We thank the reviewers for the helpful comments and providing us the opportunity to strengthen our

research. We try to address all of them carefully. Below are point-to-point responses.
Anonymous reviewer #1:

The measurement report by Ni et al. is an excellent manifestation of the measurement report paper.
Despite not presenting strikingly new results, comparative studies involving lesser studied cities or
regions are encouraged as long as the data analysis is done robustly and extensively. | particularly
commend Bayesian MCMC simulation in addition to 1“C analysis which enhances the results as well as
excellent and informative Figures. The paper is very well written and can be published after addressing

few minor comments.

1) Line 22. The term "clean" can hardly be attributed to mega-city environment. Perhaps "moderately
polluted” or at least "relatively clean". Haze is typically related to poor visibility, so perhaps the use of
"clear weather", which can be quite polluted too, can be more informative. The term “clean” is used

throughout the text and | encourage finding a proper substitute.

Response: We agree with the reviewer that the “clean” periods we defined in this manuscript cannot

fully represent the pollution levels, especially for “clean” periods in Xi’an. In Xi’an, as stated in Sect.

3.1 (page 6, line 172-173), even during clean periods we defined here, daily PM, s concentrations (<100

ug m) were higher than the Chinese pollution standard of 75 ug m=. However, in this study, we intent

to use “clean” and “haze” to represent low and high pollution events, respectively, classified by PM:s
concentrations. With this study scope, we would prefer not to use the term “clear weather”, because it

is a weather condition, which cannot be identified by PM2 s concentrations.

In this study, we define clean days as daily average PM2s concentrations < median concentrations in
the winter heating season (15 November 2016 to 15 March 2017). If possible, we think it probably
acceptable to keep the term “clean” to facilitate the writing, and to avoid the inconsistence between the
discussion paper and the final one (e.g., “clean” are included in nearly all figures and tables as legend,
text annotation etc.). In the revised manuscript, we explain quantitively the definition of “clean” in this

study (changes are underlined):
(1) Abstract lines 16-19 (page 1)

“Here we combined the analysis of radiocarbon and the stable isotope *C to investigate the
sources and formation of carbonaceous aerosols collected in two Chinese megacities (Beijing
and Xi’an) during severe haze events of “red alarm” level from December 2016 to January

2017. The haze periods with daily PM. s concentrations as high as ~400 pg m-3 were compared

to subsequent clean periods (i.e., PM-5 < median concentrations during the winter 2016/2017),

with PM. 5 concentrations below 100 pug m™ in Xi’an and below 20 ug m™ in Beijing.”

(ii) Manuscript lines 101-103 (page 4)
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Six samples from haze and clean days were selected per sampling site for carbon isotope

analysis (Tables S1 and S2). We define clean days at each site as PMjs < median

concentration in the winter heating season from 15 November 2016 to 15 March 2017.

(iii) Figure caption (page 18)

Figure 1. Mass concentrations of OC and EC from fossil and non-fossil sources (OCrossii, OCh,
ECrossit and ECpp) as well as fraction of non-fossil carbon in OC and EC (f,(OC) and fu(EC),
respectively) for daytime and nighttime PM.s samples in Xi’an, and 24h-integrated PM,s

samples in Beijing during haze and clean periods during the measurement periods (2

December 2016 to 10 January 2017). For each city “haze” and “clean” are used to represent

high and low pollution events, and clean days at each site are defined as days with PMys <

median concentration in the winter heating season from 15 November 2016 to 15 March 2017.

Uncertainties of *C-apportioned f,((OC) and fy(EC) are indicated but are too small to be

visible. The data are shown in Table S3.
2) Line 33. Field measurements.
Response: Thank you for spotting out the typo. Corrected (page 2, line 36).

“Field measurements show that carbonaceous aerosol contributes a significant fraction of

PM2 ;s loading during severe haze events in China”

3) Line 35. | think it should be stressed that better understanding of sources outside capital Beijing is
needed for comparison as well as for more comprehensive understanding. Beijing was fairly well

studied already.

Response: We improved the introduction according to the comments and suggestions by the reviewer.

The following underlined sentences are added in the introduction (page 2, line 39-41):

“Severe haze pollution with high PM5 (i.e., particulate matter with aerodynamic diameter <
2.5 um) concentrations and reduced visibility occurs frequently during winter in China (An
et al., 2019). Field measurements show that carbonaceous aerosol contributes a significant
fraction of PM_;s loading during severe haze events in China (Huang et al., 2014; Elser et al.,
2016; Liu et al., 2016). Therefore, a better understanding of the sources and atmospheric
processes of carbonaceous aerosols is needed for mitigating haze pollution. Many previous

studies focus solely on Beijing, the capital of China. However, studies on other megacities

are also needed for comparison as well as for a more comprehensive understanding of haze

pollution in China.”

4) Line 85. Please indicate similarity quantitatively as there is a proportionality issue commented later.
Response: The revised text shows:
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“Each composite sample consists of 2 12h (for Xi’an) or 24 h (for Beijing) filter pieces with
similar PM_ s loading that agree within 20 % (Fig. S1).” (page 4, line 105-106)

5) Line 149. Concentrations neither <100 nor <20 can be considered clean, especially that the two
numbers differ by five times. If haze concentrations in Xian were defined >250, that is only 2-3 times
different to clean, so certainly qualifies for moderate pollution. Furthermore, if Chinese national

pollution standard is at 75ug/m3, concentration <100 can in no way qualify for clean.

Response: Thank you for pointing this out. In this study, the haze periods with daily PM.s
concentrations as high as ~400 pg m= were compared to subsequent clean periods, with PMas
concentrations below 100 pg m= in Xi’an and below 20 pg m= in Beijing. We define clean days as daily
average PM_ s concentrations < median concentrations in the winter heating season (15 November 2016
to 15 March 2017). This has been clarified in the revised manuscript, as addressed in the response to

question 1.

We agree with the reviewer that in Xi’an PMzs concentrations< 100 pg m quantifies “moderate

pollution”, as state in the Sect. 3.1: “In Xi’an, even during clean periods we defined here, daily PM»s

concentrations were higher than the Chinese pollution standard of 75 ug m=, reflecting severe air quality

problems.” (page 6, line 172-173). However, PM_s concentration < 20 pg m= in Beijing can be

considered as clean, because it is smaller than the 24 h mean of 25 pg m suggested by the Air Quality
Guidelines of World Health Organization (WHO, 2006).

In the revised manuscript, to avoid any confusing, the term “clean” is defined quantitively as daily
average PM. s concentrations < median concentrations in the winter heating season (15 November 2016
to 15 March 2017), and is explained and clarified several times, for example, in the abstract and in the

main text when “clean” is used (see changes in response to question 1).
6) Line 177. will be much higher.
Response: Done (page 7, line 199).

“So even though biomass burning contributes a small portion of EC, its contribution to

primary OC will_be much higher.”
7) Line 250. ...emissions are very low in winter.
Response: Done (page 9, line 279).

“The OC,nfis not likely attributed to biogenic OC, because the biogenic emissions are very

low in winter.”
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8) Line 277. Why would large secondary formation from fossil sources be particularly favoured in
Beijing only? With no plausible explanation it should be dismissed. Stronger contribution from coal
combustion (both primary and secondary) sounds convincing given Beijing geographical location.

Response: In this study, large secondary formation from fossil sources in Beijing is justified by larger
frossit(SOC) in Beijing than in Xi’an (Fig. 6), where frssii(SOC) is the fraction of fossil SOC in total SOC
of both fossil and non-fossil origins. However, the explanations for large secondary formation from
fossil sources in Beijing are not clear yet, as the reviewer pointed out. To clarify, the following

underlined sentences are added in the revised manuscript:

“Compared to Xi’an, Beijing had significantly smaller differences between fu,(EC) and fy(OC)
(Fig. 1), which was also observed in previous studies during the haze event in January 2013

(Zhang et al., 2015). Comparing Eq. (14) with Eg. (16), this suggests either strong

contribution from coal combustion in Beijing or large secondary formation from fossil sources,
or both. The stronger contribution of coal combustion to OC in Beijing than in Xi’an was a
direct consequence of a larger proportion of coal combustion in EC in Beijing, as
demonstrated by the Bayesian MCMC results of EC (Sect. 3.2). The latter was further
validated by the variation of SOC. The frssi(SOC) in Beijing was higher than that in Xi’an,
despite the variations between haze and clean periods (Sect. 3.3). By combining **C

measurements with other state-of-art analytical techniques (e.g., aerosol mass spectrometry),

Huang et al. (2014) also found that fossil OC was mostly secondary in nature in Beijing, and

non-fossil SOC formation was dominant in Xi’an during a wintertime haze episode (i.e.,

Beijing had a larger frossii( SOC) than Xi’an). However, atmospheric mechanisms responsible

for the enhancement in fossil-derived SOA formation in Beijing remain unclear.” (page 11,
line 316-319)

9) Line 287. ...by significantly larger...
Response: We have corrected the text as suggested:

“This is validated by significantly larger fossii(SOC) during haze periods (76%—81%) than
during clean periods (~55%; Sect. 3.3).” (page 11, line 326).

10) Line 294. ...wide range of EC concentrations.
Response: Corrected.

