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ABSTRACT: Alkyl nitrates (RONO2) are important reservoirs of atmospheric nitrogen, 12 

regulating nitrogen cycling and ozone (O3) formation. In this study, we found that propane and 13 

n-butane were significantly lower at the offshore site (WSI) in Hong Kong (p<0.05), whereas C3-14 

C4 RONO2 were comparable to the suburban site (TC) (p>0.05). Stronger oxidative capacity at 15 

WSI led to more efficient RONO2 formation. Relative incremental reactivity (RIR) was for the 16 

first time used to evaluate RONO2-precursors relationships. In contrast to consistently volatile 17 

organic compounds (VOCs)-limited regime at TC, RONO2 formation at WSI switched from 18 

VOCs-limited regime during O3 episodes to VOCs and nitrogen oxides (NOx) co-limited regime 19 

during non-episodes. Furthermore, unlike the predominant contributions of parent hydrocarbons 20 

to C4-C5 RONO2, the productions of C1-C3 RONO2 were more sensitive to other VOCs like 21 

aromatics and carbonyls, which accounted for ~40-90% of the productions of C1-C3 alkylperoxy 22 

(RO2) and alkoxy radicals (RO) at both sites. This resulted from the decomposition of larger 23 

RO2/RO and the change of OH abundance under the photochemistry of other VOCs. This study 24 

advanced our understandings on the photochemical formation of RONO2, particularly the 25 

relationships between RONO2 and their precursors which were not confined to the parent 26 

hydrocarbons. 27 

  28 
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1 Introduction 29 

Alkyl nitrates (RONO2) comprise a critical fraction of reactive nitrogen (NOy) in the 30 

atmosphere.
1,2

 Most RONO2 are formed as byproducts in the process of O3 formation, derived 31 

from reactions between volatile organic compounds (VOCs) and nitrogen oxides (NOx = NO + 32 

NO2) in the presence of sunlight, thus influencing the tropospheric O3 formation. They also act 33 

as nitrogen reservoir due to their relatively long lifetimes,
3,4

 hence affecting air pollutants profile 34 

in remote regions. Therefore, they have significant impact on local, regional and global 35 

atmospheric chemistry. 36 

C1-C5 RONO2 generally dwell in gas phase and involve in homogeneous reactions in the 37 

atmosphere. Previous studies on RONO2 spanned from the oceans to the continents and from 38 

rural areas to urban regions. The mixing ratios of individual RONO2 vary from several to 39 

hundreds pptv.
5,6,7,8,9

 In continental air plumes, such as in rural Ontario,
10

 in rural and urban 40 

Karachi 
5
 and in urban China,

 6
 C3-C4 RONO2 were generally the most abundant RONO2 (15-80 41 

pptv), due to the combined effect of the abundance of parent hydrocarbons,  and the branching 42 

ratios and the lifetimes of RONO2.
11,12

 The cruise studies over the equatorial Pacific Ocean 43 

revealed higher concentrations of C1-C3 RONO2.
13

 For example, C1 RONO2 observed over the 44 

Pacific Ocean could reach 50 pptv.
14

 Under the influence of oceanic emissions, C1 RONO2 also 45 

ranked the first (5-20 pptv) among all the RONO2 in coastal England.
8
 In Hong Kong, C3-C4 46 

RONO2 generally dominated, but high mixing ratio of C1 RONO2 was also reported (~20 pptv at 47 

a mountainous site and ~15 pptv at a coastal site), likely indicating the characteristics of both 48 

continental and marine origins.
15,16

 49 
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Similar to O3, Observed RONO2 usually showed a peak at midday, reflecting the dominance of 50 

photochemical reactions.
4,17

 Besides, studies have confirmed that RONO2 are also directly 51 

emitted from the oceans, particularly for light (<C2) RONO2.
13,18

 Biomass burning is also a 52 

source of RONO2, which are quickly formed through the pathway of “RO + NO2”.
15,19 

The 53 

source contributions may vary in different locations and/or under the influence of different 54 

origins of air masses.
16,17

 55 

Text S1 shows the chemical production and destruction of RONO2. The oxidations of 56 

hydrocarbons (Alk) by OH lead to the formation of RO2 and RO, which further react with NO 57 

and NO2, respectively, producing RONO2.
20

 Reactions between RO2 and NO can also result in 58 

O3 formation through another branch reaction.
21

 Generally, with carbon number increasing, the 59 

possibility of RONO2 formation from the reaction of RO2+NO increases. OH oxidation and 60 

photolysis are the major sinks of RONO2. While photolysis plays a more important role in 61 

destruction of C1-C3 RONO2, the larger (≥C4) RONO2 are more degraded through OH initiated 62 

oxidation. 
3,22

 Besides, dry deposition is another sink of the airborne RONO2.
11

 63 

VOCs and NOx play roles in RONO2 formation by acting as the precursors
23,24 

and also 64 

regulating the atmospheric oxidative capacity.
25

 Although a handful of studies investigated the 65 

relationship between RONO2 and their precursors, the effects of VOCs other than the parent 66 

hydrocarbons on RONO2 formation were not well documented. In fact, the possible 67 

decomposition of larger molecular hydrocarbons was ever speculated as the sources of 68 

RONO2.
1,8,26

 However, the mechanisms and the extents  of other VOCs regulating RONO2 69 

formation still remain unknown. 70 

Despite increased concerns on the photochemical pollution in Hong Kong and adjacent Pearl 71 

River Delta (PRD) region, only few studies focused on RONO2 in this region which put the 72 
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emphasis on continental areas strongly affected by local emissions and lacked insight into 73 

RONO2-precursor relationships.
7,15,16,27

 This work was the first attempt to investigate RONO2 74 

formation over the South China Sea (SCS). Moreover, in-depth analysis was given to the 75 

relationships between RONO2 and their precursors.  76 

2 Methodology 77 

2.1 Data source 78 

In this study, concurrent field measurements were conducted in suburban Hong Kong (TC) and 79 

over SCS (WSI) from 10
th

 Aug. to 21
st
 Nov., 2013. Figure S1 shows the geographical locations 80 

of the sampling sites (TC: 22.28°N, 113.94°E; WSI: 22.04°N, 113.93°E). The TC site was 81 

located in southwestern Hong Kong, surrounded by newly-developed residential town and close 82 

to the Hong Kong International Airport (~ 3 km to the northwest). The sampling was carried out 83 

on the rooftop of a six-storey building, approximately 20 m above ground level. It has been 84 

recognized that the air pollution at TC was attributable to both local emissions and regional 85 

transport.
28-30

 For example, an increase of O3 was often observed in autumn, when dirty air 86 

masses were brought by dominant northerly winds from PRD region in mainland China to Hong 87 

