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ABSTRACT: Ammonia (NH;) is the dominant source of reduced
nitrogen in the atmosphere, emitted primarily from agricultural
activities. Current representations of NH; in global chemical
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transport models (CTMs) largely focus on the thermodynamics
governing aerosol formation, ignoring the atmospheric oxidation of
NHj; with the hydroxyl (OH) radical since this process is slow and
therefore assumed to not be significant. In this study, we
incorporate an explicit mechanism to simulate this chemistry
using the GEOS-Chem global CTM. While the inclusion of this
pathway does not result in a meaningful impact on the global
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ammonia burden, with an average annual reduction of approx-
imately 3%, the oxidation process leads to small but significant
changes in key atmospheric species, particularly over the Indian
subcontinent where surface concentrations of ozone (O;), OH, and nitrate aerosol see reductions of over 5%. Our results also
suggest that ammonia oxidation accounts for around 8% (and up to 16%) of the global anthropogenic nitrous oxide (N,O) source,
with important implications for climate models designed to accurately simulate the impact of changing agricultural emissions. We
also conduct a suite of simulations using anthropogenic emission estimates from the representative concentration pathway (RCP)
trajectories for 2100, which suggest that the atmospheric oxidation of NH; will become an increasingly important source of N,O and
NO, under future emission scenarios, accounting for up to 21% of future N,O emissions. Given the large uncertainties in the
oxidation process, we use a sensitivity analysis to demonstrate the wide range in atmospheric response; our results support the need
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for further research to better constrain the reaction pathways and associated yields.
KEYWORDS: ammonia, oxidation, agricultural emissions, climate, nitrate, NH; N,0, NO,

1. INTRODUCTION

Ammonia (NHj) is an important source of reactive nitrogen in
the atmosphere and plays a vital role in the global nitrogen
cycle. As the most abundant alkaline gas in the atmosphere, it
has a significant influence on cloud pH and precipitation,
impacting atmospheric chemistry at global and regional scales."
Ammonia is also an important regulator of natural water
systems, and excessive deposition can result in algal blooms
and degrade water quality, impacting sensitive ecosystems.”’
In the atmosphere, ammonia is a key precursor for secondary
particulate formation, interacting with acidic species (such as
sulfuric and nitric acids) to form sulfate, nitrate, and
ammonium (SNA) aerosols along with various other salts.
The resulting species account for a major fraction of the global
secondary aerosol burden® and have a significant impact on
global and regional climate.” Long-term exposure to elevated
concentrations of such aerosols has also been linked to
deleterious health outcomes by increasing the risks of
respiratory and pulmonary diseases.”’

Animal husbandry and fertilizer use for crops are by far the
most abundant sources of atmospheric ammonia."*® The
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growing demand for synthetic fertilizer in the early 20th
century resulted in the widespread implementation of the
Haber—Bosch process to produce NH; at industrial scales,
with studies estimating that close to half of the present-day
global population depends on food produced using artificial
nitrogen fertilizers.” Due to its volatile nature, the increase in
ammonia fertilizer application has led to an increase in
emissions of ammonia to the atmosphere. The expansion of
intensive agriculture over the past century has thus increased
global and regional atmospheric ammonia burdens well beyond
natural levels.” This is particularly true in developing regions
like South Asia, where NH; emissions from fertilizer use are
estimated to have increased by an order of magnitude between
1961 and 2014."° With the growing global demand for food
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Table 1. Rate Constants (cm® molecule™ s™') for Representative Chemical Reactions Involved in the Ammonia Oxidation

Process”
# | Reaction Rate Constant RaFe Estlmate‘at 298K Reference
(with uncertainty factors)
Ry | NHs + OH — INH, + H,0 ky=1.7 10712 « o 1.6 (1.2) * 103 cm3 molecule-' s-! C11 JPL-15-10
Ry | NHy + 03— NH,0 + O, ky=4.3 «10712 « e-@ 1.9 (3.0) * 10°'3 cm3 molecule~' s €27 JPL-15-10
T -1.3
Ry, | NHy + NO,— WH,0 + NO k3,=2.0 * 10711 « (298) (0.75) | 1.5(1.6) * 10-"" cm?® molecule~" s~
IUPAC Data Sheet
T \-13 NOx22. 2001

