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Abstract: The chemistry of the nitrate radical and its contribution to organo-nitrate formation in
the troposphere has been investigated using a mesoscale 3-D chemistry and transport model, WRF-
Chem-CRI. The model-measurement comparisons of NO,, ozone and night-time N»Os mixing
ratios show good agreement supporting the model’s ability to represent nitrate (NO3) chemistry
reasonably. Thirty-nine organo-nitrates in the model are formed exclusively either from the reaction
of RO, with NO or by the reaction of NO3 with alkenes. Temporal analysis highlighted a significant
contribution of NOs-derived organo-nitrates, even during daylight hours. Night-time NOs-derived
organo-nitrates were found to be 3-fold higher than that in the daytime. The reactivity of daytime
NOj3 could be more competitive than previously thought, with losses due to reaction with VOCs
(and subsequent organo-nitrate formation) likely to be just as important as photolysis. This has
highlighted the significance of NO;3 in daytime organo-nitrate formation, with potential implications
for air quality, climate and human health. Estimated atmospheric lifetimes of organo-nitrates showed
that the organo-nitrates act as NOy reservoirs, with particularly short-lived species impacting on air
quality as contributors to downwind ozone formation.

Keywords: organo-nitrates; atmospheric lifetime; ozone; secondary organic aerosol; air quality

1. Introduction

The nitrate radical (NO3) dominates night-time oxidation in urban areas in particular,
where NO, and Oj levels are elevated [1-4]. However, many studies have also highlighted
the significance of NOj3 in oxidation chemistry over extensive regions of the atmosphere,
with high concentrations being reported over a range of atmospheric conditions [1,5,6] and
a suggestion that the highest levels exist in the residual boundary layer [7].

Generated from the relatively slow oxidation of NO; by O3 (Reaction (1)), NO3 only
exists in significant concentrations during the night, reaching mixing ratios of 1 ppt or less
in remote regions and 10400 ppt in polluted urban regions [8-12]. Rapid photolysis rates
and efficient reaction with NO result in suppressing NO3; mixing ratios with lifetimes of
approximately 5 s [13] during daytime hours, but elevated levels have been predicted in
winter for example [3,4].

NO; + O3 — NO3 4+ O, @)
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NOj can react with NO; to establish a thermal equilibrium with nitrogen pentoxide
(N2Os) on a timescale of minutes in the boundary layer (Reaction (2)).

NO; +NO3 + M = N,O5 + M 2)

The NOj radical has a significant impact on atmospheric composition at night-time
due to its reaction with numerous unsaturated hydrocarbons [14], thereby influencing
the budgets of these species and their degradation products. The reactions of NO3; with
unsaturated hydrocarbons, both biogenic and anthropogenic, lead to the formation of
multifunctional organo-nitrates [15-17].

Organo-nitrates (RONO;) are mainly formed in the atmosphere through photochemi-
cal and nocturnal oxidation of anthropogenic and biogenic volatile organic compounds
(VOCs); this process is initiated by the OH and NOs5 radicals, respectively [18]. During the
day, peroxy radicals (RO,) are mainly produced via reaction of VOCs with the OH radical,
Clradical and ozone. These radicals then go on to react with NO by two different pathways:
one leads to NO-to-NO; conversion and hence produces ozone (Reactions (3)—~(5)) and
the other produces organo-nitrates (Reaction (6)). The branching ratios of Reaction (6)
are highly variable with the chain length of the alkyl group, e.g., <1% for C;HsONO;
and ~33% for n-CgH;70NO; [19]. During the night, the formation of organo-nitrates is
dominated by NOs. It is highly reactive towards unsaturated hydrocarbons [14,20], adding
to the double bond and generating organo-nitrates via this route (Reaction (7)).