“In Xi’an, for(EC) was fairly constant during haze and clean periods, despite the wide range

of EC concentrations. ” (page 12, line 336)

11) Line 301. same as above comment (i.e., question 8)
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Response: Due to the unclear mechanisms responsible for the enhancement in fossil SOC in Beijing
(as addressed in response to question 8), we would like to avoid to highlight this point in the conclusion,
thus delete the following underlined sentence in the conclusion of the revised manuscript:

“The differences between non-fossil fraction in OC and EC were smaller in Beijing and larger

in Xi’an.

formationfrom-fossHsources—orboth-in-Beijing:” (page 12, line 343-344)

References:

WHO: Air Quality Guidelines: Global Update 2005: Particulate Matter, Ozone, Nitrogen Dioxide and
Sulfur Dioxide, World Health Organization, 2006.
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Anonymous reviewer #2:

The article by Ni et al entitled “Measurement report: Dual-carbon isotopic characterization of
carbonaceous aerosol in Beijing and Xi’an: distinctions in primary versus secondary sources” is
presenting application of natural carbon isotopes to characterize carbonaceous aerosol composition in
Beijing and Xi’an (two Chinese mega-cities). The title of the paper does not seem to fully reflect the
subject of the article. In fact, the spectrum of issues discussed in the paper is much wider than
“distinctions in primary versus secondary sources”. While we are observing an increased interest in the
topics related to the study of air quality and its impact on the health of citizens, the development of
various methods dedicated for identification the pollution sources is a very important topic that fits into
the scope of the journal. Carbonaceous aerosols constitute an important fraction of air pollution
observed in mega-cities. Application of carbon isotopes allows to identify the share and its temporal
and spatial dynamics of different emission sources. In this context the paper address relevant scientific
problem and demonstrates a possible solution based on comprehensive use of isotopic tracers applied
for both elemental carbon (EC) and organic carbon (OC) fractions of carbonaceous pollutants. The
presented methodology was applied for the short-term measurement campaigns performed in two
Chinese mega-cities having different emission sources structure. Authors demonstrated usefulness of
this methodology for identifying share of the pollutants having different origin and presented an
interesting data increasing the understanding of the differences between at first glance similar urban
environments. The paper is well structured, the description of methodology is clear and, in my opinion,
complete. Abstract contains a clear message of the paper. The results are correctly presented and, in
most parts, well discussed. The quality and number of figures is correct. Presented results are discussed
in relation to other studies appropriate referenced in the text. | recommend to publish the paper after a

minor revision.

Response: Following the reviewer’s concern about the title, we change the title to better reflect the

content of the manuscript and to be more specific (changes are underlined):

“Dual-carbon isotopic characterization of carbonaceous aerosol reveal different

primary and secondary sources in Beijing and Xi’an during severe haze events”

We would like to avoid including “day-night difference” in the title, because it is only studied in Xi’an.
Furthermore, the day-night difference in sources of carbonaceous aerosol was slight in this study,

especially during haze periods in Xi’an.
Specific comments

1) The authors discuss in the paper a wide spectrum of issues including different contribution of coal,
liquid fossil fuel and biomass combustion to elemental and organic fraction of carbonaceous aerosols,

temporal (day-time vs. night time and haze events vs. clean periods) variability as well as spatial
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(location specific differences between Beijing and Xi’an cities) variability. In addition, issues related
to primary and secondary organic aerosols are discussed. In such wide range of discussed aspects, it is
difficult to keep the description clear. Maybe a short summary following each part of the discussion
would help reader to keep on track of the analysis.

Response: The revised manuscript adds a short summary at the end of each result section.
(i) Sect. 3.1 Fossil and non-fossil contributions to EC and OC

“Overall, our C data show that fossil sources contribute more strongly to EC and OC in
Beijing than in Xi’an, which is consistent with previous observations. Both in Beijing and
Xi’an the fossil vs. non-fossil contributions to EC and OC did not change drastically during
haze and clean periods. In Xi’an, a slight day-night difference was observed during clean
periods, but disappeared during haze periods, suggesting a large accumulation of particles.”
(page 7, line 215-218)

(ii) Sect. 3.2 Fossil EC apportioned by stable carbon isotopes: coal vs. liquid fossil fuel

“In summary, complementing *C with 3*3C allows for quantitative constraints on EC sources:
EC was dominated by liquid fossil fuel combustion (i.e., vehicle emissions) in Xi’an and by
coal burning in Beijing, especially during clean periods. In Xi’an, no strong day-night
differences in EC sources were observed during haze and clean periods.” (page 9, line 248—
250)

(iii) Sect. 3.3 Primary and secondary OC

“Together these results reveal the differences in primary and secondary OC in two Chinese
megacities. The contribution of SOC to total OC increased from clean to haze periods in Xi’an.
In contrary, SOC/OC ratios increased from haze to clean periods in Beijing, mainly due to
increased SOC from non-fossil sources. SOC was dominated by fossil sources in Beijing but
by non-fossil sources in Xi’an, especially during haze periods. In Xi’an, the day-night
difference was larger during clean periods with less SOC at night.” (page 10, line 289-293)

(iv) Sect 3.4 Difference between the fractions of non-fossil carbon in OC and EC

“In conclusion, this section discusses the factors that governs the differences between fyn(EC)
and f,¢(OC), and concludes that smaller differences suggest stronger contribution from coal
combustion and/or larger secondary formation from fossil sources. This is further examined
and validated by source apportionment results of EC and OC (Sect. 3.1-3.3).” (page 11, line
328-330)
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2) The Methodology section is very detailed and well referenced but | found no information concerning
possible mineral contamination (carbonates) of the collected samples is present. Were there any

corrections to the mineral fraction contamination in the samples applied?

Response: Thank you for pointing this out. For fine particle PM,s, the interference of carbonate carbon
with the OC and EC is negligible in most ambient (Chow and Watson, 2002; Querol et al., 2004),

because carbonate is mostly in the coarse mode.

In this study, we did preliminary studies to check the possible interference of carbonate carbon. PMzs

samples with the highest calcium concentrations (associate with carbonate in most cases; Chow and

Watson, 2002) in Xi’an, China were used to check the presence of carbonate carbon. Carbonate carbon

in an aerosol sample can be verified if there is significant difference in TC (i.e., total carbon) mass

before and after acidification (i.e., expose the sample to HCI vapor; NIOSH, 1999). Negligible

carbonate carbon was found, because TC mass before and after acidification agrees each other within

the measurement uncertainty. PM2s samples in Beijing are less likely affected by carbonates, owing to

lower dust concentrations (i.e., a major source of carbonate) than in Xi’an (Huang et al., 2014). In this

study, we therefore did not correct the mineral contamination (carbonates), because the contamination

is very small compared to the relatively larger OC and EC amounts for both mass determination and

carbon isotopic analysis.

We add the above discussion in the Supplement S1. In the main text, we add (page 4, line 97-99):

“Acidification to remove potential interferences from carbonates is not necessary, because

carbonate carbon in PMzs samples is found to be negligible, compared to the relatively larger

OC and EC amounts for both mass determination and carbon isotopic analysis (Supplement

S1).”

3) More detailed description of study sites (location, topography, typical emissions) would help to

understand the differences in presented results between two cities.
Response: In the revised manuscript, we add the site descriptions in the method section (page 3, line

76-88):

“Xi’an is the largest city in northwestern China, with over 8.8 million residents and 2.5 million
vehicles in 2016 (Xi'an Municipal Bureau of Statistics and NBS Survey Office in Xi'an, 2017).

Surrounded by Qinling Mountains to the south and the Loess Plateau to the north, days with

low wind speed occur frequently in Xi’an, promoting the accumulation of air pollutants. Xi’an

is now facing increased serious air quality issues due to the rapid increase of motor vehicles

and energy consumption in the past two decades. Besides residential coal combustion,

biomass burning is also a major emission source in Xi’an and its surrounding areas (i.e.,

Guanzhong Plain) for heating and cooking especially in winter (Zhang et al., 2014; Xu et al.,
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2016). Beijing, the capital of China, is a megacity with over 21 million residents and 5.7

million vehicles in 2016 (Beijing Municipal Bureau of Statistics and NBS Survey Office in

Beijing, 2017). Beijing is located in the Beijing-Tianjin-Hebei region, the most economically

developed region in North China. However, the rapid economic growth and urbanization

associated with heavy coal consumption and rapid increase usage of vehicles lead to the poor

air_quality in Beijing. Besides local emissions, regional transport of pollutants between

neighboring cities also contributes to air pollution in Beijing (Zheng et al., 2015; An et al.,

2019).”

The new citations are included in the revised reference list.

4) Did the authors consider the admixture of bio-fuels into liquid fossil component in the context of

F4Ciiq fossit parameter? Is it a case of Chinese liquid fuels market?

Response: FCiiq fossit denotes F*C of liquid fossil fuel, used in Eq. (13) for source apportionment of
EC (page 6). In China, F*Ciigossit has been approximated as zero in EC source apportionment studies
(e.g., Andersson et al., 2015; Fang et al., 2018), because liquid fossil fuel combustion emits
predominantly fossil carbon. However, in recent years a small fraction of bio-fuels has been added to
liquid fossil fuel (e.g., gasoline and diesel) for on-road transportation. Nowadays, most of the biofuels
are produced by USA (mainly corn ethanol) and Brazil (mainly sugarcane ethanol). The admixture of
bio-fuels into liquid fossil fuel increases F**Ciig.fossil, although it is still unclear to what extent it affects

F14Cqu.fossiI-

Back to the winter 2016/2017 (the measurement period in this study), Beijing and Xi’an were not in the
11 provinces that adopted the fuel E10 gasoline (i.e., 10% biomass-based ethanol and 90% gasoline),
the major bio-fuel for transportation in China (Hao et al., 2018). The development of bio-fuels in the
transport sector in China has been restrained by food security concern and land availability (Zhang and
Chen, 2015), because the bio-fuel in China is mainly derived from corn. EC from bio-fuels is a very
minor fraction of EC in China (Zheng et al., 2019), hence it is not be considered in this study. This

might change in the future if bio-fuels are used more extensively.
5) I don’t see any clear reason for introducing equations 14 to 16.

Response: Equations 14 to 16 are introduced for illustrating what governs the differences between
foo(EC) and f,(OC). Comparing Eq. (14) with Eq. (16), we tried to explain that (a) the differences

1+S0C i1/POC i T i
( fossil/ fossﬂ) % fossil and 1
(1+0Conf/POCpp) Tbb

(page 10, line 303), and (b) further elaborate on the statements that “With smaller rrossii than rys, similar

between fy(EC) and f.(OC) depend on the differences between

faf(OC) and fun(EC) can result from larger secondary formation from fossil sources than non-fossil

(1+S0Cftossil/POCtossil)
{IF0Con7/POCHE)

sources (i.e., > 1)” (page 11, line 305-306) and “Therefore, in a city where
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biomass burning and coal combustion are the dominant pollution sources, f.#(OC) and fu(EC) will be

more similar than in a city where the main sources are biomass burning and vehicle emissions.” (page

11, line 307-309). The underlined statements are not straightforward without introducing equations 14
to 16. Those equations are given, because they are not so common. Therefore, if the reviewer allows,
we prefer to keep those equations.

References:

Andersson, A., Deng, J., Du, K., Zheng, M., Yan, C., Skéld, M., and Gustafsson, O.: Regionally-varying
combustion sources of the January 2013 severe haze events over eastern China, Environ. Sci. Technol.,
49, 2038-2043, 2015.