Kong and weather conditions were favorable for secondary pollutants formation.
31,32

 The WSI 88 

site was located on a hillside (with a height of 65 m above ground level) on Wan Shan Island 89 

(area of ~ 8.1 km
2
) over the SCS. It was ~64 km southwest of Hong Kong urban center, and ~40 90 

km southeast of Zhuhai, a rapidly developing city in PRD. Since WSI is nearly free of 91 

anthropogenic emissions, the air pollution at this site reflected the interferences of continental air 92 

masses from mainland China and Hong Kong on the marine air quality.  93 
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Hourly whole air samples were collected using 2-L stainless steel canisters every two hours 94 

from 07:00 to 19:00. In total, 311 whole air samples were collected at the two sites. The samples 95 

were then analyzed by Guangzhou Institute of Geochemistry (GIG), Chinese Academy of 96 

Sciences, with the quantification of 84 VOCs, including 7 C1-C5 RONO2. Full names and 97 

abbreviations of RONO2 are listed in Table S1. Text S1 described the analytical system and 98 

quality control/assurance in details. Briefly, the accuracy and detection limit for the analysis of 99 

C1-C5 RONO2 were 2-10% and 0.02 pptv, respectively. In addition, carbonyl samples, online 100 

trace gas data and meteorological parameters were all collected during the sampling period, 101 

which were also described in Text S2. 102 

2.2 Simulation of secondary RONO2 formation  103 

The PBM-MCM model is a photochemical box model incorporating master chemical 104 

mechanism, and has been successfully applied to simulate the photochemistry of O3 and RONO2 105 

in the study region.
15,40

 As an observation-based model, field measurement data, i.e., VOCs, NO, 106 

NO2, SO2, CO, temperature and relative humidity were input to construct the model from 07:00 107 

to 19:00. CH4 is the parent hydrocarbon of methyl nitrate (MeONO2), which however was not 108 

analyzed in this study. Since it has a lifetime for years, we here applied the past 10-year average 109 

CH4 mixing ratios in Hong Kong as model input (Table S2). The RONO2 module in PBM-MCM 110 

used in this study was developed by our group, and has been repeatedly testified through RONO2 111 

simulations in Hong Kong.
15,27

 112 

Since primary emissions and regional transport of RONO2 are not fully considered in the 113 

model, there may be discrepancies between the simulated and observed RONO2. However, big 114 

differences are not expected in view of the dominant contributions of photochemical formation 115 

to RONO2 in Hong Kong.
15,27

 Therefore, the index of agreement (IOA) is used to evaluate the 116 
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model performance in modelling RONO2. Equation 1 describes the calculation of IOA,
40

 117 

according to which higher IOA (0<IOA<1) represents better agreement between the simulated 118 

(��) and observed values (��). 119 

IOA = 1 −
∑ �����

��
��

∑ �|����|�|����|�
��

��

                  (Eq. 1) 120 

where �� refers to the mean observed value averaged over n samples.  121 

2.3 Scenario analysis 122 

The reactions “RO2 + NO” and “RO + NO2” are the main formation pathways of RONO2 123 

considered in PBM-MCM. The pathway contributions to RONO2 were simulated with the 124 

method used by Lyu et al.
15,27

 The contribution of “RO2 + NO” to RONO2 was derived from the 125 

difference of the simulated RONO2 between the base run with the two pathways open and the 126 

constrained run with “RO2 + NO” closed (Scenario A), and vice versa. Moreover, the 127 

contributions of specific species/group of VOC(s) to the secondary RONO2 formation and 128 

related radicals (e.g. RO2 and RO) concentrations were determined through subtracting the 129 

simulated RONO2 (or radicals) in the constrained runs without the input of the specific 130 

species/group of VOC(s) (Scenario B1) from those simulated in the base run. Furthermore, 131 

VOCs can directly generate RO2 and RO radicals (factor 1) or regulate the production of these 132 

radicals through changing OH concentration (factor 2). To distinguish these effects, another 133 

array of constrained scenarios was designed, in which OH simulated in base run was input to 134 

constrain the OH concentration in the constrained runs (Scenario B2). The difference of the 135 

simulated RO2 and RO between base run and Scenario B1 reflected the combined effect of 136 

factors 1 and 2, while the effect of factor 1 was obtained from the difference between base run 137 

and Scenario B2. More information on the scenarios was provided in Text S3 and Table S3. 138 
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2.4 Relative incremental reactivity  139 

The RONO2-precursors relationship can be evaluated using relative incremental reactivity 140 

(RIR), which is defined as the change of RONO2 formation according to the change of mixing 141 

ratio of its precursors (NO, NO2, parent hydrocarbons and other VOCs) during both episodes and 142 

non-episodes. The RIR values are calculated using Equation 2:
41

 143 

������ =
[������� ��������� �∆ �]/������� �

∆�� �/�� �
                    (Eq. 2) 144 

where X represents a specific precursor, e.g. NO, NO2, parent hydrocarbons or other VOCs; S(X) 145 

is the observed hourly average mixing ratio of species X (in pptv) at the site; ∆X is the change in 146 

the mixing ratio of X caused by a hypothetical change in S(X), ∆S(X); $%�&�� is the production 147 

rate of RONO2 in unit of pptv/h. In this study, the hourly production was defined as the 148 

difference in RONO2 mixing ratio between two adjacent hours. The change in the mixing ratio of 149 

X was assumed to be 10% of the measured data. 150 

3 Results and discussion 151 

3.1 General characteristics  152 

Table 1 presents the descriptive statistics of RONO2, their parent hydrocarbons, total VOCs 153 