RO, + NO — RO + NO, ®3)
NO; + hv — NO + O(P) (4)
OCP) + 0, + M — O3 + M (M=N,,0,) (5)
RO, + NO — RONO, (6)
R, Ry 0,NO Ra
e o
Ry Rq Ry Ra

Organic nitrate destruction occurs via photolysis and reaction with OH.
RONO; + hv = RO + NO, ®)

RONO, + OH — Products 9)

The relative importance of these two destruction pathways depends on the net UV
light intensity, the size of the nitrate and the substitution pattern [21]. For the alkyl nitrates
with shorter chain length (<C4), photolysis is the dominant loss process, whereas for
the alkyl nitrates with longer carbon chain (>C4), oxidation by OH is the dominant loss
process [22-24]. The alkyl nitrates act as NOy reservoirs, releasing their sequestered NOy by
these destruction processes (Reactionss (8) and (9)), which can contribute to photochemical
production of O3 in areas far remote from NOx sources.

Organo-nitrates can contribute to regional ozone formation and subsequently affect
air quality [25-30]. Several studies highlight the formation of organo-nitrates through the
reaction of NO3 and unsaturated hydrocarbons such as isoprene and monoterpenes, which
have low vapor pressures, allowing them to condense to generate a significant amount of
SOA [18,31-35]. A study by Ng et al. [36] reported an SOA yield of between approximately
4 and 24% (in terms of organic mass) when considering the reaction between isoprene and
NOs, thus highlighting the significance of these species as SOA precursors. These aerosols
are known to have a major impact on the climate and human health [37-42].
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The complexity of nitrate chemistry and the associated atmospheric and epidemio-
logical implications due to the formation of organo-nitrates drive the need for continued
research into the atmospheric processes, which govern NO3 and organo-nitrates in general.
An important aspect of this research is the assessment of how models represent nitrate
chemistry, as these are useful tools for simulating the processes governing the composition
of the atmosphere during both the day- and night-time hours. We used a regional air
quality model, WRF-Chem-CR]I, to investigate the nitrate chemistry by comparing the
model N>Os, NO; and ozone mixing ratios with measured N,Os, NO, and ozone mixing
ratios collected during the summer months of the ClearfLo project [43], along with the
processes which govern organo-nitrate formation.

2. Methodology
2.1. Measurement Site and Measurement Technique

There were no measurements of NO3; during the ClearfLo campaign; instead, we
used measured N,Os, NO; and ozone to compare modelled N,Os, NO, and ozone, which
provide an indication of the model’s ability to represent nitrate chemistry, particularly
in terms of NOs. The measurements were made at an urban background site in North
Kensington during the summer of the ClearfLo project using a CIMS instrument for N,Os,
a chemiluminescence instrument (Air Quality Inc., Oregon City, OR, USA) for NO; and a
UV absorption TEI 49C and 49i (Thermo Scientific, Waltham, MA, USA) for ozone. The
details of the instrument and the inlet configuration are described elsewhere [44,45]. The
site is located within the grounds of Sion Manning School at 51.521055° N, 0.213432° W. The
school is situated within a residential area approximately 7 km west of central London. The
road is in close proximity to the site (10 m away) and is a minor road that only experiences
high traffic volumes during school drop-off and pick-up times and rush-hour periods.
There is also a major road approximately 100 m from the site, which experiences sustained
high traffic volumes over the course of the day. The instrument inlet on-site was deployed
at a height of ~4 m from the ground.

The N,Os measurement was performed using a quadrupole chemical ionisation mass
spectrometer (CIMS) using iodide ions (I) to detect NpOs as NO3 ™ (m/z = 62) at a frequency
of 1 Hz. Calibration and backgrounding procedures are presented in Bannan et al. [46].
Studies such as Wang et al. [47] have noted that measurements of N,Os at m/z 62 are not
interference-free, with HNO3; and HO,NO; being identified as key species that could cause
interferences at this m/z. Measurements of N,Os are now routinely made at m/z 235 with
iodide CIMS. Nevertheless, Le Breton et al. [48] and Bannan et al. [46] measured N,Osg
at m/z 62 concurrently with the Broadband Cavity Enhanced Absorption Spectrometer
(BBCEAS) on both ground and airborne measurement campaigns where very good agree-
ment was seen, albeit in more remote locations. Measurements presented here are therefore
upper limits of night-time N»Os as interferences in this measurement location are more
likely in comparison to previously reported inter-comparison studies with this instrument.

