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The power of microdroplet photochemistry

Xiaowei Song@ and Richard N. Zare ®*

This study presents compelling evidence demonstrating that irradiation of the air—solution interface,
whether achieved through the spraying of microdroplets into the air or by bubbling air through

a solution, significantly accelerates the rate of photochemical reactions by orders of magnitude
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compared to identical reaction conditions in bulk solutions. We propose this approach as a novel and

versatile method for harnessing solar energy in chemical transformations.
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While most photochemical reactions are conventionally conducted
in laboratory settings using liquid samples, this approach poses
notable challenges. In bulk solutions, uneven distribution of radi-
ation arising from absorption is a common issue, often addressed
through microflow reactors that limit the thickness (pathlength) of
the liquid sample." However, the presence of solvent introduces
sluggishness to the process. Photoexcited molecules frequently
collide with surrounding solvent molecules, dissipating absorbed
energy before chemical reactions can occur. Furthermore, even if
a photochemical reaction does take place, the resulting photo-
fragments are often confined by solvent molecules, leading to
undesired recombination. In response to these challenges, we
propose an alternative approach involving the irradiation of sprayed
microdroplets. This method exhibits remarkable advantages in
accelerating photochemical reaction rates, as demonstrated in
a recent study on the photochemical oxidation of methyl orange
dissolved in water droplets containing ferric oxalate,” and in
a study on the photoionization of phenol at the air-water interface.*

An illustrative case is the renowned Paterno-Biichi reaction,
involving a photochemical [2 + 2] cycloaddition of a carbonyl
with an olefin, producing an oxetane that can subsequently
undergo decomposition upon collision. Historically, this
photochemical reaction has proven valuable for pinpointing the
positions of double bonds in alkenes,>” a topic of considerable
interest in the field of lipidomics.®

To delve into specifics, let's examine the Paterno-Biichi
reaction involving oleic acid (cis-9-octadecenoic acid), as illus-
trated in Fig. 1la. The resulting oxetane undergoes efficient
decomposition upon collisions with helium inside the mass
spectrometer. Subsequent analysis of the photofragments using
tandem mass spectrometry (Fig. 1b) provides a straightforward
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method for determining the precise location of the double bond
within the oleic acid molecule.

This experiment was conducted on a 2 mL sample
comprising 5 uM sodium oleate dissolved in a 2 mL solution of
water and acetone in a 10: 1 ratio. Utilizing a 254 nm UV light
source (mercury lamp), we repeated the experiment employing
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Fig. 1 Using the Paternd—Buchi reaction to locate the C=C double
bond position in oleic acid by detection of photofragments by means
of mass spectrometry. (a) Process of the photocatalytic cycloaddition
between acetone and oleic acid and follow-up fragmentation of the
product ion in the collision-induced dissociation experiment; (b) the
MS/MS spectrum to generate diagnostic ions for confirmation of the
double bond position. The solid black circle denotes the parent ion
and the open circle the resulting fragment ion.
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Fig. 2 Photochemistry performance comparison. Diagram of photo-
catalytic cycloaddition reaction processed in bulk water (top left) and
with water microdroplets (top right); product yield vs. reaction time for
the bulk solution (bottom left) and microdroplet spray (bottom right).
The intensity of the incident 254 nm radiation is made identical in both
cases.

a straightforward setup depicted in Fig. 2. The resulting
photoproduct yield is also illustrated in Fig. 2.

The outcomes are immediately evident, photochemistry
conducted on sprayed droplets, with an average diameter of
~10 pm as determined by light scattering, yields identical
products, but at a rate exceeding 10* times faster. Details of this
determination are presented in the ESI.T The ability to execute
photochemical reactions within sprayed droplets suggests the
potential for significant advantages. This observation forms the
basis for terming this phenomenon “the power of microdroplet
photochemistry.”

The pronounced acceleration prompts curiosity about its
underlying causes. We posit that multiple factors contribute to
this phenomenon. Firstly, a water microdroplet functions as
a spherical lens, concentrating incident radiation at the air-
water interface (AWI). Another contributing factor is the
substantial increase in the surface-to-volume ratio of micro-
droplets compared to bulk liquid. While this can accelerate
reactions primarily utilizing O, in the air, as seen in methyl
orange oxidation,*? it is noteworthy that this mechanism does
not apply to the Paterno-Biichi reaction. Instead, various factors
come into play. Oleic acid's limited solubility in water results in
the concentration of oleic acid molecules at the AWI of the
microdroplet. At the AWI, a robust electric field arises from the
differential adsorption of positive and negative ions in the
water-acetone solution by the hydrophobic air enveloping the
microdroplet.*® This electric field, coupled with partial solvation
of molecules at the AWI, fosters reactivity through radical
creation, electron transfer, O,  formation from O, in the air,
and molecular alignment at the AWL™™ It's crucial to
acknowledge that different mechanisms are anticipated to
dominate in diverse photochemical reactions.™

Upon acknowledging the pivotal role that the AWI plays in
enhancing photochemical reactions, it becomes apparent that
various avenues exist to harness its potential in photochemistry.
Alternative approaches, such as employing thin films** or
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opting for microbubbles instead of microdroplets,***® provide
additional means to leverage the power of the AWI. Notably, the
use of microbubbles may offer specific advantages, facilitating
a relatively straightforward method for scaling up
photoreactions.*

Conclusions

In summary, it is sufficient to emphasize that the surface of
a water-containing microdroplet exhibits remarkable reactivity,
enhancing photochemical yields for various reasons for any
irradiation time at a given intensity. This assertion is substan-
tiated by our demonstration, comparing the photoproduct yield
in the Paterno-Biichi photochemical reaction of oleic acid with
acetone under identical radiation intensity and duration. While
our current study utilized UV light, recent experiments indicate
the feasibility of achieving the same Paterno-Biichi reaction
with visible light.* The potential practical value of microdroplet
photochemistry becomes particularly compelling if sunlight
can serve as the light source, considering that solar energy
striking the Earth exceeds the world's total energy usage by
about ten thousand times. We advocate for further extensive
studies to fully assess the promise of microdroplet photo-
chemistry as the observed benefits appear to be broadly
applicable.
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