Rgp | "Hy + NO, — N=N=0 +H,0 | gk, =2.0 %1071 « (298) «(0.25) | 0.5(1.6)* 10" cm? molecule~! s~
Ry | NHy + NO — =N+ H,0 ko= 4.0 * 10712 « e‘ti—o 1.8 (1.3) * 10" cm3 molecule-' s~ C28 JPL-15-10

_ €16 JPL-15-10 &
Rsa | NHp + HO,— 1NH; + O, ks,= 3.4 * 10711  (0.85) 2.9 (2.0) * 10-'" cm3 molecule-' s-1 Glarborg of al, 2021

_ €16 JPL-15-10 &
Rsp | 'H, + HO, — HINO + H,0 ksp= 3.4 * 10711 % (0.01) 3.4 (2.0) * 10-'3 cm?3 molecule-' s Glarborg of al. 2021

_ €16 JPL-15-10 &
Rs. | NH, + HO, — H,O + OH ksc= 3.4 10711 x (0.14) 4.8 (2.0) * 10-'2cm?3 molecule-! s~ Glarborg et al. 2021
Rs | "H,O + O3— INH, + 20, k= 2.0 * 10714 2.0 (+ 1.5) * 10" cm3 molecule-' s-1 Bulatov et al. 1980
R; | NH,O + OH— HNO + H,0 k,=1.8 x 10710 1.8 (10) * 10712 cm?3 molecule-' s~ Sun et al. 2001.
Rs | H\O + O,— 1O + HO, ke= 3.65 * 10714 e 7.2 (2) * 102! cm® molecule- s-1 Bryukov et al. 1993.

“Reaction Ry is assumed to occur rapidly and is thus not explicitly simulated. Rate estimates are provided for each reaction at 298 K, with the
uncertainty factor represented in red within parentheses in all cases except reaction R where it represents an absolute error estimated by the study

for the measurement at 296 K.

and animal products, ammonia emissions in these regions are
expected to continue increasing well into the 21st century.
This trend is in contrast to nitrogen oxide (NO,) emissions,
the other important source of reactive nitrogen in the
atmosphere. With increasingly strict regulations, NO,
emissions are expected to stabilize and drop over the coming
decades, a phenomenon already observed in Europe, North
America, and China.'" These opposing trends have resulted in
a significant shift in the composition of atmospheric reactive
nitrogen, with a move from oxidized nitrogen compounds
toward the greater prevalence of reduced nitrogen compounds
like NH,."?

Model representations of NHj; in global chemical transport
models (CTMs) are relatively simple, focusing largely on the
thermodynamics that govern the formation of ammonium
aerosol and the deposition processes that dictate its loss.
However, in addition to these processes, ammonia has also
been shown to undergo oxidation initiated by the hydroxyl
(OH) radical,"” forming the short-lived amino radical (NH,),
which undergoes further oxidation with nitrogen oxide (NO),
nitrogen dioxide (NO,), ozone (O;), or the hydroperoxyl
radical (HO,) to ultimately form molecular nitrogen (N,),
nitrous oxide (N,0), or NO. The relative product yields are
sensitive to the NO, regime as well as to the relative
abundance of ambient O,. Kohlmann and Poppe'* found that
uncertainties in the kinetics of the amino radical led to a wide
range of N,O yields, from 10 to 43%. NH,O is an intermediate
product in this mechanism, arising from the reaction of NH,
with NO,, O;, and HO,, but its fate remains largely unstudied.
Sun et al.'"® reported a large rate constant for the reaction of
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NH,O with OH, which favors the ultimate production of NO,.
Isomerization of NH,O to NHOH, postulated by Bulatov et
al,'® is also expected to have a significant impact on the NO,
yield from the oxidation of NH;.