2.2. WRF-Chem-CRI Model

WREF-Chem-CRlI is a regional-scale, three-dimensional meteorological model with on-
line chemistry. The model is fully coupled, whereby the chemistry and aerosol components
along with the prognostic meteorological parameters are integrated over the same timestep
as the transport processes, using the same advection and physical parameterisations [49].
Meteorological boundary conditions were taken from the European Centre for Medium-
Range Forecasts (ECMWF) ERA-Interim reanalysis data [50]. The Model for Ozone And
Related chemical Tracers (MOZART) model is an offline global transport model [51] that is
used to account for the long-range transport of chemical species from outside the model
domain. Biogenic emissions were estimated using an online canopy-scale model, the
Model of Emissions of Gases and Aerosols from Nature (MEGAN) [52,53]. The anthro-
pogenic emission for the UK is used in WRF-Chem-CRI from the National Atmospheric
Emissions Inventory (NAEI), with a resolution of 1 km by 1 km (http://naei.beis.gov.uk;
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accessed on 30 September 2021). A coarser emissions database is used for Europe, e.g.,
TNO emission inventory [54], with a resolution of 0.125° longitude by 0.0625° latitude.
The gas-phase scheme used in this study was a reduced chemical scheme, CRI-MECH,
which was developed using the Master Chemical Mechanism version 3.1 (MCM 3.1), re-
ducing the number of species and reactions by 90%, with ozone production by a given
species equivalent to the number of NO to NO, conversions that take place during its
complete degradation being the primary criterion [55,56]. The CRI-MECH scheme contains
229 species, 529 gas-phase reactions and 96 photolytic reactions. The rate coefficients for
the reactions in CRI-MECH specified as a function of temperature were taken from either
the MCM (http://mcm.york.ac.uk/; accessed on 30 September 2021) and/or the Jet Propul-
sion Laboratory kinetic evaluation reports (http://jpldataeval.jpl.nasa.gov/, accessed on
30 September 2021). The model calculates photolysis using the Fast-] scheme [57] and
links it to the chemical mechanism in the model. Photolysis rates in and below clouds
are modulated by the Fast-] scheme using the aerosol population extinction and phase
function to account for the influence of clouds and aerosols. A domain was run using a
horizontal grid spacing of 15 km and a size of 134 (E-W) by 146 (N-S) grid points, covering
the UK and NW Europe using a Lambert conformal map projection [58,59]. The simulation
was run from 00:00 UTC on 30 July 2012 to 00:00 UTC 18 August 2012. The meteorological
field was re-initialized every 3 days to ensure that the divergence of the WRF-Chem-CRI
meteorology from the driving ECMWEF operational/reanalysis meteorology is minimized.

