure and the potential use of the nanoparticle structural state as an environmental sensor. Furthermore, the results imply that the structure and reactivity of nanoparticles at planetary surfaces, in interplanetary dust5 and in the biosphere6,7, will depend on both particle size and the nature of the surrounding molecules.
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                    Figure 1: Diagram showing the experiments (A, B and C) performed in this and related work3,4.[image: ]


Figure 2: A reversible structural change associated with methanol desorption.[image: ]


Figure 3: The effect of water binding on the structure and size of uncapped ZnS nanoparticles in methanol.[image: ]


Figure 4: Wide-angle X-ray scattering (WAXS) observation of water binding.[image: ]


Figure 5: Molecular dynamics predictions of the structure of a 3â€‰nm ZnS nanoparticle.[image: ]
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