Chemical transport models have traditionally ignored
ammonia oxidation from this mechanism due to the slow
kinetics that govern the initial reaction of NH; with OH,"
resulting in chemical lifetimes on the order of weeks. Other
NHj; loss mechanisms, such as uptake to particles and dry and
wet deposition, operate on the order of around a day'”'® and
are thus expected to dominate the loss. While ammonia
oxidation has been shown to not be a significant sink for global
ammonia,”'*'*7** it is possible that this mechanism could
result in the production of atmospherically significant levels of
NO and N,O over regions with elevated NH; burdens. N,O is
an important greenhouse gas, with a unit-mass radiative forcing
that is almost 300 times greater than that from carbon dioxide
over a 100 year time horizon.**~
comparatively small quantities, with recent global N,O
emissions estimated to be around 17.0 Tg N year™, of
which 7.3 Tg N year™! is anthropogenic.”” Previous studies
that have investigated the importance of atmospheric NH;
oxidation have estimated a global N,O source between 0.4 and
1.2 Tg N year™ from this pathway,"'****" suggesting that
ammonia oxidation could indeed be a significant (up to 7%)
contributor to global N,O. Similarly, the fifth assessment
report from the Intergovernmental Panel on Climate Change™*
suggests that atmospheric processes likely account for around
0.6 Tg N year ' of N,O production. However, there remain a
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number of uncertainties surrounding the global relevance of
this pathway.

The oxidation of ammonia also produces NO, with previous
studies estimating a global NO, source of around 0.9 Tg N
year™! from this mechanism.'” When compared against a total
NO, source™® of around 56 Tg N year™, the magnitude of NO
production from this pathway appears relatively insignificant.
However, some of the NO production from this mechanism
occurs in remote regions and in the free troposphere (FT),
where it could disgroportionately influence oxidative chemistry
and HO, cycling,” similar to the impact of lightning NO,.*
Ammonia oxidation could thus impact numerous atmospheric
species due to the tight coupling of the HO,—NO,—VOC-0,
chemistry. SNA aerosol formation is also often limited by
ammonia over polluted regions,” making it sensitive to the
changes in ambient NH; concentrations. Despite this, there
has been limited modeling to explicitly simulate the impact of
ammonia oxidation,"”'***~** with little investigation of the
resulting spatial distributions of key atmospheric species such
as O;, NO, and SNA aerosols. Here, we revisit the role of
ammonia oxidation in the atmosphere. We review reaction
parameters from recent literature sources to create an updated
representation of the oxidation process and incorporate an
explicit oxidation mechanism within a global chemical
transport model to better understand the impacts of this
pathway on NHj and various other key atmospheric species.
We also conduct a series of simulations using future NH; and
NO, emission estimates to assess whether the ammonia
oxidation process might take on an increased salience in the
coming decades.

2. METHODS

To explore the global and regional implications of ammonia
oxidation, we incorporate an ammonia oxidation mechanism
into the standard chemical mechanism of the GEOS-Chem
chemical transport model v12.1.1.>" All model simulations are
performed at a global horizontal resolution of 2° X 2.5°, with
47 vertical hybrid-sigma levels. The model is driven by the
MERRA-2 assimilated meteorological product from the NASA
Global Modeling and Assimilation Office (GMAO) with a
chemistry time step of 20 min and a transport time step of 10
min, as recommended by Philip et al.*

The model includes a coupled treatment of HO,—NO,—
VOC-0, chemistry”®™** with integrated Cl—Br—I chemis-
try’® and uses a standard bulk aerosol scheme with fixed log—
normal modes. SNA thermodynamic ;)artitioning is described
using the ISORROPIA II model.”” Production and loss
diagnostics were created to track the chemical fluxes of NHj,
NO, N,0, and N, resulting from the oxidation reactions. Table
1 provides an overview of the ammonia oxidation scheme
explored here, with rate constants from the most recent JPL
evaluations along with various other literature sources. While
the reaction of NH; with OH is relatively well constrained, we
note that there are large uncertainties in the rate constants for
the subsequent reactions, with results from various studies
differing by up to an order of magnitude. Similarly, the
branching ratios that determine the fate of NH, when reacting
with NO, are highly uncertain.”® The reaction of NH, with
HO, is also poorly constrained, as are the associated product
yields.***’