3. Results and Discussion
3.1. Model Validation

The model performance of NOj3 has been examined by comparing the model-measure-
ments of NO,, O3 and N,;Os mixing ratios because of their strong dependency on the
steady-state concentration of NO3. As shown in the midday and midnight ozone data, the
trends in the model predictions are generally very similar to the observations (Figure 1).
The modelled O3 data have strong correlations with measurements, having the coefficient
of determination (r?) of 0.84 and 0.57 for midday and midnight, respectively. The difference
between modelled and measured ozone data referred to as ‘bias’ are found to be —1.4 ppb
for midday and —3.4 ppb for midnight. The modelled under-predictions of ozone in
North Kensington are most notable at night, which could be due to the capping of the
boundary layer in the model being too strong, preventing the replenishment of ground-
level ozone with that from the free troposphere. The predicted midday and midnight NO,
data also show similar trends to the observations (Figure 1), with a reasonable correlation
(r2 = 0.29 for midday and 0.34 for midnight) and a reasonable bias (—4.5 ppb for midday
and —0.4 ppb for midnight). The model underestimation of NO, is found to be higher
during daytime compared with night-time, which can be explained by the coarse resolution
of WRF-Chem-CRI, meaning that the processing of sub-grid scale emissions and fast
NOjy photochemistry is not captured in the simulations, thus acting as a source of model
uncertainty. The measured data of N;Os are only for night-time, which is considered as an
upper-limit measurement. We compared the modelled and the measured night-time N»O5
at the surface level and found a similar trend (Figure 1) with a good correlation (12 = 0.52),
but with a sustained underestimation of model N,Os mixing ratios (bias = —116 ppt). The
model did not apply surface dynamics, assuming a uniform, flat surface, thus resulting
in an underestimation of the model surface night-time N,Os levels. The upper limits of
measured night-time N,Os because of the interferences in this urban background location
are more likely responsible for the large disagreement between model-measurement of
N,Os. A recent study [60] showed that HNO3; would account for >70% of the signal at
m/z = 62. Considering this interference in the measurement data of N,Os could reduce
the bias to —16 ppt (~85%). Overall, the WRF-Chem-CRI model performs well in terms
of predicting, NO,, O3, and night-time N,Os levels at the North Kensington site during
the ClearfLo project. Therefore, it can be assumed that the NOj3 in the model provides a
reasonable representation of levels present in the atmosphere.


http://mcm.york.ac.uk/
http://jpldataeval.jpl.nasa.gov/

Atmosphere 2021, 12, 1381 50f13

70 :
a) Midnight ozone b) Midday ozone
35 - 60
30 2 50
= o
3 2
a2 840
8 20 ®
£ w 30
o 1 £
£ 10 s
= 5 10
0 . L L . ) 0 ] : . )
30Jul 12 03Augl2 07Augl2 11Augl2 15Augl2 19Augil2 30Jul 12 04 Aug 12 09 Aug 12 14 Aug 12 19 Aug 12
Date Date
—#—Measured —e—Model —e—Measured —e—Model
P 30 .
c) Midnight NO, d) Midday NO,
40 25

N
o

30

Mixing ratios (ppb)
N
o
Mixing ratios (ppb)
=
w

' 10
10 5
O 1 1 J O 1 1 1 J
30Jul 12 04 Aug 12 09 Aug 12 14 Aug 12 19 Aug 12 30Jul12 04 Aug 12 09 Aug 12 14 Aug 12 19 Aug 12
Date Date
—e—Measured —e—Model —o—Measured —e—Model
e) Midnight N,O4
600
—~ 500 |
=
g
2400 |
w
0
‘@’ 300 f
="
£ 200
X
2 100
—9o oo oo M )
0
30Jul 12 04 Aug 12 09 Aug 12 14 Aug 12 19 Aug 12
Date

—eo—Measured —e—Model

Figure 1. Comparison of (a) midnight ozone, (b) midday ozone, (c¢) midnight NO;, (d) midday NO, and (e) midnight N,Os
mixing ratios modelled by WRF-Chem-CRI with those measured during the summer months of the ClearfLo project.

3.2. Contribution of NO3 Sources Organo-Nitrates

We investigated the formation of 39 organo-nitrates in WRF-Chem-CRI from the pro-
duction pathways (Table 1) and found that the organo-nitrates are formed solely from the
reaction of RO, with NO (61%) and the reaction of NO3; with alkenes (39%). Modelled mixing
ratios of all 39 organo-nitrates from midnight and midday were extracted for each day for
the urban background site in North Kensington, which were used for the calculation of the
proportion of organo-nitrates formed from NO3. The modelled organo-nitrate mixing ratio
for midday (118 % 103 ppt) is found to be ~2-fold higher than that for midnight (71 & 47 ppt).
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Table 1. Organo-nitrate species (shown in CRI names) and their respective production pathways and precursors, as

represented in the CRI-v2 mechanism of WRF-Chem-CRI

Organo-Nitrate Species *

Production Pathway

CH3NO3 (CH3NO3)
C2H5NO3 (C2H5NO3)
IC3H7NO3 (IC3H7NO3)
HOC2H4NO3 (HOC2H4NO3)