(TVOCs) and O3. 2-BuONO2 and 2-PrONO2 were the most abundant species at both sites, 154 

consistent with previous studies in Hong Kong.
7,15,16

 This feature was associated with the balance 155 

between the increased branching ratio for RONO2 formation and reduced abundances of their 156 

parent hydrocarbons in the atmosphere, as well as the decreased lifetime of RONO2 with the 157 

increase of carbon number.
7,42

 Further, the formation possibility (α1=0.74) of secondary RO2 158 

from propane is higher than primary RO2 (α1= 0.26), so was the formation of RONO2 from the 159 
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primary (α2=0.02) and secondary C3 RO2 (α2=0.04). Thus, 2-PrONO2 was much more abundant 160 

than 1-PrONO2.
9
 We also found that the compositions of RONO2 at the two sites were similar, 161 

both having largest abundance for 2-BuONO2 (36.7±3.4-37.5±3.5%) followed by 2-PrONO2 162 

(22.4±2.1-22.9±2.8%), and lowest for 1-PrONO2 (1.8±0.3-2.1±0.3%), likely due to the influence 163 

of the same air masses and/or interactions between the two sites. In addition, there was no 164 

significant difference in levels of C2-C5 RONO2 between TC and WSI despite higher propane 165 

and n-butane at TC, suggesting the different sources/source contributions to RONO2 and/or 166 

different production efficiencies of secondary RONO2. It is noteworthy that ship emission would 167 

not be the cause of the comparable C2-C5 RONO2 at the two sites though we observed some 168 

ships passing by during the sampling period. In addition, Lyu et al.
27

 found that the impacts of 169 

dry deposition on RONO2 abundances were minor with the deposition velocities of 0.13/HMIX 170 

(HMIX: height of mixing layer) for C1-C4 RONO2 in continental area of Hong Kong. Therefore, 171 

dry deposition did not play a significant role in redistribution of RONO2 at TC and WSI. 172 

MeONO2, however, was more abundant at TC. MeONO2 at both sites were higher than those 173 

measured over open seas.
8,12,43

 However, the proportion of MeONO2 in C1-C4 RONO2 (12.8±0.1-174 

16.9±0.2%) were much lower than those in oceanic atmosphere (20.6-71.0%), comparable to that 175 

in continental air shed (9.9-14.9%) instead.
6,11

 This indicated that RONO2 in the study area, even 176 

at the offshore site (WSI), was more influenced by the continental air flow. Therefore, higher 177 

TVOCs (35.1±8.0 ppbv) and NOx (44.1±4.14 ppbv), precursors of MeONO2, at TC than at WSI 178 

(TVOC: 16.8±2.9 ppbv; NOx: 5.32±1.25 ppbv), might partially explain higher MeONO2 at TC. 179 

On the other hand, MeONO2 in the continental area might also be elevated by emissions from 180 

biomass burning.  181 
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Table 1. Descriptive statistics of RONO2, parent hydrocarbons, TVOCs (ppbv) and O3 (ppbv) at 182 

TC and WSI (pptv, unless otherwise specified). 183 

Species 

TC WSI 

Mean
1
 Min. Max. Mean

1
 Min. Max. 

MeONO2 17.7±2.71 0.30 84.1 12.5±1.51 1.80 49.4 

EtONO2 
2 

6.81±1.01 0.50 28.6 6.92±0.91 0.30 24.0 

2-PrONO2 
3 

29.9±2.61 7.90 81.4 28.3±2.12 4.60 66.6 

1-PrONO2 
4 

2.43±0.31 0.50 8.9 2.74±0.31 0.30 10.1 

2-BuONO2 
5 

47.9±4.13 10.9 158.1 47.3±3.8 3.70 117 

2-PeONO2 
6 

15.1±2.12 1.33 86.3 15.7±1.8 1.32 63.7 

3-PeONO2 
7 

10.7±1.5 0.79 49.4 12.9±1.7 0.22 65.9 

Ethane 1979±205 305 5700 1719±149 141 5610 

Propane 1719±179 122 6199 1224±136 112 5247 

n-Butane 1456±144 115 5354 823±125 24.2 2983 

n-Pentane 406±108 24.4 6666 335±55.5 17.4 1866 

TVOCs 35.1±8.00 6.23 131.8 16.8±2.91 2.94 5.63 

O3 42.3±4.44 1.53 121.2 68.6±5.03 6.52 152 

1
 Average level with 95% confidence interval; 

2
 Ethyl nitrate (EtONO2); 

3 
iso-Propyl nitrate (2-PrONO2);  184 

4
 n-Propyl nitrate (1-PrONO2); 

5
 2-Butyl nitrate (2-BuONO2); 

6
 2-Pentyl nitrate (2-PeONO2); 

7 
3-Pentyl 185 

nitrate (3-PeONO2).  186 

Figure 1 shows temporal variations of total RONO2, TVOCs, NOx, O3 and meteorological 187 

parameters at both sites. RONO2 generally correlated well (R
2
=0.55) with O3 as the 188 

photochemical formation of RONO2 shares the same formation pathways with O3. In total, 5 and 189 
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8 out of 21 canister sampling days were identified as O3 episodes at TC and WSI, respectively. 190 

The total C1-C5 RONO2 during O3 episodes (TC: 172±12.2 pptv; WSI: 142±7.55 pptv) were 191 

significantly higher (p<0.01) than those during non-episodes (TC: 120±8.35 pptv; WSI: 192 

107±7.55 pptv), same as their precursors, i.e. VOCs and NOx (Table S4). Similarly, individual 193 

RONO2 was higher (p<0.01) during episodes except for MeONO2 and EtONO2 (p>0.1) which 194 

were comparable between episodes and non-episodes at both sites (Figure S2), likely due to the 195 

fact that MeONO2 and EtONO2 have sources of oceanic emission and biomass burning, apart 196 

from photochemical formation. 197 

Generally, the high levels of RONO2 were accompanied with strong solar radiation and low 198 

relative humidity at both sites. It was reasonable as the photochemical reactions could be 199 

enhanced under these conditions. In addition, northerly winds prevailed when RONO2 were 200 

elevated during O3 episodes, with the frequency of 40% at TC and 72% at WSI. This implied the 201 

regional transport of RONO2 and/or their precursors to both sites, in view of the severer air 202 

pollution in PRD. To further understand the impact of regional transport on RONO2 abundances, 203 

the average backward trajectories during O3 episodes and non-episodes in the sampling period 204 

are shown in Figure S3. It was found that 91% of air masses passed along the coastline of South 205 