The model was run at a global domain for the year 2016
(preceded by a 6 month spin-up) and compared to a standard
simulation without the oxidation mechanism over the same
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time period to evaluate the relative importance of the ammonia
oxidation pathway across a number of key atmospheric species.
The standard simulation is referred to here as “Base”. We use
“AmOx” to refer to the simulation that includes the ammonia
oxidation pathway. We also conduct two additional sensitivity
simulations to evaluate the importance of various uncertainties
in the mechanism. The simulation “MaxN,0” is configured to
provide an upper-bound estimate on N,O production from this
pathway. This is achieved by increasing the branching ratio of
reaction Ry, to 40%,"" using lower-bound estimates for k,, k,,
and k,'° and using an upper-bound estimate for k'

Conversely, the simulation “MaxNO,” is configured to provide
an upper-bound estimate on NO production. This is achieved
by decreasing the reaction Ry, branching ratio to 10%,*" using
an upper-bound estimate for k, and a lower-bound estimate for
k' In “MaxNO,”, we also implement an isomerization
pathway'*'*** for the NH,O produced in reactions R,,
Ry, " and Ry*** described below, which is expected to
favor additional NO production by limiting NH,O recycling

-1
NH,0 — NHOH (kg = 1300s™") (R9)
NHOH + OH — HNO + H,0
(kRm = 1.66 X 1072 cm® molecule™! s_l)
(R10)

Anthropogenic and agricultural emissions of ammonia and
other species follow the Community Emissions Data System
(CEDS) inventory.” These emissions are overwritten with
regional inventories when available. NH; emissions over India,
a region of particular interest, are from the MIX inventory."*
Model NH; emissions for 2016 total $9.4 Tg N year ', of
which 42.1 Tg N year ' is from anthropogenic sources
(including agricultural sources), 3 Tg N year™" is from biomass
burning, and 14.3 Tg N year " is from other natural sources.
Nitrogen oxide emissions follow the same anthropogenic
inventories and also include liglltning,45’46 soil,*” and ship48
sources. Model NO,, emissions for 2016 total 53 Tg N year !,
of which 32.9 Tg N year™" is from anthropogenic sources, 6.3
Tg N year™ is from lightning, 6 Tg N year™" is from biomass
burning, and 7.8 Tg N year ! is from soil sources. Biogenic
emissions of volatile organic compounds are based on the
coupled ecosystem emission model (Model of Emissions of
Gases and Aerosols from Nature (MEGAN v2.1)).* Pyrogenic
emissions are simulated from the GFED4s satellite-derived
global fire emissions database.’” Deposition losses are dictated
by aerosol and gas dry de]position to surfaces based on a
resistor-in-series scheme®”” and wet deposition from
scavenging by rainfall and moist convective cloud updrafts.>*>*

To explore the potential importance of the ammonia
oxidation process under future emission scenarios, we conduct
a series of simulations using both the base and AmOx model
configurations. These simulations are driven by four different
emission scenarios for the year 2100 that are generated in
accordance with the representative concentration pathway
(RCP) trajectories adopted by the fourth assessment report
compiled bgf the Intergovernmental Panel on Climate
Change.”>™ All emissions are adapted for use in the
GEOS-Chem model using the Harvard-NASA Emissions
Component (HEMCO) module,”’ and each emission scenario
is labeled in accordance with the estimated radiative forcing
values for the year 2100. The emission scenarios are run in
both base and AmOx configurations to determine the impact

https://doi.org/10.1021/acsearthspacechem.1c00021
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Figure 1. Annual average ammonia column concentrations for the (a) base and (b) AmOx simulations. (c) Absolute difference (in molecule cm™)
between the two simulations. (d) Relative difference (%) between the two simulations. Simulation is for the year 2016. Color bars are saturated at

the respective values.

of the ammonia oxidation process under future chemical
regimes.