NRU1202 (C51002, NC4CO3)
NRU1200H (C51000H, NC4CO3H)
NRN602 (ETHENO302)

NRN60OOH (ETHO2HNO3)

NRN9O2 (PRONO3A02, PRONO3BO2)
NRN9OOH (PR102HNO3, PR202HNO3)
NRN1202 (C42NO3302)

NRN1200H (C42NO3300H)

NOA (NOA)

RN10NO3 (NC3H7NO3)

RN13NO3 (NC4HINO3, SCAHINO3)
RN19NO3 (HEXCNO3, M2PEDNO3, M3PECNO3)
RN9INO3 (PROPOLNO3, PROLNO3)
RN12NO3 (HO1C4NO3, BUT20LNO3)
RN15NO3 (PEIENEANO3, PE2ENEANO3, HO2C5NO3)
RN18NO3 (C650H4NO3, C6OH5NO3, HO2C6NO3)
RN16NO3 (PEANO3, PEBNO3, PECNO3)
RU14NO3 (ISOPANO3, ISOPBNO3, ISOPCNO3, ISOPDNO3)
RA13NO3 (BZBIPERNO3)

RA16NO3 (TLBIPERNO3)

RA19NO3 (OXYBIPENO3)

RA25NO3 (DM35EBNO3)

RA22NO3 (TM123BNO3)

RTN28NO3 (APINANO3, APINBNO3, APINCNO3)
NRTN2802 (NAPINAO2, NAPINBO2)
NRTN28OOH (NAPINAOOH, NAPINBOOH)
RTN25NO3 (C96NO3)

RTN23NO3 (C98NO3)

RTX24NO3 (NOPINANO3, NOPINBNO3, NOPINCNO3)
RTX22NO3 (C915NO3, C917NO3, C918NO3)
RTX28NO3 (BPINANO3, BPINBNO3, BPINCNO3)
NRTX2802 (NBPINAO2, NBPINBO2)
NRTX2800H (NBPINAOOH, NBPINBOOH)
NRU1402 (NISOPO2)

NRU1400H (NISOPOOH)

CH302 + NO
C2H502 + NO
IC3H702 + NO
HOCH2CH202+ NO
C5HS + NO;
C5HS + NO;
C2H4 + NO;
C2H4 + NO;
C3H6 + NO;
C3H6 + NO;
TBUT2ENE + NO;
TBUT2ENE + NO;
C5HS + NO;
RN1002 (NC3H702) + NO
RN1302 (NC4H902, SC4H902) + NO
RN1902 (HEXCO2, M2PEDO2, M3PECO2) + NO
RN902 (HYPROPO2, IPROPOLO2) + NO
RN1202 (HO1C402, BUT20LO2) + NO
RN1502 (PEIENEAO2, PE2ENEAO2, HO2C502) + NO
RN1802 (C650H402, C60H502, HO2C602) + NO
RN1602 (PEAO2, PEBO2, PECO2) + NO
RU1402 (ISOPAO2, ISOPBO2, ISOPCO2, ISOPDO2) + NO
RA1302 (BZBIPERO2) + NO
RA1602 (TLBIPERO2) + NO
RA19A02 (OXYBIPERO2) + NO
RA2502 (DM35EBO2) + NO
RA22A02 (TM123BO2) + NO
RTN2802 (APINAO2, APINBO2, APINCO2) + NO
APINENE + NO;
APINENE + NO;
RTN2502 (C9602) + NO
RTN2302 (C9802) + NO
RTX2402 (NOPINAO2, NOPINBO2, NOPINCO2) + NO
RTX2202 (C91502, C91702, C91802) + NO
RTX2802 (BPINAO2, BPINBO2, BPINCO2) + NO
BPINENE + NO;
BPINENE + NO;
C5HS + NO;
C5HS + NO;

Note: MCM v3.3.1 analogues of the species are shown in parentheses. * Structures can be obtained using species name and search facility
on MCM website (http://mcm.leeds.ac.uk/MCM/; accessed on 30 September 2021).