Chow, J. C. and Watson, J. G.: PM_s carbonate concentrations at regionally representative Interagency
Monitoring of Protected Visual Environments sites,J. Geophys. Res., 107( D21), 8344,
doi:10.1029/2001JD000574, 2002.

Fang, W., Andersson, A., Zheng, M., Lee, M., Holmstrand, H., Kim, S.-W., Du, K., and Gustafsson,
O.: Divergent evolution of carbonaceous aerosols during dispersal of East Asian haze, Sci. Rep.-UK, 7,
10422, https://doi.org/10.1038/s41598-017-10766-4, 2017.

Hao, H., Liu, Z., Zhao, F., Ren, J., Chang, S., Rong, K., and Du, J.: Biofuel for vehicle use in China:
Current status, future potential and policy implications, Renew. Sust. Energ. Rev., 82, 645-653,
https://doi.org/10.1016/j.rser.2017.09.045, 2018.

NIOSH: Method 5040 Issue 3 (Interim): Elemental carbon (diesel exhaust), in: NIOSH Manual of
Analytical Methods; National Institute of Occupational Safety and Health: Cincinnati, OH, 1999.

Querol, X., Alastuey, A., Ruiz, C. R., Arti"nano, B., Hansson, H. C., Harrison, R. M., Buringh, E., ten
Brink, H. M., Lutz, M., Bruckmann,P., Straehl, P., and Schneider, J.: Speciation and origin of PM1, and
PMa;in selected European cities, Atmos. Environ., 38, 6547—-6555, 2004.

Zhang, H., and Chen, W.: The Role of Biofuels in China's Transport Sector in Carbon Mitigation
Scenarios, Energy Proced., 75, 2700-2705, https://doi.org/10.1016/j.eqypro.2015.07.682, 2015.

Zheng, X., Wu, X,, He, L., Guo, X., and Wu, Y.: Black Carbon Emissions from Light-duty Passenger
Vehicles Using Ethanol Blended Gasoline Fuels, Aerosol Air Qual. Res., 19, 1645-1654,
10.4209/aaqr.2019.02.0095, 2019.
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Abstract. To mitigate haze pollution in China, a better understanding of the sources of carbonaceous aerosols is required due
to the complexity in multiple emissions and atmospheric processes. Here we combined the analysis of radiocarbon and the
stable isotope *3C to investigate the sources and formation of carbonaceous aerosols collected in two Chinese megacities
(Beijing and Xi’an) during severe haze events of “red alarm” level from December 2016 to January 2017. The haze periods

with daily PM, s concentrations as high as ~400 pg m- were compared to subsequent clean periods (i.e., PM,s < median

concentrations during the winter 2016/2017), with PM, s concentrations below 100 pug m= in Xi’an and below 20 ug m= in

Beijing. In Xi’an, liquid fossil fuel combustion was the dominant source of elemental carbon (EC; 44%-57%), followed by
biomass burning (25%—-29%) and coal combustion (17%-29%). In Beijing, coal combustion contributed 45%-61% of EC and
biomass burning (17%—-24%) and liquid fossil fuel combustion (22%-33%) contributed less. Non-fossil sources contributed
51%-56% of organic carbon (OC) in Xi’an and fossil sources contributed 63%-69% of OC in Beijing. Secondary OC (SOC)
was largely contributed by non-fossil sources in Xi’an (56 + 6%) and by fossil sources in Beijing (75 + 10%), especially during
haze periods. The fossil vs. non-fossil contributions to OC and EC did not change drastically during haze events in both Xi’an
and Beijing. However, compared to clean periods, the contribution of coal combustion to EC during haze periods increased in
Xi’an and decreased in Beijing. During clean periods, primary OC from biomass burning and fossil sources constituted ~70%
of OC in Xi’an and ~53% of OC in Beijing. From clean to haze periods, the contribution of SOC to total OC increased in
Xi’an, but decreased in Beijing, suggesting that contribution of secondary organic aerosol formation to increased OC during
haze periods was more efficient in Xi’an than in Beijing. In Beijing, the high SOC fraction in total OC during clean periods
was mainly due to elevated contribution from non-fossil SOC. In Xi’an, a slight day-night difference was observed during the
clean period, with enhanced fossil contributions to OC and EC during the day. This day-night difference was negligible during

severe haze periods, likely due to enhanced accumulation of pollutants under stagnant weather conditions.-
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1 Introduction

Severe haze pollution with high PM3s (i.e., particulate matter with aerodynamic diameter < 2.5 pm) concentrations and reduced
visibility occurs frequently during winter in China (An et al., 2019). Filed-Field measurements show that carbonaceous aerosol
contributes a significant fraction of PM2 s loading during severe haze events in China (Huang et al., 2014; Elser et al., 2016;
Liu et al., 2016). Therefore, a better understanding of the sources and atmospheric processes of carbonaceous aerosols is

needed for mitigating haze pollution._Many previous studies focus solely on Beijing, the capital of China. However, studies

on other megacities are also needed for comparison as well as for a more comprehensive understanding of haze pollution in

China.

Carbonaceous aerosol constituents are separated into elemental carbon (EC) and organic carbon (OC), fractions differing in
their thermal refractiveness with EC being thermally refractory and OC weakly refractory (P6schl, 2003, 2005; Petzold et al.,
2013). EC is emitted as primary particles from incomplete combustion sources (i.e., biomass burning and fossil fuel
combustion). Unlike EC, OC can either be emitted as primary OC (POC) from combustion sources and non-combustion
sources (e.g., biogenic emissions) or formed in the atmosphere as secondary OC (SOC) via the reaction of gas precursors
(Hallquist et al., 2009; Jimenez et al., 2009). The sources and abundance of different carbon fractions in carbonaceous aerosols
vary considerably in different Chinese cities, as a result of complex interplay between meteorology, local and regional
emissions sources, and atmospheric processes (Zhang et al., 2008; Cui et al., 2015; Tie et al., 2017; An et al., 2019). Therefore,

quantification the sources of carbonaceous aerosol in China is a challenging task.

Radiocarbon (**C) analysis of carbonaceous aerosols is the most direct and effective method to distinguish their main sources,
exploiting the fact that OC and EC of fossil origins (i.e., vehicle emissions, coal combustion) do not contain **C (Heal, 2014;

Cao et al., 2017; Dusek et al., 2013). *C analysis of OC and EC separately provide a clear-cut division of carbonaceous

aerosols into four major fractions: fossil OC, non-fossil OC (e.g., OC from biomass burning, biogenic emissions and cooking),
fossil EC and biomass-burning EC (e.g., Gustafsson et al., 2009; Szidat et al., 2009; Zotter et al., 2014; Dusek et al., 2017; Ni
et al., 2018, 2019a). For example, Liu et al. (2014) demonstrated that fossil sources including coal burning and vehicle
emissions dominated EC during winter haze events in Guangzhou, China. Zhang et al. (2015) showed that the elevated
carbonaceous aerosols during the severe haze event in January 2013 in China were by a large extent driven by SOC from both
fossil and non-fossil precursors. In addition, the analysis of the *C/*2C ratio can refine *C source apportionment, because
coal combustion and vehicle emissions have different *3C source signatures although they both completely depleted in *“C
(e.g., Andersson et al., 2015; Li et al., 2016; Winiger et al., 2016, 2017; Fang et al., 2017, 2018; Ni et al., 2018).

A critical question for effective haze mitigation is whether carbonaceous aerosols in different Chinese cities have similar
characteristics during haze events. However, there are not many studies highlighting the differences in sources of primary and
secondary carbonaceous aerosols between cities, especially for studies employing the analysis of *4C or the stable isotope 3C

(e.g., Zhang et al., 2015; Andersson et al., 2015; Liu et al., 2016). In this work, we compare the severe haze events reaching
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“red alarm” level (i.e., the highest air-quality warning level in China) in two Chinese megacities (Beijing and Xi’an) during
December 2016 and January 2017. We present measurements of dual carbon isotopes (i.e., 1*C and the stable carbon isotope
13C) for EC and OC. The sources of carbonaceous aerosols are elucidated and compared between haze and clean periods in
Beijing and Xi'an, with the main objectives: (1) quantitative understanding of the difference in EC contribution from burning
of biomass, coal and liquid fossil fuel (i.e., vehicle emissions) under different pollution conditions; and (2) constraint on the
sources of both primary and secondary OC. Furthermore, the comparison of day-time and night-time results in Xi’an yields

insight into diurnal variation in sources of carbonaceous aerosols.

2 Methods
2.1 Aerosol collection

To collect PMyssamples, high-volume aerosol samplers (flow rate = 1.0 m3 min™*; TE-6070 MFC, Tisch Inc., Cleveland, OH,
USA) were used at an urban background site in Xi’an and Beijing (see Table S1 for details about the sampling sites). Xi’an is

the largest city in northwestern China, with over 8.8 million residents and 2.5 million vehicles in 2016 (Xi'an Municipal Bureau

of Statistics and NBS Survey Office in Xi'an, 2017). Surrounded by Qinling Mountains to the south and the Loess Plateau to

the north, days with low wind speed occur frequently in Xi’an, promoting the accumulation of air pollutants. Xi’an is now

facing increased serious air quality issues due to the rapid increase of motor vehicles and energy consumption in the past two

decades. Besides residential coal combustion, biomass burning is also a major emission source in Xi’an and its surrounding

areas (i.e., Guanzhong Plain) for heating and cooking especially in winter (Zhang et al., 2014; Xu et al., 2016). Beijing, the

capital of China, is a megacity with over 21 million residents and 5.7 million vehicles in 2016 (Beijing Municipal Bureau of

Statistics and NBS Survey Office in Beijing, 2017). Beijing is located in the Beijing-Tianjin-Hebei region, the most

economically developed region in North China. However, the rapid economic growth and urbanization associated with heavy

coal consumption and rapid increase usage of vehicles lead to the poor air quality in Beijing. Besides local emissions, regional

transport of pollutants between neighboring cities also contributes to air pollution in Beijing (Zheng et al., 2015; An et al.,
2019). The 12 h integrated (daytime: 8:00 a.m. to 8:00 p.m., local standard time, LST; nighttime: 8:00 p.m. to 8:00 a.m. the
following day) PM. s was sampled on pre-combusted quartz filters (8 in x 10 in; QM-A, Whatman Inc., Clifton, NJ, USA) in

Xi’an from 1 January 2017 to 10 January 2017. In Beijing, the 24 h integrated (10:00 a.m. to 10:00 a.m. the following day)
PM_s was collected from 2 December 2016 to 7 January 2017. Field blanks were collected by exposing filters to ambient air

for 15 min. Immediately after collection, the filters were transferred into pre-combusted aluminum foils and stored at —18 °C.