China 24 hours before arriving in Hong Kong during non-episodes. These air masses were 206 

expected to be relatively clean, thus diluting or at least not aggravating air pollution in the study 207 

area. In contrast, during O3 episodes, Hong Kong received nearly all the air masses originated 208 

from and passed over the inland cities of China, which might deliver RONO2 and/or their 209 

precursors from the polluted regions to Hong Kong. In summary, apart from meteorological 210 

impact, polluted continental air masses aggravated air pollution at TC and WSI on O3 episodes, 211 

while this adverse influence was lessened during non-episodes. Further insight into the backward 212 
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trajectories in the last 12 hours (Figure S4) found that the air masses reaching the two sites were 213 

in parallel during non-episodes. However, the air passed over TC before reaching WSI on O3 214 

episode days, implying the interactions between the two sites in some cases. 215 

 216 

Figure 1. Temporal variations of meteorological parameters together with mixing ratios of 217 

TVOCs, total alkyl nitrates (TAN), NOx and O3 at TC and WSI sites (O3-episodes are 218 

highlighted in yellow) 219 

 220 

3.2 Potential sources and photochemical formation of RONO2 221 

As aforementioned, regional transport might partially explain the redistribution of RONO2 at 222 

both sites, indicated by the RONO2 variations against wind fields. In addition, the different 223 

patterns of RONO2 and their parent hydrocarbons might be caused by the sources other than 224 

photochemical formation (e.g. oceanic emission and biomass burning). The ratio between 225 
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RONO2 and the parent hydrocarbon was used to preliminarily understand the photochemical 226 

evolution and potential sources of RONO2. Figure 2 shows the observed RONO2/Alk ratio versus 227 

3-PeONO2/n-pentane ratio, and the predicted BIR and PP curves (detailed explanations are 228 

provided in Text S4). 229 

At the initial stage of evolution, BIR curve was positioned far above PP curve, which was 230 

caused by the background RONO2 and Alks. However, the gaps narrowed with the increase of 231 

evolution time, indicating weakened impacts of the background concentrations. This feature was 232 

more pronounced for C2-C3 RONO2 due to the longer atmospheric lifetimes of C2-C3 RONO2 233 

than C4-C5 RONO2.
6,11,16

 Even taking the background concentrations into consideration, the 234 

observed ratios of  
[%�&��]

['()]
 were generally located above the BIR curves for C2-C3 RONO2 at 235 

both sites, suggesting that the observed RONO2 could not only be explained by the 236 

photochemical formation (specifically RO2 + NO, see section 2.3) and background 237 

concentrations. The direct emissions of RONO2 from biomass burning and oceans might be 238 

partially responsible for this discrepancy.
12,18,19

 Further, RONO2 formed from the oxidation of 239 

VOCs other than the parent hydrocarbons and through pathways other than RO2+NO could also 240 

be important reasons.
26,46

 In contrast, the observed ratios of  
[%�&��]

['()]
  were close to and even 241 

overlapped with the BIR curves for C4 and C5 RONO2, indicating that photochemical formation 242 

through the reactions between RO2 (derived from the oxidation of parent hydrocarbons) and NO 243 

dominated the sources of C4-C5 RONO2. 244 

Moreover, as indicated by the evolution time (triangles on the curves), air masses at both sites 245 

experienced evolution time between 6 hours and 10 days, while WSI had more aged air masses 246 
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as indicated by the upper-right symbols in Figure 2.
26

 This is reasonable because WSI was 247 

farther from the sources.   248 

 249 

Figure 2. Predicted and observed relationships between C2-C5 RONO2/Alk and 3-PeONO2/n-pentane at 250 

TC and WSI. The triangles and times on PP curve (red) and BIR curve (TC: yellow; WSI: grey) denote 251 

the evolution times. The figures are plotted according to the method introduced in Text S4. 252 

 253 
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3.3 Evaluation of oxidative capacity at TC and WSI 254 

To understand the impact of oxidative capacity on secondary RONO2 formation, PBM-MCM 255 

model was used to simulate RONO2 with the settings consistent with those detailed by Lyu et 256 

al.
27

 It is noteworthy that the model validations were only carried out for O3 episodes when the 257 

in-situ photochemical processes were intensive, as the PBM-MCM model does not fully consider 258 

the physical processes which may be stronger during non-episodes. Figure S5 shows the 259 

simulated and observed RONO2 at TC and WSI. Generally, the simulated RONO2 captured the 260 

diurnal variations of RONO2 with IOA ranging from 0.45 to 0.97 at TC and from 0.52 to 0.79 at 261 

WSI (Table S5). The differences between the simulated and observed RONO2 were attributable 262 

to the primary emissions, as well as the lack of full consideration of physical processes in PBM-263 

MCM. Hereafter, simulations were conducted for all canister sampling days to investigate the 264 

local photochemical processes of RONO2. 265 

Given the comparable or even lower levels of VOCs including parent hydrocarbons at WSI, 266 

the higher simulated RONO2 implied higher oxidation efficiency of the parent hydrocarbons 267 

and/or other VOCs which could also be precursors of RONO2, such as carbonyls and aromatics 268 

(see section 3.3.2). Figure 3 presents the average diurnal patterns of the simulated OH, HO2, 269 

CH3O2 and CH3O. CH3O2 and CH3O are shown as an example of C1-C5 RO2 and RO, 270 

respectively (see Figure S6 for details of the simulated concentrations of these radicals). 271 

Noticeably, WSI featured more abundant radicals than TC. The higher OH and HO2 indicated the 272 

stronger oxidative capacity of the atmosphere at WSI, causing more efficient oxidation of VOCs 273 

and production of intermediates and other radicals, such as RO2 and RO. As a result, RONO2 274 

could be more efficiently formed. In fact, the similar phenomenon was also reported by Lyu et 275 

al.
27

 who found that RONO2 at a mountainous site were comparable to or even higher than those 276 
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at an adjacent urban site due to the higher atmospheric oxidative capacity. Consistent with the 277 

previous study,
27

 the much lower level of NOx (the main scavenger of oxidative radicals) at WSI 278 

than at TC might be the reason of more abundant oxidative radicals at this offshore site. 279 

 280 

Figure 3. Simulated concentrations of (a) OH and HO2, and (b) CH3O2 and CH3O at TC and WSI.  281 

3.4 RONO2 – precursors relationship 282 

Figure 4 presents the average RIRs of RONO2 precursors at TC. It was found that VOCs 283 

including parent hydrocarbons and other VOCs had positive RIR values, while RIRs of NO and 284 

NO2 were negative except for the positive RIR of NO2 in the formation of MeONO2. This 285 

indicated that RONO2 production was limited by VOCs at TC. However, NO2 also facilitated 286 

MeONO2 formation, which was due to the considerable production of MeONO2 through the 287 

pathway of CH3O+NO2. Both Simpson et al.
7
 and Lyu et al.