3. RESULTS AND DISCUSSION

3.1. Global Comparison. Figure 1 compares the annual
mean column concentrations of ammonia (in molecule cm™)
between the base and AmOx simulations. Ammonia concen-
trations vary substantially across different regions, with hot
spots over India, China, central Africa, and parts of North and
South America (Figure lab). These differences reflect the
spatial heterogeneity in emissions, driven largely by regions
practicing intensive agriculture (Figure S1 illustrates global
NH; emissions). The inclusion of the AmOx pathway
decreases ammonia concentrations globally, with the largest
impact in absolute terms over northern India, a region
characterized by dense agricultural activity. Section 3.2
provides a more detailed description of the impact of ammonia
oxidation over the Indian subcontinent. In relative terms, the
most significant reductions in NH; are seen over remote
outflow regions in aged air masses. Differences in ammonia
column burdens can exceed 10% over such regions.

Figure 2a illustrates that ammonia oxidation reduces the
annual mean global ammonia burden by approximately 3%
(2.2—4.4% across different seasons). Under the MaxNO,
scenario, ammonia burdens are further reduced, approaching
up to a monthly averaged reduction of 5% when compared to
the base simulation. Global ammonia burdens display a strong
bimodal pattern, with local peaks in the March—May and
September—November seasons, resulting from the aggregation
of different regional sources including agricultural fertilization
and crop residue burning.’’ The lifetime of NH; against
oxidation by OH varies with ambient OH concentrations and
is thus lowest in June (Figure 2b) when it is summer in the
northern hemisphere. This reflects the disproportionate
contribution of NH; from the northern hemisphere, which

accounts for between 63 and 82% of the global monthly
ammonia burden. However, even at its lowest, the lifetime of
NH; loss against oxidation is greater than 30 days, significantly
longer than the atmospheric lifetime of NH; against other
processes (such as uptake to particles and dry and wet
deposition), which is between 12 and 48 h on average. This
underscores the relatively minor role of this pathway in
determining the fate of NH; at the global scale. Figure 2d—f
shows the monthly production of N,O, NO, and N, resulting
from the oxidative loss of NH; (Figure 2c). The MaxNO,
simulation produces minimal amounts of N,O, and the
MaxN,O simulation produces similarly low levels of NO.
The wide range in production estimates illustrates the large
uncertainties in the branching ratios and kinetics that govern
the preferential production of NO, or N,O. The seasonal
nature of ammonia emissions,”’ and of ambient OH, results in
a strong seasonal signal in the simulated effects of the oxidation
mechanism. However, the direction of the response remains
consistent across seasons. As a result, we focus our analysis on
an annual comparison. The annual production of N,O is
estimated at 0.61 Tg N year_l, with an upper bound of 1.15 Tg
N year™! from the MaxN,O simulation. The N,O production
estimates lie within the 0.4—1.2 Tg N annual N,O production
range from previous evaluations of this mechanism."'**%*!
N,O production from the AmOx and MaxN,O simulations is
equivalent to approximately 8 and 16% of the total annual
anthropogenic N,O source, respectively, and would account
for a significant fraction of the estimated 17 Tg year™" global
N,O production.”*™>" In terms of radiative forcing, the
production of N,O from the MaxN,O simulation can be
viewed as roughly equivalent to the annual addition of 0.54 Pg
of CO,, which is greater than the yearly CO, emissions of
countries such as Brazil (around 0.47 Pg) and Mexico (around
0.44 Pg).62 The reaction of NO, with NH, has also been
invoked to explain the mass—indegendent oxygen isotope
fractionation of tropospheric NZO.6 An accurate interpreta-
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Figure 2. (a) Comparison of the total NH; burdens (Gg N) between the base simulation (dark blue) and the AmOx simulation (light blue). (b)
Lifetime of atmospheric ammonia against its oxidation with OH. (c) Global monthly loss rate of NH; due to its oxidation and the associated
production rates of (d) N,O, (e) NO, and (f) N,. All results are from a 2016 simulation. Panel (d) includes N,O production from the MaxN,O
simulation (gray squares), and panel (e) includes NO production from the MaxNO,, simulation (gray triangles). The shaded regions in panels (a)—
(c) illustrate the spread in upper- and lower-bound estimates from the two sensitivity simulations.

tion of the N,O budget using isotopomers might thus require
the inclusion of this source.