2.2 Concentration measurements of OC and EC

IMPROVE_A protocol (Chow et al., 2007) was implemented on a carbon analyzer (DRI Model 2001, Atmoslytic Inc., USA)
for measurements of carbon concentrations. The relative standard deviations for the replicate analyses were smaller than 10 %

for OC and EC. OC mass was corrected for field blanks (0.4 ug cm?). EC was too small to be detected on field blanks.
3
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Acidification to remove potential interferences from carbonates is not necessary, because carbonate carbon in PM, s samples

is found to be negligible, compared to the relatively larger OC and EC amounts for both mass determination and carbon isotopic

analysis (Supplement S1).

2.3 Analysis of carbon isotope

Six samples from haze and clean days were selected per sampling site for carbon isotope analysis (Tables S1 and S2;-Fig-S1).

We define clean days at each site as PM. s < median concentration in the winter heating season from 15 November 2016 to 15

March 2017. In Xi’an, there were 4 composite samples (2 daytime + 2 nighttime) from haze days, and 2 composite samples (1
daytime + 1 nighttime) from clean days. In Beijing, five 24 h samples were selected from haze days, and 1 composite sample
from two clean days. Each composite sample consists of 2 12h (for Xi’an) or 24 h (for Beijing) filter pieces with similar PM2 s
loadings that agree within 20 % (Fig. S1).

2.3.1 Stable isotope °C

Filter samples were placed in a quartz tube with CuO grains. The tube was subsequently evacuated and sealed before heating
for 3h at 375 °C to remove OC. Then the EC was extracted by heating the remaining carbon for 5 h at 850 °C. The 3C/*?C
ratio of EC was measured by an isotope mass spectrometer (Finnigan MAT-251; Bremen, Germany) and expressed in the delta

notation:

53¢ = [7%23““‘"“ - 1] - &

V-PDB
813C values are usually reported in per mil (%o). (**C/*>C)v.pos is the 1*C/*2C ratio of the international standard Vienna Pee Dee
Belemnite (V-PDB). A well-characterized standard was measured every working day. Duplicate analysis of $*3C of EC showed
an analytical precision better than + 0.3%o. This method was detailed in Ni et al., (2019b), where impacts of potential charred
OC on the isolated EC were evaluated using an isotope-mass-balance based sensitivity analysis. We concluded that the
expected differences in 8*3Cec is smaller than 1%o under the assumption that the fraction of charred OC in the isolated EC is
at most 20%.

2.3.2 Radiocarbon
OC and EC in PM2ssamples were converted to CO; using an aerosol combustion system (ACS; Dusek et al., 2014).; The ACS

has been evaluated in two intercomparison studies (Szidat et al., 2013; Zenker et al., 2017). The isolated CO was subsequently

reduced to graphite (de Rooij et al., 2010) before C measurements can be conducted with the accelerator mass spectrometer
(AMS) at CIO (van der Plicht et al., 2000). The temperature protocol for OC and EC combustion has been detailed in Zenker
etal{2017)-and-Ni et al. (2018), and is summarized in Fig. S2. To remove possible interfering gas (e.g., NOy, halogen and
water vapor) from CO, a reduction oven filled with copper grains and silver, a dry ice-ethanol bath and a flask filled with

phosphorus pentoxide are installed on the ACS.
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Fraction modern (F'“C) is used to report the “C data (Reimer et al., 2004). F*C relates the *C/*2C ratio of a sample to the

ratio of the unperturbed atmosphere in the reference year 1950:

14 12
C= ( C/ C)sampIE.[—ZS] (2)
(14c/12C)

14

1950,[-25]

Both ratios are normalized to 5'C of -25%. to remove the effect of isotope fractionation. Practically, (**C/*>C)1eso, [-25) €quals
to the 1C/*2C ratio of an oxalic acid standard (OXII) multiplied by a factor of 0.7459. Contamination during graphitization
and AMS measurements was quantified from the measured F“C of standards (OXII with known F*C of 1.3407 and
Rommenholler with F1“C=0) processed in the same way as samples. The resulting estimated dead and modern contamination
were used to correct the *C data according to Santos et al. (2007). The reliability of data correction was further verified by
measuring two secondary standards (i.e., IAEA-C7 and-C8) on the same wheel of samples. The measured values of IAEA-C7
(0.495 + 0.008) and IAEA-C8 (0.154 + 0.007) agree with their respective consensus value (0.4953 + 0.0012 and 0.1503 £

0.0017) within uncertainties.

2.4 Source apportionment methods

FC is larger than the fraction of non-fossil carbon (i.e., f.(OC) for OC, fuh(EC) for EC) due to the large release of *C into
the atmosphere from the nuclear bomb tests in 1960s. To eliminate this effect, F**C is divided by F'“C of non-fossil sources
(F¥Cnf). FCyeis estimated as 1.09 + 0.05 for OC and 1.10 + 0.05 for EC (see details in Ni et al., 2019b), using a tree growth
model and the contemporary atmospheric **CO- over the past years (Lewis et al., 2004; Mohn et al., 2008; Levin et al., 2010),
with the assumption that biomass-burning OC and biogenic OC contribute to 85% and 15% of total OC, respectively. Once
far(OC) and fu(EC) are known, carbon concentrations can be apportioned into EC and OC from non-fossil sources (ECpb, OCrr)
and fossil sources (ECrossil, OCrossit) (EQ. 3—6 in Table 1). OCn and OCrssil are further divided into POC from biomass burning
(POChp), other non-fossil OC (OConf) (Eg. 7-8), primary and secondary fossil OC (POCrossii and SOCrossit, respectively; Eq. 9—
10). POCy, and POCrossii are estimated using EC as a tracer of primary emissions (i.e., the EC tracer method; Turpin and
Huntzicker, 1995). Based on OC, nsand SOCxssil, total SOC and the fraction of fossil carbon in SOC (frssit(SOC)) are estimated
using Eg. (11-12). OC,nf mainly includes SOC of non-fossil origins (SOCyy), primary biogenic OC and cooking OC. OCo st is
approximately SOCyy, as contributions of primary biogenic sources and cooking to OC, ¢ are likely small (Hu et al., 2010; Guo
et al.,, 2012). If cooking is prominent, OC, s is an overestimate of SOCy. To estimate the uncertainties of the source
apportionment results, a Monte Carlo simulation (n=10000) using Eq. (3—12) was carried out as described in Supplement S253.

The 1C source apportionment results are presented in Tables S3 and S4.

The dual carbon isotope signatures of EC were used in a Bayesian Markov chain Monte Carlo (MCMC) scheme (Andersson,

2011), to conduct the mass-balance three source apportionment of EC (e.g., Andersson et al., 2015; Li et al., 2016; Winiger et
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al., 2016, 2017; Fang et al., 2017, 2018). That is, the F*C and 3'*C of ambient EC (F**C(c) and 8**Cec) can be explained by

burning of biomass (ub), coal (cear) @and liquid fossil fuel (jig.fossil; i.€., Vehicle emissions):

1:14'(:(EC) F14Cnf F14C(:oal F14Cliq.fossil fbb
83Cgc | = | 8"Cop 8 Ceom 8" Ciigfossil feoal (13)
1 1 1 1 fiq fossil

F4Ceoa and F**Ciig.ossil €qual to zero since coal and liquid fossil fuel do not contain *C. 6*3Cyp, §'*Ccoal and 8'3Ciiq fossit are 51°C
signatures for EC from the three sources. Their values were established as 6*3Cgp (—26.7 + 1.8 %o for C3 plants, and —16.4 +
1.4 %o for corn stalk; mean + SD), 8*3Ccoal (—23.4 % 1.3 %o0) and 8*Ciig.fossit (—25.5 = 1.3 %o), based on critical evaluations of
literature studies (Andersson et al., 2015; Ni et al., 2018; and references therein). Uncertainties in FC and 8'C source
signatures and the measured F*“Cec) and 5'*Cec are considered in the MCMC technique (Parnell et al., 2010, 2013). MCMC
outputs are the posterior PDFs for fub, feoar and fiig ossit (i-€., the relative contribution of each source to EC). The median and

interquartile range (25th—75th percentile) are used as the best estimate and the uncertainties, respectively.

3 Results and discussion
3.1 Fossil and non-fossil contributions to EC and OC

During the measurement periods, the highest daily mass concentrations of PM_sin Xi’an (~250-420 pg m) and Beijing
(~210-360 pg m3; Fig. S1) were 10-17 and 8-14 times higher than the standard of World Health Organization (25 pg m3;
WHO, 2006), respectively. Using radiocarbon measurements, we investigated the sources of carbonaceous aerosols in PMa s
in both cities during several haze periods, and compared them to clean periods, with PM2 s concentrations below 100 pg m3 in
Xi’an and below 20 pg m™ in Beijing. In Xi’an, even during clean periods we defined here, daily PM, s concentrations were
higher than the Chinese pollution standard of 75 pug m, reflecting severe air quality problems. PM,s, OC and EC
concentrations during haze periods were > 2 times higher in Xi’an and > 5 times higher in Beijing than those during clean
periods, respectively. OC/EC ratios in Xi’an slightly decreased from ~4 during haze periods to ~3 during clean periods, while
OCI/EC ratios in Beijing were lower during haze periods (~3) than clean periods (~4). This reflects different sources and
formation mechanisms of haze pollution in the two cities. In Xi’an, we collected day and night PM2 s samples. No consistent
day-night variations in concentrations of PM, 5, OC and EC (Figs. 1 and S1) were observed. This is resulted from diurnal cycle
of human activities (e.g., traffic, usage of biomass and coal for heating or cooking) and the development of planetary boundary

layer height which controls the vertical mixing and dilution of pollutants.