27
 reported this finding in Hong 288 

Kong, and Archibald et al.
47

 revealed that MeONO2 production through this route was strongly 289 

NO2 dependent. Text S5 and Table S6 in the supplement discussed the contributions of RO2+NO 290 

and RO+NO2 to RONO2 production at TC and WSI. It was found that RO+NO2 greatly 291 
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contributed to MeONO2 at TC, while negligible to the formation of other RONO2, which 292 

explained the positive RIR of NO2 in MeONO2 formation. Furthermore, in contrast to the 293 

exclusively positive contribution of the parent hydrocarbons to C4-C5 RONO2, RIRs of other 294 

VOCs were even higher than those of parent hydrocarbons for C1-C3 RONO2. This implied that 295 

VOCs other than parent hydrocarbons were important precursors of C1-C3 RONO2, which 296 

however made minor contributions to C4-C5 RONO2.  297 

 298 

Figure 4. Average RIRs of RONO2 precursors during the canister sampling period at TC. 299 

Consistently, the RIRs of VOCs including parent hydrocarbons and other VOCs were positive 300 

at WSI, regardless of O3 episodes or non-episodes (Figure 5). During O3 episodes, NOx inhibited 301 

RONO2 formation (RIR<0) except for the positive effect of NO2 on MeONO2 production, which 302 

was discussed above. However, NOx made positive contribution to RONO2 production (RIR>0) 303 

during non-episodes at this site, indicating that cutting either NO or NO2 would lead to decrease 304 

of RONO2 production during non-episodes at WSI. This phenomenon was not identified at TC 305 

where NOx level was much higher (45.78±3.33 ppbv at TC versus 6.11±0.96 ppbv at WSI). In 306 
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fact, the dual role of NOx in RONO2 formation has been documented in Lyu et al.,
27

 who found 307 

that low level of NOx stimulated while high level of NOx inhibited RONO2 formation. This 308 

explained the positive RIR of NOx at WSI during non-episodes when NOx (1.97±0.76 ppbv) was 309 

significantly lower than that during episodes (9.57±1.19 ppbv) and at TC (45.78±3.33 ppbv). It 310 

therefore can be concluded that RONO2 formation was limited by VOCs during O3 episodes and 311 

co-limited by VOCs and NOx during non-episodes at WSI. 312 

 313 

Figure 5. Average RIRs of RONO2 precursors during (a) O3 episodes and (b) non-episodes of the canister 314 

sampling period at WSI. 315 

 316 

3.5 Sources of RO2 and RO radicals 317 

Since “RO2+NO” and “RO+NO2” were the main pathways leading to RONO2 formation, the 318 

contributions of parent hydrocarbons and other VOCs to the production of RO2 and RO radicals 319 
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were identified. As introduced in section 2.5.2, the effects of factors 1 (oxidation and/or direct 320 

decomposition) and factor 2 (indirect effect through regulation on OH concentration) on the 321 

production of both radicals were distinguished for different species/group of VOC(s), as shown 322 

in Figures 6-7. C2-C5 RO are not displayed due to the negligible contributions of the pathway 323 

“RO+NO2” to C2-C5 RONO2 (see Text S5 in the supplement).  324 

It was found that in addition to the parent hydrocarbon, other VOCs also made considerable 325 

contributions to RO2 and CH3O at TC (Figure 6), such as aromatics, BVOCs and carbonyls for 326 

C1-C5 RO2 and CH3O, and C4-C5 hydrocarbons for C2-C3 RO2. Noticeably, the parent 327 

hydrocarbons played important roles in the production of larger molecular (C4-C5) RO2 through 328 

oxidation (factor 1), with the contribution of 97-100%. However, less than 60% of C1-C3 RO2 329 

and CH3O (as low as 6% for C2H5O2) could be attributable to the parent hydrocarbons, with the 330 

remainder attributable to the other VOCs. Specifically, aromatics, carbonyls and BVOCs were 331 

responsible for 36-38%, 18-20% and 12% of CH3O2/CH3O, respectively. C2H5O2 were largely 332 

contributed by C4-C6 hydrocarbons (75%) and aromatics (13%), while 27-36% of 1-/2-C3H7O2 333 

were derived from C4-C6 hydrocarbons. One possible pathway of MeONO2 formation through 334 

the oxidation of p-xylene and the decomposition of the oxidation products is shown in Figure S7 335 

as an example. Furthermore, the other VOCs produced RO2 and CH3O not only through 336 

oxidation/decomposition (factor 1) but also through regulating the OH concentration (factor 2). 337 

Particularly, aromatics, BVOCs and carbonyls all had largest influence on facilitating the 338 

production of the aforementioned radicals through building up OH concentration in the 339 

atmosphere. Namely, OH was elevated by these VOCs, which further enhanced the production of 340 

RO2 and RO radicals. In fact, as shown in Figure S8, aromatics, BVOCs and carbonyls did lead 341 

to the increase of OH at TC, likely associating with their contributions to O3 (an important 342 
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source of primary OH).
48-51