The annual NO production totals 0.24 Tg N year_l, less
than 1% of the total global NO, source estimated by other
studies® and around 4% of the 6.3 Tg N year™! source from
lightning, which is a similarly diffuse source of oxidized
nitrogen in the free troposphere. However, the annual NO
production from the MaxNO, simulation is almost 4 times
greater at 1.17 Tg N year™, although smaller than the upper-
bound NO production estimate of 1.6 Tg N year™" by Lee et
al."” While ammonia oxidation does not result in meaningful
NO, production at the global scale, our simulations indicate
that it could influence atmospheric chemistry in remote NO,-
limited regions by serving as a small but relatively important
source of NO.

Figure 3 shows how gas-phase concentrations at the surface
are impacted by the ammonia oxidation process. Relative
differences in ammonia concentrations are most significant
over remote ocean environments where they have limited
implications for human health but could potentially impact
other important microphysical processes like cloud forma-
tion.®* Meaningful differences in NH; concentrations (5—
10%) also manifest over the African Sahel and the Arabian
Peninsula where they could influence regional air quality.
There is an increase in surface NO, concentrations over the
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Indian subcontinent and a marked decrease in surface O; and
OH levels. In this region, the oxidation of ammonia also
provides a source of NO, in the lower FT (Figure S3).
Following export to more NO,-limited environments, this
excess NO, eventually contributes to an increased global
production of Oj in the FT, resulting in a marginal increase in
surface-level O; concentrations over much of the globe
(Figures 3b and S4). OH displays a similar response, with
lower concentrations over continental regions but higher
concentrations over the oceans (Figure 3¢), responding to
complex and nonlinear effects from the increase in ambient
NO, concentrations over these regions that promote more
efficient HO, cycling. The increase in oxidative capacity over
remote ocean environments could influence chemistry and
microphysics in these regions, such as the formation of cloud
condensation nuclei and ice-nucleating particles. Given the
large ammonia source over the Indian subcontinent, changes in
atmospheric composition are most pronounced in this region.
We discuss these in detail in Section 3.2.

In addition to the impact on key gas-phase species, NH;
oxidation influences SNA aerosol concentrations. Global
inorganic aerosol burdens decrease with the inclusion of the
ammonia oxidation pathway, with ammonium burdens lower
by roughly 6 Gg globally (2%) and nitrate burdens lower by 12
Gg (4%). The impacts on surface concentrations for these

https://doi.org/10.1021/acsearthspacechem.1c00021
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Figure 3. Comparison of annual average gas-phase concentrations at the surface between the base and AmOx model simulations for (a) NH;, (b)
0;, (c) OH, and (d) NO, (NO + NO,). Figure S2 provides a similar comparison at the model pressure level of S00 hPa.

species are shown in Figure 4. Nitrate formation is extremely
sensitive to ambient ammonia availability, and the spatial
patterns of the nitrate reductions in Figure 4 track the regional
decreases in ammonia. Relative differences between S and 10%
in NO;~ concentrations also manifest over Africa, Central
America, and parts of South America. In pristine regions, such
as the forests of South America, these reductions (on the order
of 5%) could be important to regional aerosol chemistry by
impacting aerosol acidity, inorganic aerosol partitioning, and
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organic nitrate formation. The increase in ammonium nitrate
concentrations over remote ocean environments is driven by
an increase in NO, over these regions (Figure 3). Sulfate
burdens are relatively unaffected at the global scale. When
viewed in aggregate, the impact of the ammonia oxidation
pathway is to reduce inorganic surface PM, s concentrations
over most continental regions, resulting in a marginal