The contribution of organo-nitrate formation shows that a significant fraction of organo-
nitrates at the urban North Kensington site is produced from NOj3 in summer (see Figure 2).
During summer months, the midnight NOs3-sourced organo-nitrate (~62%) is found to be
3-fold higher than that at midday (~21%), which can be explained by the lower abundances
of NOj3 due to its strong photolysis and OH losses during midday. However, there are still
substantial contributions to organo-nitrate formation through VOCs + NO3 during daytime
for summer months suggesting that the reaction with VOCs in the environment with high
levels of VOCs can significantly contribute to the loss of NO3. Previous studies have reported
similar findings with regard to the reactivity of NO3, with losses of NO3 from reactions with
organic trace gases being large enough to compete with its photolysis and reaction with
NO [3,61,62]. These findings highlight the fact that the NOs radical could be having a more
dominant role in daytime oxidation than previously thought.


http://mcm.leeds.ac.uk/MCM/

Atmosphere 2021, 12, 1381

7 of 13

r 90

a) 140 Midnight R
120 g
"?._ - 75 €
2 2
o 100 <
= F 60 2
= ©
£ 801 £
2 Fas S
& 60 s
= o0
rgn 40 - 30 5
o
o= <
8 g
20 1 F15 5
O 1 1 1 1 o
30Jul 12 03 Aug 12 07 Aug 12 11 Aug 12 15 Aug 12
Date
—@-Total organonitrates  =#=—organonitrates from NO3
450 70
b) Midday -
_ 60 g
=
g 50 E
o 300 &
® Q
£ 140F
2 £
@ 1302
O 150 g
5 20 ™
Q 3
10 g
a
0 0

30Jul 12 03 Aug 12 07 Aug 12 11 Aug 12 15 Aug 12
Date

~@-Total organonitrates = —#—organonitrates from NO3

Figure 2. Total organo-nitrate and contributions sourced from NOj3 (a) midnight and (b) midday in
North Kensington during summer months.

3.3. Atmospheric Implications of NO3-Sourced Organo-Nitrates

The impacts of the organo-nitrates on the atmosphere, both in terms of SOA formation
and their potential contribution to O3 formation, are governed by their lifetimes, i.e., how
quickly they degrade within the atmosphere. Thus, the lifetimes of these NO3-derived
organo-nitrates were estimated in order to gain insight into their implications for air quality.

The eight longest-lived organo-nitrates derived from NOj3 in the WRF-Chem-CRI
model are: NRU1200H (MCM analogues: C51000H, NC4CO3H), NRN60OOH (MCM
analogue: ETHO2HNO3), NRN9OOH (MCM analogues: PRIO2HNO3, PR202HNO3),
NRN1200OH (MCM analogue: C42NO3300H), NRTN28OOH (MCM analogues: NAP-
INAOOH, NAPINBOOH), NOA (MCM analogue: NOA), NRTX2800H (MCM analogues:
NBPINAOOH, NBPINBOOH) and NRU14OOH (MCM analogue: NISOPOOH).