 Figure S9 shows the decreases of the simulated O3 with the removal 343 

of BVOCs or aromatics from the model input. Correspondingly, the OH cycling was also 344 

weakened without BVOCs or aromatics, as presented in Figure S10. As an important source of 345 

primary OH, O3 photolysis reduced from 1.92×10
6
 molecules·cm

-1
·s

-1
 with the inclusion of both 346 

BVOCs and aromatics to 1.79×10
6
 and 1.78×10

6
 molecules·cm

-1
·s

-1
 with the removal of BVOCs 347 

and aromatics, respectively. In addition to this effect, the high contribution of carbonyls to OH 348 

also resulted from the production of HO2 from their photolysis and further reaction between HO2 349 

and NO.
52

 The dominance of parent hydrocarbons rather than other VOCs in the sources of C4-350 

C5 RONO2 was due to the fact that the large RO2 radicals cannot be generated from the 351 

decomposition of other radicals. This was also confirmed by the negligible contribution of other 352 

VOCs to C4-C5 RONO2 through factor 1 (see Figure 6). 353 
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 354 

Figure 6. Average contributions of specific species/group of VOC(s) to C1-C5 RO2 and CH3O at TC. 355 

Factor 1 and factor 2 are shown with blue and red bars, respectively. Please refer to Table S7 for details of 356 

the species in each group of VOCs. 357 

Similarly, the parent hydrocarbons only accounted for 9-60% of C1-C3 RO2 and CH3O, while 358 

the contribution increased to 96-100% for C4-C5 RO2 at WSI (Figure 7). However, aromatics and 359 

BVOCs generally inhibited the formations of C1-C5 RO2 and CH3O through regulating the OH 360 

concentration (factor 2). Insight into the impacts of these compounds on OH production also 361 

found that they presented net destruction to OH (see Figure S8). The negative contributions of 362 
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aromatics, BVOCs and carbonyls to OH production at WSI might be due to the consumption of 363 

OH at the initial oxidation of these compounds, which could not be as efficiently recycled from 364 

the reactions between RO2 and NO as that ,at TC because NO was much lower at WSI than at 365 

TC. Wang et al. also identified this mechanism at the same site.
32

 For carbonyls, they still 366 

enhanced OH production in the early morning and late afternoon at WSI, when the OH 367 

concentration was low (Figure 3). The positive contributions were likely caused by the 368 

photolysis of carbonyls (a pathway of OH production), which overrode the OH consumption in 369 

the oxidation of carbonyls. Therefore, we conclude that other VOCs contributed to the 370 

production of C1-C3 RO2 and CH3O mainly through the decomposition of larger radicals in the 371 

low NOx environment. 372 
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 373 

Figure 7. Average contributions of specific species/group of VOC(s) to C1-C5 RO2, CH3O at WSI. Factor 374 

1 and factor 2 are shown with blue and red bars, respectively.  Please refer to Table S7 for details of the 375 

species in each group of VOCs. 376 

4 IMPLICATION 377 

Previous studies on RONO2 were generally based on the observations and kinetic calculations, 378 

which considered the parent hydrocarbons as the sole precursors of RONO2. The photochemical 379 

evolution curves of RONO2 proposed by Bertman et al.
26

 also started from this premise. 380 
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However, this study revealed that confining RONO2 precursors to the parent hydrocarbons 381 

would underestimate RONO2 production to a great extent, particularly for the C1-C3 RONO2. 382 

This may explain why the observed short-chain RONO2 were always higher than the kinetic 383 

calculations. We also recommend including more VOCs as the precursors of RONO2 when 384 

applying Bertman’s curves. To our best knowledge, the photochemical reactions in chemical 385 

transport models (CTMs) are generally group based, deficient in explicit description of radical 386 

reactions, which may have higher uncertainty on estimating RONO2 production. Moreover, with 387 

the lumped mechanisms, it is difficult to study the impacts of individual VOCs on RONO2 388 

chemistry, particularly in the regions where these analyses are necessary, e.g. in forest with high 389 

isoprene emissions and over the southern ocean where methane and methyl nitrate are abundant. 390 

The results in this study are actually benefitted from the application of the MCM, a near-explicit 391 

chemical mechanism describing the photochemical degradations of individual VOCs. To more 392 

comprehensively understand the RONO2 chemistry in larger (regional, national or even global) 393 

scales, it is of high necessity to update the species-based RONO2 photochemistry in CTMs. 394 

 395 

ASSOCIATED CONTENT 396 

Supporting Information 397 

Production and destruction of RONO2 (Text S1); Description of sample collection and 398 

chemical analysis (Text S2); Description of scenario analysis (Text S3); Methodology of 399 

photochemical evolution of RONO2 (Text S4); Description of reaction pathways to RONO2 400 

formation (Text S5); Figures S1-S10; Tables S1-S7; Reactions R1-R6;  Equations S1-S2. 401 

AUTHOR INFORMATION 402 

Page 24 of 29

ACS Paragon Plus Environment

Environmental Science & Technology



25 

 

Corresponding Author 403 

*
(Hai Guo) Phone: (852) 3400 3962; e-mail: ceguohai@polyu.edu.hk 404 

**
(Shichun Zou) Phone: (020) 39332201; e-mail: ceszsc@mail.sysu.edu.cn 405 

Present Address 406 

† Department of Civil and Environmental Engineering, the Hong Kong Polytechnic University, 407 

Hong Kong, China 408 

ACKNOWLEDGMENT 409 

This study was supported by the Research Grants Council of the Hong Kong Special 410 

Administrative Region via grants PolyU5154/13E, PolyU152052/14E, PolyU152052/16E, 411 

CRF/C5004-15E, and CRF/C5022-14G, the Research Institute for Sustainable Urban 412 

Development of Hong Kong Polytechnic University (1-BBW4). This study is partially supported 413 

by the Hong Kong PolyU internal grants (G-YBUQ, 1-ZVJT, and 4-ZZFW) and the National 414 

Key R&D Program of China (2017YFC0212000). 415 

 416 

REFERENCES 417 

(1) Flocke, F.; et al. Long‐term measurements of alkyl nitrates in southern Germany: 1. General 418 

behavior and seasonal and diurnal variation. J. Geophys. Res.: Atmospheres. 1998, 103, D5, 419 

5729-5746. 420 

(2) Day, D. A.; et al. On alkyl nitrates, O3, and the “missing NOy”. J. Geophys. Res.: 421 