Radiocarbon (**C) in EC and OC was measured to distinguish their fossil (mainly coal burning and traffic emissions) and non-
fossil sources (mainly biomass burning). The most important contributor to EC was fossil fuel combustion, both in Xi’an and
Beijing, contributing 73 + 2% in Xi’an and 80 * 3% in Beijing. The remaining EC arose from biomass burning (27 + 2% in

Xi’an and 20 + 3% in Beijing; Fig. 1). In Xi’an, the fraction of biomass-burning EC in total EC (fsn(EC)) was largely constant
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during haze and clean periods (range: 25%-29%), regardless of the wide concentration range of EC from biomass burning
(ECub, 1.8-6.4 ug m) and fossil fuel combustion (ECrossil, 4.3—-18 ug m3). This suggests that the increase in ECrossit and ECyp
concentrations during haze periods in Xi’an is likely caused by the enhanced emissions from both fossil fuel and biomass
burning by a similar factor and due to meteorological conditions favoring the accumulation of particulate air pollutions. fu(EC)
values in Beijing (20 + 3% with a range of 17%—-24%) were consistently smaller than those in Xi’an (range: 25%—-29%),
showing that fossil sources contribute more strongly to EC in Beijing. Moreover, during haze periods in Beijing, fon(EC)

increased with increasing total EC concentrations (Fig. 2).

In Xi’an, OC concentrations from non-fossil sources averaged 29 + 16 pg m™ (OCyf; range: 9-49 ug m), slightly higher than
those from fossil sources (OCrossit; 24 £ 13 ug m3; range: 8-40 ug m) at 95% confidence level (paired t test, p-value = 0.01).
However, in Beijing, OCxf (12 £ 5 pg m; 3—-19 pug m3) was significantly lower than OCrossit (24 + 10 pg m™3; 4-33 ug m3) (p-
value = 0.001). Consequently, the relative contribution of OCysto total OC (f.(OC)) was much higher in Xi’an (average 54 +
2 %) than in Beijing (34 + 3%). f,(OC) in both cities was considerably higher than the corresponding fu(EC) for all samples
(Fig. 1). The main reason for larger f,(OC) than fu(EC) is that primary OC/EC ratios from biomass burning emissions are
higher than those from fossil sources. So even though biomass burning contributes a small portion of EC, its contribution to
primary OC will be much higher. In addition, other non-combustion sources (e.g., biogenic emissions, cooking fumes) and

secondary formation contribute only to OC, but not to EC.

In this study, the frssii(EC) values in Xi’an during winter 2016/2017 are comparable with those previously measured during
winter 2015/2016 and winter 2008/2009 (Ni et al., 2018, 2019b), as illustrated in Fig. 3b, pointing to relative constant
contribution of fossil fuel combustion vs. biomass burning to EC in Xi’an over the past decade. As shown in Fig. 3b, the
frossit(EC) values in Beijing during winter 2016/2017 agree with the values reported at an urban site of Beijing in January 2014
(Fang etal., 2017). A slightly higher frssii(EC) in urban Beijing was observed during February 2010 (Chen et al., 2013). Despite
the slight variation of fssii(EC) over time, frossit(EC) in Beijing is generally higher than that in Xi’an (Fig. 3b). The presented
overall average frossii (OC) for winter 2016/2017 in Beijing (66 + 3%) was higher than that in Xi’an (46 + 3%), consistent with
previously reported frssi(OC) in Beijing and Xi’an (Zhang et al., 2015; Ni et al., 2019a). Lower fossi1(OC) values in winter
were reported for Chongging (24%), and higher frssi(OC) was observed in Taiyuan (71%) during winter 2013/2014 (Ni et al.,
2019a). The comparison of frssil(EC) and frossit(OC) in different Chinese cities indicates that the relative importance of fossil
sources in carbonaceous aerosols vary spatially, and can change over the years. In Xi’an, clean periods showed a slight day-
night difference with increased contributions of fossil sources to EC and OC during the day. During haze periods, especially
the 2" haze event (XH_day2, XH_night2), this day-night difference disappeared, which suggests a long residence time of the

pollution particles in the urban atmosphere during haze events.

Overall, our *C data show that fossil sources contribute more strongly to EC and OC in Beijing than in Xi’an, which is

consistent with previous observations. Both in Beijing and Xi’an the fossil vs. non-fossil contributions to EC and OC did not
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change drastically during haze and clean periods. In Xi’an, a slight day-night difference was observed during clean periods,

but disappeared during haze periods, suggesting a large accumulation of particles.

3.2 Fossil EC apportioned by stable carbon isotopes: coal vs. liquid fossil fuel

Besides F1“C, the 813C of EC adds additional dimension where fossil EC can be distinguished into EC from burning of coal
and of liquid fossil fuel (i.e., vehicle emissions). Considerable geographical differences in 5'3Cgc signatures were observed,
with more depleted values in Xi’an (—25.1 £ 0.5%o; —25.6%0 10 —24.4 %o) relative to those in Beijing (—24.1 £ 0.4%o; —24.4%o
to —23.4%o; Fig. 3). The Xi’an signatures are consistent with the signature of liquid fossil fuel combustion (3*3Ciig fossit = —25.5
+ 1.3%o; Sect. 2.4), whereas the more enriched values in Beijing indicate the influence of coal combustion (8'3Ccoa = —23.4 +
1.3%o).

In both Xi’an and Beijing, moderate differences exist in §**Cgc between clean and haze days, pointing to a shift in combustion
sources. In Xi’an, 3*3Cec during clean periods (~—25.5%o) was slightly depleted compared to that during haze periods (—25.0%o
t0 —24.4%o.), whereas Beijing exhibited more enriched 6*3Cec during clean periods (—23.4%o) than during haze periods (—24.4%o
to —24.1%o). This suggests a moderate increase in coal combustion contribution to EC in Xi’an during haze days and a decrease
in Beijing. In Xi’an, no strong day-night difference in 3*3Cec was observed, with the largest absolute differences of 0.5%o
between XH_dayl and XH_nightl. The day-night differences are small relative to the uncertainties of the potential sources,
for example, the endmember range for coal combustion is more uncertain (+ 1.3%o). The small day-night differences in §**Cec

reflect well-mixed EC emissions.

The Bayesian MCMC model takes into account the uncertainties of the 33C and F*C endmembers and statistically apportions
EC into the fraction of biomass burning (fus), coal combustion (feea) and liquid fossil fuel combustion (fiig.fossit). The MCMC-
derived fyp is in principle the same as the *C-based fu(EC) (Fig. S3). The MCMC results (Fig. 4) show that there were no
strong day-night differences in EC sources during haze and clean periods in Xi’an. Liquid fossil fuel combustion was the most
important contributor to EC in Xi’an, with increased contribution during clean periods. In Beijing, coal combustion was the
dominant source of EC, with the relative contribution ranging from 48% (median; 31%—61%, interquartile range) during haze
periods to 61% (45%—71%) during clean periods. fy, was fairly constant between haze and clean periods with respect to feoal
and fiigfossil for all samples. In Xi’an, fp, was comparable to fea during haze days, and larger than feoa during clean days. In
Beijing, biomass-burning EC was the smallest fraction in total EC, with smaller fy, than feon during both haze and clean days.
Concentrations of total EC increased by 2 times from clean days (~7.4 ug m®) to haze days (18.0 ug m) in Xian, and 8 times
in Beijing (1.6 pg m3to 13.5 ug m®). The increased EC concentrations during haze periods in Xi’an were attributed to liquid
fossil fuel combustion (43%), coal combustion (29%) and biomass burning (28%). However, in Beijing, coal combustion
contributed most of the increased concentrations of EC (45%), followed by burning of liquid fossil fuel (33%) and biomass
(22%).
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In summary, complementing *C with §'3C allows for guantitative constraints on EC sources: EC was dominated by liquid

fossil fuel combustion (i.e., vehicle emissions) in Xi’an and by coal burning in Beijing, especially during clean periods. In

Xi’an, no strong day-night differences in EC sources were observed during haze and clean periods. Compared with earlier

observations in Xi’an (Fig. 3b), we found that the §*3Cec values in January 2017 from this study are comparable with wintertime
8%3Cec in 2015/2016 (Ni et al., 2019b), but much more depleted than wintertime 8*3Cgc in 2008/2009 (Ni et al., 2018) and
January 2003 (Cao et al., 2011). This suggests that fossil sources of EC in Xi’an have changed in the past decade, with
decreasing relative contribution from coal combustion. This is in line with recent changes in energy use, and the decreasing
enrichment factors of As and Pb (e.g., indicators of coal combustion) in Xi’an, as documented in recent studies (Xu et al.,
2016). As shown in Fig. 3b, in Beijing, variations in §3*Cgc from January 2003 (Cao et al., 2011) to January 2017 (this study)
are much narrower than those in Xi’an, indicating that EC combustion sources did not change significantly throughout the
years in Beijing. Our 8'*Cgc values overlap with those in January 2014 (Fang et al., 2017) and fall into the range of reported
5%3Cec values in urban Beijing (Cao et al., 2011; Chen et al., 2013) and the regional receptor site of Beijing (Andersson et al.,
2015; Fang et al., 2017).

3.3 Primary and Secendary-secondary OC

As explained in Sect. 2.4, OCqsand OCrossil are apportioned into primary (POCpp, POCrossil) and secondary OC (OConf, SOCrossil;
Fig. 5). The large error bars of their concentrations reflect the large uncertainties in ry, and rossii. It should be noticed that

OC,,nt is used as an approximation of SOCyy, or can be regarded as an upper limit of SOC¢if cooking is a prominent OC source.

In Xi’an, both ratios of OConi/POCph and SOCrossit POCrossit increased during haze periods (Fig. 5a). OConi/POCyy ratio
increased by 2.5 times from 0.33-0.46 during clean periods to 0.86-1.1 during haze periods, in contrast to SOCrossil/POCrossil
increased by 1.5 times from 0.46-0.50 to 0.62-0.78. This underlines that haze episodes in Xi’an were mainly caused by
additional SOC formation, with larger contribution from non-fossil sources than fossil sources. As shown in Fig. 5b, the
contribution of SOC (i.e., SOC = OCon + SOCrossit) to OC increased from clean periods (28%-32%) to haze periods (44%-—
48%), mainly resulted from increased contribution of OC,fto total OC (i.e., from 14%—-16% to 26%—29%). In Xi’an, the day-
night difference was larger during clean periods with less SOC at night for both absolute concentration and relative contribution
to total OC (Figs. 5b, 5c).