improvement in simulated air quality.
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Figure 4. Comparison of the annual average aerosol concentrations at the surface between the base and AmOx model simulations for (a)
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As a function of altitude, the inclusion of the oxidation
process decreases NH; concentrations throughout the tropo-
sphere, with reductions between 2 and 10% (Figure S4). A
recent study suggests that CTMs overestimate ammonia
concentrations in the FT and may be missing an important
NH; loss mechanism;*> ammonia oxidation by OH could
contribute to this missing loss. Global profiles for NO, HNO;,
OH, O, and SO,*” in the lower troposphere are largely
unchanged (less than 5%), with the impact of the ammonia
oxidation pathway most apparent on the ammonium and
nitrate profiles.

3.2. Regional Comparison over the Indian Subcon-
tinent. While ammonia oxidation has meaningful implications
for global N,O production, its impact on other key
atmospheric species is relatively minor at the global scale.
However, as indicated in Section 3.1, it can play a more
substantial role at the regional level, particularly over the
Indian subcontinent, which is the dominant contributor to
global ammonia emissions. The absolute impact from the
AmOx mechanism on NHj; concentrations is thus greatest over
India, where it also contributes the most NO, in absolute
terms.

Figure § illustrates the impact of the oxidation pathway on
surface concentrations of NH;, NO,, OH, O;, NH,*, and
NO;™ over the Indian subcontinent. Figure SS provides the
same comparison as a relative difference. The effect on these
species is significant, with O3 and particulate NO;™ decreasing
by around 3 ppb and 1 ug m™>, respectively, over parts of
northern India. Surface OH concentrations drop by up to 7%
over some areas of northern India, largely due to nonlinear
interactions with the NO, perturbations. In addition to its
impact on surface concentrations, ammonia oxidation also
influences the vertical distributions of OH and O; over the
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Indian subcontinent (Figure S6). The inclusion of the
ammonia oxidation pathway also impacts the relative
abundance of SNA species over this region, decreasing the
NH,"/SO,*” ratio and increasing the NH,"/NO,  ratio.
Changes in bulk SNA ionic ratios have important implications
for particle acidity and pH, particularly in the free troposphere
where our simulations estimate meaningful changes in
particulate pH (Figure S7). The impact of the oxidation
mechanism on aerosol pH is consistent in sign with the recent
work that has suggested that CTMs underestimate aerosol
acidity in remote environments.”> These changes could also
influence a number of other important aerosol interactions that
influence particle growth and heterogeneous chemistry. %7
3.3. Evaluating the Importance of NH; Oxidation
under Future Emissions Scenarios. Global ammonia
emissions are anticipated to continue increasing over much
of the 2Ist century in response to increasing agricultural
demand. This is juxtaposed against a decreasing trend in global
NO, emissions that is similarly predicted to continue with
increased regulatory pressure worldwide. Given these opposing
trends, the atmospheric composition of reactive nitrogen under
future scenarios can be expected to deviate substantially from
that of the present, with a progressive shift in total N emissions
toward NH;. This shift in composition could magnify the
importance of ammonia oxidation as a source of global N,O
and as a regional source of NO, given the reduced emissions
from other sources. To estimate the importance of this
mechanism under future scenarios, we utilize a series of
simulations conducted using four different emission scenarios,
set in the year 2100, using the representative concentration
pathway (RCP) framework outlined in Section 2. NH; and
NO, emissions vary across the scenarios but in general exhibit
similar trends of increasing NH; emissions and decreasing
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emissions are based on the estimate from Tian et al.,”” and 2100 global N,O global emissions are from the ITASA RCP database.®®