In the model, each of these eight organo-nitrates is either lost by photolysis or by
reaction with the OH radical, and the deposition loss of these organo-nitrates is not con-
sidered because of their low Henry’s law constants [63]. Model fluxes associated with
these reactions, along with global modelled concentrations, were used to derive estimated
lifetimes for each organo-nitrate with respect to each loss process. The lifetimes were
calculated for the months of July and August. The losses of seven NOs-sourced nitrates
(except NOA) in WRF-Chem-CRI are controlled by reaction with the OH radical, with
shorter lifetimes often seen in July and August months, due to higher OH abundances and
photolysis rates (see Table 2). For example, NRN12OOH has a shorter lifetime of around
1.0 day in July and August months (Table 2). It is likely that these seven nitrates will act
as short- or long-term NOjy reservoirs, thus having implications for O3 formation and air
quality in and around London urban areas. However, NOA is an exception to this, with
photolysis dominating its atmospheric loss.
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Table 2. The estimated atmospheric lifetimes of 8 selected organo-nitrates (derived from NO3) with
respect to OH and photolysis loss.

Lifetime (July-August) (Days)

Organo-Nitrates

OH Photolysis

NRN1200OH 1.0 10.7
NRN9IOOH 1.3 11.1
NRN60OOH 1.7 10.9
NRU1200H 0.3 5.1

NRU1400H 0.4 36.5
NRTN28OOH 0.8 9.0
NRTX2800OH 0.7 74
NOA 421 17.1

As highlighted previously, the lifetime of these species dictates the impact that they
will have on surrounding air quality. For example, in the case of NOA, its lifetime stays
relatively constant at approximately 16 days. Based on the assumption that it takes approx-
imately 1 day for an air mass to cross the UK., organo-nitrates with these longer lifetimes
will act as long-term reservoirs of NOy, persisting in the atmosphere and being essentially
inert in terms of impacts on atmospheric composition or air quality in the U.K. However,
the remaining seven are shorter-lived organo-nitrates, with lifetimes of less than 3 days
and will start to have an impact locally, the extent of which will have a dependence on
wind speed.

Two isoprene-derived organo-nitrates in WRF-Chem-CRI which are particularly short-
lived are NRU120OH and NRU140OOH. These only persist on a timescale of a few hours,
thus making them short-term NOy reservoirs with definite impacts on local and regional air
quality. In order to understand the atmospheric implications of these organo-nitrates, one
must consider their chemistry and the impacts associated with their degradation products.
NRU1200H reacts with the OH radical to produce another organo-nitrate, NOA, which
in turn degrades to produce NO, and the acetyl peroxy radical (CH3C(O)O;). With a
lifetime of between 6 and 7 h, an air mass containing NRU120OH would have enough
time to travel away from where it was generated. This means that this organo-nitrate
would contribute to O3 production downwind the following day (based on the assumption
that it is predominantly generated during the night), thus acting as a potential source of
O3 downwind. NRU140OOH reacts with the OH radical to generate multigenerational
organo-nitrates. This ultimately results in the formation of NOA, which decomposes to
release NO,. As with NRU120OOH, the lifetime of NRU14OOH (approximately 9 h) allows
the air to travel away from where it was generated, thus contributing to O3 formation
downwind. However, its slightly longer lifetime and the less direct route of producing
NOA means that NRU14OOH is able to transport the NOx further from the source, thus
contributing to O3 formation and impacting air quality over a wider area.

To quantify the extent of ozone formation from organo-nitrates, another simulation
was performed that involved WRF-Chem-CRI being integrated with the exclusion of the
chemistry of organo-nitrates in CRI referred to as ‘WRF-Chem-CRI-WON'. Comparing the
ozone midday and midnight mixing ratios from WRF-Chem-CRI to WRF-Chem-CRI-WON in
North Kensington during July-August shows that up to 1.5 ppb (4%) and 0.8 ppb (2.5%) ozone
can be increased during daytime and night-time, respectively, suggesting that organo-nitrates
can make a non-negligible contribution to the formation of O;. During midday, the peaks of
ozone increase are seen on 12 August 2012 (1.5 ppb; 4%) and 15 August 2012 (1.2 ppb; 3%)
(Figure 3a) when the total organo-nitrates and NOs-derived organo-nitrates are the highest
among the whole data series (see Figure 2b). The trend of increase in ozone and NO, for
midday is very similar (Pearson correlation, R = 0.7; Figure 3a,b), suggesting that the increase
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in ozone downwind from North Kensington is associated with maximum NO, change (e.g.,
an episode of 12 August 2012; see Figure 4). The ozone increases during midnight are found
to be high on 6-7 August 2012, 10-12 August and 14-15 August 2012; however, the ozone
increases do not correlate very well (Pearson correlation, R = 0.3) with the increases of NO,
(see Figure 3c,d). This suggests that the ozone formed from organo-nitrates are transported
from Europe to North Kensington rather than locally formed (e.g., an episode of 11 August
2012; see Figure 4).
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Figure 3. The percent and absolute increase in ozone and NO, from WRF-Chem-CRI to WRF-Chem-CRI-WON for