In contrast, Beijing had the opposite variation trends of OCon/POCh, and SOCiossit/ POCrossit from clean to haze periods.
OC,,ni/POCy, ratios during clean periods (1.3) were on average five times higher than those during haze periods (0.18-0.33),
and SOCrossil/ POCrossit ratios during clean periods (0.71) were slightly higher than those during haze periods (0.41-0.64). This
suggests that in Beijing the increased OC concentrations during haze periods were mainly derived from elevated concentrations
of POCpp and POCrossii. As shown in Fig. 5b, high SOC contribution to total OC was observed during clean periods, mainly
due to elevated contribution from OC, ns. Fr-winter-the-The OConeis not likely attributed to biogenic OC, because the biogenic

emissions are very low in winter. As a result, the elevated contribution from OC,sto OC during clean periods in Beijing could
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be attributed to regional sources. During clean periods, concentrations of OC and OC, ¢ are small, and the measured carbon
concentrations can reflect regional sources, which are dominated by secondary sources due to long-range transport. It could

also be that contribution of cooking OC to OC,qfcan be noticeable during clean conditions.

The fossil fraction of the total SOC can be defined as frossii(SOC) = SOCrossit/ SOC. In Xi'an around half of SOC was derived
from fossil sources (frossil(SOC) = 44 + 6%), whereas frssil(SOC) = 75 + 10% in Beijing. Using a similar approach with this
study, Zhang et al. (2015) also found that Beijing had higher fsssiil(SOC) (48%—63%) than in Xi’an (30%-35%) during the

January 2013 severe haze events. These findings suggest the important contribution of fossil sources to SOC in Beijing and

non-fossil sources in Xi’an. frssit (SOC) in Beijing increased during haze periods, whereas the opposite trend was found in
Xi’an (Fig. 6). During haze periods in Beijing, frossil(SOC) overlapped with frossii(EC), and was clearly higher than frossii(OC).

Together these results reveal the differences in primary and secondary OC in two Chinese megacities. The contribution of

SOC to total OC increased from clean to haze periods in Xi’an. In contrary, SOC/OC ratios increased from haze to clean

periods in Beijing, mainly due to increased SOC from non-fossil sources. SOC was dominated by fossil sources in Beijing but

by non-fossil sources in Xi’an, especially during haze periods. In Xi’an, the day-night difference was larger during clean

periods with less SOC at night.

3.4 Differences between the fractions of non-fossil carbon in OC and EC

The differences between f¢(OC) and fon(EC) were smaller in Beijing, ranging from 11% to 20%, compared to 25%-29% in
Xi’an. To better understand what governs the differences, we express f«(OC) in terms of fossil to biomass burning ratio in EC

and primary OC/EC emissions ratios. Starting from the formulas of fu,(EC) and f(OC):

fo(BC) = 0 (14)
ob B ECbb + chossil B 1+ chossil
EC
bb
_ OCps _ POCpp+0Cq nf
fur(0C) = OCpf+0Cfossil  POChb+0Cq nf+POCossil+SOCrossil (15)
We find that
fur(0C) = ! _
nf B 1+ (1 + SOCfyssit/POCrossit) » POCrossil B
(1 + 0Cqpnr/POCyyp) POCyy,
1
16
1+ (1 + S0Cfossil/l:)ocfossil) X Tfossil X chossil ( )

(1 + 0Cqope/POCyyp) Thb ECpp

where rossit is the weighted average of reoa and ryenicle.

Comparing Eq. (14) with Eq. (16), we find that f.(OC) and fu,(EC) would be equal if (1+50Ckossil/POCrossil) o Tfossil = 1~ gjnce

(14+0Co nf/POCy) Tbb

10
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I'ossit 1S Usually smaller than ryp, fif(OC) tends to be larger than fu(EC), assuming that SOC formation is comparable for fossil

(1+S0Cfossil/POCrossil)
(1+0Co,n/POCpp)

or non-fossil sources (i.e., ~ 1). With smaller reossii than rup, similar f,(OC) and fy(EC) can result from

(1+S0Cfossil/POCtossil)
(1+Ocu,nf/POCbb)

larger secondary formation from fossil sources than non-fossil sources (i.e., > 1). However, the fossil

source coal combustion has a higher primary OC to EC ratio than vehicle emissions (i.e., recoa>rvenicie). Therefore, in a city
where biomass burning and coal combustion are the dominant pollution sources, f,((OC) and fo,(EC) will be more similar than

in a city where the main sources are biomass burning and vehicle emissions.

Compared to Xi’an, Beijing had significantly smaller differences between fy,(EC) and f,i(OC) (Fig. 1), which was also observed
in previous studies during the haze event in January 2013 (Zhang et al., 2015). Comparing Eq. (14) with Eq. (16), Fhis-this

suggests either strong contribution from coal combustion in Beijing or large secondary formation from fossil sources, or both.
The stronger contribution of coal combustion to OC in Beijing than in Xi’an was a direct consequence of a larger proportion
of coal combustion in EC in Beijing, as demonstrated by the Bayesian MCMC results of EC (Sect. 3.2). The latter was further
validated by the variation of SOC. The frsii(SOC) in Beijing was higher than that in Xi’an, despite the variations between haze

and clean periods (Sect. 3.3). By combining **C measurements with other state-of-art analytical techniques (e.g., aerosol mass

spectrometry), Huang et al. (2014) also found that fossil OC was mostly secondary in nature in Beijing, and non-fossil SOC

formation was dominant in Xi’an during a wintertime haze episode (i.e., Beijing had a larger frssii(SOC) than Xi’an). However,

atmospheric mechanisms responsible for the enhancement in fossil-derived SOA formation in Beijing remain unclear.

Furthermore, as shown in Fig. 1, unlike Xi’an where the differences between f,;{(OC) and fu,(EC) were relatively constant for
all samples, in Beijing the differences between f,:(OC) and fu,(EC) were smaller during haze periods than clean periods, caused
by decreased fon(EC) and slightly increased f.:(OC) during clean periods. This might indicate a higher relative contribution
from coal combustion and/or fossil-dominated SOC during haze periods in Beijing. However, the Bayesian MCMC results of
EC show the opposite, i.e., in Beijing the contribution of coal combustion to EC was lower during haze periods than during
clean periods (Sect. 3.2). Therefore, the only possible explanation is that, during haze periods in Beijing, SOC was dominated
by fossil sources. This is validated by considerable-highersignificantly larger frossii(SOC) during haze periods (76%—81%) than
during clean periods (~55%; Sect. 3.3).

In conclusion, this section discusses the factors that governs the differences between f,,(EC) and f,(OC), and concludes that

smaller differences suggest stronger contribution from coal combustion and/or larger secondary formation from fossil sources.

This is further examined and validated by source apportionment results of EC and OC (Sect. 3.1-3.3).

4 Conclusion

In this study the sources of carbonaceous aerosol were quantified using a dual-carbon isotopic approach for PM2s samples

collected in urban Xi’an and Beijing reaching “red alarm” level during December 2016 and January 2017. The 4C results
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showed that fossil sources dominated EC, contributing on average 73 = 2 % of EC in Xi’an and 80 + 3% of EC in Beijing. The
remaining EC was attributed to biomass burning. In Xi’an, fu(EC) was fairly constant during haze and clean periods, despite
the wide variatien-range of EC concentrations. However, in Beijing, fu,(EC) increased with increasing EC concentrations.
Complementing **C with §*C in a Bayesian MCMC approach allows for separation of fossil sources of EC into coal
combustion and liquid fossil fuel combustion. The MCMC results in Xi’an suggest that liquid fossil fuel combustion
contributed 44%-49% of EC during haze periods, and 54%-57% of EC during clean periods. In Beijing, coal combustion was

the dominate fossil source of EC, with decreasing contribution to EC from clean periods (~61%) to haze periods (~48%).

14C measurements of OC showed that the contribution of non-fossil sources to OC was larger than that to EC, and was on
average 54 + 2 % in Xi’an and 34 + 3% in Beijing. The differences between non-fossil fraction in OC and EC were smaller in
Beijing and larger in Xi’an. ibuti
soureces-orbeth-in-Beljing-In Xi’an, the fraction of SOC in total OC was larger during haze periods than during clean periods,
mainly due to increased SOC from non-fossil sources. Beijing showed the opposite trends with a larger fraction of SOC in

total OC during clean periods than during haze periods, mainly due to elevated contribution from non-fossil SOC during clean
periods.

SOC was dominated by non-fossil sources in Xi’an but by fossil sources in Beijing, especially during haze periods. The relative
contribution of fossil sources to SOC (frssil(SOC)) was consistently higher in Beijing than in Xi’an. In Beijing, frossil(SOC)
was higher during haze periods (76%-81%) than during clean periods (55%), whereas an opposite trend was found in Xi’an,
with frossil(SOC) increasing from ~39%-43% during haze periods to ~52% during clean periods. In Xi’an, a slight day-night
difference was found during clean periods, with increasing fossil contribution to OC and EC during the day and less SOC at
night. During strong haze, this day-night difference was negligible, suggesting a large accumulation under stagnant weather

conditions during the severe haze periods.

Data availability. Data used to support the findings in this study are archived at the Institute of Earth Environment, Chinese
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525 Table 1. Equations for **C source apportionment of EC and OC. See Sect. 2.4 for details. ry, and rssii are primary OC/EC
ratio for biomass burning and fossil fuel combustion, respectively. Estimation of ryp and rrossit iIs presented in Supplement S1S2.

