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Midair transformations of aerosols

Atmospheric aerosols are tiny solid or liquid particles suspended in the air that have major impact on climate, air quality, outdoor visibility and human health. Aerosols are directly emitted by natural sources and human activities but can also be formed from gaseous precursors. Therefore, their composition is extremely variable, and common aerosols are composed of sea salt, dust, soot, organic carbon, ice, water droplets, and complex mixtures of them. On the aerosol surface, water vapor and other gaseous compounds adsorb and react to form new compounds that have the capacity to influence the atmospheric chemical cycles.(1, 2) However, little is known about this chemistry despite the importance it has for improving current air quality and climate models. On page X of this issue, Kong et al.(3) describe an aerosol surface-driven reaction of great atmospheric relevance, presenting also interesting potential industrial applications. They have discovered that ammonium sulfate crystals exposed to water vapor spontaneously form elemental sulfur and nitrogen gas on their surface, a chemical transformation that is known to be unfavorable in conventional aqueous solution. Ammonium sulfate is a major component of continental aerosols and plays a role on cirrus cloud formation.(4) Although natural sources can produce ammonium sulfate aerosols, human activities are the main cause. In the troposphere, ammonia, emitted from agriculture, combines to sulfuric acid (a main component of acid rain) generated by sulfur dioxide emissions from fossil fuels combustion. The resulting ammonium sulfate salt may consist of aqueous solutions or crystallized particles, depending on air humidity and temperature. Kong et al. have studied the behavior of ammonium sulfate crystals exposed to varying concentrations of water vapor with an experimental technique called ambient pressure X-ray photoelectron spectroscopy. It allows measuring the binding energy of inner electrons in sulfur and nitrogen atoms on the crystal surface, which is a signature of the compound these atoms are involved in. In dry conditions, only the expected signatures for sulfate and ammonium ions are observed. However, when the relative humidity increases (up to 48%), the salt partially dilutes over the surface, and an unexpected chemistry occurs producing elemental sulfur, bisulfide ions, nitrous acid and ammonia. If the relative humidity is further increased to the deliquescence threshold of 78%, when the salt completely dissolves in water and the system turns to an aqueous solution, there is a transient period during which elemental sulfur dominates the spectra and nitrogen signals vanish. Progressively, however, sulfate, ammonium and ammonia signals appear again, and a new steady state is reached. The assignment of the signals and important aspects of the underlying transformation mechanisms have been guided and supported by quantum chemistry and molecular dynamics calculations.

The authors have concluded that spontaneous sulfate-reducing ammonium oxidation (SRAO) reaction is at play in the limited hydration conditions prevailing during aqueous dilution of the salt on the surface. However, SRAO does not happen in dry conditions or when the salt is completely dissolved. The final products of the SRAO reaction are elemental sulfur and nitrogen gas. The latter is not detected in the experiments carried out by Kong et al. likely because it has a low water solubility and escapes to the gas phase as it is being formed. The ease with which the SRAO process occurs in the aqueous layer at the vapor-crystal interface is remarkable because it is an unfavorable reaction that does not take place spontaneously under ordinary conditions. For instance, biocatalysts must be used in current wastewater treatment applications.

The atmospheric implications of these findings are at least twofold. First, they suggest that in humid air highly oxidized sulfur compounds (such as sulfate) may spontaneously be reduced, i. e. converted to less oxidized compounds (elemental sulfur, bisulfide). This new chemistry is unexpected in the atmosphere, which is an oxidizing medium, and is likely to shape our current understanding of the sulfur cycle. Second, nitrous acid has been identified as an intermediate product, which is a key atmospheric precursor of the extremely reactive hydroxyl radical, the so-called "atmosphere's detergent", whose concentration is underestimated by existing models. Thus, SRAO reactions on sulfate ammonium aerosols could represent a possible additional source of this species.

The broader significance of the work relates to the "on water catalysis" phenomenon,(5) consisting in the rate acceleration of chemical reactions at water surfaces (e.g. water droplets, thin water films) and aqueous interfaces (e.g. oil-in-water microemulsions).( 6) Though still incompletely understood, this phenomenon is illustrated by several chemical (7) and photochemical (8,9) processes on atmospheric aqueous aerosols. Exciting results have also been reported in the field of prebiotic chemistry since the interfaces formed by water droplets coated with an organic film share similarities with cell membranes, and could have favored the processes that led to the origin of life on Earth.( 10) Moreover, chemistry "on water" has raised increasing interest for applications in organic synthesis using dispersed aqueous systems [START_REF] Serrano-Luginbuhl | [END_REF] or sprayed aqueous microdroplets (12), for instance. Difficult reactions "in water" have been found to proceed easily "on water", the spontaneous oxidation of water to hydrogen peroxide being an outstanding example. [START_REF] Lee | Proc. Natl. Acad. Sci. USA[END_REF] These results are extremely interesting for industrial applications because they open avenues for the development of efficient synthetic approaches in green chemistry, avoiding the use of organic solvents.

Why some unfavorable chemical reactions are boosted at aqueous interfaces? There is no simple answer to this question but it has been shown that fundamental molecular properties such as the oxidation potential [START_REF] Martins-Costa | [END_REF] or the acidity(15) change when the species it adsorbed at an aqueous interface. The local electric fields associated to the structural asymmetry of the interface are probably key in explaining such modifications. The alignment and confinement of the reagents, or the large surface to volume ratio exhibited by microscopic systems are for sure other important factors that need to be taken into account for understanding the "on water catalysis" effect. These issues are being intensely debated in the literature (6) and future research should aim at clarifying their respective contribution. In this regard, the parallel study of selected reactions with different experimental techniques and elaborated theoretical molecular simulations would be most valuable.