Atmospheres. 2003, 108, D16, 4501. 422 

(3) Clemitshaw, K. C.; et al. Gas-phase ultraviolet absorption cross-sections and atmospheric 423 

lifetimes of several C2-C5 alkyl nitrates. J. Photochem. & Photobiol. A: Chemistry. 1997, 102(2-424 

3), 117-126. 425 

(4) Atkinson, R.; et al. Evaluated kinetic and photochemical data for atmospheric chemistry: 426 

Volume II–gas phase reactions of organic species. Atmos. Chem. Phys. 2006, 6(11), 3625-4055.  427 

Page 25 of 29

ACS Paragon Plus Environment

Environmental Science & Technology



26 

 

(5) Barletta, B.; et al. Mixing ratios of volatile organic compounds (VOCs) in the atmosphere of 428 

Karachi, Pakistan. Atmos. Environ. 2002, 36(21), 3429-3443.  429 

(6) Wang, M.; et al. Measurements of C1–C4 alkyl nitrates and their relationships with carbonyl 430 

compounds and O3 in Chinese cities. Atmos. Environ. 2013, 81, 389-398. 431 

(7) Simpson, I. J.; et al. Long-term atmospheric measurements of C1–C5 alkyl nitrates in the 432 

Pearl River Delta region of southeast China. Atmos. Environ. 2006, 40(9), 1619-1632. 433 

(8) Worton, D. R.; et al. Alkyl nitrate photochemistry during the tropospheric organic chemistry 434 

experiment. Atmos. Environ. 2010, 44(6), 773-785. 435 

(9) Simpson, I. J.; et al. Photochemical production and evolution of selected C2–C5 alkyl nitrates 436 

in tropospheric air influenced by Asian outflow. J. Geophys. Res.: Atmospheres. 2003, 108, D20, 437 

8808. 438 

(10) Shepson, P. B.; et al. Alkyl nitrates and their contribution to reactive nitrogen at a rural site 439 

in Ontario. Atmos. Environ. Part A. General Topics. 1993, 27(5), 749-757. 440 

(11) Russo, R. S.; et al. Temporal variability, sources, and sinks of C1-C5 alkyl nitrates in 441 

coastal New England. Atmos. Chem. Phys. 2010, 10(4), 1865-1883.  442 

(12) Blake, N. J.; et al. Latitudinal, vertical, and seasonal variations of C1‐C4 alkyl nitrates in the 443 

troposphere over the Pacific Ocean during PEM‐Tropics A and B: Oceanic and continental 444 

sources. J. Geophys. Res.: Atmospheres. 2003, 108, D2, 8242. 445 

(13) Atlas, E.; et al. Alkyl nitrates, nonmethane hydrocarbons, and halocarbon gases over the 446 

equatorial Pacific Ocean during SAGA 3. J. Geophys. Res.: Atmospheres. 1993, 98, D9, 16933-447 

16947. 448 

(14) Blake, N. J.; et al. Aircraft measurements of the latitudinal, vertical, and seasonal variations 449 

of NMHCs, methyl nitrate, methyl halides, and DMS during the First Aerosol Characterization 450 

Experiment (ACE 1). J. Geophys. Res.: Atmospheres. 1999, 104, D17, 21803-21817. 451 

(15) Lyu, X. P.; et al. Re-examination of C1–C5 alkyl nitrates in Hong Kong using an 452 

observation-based model. Atmos. Environ. 2015, 120, 28-37. 453 

(16) Ling, Z. H.; et al. New insight into the spatiotemporal variability and source apportionments 454 

of C1–C4 alkyl nitrates in Hong Kong. Atmos. Chem. Phys. 2016, 16(13), 8141-8156. 455 

(17) Dirtu, A. C.; et al. Methods, fluxes and sources of gas phase alkyl nitrates in the coastal air. 456 

Environ. Monitoring & Assessment. 2014, 186(10), 6445-6457. 457 

(18) Chuck, A. L.; Turner, S. M.; Liss, P. S. Direct evidence for a marine source of C1 and C2 458 

alkyl nitrates. Science. 2002, 297(5584), 1151-1154. 459 

(19) Simpson, I. J.; et al. A biomass burning source of C1–C4 alkyl nitrates. Geophys. Res. 460 

Lett.. 2002, 29(24), 21-1-21-4. 461 

(20) Carter, W. P. L.; Atkinson, R. Alkyl nitrate formation from the atmospheric photoxidation 462 

of alkanes; a revised estimation method. J. atmos. chem. 1989, 8(2), 165-173. 463 

(21) Atkinson, R. Gas-phase tropospheric chemistry of organic compounds: a review. Atmos. 464 

Environ. Part A. General Topics. 1990, 24(1), 1-41. 465 

Page 26 of 29

ACS Paragon Plus Environment

Environmental Science & Technology



27 

 

(22) Roberts, J. M. The atmospheric chemistry of organic nitrates. Atmos. Environ. Part A. 466 

General Topics. 1990, 24(2), 243-287. 467 

(23) Atkinson, R.; et al. Alkyl nitrate formation from the nitrogen oxide (NOx)-air 468 

photooxidations of C2-C8 n-alkanes. J. Phys. Chem. 1982, 86(23), 4563-4569. 469 

(24) Atkinson, R.; Carter, W. P. L.; Winer, A. M. Effects of temperature and pressure on alkyl 470 

nitrate yields in the nitrogen oxide (NOx) photooxidations of n-pentane and n-heptane. J. Phys. 471 

Chem. 1983, 87(11), 2012-2018. 472 

(25) Kramp, F.; Volz-Thomas, A. On the budget of OH radicals and ozone in an urban plume 473 

from the decay of C5–C8 hydrocarbons and NOx. J. Atmos. Chem. 1997, 28(1), 263-282. 474 

(26) Bertman, S. B.; et al. Evolution of alkyl nitrates with air mass age. J. Geophys. Res.: 475 

Atmospheres. 1995, 100, D11, 22805-22813. 476 

(27) Lyu, X. P.; et al. Modeling C1-C4 alkyl nitrate photochemistry and their impacts on O3 477 

production in urban and suburban environments of Hong Kong. J. Geophys. Res.: Atmospheres. 478 

2017, 122(10), 539-556. 479 

(28) Wang, T.; et al. Measurements of trace gases in the inflow of South China Sea background 480 

air and outflow of regional pollution at Tai O, Southern China. J. Atmos. Chem. 2005, 52(3), 481 