NO, emissions (Figure 6a). Simulations conducted both with
and without the AmOx mechanism for each RCP scenario
indicate that ammonia oxidation could become a substantial
global source of N,O in the future, with annual estimates
ranging from 0.65 to 1.10 Tg N (Figure 6b), potentially
accounting for a large fraction of global N,O emissions (7—
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21%) in the year 2100.°*’ Similarly, the increased ammonia
burden results in a larger (though still relatively small) NO,
source, equivalent to between 1.1 and 1.9% of estimated global
NO, emissions in 2100 (Figure 6¢). In general, the impact of
the ammonia oxidation process under the future scenarios is to
deplete O3 and OH across continental regions while increasing
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the concentrations of these oxidants in the remote southern
hemisphere. The increase in NO, concentrations from NH;
oxidation over the Indian subcontinent has particularly
significant consequences for regional oxidative chemistry,
decreasing surface-level ozone by up to 6 ppb in the RCP
3PD scenario and reducing nitrate and ammonium aerosol
concentrations by between S and 20% in many regions across
all scenarios. These results suggest that the ammonia oxidation
process will take on an increased importance in the future
atmosphere, further reinforcing the need to constrain the
kinetics of this process.

4. CONCLUSIONS

The atmospheric oxidation of ammonia is typically not
included within the current global chemical transport models.
In this study, we incorporate an explicit mechanism to simulate
ammonia oxidation initiated by the OH radical. Using a global
model simulation for 2016, we find that the annual oxidation
loss of NH; is considerably smaller than other removal
pathways, resulting in an average annual reduction of
approximately 3% in the global ammonia burden. These
changes are well within the observational uncertainties driving
global ammonia estimates, indicating that the addition of this
mechanism is unlikely to meaningfully improve model NH;
simulations. While other drivers of uncertainty, such as the
treatment of NH; emissions, partitioning, and deposition, are
more important avenues for future research to constrain the
fate of atmospheric NH;, the oxidation process could be a
significant removal mechanism in remote environments.

Despite its relatively small influence on global NH;
concentrations, the annual N,O production from NH;
oxidation is estimated to be 8% (with an upper bound of
16%) of the total anthropogenic N,O emissions from other
sources, with significant implications for radiative forcing
estimates. Our analysis also suggests that ammonia oxidation
could account for up to 21% of the total N,O source
(potentially even more using MaxN,O conditions) under
future climatic scenarios. These results stress the importance of
the agriculture sector as an indirect source of an important
greenhouse gas. Our analysis suggests that global climate
models and earth system models would benefit from the
incorporation of an explicit ammonia oxidation mechanism
when modeling N, O, with the caveat that additional laboratory
studies need to be conducted to better constrain its production
from this pathway.

While ammonia oxidation is currently not an important
global source of NO, this study demonstrates that the pathway
could impact key atmospheric species at regional scales, with a
particularly clear influence over the Indian subcontinent.
Surface concentrations of OH and Oj; see regional reductions
of over 5%, with potential consequences for oxidative
chemistry and for determining the policy-relevant background
concentrations for various key species. Surface PM,
concentrations are similarly impacted, with decreases in
ammonium and nitrate aerosol loadings of up to 4 and 9%,
respectively. Perturbing the available gas-phase ammonia over
polluted regions also impacts the relative ratios of the SNA
ions, influencing aerosol acidity and particle pH. Despite the
importance of these interactions, sensitivity simulations
demonstrate large uncertainties in the NO production
estimates, supporting the need for more research. To more
comprehensively assess the magnitude of the atmospheric
response to ammonia oxidation over India and other regions of

interest, additional work is necessary to constrain the
underlying NH; simulation over these regions by validating
process-level drivers of uncertainty from model emissions,
transport, physical loss, and other chemical and thermody-
namic interactions.

With ammonia emissions expected to increase in the coming
decades, our analysis using a series of RCP simulations
suggests that the atmospheric oxidation of ammonia will
become an increasingly important source of N,O and remote
NO, under future climate scenarios. Given the growing
atmospheric influence of this process, additional research is
needed to constrain this pathway (and the associated reaction
parameters) to more accurately simulate the impact of future
ammonia emissions on global atmospheric chemistry and
climate.
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