(a) midnight ozone, (b) midday ozone, (c) midnight NO;, (d) midday NO,. Note: Absolute increase = (WRF-Chem-CRI-
WREF-Chem-CRI-WON) and percent increase = (WRF-Chem-CRI-WRF-Chem-CRI-WON) x 100)/ WRF-Chem-CRI-WON.

At present, the CRI (Common Representative Intermediates) mechanism traceable to
the MCM (Master Chemical Mechanism) used in the WRF-Chem model does not contain
organo-nitrates-derived SOA and is focused on optimising the representation of NO-
NO; conversions rather than SOA formation. This consequently means that the model
is currently underestimating the SOA contribution from organo-nitrates. The previous
study showed that the organo-nitrates (e.g., RTX28NO3, RTN28NO3) in the global model,
STOCHEM-CRI, have an impact on SOA formation with a non-negligible contribution
(~5%) to the total simulated global SOA [64]. The model, STOCHEM-CRI output [65]
shows 0.026 pg m~3 SOA formed from the organo-nitrates, which is ~20% of the total
simulated SOA (0.16 ug m~3) formed in the North Kensington in July-August. This
therefore highlights the importance of organo-nitrates in the atmosphere and has scope for
improving the representation of SOA in the WRF-Chem-CRI model, as the organo-nitrates
represented in the chemical mechanism are likely to play an important role in this area.
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Figure 4. Percent increases of surface ozone and NO, mixing ratios from WRF-Chem-CRI to WRF-Chem-CRI-WON at
11 August 2012 midnight and 12 August 2012 midday. Note: Percent increase = (WRF-Chem-CRI-WRF-Chem-CRI-WON)
x 100)/ WRF-Chem-CRI-WON.

4. Conclusions

NOj3 has long been recognised as the dominant oxidising species in the night-time pol-
luted troposphere, having a significant impact on the degradation chemistry and budgets
of numerous VOCs. In the study, the measured night-time N>Os, NO; and ozone during
the summer were used to assess the model’s ability to represent nitrate chemistry (NO3).
Extraction of midday and midnight mixing ratios of organo-nitrates gave insight into how
the fraction of NOj3-derived organo-nitrate varies according to time of day. The temporal
and day-night analysis showed that a significant fraction of organo-nitrates are formed
from NOj, even during daylight hours, attesting to a more dominant role in daytime
organo-nitrate formation than previously thought. The lifetimes of selected long-lived
organo-nitrates with respect to the OH radical and photolysis were then estimated, with
analysis finding that most organo-nitrates were dominated by OH oxidation. Lifetimes
varied on a timescale of days, highlighting their roles as short- and long-term NOy reser-
voirs and resultant implications for O3 production, air quality and human health. Two
isoprene-derived organo-nitrates in particular, NRU1200OH and NRU14OOH were found
to persist on a timescale of hours, thus making them likely to contribute to O3 formation
and impact on local air quality. The analysis showed that the organo-nitrates can contribute
ozone formation up to ~1.6 ppb (midday) and ~0.8 ppb (midnight) at North Kensington
during the summer months. This analysis also showed that the organo-nitrates currently
represented in WRF-Chem-CRI do not readily condense and therefore do not contribute to
SOA. These results highlight the need to consider and improve the SOA representation in
the model in the future.
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