Equations

EChp = EC x fin(EC) 3)
ECtossit = EC x (1— fy(EC))= EC X frossit(EC) (4)
OCys = OC X f(OC) (5)
OCiossit = OC x (1— f(OC))= OC X frossii(OC) (6)
POChb = ECup X Ity @)
OConi= OCnt — POCpp (8)
POCrossit = ECfossil X I'fossil 9)
SOCrossil = OCrossit — POCrossil (10)
SOC = SOCys+ SOCrossii= OCopf + SOCrossi (11)
frossil(SOC) = SOCrossil/ SOC (12)
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Figure 1. Mass concentrations of OC and EC from fossil and non-fossil sources (OCrossil, OCnf, ECrossit and ECyp) as well as
fraction of non-fossil carbon in OC and EC (f,#(OC) and fu(EC), respectively) for daytime and nighttime PM2s samples in
Xi’an, and 24h-integrated PM; s samples in Beijing during haze and clean periods during the measurement periods (2 December
2016 to 10 January 2017). For each city “haze” and “clean” are used to represent high and low pollution events, and clean days
at each site are defined as days with PM> s < median concentration in the winter heating season from 15 November 2016 to 15
March 2017. Uncertainties of *“C-apportioned f,(OC) and fup(EC) are indicated but are too small to be visible. The data are
shown in Table S3.
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S1. Evaluation of potential interference from carbonates

PMs samples with the highest concentrations of calcium (associate with carbonate in most cases;

Chow and Watson, 2002) in Xi’an, China were used to check the presence of carbonate carbon.

Carbonate carbon in an aerosol sample can be verified if there is significant difference in TC mass

before and after acidification (i.e., expose the sample to HCI vapor; NIOSH, 1999). Negligible

carbonate carbon was found, because TC mass before and after acidification agrees each other

within the measurement uncertainty. PM..s samples in Beijing are less likely affected by carbonates,

owing to lower dust concentrations (i.e., a major source of carbonate) than in Xi’an (Huang et al.,

2014). Therefore, acidification to remove interferences from carbonates is not necessary, because

carbonate carbon is very small compared to the relatively larger OC and EC amounts for both mass

determination and carbon isotopic analysis.

S12. Estimation of rop and Frossil

I'b aNd Frossit are primary OC/EC ratio for biomass burning and fossil fuel combustion, respectively.
I'ossil 1S the weighted average of (POC/EC)coa (i.€., Icoar), and (POC/EC)venicle (Fvenicle). The weight
associated with reea (denoted as weoal) is the relative contribution of coal combustion to fossil EC.
That is,

ECcoal — ECcoal
ECfossil ECcoal + ECliq.fossil

(S

Weoal =

where ECirossit is the sum of ECceaand EC from liquid fossil fuel combustion (i.e., vehicle emissions;
ECiig fossil)-

Eqg. (S1) can be formulated as:

_ fcoal _ fcoal

Weoal — =
coa ffossil fcoal + fliq.fossil

(82)

where feoa and fiigfossit are the relative contribution of coal combustion and liquid fossil fuel
combustion to EC, respectively. The sum of feoar and fiig fossit IS frossit Of EC, which is well constrained
by FY“C of EC. The PDFs of feoa and fiiq.fossit (€.9., Fig. S4), derived from the Bayesian calculations
detailed in Sect. 2.4 of the main text, are used to calculated the PDFs of Woal.

Best estimates of rop (4 £ 1; average = SD), reoa (2.38 £ 0.44), and ryenicie (0.85 £ 0.16) are defined
through a literature search as described in Ni et al. (2018), and their values are comparable to values
used in earlier studies (Zhang et al., 2014, 2015).
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$2S3. Uncertainties of **C source apportionment results

To propagate uncertainties, we conducted a Monte Carlo simulation with 10000 individual
calculations to propagate experimental uncertainties and uncertainties in parameters (e.g., F*Cns,

rop and rressit) following Eq. (3-12).

For each calculation, F**C and mass of EC and OC were randomly chosen from a normal
distribution symmetric around the measured values with the experimental uncertainties as standard
deviation (SD). For F*Cuf, ob, Feoa and Tvenicie, random values of each parameter were chosen from
a triangular frequency distribution with its maximum frequency at the central value and 0 frequency
at the lower limit and upper limit of each parameter. For W, random values from the respective
probability density function (PDF) of wcoa Were used (Supplement S1S2). In this way 10000
random sets of variables were generated. For fo(EC), fnf(OC), EChb, ECrossit, OCnt and OCirossit, the
derived mean represents the best estimate, and the SD represents the combined uncertainties (Table
S3). For POCypy, OCopnf, POCrossit, SOCrossi, SOC and frosit(SOC), the median value is considered as
the best estimate and the interquartile ranges (25th—75th percentile) represent the combined
uncertainties, because the PDFs of POCiossit and SOCrossii are asymmetric (Fig. S5, Table S4). The
median values for POCy, and OC, nrare very close to their mean values due to their symmetric PDFs
(Fig. S5).
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Figure S1. PM,s mass concentrations (ug m®) in Xi’an and Beijing during the measurement
periods. The dashed areas indicate the selected samples for *C analysis. (a) 12h averaged PMys
concentrations in Xi’an, the open symbols represent daytime samples, the filled square symbols
represent nighttime samples. (b) 24h averaged PM:s concentrations in Beijing. Samples selected
for 14C analysis are highlighted in red (indicating haze periods) and green (clean periods). For
details, see Table S1.
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Figure S2. Temperature protocol of OC and EC isolation for 1*C measurements was implemented
on aerosol combustion system (Dusek et al., 2014) in pure O,. OC is extracted by combusting the
filter samples at 375 °C for 10 min, To isolate EC, OC is completely removed by 3 steps in order:
water-extraction of filter samples (i.e., removal of water-soluble OC), combustion at 375 °C for 10
min (removal of water-insoluble OC; WIOC) in O, and combustion at 450 °C for 3 min in O
(removal of the most refractory OC). Then, EC is isolated by heating the remaining carbon at 650 °C
for 5 min in Oy, Details can be found in Zenker et al. (2017) and Ni et al. (2018).
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Table S1. Details of sampling information and selected samples for radiocarbon measurements.

City Descriptions Selected samples for *“C analysis RH" Temperature Wind speed
Sample name Note Sampling Date/Time (%) (°C) (ms?)
Xi'an PM_2.s samples were collected on XH_dayl Haze/daytime 2017.1.1/Daytime 69 (56~91) 4.2 (-1.5~8.3) 1.0(0.0~2.6)
the_ rqoftop (~10 m) of a tV\_/o-roor 2017.1.2/Daytime
building located at the Institute of . S— i
Earth Environment, Chinese XH_nightl Haze/nighttime  2017.1.1/Nighttime 88 (68~96) 0.3 (-2.6~3.5) 1.3 (0.2~2.5)
Academy of Sciences (34.2° N, 2017.1.2/Nighttime
108.9°E). Thissite isa typical ~ ~ s qay2 Haze/daytime  2017.1.3/Daytime 78 (64~96) 4.4 (-2.6~7.2) 1.0(0.0~2.3)
urban background site surrounded 2017 1.4/Davti
by residential and education LA/Daylime
areas. XH_night2 Haze/nighttime  2017.1.3/Nighttime 93 (84~97) 0.8 (-0.6~4.1) 0.6 (0.0~1.2)
2017.1.4/Nighttime
XC_day Clean/daytime  2017.1.7/Daytime 60 (40~93) 4.4 (-4.2~8.0) 1.6 (0.4~2.6)
2017.1.8/Daytime
XC_night Clean/nighttime 2017.1.7/Nighttime 85 (75~93) -0.9 (-3.6~1.0) 1.0 (0.0~1.8)
2017.1.8/Nighttime
Beijing 24 h integrated PM.ssamples BH_ 1 Haze 2016.12.11 59 (47~72) 0.7 (-1.7~2.1> 1.1(0.4~1.7)
were collected on the roof of a
X L BH_2 H 2016.12.17 66 (38~91) -0.7 (-5.7~5.8) 0.8 (0.0~1.9
five-story building (~20 m) at the = aze ( ) ( ) ( )
National Centre for Nanoscience  BH_3 Haze 2016.12.20 78 (55~88) 0.7 (-1.2~3.7) 1.1(0.3~2.2)
(39.99°N, 116.32 ° E). The BH 4 Haze 2017.1.1 59 (25~89) 0.0(-5.7~8.2) 1.4(0.3~3.1)
sgmpllicng s_ﬂe is cI(()jse to the éogrth 2017.1.2
ring of Beijing, and surrounde
by I’ESIdentlaL CommerCiaI and BH_5 Haze 201714 73 (34~90) 11 ('30"‘73) 11 (OO~17)
traffic areas. BC Clean 2016.12.26 33(22~48) 0.5(-4.9~8.0) 1.8(0.3~3.3)
2017.1.8

*The meteorological data (mean; minimum-maximum) is obtained from the Meteorological Institute of Shaanxi Province, Xi’an, China.

S9



Table S2. Fraction modern (F'“C) of elemental carbon (EC), organic carbon (OC) (F**Cec) and
FC(oc), respectively), and stable carbon isotopic compositions (8°C, %o) of EC (8%*Cec).

Sample name  Note Sampling Date/Time  F*C gc)? F*C (oc? S13Cec?

XH_dayl Haze/daytime 2017.1.1/Daytime 0.301£0.007 0.594 +0.004 -24.38 +£0.02
2017.1.2/Daytime

XH_nightl Haze/nighttime  2017.1.1/Nighttime  0.321+£0.014 0.608 + 0.005 -25.02 +0.01
2017.1.2/Nighttime

XH_day2 Haze/daytime 2017.1.3/Daytime 0.287 £0.009 0.605+0.004 -24.92 +£0.04
2017.1.4/Daytime

XH_night2 Haze/nighttime  2017.1.3/Nighttime  0.288 £ 0.010 0.603 +0.004 -24.87 £0.03
2017.1.4/Nighttime

XC_day Clean/daytime  2017.1.7/Daytime 0.273+£0.005 0.550+0.004 -25.53 +0.02
2017.1.8/Daytime

XC_night Clean/nighttime  2017.1.7/Nighttime ~ 0.317 £ 0.004 0.590 £ 0.004 -25.63 + 0.03
2017.1.8/Nighttime

BH_1 Haze 2016.12.11 0.243£0.005 0.383+0.005 -24.43+0.03

BH_2 Haze 2016.12.17 0.233+0.005 0.368+0.005 -24.09 £0.04

BH_3 Haze 2016.12.20 0.266 + 0.005 0.390+0.004 -24.38+0.02

BH_4 Haze 2017.1.1 0.203+0.005 0.333+0.004 -24.29+0.02
2017.1.2

BH_5 Haze 2017.1.4 0.211+£0.003 0.334+0.003 -24.15+0.01

BC Clean 2016.12.26 0.188+0.006 0.403+0.005 -23.41+0.01
2017.1.8

2Values are given in average = measurement uncertainty.
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Table S3. Fraction of non-fossil carbon in EC and OC (fun(EC), fns(OC)), fraction of fossil carbon in EC and OC (fressit(EC), frossit(OC)), concentrations
(ug m®) of EC and OC from non-fossil sources (ECy,and OCr) and fossil sources (ECrossit and OCrossit) during haze and clean periods in Xi’an and
Beijing during December 2016 and January 2017. Details of samples are shown in Table S1.