295-317. 482 

(29) Guo, H.; et al. Regional and local contributions to ambient non-methane volatile organic 483 

compounds at a polluted rural/coastal site in Pearl River Delta, China. Atmos. Environ. 2006, 484 

40(13), 2345-2359. 485 

(30) Xue, L. K.; et al. Increasing external effects negate local efforts to control ozone air 486 

pollution: a case study of Hong Kong and implications for other Chinese cities. Environ. Sci. 487 

Technol. 2014, 48(18), 10769-10775. 488 

(31) Wang, T.; et al. Increasing surface ozone concentrations in the background atmosphere of 489 

Southern China, 1994-2007. Atmos. Chem. Phys.  2009, 9(16), 6217-6227. 490 

(32) Wang, Y.; et al. Long-term O3–precursor relationships in Hong Kong: field observation and 491 

model simulation. Atmos. Chem. Phys. 2017, 17, 10919-10935. 492 

(33) Ling, Z. H.; et al. Sources of ambient volatile organic compounds and their contributions to 493 

photochemical ozone formation at a site in the Pearl River Delta, southern China.  Environ. 494 

Pollut. 2011, 159(10), 2310-2319. 495 

(34) Simpson, I. J.; et al. Characterization of trace gases measured over Alberta oil sands mining 496 

operations: 76 speciated C2–C10 volatile organic compounds (VOCs), CO2, CH4, CO, NO, NO2, 497 

NOy, O3 and SO2. Atmos. Chem. Phys. 2010, 10,(23), 11931-11954. 498 

(35) Zhang, Y. L.; et al. Aromatic hydrocarbons as ozone precursors before and after outbreak of 499 

the 2008 financial crisis in the Pearl River Delta region, south China. J. Geophys. Res.: 500 

Atmospheres. 2012, 117, D15, 306. 501 

(36) Wang, R.; et al. Effects of straw return on C2–C5 non-methane hydrocarbon (NMHC) 502 

emissions from agricultural soils. Atmos. Environ. 2015, 100, 210-217.  503 

(37) Zhang, Y. L.; et al. Sources of C2–C4 alkenes, the most important ozone nonmethane 504 

hydrocarbon precursors in the Pearl River Delta region. Sci. Total Environ. 2015, 502, 236-245. 505 

Page 27 of 29

ACS Paragon Plus Environment

Environmental Science & Technology



28 

 

(38) Ling, Z. H.; et al. Formaldehyde and acetaldehyde at different elevations in mountainous 506 

areas in Hong Kong. Aerosol & Air Qual. Res. 2016, 16(8), 1868-1878. 507 

(39) Ling, Z. H., et al. Establishing a conceptual model for photochemical ozone pollution in 508 

subtropical Hong Kong. Atmospheric Environment. 2013, 76, 208-220. 509 

(40) Huang, J. P.; et al. Numerical simulation and process analysis of typhoon-related O3 510 

episodes in Hong Kong. J. Geophys. Res.: Atmospheres. 2005, 110, D5, 301.   511 

(41) Cardelino, C. A.; Chameides, W. L. An observation-based model for analyzing ozone 512 

precursor relationships in the urban atmosphere. J. Air & Waste Manage. Assoc. 1995, 45(3), 513 

161-180. 514 

(42) Arey, J.; et al. Alkyl nitrate, hydroxyalkyl nitrate, and hydroxycarbonyl formation from the 515 

NOx−Air photooxidations of C5−C8 n-alkanes. J. Phys. Chem. A 2001, 105(6), 1020-1027. 516 

(43) Neu, J. L.; et al. Oceanic alkyl nitrates as a natural source of tropospheric ozone. Geophys. 517 

Res. Lett. 2008, 35(13), 814. 518 

(44) Swanson, A. L.; et al. Seasonal variations of C2–C4 nonmethane hydrocarbons and C1–C4 519 

alkyl nitrates at the Summit research station in Greenland. J. Geophys. Res.: Atmospheres 2003, 520 

108, D2, 4065. 521 

(45) Ling, Z. H.; et al. Atmospheric photochemical reactivity and ozone production at two sites 522 

in Hong Kong: Application of a master chemical mechanism–photochemical box model. J. 523 

Geophys. Res.: Atmospheres 2014, 119(17), 10567-10582. 524 

(46) Roberts, J. M.; et al. Measurement of alkyl nitrates at Chebogue Point, Nova Scotia during 525 

the 1993 North Atlantic Regional Experiment (NARE) intensive. J. Geophys. Res.: 526 

Atmospheres 1998, 103, D11, 13569-13580. 527 

(47) Archibald, A. T.; et al. Comment on “Long-term atmospheric measurements of C1–C5 alkyl 528 

nitrates in the Pearl River Delta region of southeast China” by Simpson et al. Atmos. 529 

Environ. 2007, 41(34), 7369-7370. 530 

(48) Cheng, H. R.; et al. On the relationship between ozone and its precursors in the Pearl River 531 

Delta: application of an observation-based model (OBM). Environ. Sci. Pollut. Res. 2010, 17(3), 532 

547-560. 533 

(49) Rasool, S. I. Normal atmosphere: Large radical and formaldehyde concentrations predicted. 534 

Science. 1970, 170, 315. 535 

(50) Volkamer, R., et al. Oxidative capacity of the Mexico City atmosphere–Part 1: A radical 536 

source perspective. Atmospheric Chemistry and Physics. 2010, 10, (14), 6969-6991. 537 

(51) Xue, L. K.; et al. Oxidative capacity and radical chemistry in the polluted atmosphere of 538 

Hong Kong and Pearl River Delta region: analysis of a severe photochemical smog episode. 539 

Atmos. Chem. Phys. 2016, 16(15), 9891. 540 

(52) Lary, D. J.; Shallcross, D. E. Central role of carbonyl compounds in atmospheric chemistry. 541 

J. Geophys. Res.: Atmospheres 2000, 105, D15, 19771-19778. 542 

Page 28 of 29

ACS Paragon Plus Environment

Environmental Science & Technology



 

Page 29 of 29

ACS Paragon Plus Environment

Environmental Science & Technology