Sample name | fu(EC) frossil(EC) fat(OC) frossit(OC) EChuo ECrossil OCx¢ OCrossil
XH_dayl 0.274+0.008 | 0.726 £0.008 | 0.545+0.011 | 0.455+0.011 | 3.48+0.36 | 9.24+£0.91 2849+153 | 23.74+1.31
XH_nightl 0.292+0.014 | 0.708+0.014 | 0.558+0.011 | 0.442+0.011 |4.23+0.47 |10.24+1.05 | 31.23+1.70 | 24.77+1.40
XH_day2 0.261+£0.010 | 0.739+0.010 | 0.555+0.011 | 0.445+0.011 |5.37+0.58 |1522+1.55 |45.04+2.41 | 36.08+2.02
XH_night2 0.262+0.010 | 0.738+0.010 | 0.553+0.011 | 0.447+0.011 | 6.37+0.69 |1796+1.82 | 48.97+2.62 | 39.55+2.22
XC_day 0.248 +0.006 | 0.752+0.006 | 0.505+0.010 | 0.495+0.010 | 2.17+0.23 | 6.56 +0.66 12.61+0.68 | 12.37 + 0.66
XC_night 0.288 +0.006 | 0.712+0.006 | 0.542+0.011 | 0.458+0.011 | 1.76+0.18 | 4.33+0.44 9.31+0.50 7.88+0.44
BH_1 0.221 +0.006 | 0.779+0.006 | 0.352+0.008 | 0.648 +0.008 | 3.04+0.32 | 10.71+1.08 | 15.02+0.83 | 27.66 + 1.44
BH_2 0.212+0.006 | 0.788+0.006 | 0.337 £0.008 | 0.663+0.008 | 2.80+0.29 |10.44+1.04 | 13.13+0.71 | 2581 +1.31
BH_3 0.242 +£0.006 | 0.758 £0.006 | 0.358 +0.008 | 0.642+0.008 | 3.97+0.41 |1242+1.25 | 18.62+1.01 | 33.43+£1.72
BH_4 0.185+0.006 | 0.815+0.006 | 0.306 £0.007 | 0.694 +0.007 | 2.24+0.23 | 9.86 £ 0.97 11.35+0.62 | 25.77 £ 1.29
BH_5 0.191+£0.004 | 0.809£0.004 | 0.306 £0.007 | 0.694+0.007 | 2.31+0.24 | 9.74+0.97 12.23+0.67 | 27.68 £1.42
BC 0.171+0.006 | 0.829+0.006 | 0.370+0.008 | 0.630+0.008 | 0.27+0.03 | 1.33+0.13 254 +0.14 4.34+0.23
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Table S4. Concentrations (pug m™) of primary OC from biomass burning (POCys), primary OC from fossil sources, OC from non-fossil sources
excluding primary biomass burning (OCo,nf), secondary OC from fossil sources (SOCrossit) and total SOC (i.e., approximately the sum of OC, ¢ and
SOCrossil) during haze and clean periods in Xi’an and Beijing during December 2016 and January 2017 (median and interquartile range). Details of
samples are shown in Table S1.

Sample name POCh POCrossil OCont SOCsossil SOC fossit(SOC)
XH_dayl 13.82 13.38 14.58 10.34 24.56 0.41
(12.50-15.26) (10.61-16.88) (12.83-16.25) (6.71-13.16) | (20.53-28.25) (0.32-0.47)
XH_nightl 16.80 13.80 14.40 10.82 24.81 0.43
(15.14-18.58) (11.24-17.61) (12.27-16.41) (7.04-1361) | (20.35-28.80) (0.33-0.49)
XH_day2 21.43 20.50 23.54 15.41 38.29 0.40
(19.28-23.68) (16.60-26.58) (20.75-26.20) (9.35-19.52) | (31.42-44.04) (0.29-0.45)
XH_night2 25.40 24.32 23.51 15.06 37.85 0.39
(22.88-28.07) (19.66-30.96) (20.34-26.62) (8.37-19.94) | (30.55-44.63) (0.27-0.46)
XC_day 8.64 8.21 3.98 4.07 7.76 0.52
(7.77-9.54) (6.82-10.63) (2.95-4.94) (1.73-5.59) (5.18-9.89) (0.36-0.60)
XC_night 6.99 5.37 2.32 2.47 4.57 0.53
(6.30-7.72) 4.46-6.85 1.51-3.07 1.00-3.43 2.83-6.07 0.38-0.64
BH 1 12.15 18.32 2.87 9.44 12.33 0.76
(10.90-13.44) (14.82-21.65) (L47-4.27) (5.86-12.99) | 98.13-16.41) (0.67-0.86)
BH 2 11.17 18.36 1.98 7.56 9.59 0.80
(10.04-12.34) (14.89-21.44) (0.65-3.17) (4.26-11.04) | (5.67-13.45) (0.68-0.91)
BH_3 15.82 21.21 2.77 12.24 15.01 0.81
(14.21-17.56) (17.18-25.02) (0.95-4.50) (8.16-16.36) | (10.19-19.75) (0.72-0.92)
BH 4 8.88 16.95 2.45 8.79 11.30 0.78
(8.00-9.84) (13.83-19.94) (141-3.44) (5.70-12.06) | (7.71-14.83) (0.70-0.86)
BH 5 9.17 16.94 3.00 10.79 13.82 0.78
(8.25-10.17) (13.73-19.86) (1.96-4.07) (7.65-14.08) | (10.26-17.53) (0.71-0.85)
BC 1.09 2.55 1.44 1.80 3.26 0.55
(0.98-1.21) (2.15-2.90) (1.30-1.59) (142-2.22) (2.79-3.76) (0.50-0.60)
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Table S5. Fractional contribution of different incomplete combustion sources to EC in different seasons (fob, fiig.fossit and feoar; median and
interquartile range ), and EC concentrations (ug m) from biomass burning (ECus), coal combustion (ECcoa) and liquid fossil fuel combustion
(ECiigfossit) (median and interquartile range). Details of samples are shown in Table S1.

City Sample Name | Note oo fiig.fossil feoal ECub EClig.fossil ECcoul
Xi’an XH_dayl Hazel/daytime 0.27 0.44 0.29 3.48 5.49 3.66
(0.27-0.28) | (0.26-0.58) | (0.14-0.47) | (3.24-3.73) | (3.10-7.30) (1.82-5.98)
XH_nightl Hazel/nighttime 0.29 0.47 0.23 4.23 6.75 3.29
(0.29-0.30) | (0.30-0.59) | (0.12-0.41) | (3.93-4.54) | (4.28-8.45) (1.69-5.87)
XH_day2 Haze2/daytime 0.29 0.47 0.23 5.38 10.04 4.94
(0.29-0.30) | (0.30-0.59) | (0.12-0.41) | (4.99-5.78) | (6.15-12.60) | (2.44-8.94)
XH_night2 Haze2/nighttime 0.26 0.49 0.25 6.39 11.85 5.88
(0.26-0.27) | (0.30-0.62) | (0.12-0.44) | (5.94-6.85) | (7.40-14.93) | (2.91-10.35)
XC_day Clean/daytime 0.25 0.57 0.18 2.17 4.73 1.69
(0.24-0.26) | (0.40-0.66) | (0.09-0.35) | (2.01-2.32) | (3.23-5.68) (0.83-3.24)
XC _night Clean/nighttime 0.29 0.54 0.17 1.76 3.17 1.07
(0.28-0.30) | (0.38-0.62) | (0.09-0.33) | (1.63-1.89) | (2.21-3.76) (0.53-2.05)
Beijing BH_1 Hazel 0.22 0.32 0.46 3.05 4.38 6.18
(0.21-0.23) | (0.18-0.49) | (0.29-0.60) | (2.83-3.28) | (2.49-6.68) (3.90-8.18)
BH_2 Haze2 0.21 0.29 0.50 2.80 3.89 6.42
(0.21-0.22) | (0.16-0.46) | (0.33-0.62) | (2.59-3.02) | (2.15-6.13) (4.20-8.15)
BH_3 Haze3 0.24 0.31 0.45 3.98 5.14 7.17
(0.23-0.25) | (0.18-0.47) | (0.29-0.58) | (3.69-4.28) | (2.99-7.79) (4.52-9.38)
BH_4 Haze4 0.19 0.33 0.49 2.24 3.90 5.80
(0.18-0.19) | (0.18-0.50) | (0.31-0.63) | (2.07-2.40) | (2.21-6.00) (3.75-7.53)
BH 5 Haze5 0.19 0.31 0.50 2.31 3.75 5.86
(0.19-0.20) | (0.17-0.48) | (0.33-0.63) | (2.13-2.48) | (2.09-5.87) (3.73-7.55)
BC Clean 0.17 0.22 0.61 0.27 0.35 0.96
(0.17-0.18) | (0.12-0.37) | (0.46-0.71) | (0.25-0.30) | (0.18-0.59) (0.72-1.14)
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Table S6. Fractional contribution of different incomplete combustion sources to EC (median and
interquartile range).

Biomass burning

Coal combustion

Liquid fossil fuel combustion
(i.e., vehicle emissions)

Xi'an haze day |0.27 0.26 0.47
(0.26-0.27) (0.13-0.44) (0.29-0.60)
Xi'an haze night | 0.28 0.23 0.49
(0.27-0.28) (0.12-0.41) (0.31-0.61)
Xi'an  clean day | 0.25 0.18 0.57
(0.24-0.26) (0.09-0.33) (0.42-0.66)
Xi'an clean night | 0.29 0.18 0.53
(0.28-0.30) (0.09-0.34) (0.37-0.62)
Beijing haze 0.21 0.48 0.31
(0.20-0.22) (0.31-0.61) (0.18-0.48)
Beijing clean 0.17 0.61 0.22
(0.17-0.18) (0.45-0.71) (0.12-0.38)
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